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Preface

Quantum mechanics was invented in an era of intense and seminal scientific re-
search between 1900 and 1928 (and in many regards continues to be developed
and expanded) because neither the properties of atoms and electrons, nor the
spectrum of radiation from heat sources could be explained by the classical
theories of mechanics, electrodynamics and thermodynamics. It was a major
intellectual achievement and a breakthrough of curiosity driven fundamental
research which formed quantum theory into one of the pillars of our present
understanding of the fundamental laws of nature. The properties and behav-
ior of every elementary particle is governed by the laws of quantum theory.
However, the rule of quantum mechanics is not limited to atomic and sub-
atomic scales, but also affects macroscopic systems in a direct and profound
manner. The electric and thermal conductivity properties of materials are de-
termined by quantum effects, and the electromagnetic spectrum emitted by a
star is primarily determined by the quantum properties of photons. It is there-
fore not surprising that quantum mechanics permeates all areas of research
in advanced modern physics and materials science, and training in quantum
mechanics plays a prominent role in the curriculum of every major physics or
chemistry department.

The ubiquity of quantum effects in materials implies that quantum mechanics
also evolved into a major tool for advanced technological research. The con-
struction of the first nuclear reactor in Chicago in 1942 and the development of
nuclear technology could not have happened without a proper understanding of
the quantum properties of particles and nuclei. However, the real breakthrough
for a wide recognition of the relevance of quantum effects in technology occured
with the invention of the transistor in 1948 and the ensuing rapid development
of semiconductor electronics. This proved once and for all the importance of
quantum mechanics for the applied sciences and engineering, only 22 years
after publication of the Schrodinger equation! Electronic devices like transis-
tors rely heavily on the quantum mechanical emergence of energy bands in
materials, which can be considered as a consequence of combination of many
atomic orbitals or as a consequence of delocalized electron states probing a
lattice structure. Today the rapid developments of spintronics, photonics and
nanotechnology provide continuing testimony to the technological relevance of
quantum mechanics.

As a consequence, every physicist, chemist and electrical engineer nowadays
has to learn aspects of quantum mechanics, and we are witnessing a time
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when also mechanical and aerospace engineers are advised to take at least a
2nd year course, due to the importance of quantum mechanics for elasticity and
stability properties of materials. Furthermore, quantum information appears to
become inceasingly relevant for computer science and information technology,
and a whole new area of quantum technology will likely follow in the wake
of this development. Therefore it seems safe to posit that within the next
two generations, 2nd and 3rd year quantum mechanics courses will become as
abundant and important in the curricula of science and engineering colleges as
first and second year calculus courses.

Quantum mechanics continues to play a dominant role in particle physics and
atomic physics - after all, the Standard Model of particle physics is a quantum
theory, and the spectra and stability of atoms cannot be explained without
quantum mechanics. However, most scientists and engineers use quantum me-
chanics in advanced materials research. Furthermore, the dominant interaction
mechanisms in materials (beyond the nuclear level) are electromagnetic, and
many experimental techniques in materials science are based on photon probes.
The introduction to quantum mechanics in the present book takes this into
account by including aspects of condensed matter theory and the theory of
photons at earlier stages and to a larger extent than other quantum mechanics
texts. Quantum properties of materials provide neat and very interesting il-
lustrations of time-independent and time-dependent perturbation theory, and
many students are better motivated to master the concepts of quantum me-
chanics when they are aware of the direct relevance for modern technology.
A focus on the quantum mechanics of photons and materials is also perfectly
suited to prepare students for future developments in quantum information
technology, where entanglement of photons or spins, decoherence, and time
evolution operators will be key concepts.

Other novel features of the discussion of quantum mechanics in this book
concern attention to relevant mathematical aspects which otherwise can only
be found in journal articles or mathematical monographs. Special appendices
include a mathematically rigorous discussion of the completeness of Sturm-
Liouville eigenfunctions in one spatial dimension, an evaluation of the Baker-
Campbell-Hausdorff formula to higher orders, and a discussion of logarithms of
matrices. Quantum mechanics has an extremely rich and beautiful mathemat-
ical structure. The growing prominence of quantum mechanics in the applied
sciences and engineering has already reinvigorated increased research efforts
on its mathematical aspects. Both students who study quantum mechanics
for the sake of its numerous applications, as well as mathematically inclined
students with a primary interest in the formal structure of the theory should
therefore find this book interesting.

This book emerged from a quantum mechanics course which I had introduced
at the University of Saskatchewan in 2001. It should be suitable both for
advanced undergraduate and introductory graduate courses on the subject.
To make advanced quantum mechanics accessible to wider audiences which
might not have been exposed to standard second and third year courses on
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atomic physics, analytical mechanics, and electrodynamics, important aspects
of these topics are briefly, but concisely introduced in special chapters and
appendices. The success and relevance of quantum mechanics has reached far
beyond the realms of physics research, and physicists have a duty to dissemi-
nate the knowledge of quantum mechanics as widely as possible.

Saskatoon, Saskatchewan, Canada Rainer Dick






To the Students

Congratulations! You have reached a stage in your studies where the topics
of your inquiry become ever more interesting and more relevant for modern
research in basic science and technology.

Together with your professors, I will have the privilege to accompany you along
the exciting road of your own discovery of the bizarre and beautiful world of
quantum mechanics. I will aspire to share my own excitement that I continue
to feel for the subject and for science in general.

You will be introduced to many analytical and technical skills that are used
in everyday applications of quantum mechanics. These skills are essential in
virtually every aspect of modern research. A proper understanding of a mate-
rials science measurement at a synchrotron requires a proper understanding of
photons and quantum mechanical scattering, just like manipulation of qubits
in quantum information research requires a proper understanding of spin and
photons and entangled quantum states. Quantum mechanics is ubiquitous in
modern research. It governs the formation of microfractures in materials, the
conversion of light into chemical energy in chlorophyll or into electric impulses
in our eyes, and the creation of particles at the Large Hadron Collider.
Technical mastery of the subject is of utmost importance for understanding
quantum mechanics. Trying to decipher or apply quantum mechanics without
knowing how it really works in the calculation of wave functions, energy levels,
and cross sections is just idle talk, and always prone for misconceptions. There-
fore we will go through a great many technicalities and calculations, because
you and I (and your professor!) have a common goal: You should become an
expert in quantum mechanics.

However, there is also another message in this book. The apparently exotic
world of quantum mechanics is our world. Our bodies and all the world around
us is built on quantum effects and ruled by quantum mechanics. It is not
apparent and only visible to the cognoscenti. Therefore we have developed a
mode of thought and explanation of the world that is based on classical pictures
— mostly waves and particles in mechanical interaction. This mode of thought
was sufficient for survivial of our species so far, and it culminated in a powerful
tool called classical physics. However, by 1900 those who were paying attention
had caught enough glimpses of the underlying non-classical world to embark
on the exciting journey of discovering quantum mechanics. Indeed, every single
atom in your body is ruled by the laws of quantum mechanics, and could not
even exist as a classical particle. The electrons that provide the light for your

ix
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long nights of studying generate this light in stochastic quantum leaps from a
state of a single electron to a state of an electron and a photon. And maybe
the most striking example of all: There is absolutely nothing classical in the
sunlight that provides the energy for all life on Earth.

Quantum theory is not a young theory any more. The scientific foundations
of the subject were developed over half a century between 1900 and 1949,
and many of the mathematical foundations were even developed in the 19th
century. The steepest ascent in the development of quantum theory appeared
between 1924 and 1928, when matrix mechanics, Schrodinger’s equation, the
Dirac equation and field quantization were invented. I have included numerous
references to original papers from this period, not to ask you to read all those
papers — after all, the primary purpose of a textbook is to put major achieve-
ments into context, provide an introductory overview at an appropriate level,
and replace often indirect and circuitous original derivations with simpler ex-
planations — but to honour the people who brought the then nascent theory
to maturity. Quantum theory is an extremely well established and developed
theory now, which has proven itself on numerous occasions. However, we still
continue to improve our collective understanding of the theory and its wide
ranging applications, and we test its predicitions and its probabilistic inter-
pretation with ever increasing accuracy. The implications and applications of
quantum mechanics are limitless, and we are witnessing a time when many
technologies have reached their “quantum limit”, which is a misnomer for the
fact that any methods of classical physics are just useless in trying to describe
or predict the behavior of atomic scale devices. It is a “limit” for those who do
not want to learn quantum physics. For you, it holds the promise of excitement
and opportunity if you are prepared to work hard and if you can understand
the calculations.

Quantum mechanics combines power and beauty in a way that even super-
sedes advanced analytical mechanics and electrodynamics. Quantum mechan-
ics is universal and therefore incredibly versatile, and if you have a sense for
mathematical beauty: the structure of quantum mechanics is breathtaking,
indeed.

I sincerely hope that reading this book will be an enjoyable and exciting ex-
perience for you.

To the Instructor

Dear Colleague,

as professors of quantum mechanics courses, we enjoy the privilege of teach-
ing one of the most exciting subjects in the world. However, we often have
to do this with fewer lecture hours than were available for the subject in the
past, when at the same time we should include more material to prepare stu-
dents for research or modern applications of quantum mechanics. Furthermore,
students have become more mobile between universities (which is good) and
between academic programs (which can have positive and negative implica-
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tions). Therefore we are facing the task to teach an advanced subject to an
increasingly heterogeneous student body with very different levels of prepa-
ration. Nowadays the audience in a fourth year undergraduate or beginning
graduate course often includes students who have not gone through a course
on Lagrangian mechanics, or have not seen the covariant formulation of elec-
trodynamics in their electromagnetism courses. I deal with this problem by
including one special lecture on each topic in my quantum mechanics course,
and this is what Appendices A and B are for. I have also tried to be as inclusive
as possible without sacrificing content or level of understanding by starting at
a level that would correspond to an advanced second year Modern Physics
or Quantum Chemistry course and then follow a steeply ascending route that
takes the students all the way from Planck’s law to the photon scattering
tensor.

The selection and arrangement of topics in this book is determined by the
desire to develop an advanced undergraduate and introductory gaduate level
course that is useful to as many students as possible, in the sense of giving
them a head start into major current research areas or modern applications of
quantum mechanics without neglecting the necessary foundational training.
There is a core of knowledge that every student is expected to know by heart
after having taken a course in quantum mechanics. Students must know the
Schrodinger equation. They must know how to solve the harmonic oscillator
and the Coulomb problem, and they must know how to extract information
from the wave function. They should also be able to apply basic perturbation
theory, and they should understand that a wave function (x|¢(t)) is only one
particular representation of a quantum state [¢(t)).

In a North American physics program, students would traditionally learn all
these subjects in a 300-level Quantum Mechanics course. Here these subjects
are discussed in Chapters 1-7 and 9. This allows the instructor to use this book
also in 300-level courses or introduce those chapters in a 400-level or graduate
course if needed. Depending on their specialization, there will be an increasing
number of students from many different science and engineering programs
who will have to learn these subjects at M.Sc. or beginning Ph.D. level before
they can learn about photon scattering or quantum effects in materials, and
catering to these students will also become an increasingly important part of
the mandate of physics departments. Including chapters 1-7 and 9 with the
book is part of the philosophy of being as inclusive as possible to disseminate
knowledge in advanced quantum mechanics as widely as possible.

Additional training in quantum mechanics in the past traditionally focused
on atomic and nuclear physics applications, and these are still very important
topics in fundamental and applied science. However, a vast number of our
current students in quantum mechanics will apply the subject in materials
science in a broad sense encompassing condensed matter physics, chemistry
and engineering. For these students it is beneficial to see Bloch’s theorem,
Wannier states, and basics of the theory of covalent bonding embedded with
their quantum mechanics course. Another important topic for these students
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is quantization of the Schrodinger field. Indeed, it is also useful for students
in nuclear and particle physics to learn quantization of the Schrodinger field
because it makes quantization of gauge fields and relativistic matter fields so
much easier if they know quantum field theory in the non-relativistic setting.

Furthermore, many of our current students will use or manipulate photon
probes in their future graduate and professional work. A proper discussion
of photon-matter interactions is therefore also important for a modern quan-
tum mechanics course. This should include minimal coupling, quantization of
the Maxwell field, and applications of time-dependent perturbation theory for
photon absorption, emission and scattering.

Students should also know the Klein-Gordon and Dirac equations after com-
pletion of their course, not only to understand that Schrodinger’s equation is
not the final answer in terms of wave equations for matter particles, but to
understand the nature of relativistic corrections like Pauli or Rashba terms.

The scattering matrix is introduced as early as possible in terms of matrix
elements of the time evolution operator on states in the interaction picture,
Sti(t,t") = (flUp(t,t')|i), cf. equation (13.20). This representation of the scat-
tering matrix appears so naturally in ordinary time-dependent perturbation
theory that it makes no sense to defer the notion of an S-matrix to the dis-
cussion of scattering in quantum field theory with two or more particles in the
initial state. It actually mystifies the scattering matrix to defer its discussion
until field quantization has been introduced. On the other hand, introducing
the scattering matrix even earlier in the framework of scattering off static
potentials is counterproductive, because its natural and useful definition as
matrix elements of a time evolution operator cannot properly be introduced
at that level, and the notion of the scattering matrix does not really help with
the calculation of cross sections for scattering off static potentials.

I have also emphasized the discussion of the various roles of transition matrix
elements depending on whether the initial or final states are discrete or con-
tinuous. It helps students to understand transition probabilities, decay rates,
absorption cross sections and scattering cross sections if the discussion of these
concepts is integrated in one chapter, cf. Chapter 13. Furthermore, I have put
an emphasis on canonical field quantization. Path integrals provide a very el-
egant description for free-free scattering, but bound states and energy levels,
and basic many-particle quantum phenomena like exchange holes are very effi-
ciently described in the canonical formalism. Feynman rules also appear more
intuitive in the canonical formalism of explicit particle creation and annihila-
tion.

The core advanced topics in quantum mechanics that an instructor might want
to cover in a traditional 400-level or introductory graduate course are included
with Chapters 8, 11-13, 15-18, and 21. However, instructors of a more inclusive
course for general science and engineering students should include materials
from Chapters 1-7 and 9, as appropriate.
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The direct integration of training in quantum mechanics with the foundations
of condensed matter physics, field quantization, and quantum optics is very
important for the advancement of science and technology. I hope that this
book will help to achieve that goal. I would greatly appreciate your comments
and criticism. Please send them to rainer.dick@usask.ca.
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Chapter 1

The Need for Quantum
Mechanics

1.1 Electromagnetic spectra and evidence
for discrete energy levels

Quantum mechanics was initially invented because classical mechanics,
thermodynamics and electrodynamics provided no means to explain the prop-
erties of atoms, electrons, and electromagnetic radiation. Furthermore, it
became clear after the introduction of Schrédinger’s equation and the quan-
tization of Maxwell’s equations that we cannot explain any physical property
of matter and radiation without the use of quantum theory. We will see a lot
of evidence for this in the following chapters. However, in the present chapter
we will briefly and selectively review the early experimental observations and
developments which led to the development of quantum mechanics over a
period of intense research between 1900 and 1928.

The first evidence that classical physics was incomplete appeared in unex-
pected properties of electromagnetic spectra. Thin gases of atoms or molecules
emit line spectra which contradict the fact that a classical system of electric
charges can oscillate at any frequency, and therefore can emit radiation of any
frequency. This was a major scientific puzzle from the 1850s until the inception
of the Schrodinger equation in 1926.

Contrary to a thin gas, a hot body does emit a continuous spectrum, but even
those spectra were still puzzling because the shape of heat radiation spectra
could not be explained by classical thermodynamics and electrodynamics. In
fact, classical physics provided no means at all to predict any sensible shape
for the spectrum of a heat source! But at last, hot bodies do emit a continuous
spectrum and therefore, from a classical point of view, their spectra are not
quite as strange and unexpected as line spectra. It is therefore not surprising
that the first real clues for a solution to the puzzles of electromagnetic spectra
emerged when Max Planck figured out a way to calculate the spectra of heat
sources under the simple, but classically extremely counterintuitive assumption

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 1
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_1,
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2 Chapter 1. The Need for Quantum Mechanics

that the energy in heat radiation of frequency f is quantized in integer multiples
of a minimal energy quantum hf,

E=nhf, neN. (1.1)

The constant h that Planck had introduced to formulate this equation became
known as Planck’s constant and it could be measured from the shape of heat ra-
diation spectra. A modern value is h = 6.626 x 10734 J .5 = 4.136 x 10~ eV -s.
We will review the puzzle of heat radiation and Planck’s solution in the next
section, because Planck’s calculation is instructive and important for the un-
derstanding of incandescent light sources and it illustrates in a simple way how
quantization of energy levels yields results which are radically different from
predictions of classical physics.
Albert Einstein then pointed out that equation (1.1) also explains the photo-
electric effect. He also proposed that Planck’s quantization condition is not a
property of any particular mechanism for generation of electromagnetic waves,
but an intrinsic property of electromagnetic waves. However, once equation
(1.1) is accepted as an intrinsic property of electromagnetic waves, it is a small
step to make the connection with line spectra of atoms and molecules and con-
clude that these line spectra imply existence of discrete energy levels in atoms
and molecules. Somehow atoms and molecules seem to be able to emit radia-
tion only by jumping from one discrete energy state into a lower discrete energy
state. This line of reasoning, combined with classical dynamics between elec-
trons and nuclei in atoms then naturally leads to the Bohr-Sommerfeld theory
of atomic structure. This became known as old quantum theory.
Apparently, the property which underlies both the heat radiation puzzle and
the puzzle of line spectra is discreteness of energy levels in atoms, molecules,
and electromagnetic radiation. Therefore, one major motivation for the devel-
opment of quantum mechanics was to explain discrete energy levels in atoms,
molecules, and electromagnetic radiation.
It was Schrodinger’s merit to find an explanation for the discreteness of energy
levels in atoms and molecules through his wave equation! (h = h/2m)

h2

(1) = — 3 A, 1) + V@), ). 12)

A large part of this book will be dedicated to the discussion of Schrodinger’s
equation. An intuitive motivation for this equation will be given in Section 1.6.
Ironically, the fundamental energy quantization condition (1.1) for electromag-
netic waves, which precedes the realization of discrete energy levels in atoms
and molecules, cannot be derived by solving a wave equation, but emerges from
the quantization of Maxwell’s equations. This is at the heart of understanding
photons and the quantum theory of electromagnetic waves. We will revisit this
issue in Chapter 18. However, we can and will discuss already now the early
quantum theory of the photon and what it means for the interpretation of
spectra from incandescent sources.

'E. Schrédinger, Annalen Phys. 386, 109 (1926).
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1.2 Blackbody radiation and Planck’s law

Historically, Planck’s deciphering of the spectra of incandescent heat and light
sources played a key role for the development of quantum mechanics, because
it included the first proposal of energy quanta, and it implied that line spectra
are a manifestation of energy quantization in atoms and molecules. Planck’s
radiation law is also extremely important in astrophysics and in the technology
of heat and light sources.

Generically, the heat radiation from an incandescent source is contaminated
with radiation reflected from the source. Pure heat radiation can therefore only
be observed from a non-reflecting, i.e. perfectly black body. Hence the name
blackbody radiation for pure heat radiation. Physicists in the late 19th century
recognized that the best experimental realization of a black body is a hole in
a cavity wall. If the cavity is kept at temperature T', the hole will emit perfect
heat radiation without contamination from any reflected radiation.

Suppose we have a heat radiation source (or thermal emitter) at temperature
T. The power per area radiated from a thermal emitter at temperature T
is denoted as its ezitance (or emittance) e(T). In the blackbody experiments
e(T) - A is the energy per time leaking through a hole of area A in a cavity
wall.

To calculate e(T") as a function of the temperature T, as a first step we need
to find out how it is related to the density u(7") of energy stored in the heat
radiation. One half of the radiation will have a velocity component towards the
hole, because all the radiation which moves under an angle ¢ < /2 relative to
the axis going through the hole will have a velocity component v(1}) = ¢ cos ¢}
in the direction of the hole. To find out the average speed v of the radiation
in the direction of the hole, we have to average ccos® over the solid angle
) = 27 sr of the forward direction 0 < p < 27, 0 < ¢ < 7/2:

c 2m /2 ¢
v=— dgp/ dy sim?cosﬂzi.
0

21 Jo

The effective energy current density towards the hole is energy density moving
in forward direction x average speed in forward direction:

will escape through the hole. Therefore the emitted power per area E/(tA) =
e(T) is

e(T) = u(T) (1.3)

C
1
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However, Planck’s radiation law is concerned with the spectral exitance e(f,T),
which is defined in such a way that

fa
et (T) = /f df e(f.T)

is the power per area emitted in radiation with frequencies f; < f < fo.
In particular, the total exitance is

(1) = o (T) = [ dfe(.7).
0
Operationally, the spectral exitance is the power per area emitted with
frequencies f < f’ < f + Af, and normalized by the width Af of the
frequency interval,
eosrar = eon(T) _ 0

— oy Gnrran(@) _9
. T) = Jlim =S50 =l A = gycen():

The spectral exitance e(f,T) can also be denoted as the emitted power per area
and per unit of frequency or as the spectral exitance in the frequency scale.
The spectral energy density u(f,T) is defined in the same way. If we measure
the energy density upssiap(7) in radiation with frequency between f and
f+Af, then the energy per volume and per unit of frequency (i.e. the spectral
energy density in the frequency scale) is

uppran(T) 0

u(f.T) = Jim —Ar 8_fu[0,f](T)a (1.4)

and the total energy density in radiation is

o) = [ druts, 1)
0

The equation e(T) = u(T)c/4 also applies separately in each frequency inter-
val [f, f + Af], and therefore must also hold for the corresponding spectral
densities,

e(f,T) =u(f, T);j (1.5)

The following facts were known before Planck’s work in 1900.

e The prediction from classical thermodynamics for the spectral exitance
e(f,T) (Rayleigh-Jeans law) was wrong, and actually non-sensible!

e The exitance e(T') satisfies Stefan’s law (Stefan, 1879; Boltzmann, 1884)

e(T) = oT?,

with the Stefan-Boltzmann constant

W
_ -8
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e The spectral exitance e(\,T) = e(f,T) , -¢/\? per unit of wavelength
f=c/X

(i.e. the spectral exitance in the wavelength scale) has a maximum at a wave-
length

Mgz - T =2.898 x 1073 m - K = 2898 yum - K.

This is Wien’s displacement law (Wien, 1893).

The puzzle was to explain the observed curves e(f,T) and to explain why
classical thermodynamics had failed. We will explore these questions through
a calculation of the spectral energy density u(f,T). Equation (1.5) then also
yields e(f, T).

The key observation for the calculation of u(f,T) is to realize that u(f,T)
can be split into two factors. If we want to know the radiation energy density
ug, f+ap) = w(f, T)df in the small frequency interval [f, f + df], then we can
first ask ourselves how many different electromagnetic oscillation modes per
volume, g(f)df, exist in that frequency interval. Each oscillation mode will
then contribute an energy (F)(f,T) to the radiation energy density, where
(E)(f,T) is the expectation value of energy in an electromagnetic oscillation
mode of frequency f at temperature T

u(f, T)df = g(f)df (E)(f,T).
The spectal energy density u(f,T) can therefore be calculated in two steps:
1. Calculate the number g(f) of oscillation modes per volume and per unit of
frequency (“counting of oscillation modes”).
2. Calculate the mean energy (F)(f,T) in an oscillation of frequency f at
temperature 7.
The results can then be combined to yield the spectral energy density u(f,T) =
G(FIENLT),
The number of electromagnetic oscillation modes per volume and per unit of
frequency is an important quantity in quantum mechanics and will be calcu-
lated explicitly in Chapter 13, with the result

87 f?
9(f) =~ (1.6)
The corresponding density of oscillation modes in the wavelength scale is
c 8T
) = ‘ —=
s =olh)| =T

Statistical physics predicts that the probability Pr(F) to find an oscillation of
energy F in a system at temperature T should be exponentially suppressed,

Pr(E) = kBLTexp<—kB£T). (1.7)

The possible values of E are not restricted in classical physics, but can vary
continuously between 0 < E < oo. For example, for any classical oscillation
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with fixed frequency f, continually increasing the amplitude yields a contin-
uous increase in energy. The mean energy of an oscillation at temperature T'
according to classical thermodynamics is therefore

= dE EPr(E) = dE —— =kgT. (1.
> classical /0 T( ) A kBT eXp( kBT> P ( 8)

Therefore the spectral energy density in blackbody radiation and the corre-
sponding spectral exitance according to classical thermodynamics should be

(E

87Tf2 c 27Tf2

u(f,t) = g(NksT = kT, e(f,T) = u(f,T)y = —5—ksT,

but this is obviously nonsensical: it would predict that every heat source should
emit a diverging amount of energy at high frequencies/short wavelengths! This
is the wltraviolet catastrophe of the Rayleigh-Jeans law.

Max Planck observed in 1900 that he could derive an equation which matches
the spectra of heat sources perfectly if he assumes that the energy in electro-
magnetic waves of frequency f is quantized in multiples of the frequency,

E:nhfzn%c, n € N.

The exponential suppression of high energy oscillations then reads

Pu(B) = Pr(n) exp(l’;%)7

but due to the discreteness of the energy quanta hf, the normalized
probabilities are now

6= = 1 en{ ) ew (57)
= P <”,<Z—J;> - CXp( (n+ 1);:;)

such that > ° , Pr(n) = 1.
The resulting mean energy per oscillation mode is

= Z nhfPr(n)

n=0

Er( o) Even( 02
- Z”hfeXP( ”—fT) - i(nJr 1)hfexp(—(n+ 1)%)

n=0

+hfZeXp< n+1) kBT>
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The first two sums cancel, and the last term yields the mean energy in an
electromagnetic wave of frequency f at temperature T as

1-— exp(fé%) exp(k’;—fT) —1

Combination with g(f) from equation (1.6) yields Planck’s formulas for the
spectral energy density and spectral exitance in heat radiation,

(E)(/,T) = hf

B 8thf? 1 B 21hf3 1

ul(f,T) = = exp(££0__1, o(f.T) = = exp(ﬁgg-—1'(1lo>

These functions fitted the observed spectra perfectly! The spectrum e(f,T)
and the emitted power ey ;(7) with maximal frequency f are displayed for
T = 5780 K in Figures 1.1 and 1.2.

100 -
80 4
N
<| 5
T 604
-
=
S 40-
20
O T T T T T T T T T 1
0 200 400 600 800 1000
f'[ Thz]

Figure 1.1: The spectral emittance e(f,T) for a heat source of temperature
T = 5780 K.
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Figure 1.2: The emittance ey g (T f df'e(f',T) (i.e. emitted power per

area in radiation with maximal frequency f) for a heat source of temperature
T = 5780 K. The asymptote for f — 00 is €)oo (T) = e(T) = oT* = 6.33 x
107 W /m? for the temperature T' = 5780 K.

1.3 Blackbody spectra and photon fluxes

Their technical relevance for the quantitative analysis of incandescent light
sources makes it worthwhile to take a closer look at blackbody spectra. Black-
body spectra are also helpful to elucidate the notion of spectra more closely,
and to explain that a maximum in a spectrum strongly depends on the choice
of independent variable (e.g. wavelength or frequency) and dependent variable
(e.g. energy flux or photon flux). In particular, it is sometimes claimed that
our sun has maximal radiation output at a wavelength Ap.x =~ 500 nm. This
statement is actually very misleading if the notion of “radiation output” is not
clearly defined, and if no explanation is included that different perfectly suit-
able notions of radiation output yield very different wavelengths or frequencies
of maximal emission. We will see below that the statement above only applies
to maximal power output per unit of wavelength, i.e. if we use a monochromator
which slices the wavelength axis into intervals of equal length d\ = c|df|/f?,
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then we find maximal power output in an interval around \,,,, ~ 500 nm.
However, we will also see that if we use a monochromator which slices the
frequency axis into intervals of equal length df = c|d)\|/A\?, then we find maxi-
mal power output in an interval around f,., ~ 340 THz, corresponding to a
wavelength ¢/ fiax ~ 880 nm. If we ask for maximal photon counts instead of
maximal power output, we find yet other values for peaks in the spectra.
Since Planck’s radiation law (1.10) yielded perfect matches to observed black-
body spectra, it must also imply Stefan’s law and Wien’s law. Stefan’s law is
readily derived in the following way. The emitted power per area is

s ) k44 > x®
e(T) = / df e(f,T) = / dre(\.T >=2”#/0 M @) =1

Evaluation of the integral

0 IS 0o o0
dr ———— = dx 23 exp|—(n+ 1)z
/0 TS / > cxl-(n-+ 17
A = A1
— - d _ - _ i
;dn?’/o x exp(—nz) 2 e
.6 mt
;n ) =1z
implies
2m°k%
e(T) = 15h3c2™ 7

i.e. Planck’s law implied a prediction for the Stefan-Boltzmann constant in
terms of the Planck constant h, which could be determined previously from a
fit to the spectra,

2 5 /4

5o 2kp

15h3¢?
An energy flux e(T) = 6.33 x 10" W/m? from the Sun yields a remnant energy
flux at Earth’s orbit of magnitude e(T") X (Rs /re)? = 1.37kW /m?. Here R, =
6.955 x 108 m is the radius of the Sun and rg = 1.496 x 10" m is the radius of

Earth’s orbit.
For the derivation of Wien’s law, we set

~ he  hf
T NkgT  kgT’

Then we have with e(X, T) = e(f,T)|s=c/nc/A%,

xT

0 _ 2mhe? 1 he eXp(/\,?CT) >
ﬁe()\,T) T eXP(MZ;T) —1 \NksT eXp(*’?gTB) -1 3

2rhc? 1
_ 2mhe (x exp(z) 5)7

M exp(z) —1 \exp(z) —1



10 Chapter 1. The Need for Quantum Mechanics

which implies that de(\, T) /0N = 0 is satisfied if and only if

5
5—x

exp(r) =

This condition yields = ~ 4.965. The wavelength of maximal spectral emittance
e(A, T') therefore satisfies

he

)\max T~ ——
4.965k

= 2898 ym - K.

For a heat source of temperature T' = 5780 K, like the surface of our sun, this
yields (see Figure 1.3)

Amax = 501 nm,  —— = 598 THz.

max

80 1

707

T 30
20 1

10

T T T T T T T T T T T T T T !
200 400 600 800 1000 1200 1400
A [nm)]

Figure 1.3: The spectral emittance e(\,T) for a heat source of temperature
T = 5780 K.

One can also derive an analogue of Wien’s law for the frequency fi.x of maximal
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spectral emittance e(f,T). We have

d ().T) 2rhf? 1 hf eXp()J?;T)
—e(f.T) = = _
of ¢ exp(,&—fT) -1 kT exp(—A:BCT) -1
2rhf? 1 exp()
= 3—x ,
? exp(x)—1 exp(z) —1
which implies that de(f,T)/0f = 0 is satisfied if and only if
3
exp(x) - 3 _ x?

with solution = ~ 2.821. The frequency of maximal spectral emittance e(f,T')

therefore satisfies
fmax kB GHZ
~ 2.82]1— =58.79 —.
i 8 N 58.79 K
This yields for a heat source of temperature 7' = 5780 K, as in Figure 1.1,

Sfmax = 340 THz, £ 882 nm.
The photon fluxes in the wavelength scale and in the frequency scale, j(A, T)
and j(f,T), are defined below. The spectral emittance per unit of frequency,
e(f,T), is directly related to the photon flux per fractional wavelength or fre-
quency interval dIn f = df /f = —dIn A = —d\/\. We have with the notations
used in (1.4) for spectral densities and integrated fluxes the relations

9 9

e(f,T)=hfji(f,T)= hfafj[o,f](T) = hmjlo,ﬂ (T)

= hj(n(f/f), T) = BAJ(N, T) = hj(In(A/A), T).

Optimization of the energy flux of a light source for given frequency bandwidth
df is therefore equivalent to optimization of photon flux for fixed fractional
bandwidth df /f = |d\/ |
The number of photons per area, per second, and per unit of wavelength emit-
ted from a heat source of temperature T is

JAT) = e 1) = 2

hce

This satisfies

oy AT (el

8_)\J
if
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This has the solution z ~ 3.921. The wavelength of maximal spectral photon
flux j(A, T) therefore satisfies

he
3.921kp

Amax : =~

= 3670 um - K.

This yields for a heat source of temperature T' = 5780 K (see Figure 1.4)

Amax = 635 nm, AL — 472 THz.

2.x10%3 4

“ 1.5 x 1023
E ]
<

S

photons

= 1.x10%31
5 4
=

5. X 1022 —

T T T T T T T T T T T T T 1
200 400 600 800 1000 1200 1400
A [nm]

Figure 1.4: The spectral photon flux j(A,T") for a heat source of temperature
T = 5780 K.

The photon flux in the wavelength scale, j(\,T'), is also related to the en-
ergy fluxes per fractional wavelength or frequency interval dln A = dA\/\ =

—dIn f = —df/f,

} A 1 f 1
.](Av T) = —}6(/\, T) = _e(ln(/\/)‘O)a T) = _‘e(fa T) = _e(ln(f/f0)7 T)
hc he he he
Therefore optimization of photon flux for fixed wavelength bandwidth d\ is
equivalent to optimization of energy flux for fixed fractional bandwidth d\/\ =

|df / f1-
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Finally, the number of photons per area, per second, and per unit of frequency
emitted from a heat source of temperature T is

e(f,T) _2r)?

J(f,T) = h7f =2 exp(k—hl%)—

This satisfies

) - Dy, w0 )

af
if
2
2—x

exp(z) =
This condition is solved by x ~ 1.594. Therefore the frequency of maximal

spectral photon flux j(f,T) in the frequency scale satisfies

fmdx kB GHZ
~ 1.594— = 33.21
59 h 33. K

This yields for a heat source of temperature 7' = 5780 K (see Figure 1.5)

fmax =192 THZ, = 1.56 1.

max

The flux of emitted photons is

. < k3T z?
](T):/O df j(f, )_27Th32/ dx (@) =1

Evaluation of the integral

[e'S) I2
dr—:/ dx exp[—(n+1)
A exp(z) — 1 0 Z )]
— &> [* — d? 1
= ; w/o dx exp(—nz) = Zl i

2
=2 5= %0)
n=1
yields
. Ar((3)k3 3 _ 15 T

A surface temperature 7' = 5780 K for our sun yields a photon flux at the
solar surface 2.94 x 102 m~2s~! and a resulting photon flux at Earth’s orbit of
6.35 x 102! m~2s™!. The average photon energy e(7)/j(T) = 1.35¢eV is in the
infrared.



14 Chapter 1. The Need for Quantum Mechanics

= 5.x10%7
%)
< N
S |
8% 4.x10204
=l |
S 3.x1020
\Y)
Il E
[
w  2.x10%04
-\; -
1. x 10204
T T T T T T T T T 1
0 200 400 600 800 1000

f[THz]

Figure 1.5: The spectral photon flux j(f,T') for a heat source of temperature
T =5780 K.

1.4 The photoelectric effect

The notion of energy quanta in radiation was so revolutionary in 1900 that
Planck himself speculated that this must somehow be related to the emission
mechanism of radiation from the material of the source. In 1905 Albert Einstein
pointed out that hitherto unexplained properties of the photoelectric effect can
also be explained through energy quanta hf in ultraviolet light, and proposed
that this energy quantization is likely an intrinsic property of electromagnetic
waves irrespective of how they are generated. In short, the photoelectric effect
observations by J.J. Thomson and Lenard revealed the following key proper-
ties:

e An ultraviolet light source of frequency f will generate photoelectrons of
maximal kinetic energy hf — hfy if f > fo, where hfy = ¢ is the minimal
energy to liberate photoelectrons from the photocathode.

e Increasing the intensity of the incident ultraviolet light without changing its
frequency will increase the photocurrent, but not change the maximal kinetic
energy of the photoelectrons. Increasing the intensity must therefore liberate



1.5. Wave-particle duality 15

more photoelectrons from the photocathode, but does not impart more energy
on single electrons.

Einstein realized that this behavior can be explained if the incident ultraviolet
light of frequency f comes in energy parcels of magnitude hf, and if the elec-
trons in the metal can (predominantly) only absorb a single of these energy
parcels.

1.5 Wave-particle duality

When X-rays of wavelength A\ are scattered off atoms, one observes scattered
X-rays of the same wavelength A in all directions. However, in the years 1921-
1923 Arthur H. Compton observed that under every scattering angle 9 against
the direction of incidence, there is also a component of scattered X-rays with
a longer wavelength

A =X+ Ac(l —cos?).

The constant A¢ = 2.426 pm has the same value for every atom. Compton (and
also Debye) recognized that this longer wavelength component in the scattered
radiation can be explained as a consequence of particle like collision of Planck’s
and Einstein’s energy parcels hf with weakly bound electrons, if the energy
parcels also carry momentum h/A. Energy conservation during the collision of
the electromagnetics energy parcels (meanwhile called photons) with weakly
bound electrons (p/, is the momentum of the recoiling electron),

h h
MeC + N P2 +m2c® + %
0
yields
h*  h? h? 1 1
2o 4 9 4 omhe| — - =
Pe =yt o, C()\o A)’

while momentum conservation implies

h?  h? h?
Pl = )\—% + SVl 2/\—)\000579.

This yields for the wavelength of the scattered photon

T:C(l—cosﬂ), (1.11)

A= X+

with excellent numerical agreement between h/mec and the measured value
of )\(;.

From the experimental findings on blackbody radiation, the photoelectric
effect, and Compton scattering, and the ideas of Planck, Einstein, and Compton,
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an electromagnetic wave of frequency f = ¢/\ appears like a current of par-
ticles with energy hf and momentum h/X. However, electromagnetic waves
also show wavelike properties like diffraction and interference. The findings of
Planck, Einstein, and Compton combined with the wavelike properties of elec-
tromagnetic waves (observed for the first time by Heinrich Hertz) constitute
the first observation of wave-particle duality. Depending on the experimental
setup, a physical system can sometimes behave like a wave and sometimes
behave like a particle.

However, the puzzle did not end there. Louis de Broglie recognized in 1923 that
the orbits of the old Bohr model could be explained through closed circular
electron waves if the electrons are assigned a wavelength A = h/p, like pho-
tons. Soon thereafter, wavelike behavior of electrons was observed by Clinton
Davisson and Lester Germer in 1927, when they observed interference of non-
relativistic electrons scattered off the surface of Nickel crystals. At the same
time, George Thomson was sending high energy electron beams (with kinetic
energies between 20 keV and 60 keV) through thin metal foils and observed
interference of the transmitted electrons, thus also confirming the wave nature
of electrons. We can therefore also conclude that another major motivation for
the development of quantum mechanics was to explain wave-particle duality.

1.6 Why Schrodinger’s equation?

The foundations of quantum mechanics were developed between 1900 and 1950
by some of the greatest minds of the 20th century, from Max Planck and
Albert Einstein to Richard Feynman and Freeman Dyson. The inner circle of
geniuses who brought the nascent theory to maturity were Heisenberg, Born,
Jordan, Schrodinger, Pauli, Dirac, and Wigner. Among all the outstanding
contributions of these scientists, Schrodinger’s invention of his wave equation
(1.2) was likely the most important single step in the development of quantum
mechanics. Understanding this step, albeit in a simplified pedagogical way, is
important for learning and understanding quantum mechanics.

Ultimately, basic equations in physics have to prove themselves in comparison
with experiments, and the Schrodinger equation was extremely successful in
that regard. However, this does not explain how to come up with such an equa-
tion. Basic equations in physics cannot be derived from any rigorous theoretical
or mathematical framewok. There is no algorithm which could have told New-
ton to come up with Newton’s equation, or would have told Schrodinger how
to come up with his equation (or could tell us how to come up with a fun-
damental theory of quantum gravity). Basic equations in physics have to be
invented in an act of creative ingenuity, which certainly requires a lot of brain-
storming and diligent review of pertinent experimental facts and solutions of
related problems (where known).

It is much easier to accept an equation and start to explore its consequences
if the equation makes intuitive sense - if we can start our discussion of Schro-
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dinger’s equation with the premise “yes, the hypothesis that Schrodinger’s
equation solves the problems of energy quantization and wave-particle duality
seems intuitively promising and is worth pursuing”.

Therefore I will point out how Schrodinger could have invented the Schrodinger
equation (although his actual thought process was much more involved and
was motivated by the connection of the quantization rules of old quantum
mechanics with the Hamilton-Jacobi equation of classical mechanics [37]).
The problem is to come up with an equation for the motion of particles, which
explains both quantization of energy levels and wave-particle duality.

As a starting point, we recall that the motion of a non-relativistic particle
under the influence of a conservative force F(x) = —VV(x) is classically
described by Newton’s equation

d*x(t)
e

and this equation also implies energy conservation,

= - VV(z(1),

p?

E= %—FV(.’E). (1.12)
However, this cannot be the whole story, because Davisson and Germer,
and G.P. Thomson had shown that at least electrons sometimes also be-
have like waves with wavelength A\ = h/p, as predicted by de Broglie.
Furthermore, Compton has demonstrated that photons of energy E = hf
satisfy the relation A = h/p between wavelength and momentum. This mo-
tivates the hypothesis that a non-relativistic particle might also satisfy the
relation £ = hf. A monochromatic plane wave of frequency f, wavelength A,
and direction of motion k can be described by a wave function

=50

Substitution of the relations

2
NN
P 2m

W(x,t) = Aexp

yields with i = h/27

W(x,t) = Aexp [1<pTm - anhtﬂ'

Under the supposition of wave-particle duality, we have to assume that this
wave function must somehow be related to the wave properties of free particles
as observed in the electron diffraction experiments. However, this wave function
satisfies a differential equation

D, t) = B, t) = B, t) = —L Ap(at 1.13
ladj(wv)* d}(wv)*%w(ma)**% d)(wv )7 ()
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because under the assumption of wave-particle duality we had to replace f
with F/h in the exponent, and we used £ = p?/2m for a free particle.

This does not yet tell us how to calculate the wave function which would
describe motion of particles in a potential V' (x). However, comparison of the
differential equation (1.13) with the classical energy equation (1.12) can give
us the idea to try

ih%w(w,t) = —;—mAw(m,t) + V(z)y(z,t) (1.14)

as a starting point for the calculation of wave functions for particles moving in a
potential V(). Schrodinger actually found this equation after he had found the
time-independent Schrédinger equation (3.3) below, and he had demonstrated
that these equations yield the correct spectrum for hydrogen atoms, where

62

V(x) =

747T€(]|(B|.

Schrodinger’s solution of the hydrogen atom will be discussed in Chapter 7.

1.7 Interpretation of Schrodinger’s wave
function

The Schrodinger equation was a spectacular success right from the start, but
it was not immediately clear what the physical meaning of the complex wave
function v (x,t) is. A natural first guess would be to assume that \1/J(33,1€)|2
corresponds to a physical density of the particle described by the wave function
¥(x,t). In this interpretation, an electron in a quantum state i (x,t) would
have a spatial mass density m [¢(z, t)|* and a charge density —e [¢(x, t)|*. This
interpretation would imply that waves would have prevailed over particles in
wave-particle duality.

However, quantum leaps are difficult to reconcile with a physical density in-
terpretation for |¢(cc,t)|2, and Schrodinger, Bohr, Born and Heisenberg de-
veloped a statistical interpretation of the wave function which is still the
leading paradigm for quantum mechanics. Already in June 1926, the view
began to emerge that the wave function ¢ (x,t) should be interpreted as a
probability density amplitude? in the sense that

Py(t) = /Vd% (e, t)[? (1.15)

2E. Schrédinger, Annalen Phys. 386, 109 (1926), paragraph on pp. 134-135, sentences
2-4: “yn) is a kind of weight function in the configuration space of the system. The wave
mechanical configuration of the system is a superposition of many, strictly speaking of all,
kinematically possible point mechanical configurations. Thereby each point mechanical con-
figuration contributes with a certain weight to the true wave mechanical configuration, where
the weight is just given by 11.” Of course, a weakness of this early hint at the probability
interpretation is the vague reference to a “true wave mechanical configuration”. A clearer
formulation of this point was offered by Born essentially simultaneously, see the following
reference. While there was (and always has been) agreement on the importance of a proba-
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is the probability to find a particle (or rather, an excitation of the vacuum
with minimal energy mc? and certain other quantum numbers) in the volume
V at time t. The expectation value for the location of the particle at time ¢ is
then

(@) () = /d3mm (1), (1.16)

where integrals without explicit limits are taken over the full range of the
integration variable, i.e. here over all of R3. Many individual particle measure-
ments will yield the location @ with a frequency proportionally to |1 (x,t)|?,
and averaging over the observations will yield the expectation value (1.16) with
a variance e.g. for the = coordinate

Az*(t) = ((z — (2))*)(t) = (2*)(t) — (2)*(1)

_ /d%; 22| (a, ) </d3wx |1/J(a:.,t)|2>2.

This interpretation of the relation between the wave function and particle
properties was essentially proposed by Max Born in an early paper on quantum
mechanical scattering?.

The Schrodinger equation (1.2) implies a local conservation law for probability

0 .

o U@ OF + V(1) =0 (1.17)
with the probability current density

: __h + +

i@t = 5= (v (@,0) Vi(a,t) - Vet (@.1) - v(a,1)). (L.18)

The conservation law (1.17) is important for consistency of the probability
interpretation of Schrodinger theory. We assume that the integral

P(t) = / P |, 1)

over R3 converges. A priori this should yield a time-dependent function P(t).
However, equation (1.17) implies

d

dtP(t) 0, (1.19)
bilistic interpretation, the question of the concept which underlies those probabilities was a
contentious point between Schrodinger, who at that time may have preferred to advance a
de Broglie type pilot wave interpretation, and Bohr and Born and their particle-wave com-
plementarity interpretation. In the end the complementarity picture prevailed: There are
fundamental degrees of freedom with certain quantum numbers. These degrees of freedom
are quantal excitations of the vacuum, and mathematically they are described by quan-
tum fields. Depending on the way they are probed, they exhibit wavelike or corpuscular
properties. Whether or not to denote these degrees of freedom as particles is a matter of
convenience and tradition.

3M. Born, Z. Phys. 38, 803 (1926).
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whence P(t) = P is a positive constant. This allows for rescaling ¢ (x,t) —
Y(x,t)/v/P such that the new wave function still satisfies equation (1.2) and
yields a normalized integral

/d3m [(x,t))* = 1. (1.20)

This means that the probability to find the particle anywhere at time ¢ is 1, as
it should be. The equations (1.15) and (1.16) make only sense in conjunction
with the normalization condition (1.20)

We can also substitute the Schrodinger equation or the local conservation law
(1.17) into

B)(0) =y (@) = m [P oo (1.21)
to find
(p)(t) = /d%: 1/)+(w7t)7;V¢(m,t). (1.22)

Equations (1.16) and (1.22) tell us how to extract particle like properties from
the wave function ¥ (x, t). At first sight, equation (1.22) does not seem to make
a lot of intuitive sense. Why should the momentum of a particle be related to
the gradient of its wave function? However, recall the Compton-de Broglie
relation p = h/A. Wave packets which are composed of shorter wavelength
components oscillate more rapidly as a function of @, and therefore have a
larger average gradient. Equation (1.22) is therefore in agreement with a basic
relation of wave-particle duality.

A related argument in favor of equation (1.22) arises from substitution of the
Fourier transforms*

1
vV 27‘(3

Ot (@, 1) = \/21_3 / Pl exp(—ik - @) (k. 1)

in equations (1.20) and (1.22). This yields

1/)($,t) =

/dgk exp(ik - x )y (k,t),

/d3k [k, t)|* =1
and

(D)(t) = / 0k ik [ (k. 1)

4Fourier transformation is reviewed in Section 2.1.
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in perfect agreement with the Compton-de Broglie relation p = hk. Apparently
(K, t)|* is a probability density in k space in the sense that

Po(t) = /V 0k [k 1)

is the probability to find the particle with a wave vector k contained in a
volume V in k space.

We can also identify an expression for the energy of a particle which is de-
scribed by a wave function 1 (,t). The Schrodinger equation (1.2) implies the
conservation law

% Bzt (x,t) <_2h_mA + V(m)) Y(x,t) = 0. (1.23)

Here it plays a role that we assumed time-independent potential®. In clas-
sical mechanics, the conservation law which appears for motion in a time-
independent potential is energy conservation. Therefore, we expect that the
expectation value for energy is given by

2

(B) = /d3:c Ut () <—2h—mA + V(w)) b(a, b). (1.24)

We will also rederive this at a more advanced level in Chapter 17. From the
classical relation (1.12) between energy and momentum of a particle, we should
also have

(E) = <p_2> + (V(x)). (1.25)

Comparison of equations (1.22) and (1.24) yields

(0?)(t) = / & g (, 1) (—IRV (@, 1),

such that calculation of expectation values of powers of momentum apparently
amounts to corresponding powers of the differential operator —iAV acting on
the wave function ¢ (z, t).

Maybe one of the most direct observational confirmations of the statistical
interpretation of the wave function was the observation of single particle inter-
ference by Tonomura, Endo, Matsuda and Kawasaski® in 1988. Electrons are
passing through a double slit with a time difference that makes it extremely
unlikely that two electrons interfere during their passages through the slit. Be-
hind the slit the electrons are observed with a scintillation screen or a camera.
Each individual electron is observed to generate only a single dot on the screen.

5Examples of the Schrédinger equation with time-dependent potentials will be discussed
in Chapter 13 and following chapters.
6A. Tonomura, J. Endo, T. Matsuda, T. Kawasaski, Amer. J. Phys. 57, 117 (1989).
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This is the behavior expected from a pointlike particle which is not spread over
a physical density distribution. The first few electrons seem to generate a ran-
dom pattern of dots. However, when more and more electrons hit the screen,
their dots generate a collective pattern which exactly corresponds to a distri-
bution |4 (x,t)|? for double slit interference. This implies that |¢(x, vy, 20, t)]?
is indeed the probability density for an electron to hit the point {z,y} on the
screen which is located at zp, but it is not the physical density of a spatially
extended electron’.

A recent three-slit experiment also confirmed the statistical interpretation of
the wave function by proving that the interference patterns from many se-
quential single particle paths agree with the probability density interpretation
of [tp(x,t)|* for single slit diffraction, double-slit interference, and triple-slit

interference®.

1.8 Problems

1.1 Plot the emittance ey (7") of our sun.

1.2 Suppose that the resolution of a particular monochromator scales with
1/f, i.e. if the monochromator is set to a particular frequency f the product
fdf = df?/2 of frequency and bandwidth is constant. Furthermore, assume
that the monochromator is coupled to a device which produces a signal pro-
portional to the energy of the incident radiation. In the limit df — 0, is the
signal curve from this apparatus proportional to e(f,T), e(\,T), j(f,T) or
JNT)?

1.3 Suppose that the resolution of a particular monochromator scales with
f, i.e. if the monochromator is set to a particlular frequency f the fractional
bandwidth df / f is constant. The monochromator is coupled to a device which
produces a signal proportional to the energy of the incident radiation. The de-
vice is used for observation of a Planck spectrum. For which relation between
frequency and temperature does this device yield maximal signal?

1.4 Derive the probability conservation law (1.17) from the Schrodinger equa-
tion. Hint: Multiply the Schrodinger equation with 1" (x,t) and use also the
complex conjugate equation.

1.5 We will often deal with quantum mechanics in d spatial dimensions. There
are many motivations to go beyond the standard case d = 3. E.g. d = 0 is the
number of spatial dimensions for an idealized quantum dot, d = 1 is often used
for pedagogical purposes and also for idealized quantum wires or nanowires,
and d = 2 is used for physics on surfaces and interfaces.

We consider a normalized wave function ¢ (z,t) in d dimensions. What are

It has been argued that Bohmian mechanics can also explain the Tonomura experiment
through a pilot wave interpretation of the wave function. However, Bohmian mechanics has
other problems. We will briefly return to Bohmian mechanics in Problem 7.15.

8U. Sinha, C. Couteau, T. Jennewein, R. Laflamme, G. Weihs, Science 329, 418 (2010).
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the SI units of the wave function? What are the SI units of the d-dimensional
current density j for the wave function ¢ (x,t)?

1.6 Derive equation (1.22) from (1.21).

1.7 Show that the Schrodinger equation (1.14) implies the conservation laws

2 n
% dx T (x,t) <—2h—mA + V(a:)> P(x,t) =0, neN. (1.26)
Two particular cases of this equation appeared in Section 1.7. Which are those
cases and what are the related conserved quantities?

Why is there usually not much interest in the infinitely many higher order con-
servation laws (1.26) for n > 17 Hint: Think about the classical interpretation
of these conservation laws.

Why do the higher order conservation laws nevertheless matter in quantum
mechanics? Hint: Equation (1.26) is generically different from the “similar”
conservation law d((E)™)/dt = 0. Is there an interesting implication of the two
conservation laws for n = 27

1.8 Equation (1.21) implies that the equation p(t) = mdx(t)/dt from non-
relativistic classical mechanics is realized as an equation between expectation
values in non-relativistic quantum mechanics. Show that Newton’s law holds
in the following sense in non-relativistic quantum mechanics (Ehrenfest’s the-
orem),

L)1) = ~(VV@)(0)






Chapter 2

Self-adjoint Operators
and Eigenfunction Expansions

The relevance of waves in quantum mechanics naturally implies that the
decomposition of arbitrary wave packets in terms of monochromatic waves,
commonly known as Fourier decomposition after Jean-Baptiste Fourier’s
Théorie analytique de la Chaleur (1822), plays an important role in applica-
tions of the theory. Dirac’s § function, on the other hand, gained prominence
primarily through its use in quantum mechanics, although today it is also
commonly used in mechanics and electrodynamics to describe sudden im-
pulses, mass points, or point charges. Both concepts are intimately connected
to the completeness of eigenfunctions of self-adjoint operators. From the quan-
tum mechanics perspective, the problem of completeness of sets of functions
concerns the problem of enumeration of all possibe states of a quantum system.

2.1 The § function and Fourier transforms

Let f(z) be a smooth function in the interval [a,b]. Dirichlet’s equation [6]

b sin(k(z — 2’ x ¢ la
lim / daj'(—))f(r') = {fO, ¢ [o.0] (2.1)

K—00 7T((L’ — fL’l) (I)v T e (avb)v

motivates the formal definition

- 1 K
0(z) = lim sin(xz) = lim — [ dk exp(ikz)
K—00 T K—00 i K
1 o0
=5 /_Oodk exp(ikx), (2.2)

such that equation (2.1) can (in)formally be written as

b
0, z¢]a,b
dx' §(x — 2’ x’z{ ’ T
/a (=)@ = f), 2 € (a,b).
R. Dick, Advanced Quantum Mechanics: Materials and Photons, 25

Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_2,
© Springer Science+Business Media, LLC 2012
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A justification for Dirichlet’s equation is given below in the derivation of equa-
tion (2.7).

The generalization to three dimensions follows immediately from Dirichlet’s
formula in a three-dimensional cube, and exhaustion of an arbitrary three-
dimensional volume V' by increasingly finer cubes. This yields

3 .
_ sin(;v;) 1 3 )
o) = \nlllgiozl:[l tx;  (27)3 /d k exp(ik - x), (2.3)

/ neon 0, xdV,
/Vd?’w oz —')f(z') = {f(g;),:cinsideV.

The case & € JV (x on the boundary of V) must be analyzed on a case-by-case
basis.
Equation (2.3) implies

P(x,t) = /d?’w'é(w — (' t)
! s ik-x Sz’ exp(—ik - x' )i (x'
= m /d k exp(ik )/d p(—ik-x')y(z',1).

This can be used to introduce Fourier transforms by splitting the previous
equation into two equations,

W(w,t) = \/;73 / Pk exp(ik - )0 (k, ), (2.4)
with
! 3 —ik - x)Y(x
O [ expl-ik-@juta. ) (25)

Use of ¥(x,t) corresponds to the x-representation of quantum mechanics. Use
of ¥(k,t) corresponds to the k-representation or momentum-representation of
quantum mechanics.

The notation above for Fourier transforms is a little sloppy, but convenient and
common in quantum mechanics. From a mathematical perspective, the Fourier
transformed function ¢ (k, t) should actually be denoted by v (k,t) to make it
clear that it is not the same function as ¢ (z,t) with different symbols for
the first three variables. The physics notation is motivated by the observation
that ¢ (x, t) and v (k,t) are just different representations of the same quantum
mechanical state .

Another often used convention for Fourier transforms is to split the factor
(27)73 asymmetrically, or equivalently replace it with a factor 27 in the expo-
nents,

1
(2m)?

U(x,t) = /dSk exp(ik - x)Y(k,t),
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w(k,t) = /d3:c exp(—ik - @) (x, 1),

or equivalently

U(x,t) = /d317 exp (27w - x))(D, 1),

Y(D,t) = /dsm exp(—2miv - ) (x, t),
with the vector of wavenumbers

- k
U=—.
2

The conventions (2.4, 2.5) are used throughout this book.

The following is an argument for equation (2.1) and its generalizations to other
representations of the § function. The idea is to first construct a limit for the

Heaviside step function or © function

1, z>0,
@(”3):{0 z <0

and go from there. The value of ©(0) is often chosen to suite the needs of the
problem at hands. The choice ©(0) = 1/2 seems intuitive and is also mathemat-
ically natural in the sense that any decomposition of a discontinuous functions
in a complete set of functions (e.g. Fourier decomposition) will approximate
the mean value between the left and right limit for a finite discontinuity, but
in many applications other values of ©(0) are preferred.

The © function helps us to explain Dirichlet’s equation (2.1) through the fol-
lowing construction. Suppose d(z) is a normalized function,

/00 ded(z) =1. (2.6)

oo

The integral

D) - [ " ded(e)

satisfies
lim D(k-x) = O(z), (2.7)
K—00

where we apparently defined ©(0) as ©(0) = fi)oodf d(&), but this plays no role
for the following reasoning.
Equation (2.7) yields for f(z) differentiable in [a, b]

b

/dII{d(Ii'CE)f(I):D(Ii'I)f(CE) f/de(/«x)f/(x),

a
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b

i [ dewd(e-a)f(@) = OB)0) - O (o) ~ [ w6l @)
+ [ o)
(

=0(b)f(b) — O(a)f(a) = OO)[f(b) — f(0)]
+ O(a)[f(a) — f(0)]
= [©6(b) — ©(a)](0), (2.8)
and therefore
lim xd(kz) = d(x), (2.9)

K—00

or after shifting the argument,

lim kdk(z — z9)] = d(z — z0).

K—00
From a mathematical perspective, equations like (2.9) mean that the action
of the 0 distribution on a smooth funtion corresponds to integration with a
kernel k d(kx) and then taking the limit Kk — oco.
Equation (2.2) is an important particular realization of equation (2.9) with
d(z) = sin(x)/mz. Another important realization uses the function d(z) =
(m+ mz?) L,

5(x) = i 1 K T B
T e T k2a? a0 a +a?
N Y .
= [1113(1) o 7oodk exp(ikz — alk]). (2.10)

Note that we did not require d(z) to have a maximum at = 0 to derive (2.9),
and indeed we do not need this requirement. Consider the following example,

i(a) = 3% owl-ate - o+ L2 exolpto - )

This function has two maxima if a5 # 0 and if a and b are sufficiently far
apart, and it even has a minimum at x = 0 if « = § and a = —b. Yet we still
have

lim kd(k-x) = lim <f\/§exp[a(ﬁx —a)?]
K—00 koo \ 2\ T

\/goxp[—ﬁ(/-@x - b)2]> =0(x),

because the scaling with x scales the initial maxima near a and b to a/k — 0
and b/k — 0.

+

| =
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Sokhotsky-Plemelj relations

The Sokhotsky-Plemelj relations are very useful relations involving a ¢ distri-

bution?,
1

T — i€

1

T+ i€

= 73l +imd(x), = Pl —imd(x). (2.11)
x x

Indeed, for the practical evaluation of integrals involving singular denomina-
tors, we virtually never use these relations but evaluate the integrals with the
left hand sides directly using the Cauchy and residue theorems. The primary
use of the Sokhotsky-Plemelj relations in physics and technology is to establish
relations between different physical quantities. The relation between retarded
Green’s functions and local densities of states is an example for this and will
be derived in Section 20.1.

[ will give a brief justification for the Sokhotsky-Plemelj relations. The relations

1 1 [> 10
e T/o dk explik(z + i€)] = n [mdk exp[—ik(z + i€)]
imply
R Lo —l/oodk: cos(kz) = —md(x)
r+ie 2 oo N .

On the other hand, the real part is

1 1 1 T

r+ie 2(:L'+i6)+2(flj*i€) Cor2 42

This implies for integration with a bounded function f(z) in [a, b]

b T boaf(x
/dmuz/dx /(@) — in[©(b) — ©(a)] f(0).

T+ ie 22 + €2

However, the weight factor

x
K(z) = 22 4 €2

esentially cuts the region —3e¢ < x < 3e symmetrically from the integral
ffdx f(z)/x (the value 3¢ is chosen because 2K (z) = 0.9 for z = £3¢),
see Fig. 2.1. Therefore we can use this factor as one possible definition of a
principal value integral,

g PrELC . / e K1) ().

e—0

Yu.V. Sokhotsky, Ph.D. thesis, University of St. Petersburg, 1873; J. Plemelj, Monat-
shefte Math. Phys. 19, 205 (1908). The “physics” version (2.11) of the Sokhotsky-Plemel;
relations is of course more recent than the original references because the ¢ distribution was
only introduced much later.
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™ >

—4! -

Figure 2.1: Comparison of 1/ with the weight factor K (z).

2.2 Self-adjoint operators and completeness
of eigenstates

The statistical interpretation of the wave function ¥ (x, t) implies that the wave
functions of single stable particles should be normalized,

/d3a: [(x, )| = 1. (2.12)

Time-dependence plays no role and will be suppressed in the following inves-
tigations.

Indeed, we have to require a little more than just normalizability of the wave
function 1 (x) itself, because the functions Vi(x), A(x), and V(x)y(z) for
admissible potentials V' (x) should also be square integrable. We will therefore
also encounter functions f(2) which may not be normalized, although they are
square integrable,

[Eal@l <.

Let ¢ (x) and ¢(x) be two square integrable functions. The identity

[l 2o 0
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yields with the choice
[z st (@)(a)
Jd3x |o()|”

the Schwarz inequality
2
\ [tzor@i@)| < [telp@] [eo o)1

The differential operators —ihV and —(h?/2m)A, which we associated with
momentum and kinetic energy, and the potential energy V() all have the
following properties,

[ewor@ivi - ( [ w+<w>?v¢<w>)+7 (213)

ot @aia) = ( [aa w+<w>A¢<w>)+, (214)

and
[aor @y - [ea w+<m>v<m>¢<m>)+. (215)

Equation (2.15) is a consequence of the fact that V(x) is a real function.
Equations (2.13,2.14) are a direct consequence of partial integrations and the
fact that boundary terms at |x| — oo vanish under the assumptions that we
had imposed on the wave functions.

If two operators A, and B, have the property

+
[eor @) = ( [ter@pow) (2.16
for all wave functions of interest, then B, is denoted as adjoint to the operator
A,. The mathematical notation for the adjoint operator to A, is Af,
B, = AL,
Complex conjugation of (2.16) then immediately tells us B} = A,.

An operator with the property A} = A, is denoted as a self-adjoint or her-
mitian operator®. Self-adjoint operators are important in quantum mechanics

2We are not addressing matters of definition of domains of operators in function spaces,
see e.g. [19] or problem 4. If the operators A} and A, can be defined on different classes
of functions, and A} = A, holds on the intersections of their domains, then A, is usually
denoted as a symmetric operator. The notion of self-adjoint operator requires identical
domains for both A, and A such that the domain of neither operator can be extended. If
the conditions on the domains are violated, we can e.g. have a situation where A, has no
eigenfunctions at all, or where the eigenvalues of A, are complex and the set of eigenfunctions
is overcomplete. Hermiticity is sometimes defined as equivalent to symmetry or as equivalent
to the more restrictive notion of self-adjointness of operators. We define Hermiticity as self-
adjointness.



32 Chapter 2. Self-adjoint Operators and Eigenfunction Expansions

because they yield real expectation values,
‘ +
((A)y)" = (/dsm w+(x)Aw¢(m)> = /dSm v (x) AL Y(x)
— [#ev @) Auv(@) = (A,

Observable quantities like energy or momentum or location of a particle
are therefore implemented through self-adjoint operators, e.g. momentum p
through the self-adjoint differential operator —iAV .

Self-adjoint operators have the further important property that their eigenfunc-
tions yield complete sets of functions. Schematically this means the following:
Suppose we can enumerate all constants a,, and functions 1, () which satisfy
the equation

Awwn(w) = anwn(w) (2'17)

with the set of discrete indices m. The constants a,, are eigenvalues and the
functions ¥, (x) are eigenfunctions of the operator A,. Hermiticity of the op-
erator A, implies orthogonality of eigenfunctions for different eigenvalues,

on [ vi@n(@) = [Ew i @)
- ([wa w,t(m)Amwm(w)f

= / &2 7 (@) dn (@)
and therefore
/ 0 5, (@) (@) = 0 i an # am.

However, even if a,, = a, for different indices n # m (i.e. if the eigenvalue
an is degenerate because there exist at least two eigenfunctions with the same
eigenvalue), one can always chose orthonormal sets of eigenfunctions for a
degenerate eigenvalue. We therefore require

/ 0 G (@) (@) = B (2.18)

Completeness of the set of functions ¢, (x) means that an “arbitrary” function
f () can be expanded in terms of the eigenfunctions of the self-adjoint operator
A in the form

n

with expansion coefficients

Cn = /dSw i (x) f(x). (2.20)
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If we substitute equation (2.20) into (2.19) and (in)formally exchange integra-
tion and summation, we can express the completeness property of the set of
functions 1, (x) in the completeness relation

S (@) (@) = d(a — ). (2.21)

Both the existence and the meaning of the series expansions (2.19,2.20) de-
pends on what large a class of “arbitrary” functions f(«) one considers. Mini-
mal constraints require boundedness of f(x), and continuity if the series (2.19)
is supposed to converge pointwise. The default constraints in non-relativistic
quantum mechanics are continuity of wave functions i (x) to ensure validity
of the Schrodinger equation with at most finite discontinuities in potentials
V(x), and normalizability. Under these circumstances the expansion (2.19,
2.20) for a wave function f(x) = ¥(x) will converge pointwise to ¥ (x). How-
ever, it is convenient for many applications of quantum mechanics to use limit-
ing forms of wave functions which are not normalizable in the sense of equation
(2.12) any more, e.g. plane wave states ¢g(x) x exp(ik - x), and we will fre-
quently also have to expand non-continuous functions, e.g. functions of the
form f(x) = V(x)y(x) with a discontinuous potential V(x). However, finally
we only have to use expansions of the form (2.19,2.20) in the evaluation of in-
tegrals of the form [d*zg™ (z) f(x), and here the concept of convergence in the
mean comes to our rescue in the sense that substitution of the series expansion
(2.19,2.20) in the integral will converge to the same value of the integral, even
if the expansion (2.19,2.20) does not converge pointwise to the function f(x).
A more thorough discussion of completeness of sets of eigenfunctions of self-
adjoint operators in the relatively simple setting of wave functions confined
to a finite one-dimensional interval is presented in Appendix C. However, for
a first reading I would recommend to accept the series expansions (2.19,2.20)
with the assurance that substitutions of these series expansions is permissible
in the calculation of observables in quantum mechanics.

2.3 Problems

2.1 Suppose the function f(x) has only first order zeros, i.e. we have non-
vanishing slope at all nodes z; of the function,

df (x)
dx . 7 0.

=

J@)=0 = fle)=

Prove the following property of the § function:
1
0(f(x)) = ) mm—70(z — ).
2T

2.2 Calculate the Fourier transforms of the following functions, where in all
cases —0o0 < x < 00. Do not use any electronic integration program.
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2.2a 1 (z) = exp(—ax?), Ra > 0,

2.2b Yo(z) =1/(a®* + 2?), a > 0 € R,

2.2¢ 3(x) = 2" exp(—alz|), a > 0 € R, where n is a natural number.

2.3 We consider a finite interval [a, b] together with the set C'¥[a, b] of com-

plex valued functions which are continuous in [a, b] and differentiable in (a, b),
and satisfy the pseudo-periodicity condition

P(b) = exp(ic)y(a), a€R.

Show that the differential operator —id/dz is self-adjoint on C1)[a, b]. Give
a complete set of eigenstates of —id/dx in C»¥[a, b].

2.4 We consider the finite interval [a,b] together with the set C'®%[a,b] of
complex valued functions which are continuous in [a,b] and second order dif-
ferentiable in (a,b), and satisfy the boundary conditions

Show that that the differential operator d?/dz? is self-adjoint on C®[a, b].
Give a complete set of eigenstates of d?/dx? in C?[a, b].

2.5 We consider the finite interval [a,b] together with the set C')[a,b] of
complex valued functions which are continuous in [a,b] and differentiable in
(a,b), and satisfy the boundary conditions

Show that the symmetric differential operator h; = —id/dx with domain
CMOq, b] is not self-adjoint in the sense that h” can be defined on the larger
set Lo[a, b] of square integrable functions over [a, b].

Show that h; has no eigenstates, while b has complex eigenvalues and an
overcomplete set of eigenstates.



Chapter 3

Simple Model Systems

One-dimensional models and models with piecewise constant potentials have
been used as simple model systems for quantum behavior ever since the in-
ception of Schrodinger’s equation. These models vary in their levels of sophis-
tication, but their generic strength is the clear demonstration of important
general quantum effects and effects of dimensionality of a quantum system at
very little expense in terms of effort or computation. Simple model systems are
therefore more than just pedagogical tools for teaching quantum mechanics.
They also serve as work horses for the modeling of important quantum effects
in nanoscience and technology, see e.g. [3,18].

3.1 Barriers in quantum mechanics

Widely used models for quantum behavior in solid state electronics are de-
scribed by piecewise constant potentials V' (x). This means that V' (x) attains
constant values in different regions of space, and the transition between those
regions of constant V'(x) appears through discontinuous jumps in the potential.
Figure 3.1 shows an example of a piecewise constant potential.

The Schrédinger equation with a piecewise constant potential is easy to solve,
and the solutions provide instructive examples for the impact of quantum
effects on the motion of charge carriers through semiconductors and insulating
barriers. We will first discuss the case of a rectangular barrier.

Figure 3.1 shows a cross section of a non-symmetric rectangular square barrier.
The piecewise constant potential has values

0, =<0,
Viz)={®,0<z<L,
CI)Q,$>L.

with ®&; > ®9 > 0. This barrier impedes motion in the x direction. It can be
used e.g. as a simple quantum mechanical model for a metal coated with an
insulating layer. The region z < 0 would be inside the metal and the potential
®, would be the energy which is required to liberate an electron from the

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 35
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_3,
© Springer Science+Business Media, LLC 2012
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V(x)
incident wave
A ik
explikx) - F exp(ikx)
- D - .=
B exp(—ikx) transmitted wave
reflected wave
f o2
————————————————————— - X
L

Figure 3.1: A non-symmetric square barrier.

metal if there would not be the insulating layer of thickness L. The energy ®;
is the energy which would classically be required for an electron to penetrate
the layer.

Quantum problems with time-independent potentials are conveniently analyzed
by using a Fourier transformation! from time ¢ to energy E,

V(@) = ﬁ /:dE exp (%Et) (@, E), (3.1)

(@, B) = \/% 1 Zdt exp (%Et) (@, 1), (3.2)

Substitution into the time-dependent Schrédinger equation (1.2) yields the
time-independent Schrodinger equation?

2

Bua, B) = f;—mm(m, E) + V(@)(z, B). (3.3)

The potential on Figure 3.1 depends only on z. In this case we can also elimi-
nate the derivatives with respect to y and z through further Fourier transfor-
mations,

1 o 0o )
1/1((B7E) = g/ dk'Q/ dkg eXp[l(k2y+ng)]w(l,kQ,kg,E)

!The normalization condition (1.20) implies that the function 9 (x, E) does not exist
in the sense of classical Fourier theory. We will therefore see in Section 5.2 that ¢ (x, E) is
rather a series of d-functions of the energy. This difficulty is usually avoided by using an
exponential ansatz ¥(x,t) = Y(x, E) exp(—iEt/h) instead of a full Fourier transformation.
However, if one accepts the d-function and corresponding extensions of classical Fourier
theory, the transition to the time-independent Schrédinger equation through a formal Fourier
transformation to the energy axis is logically more satisfactory.

2E. Schrédinger, Annalen Phys. 384, 361 (1926). Schrédinger found the time-indepedent
equation first and published the time-dependent equation (1.2) five months later.



3.1. Barriers in quantum mechanics 37

to find the time-independent Schrédinger equation for motion in the z direc-
tion,

2 2

Eyp(x, Ey) = o 9t

vle, By + V(@) (e, By). (3.4)
Here

k2 + k2
Ei=F— h222—m3, V(x, Br) = (w, ko, k3, B).

E is the kinetic energy for motion in the x direction in the region x < 0.
Within each of the three separate regions x < 0, 0 < x < L, and x > L the
potential attains a constant value, and equation (3.4) can be solved with a
final Fourier transformation from z to kq,

Aexp(ikiz) + Bexp(—ikiz), ki = +v2mE/h, x <0,
(ik{x) + D exp(—ik{x),

Yz, By) =4k =+2m(E —®1)/h, 0 <z <L, (3.5)
Fexp(ikfx) + G exp(—ikjz),

K = \/2m(E; — ®,)/h, = > L.

We must have E; > 0 because the absolute minimum of the potential
determines a lower bound for the energy of a particle moving in the potential.
However, the wavenumbers kf and k] can be real or imaginary depending on
the magnitude of F;. We define

Cexp

" : / s
k| = —ik, k] =1ix',

with the conventions k > 0, & > 0, if kY or k{ are imaginary.

The wave function (3.5) is not yet the complete solution to our problem, be-
cause we have to impose junction conditions on the coefficients at the tran-
sition points * = 0 and = = L to ensure that the Schrodinger equation is
also satisfied in those points. This will be done below. However, we can al-
ready discuss the meaning of the six different exponential terms appearing in
(3.5). The wave function ¢ (z, E;) is multiplied by the time-dependent expo-
nential exp(—iEjt/h) in the transition from ¢ (x, Ey) to the time-dependent
wave function ¢(z,t) for motion in x direction,

W(w,t) = ﬁ/o dE, exp (%Eﬁ) U(w, By). (3.6)
A single monochromatic component therefore corresponds to a time-dependent
wave funtion proportional to ¢(z, Ey) exp(—iEit/h). The term Aexpli(kiz —
E;t/h)] corresponds to a right moving wave in the region « < 0, while the term
Bexp[—i(kiz + Eyt/h)] is a left moving wave. Similar identifications apply to
the C' and D components if &} is real, and to the F' and G components if &}
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is real. Otherwise, these components will correspond to exponentially damped
or growing wave functions, which requires G = 0 if ¥’ = —ik} > 0 is real, to
avoid divergence of the wave function for x — oo.

There is a subtle point here that needs to be emphasized because it is also rele-
vant for potential scattering theory in three dimensions. We have just realized
that the monochromatic wave function ¢(z, Ey) describes a particle of energy
E; (for the motion in z direction) simultaneously as left and right moving
particles in the regions where the wave number is real. The energy dependent
wave function always simultaneously describes all states of the particle with
energy F4, but does not yield a time resolved picture of what happens to a
particle in the presence of the potential V'(x). Let us e.g. assume that we shoot
a particle of energy F; at the potential V(z) from the left. The component
Aexpli(kiz — Eit/h)] describes the initially incident particle, while the compo-
nent Bexp[—i(kiz+ Eqt/h)] describes a particle that is reflected by the barrier.
The component F expli(kjx — Eqt/h)], on the other hand, describes a particle
which went across the barrier (if £y > @), or a particle that penetrated the
barrier (without damaging the barrier!) if ®; > E; > ®s.

The calculation of expectation values sheds light on the property of the
monochromatic wave function ¢ (z, Ey) exp(—iE t/h) to describe all states of
a particle of energy F; simultaneously. The expectation values both for loca-
tion (z) and momentum (p) of a particle described by a monochromatic wave
function are time-independent, i.e. a single monochromatic wave function can
never describe the time evolution of a particle in the sense of first correspond-
ing to an incident wave from the left, and later either to a reflected wave
or a transmitted wave. A time resolved picture describing sequential events
really requires superposition of several monochromatic components (3.6) with
contributions from many different energies. Stated differently, the wave fun-
cion of a particle can never correspond to only one exact value for the energy
of the particle. Building realistic particle wave functions will always require
superposition of different energy values, which corresponds to an uncertainty
in the energy of the particle.

The monochromatic wave function can still tell us a lot about the behavior of
particles in the presence of the potential barrier V'(x). We choose as an initial
condition a particle moving against the barrier from the left. Then we have to
set G = 0 in the solution above irrespective of whether k] is real or imaginary,
because in the real case this component would correspond to a particle hitting
the barrier from the right, and in the imaginary case G = 0 was imposed
anyway from the requirement that the wave function cannot diverge.

Before we can proceed, we have to discuss junction conditions for wave func-
tions at points where the potential is discontinuous.

A finite jump in V(z) translates through the time-independent Schrodinger

equation into a finite jump in d*)(x)/dz?, which means a jump in the slope,
but not a discontinuity in di)(z)/dx. Therefore both ¢(z) and diy(z)/dx have
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to remain continuous across a finite jump in the potential®. This means that the
wave function t(x) remains smooth across a finite jump in V'(x). On the other
hand, an infinite jump in V(z) only requires continuity, but not smoothness

of ().
The requirement of smoothness of the wave function yields the junction con-
ditions

A+B=C+D
ki(A—B) = k/(C — D)
Cexp(ik{L) + D exp(—ik{L) = Fexp(ik;L)
k[C exp(ikyL) — D exp(—ik{L)] = ki F exp(ik} L)

Elimination of C' and D yields
2k kY A = [k{(ky + k1) cos(kyL)—i(kik] + k%) sin(k] L )] F exp(ikiL),
2kikyB = [k} (k1 — k) cos(k{L)—i(kik] — ki) sin(k{L)] F exp(ik; L).
Note that
cos(k'L) = cosh(kL), sin(kiL) = —isinh(kL).

If we decompose the wave function to the left and the right of the barrier into
incoming, reflected, and transmitted components

Vin(x) = Aexp(ikiz), Vre(z) = Bexp(—ikiz), vy (r) = Fexp(ikiz),
then the probability current density (1.18) yields

Jin= AP, Gre = =~ XIBP, G = —|FPR].

In the last equation we used that &/ is either real or imaginary. The reflection
and transmission coefficients from the barrier are then

Ll _BE Ll PR
|ji'rL| |14|27 |jin| |A|2k1

This yields in all cases 0 < T = 1 — R < 1. The transmission coefficient is
T:Ofor0<E1§<I>27

T = 4\/E (B, — @)(®, — E)
x [(@1 —B) (2E1 — @y 1+ 2/Er(Br <I>2))

O, (D) — By) si11}12( 2m(®; — El)L/h>] -

3The time-dependent Schrédinger equation permits discontinuous wave functions 1 (z, )
even for smooth potentials, because there can be a trade-off between the derivative terms,
see e.g. Problem 10.
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for (1)2 < E1 < q)l-, and
T = 4\/Ei(E;, — &5)(E) — &)
x [(E1 — @) (2E1 — Dy + 2/E1 (B — q>2))

+®1 (P, — ®y)sin? (mL/h)} B

for £y > ®4. Classical mechanics, on the other hand predicts T'= 0 for F; <
®; and T = 1 for F; > P4, in stark contrast to the quantum mechanical
transmission coefficient shown in Figure 3.2.

1 —_
0.8
0.6
T
0.4
0.2
0 T T T T 1
0 1 2 3 4 5
5
q)l

Figure 3.2: The transmission coefficient for a non-symmetric square barrier.
The curve calculated here corresponds to m = 511keV /c?, ®; = 10 eV, &y = 3
eV, L=2A.

The phenomenon that particles can tunnel through regions even when they do
not have the required energy is denoted as tunnel effect. It has been observed
in many instances in nature and technology, e.g. in the a decay of radioactive
nuclei (Gamow, 1928) or electron tunneling in heavily doped pn junctions
(Esaki, 1958). Esaki diodes actually provide a beautiful illustration of the
interplay of two quantum effects, viz. energy bands in solids and tunneling.
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Charge carriers can tunnel from one energy band into a different energy band
in heavily doped pn junctions. We will discuss energy bands in Chapter 10.
Quantum mechanical tunneling is also used e.g. in scanning tunneling micro-
scopes (Binnig & Rohrer, 1982), and in flash memory and magnetic tunnel
junction devices?.

It is easy to understand from our results for the transmission probability why
quantum mechanical tunneling plays such an important role in modern mem-
ory devices. If we want to have a memory device which is electrically controlled,
then apparently the information bits 0 and 1 can be encoded through the two
states of a device being electrically charged or neutral. If we also want to main-
tain storage of the information even when the power supply is switched off (a
non-volatile memory), then the device should not discharge spontaneously, i.e.
it should be electrically insulated. The device should therefore be a conductor
which is surrounded by insulating material. Such a device is called a floating
gate in flash memory devices see Figure 3.3.

Control Gate

Dielectric Insulator

Floating Gate

Semiconductor

Figure 3.3: A simplified schematic of a flash memory cell. The tunneling barrier
is the thin section of the insulator between the floating gate and the semicon-
ductor.

However, we do want to be able to charge or discharge the floating gate, i.e.
eventually we want to run a current through the surrounding insulator without
destroying the insulator. Using a tunneling current through the insulator is an
elegant way to achieve this. Our results for the tunneling probability tell us how
to switch a tunneling current. If we substitute m = 511 keV/ A, P —FE ~1
eV, and L ~ 10 nm, we find

\ 2m(<1>1 — El)L/h ~ 51

and therefore

sink? (/2 (@, — B)L/h) ~ Alxexp (2v/2m(@, — BL/R),

4Magnetic tunnel junctions provide yet another beautiful example of the interplay of
two quantum effects — tunneling and exchange interactions. Exchange interactions will be
discussed in Chapter 17.
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i.e. in excellent approximation

T ~ 16 El(gll(q)f)z_)(qil) 2 exp(—Q\/Qm(q)l - El)L/h).

The exponential dependence on /®; — F; implies that decreasing ®; — E}
by increasing F; will have a huge impact on the tunneling current through
the insulator. We can control the energy E; of the electrons in the floating
gate through the electron concentration in a nearby control gate. Presence of
a negative charge on the nearby control gate will increase the energy of any
electrons stored in the floating gate and allow them to tunnel into a conducting
sink (usually a semiconductor) opposite to the control gate. This process will
discharge the floating gate. On the other hand, a positive charge on the control
gate will attract electrons from an electron current through the semiconductor
towards the insulating barrier and help them to tunnel into the floating gate.

3.2 Box approximations for quantum wells,
quantum wires and quantum dots

A particle in three dimensions which can move freely in two directions, but is
confined in one direction, is said to be confined in a quantum well. A particle
which can move freely only in one direction but is confined in two directions
is confined in a quantum wire. Finally, a particle which is confined to a small
region of space is confined to a quantum dot. We will discuss energy levels
and wave functions of particles in all three situations in the approximation
of confinement to rectangular (box-like) regions. For the quantum well this
means that our particle will be confined to the region 0 < z < Ly, but it can
move freely in y and z direction. The particle in the quantum wire is confined
in  and y direction to 0 < < Ly, 0 < y < Lo, but it can move freely in
the z direction. Finally, box approximation for a quantum dot means that the
particle is confined to the box 0 <z < L1, 0 <y < Lo, 0 < z < L.

We will assume strict confinement in this section, i.e. the wave function of the
particle vanishes outside of the allowed region while the wave function inside
the region must continuously go to zero at the boundaries of the allowed region.
We gauge the energy axis such that in the allowed region the potential energy
of the particle vanishes, V(z) = 0, i.e. the time-independent three-dimensional
Schrodinger equation in the allowed region takes the form

() = —5—Au(@) (3.7)

Substitution of the Fourier decomposition

1
Vi 27r3

vlw) = —— [@hulk)explik-o)
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yields k& = v/2mFE/h and the general solution for given energy E takes the
form

U(x) = /dgfc A(fc)exp(%\/ 2mEl§:-m), k=1
On the other hand, equation (3.7) tells us that the energy of a plane wave
U(x) = exp(ik - x)/v/ 97 of momentum p = hk is

h2k>
E== (3.8)

If we have no confinement condition at all, our particle is a free particle and
equation (3.8) is the kinetic energy of a free non-relativistic particle of mo-
mentum p = hk.

Energy levels in a quantum well

If we have a confinement condition in z-direction, (0, y, z) = 0 and (L4, y, 2)
= 0, then we have to superimpose plane wave solutions in z direction to form a
standing wave with nodes at the boundary points, and we find solutions

- 1 . . [ nmx
wnhk%@(w)—Wmexp[l(k2y+ksz)]sm< 7 )7 (3.9)

1

with integer n; € N and energy

2

h nin?
E’ﬂhkz,k:s = % <k§ + k§ + 22 >
1

The energy of the particle is therefore determined by the discrete quantum
number n; and the continuous wave numbers ko and k3.

Energy levels in a quantum wire

If the particle is confined both in the z-direction to the region 0 < z < L
and in the y-direction to the region 0 < y < Lo, the boundary conditions
¥(0,y,2) =0, ¥(L1,y,2) =0, ¢(2,0,2) = 0 and P(, L2, z) = 0 yield

2
Uiy () = || = exp(iks2) sin ("Zx) sin <”2L:x> , (3.10)

and the energy of the particle is determined by the discrete quantum numbers
ny and ny and the continuous wave number k3 for motion in z direction,

2R <n§ n3 ) | PR

Epopp, = 02 (11 T2
mn2k3 2m \L? L2 2m
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Energy levels in a quantum dot

If the particle is confined to the region 0 < x < Ly, 0 <y < Ly, 0 < z < Lg,
the conditions of vanishing wave function on the boundaries yields normalized
states

/8 C (mmx\ . (nemy\ . [n3mz
wm,nz,m(m): L LyLs Sln( L )SHI( Lo sSin A (3.11)

and the energy levels are determined in terms of three discrete quantum num-
bers,

m2h? (n?2 nZ n2
Erpingmy = — | =+ =2+ 2. 3.12
RS 9m (L% * L3 + L3 (312)

Degeneracy of quantum states

If two or more different quantum states have the same energy, the quantum
states are said to be degenerate, and the corresponding energy level is also
denoted as degenerate. This happens e.g. for the quantum wire and the quan-
tum dot if at least two of the length scales L; have the same value. We will
discuss the quantum dot (3.12,3.11) with L, = Ly = L3 = L as an example.
This cubic quantum dot has energy levels

m2h?

Erinong = (n% + n% + ng) ImL?

The lowest energy level

m2h?

Eyiq=3——
1= 35T

corresponds to a unique quantum state ;;1(x) and is therefore non-
degenerate. However, the next allowed energy value

m2h?

1,1,2 1,2,1 2,1,1 L2

is realized for three different wave functions vy 12(x), ¥12.1(x) and 1911 (),
and is therefore three-fold degerate. Three-fold degeneracy is also realized for
the next two energy levels

m2h?

E = F = F. =9——
1,2,2 2,1,2 22,1 omL?

and
m2h?

Ei1a=FEja;=F:1:=11———.
1,1,3 1,3,1 3,1,1 omL?



3.3. The attractive § function potential 45

The next energy level is again non-degenerate,

T2 Rh?
Fygg=12—+.
22,2 o2

Then follows a six-fold degenerate energy level,

T2 R2

Eros=Es31==FEs12=FEi32==FE321=FEz13=14—5.
2mL

3.3 The attractive ¢ function potential
The attractive ¢ function potential
V(z) = -Wi(z), W>0,

provides a simple model system for co-existence of free states and bound states
of particles in a potential.

Positive energy solutions of the stationary Schrodinger equation for the § func-
tion potential must have the form

U(x) =) O(£x) [As exp(ike) + By exp(—ikz)], hk = v2mE,

and nomalizability limits the negative energy solutions to the from

Ue(z) = Z O(+x)Cyexp(Fra), hk=+vV—-2mE.

These solutions must be continuous in order not to generate ¢’(z) terms wich
would violate the Schrodinger equation,

A++B+ :A,—.—B,./ C+ :C,. (313)
On the other hand, integrating the Schrodinger equation from z = —etox =€
and taking the limit ¢ — 04 yields the junction conditions
- (dy(z) dip(x) 2m
| — =—— 0
it < dr |, dr |,__, 2 W0,

ie.

. m

ik(A, —-B, —A_+B )= —EW(A++B++A, +B.) (3.14)
for the free states and

K= oW (3.15)
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for the bound states.
Equation (3.15) tells us that there exists one bound state for W > 0 with
energy

m
E.=——W"
oY

The normalized bound state is
V() = Vi exp(—klz|). (3.16)

For the free states, we first look at solutions which are right or left moving
plane waves exp(+ikz)/v/27 on the half-line > 0, i.e. we solve equations
(3.13) and (3.14) first under the conditions A, = 1/v/27, By = 0, and then
under the conditions A, =0, B, = 1/y/2x. This yields solutions

1 , 2 K.
Yp(x) = mexp(lkx) + \/;@(—x)E sin(kx),

1 . 2 K
Y_p(z) = W exp(—ikz) + \/;@(x)E sin(kx).

The free solutions can be unified if we also allow for negative values of k (recall
that up to now k was defined positive from hk = v2mFE),

1 . 2 K .
Yp(x) = Nors exp(ikx) + \/;@(—x)% sin(kz). (3.17)

The solution for By = 0 can be used to read off the reflection and transmission
coefficients for the ¢ function potential,

2 k2 E

Tk ix2 E+B

B
A_

PRLE I B

TRk E+B A

Here B = —F,, is the binding energy of the bound state.

In many situations it is also convenient to use even and odd solutions of the
Schrédinger equation. Odd (or negative parity) solutions ¢ (x) = —i(—x) must
satisfy Ay = — B_, B, = — A_. Solving equations (3.13) and (3.14) with these
conditions yields the negative parity solutions

Ve —(z) = Lsin(kx). (3.18)

N

The positive energy solutions of positive parity follow from A, = B_, B, = A_
and equations (3.13), (3.14) in the form

1 kcos(kz) — ksin(k|x|)
e ET e

(3.19)
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The wave number k in (3.18) and (3.19) is constrained to the positive half-line

k=+v2mE/h > 0.
The solutions (3.16), (3.18) and (3.19) satisfy the usual orthonormalization
conditions for bound or free states, respectively, and the completeness relation

() (2')+ /O "k [Vr,~ (2)thr,— (") + Vit ()4 ()] = 6(z—2"). (3.20)

There is no bound state solution for a repulsive d potential

V(z) =Wi(z) = McS(x)

m

and the even parity energy eigenstates become

1 kcos(kx)+ ksin(k|z|)

Vi Ve R

The completeness relation for the eigenfunctions of the repulsive § potential is
therefore

br(z) =

/Oodk [Vr - (2)thk— () + Pt (1)1 (2)] = 6(2 — ). (3.21)

0
3.4 Evolution of free Schrodinger wave
packets
Another important model system for quantum behavior is provided by free

wave packets. We will discuss in particular free Gaussian wave packets, because
they provide a simple analytic example for dispersion of free wave packets.

The free Schrodinger propagator

Substitution of a Fourier ansatz
1 o0 o0
U(x,t) = 2—/ dk:/ dw Y (k,w) expli(kz — wt)]
T J - —0o0

into the free Schrédinger eqation shows that the general solution of that equa-
tion in one dimension is given in terms of a wave packet

k) = VERR (0~ B ).

V(1) = \/% /_ :dk (k) exp [i (kx - Z—it)] (3.22)
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The amplitude ¥ (k) is connected to the initial condition ¢ (z, 0) through inverse
Fourier transformation

1 oo
k)=— d ,0 —ikx),
(k) m[w x)(x,0) exp(—ikx)
and substitution of (k) into (3.22) leads to the expression
P(x,t) = / de' Uz — 2/, t)(2,0) (3.23)

with the free propagator

Ule,t) = % /_ :dk exp [1 (k::r - Z—itﬂ (3.24)

This is sometimes formally integrated as®

[ m ma?
Uz, t) = 51 &P (1 T ) (3.25)

The propagator is the particular solution of the free Schrédinger equation
h? 02

——U(x,t

2m Ox? (z,)

0
lhaU(fL',t) = -

with initial condition U(z,0)=4d(x). It yields the corresponding retarded
Green’s function

0 h? o?

1FL§Q($, )+ %@g(x, t) =0(t)d(x), (3.26)

G.1)|,_, =0 (3.27)
through

Gz, t) = @iL’;)U(I,t). (3.28)

This can also be derived from the Fourier decomposition of equation (3.26),
which yields

Glo,t) = / dk‘/ expli(kz — wt)]

27r (27)2h - (hk2/2m) + ie’
The negative imaginary shift of the pole (hk?/2m) — ie, ¢ — +0, in the
complex w plane ensures that the condition (3.27) is satisfied. We will en-
counter time evolution operators and Green’s functions in many places in this
book. The designation propagator is often used both for the time evolution op-
erator U(x,t) and for the related Green’s function G(z,t). U(x,t) propagates
initial conditions as in equation (3.23), and we will later see in many exam-
ples that G(x,t) propagates perturbations or source terms in the Schrodinger
equation.

5The propagator is commonly denoted as K (z,t). However, we prefer the notation U (z, )
because the propagator is nothing but the x representation of the time evolution operator
U(t) introduced in Chapter 13.
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Width of Gaussian wave packets

A wave packet 1(z,t) is denoted as a Gaussian wave packet if [1)(x,t)]? is

a Gaussian function of z. We will see below through direct Fourier transfor-
mation that ¢(x,t) is a Gaussian wave packet in z if and only if ¥ (k,t) is a
Gaussian wave packet in k.

Normalized Gaussian wave packets have the general form

P(z,t) = <2aT(t)> ! exp(—a(t)[z — 2o(t)]” +ip(z,1)), (3.29)

and we will verify that the real coefficient a(t) is related to the variance through
Az%(t) = 1/4a(t). The expectation values of 2 and 2% are readily evaluated,

(t) = ”2047(15) /jod:c:cexp(—Qa(t)[:U — zo(t)]?)
- MT@ / e €+ o] exp(~20(1)E%) = wo(t)

(1) = \/@ | " dwa? exp(~2a(0)[r — wo(t)]?)
F/ de [€ + xo(1)]? exp(—2a(t)€?)
\/T(xo(t) _ %d d )> [Wdf exp(—2a(t)¢?)

1
da(t)’

= a3(t) +

and therefore we find indeed

A(t) = (22)(t) — (2)(t) = —. (3.30)

Free Gaussian wave packets in Schrodinger theory

We assume that the wave packet at time ¢ = 0 was a Gaussian wave packet of
width Az,

w(fL', O) = m exXp (—m—xz) + lkofl]) (331)

This yields a Gaussian wave packet of constant width

1
Ak = —
2Ax
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in k space,

P(k) = % /_00 dx (x,0) exp(—ikz)

B 1 e (x —x0)* .
= W/Oodx exp< TIAZ +i(ko — k)

= BrAATT ( sy exlio — k) 1 ng exp [—&4&(1@0—@5]

1

_< )4exp —Az*(k — ko)? — i(k — ko)zo), (3.32)

Uk, 1) = () exp —img (33
) = xp| gt ). :
Substitution of (k) into equation (3.22) then yields

2

1
Az\* .
Y(x,t) = <F> exp (—Azk] + ikowo)

X / dk exp [ (Aw2 + 15—2) K+ (2A2%ko +i(2 — 20)) k}
o 7
B (2rAz?)t/4
27 Az? + i (it /m)]
y 2822k + i(x — x0)]
P T A £ 2i(ht fm)

72 exp(fong + ikoxg)

(2rAx?)1/4 exp & — @0 — (Ako/m)t]? ]

T 2rAd? 4 in(at/m) | 4D + (P2 /mPAa?)
X exp [i <k:01' Pk, , 2t Jr—wo— (hko/m)t]Qﬂ . (3.34)

2m- 8m (Ax?)? 4 (R*2/4m?)
Comparison of equation (3.34) with equations (3.29,3.30) yields

Az*(t) = Ax? s 3.35
T = AT AR (3:35)
i.e. a strongly localized packet at time ¢t = 0 will disperse very fast, because
the dispersion time scale 7 is proportional to Ax?. The reason for the fast
dispersion is that a strongly localized packet at ¢ = 0 comprises many different
wavelengths. However, each monochromatic component in a free wave packet
travels with its own phase velocity

w  hk
ko 2m’
and a free strongly localized packet therefore had to emerge from rapid

collapse and will disperse very fast. On the other hand, a poorly localized
packet is almost monochromatic and therefore slowly changes in shape.
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The relevant time scale for decay of the wave packet is
_ 2mAx?
- h

For a particle of mass m = 1g and an extension Az = 1 cm this yields a time
scale

; (3.36)

T~2x%x10%s

which is about five billion times the age of the universe. But for an electron
wave packet with Az = 1 A this yields an extremely short time scale

T~2x 10705,

which means that the wave function of that free electron would be smeared
across the observable universe within a few minutes. This reveals one of the
limitations of single particle interpretations in quantum mechanics. In particu-
lar, our notion of elementary particles as autonomous entities which can exist
by themselves is useful for many situations, but not entirely correct. Start-
ing in Chapter 17, we will see that particles are excitations of quantum fields
in continuous interaction. Starting in Chapter 18, and in particular in Chap-
ter 21, we will see that relativistic quantum mechanics does not permit strict
single particle solutions, but particles always excite their corresponding anti-
particles. For the wave packet (3.31) this means that a positron component ¢
in the wave function is not negligibe any more relative to the electron wave
function ¢ at a distance of order

4
d~ %AIQ ~ 10*nm'Az? = 10" em ' Az®. (3.37)

This implies that we cannot use the wave packet for a strongly localized free
electron with Az = 1 A beyond a distance of about 0.1 pm.

We will see in Chapters 6 and 7 that wave packets can remain localized under
the influence of forces, i.e. the notion of stable electrons in atoms makes sense,
although the notion of highly localized free electrons governed by the free
Schrodinger equation is apparently limited to not too large distance and time
scales.

We can infer from the example of the free Gaussian wave packet that the ki-
netic term in the Schrodinger equation drives wave packets apart. If there is
no attractive potential term, the kinetic term decelerates any eventual initial
contraction of a free wave packet and ultimately pushes the wave packet to-
wards accelerated dispersion. We will see that this action of the kinetic term
can be compensated by attractive potential terms in the Schrédinger equa-
tion. Balance between the collapsing force from attractive potentials and the
dispersing force from the kinetic term can stabilize quantum systems.
Comparison of equation (3.33) with equations (3.29,3.30) yields constant width
of the wave packet in k space and therefore

h
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i.e. there is no dispersion in momentum. The product of uncertainties of mo-
mentum and location of the particle satisfies ApAz(t) > /2, in agreement
with Heisenberg’s uncertainty relation, which will be derived for general wave
packets in Section 5.1.

The energy expectation value and uncertainty of the wave packet are

h? 1
Ey= " [ k24—
(E) 2m (ko N 4A;L'2)

and

o k2 1
C2m V Az?  8Azt
Suppose we want to observe strong localization of a free particle. The decay

time (3.36) then defines a measure for the time window At of observability of
the particle. This satisfies

1 h
AEAt = hy| = + k3Az?2 > —
Ve m T = R

in agreement with the qualitative energy-time uncertainty relation (5.7), which
we will encounter in Section 5.1.

The free Gaussian wave packet reproduces momentum eigenstates in the limit
Az? — oo in the sense

AFE

lim (A—”Z) o) = otk — ),

. Az\ 1 ) ht
dm (Gr) v = gmew| (e gok)|

3.5 Problems

3.1 Show that the tunneling probability for the square barrier in Figure 3.1
always satisfies T < 1 if &9 > 0.

Remark: Don’t be fooled by Figure 3.2. The first transmission maximum at
E; ~ 2®4 corresponds already to T ~ 0.998 and the next transmission max-
imum is even closer to 1, but it only looks like the tansmission probability
would reach 1 in Figure 3.2.

Tunneling resonances T = 1 occur for ®; = 0. For which values of E; and
ky do this tunneling resonances occur? Which geometric matching condition
holds between the wavelength of the incident particles and the square barrier
for the tunneling resonances?

3.2 A barrier for motion of a particle consists of a combination of two repulsive
0 function potentials with separation a,

V(z) =Wd(z) + Wi(z — a).
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Calculate the reflection and transmission coefficients for particles with momen-
tum hk.

3.3 Why is there a simple relation between momentum uncertainty and energy
level in the box model for a quantum dot? What is the relation?

3.4 A very simple cubic model for a color center in an alkali halide crystal
consists of an electron confined to a cube of length L. How large is the length
L if the electron absorbs photons of energy 2.3 eV?

Mollwo had found the empirical relation vd*> = 5.02 x 107 m?Hz between
absorption frequencies v of color centers and lattice constants d in alkali halide
crystals. For the simple cubic model, which relation between L and d follows
from Mollwo’s relation?

A spherical model is also very simple, but gives a better estimate for the ratio
between size of the color center and lattice constant, see the corresponding
problem in Chapter 7.

3.5 Calculate the momentum uncertainty in the bound state (3.16).

3.6 Show that all the momentum expectation values (p") are conserved for a
free particle.

If the particle is moving in a potential V(x), find a necessary and sufficient
condition for V(z) such that (p™) is constant.

3.7 Suppose ¥(z,t) is a normalizable free wave packet in one dimension, e.g.
the Gaussian wave packet from Section 3.4. Which classical quantity of the
particle corresponds to the integral [ dz j(z) of the current density? Does a
similar result hold for [ @z j(x) in three dimensions?

3.8 The wave function of a free particle at time ¢ = 0 is

2a 1
w(x70)_ T I2+a2'
How large are the uncertainties Az(¢) and Ap in location and momentum of
the particle?
Remark: The wave function ¢(z,t) of the particle can be expressed in terms
of complex error functions, but it is easier to use the wave function ¢ (k,t) in
k space for the calculation of the uncertainties.

3.9 The wave function of a free particle at time ¢ = 0 is
$(2,0) = Vi exp(—nlal) (3.39)

One could produce this state as initial state of a free particle by first capturing
the particle in the bound state of an attractive é potential and then switching
off the potential.

Calculate the wave function ¥(k,t) of the particle.

How large are the uncertainties Az (t) and Ap in location and momentum of
the particle?
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3.10 The wave function of a free particle at time ¢ = 0 is

b(x,0) = @(x—i-(\z/)%(a—x) _ @(a—x)\;;j(—x—a)
O +a)—O(z —a)
- Vo . (3.39)

Calculate the wave function ¢ (x,t) of the particle.
Solution to Problem 10
The wave function in momentum space is
1 “ : sin(ka)
k)y=——=— /[ d —ikx) =
0 = 5= | do exp(-ike) = T,

bk, t) = (k) exp (iZ—ijt).

The wave function ¢ (z,t) can be evaluated numerically from the first line of
the following representations,

B exp [ik(z + a)] — explik(xz — a)] LNt
Y(x,t) = 27“\/%/ A exp( i—k )
exp [ik(x + a)] — explik(z — a)] Rt
et B ke o (_l%kQ)
exp [ik(z + a)] — explik(x — a)] Rt
zmm/ ke o (_l_k )

However, we can also proceed with the analytical evaluation of the integrals
by using the observation

0 explik(z £ a)] Cht 5\ . [2mm
i%/_oodkTOXp —1%k =i\ 4 OXp(lﬁ(I:l:a)>

Integration with respect to the parameter a then yields

W, t) = ﬁ {MQ/%@: + a)) - erf<\/%(x - a)ﬂ . (340)

where the error function is defined as

erf(z \/_ / du exp(—u?).

One can easily check that the error functions erf[/m/2iht(z — x¢)] satisfy the
free Schrodinger equation. The wave function ¥ (z,t) from equation (3.40) also
satisfies the initial condition (3.39) through

, [ 'm
t_l)l(I]I_lie erf< m(x - x0)> =O(x — ) — O(xy — z).
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3.11 The initial condition (3.31) yielded a Gaussian wave packet that had its
minimal spread in location x exactly at the time ¢t = 0. Before that particular
moment, the wave packet was contracting and afterwards it was spreading.
Find an initial condition 1 (x,0) for a Gaussian wave packet that will continue
to contract for some time At before it expands.






Chapter 4

Notions from Linear Algebra
and Bra-Ket Notation

The Schrédinger equation (1.14) is linear in the wave function ¢ (a,t). This
implies that for any set of solutions 9y (x,t), ¥a(x,t),..., any linear combi-
nation ¥ (z,t) = C1(x,t) + Catba(x,t) + ... with complex coefficients C,, is
also a solution. The set of solutions of equation (1.14) for fixed potential V will
therefore have the structure of a complex vector space, and we can think of the
wave function ¢ (x,t) as a particular vector in this vector space. Furthermore,
we can map this vector bijectively into different, but equivalent representations
where the wave function depends on different variables. An example of this is
Fourier transformation (2.5) into a wave function which depends on a wave
vector k,

Wk, t) = — /d% exp(—ik - ) (@, 1).

Nors

We have already noticed that this is sloppy notation from the mathematical
point of view. We should denote the Fourier transformed function with 7/;(167 t)
to make it clear that 1(k,t) and t(x,t) have different dependencies on their
arguments (or stated differently, to make it clear that ¢ (k,t) and ¥ (x,t) are
really different functions). However, there is a reason for the notation in equa-
tions (2.4,2.5). We can switch back and forth between ¢ (x, t) and ¥ (k, t) using
Fourier transformation. This implies that any property of a particle that can
be calculated from the wave function ¢ (x,t) in @ space can also be calculated
from the wave function ¢ (k, t) in k space. Therefore, following Dirac, we nowa-
days do not think any more of ¥ (x,t) as a wave function of a particle, but
we rather think more abstractly of ¥ (t) as a time-dependent quantum state,
with particular representations of the quantum state 1 (t) given by the wave
functions ¥ (x, t) or ¥(k,t). There are infinitely more possibilities to represent
the quantum state ¢ (¢) through functions. For example, we could perform
a Fourier transformation only with respect to the y variable and represent
(t) through the wave function ¢ (x, ky, z,t), or we could perform an invertible
transformation to completely different independent variables. In 1939, Paul

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 57
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_4,
© Springer Science+Business Media, LLC 2012
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Dirac introduced a notation in quantum mechanics which emphasizes the vec-
tor space and representation aspects of quantum states in a very elegant and
suggestive manner. This notation is Dirac’s bra-ket notation, and it is ubiqui-
tous in advanced modern quantum mechanics. It is worthwhile to use bra-ket
notation from the start, and it is most easily explained in the framework of
linear algebra.

4.1 Notions from linear algebra

The mathematical structure of quantum mechanics resembles linear algebra in
many respects, and many notions from linear algebra are very useful in the
investigation of quantum systems. Bra-ket notation makes the linear algebra
aspects of quantum particularly visible and easy to use. Therefore we will first
introduce a few notions of linear algebra in standard notation, and then rewrite
everything in bra-ket notation.

Tensor products

Suppose V is an N-dimensional real vector space with a Cartesian basis €&,
1<a<N,

€, €y, = 6ab-

Furthermore, assume that u®, v* are Cartesian components of the two vectors
u and v,

N
u= E uté, = ué,.
a=1

Here we use summation convention: Whenever an index appears twice in a
multiplicative term, it is automatically summed over its full range of values.
We will continue to use this convention throughout the remainder of the book.
The tensor product

M=uov"
of the two vectors is the N x N matrix with components
Mab — Uan

in the Cartesian basis. The matrix M is called a 2nd rank tensor due to its
transformation properties under linear transformations of the vectors appear-
ing in the product.

Suppose we perform a transformation of the Cartesian basis vectors €, to a
new set €, of basis vectors,

o — €, = 6,R", (4.1)
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subject to the constraint that the new basis vectors also provide a Cartesian
basis,

é; : é; = 5abRainJ‘ = RaiRaj = (57] (42)

Linear transformations which map Cartesian bases into Cartesian bases are
denoted as rotations.

We defined R,; = 6abij in equation (4.2), i.e. numerically R,; = R%;. Equa-
tion (4.2) is in matrix notation

ie. RT = R°%

However, a change of basis in our vector space does nothing to the vector v,
except that the vector will have different components with respect to the new
basis vectors,

v=en" =én" =e,R"". (4.4)
Equations (4.4) and (4.2) and the uniqueness of the decomposition of a vector
with respect to a set of basis vectors imply

v = Raﬂ)/i, U/i _ (R_l)ia'Ua _ (RT)iaU’l _ ’UaRai. (45)

This is the passive interpretation of transformations: The transformation chan-
ges the reference frame, but not the physical objects (here: vectors). Therefore
the expansion coefficients of the physical objects change inversely (or con-
travariant) to the transformation of the reference frame. We will often use the
passive interpretation for symmetry transformations of quantum systems.
The transformation laws (4.1) and (4.5) define first rank tensors, because the
transformation laws are linear (or first order) in the transformation matrices
Ror R

The tensor product

M=uxv" =u"té, ® é,

then defines a second rank tensor, because the components and the basis trans-
form quadratically (or in second order) with the transformation matrices R or

Rfl
M — i — (R (R, b = (R-Y) (R-1), Mab 4
=u"07 = (R7)' (R ) yuv” = (R™)'o(R™), , (4.6)
é;®eé;=é,eR" R (4.7)

The concept immediately generalizes to n-th order tensors.
Writing the tensor product explicitly as u @ v* reminds us that the a-th row
of M is just the row vector u®vT, while the b-th column is just the column
vector uv®. However, usually one only writes u® v for the tensor product (just
as one writes u - v instead of u” - v for the scalar product).
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Dual bases

Now let a;, 1 < i < N, be another basis of the vector space V. Generically
this basis will not be orthonormal: a; - a; # ;;. The corresponding dual basis
with basis vectors a’ is defined through the requirements

ai cay = 52] (48)

Apparently a basis is self-dual (a® = a;) if and only if it is orthonormal (i.e.
Cartesian).

For the explicit construction of the dual basis, we observe that the scalar
product of the N vectors a; defines a symmetric N x N matrix

gi; = Q; - ay.
This matrix is not degenerate, because otherwise it would have at least one
vanishing eigenvalue, i.e. there would exist N numbers X* (not all vanishing)
such that g;;X? = 0. This would imply existence of a non-vanishing vector
X = X'’a; with vanishing length,
The matrix g;; is therefore invertible, and we denote the inverse matrix with
97,

979k = 0.
The inverse matrix can be used to construct the dual basis vectors as

a' = g"a;. (4.9)
The condition for dual basis vectors is readily verified,

a'-ap=g"a; ap = g"gj = 0.

For an example for the construction of a dual basis, consider Figure 4.1. The
vectors a; and ay provide a basis. The angle between a; and as is 7/4 radian,
and their lengths are |a;| = 2 and |as| = V2.

The matrix g;; therefore has the following components in this basis,

g= gu G2\ _ (G1°Q1 GG\ 42
= g21 g22 Qs -a; G- as 22

The inverse matrix is then

1 gll 912 _1 1 —1
g = 921 g22 5\l -1 2o2)
This yields with (4.9) the dual basis vectors
L1 1 , 1
a =-a —=-a, a :f§a1+a2.

2 2

These equations determined the vectors a’ in Figure 4.1.
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Y

4

al

Figure 4.1: The blue vectors are the basis vectors a;. The red vectors are the
dual basis vectors a’.

Decomposition of the identity

Equation (4.8) implies that the decomposition of a vector v € V with respect
to the basis @; can be written as (note summation convention)

v =a;la"-v), (4.10)

i.e. the projection of v onto the i-th basis vector a; (the component v in
standard notation) is given through scalar multiplication with the dual basis
vector a':

v =a'-v.

The right hand side of equation (4.10) contains three vectors in each summand,
and brackets have been employed to emphasize that the scalar product is
between the two rightmost vectors in each term. Another way to make that
clear is to write the combination of the two leftmost vectors in each term as a
tensor product:

v=a;Ra -v.

If we first evaluate all the tensor products and sum over i, we have for every
vector v € V

v=(a;,®a') v,

which makes it clear that the sum of tensor products in this equation adds up
to the identity matrix,

a;®a =1 (4.11)

This is the statement that every vector can be uniquely decomposed in terms
of the basis a;, and therefore this is a basic example of a completeness relation.
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Note that we can just as well expand v with respect to the dual basis:
v=uva" =a'(a;-v)=(a'®a;)- v,

and therefore we also have the dual completeness relation
a®a;=1.

We could also have inferred this from transposition of equation (4.11).
Linear transformations of vectors can be written in terms of matrices,

v=A v
If we insert the decompositions with respect to the basis a;,
vV=a,®ad-v=a;®a- A a;@a v,

we find the equation in components v"* = A*;v7, with the matrix elements of
the operator A,

Ay =a A-a;.

J

An application of dual bases in solid state physics: The
Laue conditions for elastic scattering off a crystal

Non-orthonormal bases and the corresponding dual bases play an important
role in solid state physics. Assume e.g. that a;, 1 < ¢ < 3, are the three
fundamental translation vectors of a three-dimensional lattice L. They generate
the lattice according to

L=am, m'eZ.

In three dimensions one can easily construct the dual basis vectors using cross
products:
) - a; X ay 1 . "
al =k = ___ kg . xaqa 4.12

2(11 . (CLQ X a3) 2V J ks ( )

where V' = a; - (az X a3) is the volume of the lattice cell spanned by the basis

vectors a;. R

The vectors a’, 1 < i < 3, generate the dual lattice or reciprocal lattice L

according to

é = niai, n; € Z,

and the volume of a cell in the dual lattice is

- 1
V=a'(a’xa’) = 7 (4.13)
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Max von Laue derived in 1912 the conditions for constructive interference in
the coherent elastic scattering off a regular array of scattering centers. If the
directions of the incident and scattered waves of wavelength A are € and éj,,
as shown in Figure 4.2, the condition for constructive interference from all
scattering centers along a line generated by a; is

la;| (cosa’ — cosa) = (€}, — é) - a; = mA, (4.14)

with integer numbers n;.

Figure 4.2: The Laue equation (4.14) is the condition for constructive interfer-
ence between scattering centers along the line generated by the primitive basis
vector a;.

In terms of the wavevector shift

2
Ak =K — :Tﬁ(é;fek)

equation (4.14) can be written more neatly as
Ak-a; = 2mn,. (4.15)

If we want to have constructive interference from all scattering centers in the
crystal this condition must hold for all three values of 7. In case of surface
scattering equation (4.15) must only hold for the two vectors a; and a, which
generate the lattice structure of the scattering centers on the surface.

In 1913 W.L. Bragg observed that for scattering from a bulk crystal equations
(4.15) are equivalent to constructive interference from specular reflection from
sets of equidistant parallel planes in the crystal, and that the Laue conditions
can be reduced to the Bragg equation in this case. However, for scattering from
one or two-dimensional crystals' and for the Ewald construction one still has
to use the Laue conditions.

IFor scattering off two-dimensional crystals the Laue conditions can be recast in simpler
forms in special cases. E.g. for orthogonal incidence a plane grating equation can be derived
from the Laue conditions, or if the momentum transfer Ak is in the plane of the crystal a
two-dimensional Bragg equation can be derived.
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If we study scattering off a three-dimensional crystal, we know that the three
dual basis vectors a’ span the whole three-dimensional space. Like any three-
dimensional vector, the wavevector shift can then be expanded in terms of the
dual basis vectors according to

Ak = ai(ai . Ak),
and substitution of equation (4.15) yields
Ak = 2mn;a’,

i.e. the condition for constructive interference from coherent elastic scattering
off a three-dimensional crystal is equivalent to the statement that Ak/(27) is
a vector in the dual lattice L. Furthermore, energy conservation in the elastic
scattering implies |p'| = |p|,

AK? + 2k - Ak = 0. (4.16)

Equations (4.15) and (4.16) together lead to the Ewald construction for the
momenta of elastically scattered beams (see Figure 4.3): Draw the dual lattice
and multiply all distances by a factor 2w. Then draw the vector —k from
one (arbitrary) point of this rescaled dual lattice. Draw a sphere of radius |k
around the endpoint of —k. Any point in the rescaled dual lattice which lies
on this sphere corresponds to the k' vector of an elastically scattered beam; k'’
points from the endpoint of —k (the center of the sphere) to the rescaled dual
lattice point on the sphere.

Figure 4.3: The Ewald construction of the wave vectors of elastically scattered
beams. The points correspond to the reciprocal lattice stretched with the factor
2.

We have already noticed that for scattering off a planar array of scattering
centers, equation (4.15) must only hold for the two vectors a; and as which
generate the lattice structure of the scattering centers on the surface. And if
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we have only a linear array of scattering centers, equation (4.15) must only
hold for the vector a; which generates the linear array. In those two cases the
wavevector shift can be decomposed into components orthogonal and parallel
to the scattering surface or line, and the Laue conditions then imply that the
parallel component is a vector in the rescaled dual lattice,

Ak = Ak, + Ak = Ak, + ai(ai -Ak) = Ak + 2mn;a’.

The rescaled dual lattice is also important in the umklapp processes in phonon-
phonon or electron-phonon scattering in crystals. Lattices can only support
oscillations with wavelengths larger than certain minimal wavelengths, which
are determined by the crystal structure. As a result momentum conservation
in phonon-phonon or electron-phonon scattering involves the rescaled dual
lattice,

> kin—> kouw €21 x L,

see textbooks on solid state physics.

Bra-ket notation in linear algebra

The translation of the previous notions in linear algebra into bra-ket notation
starts with the notion of a ket vector for a vector, v = |v), and a bra vector for
a transposed vector, vT = (v|. The tensor product is

u®vT = u)(ul,

and the scalar product is

u' v = (ulv).

The appearance of the brackets on the right hand side motivated the designa-
tion bra vector for a transposed vector and ket vector for a vector.
The decomposition of a vector in the basis |a;), using the dual basis
la?) is

v) = lai){a|v),
and corresponds to the decomposition of the identity

|a;){a'| = L.

A linear operator maps vectors |v) into vectors |[v'), |v') = A|v). This reads in

components
(a']v) = (a'|Alv) = (a'|Alaj){a’|v),
where
Ay = (a'|Alay)
are the matrix elements of the linear operator A. There is no real advantage in

using bra-ket notation in the linear algebra of finite-dimensional vector spaces,
but it turns out to be very useful in quantum mechanics.
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4.2 Bra-ket notation in quantum mechanics

We can represent a state as a probability amplitude in a-space or in k-space,
and we can switch between both representations through Fourier transforma-
tion. The state itself is apparently independent from which representation we
choose, just like a vector is independent from the particular basis in which
we expand the vector. In Chapter 7 we will derive a wave function ¢;4(x, t)
for the relative motion of the proton and the electron in the lowest energy
state of a hydrogen atom. However, it does not matter whether we use the
wave function ¢4(,t) in x-space or the Fourier transformed wave function
15(k,t) in k-space to calculate observables for the ground state of the hydro-
gen atom. Every information on the state can be retrieved from each of the two
wave functions. We can also contemplate more exotic possibilities like writing
the 115 state as a linear combination of the oscillator eigenstates that we will
encounter in Chapter 6. There are infinitely many possibilities to write down
wave functions for one and the same quantum state, and all possibilities are
equivalent. Therefore wave functions are only particular representations of a
state, just like the components (a‘|v) of a vector |v) in an N-dimensional vector
space provide only a representation of the vector with respect to a particular
basis |a;), 1 <i < N.

This motivates the following adaptation of bra-ket notation: The (generically
time-dependent) state of a quantum system is [¢)(¢)), and the z-representation
is just the specification of [¢(t)) in terms of its projection on a particular basis,

V(@ t) = (zy(1)),
where the “basis” is given by the non-enumerable set of “x-eigenkets”:
x|x) = x|x). (4.17)

Here x is the operator, or rather a vector of operators x = (x,y,z), and * =
(x,y, z) is the corresponding vector of eigenvalues.

In advanced quantum mechanics, the operators for location or momentum of
a particle and their eigenvalues are sometimes not explicitly distinguished in
notation, but for the experienced reader it is always clear from the context
whether e.g. @ refers to the operator or the eigenvalue. We will denote the op-
erators x and p for location and momentum and their Cartesian components
with upright notation, x = (x,y,z), p = (Ps, Py, P»), while their eigenvalue vec-
tors and Cartesian eigenvalues are written in cursive notation, & = (z,y, z) and
p = ik = (ps, py, p.). However, this becomes very clumsy for non-Cartesian
components of the operators x and p, but once we are at the stage where we
have to use e.g. both location operators and their eigenvalues in polar coordi-
nates, you will have so much practice with bra-ket notation that you will infer
from the context whether e.g. r refers to the operator r = /x2 + y? + 22 or
to the eigenvalue r = /22 + y? + z2. Some physical quantities have different
symbols for the related operator and its eigenvalues, e.g. H for the energy



4.2. Bra-ket notation in quantum mechanics 67

operator and E for its eigenvalues,
H|E) = E|E),

so that in these cases the use of standard cursive mathematical notation for
the operators and the eigenvalues cannot cause confusion.

The “momentum-eigenkets” provide another basis of quantum states of a
particle,

plk) = fik|k), (4.18)

and the change of basis looks like the corresponding equation in linear algebra:
If we have two sets of basis vectors |a;), |b,), then the components of a vector
|v) with respect to the new basis |b,) are related to the |a;)-components via
(just insert |v) = |a;)(a*|v))

(b*v) = (0"]as) (a'lv),

i.e. the transformation matrix 7% = (b%|a;) is just given by the components of
the old basis vectors in the new basis.

The corresponding equation in quantum mechanics for the |x) and |k) bases
is

(@l (1) = / 0k (k) (k[ (1)) = ﬂl_ / &k exp(ik - ) (kl(1)),

™

which tells us that the expansion coefficients of the vectors |k) with respect to
the |x)-basis are just

(x|k) = exp(ik - x). (4.19)

27r3

The Fourier decomposition of the §-function implies that these bases are self-
dual, e.g.

1
(27)?

The scalar product of two states can be written in terms of |&)-components or
|k)-components

(x|x') = /d3k (x|k)(k|x') = /dSk explik- (x — z')] = 6(z — x').

(D) = / & (] @]v (1) = / P o (@, (. )
— [@e k) Ei) = [Eoot k0.

To get some practice with bra-ket notation let us derive the ax-representation
of the momentum operator. We know equation (4.18) and we want to find out
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what the x-components of the state p|i(t)) are. We can accomplish this by
inserting the decomposition

() = [ k1K) elu(o)
into (e|pli (1)),

(alplo ) = [k Galpllyklo) = [ERnkialk) (o). (120
However, equation (4.19) implies

ik (alk) = "V (k).

and substitution into equation (4.20) yields

(@lplo(t) = TV [ alk) ko) = 19 (elb(0) (1.21)

This equation yields in particular the matrix elements of the momentum op-
erator in the |x)-basis,

(z|p|lx) = ?Vé(w — ).

Equation (4.21) means that the a-expansion coefficients (x|p|¢(t)) of the new
state p|y(t)) can be calculated from the expansion coefficients (x[i(t)) of the
old state |¢(t)) through application of —iAV. In sloppy terminology this is the
statement “the x-representation of the momentum operator is —iAV”, but the
proper statement is equation (4.21),

(elph (1)) = £V {lv().

The quantum operator p acts on the quantum state |¢(¢)), the differential
operator —iAV acts on the expansion coefficients (x| (t)) of the state [¢(t)).
The corresponding statement in linear algebra is that a linear transformation
A transforms a vector |v) according to

lv) = ) = AJv),
and the transformation in a particular basis reads
(a'lv') = (a'|AJv) = (a'|Ala;){a|v).

The operator A acts on the vector, and its representation (a'|A|a;) in a par-
ticular basis acts on the components of the vector in that basis.

Bra-ket notation requires a proper understanding of the distinction between
quantum operators (like p) and operators that act on expansion coefficients of
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quantum states in a particular basis (like —iAV). Bra-ket notation appears in
virtually every equation of advanced quantum mechanics and quantum field
theory. It provides in many respects the most useful notation for recognizing
the elegance and power of quantum theory.

Equations equivalent to equations (4.17,4.18,4.21) are contained in

X = /d3w|w>w<w| = /d3k|kz> aak<k:|7 (4.22)
p= /d3k: |k)hk(k| = /d3 |$>?%<w| (4.23)

Here we used the very convenient notation V = 9/0x for the del operator in @
space, and 0/0k for the del operator in k space. One often encounters several
copies of several vector spaces in an equation, and this notation is extremely
useful to distinguish the different del operators in the different vector spaces.
Functions of operators are operators again. An important example are the
operators V(x) for the potential energy of a particle. The eigenkets of x are
also eigenkets of V'(x),

Vix)lz) =V(z)|z),
and the matrix elements in @ representation are
(|V(x)|z") = V(z')i(x — x').

The single particle Schrodinger equation (1.14) is in representation free
notation

171—|¢( )) = Hly(t)) = %Id)(t)) +V)[(1)). (4.24)

We recover the x representation already used in (1.14) through projection on
(x| and substitution of

1= /dBw’ ) (x|,

0 h?
iho (@[ (t)) = =5~ A@|¢(1)) + V() (@[¢(?)).

The definition of adjoint operators in representation-free bra-ket notation is
(plAl) = (Y|AT|@) T (4.25)

Self-adjoint operators (e.g. pt = p) have real expectation values and in partic-
ular real eigenvalues:

(Wlplv) = @WIpTY)" = (lply)*.

Observables are therefore described by self-adjoint operators in quantum
mechanics.
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Unitary operators (Ut = U~') do not change the norm of a state: Substitution
of [¢) = Ule) into (1|¢) yields

(@l) = WIUle) = (LlUT[$) " = {plUTUp)™ = (plo) " = {¢le).

Time evolution and symmetry transformations of quantum systems are de-
scribed by unitary operators.

4.3 The adjoint Schrodinger equation
and the virial theorem

We consider a matrix element

WOIAM)[()) = (D) AT(E)e(1)))T (4.26)
We assume that [¢(t)) satisfies the Schrodinger equation

L d
i w(0) = HI (),

while A(¢') and |¢(¥')) are an arbitrary operator and state, respectively.
We have artificially taken the state |®(¢')) = A(t')|¢(t')) at another time ¢,
because we are particularly interested in the time-dependence of the matrix
element ((t)|A(t")|¢(t")) which arises from the time-dependence of |)(t)).
Equation (4.26), the Schrodinger equation, and hermiticity of H imply

GO = (6014 ) Fow) )
1 / + *
- <E<¢<t>|A ) 0) )
= WO HA®)|6(!)-

Since this holds for every operator A(t') and state |¢(t)), we have an operator
equation

(w0l) = s (427

With the brackets on the left hand side, this equation also holds for projection
on time-dependent states of the form A(t)|¢(¢)): Projection of any state |®(t))
on (d(y(t)|/dt) is equivalent to action of H on |®(t)) followed by projection of

H[®(t)) on (i/R) {4 (?)];

4
dt

OIAWDIOD) = HwOIHADIOm) + GO 6(0)

FOIAW) ().
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In particular, if |¢(t)) also satisfies the Schrodinger equation, we have

d i dA(t)
SLUOIAMIB0) = 2 WOIH, AB®) + WOl

The operator equation (4.27) is the adjoint Schrodinger equation. In general
it is an operator equation, but it reduces to the complex conjugate of the
Schrodinger equation if it is projected onto x eigenkets,

GO0l =1 [¢2 wole) (-5 + Vi) ) ole! ~

i (g V@) 0l

2m Ox?

lo(t)).  (4.28)

The result (4.28) for the time-dependence of matrix elements appears in many
different settings in quantum mechanics, but one application that we will ad-
dress now concerns the particular choice of the virial operator x-p for the
operator A. In classical mechanics, Newton’s equation and ma& = p imply that
the time derivative of the virial « - p is

d p?
=—_—z-VV
dt P m r ().

Application of the time averaging operation limy .. fOT dt ... on both sides of
this equation then yields the classical virial theorem for the time average (K)r
of the kinetic energy K = p*/2m,

2K)r = (x-VV(x))r. (4.29)

The equation (4.28) applied to A = x-p implies that the same relation holds
for all matrix elements of the operators K = p?/2m and x- VV(x). We have

p’ d

L xepl = 2 ox Dy,

h

and therefore

%W(t)lx Plo(t) = 2(0 ()| K|o(1)) — (D(E)]x- %V(X)Isﬁ(t)% (4.30)

Time averaging then yields a quantum analog of the classical virial theorem,

20160} = ((Dlx- -V COlo()r (431)

However, if |¢(t)) and |¢(t)) are energy eigenstates,
(1)) = ) exp(—iEyt/h),  |6(t)) = |6) exp(—iEyt/h),
then equation (4.30) yields

LBy — B plé) = 2001K16) — (blx- 2V (0l6). (4.32)
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In this case, the classical time averaging cannot yield anything interesting, but
if we assume that our energy eigenstates are degenerate normalizable states,

Ey =Ey,  (lY) = (dl¢) =1,

then we find the quantum virial theorem for matrix elements of degenerate
normalizable energy eigenstates?,

2061 K16) = (bl 2V (9l6). (433)

Furthermore, if V() is homogeneous of order v,
V(ax) = "V (x),

then
z-VV(z)=vV(x)

and

2| K|¢) = v{y|[V]). (4.34)

The relations (4.33) and (4.34) hold in particular for the expectation values of
normalizable energy eigenstates. Special cases for the appearance of physi-
cally relevant homogeneous potential functions include harmonic oscillators,
v = 2, and the three-dimensional Coulomb potential, v = —1. We will discuss
harmonic oscillators and the Coulomb problem in Chapters 6 and 7, respec-
tively. Equation (4.34) has also profound implications for hypothetical physics
in higher dimensions, see Problem 5 in Chapter 20.

4.4 Problems

4.1 We consider again the rotation (4.1) of a Cartesian basis,
é, — €, = e,R;,

but this time we insist on keeping the expansion coefficients v® of the vector
v = v%,. Rotation of the basis with fixed expansion coefficents {v!,...v"V}
will therefore generate a new vector

v— v =v'é.
This is the active interpretation of transformations, because the change of the
reference frame is accompanied by a change of the physical objects.

2Normalizability is important for the correctness of equation (4.33), because for states in
an energy continuum the left hand side of equation (4.32) may not vanish in the degenerate
limit £y, — Ey, see Problem 8.
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In the active interpretation, transformations of the expansion coefficients are
defined by the condition that the transformed expansion coefficients describe
the expansion of the new vector v" with respect to the old basis é,,

v =v'e =v",. (4.35)
How are the new expansion coefficients v'* related to the old expansion coeffi-
cients v* for an active transformation?

In the active interpretation, rotations are special by preserving the lengths of
vectors and the angles between vectors.

Equation (4.35) implies that we can describe an active transformation either
through a transformation of the basis with fixed expansion coefficients, or
equivalently through a transformation of the expansion coefficients with a fixed
basis. This is very different from the passive transformation, where a transfor-
mation of the basis is always accompanied by a compensating contragredient
transformation of the expansion coefficients.

4.2 Two basis vectors a; and as have length one and the angle between the
vectors is 7/3. Construct the dual basis.

4.3 Nickel atoms form a regular triangular array with an interatomic distance
of 2.49 A on the surface of a Nickel crystal. Particles with momentum p = h/\
are incident on the crystal. Which conditions for coherent elastic scattering
off the Nickel surface do we get for orthogonal incidence of the particle beam?
Which conditions for coherent elastic scattering do we get for grazing incidence
in the plane of the surface?

4.4 Suppose V (x) is an analytic function of . Write down the k-representation
of the time-dependent and time-independent Schrédinger equations. Why is
the x-representation usually preferred for solving the Schrodinger equation?

4.5 Suppose that the Hamilton operator depends on a real parameter A,
H = H()). This parameter dependence will influence the energy eigenvalues
and eigenstates of the Hamiltonian,

HN)[¢n (X)) = En(A)|1on (X))

Use (¢ (AN)]|Yn (X)) = 0pmn (this could also be a ¢ function normalization), to
show that?

dE,(\) dH () d
2 — W ) + (B = En) (@ N 5 ()

(4.36)

5’]’7’“1

For m = n discrete this is known as the Hellmann-Feynman theorem? [13].
The theorem is important for the calculation of forces in molecules.

3P. Giittinger, Diplomarbeit, ETH Ziirich, Z. Phys. 73, 169 (1932). Exceptionally, there
is no summation convention used in equation (4.36).
4R.P. Feynman, Phys. Rev. 56, 340 (1939).
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4.6 We consider particles of mass m which are bound in a potential V'(x). The
potential does not depend on m. How do the energy levels of the bound states
change if we increase the mass of the particles?

The ecigenstates for different energies will usually have different momentum
uncertainties Ap. Do the energy levels with large or small Ap change more
rapidly with mass?

4.7 Show that the free propagator (3.24,3.25) is the x representation of the

one-dimensional free time evolution operator,

t—1e 4

2 P ) L Ule—a',0) = (@lU@)]a).

U(t) = exp (—i

Here a small negative imaginary part was added to the time variable to ensure
convergence of a Gaussian integral.
Show also that the free time-evolution operator in three dimensions satisfies

o _.t—ie 9 ,
Uz w7t)—<m|exp< 5P |z")

= /Wrn—lé)d exp (iﬁ(w - 33')2>4 (4.37)

For later reference we also notice that this implies the formula

lht__léa_Q Sz —a) = o
P om ox2) T T )T 2mih(t — ie)
L )2
xexp<12h(t_i€)(m w)) (4.38)

4.8 Apply equation (4.32) in the case V(x) = 0 to plane wave states. Show
that in this case the left hand side does not vanish in the limit E(k) — E(k').
Indeed, the equation remains correct in this case only because the left hand
side does not vanish.



Chapter 5

Formal Developments

We have to go through a few more formalities before we can resume our dis-
cussion of quantum effects in physics. In particular, we need to address mini-
mal uncertainties of observables in quantum mechanics, Fourier transformation
from time to energy dependence, and transformation and solution properties
of differential operators.

5.1 Uncertainty relations

The statistical interpretation of the wave function naturally implies uncertainty
in an observable A, if the wave function is not an eigenstate of the hermitian
operator A that corresponds to A,. Suppose that A has eigenvalues a,,,

A|¢n> = a/n|¢n>a <¢m|¢n> = 5mn~

Substitution of the expansion

) =D [én) (dnl0))

into the formula for the expectation value (A) = (| Al¢) in the state |¢) yields

(A) =" anl(gal),

i.e. [(¢n|00)| is a probability that the value a, for the observable A, will be
observed if the system is in the state [i)).

If the distribution |(¢,[1)|? is strongly concentrated around a particular index
£, then it is very likely that a measurement of A, will find the value a, with
very little uncertainty. However, if the probability distribution |(¢,|¢)|* covers
a broad range of indices or has maxima e.g. for two separated indices, then
there will be high uncertainty of the value of the observable A,, and observation
of A, for many copies of the system in the state ) will yield a large scatter
of observed values.

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 75
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_5,
© Springer Science+Business Media, LLC 2012
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If A has a continuous spectrum of eigenvalues, e.g. if A = x is the operator for
the location z of a particle in one dimension, then |(z|)|* dz is the probability
to find the system with a value of x in the interval [z, z + dz].

Heisenberg found in 1927 an intuitive estimate for the minimal product of un-
certainties Az and Ap in location and momentum of a particle!. His arguments
were easily made rigorous and generalized to other pairs of observables using
the statistical formalism of quantum mechanics.

Suppose that two observables A, and B, are represented by the two hermitian
operators A and B. The expectation value of the observable A, in a state |¢)
is

{(4) = WlA[),
and the uncertainty AA of the expectation value (A) is defined through
AA® = (A= (A4))) = (A7) — (4)”

Minimal values of the uncertainty AA with which the observable A, can be
measured are directly related to the commutator of the operator A with other
operators. The commutator of the two operators A and B is defined through

(4, Bl[y) = AB|¢) — BA[y),

where AB|v) is the action of the operator B on the state |1) followed by the
action of the operator A on the new state [¢') = Bly).
The commutator of two hermitian operators yields a new hermitian operator C,

[A, B] = iC,

and it is easy to show that the magnitude of the expectation value (C) yields
a lower bound on the product of uncertainties AA-AB,

AAAB > %|<c>|. (5.1)

For the proof of this relation, we use a real parameter £&. The function

0< f(§) = ((A=(A) =B +i(B)) (A — (A) + 1B — i§(B)))
= AA? —¢(C) + E2AB? (5.2)

has minimal value for

_(©
2A B2

and substitution into (5.2) yields

()

4AB?’

W. Heisenberg, Z. Phys. 43, 172 (1927).

§

0<AA%-—
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This implies the result (5.1).
For the inequality in equation (5.2) note that

(W] (A= (A) —i¢B +i&(B)) (A — (A) +i£B — i&(B)) [v)
= [(A— (A) +i¢B —i&(B)) [v)[*.

Equation (5.1) implies for the operators x and p for location and momentum of
a particle Heisenberg’s uncertainty relation

h
AzAp > X (5.3)
or in tensorial form for the three-dimensional operators x and p
h
Az ® Ap > 51

If the state |¢) should satisfy the uncertainty relation for AA-AB with the
equality sign (minimal product of uncertainties), then we must have

0= {u1 (- (a2 - S50 (- B 0

B —(B)
2AB?

B - (B)

=0l |- ) -0 5] [a- o SR )

2

— ' [A —(4) + i(C)i;—g] )

I

where in the second equation the commutator [A, B] = iC has been used. This
is equivalent to

B - (B)

[A — (4) +i(C) G577

} ) =0,

In particular we have minimal ApAz if and only if

T — Xo
2Ax?

[p —po — ih } lv) = 0. (5.4)

This implies in the z-representation

- T el =0

dz R 2Az?

and yields up to an arbitrary constant phase factor the Gaussian wave packet
(3.31)

(x —20)>  .pow B .po$0>. (5.5)

1
felv) = (2w Ax2)1/4 exp< 4Ax? +1? on
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Equation (5.4) is in p-representation

. d
{QAxZ(p — po) + ihzo + th_p] (ply) =0,

and this yields (again up to an arbitrary constant phase factor)

1
2A22\ 1 Ax? 5 .DPTo | .PoTo
(ply) = ( e ) eXP(—F(p —po)” — 1= ‘H%) (5.6)
which explicitly confirms
h
Ap=——
P~ 9Ax

and corresponds to the wave packet (3.32).
For comparison of the solutions, we note that

01} = = [z esp (=52 alo)
1 1

- Vorh (2rAx?)1/4
o0 1 2Ax? ?
x/ dz exp N <x10+1 A (pp0)>

Ax? 5 .(p—po)ro
XeXp<_F(p_pO) I
9AZ2\ ¥ Ax? 5 .DTo  .Do%o
- (55) oo (-G - il ),

The phase factor exp(—ipozo/2h) was included in in (5.5) to ensure that (5.5)
and (5.6) are also related through direct Fourier transform. Otherwise there
would have been a mismatch in a phase o pozq/2h.

We have seen in equation (3.35) that the width Az? will remain minimal only
for a certain moment in time if a Gaussian packet follows a free evolution
id|(t))/dt o< p?|p(t)), while the uncertainty Ap? in momentum remains con-
stant. Therefore a freely evolving Gaussian packet will satisfy the minimal
condition AzAp = fi/2 only for a moment in time.

A Gaussian wave packet following an evolution id|y(t))/dt oc x2|¢)(t)) would
have constant Az?, but Ap? would have the minimal possible value i/(2Ax)
only for a moment in time. Such a hypothetical quantum system would cor-
respond to an oscillator without kinetic energy, and it could move uniformly
along the p axis.

In Chapter 6 we will find that a harmonic oscillator evolution for Gaussian
wave packets, id|1(t))/dt = (ap® 4+ Bz?)[1(t)), yields constant widths both in
2 and in p direction, and the minimal uncertainty condition AzAp = f/2 will
be satisfied at all times.
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There is also an uncertainty relation between energy and time, which is not as
strict as the relations (5.1, 5.3), and cannot be proven by the same rigorous
mathematical methods. The relation involves the minimal time window At
which is required to observe a system with energy uncertainty AE. Smaller
energy uncertainty requires a longer observation window, or a longer time to
form the system,

AtAE Z O(h). (5.7)
This order of magnitude estimate is often written as

AtLAE 2, E,
~ 2

for symmetry with the Heisenberg uncertainty relation (5.3), but it should not
be mistaken to indicate a strict lower bound as in equation (5.3).
Equation (5.7) cannot be derived in the same way as equation (5.3) because
time is not an observable, but a parameter in quantum mechanics. Therefore
there is no related expectation value, nor is there any corresponding definition
of At as the variance of an expectation value.
There exist a few simple heuristic derivations to motivate equation (5.7) from
equation (5.3), but we will find the best justifications for (5.7) in the equations
of time-dependent perturbation theory in Chapter 13.

5.2 Energy representation and energy-time
Fourier transformation

Fourier transformation from a-dependent wave functions ¢ (x, t) to (k = p/h)-
dependent wave functions ¥ (k,t) is defined within the framework of classical
analysis as long as we are only dealing with square integrable functions, which
is the case for bound states. However, even for Fourier transformation between
the & and p representations of wave functions we had to go beyond classical
analysis and invoke the § function to deal e.g. with plane wave states.
Fourier transformation of wave functions between energy and time is also im-
portant in quantum mechanics, but it is clear that we always have to define
it in terms of distributions when it comes to the energy representation, be-
cause wave functions ¢ (x,t) are never square integrable (nor e.g. absolutely
integrable) with respect to time. Therefore the standard classical criteria for
existence of Fourier transforms from ¢ to w = E/h in the sense of classi-
cal analysis will never apply for a quantum system. In spite of this verdict,
we will see that time-energy Fourier transformation automatically appears in
quantum mechanics if we combine completeness of energy eigenstates with the
time evolution implied by the Schrédinger equation.

Recall that the eigenstates of a stationary Hamiltonian,

H‘wo) = EaWJa)
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form a complete basis,

Ida ) (el = 1, (5.8)

see Section 2.2 and Appendix C. The notation Y da stands for summation over
discrete quantum numbers and integration over continuous quantum numbers,
see e.g. (3.20), which we can write in bra-ket notation in the form

k) (] +/wdk(|k7*><k‘f\ + [k ) (ks +]) =

0

Another example is the completeness of the states (3.10) in a cubic quantum
wire,

Z Z/ dk |ny, ng, kY(ny,ng, k| = 1.

ni=1lne=1% "

On the other hand, for every time-dependent state which evolves with the
Hamiltonian H, the Schrodinger equation

d
D o)) = Hw)
implies
(1)) = exp(——Ht) [4(0). (5.9)

Substitution of the decomposition [1(0)) = D dalta) (1|1 (0)) into (5.9)
yields

00 = Y ) vl (0) exp(—%EaQ .
We can interprete this as an energy-time Fourier transformation

600) = 517 BB exp () (5.10)
with inversion

[h(E)) = /dt 1h(t)) exp <%Et> (5.11)
if we define

W(E)) = 2h j_fda o) ([ (0))5(E — E.)
— 20hd(E — H)u(t = 0)). (5.12)
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Although the Fourier transformation from [¢(¢)) to an energy-dependent state
does not exist in the sense of classical Fourier theory, it exists as a sum of 0
functions over the energy spectrum of the Hamiltonian.

The energy expectation value in the state |1)(t)) is

(B) = (W(@O)H[p(1) = ida Eq |(talt(0))]*

The corresponding energy uncertainty AFE follows from

AB* = Yo B2 |(walw O} - (Zfda E, |<waw<0>>2)2.

5.3 Dimensions of states

A simple, but useful concept for checking consistency in quantum mechanical
calculations is the concept of length dimension of a state. To introduce this
concept, note that the completeness relation for the eigenstates of the one-
dimensional attractive § potential

|H><H|+/Omdk(|k,—><k7—\+|k,+><k,+\):1

implies that the discrete bound state |x) is dimensionless, while the continuous
unbound states |k, ) have the dimension of length!/2.

Similarly, the completeness relations for continuous one-dimensional x or free
momentum eigenstates

/dm l2) (x| = 1, /dk|k>(k\ =1 (5.13)

imply that |z) has the dimension of length~'/2 and |k) has the dimen-
sion of length'/2. The wave functions (z|x) and (k|x) therefore have di-
mension of length™/2 or dimension of length!/?, respectively, while the
representations or wave functions (x|k) or (x|k,£) are dimensionless.
The momentum representations of the unbound states of the attractive &
potential,

(|, ) = % [ " du exp(—ikz) b ()

have length dimension 1, e.g.

1
Klk,=)=—=1[0(k=k)—=38(k+K)].
(k=) = = 3k = ) = 3(k+ )
In three dimensions, the states |ny, ng, n3) in a cubic quantum dot are dimen-
sionless while the states |ni,ng, k) (3.10) in a cubic quantum wire have the
dimension of length!/? in agreement with their completeness relation

Z Z /Oodk:|n1,n2,k><n1,n2,k| =1.

ni=1lne=1%"
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The continuous state |x) apparently has dimension of length~*/? and |k) has
the dimension of length®2. The representation (x|k) of a plane wave state is
therefore dimensionless, while the representation (x|ni,ns,ns) of a quantum
dot state has the dimension length=3/2,

A state |¢) in d spatial dimensions is usually specified in terms of N > d quan-
tum numbers. If ¢; of these quantum numbers are continuous wave-number
like quantum numbers and ¢, quantum numbers are continuous position like
quantum numbers, the length dimension of the state is length(®*=¢)/2. The
representation (= transformation matrix element = wave function) (¢|¢') has
length dimension length(ck+¢i—¢=<:)/2 This is as trivial as calculating with
units, and as useful for checking consistency of results.

5.4 Gradients and Laplace operators
in general coordinate systems

The transformation properties of the gradient V and Laplace operator A = V2
under coordinate transformations are basic aspects of mathematics that we
have to discuss due to the importance of those operators in quantum mechanics.
We use three dimensions for the discussions in this section, but the methods
apply in any number of dimensions.

Suppose we wish to use coordinates €%, 1 < a < 3, instead of Cartesian
coordinates z’. The coordinate maps

£ = 1'(€), ' — %(x) (5.14)

define Jacobi matrices

, ox'
ur'(g) = 21

(5.15)

and 0;6%(x). The Jacobi matrix (5.15) in particular allows us to calculate
tangent vectors to the new 2% coordinate lines. We can easily figure this out by
observing that the map (5.14) can be written as (recall summation convention)

£ =€) =2'(&es,

where the vectors e; are the Cartesian basis vectors along the 2% coordinate
lines. Infinitesimal coordinate shifts generate a vector

dr = dr'e; = dE“0 2’ e; = andé®,
and this tells us that the vector
@u(€) = 0ar(€) = Dur' (e (5.16)

is a tangent vector along the £ coordinate line in the point r(§).
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The products of these tangent vectors define the components of the metric in
the new coordinate system,

9os(§) = aa(§) - as(§),

because the length squared of the shift vector dr is
ds® = dr? = a, - apdede’ = gopde®de”.

The inverse metric ¢®? yields the dual basis vectors according to equations
(4.8,4.9),

a®(€) = 9"’ (€)as(€),
and the Jacobian matrix 0;£*(x) connects the dual basis vectors,
a® = e'0,". (5.17)
Simple consequences of a,(§) = 0,7 (&) and a*(§) - ag(§) = 0% are
Onag = Oga,
and
a®-0,a = —ag-0,a”.
The V operator is defined as

o, 0“0 )

V= e‘% = eZ%a—fa = aaa—ga. (5.18)
Note that once we accept the Cartesian equation V = €'0; with the recognition
that the Cartesian vectors e’ = e; appearing in the V operator are actually the
dual basis vectors, the representation V = a®d,, in the new coordinate system
is a direct consequence of the chain rule of differentiation. Furthermore, we
can write equation (5.17) also in the form

a® =V (5.19)
and the inverse metric is
977 = (VEY) - (VE). (5.20)

These equations are particularly convenient if the new coordinates are given
in terms of the Cartesian coordinates z?, £€% = £¢%(x).

The new dual basis vectors a® = a®(£) generically depend on the coordinates
&, because the new coordinates will often be curvilinear. We have to take
this into account when calculating the Laplace operator in the new coordinate
system,

A= V2= a%(€)d, 0 a’(£)0s = 9°°(€)0a0s + a®(€) - (0aa’(€))Ds. (5.21)
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We can also write this as

A = g°%(€) (0a05 + as(€) - 0aa”(€)d,) = 9°°(€) (0a05 — 17 5a(€)D,),

where the coefficients

["54(§) = —as(§) - 0aa™(§) = a’(§) - daap(§) (5.22)

are known as Christoffel symbols.

We can use equation (5.21) e.g. to calculate the Laplace operator in spherical
coordinates. It is convenient to use the common column vector notation for
components with respect to the Cartesian e; = €’ in the actual calculaton.
The transformation

x! rsind cos
r=|2%] =[ rsindsinyp
x? rcost

yields tangent vectors

sin ) cos ¢ rcosv cos
a.=0r=|sindsing |, ay=0yr =1 rcosd sinp
cos v —rsin
and
—rsind sin @
a,=0,r = | 7rsinv cosy

0

The metric and the inverse metric in spherical coordinates are

10 0 1 0 0
g=10 0 , g t=(0 7 0 ,
0 0 72sin%v 0 0 7r2gin 29

and the dual vectors are

sin ¥ cos ¢ 1 cosv cosy
r_ . 19 . 9 _ 19 .
a”" = | sindsingp |, a’= cos?¥ sing |,
T .
cos v —sin
—singp
a¥ = — cos
rsind 0

The non-vanishing products

cot
2

1
a’-dya” = a?- o,a"=—, a*-: 8¢a19 =
r r
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yield

P 20 19 cotvd 1 P

a2 vt R T T a0

(5.23)

Later we will also use the normalized spherical tangent vectors

1 1
€, = a, €y = —Qy e, = " ag,.
' r 0 % rsing 7

Another useful representation of the Laplace operator which follows from equa-
tion (5.21) is

1

VI

where g(&€) is the determinant of the metric tensor g,s(€). To demonstrate
equivalence of (5.24) with (5.21) one has to use the properties

a=La.(via). (520

009 = 99”009y = —993,0a9"
and
gmaagﬁﬂ’ =2a,-0,a" = —2a” - 0,a, = —2a” - 0ya, = 2a, - 0,a”.

It is also useful to point out that /g(&§) is the volume measure in the new
coordinates £,

dPx = drtdr?dz® = detde?de’ Va(€). (5.25)
This follows from the fact that the matrix relation
9ap(&) = Dar(€) - 0p7(£) = Dat’ (€) - Dpa? (£)0i;

implies that the determinant g = det(gag) is the square of the Jacobian deter-
minant,

9(€) = (det(9,2'(€)))", (5.26)
and the familiar form for transformation of volume measures,
dz'da?dx® = detde?de? |det(ﬁaxi(§))‘ , (5.27)

then yields (5.25).
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5.5 Separation of differential equations

Separation of variables, where applicable, is a very powerful and useful tool for
solution of partial differential equations. The purpose of this section is to point
out that separation of variables for separable hermitian operators is not just a
matter of convenient choice, but a must for the determination of eigenfunctions
of these operators. Eigenstates of separable hermitian differential operators will
automatically factorize into eigenstates of the corresponding lower-dimensional
operators.

We assume a three-dimensional space with coordinates &4, 1 < i < 3, but the
reader will again recognize that the arguments presented in this section do not
depend on the number of dimensions.

In quantum mechanics we often encounter Hamiltonians with the following
property: If we choose a suitable set of coordinates &, then the time-independent
Schrodinger equation

Elp(E)) = HlY(E))
will separate in the form
B{glw(B)) = Y _(e|Hilv(E ZD (e (5.28)

where each of the hermitian differential operators D; has the property
to contain only the coordinate & and the corresponding derivative 9/9&".
However, the results on completeness of eigenstates of one-dimensional hermi-
tian operators from Appendix C imply that each of the operators has its own
complete set of eigenfunctions,

Di(&ilvi(Ei)) = Eil&lvi(E)), (5.29)

where the different eigenfunctions (&;[¢;(E;)) are labeled by the eigenvalues
L.

This can give us the idea to decompose the function (€|¢)(E)) with respect to
the eigenfunctions (&)1 (E1)),

(E[(E)) = idEl s (B (Br, 6 [ 0(E)),

(E1, 6, &0 (E)) = /dfl (U1(E)|&) (&, &2, S0 (E)).

We can then repeat the decomposition with respect to the eigenfunctions of
D, and D3. This leads finally to the decomposition

o) = Yo Yur, idEs (@ (B Ela(E)) (sl )
x (B, B, B3| (B (5.30)
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(Ey, By, Bali)(E / e, / e, / d€s (0 (E0)|6:) (0B 62)
X (P3(Es)|€3) (&1, Ea, E3|U(E)).

Substitution of the decomposition (5.30) into the Schrodinger equation (5.28)
yields

IdEl IdEQZdE3 (11 (E1)) (Ealva(Ea)) (§3]ws(E3))
X (B, By, E3|¢p(E

= Z:dE1 szQ IdE:s (Er+ Byt E3) (§1]01(E1)) (€2 (E2)) (€313 (E3))

x(Ev, By, E3|Y(E)). (5.31)
The orthogonality properties of different eigenfunctions,
d&; (Vi (Eq) &) (il (E; ‘ =
[ w6l E|, | =0

then imply that for all combinations of eigenvalues £ and F; the condition
(Ey+ Bz + B3 — E) (Gl (E1)) (&2 (E2)) (&1 (E3))
X(En, B, Es[¢(E)) =0

must be satisfied, i.e. the eigenvalue E in equation (5.31) must equal one
particular sum of eigenvalues,

E =By + By + B, (5.32)

and the related eigenfunction is

(ElY(E)) = (&iln(Er)) (Caliba(E2)) (§al13(E3)). (5.33)

These observations tell us that we can and indeed should use a separation
ansatz for Hamiltonians of the form (5.28).

The previous argument works for Hamiltonian operators which split into a sum
of one-dimensional operators in suitable coordinates. However, the arguments
are easily generalized to the more general case

EE[Y(E)) = f(&5)9(&)DiElU(E)) + f(&)D2(Elv(E))
Dy (€[V(E)). (5.34)
Since D; commutes with the Hamiltonian operator on the right hand side, the
space of eigenfunctions (&]y(F)) with fixed eigenvalue E must be generated by

a set of eigenstates of the hermitian differential operator D; with eigenvalues

E17

(E[(E)) = Idél Elen (B By 0, G0 (E)).
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Non-degeneracy of the one-dimensional eigenvalues E; and linear independence
of the corresponding eigenstates then implies

E(E1, &, &0 (E)) = (&) |9(&)Er + Do | (Er, &, &l (E))
+D3<E1>€27§3|¢(E)>'

Now the Hamiltonian on the right hand side commutes with the parameter-
dependent hermitian one-dimensional operator

Dy =D,y + g(&)Ey,

which has parameter-dependent eigenvalues EQ(EI) The further decomposition

(Elv(E) = idEl IdEz(En (€11 (En)) (ol (B £1)))
X <E1,E2(E1)7§3WJ(E)>
then yields the one-dimensional hermitian problem

E<E1, Ez(E1)7§3W(E)> = f(§3)E2(E1)<E1, EZ(E1)7§3|1/’(E)>
+ D3(Ey, Es(Ey), &|0(E)),

which finally yields eigenvalues E,L(E~17 Eg) and the solution

(W (En(Er, Ey))) = (G]en(E) (h(Ex(Er)))
x (E1, E5(E\), & (En(Er, E»))). (5.35)

5.6 Problems

5.1 We consider a particle of mass m in a one-dimensional infinite square well,
i.e. the energy eigenstates |n) are labelled by natural numbers n. How large
are the energy expectation value and energy uncertainty in the state

) =Ve—T1» exp(—n/2)|n)?

5.2 Calculate the Laplace operator in spherical coordinates from equation
(5.24).

5.3 Calculate the tangent vectors, the V operator and the Laplace operator
in parabolic coordinates

r=2y/Encosp, y=2y/Ensing, z=§—n,

2 =r+z 2n=r-—z, go:arctang.
x
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Equation (5.24) is more convenient than (5.21) for the calculation of the
Laplace operator in parabolic coordinates.

5.4 Show that the Christoffel symbols (5.22) can also be expressed in terms of
the metric and inverse metric components,

1
Mgy = 5975 (08950 + 0agsp — 059ap) - (5.36)

5.5 Prove the following statement: The Euler-Lagrange equation (see Ap-
pendix A, in particular equation (A.3))
d oL 0L

dr géa O€°
for the Lagrange function

L(6.€) = S00s(E(r)E (1) (537)

yields the equation

£4(1) + T, (&(n))EP (T)E7 (r) = 0. (5.38)

This is a most useful lemma for the calculation of Christoffel symbols.
For given metric g,5(€), one simply calculates the Euler-Lagrange equations
for the Lagrange function (5.37) and then reads off the Christoffel symbols
from the quadratic terms in the velocities £(7).

Equation (5.38) is known as the geodesic equation, because in a general space
it yields lines £(7) of stationary length (e.g. shortest or longest lines). In
the flat spaces that we are dealing with in this book, equation (5.38) is the
condition for a straight line in terms of the curvilinear coordinates £.

5.6 Find the eigenvalues and eigenfunctions of the two-dimensional differential
operator H,, = yd? — i0,.






Chapter 6

Harmonic Oscillators
and Coherent States

The harmonic oscillator is the general approximation for the dynamics of small
fluctuations around a minimum of a potential. This is the reason why harmonic
oscillators are very important model systems both in mechanics and in quan-
tum mechanics. In addition there is another reason why we have to discuss
the quantum harmonic oscillator in detail. For the discussion of quantum me-
chanical reactions between particles later on, we have to go beyond ordinary
quantum mechanics and use a technique called second quantization or canon-
ical quantum field theory. The techniques of second quantization are based
on linear superpositions of infinitely many oscillators. Therefore it is impor-
tant to have a very good understanding of oscillator eigenstates and of the
calculational techniques involved with oscillation operators.

6.1 Basic aspects of harmonic oscillators

The classical motion of a particle in the three-dimensional isotropic potential
V(z) = %waQ

without external driving forces is described by the classical solution
xz(t) = X cos(wt) + % sin(wt),

where X = x(0), P = m&(0) are the values of location and momentum of the
particle at time ¢ = 0.
The corresponding Schrodinger equation is

e o) = (24 B ) o)

or after subsitution of energy-time Fourier transformation (5.10),

P’ m o,
ElYlE) =(—+— F)). 6.1
() = (£ + ) u(E) (6:1)
R. Dick, Advanced Quantum Mechanics: Materials and Photons, 91
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The corresponding differential equation in @ representation
h? m
E E)) = ——A + —w?a?
@lo(E) = (-5 + Fue? ) @lu(E)

can be decomposed into three one-dimensional problems through separation
of the spatial variables. The separation ansatz
3

(@|y(E)) = [[lwlvi(E)

i=1

yields

3
E = Z E;,
i=1

where the three energy values E; and wave functions (z;|¢(E;)) have to satisfy
the one-dimensional equation

B{e(B)) = — o e + e (el ) 62)

2mda?

6.2 Solution of the harmonic oscillator
by the operator method

The one-dimensional oscillator equation (6.2) is in representation free
notation

BI6(E) = (£ + B ) (D), (©3)

There exists a very powerful and elegant method to solve equation (6.3)
through a transformation from the self-adjoint operators x and p to mutually
adjoint operators a and a*. The substitutions

a-%(@x#—i\/%_w), a+:\/%i<mx—i\/;_w>, (6.4)

yield the commutation relation
fa,a%] = 1, (6.5)

the inverse transformation

h . /mwh
xzy/2mw(a+a+), p=—i/ = (a—a"), (6.6)

and the Hamiltonian in the form

1 1
H= Ehw(a(ﬁ +ata) = hw (a+a + —>.

2
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The equations
[H,a] = —hwa, [H,a%] = hwa™ (6.7)
and

Hp(E)) = ElY(E)), (6.8)

imply that the operator a decreases energy eigenvalues and the operator a™
increases energy eigenvalues in units of hw,

Hal(E)) = (E — hw)a|$(E)), Ha™[(E)) = (E+ hw)a™[{(E)). (6.9)

The operator a is therefore denoted as an annihilation operator or lowering
operator, while a™ is a creation operator or a raising operator.

Stability of the system requires existence of a lowest energy state |2). This
state must be annihilated by the operator a since otherwise a|2) would be a
state of lower energy,

1
30): al) =0, = HIQ) = ShlQ).

The standard notation for this lowest energy state or vacuum state is |Q2) = |0).
The excited energy eigenstates are then

(
n) = |0), (6.10)
and the corresponding energy eigenvalues follow from

Hn) = hw(n + %) In)

1

These relations are equivalent to

as

a*aln) = n|n),

and therefore a™a returns the level number of a state. The operator a™a is
denoted as an occupation number operator, or number operator for short, be-
cause this operator enumerates how many energy quanta hw are contained in
an energy level.

For an explanation of the normalization of the states (6.10), we note that

(0la™(a™)"]0) = (0la"~"[a, (a*)"]|0) = n{0la" " (a™)"~"0)
= n!{0[0) = n!, (6.11)
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where
[a, (a®)"] = n(a®)"""

is easily proved by induction (and the proof (6.11) on a more formal level would
also involve an induction step).
We have for arbitrary states |t))

(Ola™[¥) = ((¢]al0))™ =
and therefore the projector (0la™ annihilates every state,

(Ola™ = 0.

6.3 Construction of the states
in the z-representation

We construct the expansion coefficients (x|n) of the states with respect to the
|z)-basis. In the first step we construct the components (x|0) of the ground
state |0). The equation a|0) = 0 in & representation,

[mw /
(x]al0) = ( T dx) (x]0y =0,

yields

el = () e (—55+")

and from this the z-components of the higher states can be calculated in the
following way:

+n

- (2 (F o) o)
- ﬁ(ﬁh)mn(\/g)exp(_%xa) (6.12)

The functions H,(z) are the Hermite polynomials

Ho(z) = exp (%ﬂ) <:17 - d%)n exp (—%x2>7 (6.13)

Ho(z) =1, Hi(v) =2z, Ho(x)=42">-2,...

(xln) =

ﬁ\H

Properties of Hermite polynomials are discussed in Appendix D.
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The general state of the one-dimensional harmonic oscillator in the z-repre-
sentation is

(e(0) = X Galed () = S (el nlo) exp i + 3ot ).

n>0 n>0

and the general normalizable state of a 1-dimensional system with Hamilto-
nian H (here H = 0) in the z-representation can be expanded in oscillator
eigenstates

(@ly(t)) =D (aln){nl(t)) =Y (wln) (n] exp(—iHt/R)[4(0))

n>0 n>0

= Z x| exp(—iHt/h)|n)(n|y(0)).

n>0

These expansions are particular examples of the completeness relations of
Sturm-Liouville eigenfunctions discussed in Appendix C. They hold pointwise
for every continuous square integrable function (z|¢(¢)), and they hold for the
derivatives as long as the derivatives are continuous (otherwise they remain
valid in the mean).

Oscillator eigenstates in k& space and bilinear relations
for Hermite polynomials

The k space representations of the oscillator energy eigenstates can be con-
structed in the same way as the x representations. The equation

mw
(K|al0) = (,/% 5 )k:o 0

yields

ho\i ho
(k10) = <7rmw) eXp(_Qmwk )’

and from this the k-components of the higher states can be calculated,

(kln) =
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From this and the previous result we find an expression for the decomposition
of plane waves,

(z|k) = \/12_7rCXp (ikz) \/_ Z ST <\/Eh“’x> Hn< m—Zk)

1 (k2 m o,
X exp[—ﬂ < o + SW )] (6.14)

This reads in scaled variables

\/12_ﬂ_exp(1KX \/_ Z 27%' X) H,(K)exp (% (K?*+ XQ)).

n=0

This equation follows from the Mehler formula (D.8) in the limit z — i.
For comparison, we must also have

mw e 1 mw mw
(ely) =0l —y) =/ 75 ano Z"n!Hn<\/ n ‘L> H”( 1 y)
mw
X eXp(__Qh (IZ + yQ)), (6.15)

or in scaled variables

5(X —Y) \/_ Z 2%' X) H,(Y) exp (% (X*+ Y2)> :

This equation follows from the Mehler formula (D.8) in the limit z — 1 and
using lim, o x exp(—r2z?) = /76(z).

6.4 Lemmata for exponentials of operators

Exponentials exp(A) of operators appear in many applications of quantum
mechanics, because

e exponentials of Hamiltonians generate time evolution in quantum systems
(time evolution operators),

e exponentials of operators generate continuous transformations (e.g. transla-
tions or rotations or phase rotations etc.) in quantum systems,
and because

e the exponential exp(A) shifts the eigenvalues of the complementary operator
A, (where [A, A.] = const.), i.e. exp(A) maps one eigenstate of A, into another
eigenstate. In this case the exponential operator is also denoted as a shift
operator.

There are three very useful theorems for products involving operator exponen-
tials. The first one is
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Lemma 1:

exp(A)Bexp(—A) = Z — (A,B). (6.16)

n>0

The proof simply proceeds by Taylor expansion of exp(AA)B exp(—AA) with
respect to A.

The second useful lemma requires that all higher order commutators of two
operators A and B vanish:

2 2
[A,B] =0, [B,A] =0. (6.17)
Then the following equation holds!,
Lemma 2: If equations (6.17) hold, then

exp(A) exp(B) = exp (A +B+ - [A B]) (6.18)
Proof: We will prove (6.18) in the equivalent form
A2
exp(AA) exp(AB) = exp <)\A +AB+ — [A B]> (6.19)

This equation is certainly correct for A = 0. For the first order derivative of
the left hand side of equation (6.19) one finds with (6.16) and (6.17)

4 exp(AA) exp(AB) = (A+ B + A4, B]) exp(AA) exp(AB)

dA
= exp(AA) exp(AB)(A + B + A\[A, B]),
while the first order derivative of the right hand side of (6.19) is

%cxp()\A+)\B+ ¥ [A, B]> = (A+ B+ \A,B))

)\2
X exp <)\A + AB + ?[A, B])
)\2
=exp ()\A +AB+ — [A B]>
X (A+ B+ \A, B]). (6.20)
Therefore we also have

d
— exp(AA) exp(AB) =A+DB
d\ \—

[en(ens L) o

IThere is a generalization of equation (6.18) known as the Baker-Campbell-Hausdorff
formula, which holds if the higher order commutators of A and B do not vanish. The recursive
construction of higher order terms is outlined in Appendix E.
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Equations (6.20,6.20,6.21) then also yield that in general

d" d" A2
F, = exp(AA) exp(AB) =|——exp| M+ B+ — [A B]
dxm A=0 ax" A=0
by induction:
dn+1
Fri = [d)\”“ exp(AA) eXp(AB)]
A=0

B [dd:n (A+ B+ A4, B]) exp(AA) eXp()\B)}

A=0

=(A+ B) [% exp(AA) exp()\B)}

A=0

n[A, B] [ a!

I - exp(AA) exp(AB)}

A=0
dan

m—1

A\

=(A+B) { d exp</\A+)\B+ AZ[A B])}

+n[A, B]{ exp(AA+>\B+ ﬂ

[dn (A+B+A[AB])6XP(AA+AB+ . ]ﬂ

v S

m+1 )\
= [Tﬂexp<)\A+/\B+ [A, B})}
d\ 220

Therefore the two operators have the same expansion in A, and since they also
agree for A = 0 they must be the same.

The third lemma is useful to combine certain products of three operator ex-
ponentials.

Lemma 3:

exp(A) exp(B) exp(—A) = explexp(A) B exp(—A)] (6.22)
The proof proceeds by applying the Taylor expansion exp(C) =~ C"/n!
for C' = exp(A)Bexp(—A).
The exponent on the right hand side of Lemma 3 can be evaluated with
Lemma 1. We will often use these lemmatain quantum mechanical calculations.

6.5 Coherent states

Coherent states were introduced by Schrodinger in 1926 as quantum states
which reproduce the classical oscillatory motion of a harmonic oscillator on
the level of expectation values?.

2E. Schrodinger, Naturwissenschaften 14, 664 (1926).
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Equation (6.16) implies
exp(=Aa")aexp(Aa®) = a+ A,
and therefore
aexp(Aa™)|0) = exp(AaT)(a + N)|0) = Nexp(Aa™)|0),

i.e. the state exp(Aa™)|0) is an eigenstate of the annihilation operator a with
eigenvalue A. It is not yet normalized, however. We can remedy this by re-
placing the shift operator exp(Aa™) by a unitary shift operator with the same
effect on «,

exp(A\Ta — AaM)aexp(Aa™ — ATa) = a+ A,

and therefore the normalized eigenstate of a is

A) = exp(Aa* — A*a)|0) = exp <%)\2> exp(Aat)|0)

_ exp<%|/\|2> nf% \/%|n>.

Here we used Lemma 2,

1
exp(Aat) exp(—=ATa) = exp </\a+ —\ta+ §|/\|2>

1
=exp(Aat — Ata)exp <§|/\|2>

We also used an implicit convention that a state |n) labelled by an integer is
an eigenstate of the Hamiltonian H of the harmonic oscillator, while a state
|A) labelled by a complex number is an eigenstate of a. Only the lowest energy
state |0) is an eigenstate of both operators.

The states |\) for A # 0 are apparently superpositions of all energy eigenstates,
and they are known as coherent states. They can be used to generate quantum
states which move like a classical particle in the oscillator potential.

Classical motion with initial values z(0) = X and p(0) = P is described by

P
zaq(t) = X cos(wt) + — sin(wt),
pa(t) = Pcos(wt) — mwX sin(wt), (6.23)

and what we want to have is a state |A(t)) with exactly these time dependences
of its expectation values,

AORD) =\ o ADla + a*AD) = | g [ME) + X (1]

P
zq(t) = X cos(wt) + — sin(wt),

mwh

AOIIND) =~y " A0l — @t MDY =~y T ()~ A ()]

= pa(t) = Pcos(wt) — mwX sin(wt).
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This yields

mw . palt)
—xy(t) +1
2h (1) 2mwh

—( moy L )exp(iwt). (6.24)

2h 2mwh

We can also write the coherent state in terms of the operators x and p,
i
IA(t)) = exp[A(t)a™ — AT (t)a]|0) = exp (E [pa(t)x — xcl(t)p]> [0). (6.25)

We still have to show that the coherent states (6.25) satisfy the
Schrodinger equation for the harmonic oscillator. We have with |\|?(¢) = |A|?
time-independent,

ih%p\(t)) — A1) at M) = Rt |A(1)) = hwatalA(t))
= HIA®) — ghlA().

Therefore the oscillating state which satisfies the Schrodinger equation of the
harmonic oscillator including the zero point energy term is |A(t)) exp(—iwt/2).
For the x representation of the coherent states, we notice

(z|A(t)) = exp(——)\ ) lexp(A()a*t) |0)

- (-2t ﬂexp[%( i)
- n(x ) oo L - L)

% (x| exp (—i)\(t) %) 10)

—exp<)\(t) %Q exp %M(m? - %)\2(15))
< (o= M) 5 0)
= () e (31 e ) s (g - 1200 )
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This yields with

1 o, Lo,y mw P ?
2|)\(t)| + 2)\ (t) = o7 (X cos(wt) + o sm(wt))

.mw P
_HE (X cos(wt) + — sm(wt))

x (%Cos(wt) - Xsin(wt))

4 a0t
the result
mw\ i mw 2 .wpcz(f) .xcl(t)pcl(t)
(A1) = (E) exp(E(z—zd(t)) +iTeD S )

(6.26)

Comparison of equation (6.26) with equations (5.5) and (5.6) or direct evalu-
ation yields the momentum representation of the coherent states,

PIND) = —— exp

+1
(mmwh)1

<<ppamﬁqm@p.mmmw>
2mwh h 2h ’

(6.27)

The variances of the expectation values (z)(t) = z4(t) and (p)(t) = pu(t) of
the coherent state |A(t)) (6.24,6.25) are

9 h o mwh

In terms of the force constant K = mw? of the harmonic potential the width
of the coherent states is Az? oc 1/v/mK. This equation holds with an n-
dependent factor also for the energy eigenstates |n), see Problem 2. We have
seen in Section 3.4 that the kinetic term p?/2m drives wave packets apart. The
attractive potential V(z) = Kz%/2 on the other hand tries to collapse wave
packets, and the balance of these terms yields the stable wave packets (6.12)
and (6.24,6.25). This is consistent with Az? o 1/v/mK, because mK — oo
would correspond to domination of the attractive potential while mK — 0
would imply domination of the kinetic term. In the next chapter we will see that
the same basic mechanism also stabilizes the bound states of atoms. Balance
between kinetic terms driving wave packets apart and the attractive Coulomb
potential trying to contract the wave function generates minimal possible sizes
of wave functions for given kinetic parameters 1/m and force constants Ze?,
thus preventing electrons from the classically inevitable core collapse.
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Scalar products and overcompleteness of coherent states

We have

(A2 + |u|2)> y A

n!
n=0

1
—exp (A= 5 (P + m?))

N | —

Alu) = exp(—

and

[(Al) [ = exp(—|A — ul?),

(6.29)

i.e. coherent states are never orthogonal. Therefore any completeness relation
cannot be unique, and coherent states are overcomplete. One can still iden-
tify a kind of “canonical” completeness relation in which all coherent states

contribute with the same weight. We use

dzZ Ndz

2i

dz = exp(ip)dr + izdp,

to find the particular completeness relation

dE/\dz| ><|_/d_/\d,z H
o DAC B exp z 2.

= / dr/ d(pexp

x expli(n —m)g] (n|

=2/ drrexp(— Z|n
0

:Xn: /O " (_%> exp(—au)
-3 (—%)néaﬂ%hﬂ(n

For example, substitution of

Gl = x5 P

=dRz NdSSz =dr Nder

m+n+1
Z m)
m,n WL'TL
1
lta

= In)nl =

yields the following decomposition of the energy eigenstates of the harmonic

oscillator in terms of coherent states,

|>_/d§/\dz|>7”e 71| |2
ny = 5l zmxp 51217 )
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Inserting equation (6.29) yields a decomposition of coherent states in terms of
coherent states,

dz Nd 1
€) :/ L)) exp<z< -5 (=P + |<|2>>~

Note that for the coherent state parameter A(t) (6.24)

AX(t) NdN(t)  daa(t) Adpa(t)  dX AdP
27 o h o ho

or if we denote the classical parameters simply with z and p,

/w [Aep() (Aap(t)] = 1.

Later we will encounter the measure dx A dp/h in phase space also in the
density of states.

Squeezed states

We try to construct new oscillation operators b, b from the oscillation oper-
ators (6.4). Substitution of the linear ansatz

b= Aa+ Ba*, b"=Aa’ + Ba
into the condition [b, b*] =1 yields
AP - BP = 1,
i.e. we find
b = exp(ir) cosh(u)a + exp(if3) sinh(u)a™,

bt = exp(—ia) cosh(u)a™ + exp(—iB) sinh(u)a.
The phase factors are irrelevant in the following. Therefore we study the oscil-
lator operators
1

V2h

a(u) = cosh(u)a + sinh(u)a™

(et + 22224

and
1
vV 2h

The x and p operators of the original oscillator are

a*(u) = cosh(u)a™ + sinh(u)a =

(mx exp(u) — iZM).

mw

h
2mw

X = (a+a®) = exp(—u) (a(u) + a*(u))

2mw
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and
m;uh m;uh exp(u) (a(u) — a+(u)).

We can think of the new operators a(u) and a™(u) as oscillation operators for
a harmonic oscillator with a u-dependent product of mass and frequency,

p=—i (a—a®)=—i

(mw)(u) = (mw) exp(2u). (6.30)
The coherent state for the new oscillation operators |A)(u) = exp(Aa™(u) —
*a(u))]0)., a(u)|0), = 0, has expectation values and variances
5 exp(—u) (A+ A7) = (z) X exp(—u),
mwh N
exp(u) (A =A%) = (p) x exp(u),
2 u=0
Ax?(u) = exp(—2u) = Az? . % exp(—2u),
w u=
h
Ap?(u) = exp(2u) = x exp(2u),

i.e. the uncertainty in x or p direction is squeezed at the expense of a
corresponding increase of the uncertainty in the complementary direction.
We could formally write

Aat(u) — ATa(u) = Mu)a™ — AT (u)a

with A(u) = Acosh(u) — AT sinh(u). However, |0), # |0) and therefore |\),, #
[A(u)). Without the change in the vacuum, the variances could not change.
For the actual transformation, we note that

olw) = exp (e @] ) aenp (e - 7))
and therefore

0)u = exp(F [0 = @) 10}, [N = exp(5[0* = (@) 1N).

6.6 Problems

6.1 Write down the p-representation of the Schrodinger equation for the one-
dimensional harmonic oscillator. Which transformations between the parame-
ters m and w map the p-representation into the z-representation?

6.2 Calculate the widths Az, and Ap, of the n-th energy eigenstate of the
harmonic oscillator.

Remark: This is most conveniently done using the annihilation and creation
operators.
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6.3 A one-dimensional oscillator at time ¢ = 0 is in a state
[ta) = cos a|0) + exp(ip) sin ar|1).
6.3a Calculate the expectation values (z)(t), (p)(t) and (E) for the oscillator.

6.3b Calculate the uncertainties Ax(t), Ap(t) and AFE for the oscillator.

6.4 For the oscillator from problem 6.3, how large is the probability density
to find the oscillator in the location = at time ¢?

6.5 Show that every coherent state |\) = exp(Aat — Ata)|0) has the
variances (6.28).

6.6 Calculate the energy expectation value (F) and the energy uncertainty
AFE for the coherent state |A). Which values do you get in particular for the
state |[A(t)) (6.25) which reproduces the classical trajectories (6.23)7?






Chapter 7

Central Forces in Quantum
Mechanics

Radially symmetric problems appear if the interaction between two particles
depends only on their separation 7. We will first see how the dynamical problem
of the motion of the two particles can be separated in terms of center of mass
motion and relative motion and then write the effective Hamiltonian for the
relative motion of the two particles in spherical coordinates.

7.1 Separation of center of mass motion
and relative motion

The separation of center of mass motion and relative motion proceeds like in
classical mechanics. The Hamiltonian of the 2-particle system is

PZ 2
H==-1 42 v _ - 4 = 1
BB v -l = g+ 20, (71)
where
mimso
M= L op=—2 7.2
L K my + me ( )
are the total and reduced mass,
RoMXitmexs (7.3)

mi + Mo
are the operators for center of mass and relative coordinates, and

. w 1 MmaP1 — M1P2

P=MR=p;+py, p=upur :—pl——pg e (7.4)
my my + me

are the momentum operators of center of mass motion and relative motion.

The relative motion of the two original particles also comes with an angular

momentum

l=xXp1+xxXxps—RXP=rxp. (7.5)

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 107
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_7,
© Springer Science+Business Media, LLC 2012
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The inverse transformations are

m m m m
X1:R+M2r7 XQZR_erv Pl:MIPJFI% pQZMQP*P, (7.6)

and the V operators transform as

o9 9 9 9 md om0

9ROz, omy or  Mom, MOy
O mi 9 9 9 myd 0

gz, MOR  or' 0z,  MOR or

These are the same transformations for operators as the corresponding
transformations for classical coordinates and momenta in classical mechan-
ics. From the quantum mechanics perspective this is not surprising, since
the transformation equations for the operators are linear and therefore also
hold for the expectation values of the operators, hence for the classical vari-
ables. What becomes particularly relevant for quantum mechanics is that the
transformations preserve canonical commutation relations,

[X17 pl} - lhla [XZ', pZ] = lhl = [R7 P] = lhl7 [1‘7 p] = lhl
Since the interaction does not depend on the center of mass coordinates, we

can separate the center of mass motion in the wave function for the time-
independent Schrodinger equation,

U(xy,xs) = ﬁe){p(iK -R)y(r), (7.7)

and the energy eigenvalue problem H|WU) = Eia| V) reduces to an eigenvalue
problem for the relative motion

h2
Eip(r) = —@M)(T) + V(r)u(r), (7.8)
where
Etotal =F + h2K2

2M

is the total energy in the center of mass motion and relative motion.

The discussion of separated solutions in Section 5.5 implies that the solutions
for the Hamiltonian (7.1) should have the separated form with respect to cen-
ter of mass motion and relative motion, ¥(x1, z2) = V(R)y(r). However, the
reasoning there also implies that we cannot find a solution of the Schrédinger
equation which is separated in the actual coordinates of the two particles,
U(xy, x2) # o)1 (x1). The wave functions of interacting particles are al-
ways entangled. This entanglement is easy to understand. Suppose that the
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interaction between two particles is attractive and strong enough to generate a
bound state between the two particles. If we observe one particle at location 1,
we know that the second particle has to be nearby at a location which is deter-
mined probabilistically by | (21 —a3)|*. On the other hand, if the interaction is
weak or repulsive, interactions with other particles will soon dominate each of
the two particles, and their two-particle wave function ¥ (zy, x9) = ¥(R)Y(r)
is not a viable description any more: their mutual entanglement is destroyed
by interactions with other particles.

We have based this discussion on the wave function (7.7) which appears in
the (x1,x2) representation of the time-independent two-particle Schrodinger
equation H|U) = Fioa|V) with the Hamiltonian (7.1). If one starts from a
time-dependent two-particle Schrodinger equation

0 r 02 m 02
ihlw S (R g
lhat (@1, 22,1) 2m, 0x? (1, 2, 1) 2my Ox3

+V (|21 — @o|) ¥ (21, 2, 1)

\11(2131, wz,t)

the separation ansatz for the center of mass motion

E otal
W(ar, @, 1) = \If<m1,m2>exp<—it7“t)

1 hK?
= = exp<iK-Ri Wi t) p(r,t)
V2
2
= ;T3 exp <iK ‘R — 125\(/[ t) U(r)exp <i%t>

leads again to equation (7.8).

Separation of the center of mass motion in the present form works for any
potential V(r) which only depends on the separation vector r of the two
particles. More general, if the 2-particle system moves in a potential of the
form

V(3317 wg) = V(T) + I/V(I?,)7

we can separate center of mass motion in the potential W(R) from relative
motion with the interaction potential V' (r) and find two independent effec-
tive single-particle Schrodinger equations (or Newton equations in mechan-
ics) for the system. An example for this situation would be a hydrogen atom
trapped in a potential well, e.g. in ice. If we model the potential well through
a three-dimensional oscillator potential, the center of mass motion could be
described by oscillator eigenstates Wy (R,t) while the relative motion be-
tween the electron and the proton would be described by the wave functions
Une(r)Yem (0, @) exp(—iE,t/h) derived in Sections 7.6 and 7.9.
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7.2 The concept of symmetry groups

The effective single particle equation (7.8) for relative motion has the same
form in every cordinate system which is related to the coordinates r through
a rotation 7" = R%,r?, or in column vector notation,

" =R-r, R'-R=1,

cf. Section 4.1 and in particlar equations (4.3) and (4.5). Contrary to Section
4.1, here we use the common left multiplication convention for linear coordinate
transformations, r* — 't = R,r%, i.e. our rotation matrix R in the present
section corresponds to RY = R~ in Section 4.1.

Rotations have the following four basic properties:

1. The combination of two rotations R, and R, yields again a rotation R, - R,

=Ry v’ =Ry (Ryor) = By Ry) -

2. The identity transformation 1 is a particular rotation.
3. For every rotation there is an inverse rotation, R'R=1.
4. Combination of rotations is associative,

Ry - (EQ'El) = (EB'EQ) R,

These four algebraic properties are common to all sets of symmetry trans-
formations of physical systems, and they have far reaching consequences in
the sense that many other interesting properties of symmetry transformations
can be derived from these four properties. Every set of mathematical objects
having these four properties is therefore denoted as a group, and the study of
groups is a subdiscipline of algebra denoted as group theory.

Groups which are particularly relevant for quantum mechanics include the
following sets:

1. The group of proper rotations is the set of all rotations which does not
include inversion of an odd number of axes. Matrices which generate proper
rotations do not only satisfy the orthogonality condition

R R=1
but also the special additional condition
detR = 1.

The group of proper rotations in three dimensions is therefore also denoted
as the special orthogonal group of rotations in three dimensions, or SO(3) for
short.

2. A group which is closely related to the group SO(3) is the group of unitary
2 x 2 matrices with determinant 1,

Ur-U=1, detU=1
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This is the special group of unitary transformations in two dimensions SU(2).
3. The Poincaré group and its various subgroups, including in particular the
proper orthochronous Lorentz group SO(1,3) of proper rotations and Lorentz
boosts in Minkowski spacetime, are important for relativistic quantum me-
chanics.

4. SO(1,3) is closely related to the group of complex 2 X 2 matrices with de-
terminant 1. This group is often denoted as SL(2,C).

5. Discrete symmetry groups involve e.g. translations along lattice vectors in
a regular lattice, or inversions of axes, or rotations by fixed angles. Discrete
groups are also important in many applications of quantum mechanics.

6. The known basic particle interactions (besides gravity) are related to the
group U(1) of phase transformations, and also to the special unitary groups
SU(2) and SU(3).

In this and the following chapter we are primarily concerned with the groups
SO(3) and SU(2), and we will develop the relevant aspects of these groups and
their matrix representations along the way. Students who would like to acquire
a deeper understanding of groups and their representations from a physics
perspective should consult the excellent texts by Cornwell [5] for groups in
general, or Sexl and Urbantke [35] for emphasis on the Poincaré and Lorentz
groups. However, this is not required to understand the following chapters.

7.3 Operators for kinetic energy
and angular momentum

The kinetic operator in spherical coordinates follows from (5.23) as

2 2 2 2 : 2
P’ h—/d3r|r><1a Jr18 +COtl9£+ 1 8><r|

2 2 rorr " 1200 r2 09 r2sin®d Op?
h? 1 9 M?
=—— [& - —
21 r|r>rar2r<r| + 2ur?’

where M is the angular momentum operator

R
M:xxp:T/d3r|r)r><V<r|

o[ o 1 0
= T/d T‘|T‘> <6¢%—meﬁ%> <’I°|

= ?/dgr |r) {ex (— sin @% —cot ¥ - cos gp%)
+ey (cos goa% — cot - sin @%) + 62%] (r|. (7.9)
The property

‘ 02 0 1 02
2 32 3 =
M- = h/drr><8192+C0t19619+81112198g02)<r (7.10)
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follows from
0,e, = —cospe, —sinpe, = —sinde, —cosv ey.

The energy eigenvalue problem for the relative motion therefore reads

< h? 1 9?

————r+ V(r)) (rly) + (r|MP[y) = E(r|y), (7.11)

2412

and we can deal with the angular part in the equation by first solving the
eigenvalue problem for the operator M?2.

A useful tool for the analysis of angular momentum operators is the € tensor or
Eddington tensor. The € tensor in an n-dimensional flat space is the completely
anti-symmetric tensor of n-th order

Citig. i 1ikikg1 S 1imimtl-in—1in —  Citig. iy 16mikt1-im—19kim41.in—1in

with the normalization

€123..n = L.

The tensor has n" components. Anti-symmetry and the normalization imply
that n!/2 of the components have the value 1, n!/2 of the components have
the value —1, and n™ — n! components vanish. We frequently use the € tensor
in three dimensions,

€123 = €231 = €312 = —€913 = —€132 = —€391 = L.
A useful identity is
€ijk €ktm = 5ie5jm - 5im6j€- (7-12)

The Cartesian components of the angular momentum operator

h [ 4 0
Mi = €4kXjPr = T/d r|r)eijkxj%<7'|
satisfy the angular momentum commutation relations

as a consequence of the canonical commutation relations [x;, p;] = ifid;;.
Determination of the eigenvalues of M? is equivalent to the determination of
all hermitian matrix representations of the Lie algebra (7.13), which in turn
is equivalent to the determination of all the matrix representations of the
rotation group. We will find that all those matrix representations are realized
in rotationally symmetric quantum systems. Therefore our next task is the
determination of all the matrix representations of (7.13).

We will start the study of matrix representations of the rotation group by
looking at the defining representation.



7.4. Defining representation of the three-dimensional rotation group 113

7.4 The defining representation of the
three-dimensional rotation group

In Section 4.1 we found the condition
R-R"=1

for rotation matrices. This leaves the following possibilities for the matrix!
X =R,

X' = —X + 2rinl. (7.14)
The equation
det(exp X) = exp(trX), (7.15)

which follows from the existence of a Jordan canonical form (F.2) for every
matrix, implies then

X+ X"
det R = exp <tr_+T_> = (-1,

i.e det R = £1. Pure rotations have det R = 1, whereas additional inversion of
an odd number of axes? yields det R = —1 . We will focus on pure rotations.
The general solution of equation (7.14) in three dimensions and with n = 0 is

0 3 —P2
X=1-ps 0 o1 |=9L;=¢ L,
w2 —p1 0

where the basis of anti-symmetric real 3 x 3 matrices
0 00 00 -1 010
Liy=10 01]), L,=({00 0], Ly=[-100 (7.16)
0-10 10 0 000

was introduced. We can write the equations above in short form (L;) = €.
The general orientation preserving rotation in three dimensions therefore has
the form

R(p) =exp(p-L).

Expansion of the exponential function and ordering into even and odd powers
of ¢ - L yields the representation

Rip)=p@¢" +(1—-p@¢") cos(p) + - Lsin(p). (7.17)

1See Appendix F for the calculation of the logarithm of an invertible matrix.
2Inversion of three axes is equivalent to inversion of one axis combined with a rotation.
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Application of the matrix ¢ - L on a vector r generates a vector product,

(¢'L)'T:_¢XTa

i.e. for every vector r, the first term in (7.17) preserves the part r| = ¢@@” - r
of the vector which is parallel to the vector ¢, the second term multiplies the
orthogonal part 7, = r — 7| by the factor cos(y), and the third part takes the
orthogonal part, rotates it by 7/2 and multiplies it by the factor sin(y),

R(p)-r =1+ 7L cos(p) — @ x rsin(p).

This also implies that the direction ¢ of the vector ¢ is the direction of the
axis of rotation.

Exponentiation of the linear combinations ¢ - L of the matrices (7.16) thus gen-
erates rotations in three dimensions, and therefore these matrices are also de-
noted as three-dimensional representations of generators of the rotation group.
They satisfy the commutation relations

iy &

We will also use the hermitian matrices

M, = —ihL,

L 17

M, M) = theg My, (M, M?) = 0. (7.19)
It is no coincidence that the angular momentum operators
M; = €X;pr

satisfy the same commutation relations. We will see that angular momentum
operators also generate rotations, and a set of operators M; generates rotations
if and only if the operators satisfy the commutation relations (7.19). It is a
consequence of the general Baker-Campbell-Hausdorff formula in Appendix E
that the combination of any two rotations to a new rotation is completely
determined by the commutation relations (7.19) of the generators of rotations.

7.5 Matrix representations of the rotation
group

We wish to classify all possible representations of the commutation relations
(7.19) in vector spaces. To accomplish this, it is convenient to change the basis
from M, = M, and M, = M, to

Mi:Mlil:iMQ, MZEMg.

The product M? = M;M,; is then

1
M? = S (M M-+ M_M.) + M.? = M_M, + M.* + hM,
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and we have the commutation relations in the new basis,
[M,, My] = +hMy, [My,M_] = 2hM,.

Hermiticity® implies that we can use a basis where M, is diagonal with real
eigenvalues,

M.|m) = hm|m), m eR.
The commutation relations then imply

My|m) = hCyx(m)|m £ 1),

Ci(m—1)C_(m) =2hm + C_(m + 1)Cy(m), (7.20)
and M, T = M_ implies

C_(m) = (m — 1M_|m) = ((m|M,*|m — 1))* = C4(m — 1)*.
Substitution in equation (7.20) yields

(CL(m)? = |C(m — DI — 282m.

Since the left hand side cannot become negative, there must exist some maxi-
mal value ¢ for m such that C'(¢) =0, M, |¢) =0, and we have

CLC =12 =212, |C(l - 22 = 20220 — 1),
and after n — 1 steps
|ICL(t—n))? =|C_(£ —n+1)]* =R*[2nl —n(n — 1)]. (7.21)

Again, the left hand side cannot become negative, and therefore the expression on
the right hand side must terminate for some value N of n, C_({ — N +1) =0,
M_|¢— N +1) = 0. This implies existence of an integer NV such that 20 = N —1
and

Cy(l—N) = Co(—(N +1)/2) = C_((1 = N)/2) = C_(~£) =0, (7.22)
where an irrelevant possible phase factor was excluded. Therefore we have

boundaries

1-N N -1
N~ (7.23)

and N = 2( + 1 possible values for m both for integer ¢ and half-integer ¢.

3We could do the following calculations in slightly more general form without using
hermiticity, and then find hermiticity of the finite-dimensional representations along the
way.
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Equation (7.21) yields with
N -1
n=——-m

2
the equation

2 4
+1) —m(m+1),

n(an):NTQ— <m+1>2— Nl —m(m+1)
(¢

and therefore

Cump =12

C_(m)?=Cy(m—1)2=R[(+1)—m(m—1)].
We have found all the hermitian matrix representations of the commutation
relations (7.19). The magnetic quantum number m can take values —¢ < m <
¢, the number of dimensions is N = 2¢+ 1 € N, and the actions of the angular
momentum operators are

N? —

1—m(m+1)> =R [l +1) —m(m+1)],

M., m) = hm|,m), 20 € N, m € {—{,—(+1,... {—1,(}, (7.24)
M |0,m) = /el + 1) —m(m + 1)[¢,m + 1) (7.25)
M_|6,;m) = B/€(l +1) —m(m — 1)[{,m — 1) (7.26)
M |¢,m) = g\/ﬁ(ﬁ +1)—m(m+D)¢,m+1)

ng(z 1) —m(m = DJt,m — 1), (7.27)

h
My|t,m) = ﬂ\/é(f—&— 1) —mim+ 1), m+1)

—%\/ﬁ(€+1) —m(m —1)|6,m —1), (7.28)

M?|0,m) = (Cy(6,m)* + RPm(m +1)) |(,;m) = R¢(C + 1)[¢,m).  (7.29)

7.6 Construction of the spherical
harmonic functions

We now want to construct the = representations of the angular momen-
tum eigenstates |¢,m), i.e. we wish to construct the solutions (9, ¢|¢,m) =
Yy (9, ) of the differential equations
02 0] 1 &
9, 0| M2|6,m) = —h* [ == + cot V= + —5——— | Yo (¥,
(0, @I M|, m) (8’192 RN sin? 9 Op? em(V,0)
= WU+ 1)Yyn (9, )
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and
h O
(9, | M,|€,m) = T%Ykm(& ©) = hmYy (0, ¢).

Here we used that the angular momentum operators act in r space as differ-
ential operators with respect to ¢ and ¢, and therefore do not determine the
radial dependence of wave functions. The radial part can therefore be left out
in their representation?,

= W) de [ Vsl o) | 5 Feotias+ g a0 ) el
h 2 m . 3
M, =— [ do [ dVsind |9, ¢)=—(,¢|,
1 0 0 8@

27 us ) ) ] a a
M, = h/o d@/o d9 sin |9, o) exp(ip) <1cot 19% + %> (9, ¢|,

2w T
M_ = h/o dcp/o dv sind |9, @) exp(—ip) <icot 19% - (%) (9, ).
The equation

0 (0,0, 0) = R, @|€, ) (7.30)

9, 0| M, |0, ¢ =
(0, p|M_|L, £) .

i
implies

(0, 01,0) = Yiu(9, ) = fo(0) exp(ilyp).

Single valuedness of the eigenstates implies ¢ € Ny.
The equation

. a . 0 7
(9, p| M|, £) = hexp(ip) <8_19 +icot 19%> (W, 0ll,£) =0 (7.31)

implies
9 leotd ) fo() =0
gy LMY=

with the solution f,(¥) = N, [1/ ?sin’ 9. The normalization constants are chosen
to ensure

/ dd f2(0) sing = 1.

0

They can be calculated recursively if we note that

NO:/dﬂsinﬁ:Q
0

“Stated differently, we leave out a factor 1 = [~ drr?|r)(r|.
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and

T 1
Nps1 = / di sin®1 9 = / de (1 — 2"
0 -1

1 1
—e-ey| + /jg 20€2(1 — €2)01
— —2UN, + 20Ny ;.

This yields

o _o -y 240!
T T er =) T T e+
200 1)2
PG
(20 +1)!
and therefore
=)t /(20 +1)!
(0, 016,€) = Vo0, 9) = ~l o JEEE DL o) sint . (7.32)

26+101

We can get the other eigenfunctions from (9, ¢|¢, £) through repeated applica-
tions of the lowering operator M_,

(9, p|M_|t,;m + 1)
B/ (€ +m +1)( —m)
(9, ol (MY}t m + 2) _
B2/ (l+m~+1)(l+m+2)({ —m)({ —m —1)

_ el )TmE £ [(C+m+1)([E+m+2)x...x20

}/&m(ﬁ,gp) = <19790|£7m> =

hé—m
x(C=m)(t —m—1)x ... x1"2
1 (€ +m)!

= o\ oy ARG

(€ +m)!
(20! (£ —m)!

y {exp(—igp) (i Cotﬁ% - %)]M Yiu(9, ). (7.33)
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If we substitute Yy ,(9, ¢) from (7.32) into (7.33), we find

P LN CETEESTI

: d
X [ :I_IH (ncotﬁ—i— @)
(=)™ [0+ 1)-(£+m)!
26411 7 (0 —m)!

¢
N A .y
X [ H (sm ﬂ@sm 19)] sin” ¥
n=m-+1
B (=) [(20+1)-(£+m)!
o 26+ 7w (0 —m)!
dffm

x sin™ ™ ﬂW Sin2Z . (734)

sin ¥

exp(imep)

exp(imep)

Equations (7.33) or (7.34) provide a solution to the problem to construct the
spherical harmonic functions. However, it is very common to make the connec-
tion to orthogonal polynomials in the interval [—1, 1]. If we use the following
equation for the associated Legendre polynomials,

m o m (f + m)' 2 —m/2 d@—’m 2 L
P (z) = (=) m( —at) " s (@ 1)
we can also write
m 204+ 1) (£ —m)! . m
Yem(V,90) = (=) \/ I (C+ )] exp(imep) P (cos ¥). (7.35)
The identity
m {—m)! d=+m ¢
2 _q 12 [( 4 (2
(z ) (0 + m)! dottm v )
(2 “mpp [(C+m) AT ¢
= (@1 DT
implies

Yk,fm(qga 90) = (_)m}/fﬁn(ﬁ’ QO)'

The spherical harmonic functions provide an orthonormal basis on the sphere.
The completeness relations are

2w T
/ dp / 49 S0 Yo, (0, 0) Yy (0,0) = G000 (7.36)
0 0
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and

o) 4

DD Vom0 QY50 ) = 87 — )

(=0 m=—/{

= §(cost) — cos?)d(p — ¢). (7.37)

The lowest order spherical harmonics are
Yoo(9, ) L Yio(?,¢) =4/ 5 9
= —_— = — COS
0,0 , P \/E’ 1,0 , P 471’ )

3 . . 3 . .
Yii(0, ) = —y/ gexp(ltp) sind, Yi_1(9,¢) = Ug exp(—iyp) sin .

7.7 Basic features of motion
in central potentials

Separation of the wave function in equation (7.11)

P(r) = (r)Yem (D, @) (7.38)
and use of

M2, m) = R*0(¢+ 1)|¢,m)
yields the radial Schrédinger equation

L S <h€(€+1)

Sl V() ) () = EU(0) (7.39)

The effective potential for the radial part of the relative motion of the two
particles is therefore

h20(0+1

Varlr) = V(r) +

with a “centrifugal barrier” term M?/(2ur?) just like in classical mechanics.
The reason for this term is essentially the same consistency requirement as in
classical mechanics. Classically, two particles with non-vanishing relative angu-
lar momentum M can never be in the same location, and the centrifugal bar-
rier term simply reflects this property. Quantum mechanically, non-vanishing
relative angular momentum M implies that the particular value ¢¥(r = 0) of
the radial wave function must be suppressed, and it must be more strongly
suppressed for larger M?2.

Equation (7.39) is usually solved by the Sommerfeld method. In the first step
one studies the asymptotic equations for small r and for large r, and keeps
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only the normalizable solutions or those solutions which approximate Fourier
monomials in the asymptotic regions. In the next step one makes an ansatz for
the full solution by multiplying the asymptotic solutions with a polynomial.
Before we apply this method to the hydrogen atom, we will do something that
one might find odd at first sight. The simplest case of a radially symmetric
potential is V' = 0, i.e. free motion. It is of interest for scattering theory to
discuss free motion with defined angular momentum, when the wave function
for a free particle has the form (7.38).

7.8 Free spherical waves: the free particle
with sharp M., M*>

The radial Schrodinger equation for a free particle with fixed angular momen-
tum M., M? and energy F = h?k?/2u is

R1 R20(0 + 1)
r(r) + ———

v d? Y(r) S Y(r) = Ep(r),
or
2 e+ B
(ﬁ -0 + k2> rip(r) = 0. (7.40)

The regular solution for £ = 0 is

ralr) = 1/ 25208

where the pre-factor was determined from the normalization condition

/Oodr 721 0(1) 0w o(T) L (k- K.

o TR

For the study of solutions ¢y ,(r) for higher ¢, we observe that solutions of
equation (7.40) for kr < \/£({+1) are ¥(r) o< r° or ¥(r) oc r~~1. We will
only study solutions which are regular for r = 0, i.e. for kr < /£(¢ + 1) our
solutions must approximate r¢. Therefore we substitute ¢y, ¢(r) = 7 fio(r) into
equation (7.40),

&? 2 d
L2+ 1) — + K =0.
(dr? + 7n(£+ )dr +k ) fre(r) =0
It is useful to write this as

(@11 NEPEPL AN k) frelr) =0

drr?dr r dr
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because the resulting equation after application of (1/r)d/dr

1d ,d1 d  ,\1d
(rdr drrjL (£+2)dr+k> df )
ld d 1d 2 d , ,\1d
42 2 d 1d
I A T L - 41
(dﬁ + r(€+ )dT h > Tdrfk’z(r) 0’ ()
yields
1d e d o
S (r) o ;—f/c o), Urega(r) ocr e g (7). (7.42)

This implies

Jre(r) o (i d> Jro(r) = \/;(i;i) Smgnkr),
onetr) oy 20 (L) S _ e 2

The spherical Bessel functions

R 8 L

have the asymptotic expansion

1 . 7wl
~—sinlxr—— ).
>l T 2

Therefore the properly normalized radial eigenfunctions are

“ sin(kr)
Vre(r \/jl Je(kr) f 1k; (rdr) e (7.43)

and the free spherical waves with sharp angular momenta M?, M, are

Je(z)

<r|k,e,m>_@Wm,mw,@ Wg_JH L(r)Yin(0,9). (7.44)

Our conventions for the phase and the normalization of the radial wave function

are motivated by the expansion of plane waves in terms of spherical harmonics.
If we define

L5tk — )Y (),

(Rl € m) = —
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we automatically get the expansion of plane waves in terms of spherical har-
monics,

(rlk) =

\/_ eXp lk ’I‘ \/>Z Z IJZ kT‘ nm ) (’2:)

(=0 m=—¢

WZ S Vo PV (). (7.45)

{=0 m=—¢

This expansion is also particularly useful for exp(ikz). We have P/"(1) = 0myo
and therefore Yy, (e,) = Yo (9 = 0) = /(20 + 1) /47. This yields

(20 + 1)i%5p(kr) Py(cos ¥). (7.46)

NE

exp(ikz) =
¢

I
=)

The radial wave functions (7.43) of the free spherical waves (7.44) satisfy com-
pleteness relations on the half-line

/oodT T2 whg(’r)i/%/’g(?") = %(5(/€ — k‘l).,
0

/OOCU{J k’z ’I,Dk’g(’l”)lﬂkx(’rl) = %5(7” — ’I“I). (747)

0
If our discussion above does not refer to motion of a single particle with mass
1, but to relative motion of two non-interacting particles at locations

mo
©@i=R+——7r, z3=R— ———
my + Mo my + Mma

my

we can write a full two-particle wave function with sharp angular momentum
quantum numbers for the relative motion as

i
(R,7|K Kk, 0,m) = Ql?exp(iK - R)jo(kr)Yom(7),

or we could also require sharp angular momentum quantum numbers L, M for
the center or mass motion®,

2. . . I .
(R,7|K,L,M,k,0,m) = ;ILHJL(KR)J@(W)YL,M(R)WM(")

5...or we could use total angular momentum, i.e. quantum numbers K,k,j € {|L —

l,....,L+ L}, mj=M+m,L,{.
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7.9 Bound energy eigenstates
of the hydrogen atom

The solution for the hydrogen atom was reported by Schrodinger in 1926 in the
same paper where he introduced the time-independent Schrodinger equation®.
We recall that separation of the wave function in equation (7.11)

b(r) = (r)Yem(J, @) (7.48)

and use of M?|¢,m) = R*(({ + 1)|¢,m) yields the radial Schrodinger equation

L <h€(£+1)_ e

e ) i) = Eu0), (7.49)

2412 dmegr

where the attractive Coulomb potential between charges e and —e has been
inserted. This yields asymptotic equations for small r,

2
——rY(r) + (L + D)rp(r) = 0, (7.50)
and for large r,

,%T (r) = QNET (r). (7.51)

The Euler type differential equation (7.50) has basic solutions 71 (r) = Arf+ 4
Br~*, but with ¢ > 0 only the first solution 7 (r) o< r**! will yield a finite
probability density |¢)(r)|* near the origin.

The normalizable solution of (7.51) for £ < 0 is

r(r) o« exp( \/%7/71) (7.52)

We combine the asymptotic solutions with a polynomial w(r) =3_ ., c.1",

r(r) = r'Thw(r) exp(—kr), Kk = /—2uEr/h.

Substitution in (7.49) yields the condition

Ll () + 200+ 1— r)i (r) + e ¢+ 1)) wir)=0
rdrgw " drwr 2megh? " =5

which in turn yields a recursion relation for the coefficients in the polynomial
w(r),
(v + L+ 1) — 51

2megh?
(v+1l)(v+20+2) ° (7.53)

Coy1 = Cy

SE. Schrédinger, Annalen Phys. 384, 361 (1926).
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Normalizability of the solution requires termination of the polynomial w(r)
with a maximal power N = max(v) > 0 of r, i.e. ¢x41 = 0 and therefore

v—2uE ue?

= = . 7.54
" h dregh2(N + 0+ 1) (7.54)
This implies energy quantization for the bound states in the form
4
1
o (7.55)

- 32m2E2R% n?

with the principal quantum number n = N+/+1. Note that N > 0 implies the
relation n > ¢ + 1 between the principal and the magnetic quantum number.
We will also use equation (7.54) in the form k = (na)~! with the Bohr radius

Ameph?
= (7.56)
e
The recursion relation is then
2 {+1-—
o= YIEEITN e N=n— (-1 (7.57)

na(v+1)(v+20+2)

This defines all coefficients ¢, in w(r) in terms of the coefficient ¢q, which finally
must be determined from normalization. The factor 2/na in the recursion
relation will generate a power (2/na) in ¢, such that w(r) will be a polynomial
in 2r/na. The factor (v + 1)7! will generate a factor 1/u! in ¢,, and the factor
(v+a)/(v+p) witha=0+1—n, § =20+ 2 will finally yield a polynomial
of the form

w(r) =co |14+ = —
na

a2_r+ioz(a+1) (27‘)2
Bna  218(8+1)

na

la(@+1)(a+2) (2r
TG

As indicated in this equation, the series for ¢y = 1 defines the confluent hy-
pergeometric function {Fi(a; 8;2) = M(a;f;x) (also known as Kummer’s
function [1]). For —a € Ny and § € N this function can also be expressed as
an associated Laguerre polynomial. The normalized radial wave functions can
then be written as

3
) +.. ] = ¢o X 1 Fi(a; 8; 2r/na).

() = 2 (n+0)!  1Fi(—=n+{+1;20 4 2;2r/na)
= 2\ = - Dlad 20+ 1)

n
(2T>é r
x| — exp(——)

na na

2 f(n—=t=1)! (2r ¢ g [ 27 r
"2\ (0 (%) Lo na exp(—%)‘ (7.58)
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Substitution of the explicit series representation for w(r) shows that the radial
wave functions are products of a polynomial in 2r/na of order n — 1 with n — ¢
terms, multiplied with the exponential function exp(—r/na),

bnalr) = %()f\/ 0= ep(-2)

n
n

— (—2r/na)k
;(’fff)!(n*kfl)!(kwﬂ)!' (7.59)

X

The representation (7.58) in terms of the associated Laguerre polynomials
differs from older textbook representations by a factor (n + ¢)! due to the
modern definition of the normalization of associated Laguerre polynomials,

Lta) = o (et e expl )]

n+m)! dzm dantm
|
e S )
n!-m!

which is also used in symbolic calculation programs. The normalization follows
from

oo |
/0 dz exp(—z)z™ L™ (x)]* = (2n +m + 1)%7 (7.60)
but their standard orthogonality relation is
o0 |
/0 di exp(—z)a™ L™ (z) LT (x) = %M (7.61)

Since they appear as eigenstates of the hydrogen Hamiltonian, the normalized
bound radial wave functions must satisfy the orthogonality relation

/oodT 7”2 wmg(T)’(ﬂn/’g(’r‘) = 5n7n/. (762)
0

This implies that the associated Laguerre polynomials must also satisfy a pe-
culiar additional orthogonality relation which generalizes (7.60),

/Oodxexp B (n+n +m+ 1)z gt T
0 Cn+m+1)20 +m+1))° "\2n+m+1

x (n 4+ m)!
Ll ———— | =(2 mt
8 "<2n’+m+1> (@2n+m+1)

e (7.63)

Squares wzﬁg(r) of the radial wave functions are plotted for low lying values of
n and /¢ in Figures 7.1-7.6.

For the meaning of the radial wave function, recall that the full three-
dimensional wave function is

1/)n,2,m(r) = ¢n,€(r)n,m(§7 QD)
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Figure 7.1:
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Figure 7.2: The function a3 (r) for r > a.

This implies that ¢ ,(r) is a radial profile of the probability density [, ¢m (r)
to find the particle (or rather the quasi-particle which describes relative motion

Q |~ A
~
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Figure 7.3: The function a®¢3 (7).
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Figure 7.4: The function a®¢3,(r) for r > a.

in the hydrogen atom) in the location 7, but note that in each particular
direction (1, ¢) the radial profile is scaled by the factor Y2, (0, ¢) to give the
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Figure 7.5: The function a3, (r).
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Figure 7.6: The function a3 ().

actual radial profile of the probability density in that direction. Furthermore,
note that the probability density for finding the electron-proton pair with
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separation between r and r + dr is

T 2
/ dﬁ/ dor?sind [Ym.e.m ('r')|2 = r%bi,g(r).
0 0

The function wiz(r) is proportional to the radial probability density in fixed
directions, while 7?92 ,(r) samples the full spherical shell between 7 and r + dr
in all directions, and therefore the latter probability density is scaled by the
geometric size factor 2 for thin spherical shells.

Nowadays radial expectation values

(e = /0 dr P22 ()

are readily calculated with symbolic computation programs. One finds in par-
ticular

2 2
(r)ne = %Ma, (r*)ne = %[5112 +1 - 300+ 1)]a”.

The resulting uncertainty in distance between the proton and the electron

(AP = (s = (1) = 50202 +2) = P+ 1)

is relatively large for most states in the sense that (Ar/(r)), is not small, ex-
cept for large n states with large angular momentum. For example, (Ar/(r)),.0
= /1+(2/n?)/3 > 1/3 but (Ar/{r))pn-1 = 1/v/2n + 1. However, even for
large n and ¢, the particle could still have magnetic quantum number m = 0,
whence its probability density would be uniformly spread over directions (14, ).
This means that a hydrogen atom with sharp energy generically cannot be con-
sidered as consisting of a well localized electron near a well localized proton.
This is just another illustration of the fact that simple particle pictures make
no sense at the quantum level.

We also note from (7.58) or (7.59) that the bound energy eigenstates 1, ¢m ()
= Yne(r)Yem(V, @) have a typical linear scale

dmegh? pt
X N—=s.
nze? Ze?

na=mn (7.64)
Here we have generalized the definition of the Bohr radius a to the case of an
electron in the field of a nucleus of charge Ze. Equation (7.64) is another ex-
ample of the competition between the kinetic term p? /2 driving wave packets
apart, and an attractive potential, here V(r) = —Ze?/4rmegr, trying to col-
lapse the wave function into a point. Metaphorically speaking, pressure from
kinetic terms stabilizes the wave function. For given ratio of force constant
Ze? and kinetic parameter p~! the attractive potential cannot compress the
wave packet to sizes smaller than a, and therefore there is no way for the sys-
tem to release any more energy. Superficially, there seems to exist a classical
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analog to the quantum mechanical competition between kinetic energy and
attractive potentials in the Schrodinger equation. In classical mechanics, com-
petition between centrifugal terms and attractive potentials can yield stable
bound systems. However, the classical analogy is incomplete in a crucial point.
The centrifugal term for ¢ # 0 is also there in equation (7.49) exactly as in
the classical Coulomb or Kepler problems. However, what stabilizes the wave
function against core collapse in the crucial lowest energy case with ¢ = 0 is
the radial kinetic term, whereas in the classical case bound Coulomb or Kepler
systems with vanishing angular momentum always collapse. To understand the
quantum mechanical stabilization of atoms against collapse a little better, let
us repeat equation (7.49) for £ = 0 and nuclear charge Ze, and for low values
of r, where we can assume (r) # 0:

1 d? Ze?
gt a0 = T

e (7.65)
The radial probability amplitude 7¢(r) must satisfy ¢~ (r)d?(r¢(r))/dr? < 0
near the origin, to bend the function around to eventually yield lim,_,, () =
0, which is necessary for normalizability of r%¢%(r) on the half-axis r > 0. But
near r = 0, the only term that bends the wave function in the right direction
for normalizability is essentially the ratio Ze?/pu™!,

1 d? Ze*
a0 = o

If we want to concentrate more and more of the wave function near the origin
r ~ 0, we have to bend it around already very close to r = 0 to reach small
values ar?y?(r) < 1 very early. But the only parameter that bends the wave
function near the origin r ~ 0 is the ratio between attractive force constant
and kinetic parameter, Ze?/p~t. This limits the minimal spatial extension of
the wave function and therefore prevents the classically inevitable core collapse
in the bound Coulomb system with L = 0. In a nutshell, there is only so much
squeezing of the wave function that Ze?/u~! can do. See also Problem 13 for
squeezing or stretching of a hydrogen atom near its ground state.

The radial probability amplitude ri¢y o(r) for the ground state is plotted in
Figure 7.7.

7.10 Spherical Coulomb waves

Now we assume E > 0. Recall that the asymptotic solutions for r(r) for
r — 0 were of the form Ar*! + Br~‘. Let us initially focus on the solutions
which remain regular in the origin.

The symptotic behavior for large r seems to correspond to outgoing and in-
coming radial waves

L (r) — Agp exp(£ikr), k= +/2uE/h.
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Therefore we try an ansatz

s (r) = we (r)r™ exp(£ikr), wi(r) = Z ca .
v>0

Instead of the recursion relation (7.53) we now find

2 liik(v+0+1)
v+l v4+20+2

Ctp+1 = —Cryp

(7.66)

and therefore

£+1¢,§—amr+ ((+1F &) ((+2F &) (2ikr)?
20+ 2 (20 +2)(2¢ + 3) 2!
(C+1FE)(C+2F L) (C+3F L) (2ikr)? N
(20 +2)(2¢ + 3)(2¢ + 4) 3!
= 1Fi({+17F (i/ka); 20 + 2; F2ikr).

w(r) o«

However, the confluent hypergeometric function satisfies Kummer’s identity
1 (s B 2) = exp(2)1 (B — s B; —2),
and this implies in particular

exp(ikr)1 Fi(€ + 1 — (i/ka); 20 + 2; —2ikr)
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= exp(—ikr)1 F1 (0 + 1+ (i/ka); 20 + 2; 2ikr),

i.e. there is only one regular solution for given quantum numbers (k, £), and it
corresponds neither to an outgoing nor to an incoming spherical wave, but is
apparently rather a superposition of incoming and outgoing waves. For appli-
cations in scattering theory one often also has to look at solutions which are
irregular in the origin,

ri(r) = vy (r) exp(ikr), wvi(r) = Z dy,r”.

v>0
In this case, the radial Schrodinger equation yields

2k v—(F &
diyi1 = Fdy,————H 7.67
vt :Fi’y—i—l v—20 ( )
This recursion relation follows also directly from (7.66) with the substitution
¢ — —{ — 1. The solution is

vy (r) < 1 Fi (=0 F (i/ka); —2¢; F2ikr),
and we have again from Kummer’s identity
exp(ikr) Fy (=€ — (i/ka); —2¢; —2ikr)

= exp(—ikr) Fi (=0 + (i/ka); —2¢; 2ikr),

i.e. there is also only one irregular solution for given quantum numbers (k, ),
as expected. Regular and irregular solutions can be combined to form outgoing
or incoming spherical waves, see e.g. [1] or [26]. This is relevant when the long
range Coulomb potential is combined with a short range scattering potential,
because the short range part will modify the short distance properties of the
states and both the regular and irregular spherical Coulomb waves are then
needed to model the asymptotic behavior of incoming and scattered waves far
from the short range scattering potential. This is relevant for scattering in
nuclear physics, when short range scattering is effected by nuclear forces.
However, for us the regular solutions are more interesting because together
with the bound states ¥y, ¢.m (1) = Uy (1) Ye,m (9, ), the regular unbound states
Yrom(T) = Vre(r)Yem (9, @) form a complete set in Hilbert space.

We use the normalization”

=2 (o B L )| .
Vre(r) = \/;exp(ﬂ) @Tl)!k(%r)é exp(—ikr)

X1y (04 1+ (i/ka); 20 + 2; 2ikr). (7.68)

“W. Gordon, Annalen Phys. 394, 1031 (1929); M. Stobbe, Annalen Phys. 399, 661 (1930),
see also [2]. Gordon and Stobbe normalized in the k scale, i.e. to 6(k — k') instead of §(k —
k) /K2
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With this normalization the regular spherical Coulomb waves become the free
waves with sharp angular momentum (7.43) in the limit of vanishing Coulomb
potential €2 — 0 = a — oo.

Apart from the normalization, the spherical Coulomb waves 1y ¢(r) become
the radial bound state wave functions ¢, ((r) through the substitution ik —
(na)~t. This is expected since this substitution takes the positive energy Schro-
dinger equation into the negative energy Schrodinger equation.

The regular spherical Coulomb waves satisfy the orthogonality properties (cf.
(7.62))

/ dr ’1“2 ¢k7g(’r)¢k/’((’r) = %6(/4} — k/)., / dr 7“2 wk’g(’r)wn,((r) =0

0 0
and together with the radial bound state wave functions they satisfy the com-
pleteness relation®

o0 [e'e) 1
> a0 W)+ [ AR Va5 = 00— )
n=~+1 0 T
Together with the completeness relation (7.37) for the spherical harmonics,
this implies completeness of the regular hydrogen states,
o l <

(=0 m=—¢

Z wn £ m n N4 m(r/) + / dk ]{,’21/}]6,[,7”(7“)@[)2:&7"(7'/))

n=~0+1 0

=(r—7'). (7.69)
For calculations of transitions between free and bound states, e.g. for electron-
proton recombination cross sections, one needs free eigenstates which are not
radially symmetric but approximate plane waves at large separations. To con-
struct such a state from the spherical Coulomb waves, we can use that equation
(7.46) tells us the decomposition of the plane wave exp(ikz) in terms of the
free states of sharp angular momentum (7.43),

exp(ikz) [Z (20 + 1) Py(cos ) Pio)( ).

However, one needs to adjust the phase factors in the sum if one wants to get
an asymptotic superposition of plane waves and outgoing spherical waves. The
superposition of spherical Coulomb waves® (7.68),

{+1
(r|k) e = fz 20 + 1) Py(cos ¥) |FE€::‘_ 11 ka§|¢k,e(7“), (7.70)

will correspond to a free energy eigenstate of hydrogen with energy h?k?/2u
which up to logarithmic corrections approximates a superposition of a plane
wave exp(ikz) with outgoing radial waves.

8See e.g. N. Mukunda, Amer. J. Phys. 46, 910 (1978).
9N.F. Mott, Proc. Roy. Soc. London A 118, 542 (1928); W. Gordon, Z. Phys. 48, 180
(1928).
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7.11 Problems

7.1 How large is the minimal value of the product AM,AM, of uncertainties
of angular momentum components in a state |¢,mg)?

7.2 A simple spherical model for a color center or a quantum dot consists of
an electron confined to a sphere of radius R. Inside the sphere the electron
can move freely because the potential energy vanishes there, V(r) = 0 for
r < R. The wave function in the sphere for given angular momentum quantum
numbers will therefore have the form (7) o jo(kr)Yym (9, ¢).

Which energy quantization conditions will we get from the condition that the
wave function vanishes for r > R? How large is the radius R if the electron
absorbs photons of energy 2.3 eV?

Zeros x, of spherical Bessel functions, je(z,s) =0, n=1,2,... can be found
e.g. in Chapter 10 of [1].

Which relation between R and lattice constant d follows from Mollwo’s relation
vd? = 5.02 x 107> m?Hz?

In hindsight, color centers could be considered as the first realization of atomic
scale quantum dots.

7.3 Show that the radial density profile 42 ,(r) for bound states of hydrogen
has maxima at the extrema of the radial wave function ¢, ¢(r).

Remark: v, (r) and dip, (r)/dr have no common zeros, because this would
contradict the radial Schrodinger equation.

7.4 Calculate the radius rimn " where the radial wave function Unn—1(r) has
a maximum. Compare your result to (r),,—1 £ (A7)pn_1.

(n,n

7.5 For n > 2 calculate the radius rm,'m_g) where the radial wave function
Ynn—2(r) has a maximum.

7.6 As a rule of thumb, quantum systems tend to approach classical behavior
for large quantum numbers. We have seen that for large quantum number n
the radial wave function 4,1 (r) is localized in a spherical shell (r), 1 £
(A7)pn—1 which is “thin” in the sense of (Ar/(r))p,—1 = 1/v/2n+1— 0.
For sharp energy E,, ¢, could we ever hope to find an approximately localized
electron in a hydrogen atom?

7.7 Calculate the radial expectation values (r='),, ¢, (r=2), ¢ and (r=3), ;. These
expectation values are relevant for interaction energies within the atom.

7.8 We have seen how the expectation value (r) for the separation between the
electron and the proton depends on the quantum numbers n and ¢. How large
are the corresponding expectation values for the distances of the two particles
from the center of mass of the hydrogen atom?

7.9 An electric field along the z axis shifts the potential energy of a hydrogen
atom by a perturbation AV  z. For which combinations of quantum numbers
are the matrix elements (n), nj, m'|z|ny, ne, m) different from zero?
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7.10 Calculate the probability density to find the momentum p in the relative
motion inside a hydrogen atom in its ground state.

7.11 Calculate the probability density to find the momentum p in the relative
motion inside a hydrogen atom if the atom is in the state |2, 1, 1).

7.12 We cannot construct energy eigenstates of the hydrogen atom which
separate in the coordinates x. and x, of the electron and the proton. If we
want to have a representation which factorizes in electron and proton wave
functions, the best we can do is to expand the energy eigenstates Wk , ¢.m (R, T)
in terms of complete sets of functions fe(z.)g,(x,) which arise from complete
sets of functions f(x), g(x) for single particle states. Expand the ground state
of a hydrogen atom with center of mass momentum AK,

Uki00(R,T)=

exp(iK ‘R — C)

3 9 a

2a

in terms of the complete basis of factorized plane electron and proton waves,

1 . .
(e, kplxe, zp) = o8 exp(ike - @ + ik, - ;) .

7.13 Suppose we force a hydrogen atom into a 1ls type state

1 .
w(r,t) = Wexp(—r/b) exp(—iFEit/h), (7.71)
where
4 2
p—__ M ¢
32m2e2hi? 8mepa

is the ground state energy of the hydrogen atom, but the length parameter b
is not the Bohr radius a.

7.13a How do the expectation values for kinetic, potential and total energy
in the state (7.71) compare to the corresponding values in the ground state of
the unperturbed hydrogen atom?

7.13b How do we have to change the potential energy of the system to force
the hydrogen atom into the state (7.71)?7 Show that the change in potential
energy can be written as

R (11 1 1 1
AV=—|-—-]|-—7——=—].
v ,u(a b)(r 2a 2b>

7.14 Solve the differential equation (6.2) for the harmonic oscillator not by
the operator method, but by the same methods which we have used to solve
the radial equation (7.49) for the hydrogen atom.

0

7.15 The proposal of Bohmian mechanics® asserts that quantum mechanics

10D. Bohm, Phys. Rev. 85, 166 & 180 (1952).
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with the Born probability interpretation should be replaced by a pilot wave
theory. The wave function would still satisfy the Schrodinger equation. How-
ever, instead of serving as a probability amplitude for the outcome of single
measurements, the wave function provides a pilot wave for particles in the
sense that an N particle wave function determines the velocity field for the
particles through the equation

dt 2imy [(xy (1), ... &N (t); )|
x (w+(w1(t), an(t):t) V(@i (), ... wN(t);t)) . (172)

It has been claimed that this leads to predicitions which are indistinguishable
from quantum mechanics, at least as long as we are only concerned with motion
of non-relativistic particles.

We consider a hydrogen atom with center of mass velocity V' = hK /(m.+m,).
Which velocities would equation (7.72) predict for the velocities of the proton
and the electron in the ground state of the atom? How would the proton and
the electron then be arranged in the ground state of a hydrogen atom?

Solution
The ground state wave function in terms of electron and proton coordinates is

s Mele + MpX |z — x|
(e, xp|1,0,0; K(t)) = exp <1K'Tmzp> exp (—Tp>

1 ih i
X = exp (—I—KQt — iE1t> )
2v/2a 2(me +my) h

Equation (7.72) then yields
v, =v,=V.

This result agrees with the corresponding expectation values for particle veloc-
ities in quantum mechanics. However, here we assume that both the electron
and the proton have well defined (although not individually observable) tra-
jectories, and their velocities are sharply defined. Therefore the electron and
the proton would both move with the constant center of mass velocity V'
along straight lines. Motion with a fixed distance between the two particles
seems hardly compatible with their electromagnetic attraction, but Bohmian
mechanics explains this in terms of an additional quantum potential generated
by the wave function,

hQ

Vola) = ~ g Al @)

i.e. the wave function would also induce an additional force field in Bohmian
mechanics.
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However, motion with fixed sparation between the electron and the proton
should imply observation of an electric dipole moment for individual hydrogen
atoms, contrary to ordinary quantum mechanics.

On the other hand, motion of the electron and the proton right on top of each
other is an appealing classical picture, but is incompatible with the positive
nucleus plus negative electron hull structure of atoms that follows e.g. from the
van der Waals equation of state for gases (which gives atomic radii between 1
and 2 A) and Rutherford scattering (which tells us two things: only the positive
charge is concentrated in the nucleus, and the nucleus has only a radius of a
few femtometers).

To avoid this negative verdict, we might argue that we should rather consider
a cold gas of Bohmian hydrogen atoms to understand the implications of the
Bohmian interpretation for the ground state wave function.

In a cold gas of Bohmian hydrogen atoms the static distance between the
electron and the proton would be distributed according to |(z. — x,|1,0,0)|>.
There would be many hydrogen atoms with the electron sitting right on top
of the proton, but there would also be a lot of hydrogen atoms with a large
separation and a corresponding static electric dipole moment d = e(x, — x.).
Standard quantum mechanics in Born’s interpretation does not predict an
electric dipole moment in any of the hydrogen atoms, because an electron
would only appear to have a particular location if we specifically perform a
measurement asking for the location. However, in Bohmian mechanics, the
electron and proton would exist as particles at all times with fixed relative
location, and therefore there should be an average dipole moment per atom in
the ground state with magnitude (|d|) = e(r) = 3ea/2.

These dipole moments might be randomly distributed and therefore we might
not observe a macroscopic dipole moment. However, we could align these dipole
moments with a weak static external electric field. The field strength would be
much weaker than the internal field strength in hydrogen, to ensure that the
ground state wave function is not perturbed. In addition to any induced electric
dipole moment in the Bohmian hydrogen atoms (which would also exist in the
same way for the standard quantum mechanical hydrogen atoms) there would
be a macroscopic dipole moment from orientation polarization. This would be
a real difference from the standard quantum mechanical cold hydrogen gas.
Therefore T disagree with claims that Bohmian mechanics is just a different
ontological interpretation of non-relativistic quantum mechanics. Trying to
make pilot wave theories work is certainly tempting, but I cannot consider
Bohmian mechanics as a serious competitor to standard quantum mechanics
with the Born interpretation of quantum states.
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Spin and Addition of Angular
Momentum Type Operators

We have seen in Section 7.5 that representations of the angular momentum Lie
algebra (7.19) are labelled by a quantum number ¢ which can take half-integer
or integer values. However, we have also seen in Section 7.6 that ¢ is limited
to integer values when the operators M actually refer to angular momentum,
because the wave functions® (x|n, £, m,) or (x|k, £, m,) for angular momentum
eigenstates must be single valued. It was therefore very surprising when Stern,
Gerlach, Goudsmit, Uhlenbeck and Pauli in the 1920s discovered that half-
integer values of ¢ are also realized in nature, although in that case ¢ cannot
be related to an angular momentum any more. Half-integer values of ¢ arise
in nature because leptons and quarks carry a representation of the “covering
group” SU(2) of the proper rotation group SO(3), where SU(2) stands for
the group which can be represented by special unitary 2 x 2 matrices?. The
designation “special” refers to the fact that the matrices are also required to
have determinant 1. The generators of the groups SU(2) and SO(3) satisfy the
same Lie algebra (7.19), but for every rotation matrix R(¢p) = R(¢ + 27¢)
there are two unitary 2 x 2 matrices U(p) = —U(p + 2m¢). In that sense
SU(2) provides a double cover of SO(3).

We will use the notations I and M for angular momenta, and s or S for spins.

8.1 Spin and magnetic dipole interactions

A particle of charge ¢ and mass m which moves with angular momentum 1
through a constant magnetic field B has its energy levels shifted through a
Zeeman term in the Hamiltonian,

q
H=-—1-B. 1
. (8.1)

'We denote the magnetic quantum number with m, in this chapter because m will
denote the mass of a particle.

2Ultimately, all particles carry representations of the covering group SL(2,C) of the group
SO(1,3) of proper orthochronous Lorentz transformations, see Appendices B and H.

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 139
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_8,
© Springer Science+Business Media, LLC 2012
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We will explore the origin of this term in Chapter 18, but for now we can think
of it as a magnetic dipole term with a dipole moment
q

= —1.
L 2m

The relation between p; and I can be motivated from electrodynamics, but is
actually a consequence of the coupling of electromagnetic fields in the Schro-
dinger equation. We will see this in detail in Chapter 18.
The quantization (¢, mg|l,|¢, ms) = him, for angular momentum components in
a fixed direction yields a Zeeman shift

AFE = —ﬂBmg, —0<my<U{,

2m

of the energy levels of a charged particle in a magnetic field. For orbital mo-
mentum the resulting number 2¢ 4+ 1 of energy levels is odd. However, the
observation of motion of Ag atoms through an inhomogeneous field by Stern
and Gerlach in 1921 revealed a split of energy levels of these atoms into two
levels in a magnetic field. This complies with a split into 2s + 1 levels only if
the angular momentum like quantum number s is 1/2. This additional angular
momentum type quantum number is denoted as spin. Spin behaves in many
respects similar to angular momentum, but it cannot be an orbital angular mo-
mentum because that would exclude half-integer values for s. Another major
difference to angular momentum concerns the fact that the spectroscopically
observed splitting of energy levels due to spin complies with a magnetic dipole
type interaction only if the corresponding Zeeman type term is increased by a
factor gs,

H=—p, B, py=gi-ts.
2m

This “anomalous ¢ factor” is in very good approximation gs ~ 2. The relation
between s and s is a consequence of relativistic quantum mechanics and will
be explained in Chapter 21.

The important observation for now is that there exist operators which satisfy
the angular momentum Lie algebra (7.19),

[Si, S;] = ihe;jx Sk,

and therefore have representations of the form (7.24-7.29),
S.|s,ms)y = himg|s, mg), (8.2)
Sils,ms) = hy/s(s + 1) —my(m, £ 1)|s,ms £ 1), (8.3)
S?|s,m,) = h*s(s + 1)|s,my).

However, these operators are not related to orbital angular momentum and
therefore can have half-integer values of the quantum number s in their repre-
sentations.
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Our previous calculations of matrix representations of the rotation group in
Section 7.5 imply that spin is related to transformation properties of particle
wave functions under rotations. However, before we can elaborate on this, we
have to take a closer look at the representations with s = 1/2.

In the following mapping between matrices we use an index mapping for the
magnetic quantum numbers m, = +1/2 to indices

a(ms) = (3/2) — ms, (8.4)
ie.ms=1/2 = alms) =1, mg=—1/2 = a(m,) = 2.
Substitution of s = 1/2 in equations (8.2, 8.3) yields
h
(1/2,m'5|53|1/2,m3) = hmsém;,ms = §(Ug)a(m;),a(ms>, (85)

h h
<1/2,m;|51|1/2,m5> = by (5m;,ms+l + 6m§,ms—1) = §(Ul)a(m;),a(ms)a (8'6)
and
, h h
<1/2>mS|S2|1/27m9> = 5 (5mg,m5+1 - 6mg,m571) - 5(02)a(mg),a(ms)> (87)

with the Pauli matrices

Ql—(?é), g2—<? _é), Q3_((1)_(i>- (8.8)

The Pauli matrices provide a basis for hermitian traceless 2 X 2 matrices and
satisfy the relation

Qi 'Qj = (5211 + ieijkgk. (89)

The index mapping ms — a(m;) is employed in the notation of spin states as
|1/2,ms) — |a(ms)) such that a general s = 1/2 state is

~1/2 2
)= Y [1/2,m)(1/2,m[) =) |a)(ale) (8.10)
m=1/2 a=1

Knowledge of a spin 1/2 state |¢) is equivalent to the knowledge of its two com-

ponents (1/2,1/2[¢) = (1jw) = vy, (1/2,—1/2]0) = (2|¢p) = y. In column

notation this corresponds to the 2-spinor ¢

¢=<$), (8.11)

such that application of a spin operator S;

—1/2

(1/2,m ) = (1/2,m|Sile) = D (1/2,my]Si]1/2,m))(1/2,m|¢)

mi=1/2
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corresponds to the matrix multiplication

h

) = Egiw/n (8.12)
For example, a general electron state [¢)) corresponds to a superposition of

spin orientations £1/2 and a superposition of x eigenstates,

—1/2 —1/2
0= [Pe Y lwm@mli) = [Er 3 fem (@)
ms=1/2 ms=1/2

and is given in 2-spinor notation (listing all common index conventions) as

o= (am) = (i) = () = () e

The normalization is
[E2 (@ + o)) = 1.

The probability densities for finding the electron with spin up or down in the
location @ are |1b; ()|> and [, (z)|*, respectively, while the probability density
to find the electron in the location @ in any spin orientation is |y (z)|* +
iy ()|?. Note that these three probability densities can have maxima in three
different locations, which reminds us how questionable the concept of a particle
is in quantum mechanics.

8.2 Transformation of scalar, spinor, and
vector wave functions under rotations

The commutation relations between angular momentum M = x X p and X,
[Mi,Xj] = iﬁeiijk

imply with the rotation generators (L;);, = €;j; and the rotation matrices from
Section 7.4

exp@so.M) xexp ( ;so-M) — exp(—p-L) @ = R(—p) %
and therefore

(@lexp( 3o M) = (-¢) @)
Rotation of a state

6(0) = /@) = exp 0 ) 00



8.2. Transformation of wave functions under rotations 143

therefore implies for the rotated wave function

(@'[W'(t)) = (B(ep) - z¥'(t)) = (=|(1)), (8.14)
where
' =R(p) x

is the rotated coordinate vector.
A transformation behavior like (8.14) tells us that the transformed wave func-
tion at the transformed set of coordinates is the same as the original wave
function at the original set of coordinates. Such a transformation behavior is
denoted as a scalar transformation law, and the corresponding wave functions
are scalar functions.
On the other hand, spinor wave functions have two components which denote
probability amplitudes for spin orientation along a given spatial axis, conven-
tionally chosen as the z axis. The 2’ axis of the rotated frame will generically
have a direction which is different from the z axis, and the probability am-
plitudes for spin along the 2’ direction will be different from the probability
amplitudes along the z direction.
The rotated 2-spinor state

i

6(0) = 100} = exp - (M +8)) [6(0) (8.15)
has components
(@l (0) = (@) = ()0l exp (o (M +5) ) o0
= @alen( o8 ) [000) = e (So-2) | (@ivin)

or in terms of the column 2-spinor (8.13),
' (x' t) = exp (%cpg) “p(x, ). (8.16)

For comparison, we also give the result if we use the representation (8.2,8.3)
with s = 1 for the spin operators S on wave functions. In that case the matrix
correspondence

<5 = 1/2> mls‘s‘s = 1/27 ms> = ho’a(m{s),a(ms)/Z
is replaced in a first step by

(s =1, m|S|s = 1,mys) = h3j(m).j(ms)
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with j(mg) =2 — ms,

1

2

4

ZQ =

1=

S = O

0
L],
0

Sl
[\

o = O
— O =
|
O = O

Ly = (8.17)

O O O 7 N

1
0
1
0
0
-1

o O =

However, this is still not the standard matrix representation for spin s = 1.
The connection with the conventional representation (7.16) of vector rotation
operators is achieved through the similarity transformation

L= M=iA-3A" (8.18)

with the unitary matrix

L (-0 1 (110
A=—| - 0 =i |, A7'=—[ 002
V2 0 v2 V2\ 1

The transformation law for vector wave functions (x,i|A(t)) = A;(x,t) un-
der rotations is then given in terms of the same rotation matrices R(p) =
exp (¢ - L) which effect rotations of the vector x,

' =exp(p-L) -z, Az t)=exp(p-L) Az,t1). (8.19)

We will see in Chapter 18 that photons are described by vector wave functions.

8.3 Addition of angular momentum like
quantities

In classical mechanics, angular momentum is an additive vector quantity which
is conserved in rotationally symmetric systems. Furthermore, the transforma-
tion equation (8.15) for spinor states involved addition of two different oper-
ators which both satisfy the angular momentum Lie algebra (7.19). However,
before immersing ourselves into the technicalities of how angular momentum
type operators are combined in quantum mechanics, it is worthwhile to point
out that interactions in atoms and materials provide another direct physical
motivation for addition of angular momentum like quantities.

We have seen in Section 7.1 that relative motion of two interacting particles
with an interaction potential V(1 — x2) can be described in terms of effective
single particle motion of a (quasi-)particle with location r(t) = a1 (t) — z2(t),
mass m = myms/(my + mz), momentum p = (mep; — mip2)/(my + ms) and
angular momentum [ = r X p.
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Furthermore, if my > m;, but the charge ¢, is not much larger than ¢; and
the spin |sy| is not much larger than |sy|, then we can assign a charge® ¢ = ¢
and a spin s = 87 to the quasi-particle with mass m ~ m;.

A particle of charge —e and mass m with angular momentum operators I and
spin s experiences a contribution to its energy levels from an interaction term

2

Hy.s = #l-s (8.20)
in its Hamiltonian, if it is moving in the electric field E = 7e/(4megr?) of a
much heavier particle of charge e. One can think of H;., as a magnetic dipole-
dipole interaction (po/47r3)p; - pus, but finally it arises as a consequence of
a relativistic generalization of the Schrodinger equation. We will see this in
Chapter 21. However, for the moment we simply accept the existence of terms
like (8.20) as an experimental fact. These terms contribute to the fine structure
of spectral lines. The term (8.20) is known as a spin-orbit coupling term or ls
coupling term, and pertains in this particular form to the energy levels of
the quasi-particle which describes relative motion in a two-particle system.
However, if there are many charged particles like in a many electron atom,
then there will also be interaction terms between angular momenta and spins
of different particles in the system, i.e. we will have terms of the form

Hj - j, = f(ri2)gi- go, (8.21)

where 7; are angular momentum like operators. We will superficially denote
all these operators (including spin) simply as angular momentum operators in
the following.

Diagonalization of Hamiltonians like (8.20) or (8.21) requires us to combine two
operators to a new operator according to 3 =1+ s or 3 = j; + J1, respectively.
From the perspective of spectroscopy, terms like (8.20) or (8.21) are the very
reason why we have to know how to combine two angular momentum type
operators in quantum mechanics. Diagonalization of (8.20) and (8.21) is im-
portant for understanding the spectra of atoms and molecules, and spin-orbit
coupling also affects energy levels in materials. Furthermore, Hamiltonians of
the form —2Js; - 8o provide an effective description of interactions in magnetic
materials, see Chapter 17, and they are important for spin entanglement, deco-
herence, and spintronics. The advantage of introducing the combined angular
momentum operator 7 = [+ s is that it also satisfies angular momentum com-
mutation rules (7.19) [ja, js] = ih€apcje and therefore should have eigenstates

|j> mj>7
32l my) = WG+ Dljymy), gl my) = hmglj,my). (8.22)

However, j commutes with 1% and 8%, [jo,l%] = [ja,s?] = 0, and therefore
we can try to construct the states in (8.22) such that they also satisfy the

3We will return to the question of assignment of charge and spin to the quasi-particle
for relative motion in Chapter 18.
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properties

%4, m;, 0, s) = R20(0+1)|7, m;, L, s),
s?|j, m;, 0, s) = h?s(s +1)|7, my, 0, s).

The advantage of these states is that they are eigenstates of the coupling
operator (8.20),

j2—l2—32

l's|jamj7€78>: 9 |j7mj7£78>
i(j+1)—0(0+1)— 1
D D sl )
2

and therefore the energy shifts from spin-orbit coupling in these states are

B u0€2h2

AFE =
167Tm?

(r G+ =L +1) —s(s+1)]. (8.23)

The states that we know for the operators I and s are the eigenstates |¢, my)
for 12 and [, and |s,m;) for s* and s, respectively. We can combine these
states into states

|£7 m€> ® |S>ms> = |£7 my; 3>ms> (824)

which will be denoted as a tensor product basis of anglar momentum states.
The understanding in the tensor product notation is that I only acts on the
first factor and s only on the second factor. Strictly speaking the combined
angular momentum operator should be written as

j=l®1+1®s,
which automatically ensures the correct rule
j(\f,m@ ® |37m5>) = lw’ m€> ® |S>m8> + |£> m€> ® 3|87m8>7

but we will continue with the standard physics notation 37 =1+ s.

The main problem for combination of angular momenta is how to construct the
eigenstates |j,m;, ¢, s) for total angular momentum from the tensor products
(8.24) of eigenstates of the initial angular momenta,

l7,my, 0, s) = Z [0, m; s, ms) (0, mg; s, M]3, ey, L, 8). (8.25)

Mye,Ms

We will denote the states |j,m;, ¢, s) as the combined angular momentum
states.

There is no summation over indices ¢/ # £ or s’ # s on the right hand side be-
cause all states involved are eigenstates of 12 and s? with the same eigenvalues
R20(+ 1) or h?s(s + 1), respectively.

The components (¢, mg; s, ms|j, m;, £, s) of the transformation matrix from the
initial angular momenta states to the combined angular momentum states are
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known as Clebsch-Gordan coefficients or vector addition coefficients. The no-
tation (€, mg; s, ms|j,m;, £, s) is logically satisfactory by explicitly showing that
the Clebsch-Gordan coefficients can also be thought of as the representation
of the combined angular momentum states |j,m;, ¢, s) in the basis of tensor
product states |¢, my; s, ms). However, the notation is also redundant in terms
of the quantum numbers ¢ and s, and a little clumsy. It is therefore convenient
to abbreviate the notation slightly by setting

<£7 my; Sams|j7 m]-,f, S> = <€7 my; 57m8|j7 mj>'

The new angular momentum eigenstates must also be normalizable and orthog-
onal for different eigenvalues, i.e. the transformation matrix must be unitary,

Z (4, myl €, mes s, mus) (€, s s, ms| 57, mG) = 65,56, (8.26)
mye,ms
> (0 s, ml g my) (Gmg e mi s, mL) = Gy g - (8.27)
Jimy

The hermiticity properties
Go=(+s)", je=(5+ss)"
imply with the definition (4.25) of adjoint operators the relations
m; (€, me; s, mg|j,m;) = (Mg + my) (€, my; s, ms|5,m;) (8.28)

and

\/J(j + 1) —my(my £ D){C,my; s, m|j,m; + 1)
= U+ 1) — mg(my F 1) (€, mg F 1;5,m5]5, m;)
+\/5(5 + 1) — ms(ms F 1), myg; s,ms F 1|7, m;). (8.29)

Equation (8.28) yields
<€a my; s, m5|ja mj) = 5me+m57mj <£7 mye; s, m8|j7 my + m8>~

The highest occuring value of m; which is also the highest occuring value for
j is therefore £+ s, and there is only one such state. This determines the state
|[¢+ s, + s,¢,s) up to a phase factor to

[0+ s, 0+s,0,8)=|l,0;s,58), (8.30)
i.e. we choose the phase factor as
(0,08, 8|0+ 5,0+ s) =1.

Repeated application of j_ = I_ + s_ on the state (8.30) then yields all the
remaining states of the form |¢ + s,m;, ¢, s) or equivalently the remaining
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Clebsch-Gordan coefficients of the form (¢, my; s, ms|€+ s, m; = my+my) with
—{ — 5 <mj; < {+ s. For example, the next two lower states with j = ¢+ s
are given by

J-ll+ s+ s,b,s) =2l + )|l +s,L+5—1,L5)
= V20|00 = 1;s,8) + V2|, ;5,5 — 1),

G20+ 5,0+ 5,0,8) =2Vl + 57/2(0 +5) — 1|l + 5,0 +5—2,(,5)
=2\/0(20 = 1)|0,0—2; 5, 8) + 4V ls|0,0 — 1; 5, 5—1)
+2+/8(2s = 1|4, 4; 8,5 — 2). (8.31)

However, we have two states in the |¢,my; s, ms) basis with total magnetic
quantum number {+s—1, but so far discovered only one state in the |j, m;, £, s)
basis with this magnetic quantum number. We can therefore construct a second
state with m; = ¢+ s —1, which is orthogonal to the state [(+s,0+s—1,(, s),

/ [ L
[0+s—1,0+s—1,0,5) = H%M,é—l;s,,ﬂ— H—SM,E;s,s—l). (8.32)

Application of 52 would show that this state has j = ¢+s—1, which was already
anticipated in the notation. Repeated application of the lowering operator j_
on this state would then yield all remaining states of the form [(+s—1,m;, £, s)
withl—(—s<m;<l+s—1, eg

20 -1
\/€+S—1|€+8—1,€+8—2,€,8>Iw/sf_._s [0, —2;s,s)

2s — 1 s—1
T s, s —2) S0l — 155 — 1, 8). :
££+s|£’£’8’8 >+m\€,€ ;s —1,8) (8.33)

We have three states with m; = ¢+ s — 2 in the direct product basis, viz.
[6,0 —2;s,8), |¢,0;s,s —2) and |[¢,£ — 1;5 — 1,s), but so far we have only
constructed two states in the combined angular momentum basis with m; =
(4 s—2 viz. [0+ s,0+s—24Ls)and [{+s—1,0+s—21/(5s). We can
therefore construct a third state in the combined angular momentum basis
which is orthogonal to the other two states,

[04+s—2,0+s—20s)x|l,0—1;5—1,5)
|0+ s,l+s—2,0,8){l+s,l+s—2L s/l {—1;5s—1,s)
—l+s—1,0+s—2L,s)l+s—1,0+s—20,s|l,0—1;5—1,5).

Substitution of the states and Clebsch-Gordan coefficients from (8.31) and
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(8.33) and normalization yields

- - B (20 — 1)(2s — 1) L
[0+s—2,0+s 2’€’S>\/(2€+25—1)(€+s—1)|£’£ 1;s—1,s)
— 52— 1) [€,0—2;s,s)
V(20+2s —1)(0+s—1)
+ (- ) [0,0;s,s —2).
V(@20+2s—1)(0+s—1)
(8.34)

Application of j_ then yields the remaining states of the form |[(+s—2,m;, ¢, s).
This process of repeated applications of j_ and forming new states with lower
J through orthogonalization to the higher j states terminates when j reaches
a minimal value j = [¢ — s|, when all (2¢+ 1)(2s + 1) states |¢, my; s, ms) have
been converted into the same number of states of the form |j,m;, ¢, s).

This is a lengthy procedure when the number of states (204 1)(2s+ 1) is large,
and the reader will certainly appreciate that Wigner [40] and Racah? have
derived expressions for general Clebsch-Gordan coefficients. Racah derived in
particular the following expression (see also [8,32])

(€, mg; 8,m|5,m5) = Smgmy,mg
xi(—)v Vj+D (s -G+ +s—0)!
VE+Hl+s+ D) v (—me— ) (s +m, —v)!

Tl G )G —ma )L G ) — )
G=—s+me+)-G—LC—ms+v)-(lL+5—j—1)! ’

v=r1

(8.35)

The boundaries of the summation are determined by the requirements
max[0,s —my — j, 0+ mg — j] < v <min[l + s — 5, £ — my, s + my].

Even if we decide to follow the standard convention of using real Clebsch-
Gordan coefficients, there are still sign ambiguities for every particular value
of jin [0 —s| <j < {+ s. This arises from the ambiguity of constructing the
next orthogonal state when going from completed sets of states |j',mj, ¢, s),
j < j' < 0+ s to the next lower level j, because a sign ambiguity arises in
the construction of the next orthogonal state |j, 7, ¢, s). For example, Racah’s
formula (8.35) would give us the state |( + s — 2,0+ s — 2,{,s) constructed
before in equation (8.34), but with an overall minus sign.

Tables of Clebsch-Gordan coefficients had been compiled in the olden days,
but nowadays these coefficients are implemented in commercial mathematical
software programs for numerical and symbolic calculation, and there are also
free online applets for the calculation of Clebsch-Gordan coefficients.

4G. Racah, Phys. Rev. 62, 438 (1942).
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8.4 Problems

8.1 Calculate the spinor rotation matrix
i
U(p) = exp (yp -z) :

Hint: Use the expansion of the exponential function and consider odd and even
powers of the exponent separately.
Verify the property

Ulp) = —Ulp + 21¢).

8.2 We perform a rotation of the reference frame by an angle ¢ around the
z-axis. How does this change the coordinates of the vector &? Suppose we have
a spinor which has only a spin up component in the old reference frame. How
large are the spin up and spin down components of the spinor with respect to
the rotated z axis?

8.3 The Cartesian coordinates {z,y, z} transform under rotations according
to

z—a' =exp(p-L) - x.

Construct coordinates {X,Y, Z} which transform with the matrices (8.17) un-
der rotations,

X =+ X' =explip-X) - X.

8.4 Construct the matrices (s, m/|S|s, m;) = hX (1) j(m,) for s = 3/2. Choose
the index mapping ms — j(ms) such that

DN =
OO O W
OO = O

|
O = O O
w o O O

Suppose we have an excited Lithium atom in a spin s = 3/2 state ¥, (x4, o,
x3), 1 < j < 4. How does this wave function transform under a rotation
around the z axis by an angle ¢ = 7/27?

8.5 Construct all the states |j,m;,¢{ = 1,5 = 1/2) as linear combinations of
the tensor product states |¢ = 1,my; s = 1/2,m,), using either the recursive
construction from the state [j =3/2,m; =3/2,{=1,s=1/2) =[{ =1,m, =
1;s = 1/2,ms = 1/2) or Racah’s formula (8.35). Compare with the results
from a symbolic computation program or an online applet for the calculation
of Clebsch-Gordan coefficients.



Chapter 9

Stationary Perturbations
in Quantum Mechanics

We denote a quantum system with a time-independent Hamiltonian H as
solvable (or sometimes also as ezxactly solvable) if we can calculate the energy
eigenvalues and eigenstates of Hy analytically. The harmonic oscillator and the
hydrogen atom provide two examples of solvable quantum systems. Exactly
solvable systems provide very useful models for quantum behavior in physical
systems. The harmonic oscillator describes systems near a stable equilibrium,
while the Hamiltonian with a Coulomb potential is an important model sys-
tem for atomic physics and for every quantum system which is dominated by
Coulomb interactions. However, in many cases the Schrodinger equation will
not be solvable, and we have to go beyond solvable model systems to calcu-
late quantitative properties. In these cases we have to resort to the calculation
of approximate solutions. The methods developed in the present chapter are
applicable to perturbations of discrete energy levels by time-independent per-
turbations V' of the Hamiltonian, Hy — H = Hy + V.

9.1 Time-independent perturbation theory
without degeneracies

We consider a perturbation of a solvable time-independent Hamiltonian Hy
by a time-independent term V', and for book keeping purposes we extract a
coupling constant A from the perturbation,

After the relevant expressions for shifts of states and energy levels have been
calculated to the desired order in A, we usually subsume A again in V, such
that e.g. A($O[V[p®) — (6O[V[y©).

We know the unperturbed energy levels and eigenstates of the solvable Hamil-
tonian Hy,

Holvy”) = E{” ")

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 151
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_9,
© Springer Science+Business Media, LLC 2012
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In the present section we assume that the energy levels E](m are not degenerate,
and we want to calculate in particular approximations for the energy level E;
which arises from the unperturbed energy level Efo) due to the presence of the
perturbation V. We will see below that consistency of the formalism requires
that the differences \Efo) - EJ(-O) | for j # i must have a positive minimal value,

i.e. the unperturbed energy level EZ-(0> for which we want to calculate corrections
has to be discrete!.
Orthogonality of eigenstates for different energy eigenvalues implies

@1y = 8.

In the most common form of time-independent perturbation theory we try to
find an approximate solution to the equation

Hli) = Eili)
in terms of power series expansions in the coupling constant A,
n n 0 n>1 n n
) = DX, @O0 =0, B = Yo AnE. (9.1)
n>0 n>0

Depending on the properties of V', these series may converge for small values
of |A], or they may only hold as asymptotic expansions for |A\| — 0. The book
by Kato [19] provides results and resources on convergence and applicability
properties of the perturbation series. Here we will focus on the commonly used
first and second order expressions for wave functions and energy levels.

We can require

R (9.2)

because the recursion equation (9.3) below, which is derived without the as-
sumption (9.2), does not determine these particular coefficients. One way to
understand this is to observe that we can decompose |w§"21)> into terms par-
allel and orthogonal to \1/)7;(0)%

=) = ) @2V + [9=D) — ) =),

Inclusion of the parallel part |¢i(0)>(1/)i(0)|w§n21)> in the zeroth order term, fol-
lowed by a rescaling by

(14 O) T =1 O + o

to restore a coefficient 1 in the zeroth order term, affects only terms of order
A"F1 or higher in the perturbation series. This implies that if we have solved
the Schrodinger equation to order A"~! with the constraint

@Oy = 6,0, 0<m<n—1,

IThis condition is not affected by a possible degeneracy of E® as will be shown in

AN
Section 9.2.
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then ensuring that constraint also to order A" preserves the constraint for the
lower order terms. Therefore we can fulfill the constraint (9.2) to any desired
order in which we wish to calculate the perturbation series.

Substitution of the perturbative expansions into the Schrodinger equation
Hltp;) = Eilt;) yields

DN HoM) + Y NTVRT) = 3 e

n>0 n>0 m,n>0

_ Z i /\nEf7rL)|wl(n7nz)>

n>0 m=0

This equation is automatically fulfilled at zeroth order. Isolation of terms of
order \"*! for n > 0 yields

n+1

H0|1/)i(n+1)> + V|w2(n)> _ Z EZ_(m)|wl{n7m+1)>7

m=0
and projection of this equation onto |@Z)j(.0)> yields
n
m=0
(9.3)
We can first calculate the first order corrections for energy levels and wave

functions from this equation, and then solve it recursively to any desired order.

First order corrections to the energy levels
and eigenstates

The first order corrections are found from equation (9.3) for n = 0. Substitution
of j = ¢ implies for the first order shifts of the energy levels the result

B = Vi), (54)

and j # ¢ yields with Ei(o) =+ E](-O) the first order shifts of the energy eigenstates

WDy = (9.5)

Recursive solution of equation (9.3) for n > 1

We first observe that j =i in equation (9.3) implies with the condition (9.2)

B = O Wvigl”) = 37 B @O ) = @O vip™),  (9.6)
m=1
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and 7 # j yields

(B = B?) @010 = @ V™) = 3 B @),
m=1

(9.7)

The right hand sides of both equations depend only on lower order shifts of
energy levels and eigenstates. Therefore these equations can be used for the
recursive solution of equation (9.3) to arbitrary order.

Second order corrections to the energy levels
and eigenstates

Substitution of n = 1 into equation (9.6) yields with (9.5) and

the second order shift

o~ WOV @OV g 1@ V)
B = () ) - ©) o (9.8)
# E7W - E; # B — Ly

States in the continuous part of the spectrum of Hy will also contribute to the
shifts in energy levels and eigenstates. It is only required that the energy level
Ei(o), for which we want to calculate the corrections, is discrete.

Note that equation (9.8) implies that the second order correction to the ground
state energy is always negative.

For the eigenstates, equation (9.7) yields with the first order results (9.4, 9.5)
the equation (recall 7 # j in (9.7))

O @ _ GOV V)
<¢j W’q > - < (Ego) B E(o))(E(O) _ E}io))
2 J 2
@OV @ |V [

- . (9.9)
(Ei(()) N EJ(()))Z

Now we can explain why it is important that our original unperturbed energy
level EZ-(O) is discrete. To ensure that the n-th order corrections to the energy
levels and eigenstates in equations (9.1) are really of order A™ (or smaller than
all previous terms), the matrix elements |<¢;0)|V|z/),(co)>| of the perturbation
operator should be at most of the same order of magnitude as the energy
differences |EZ-(0) - E](O)| between the unperturbed level Ei(o) and the other
unperturbed energy levels in the system. This implies in particular that the
minimal absolute energy difference between Ei(o) and the other unperturbed
energy levels must not vanish, i.e. EZ-(O) must be a discrete energy level.
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Equations (9.4) and (9.8) (and their counterparts (9.16) and (9.24) in
degenerate perturbation theory below) used to be the most frequently em-
ployed equations of time-independent perturbation theory, because historically
many experiments were concerned with spectroscopic determinations of energy
levels. However, measurements e.g. of local electron densities or observations
of wave functions (e.g. in scanning tunneling microscopes or through X-ray
scattering using synchrotrons) are very common nowadays, and therefore the
corrections to the states are also directly relevant for the interpretation of
experimental data.

Summary of non-degenerate perturbation theory
in second order

If we include A with V, the states and energy levels in second order are
) = 10 + 13" + 147)
— [0y + i ) ((Z))WW((Z))
+§é hw%<w%vwkx£%vmﬁ>
Thti (B — EV)(EY — E)

@OV @V )

) (9.10)
vy o O 2
THi (EZ - E; )
and
(0) (0)y 2
— 2O 011, (" [V I57)
Ei=E7+ @ IVIY: ) + iﬂw~ (9.11)
z J

The second order states |¢;) are not normalized any more,
(ilwy) = bij + O(N*)dy;.

Normalization is preserved in first order due to
W) + M) =0

but in second order we have

(0)),,(2) (},(D) @),0y _ |<¢§U)IV|¢;§O)>I25“
WO + ) + ) Z;(@mEﬁyzy

However, we can add to the leading therm \¢£0)> in |1;) a term of the form
|1/J§U)>O()\2) and still preserve the master equation (9.3) to second order. We
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can therefore rescale (9.10) by a factor [1+ O(A\?)]7'/2 to a normalized second
order state

1 (V) IV 1)
|¢i>=|1/150)>—§|%(0)>$ (E(o) E(o) I W’(O) E(o) E(o)

oY WPV IV 1)
i (B - B (B - )

o OV @ V)
—2 ) EO—EO)Y
7 J

(9.12)

Now the second order shift is not orthogonal to |1/)i(0)> any more, but we still
have a solution of equation (9.3) to second order.

9.2 Time-independent perturbation theory
with degenerate energy levels

Now we admit degeneracy of energy levels of our unperturbed Hamiltonian
Hy. Time-independent perturbation theory 1n the ?rewous section repeatedly
involved division by energy differences [E Z- j Jizj. This will not be pos-
sible any more for pairs of degenerate energy levels, and we have to carefully
reconsider each step in the previous derivation if degeneracies are involved.
The full Hamiltonian and the 0-th order results are now

H= HO + )\V H0|¢((])> (O)|'l/}(0>>

where Greek indices denote sets of degeneracy indices. For example, if Hy would
correspond to a hydrogen atom, the quantum number j would correspond to
the principal quantum number n of a bound state or the wave number £ of a
spherical Coulomb wave, and the degeneracy index a would correspond to the
set of angular momentum quantum number, magnetic quantum number, and
spin projection, o = {¢, m,, m,}. For the same reasons as in equation (9.9), the
energy level for which we wish to calculate an approximation must be discrete,
i.e. in the hydrogen atom we could study perturbations of the bound states
and energy levels with the techniques of this chapter, but not perturbations of
Coulomb waves.

We denote the degeneracy subspace to the energy level E;O) as & and the
projector on &; is

O 2 37 [0y ().
P =2

As in the previous section, we wish to calculate approximations for the energy
level E;, and corresponding eigenstates |}, H|%ia) = Fia|tia), which arise
from the energy level Ei(o) and the eigenstates |1/)£2)) due to the perturbation
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V. The energy level Ei(o) may split into several energy levels F;, because the
perturbation might lift the degeneracy of EZ-(O). We will actually assume that
the perturbation V lifts the degeneracy of the energy level Ei(o) already at first
order, EY # B if a # 8.

The Rayleigh-Ritz-Schrodinger ansatz is

ia) = 3 AU, (i [0n=Y) =0, B =Y AEL. (9.13)
n>0 n>0
Substitution into the full time-independent Schrédinger equation yields

STNH Y + STV ply = ST g )

n>0 n>0 m,n>0

=S NED)

n>0 m=0
This is yields in (n + 1)-st order for n > 0

n+1

H |w n+1)> +V|'ll)l(a ZE(m) (n m+1)> (914)

(n>1) >

We determine the corrections \w to the wave functions through their

(0) ‘w(n>1)>

projections < onto the basis of unperturbed states. Projection of

equation (9. 14) ylelds

B @Q D) + @G Vel = ZE“’W”’W )y

m=0

+ E6,6,. (9.15)

First order corrections to the energy levels

The first order equations (n = 0 in equation (9.15)) yield for j =4 and 8 = «
the equation

= WD VIw), (9.16)

while j = i, @ #  imposes a consistency condition on the choice of basis of
unperturbed states,

WV |1/J(°)> =0, (9.17)

This condition means that we have to diagonalize V first within each degener-
acy subspace &; in the sense

VIe) = EQ D) S WD WV I, (9.18)

J’LB
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before we can use the perturbation ansatz (9.13), and according to (9.16) the
first order energy corrections Efclx) are the corresponding eigenvalues in the i-th
degeneracy subspace. If the first order energy corrections Efi) are all we care
about, this means that we can calculate them from the eigenvalue conditions

det [(QIVIVS) - ELd0s) =0, (9.19)

using any initial choice of unperturbed orthogonal energy eigenstates. But that
would achieve only a very limited objective.

As also indicated in equation (9.18), diagonalization within the subspaces
means only diagonalization of the operators PZ-(O)VPZ-(O), which does not amount
to total diagonalization of V,

STPOVPO £ v =3 POVPY
1]

i

We still will have non-vanishing transition matrix elements (¢ (0)|V|7/)(0)>
between different degeneracy subspaces i # j.

First order corrections to the energy eigenstates

Setting ¢ # j in equation (9.15) yields a part of the first order corrections to
the wave functions,

W V1)

EO _ g~
1 J

WOy = (9.20)

However, this yields only the projections < (0) |’L/J(1)> of the first order corrections
|@ZJ§;)> onto the unperturbed states for j # i. We need to use j =4 in the second
order equations to calculate the missing terms <¢§2)W§;)>, (8 # «), for the first
order corrections.

Equation (9.15) yields for n =1, j =4 and § # « the equation

0 1 1 0 1
WV, = B @)

and after substitution of equations (9.16, 9.17, 9.20)

(5 =) )], =X, St W i)

w<°)|V|w<°>><¢(°’\V\w<°>
I z Z J"/ E(O)

)



9.2. Time-independent perturbation theory with degeneracies 159

i.e. we find the missing pieces of the first order corrections to the states

1
Wi )|, =
WV DY — V)
: |V|w§?2>< POV D)
I,Z i =0 (9.21)

if V' has removed the degeneracy between [1;,) and [¢);5) in first order,
EY) # E).

Recursive solution of equation (9.15) for n > 1

We first rewrite equation (9.15) by inserting

1= Z: |¢(0 0)

in the matrix element of V', and using equations (9.16, 9.17):

BN+ BN + L S ellel)

_ E(0)< Jﬂ |¢ (n+1) > + E(1)< (0)|d}(n) + @ n > 2 Z E(m) (0) (n— m+1)>

1

+E 61005, (9.22)
Substitution of j =i and g = « yields
B =Y SV D) (923)

where equations (9.137 9.17) have been used. The second order correction is in
particular with equation (9.20):

¢(O)|V|¢m I?
B = I Z 50 (9.24)

We find again that the second order correction to the ground state energy is
always negative.
For the higher order shifts of the states we find for j # ¢ in equation (9.22)

(Ei(O) (0))< (O)WJ n+1)> () J(%)|V|¢i ZE(W) (0) (n m+1)>
= (g [VIp&) - <w§2)|V|w<”>>< 1wl

~0(n>2) Zz; Z WGPV

m=1

x (i) (D i ’"’>
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which gives us the contributions <1/)(0)|1/J(”+1)>’ i to the (n + 1)-st order wave

function corrections.
Substitution of ¢ = j, o # [ yields finally

1 1 0 n>1 0 0 0 n
(e - 9) wiwie)] L =L SV )
_om>2) ZE(m) (0 (1))

2; Z WOV WO
O(n > 2) ZZ: Z POV

X <¢k’y|1/)7,o¢ >< (O)W(n m)>

This gives us the missing pieces <w |¢(")> of the n-th order wave function

correction for Ef;) # El(;)
Summary of first order perturbations of the level Ei(o)
if the perturbation lifts the degeneracy of the level
in first order
We must diagonalize the perturbation operator V' within the degeneracy sub-
space & in the sense of (9.18), i.e. we must choose the unperturbed eigenstates
|¢§2)> such that the equation
0 0 1
(Wi VIYiR) = Eibas
also holds for o # f.
The first order shifts of the energy eigenstates are
0 0
Wi V191

©)
(W3ao >j¢i E@_E@’
i J

1
WOV Dy — v

CHERI

Y 3 VI Vi)
i E}”LE]@ '

The last equation requires that the first order shifts have completely removed
the degeneracies in the i-th energy level, Efé) #* Ef;) for B # a.
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9.3 Problems

9.1 A one-dimensional harmonic oscillator is perturbed by a term V =
A[(a™)? + a*%. Calculate the first and second order corrections to the ground
state energy and wave function.

9.2 An atom on a surface is prevented from moving along the surface through
a two-dimensional potential

1
Vi(z,y) = Qmw2(x2 +y2) 4+ Az* + By, A>0, B>0.

Find an approximation Hy for the Hamiltonian of the atom where you can
write down exact energy levels and eigenstates for the atom.

Use the remaining terms in H — Hy to calculate first order corrections to the
energy levels and eigenstates of the atom.

9.3 Which results do you get for the perturbed system from 9.2 in second order
perturbation theory?

9.4 Suppose that the perturbation V has removed all degeneracies in all

energy levels of an unperturbed system. Show that all the first order states
(0) 1 :

[ ) + |th;,) are orthonormal in first order.

9.5 A hydrogen atom is perturbed by a static electric field E = Ee, in z direc-
tion. This field induces an extra potential V' = —e® = e£z in the Hamiltonian
for relative motion.

9.5a Calculate the shift of the ground state energy up to second order in £.
9.5b Calculate the shift of the ground state wave function up to second order
in £.

9.5¢ Which constraints on £ do you find from the requirement of applicability
of perturbation theory?

9.6 Perform the tasks from problem 18.4 for the 2s state |2,0,0) of hydrogen.

9.7 A two-level system has two energy eigenstates |Ey) with energies

AE
HlEs) = (Bt 57 ) 1E2), AE A0

We can use 2-spinor notation such that a general state in the two-level system is
16) = S |Ea) (Bal) — o = (Z) by = (B9, s = (B_|).
+
The Hamiltonian in 2-spinor notation is
Hy = Eol + AQ—Egg.
We now perturb the Hamiltonian Hy — H = Hy + V through a term
Vi Va

V=—0 +—=0,.

2 2
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9.7a Calculate the first order corrections to the energy levels and eigenstates
due to the perturbation V.

9.7b Calculate the second order corrections to the energy levels and eigen-
states due to the perturbation V.

9.7c The Hamiltonian H is a hermitian 2 x 2 matrix which can be diagonalized
exactly.

Calculate the exact energy levels and eigenstates of H. Compare with the
perturbative results from 9.7a and 9.7b.



Chapter 10

Quantum Aspects of Materials I

Quantum mechanics is indispensable for the understanding of materials. Solid
state physics, in return, provides beautiful illustrations for the impact of quan-
tum dynamics on allowed energy levels in a system, for wave-particle duality,
and for applications of perturbation theory.

In the present chapter we will focus on Bloch’s theorem, the duality between
Bloch and Wannier states, the emergence of energy bands in crystals, and
the emergence of effective mass in kp perturbation theory. We will do this
for one-dimensional lattices, since this captures the essential ideas. Students
who would like to follow up on our introductory exposition and understand the
profound impact of quantum mechanics on every physical property of materials
at a deeper level should consult the monographs of Callaway [4], Ibach and
Liith [15], Kittel [20] or Madelung [23], or any of the other excellent texts
on condensed matter physics - and they should include courses on condensed
matter physics in their curriculum!

10.1 Bloch’s theorem

Electrons in solid materials provide a particularly beautiful realization of wave-
particle duality. Bloch’s theorem covers the wave aspects of this duality. From a
practical perspective, Bloch’s theorem implies that we can discuss electrons in
terms of states which sample the whole lattice of ion cores in a solid material.
This has important implications for the energy levels of electrons in materials,
and therefore for all physical properties of materials.

It is useful to recall the theory of discrete Fourier transforms as a preparation
for the proof of Bloch’s theorem. We write the discrete Fourier expansion for
functions f(x) with periodicity a as

flz) = i fnexp(27ri%). (10.1)

n=—oo

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 163
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_10,
© Springer Science+Business Media, LLC 2012
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The orthogonality relation
1 a
—/ dz exp (2ﬂi@> exp(f27riﬂ) = Omm (10.2)
a Jo a a
yields the inversion
1 /¢ T
fo=—[ dz f(x) exp(—27n—) ,
a Jo a

and substituting this back into equation (10.1) yields a representation of the
d-function in a finite interval of length a,

L Z exp (27TiTLI — ! > =d(z — '), (10.3)
a

a
n=-—00

or equivalently

oo

D exp(ing) = 275 (€). (10.4)

n=—oo

Equation (10.3) is the completeness relation for the Fourier monomials on an
interval of length a.
The Hamiltonian for electrons in a lattice with periodicity a is

2

p
=2 4v
2m + V),

where the potential operator has the periodicity of the lattice,
V(x) =V(x+a) =exp <%ap> V(x)exp (%ap) .
This implies

exp (%ap) H = Hexp <%ap)7

and therefore eigenspaces of H decay into eigenspaces of the lattice translation
operator

T(a) = exp(%ap).

The eigenvalues of this unitary operator must be pure phase factors!,

exp (%ap) |E,, k) = exp(ika) |E,, k).

IThis is a consequence of Schur’s Lemma in group theory: Abelian symmetry groups
have one-dimensional irreducible representations.
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Let us repeat this result in the x-representation:

(x| exp (%ap) |E,, k) = exp <adi> (x| En, k) = (x + a| By, k)
x
= exp(ika) (z|E,, k).

This means that the energy eigenstate (x|E,, k) = v, (k,z) has exactly the
same periodicity properties under lattice translations as the plane wave (x|k) =
exp(ikx)/v/2m. The ratio ¥, (k, z)/{z|k) must therefore be a periodic function!
This is Bloch’s theorem in solid state physics:

Energy eigenstates in a periodic lattice can always be written as the product
of a periodic function wu,(k, z + a) = u,(k, x) with a plane wave,

U (k,x) = \/gexp(ik‘x)un(k’,x). (10.5)

The quasi-periodicity parameter k£ has momentum like properties, but is not
the momentum (E,,, k|p|E,, k) in the state | E,, k). Therefore it is often denoted
as a quasi-momentum or a pseudomomentum.

Periodicity of the modulation factor u,(k,z) implies the expansions

(k) =Yty (k) exp <2m%’) :

LeZ

1 [ '
umé(k) = 5/0 dx un(k7$) exp <—27T1%>

We denote the eigenfunctions i, (k, z) = (x| E,, k) of the lattice Hamiltonian
as Bloch functions. The corresponding periodic functions u,(k, x) = (x| E,(k))
will be denoted as Bloch factors.

For arbitrary ¢ € Z the eigenvalues of the lattice translations satisfy

expl(ika) = exp [1(1{ + W) a} ,

o
and therefore the quasi-momentum k can be restricted to the region

Tor<t (10.6)
a a
which is denoted as the first Brillouin zone of the (rescaled) dual lattice.
The index n apparently enumerates different energy levels for each value of k
in the first Brillouin zone. The functions F, (k) are known as energy bands,
and we will see below that there are indeed enumerably many energy bands in
a lattice.

2F. Bloch, Z. Phys. 52, 555 (1929). As a mathematical theorem in the theory of differ-
ential equations it is known as Floquet’s theorem due to G. Floquet, Ann. sci. de I'E.N.S.,
2¢ série, 12, 47 (1883).
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Orthogonality of the periodic Bloch factors

The orthogonality relation for the energy eigenstates i, (k,z) = (x|E,, k)
implies an orthogonality property for the periodic Bloch factors w,(k,z) =
(x| En(k)). We have

Snd(k — k') = (B, k| By k)

= %/ dx expli(k — k)] ul (K, 2)u,(k, o)
a . ,

=9 > expli(k — K)al

LEZ

X /Oad:c expli(k — Kz w) (K, 2)u, (k, z). (10.7)

Equation (10.4) implies

> " expli(k — K')ta] =

LEL

%”5(1« s (10.8)

and substitution of this into equation (10.7) yields the orthogonality relations
for the periodic Bloch factors,

/ dr (b, 2)un (b, 2) = a Y uf (k) (k) = G- (10.9)
0 7 '

Note that this in turn also implies a normalization of the Bloch functions in
the lattice cell,

a

a o A
[ et = 5=

The plane wave normalization in (10.7) implies length dimension 0 for the
Bloch functions and length dimension -1/2 for the Bloch factors.
We remark that the completeness of the energy eigenstates yields

/a
sy =3 [ b (el ) bl

m/a
_a e
= o zﬂ:/_md’f explik(z — )] uy (k, 2" )un (k, x), (10.10)

but we cannot read off a separate relation for the Bloch factors from this.

10.2 Wannier states

The Bloch functions v, (k, z) are plane waves with a periodic modulation factor
un(k, ) = uy(k,x 4+ a), and therefore extend over the full lattice in z-space.
However, due to

exp(i[k + (2n¢/a)] a) = exp(ika)



10.2. Wannier states 167

the quasi-periodicity parameter k was restricted to the first Brillouin zone
T
Tok< I (10.11)
a a

i.e. as a function of k, v, (k,z) is only defined in the finite interval (10.11)
(or equivalently has periodicity under shifts of & by multiples of 27/a). This

implies the expansions?

U (k,x) = \/Q:exp(lkx)un k,x) \/72111”,, ) exp(ivka), (10.12)

vEZ

Z Wy, (x) exp[—ik(z — va)]. (10.13)
veL
The states wy,,(z) are apparently Fourier transforms of the Bloch functions
n(k, ) with respect to the quasi-periodicity parameter k. These states are
known as Wannier states.
The inversion of the expansion is

w/a
W p(x) = 1/27T/ / dk ¥ (k, x) exp(—ivka)

Py dk un(k, ) explik(xz — va)l. (10.14)
T J-x/a

However, the periodicity w,(k,x — pa) = u,(k, z) of the Bloch functions then
also yields

Wh (T — pa) = Wy pap (). (10.15)
This implies in particular a localization property of Wannier states,
Wi (T) = Wy o(x — va). (10.16)

Determining all the functions w,,,(x) in one cell of the direct lattice is equiva-
lent to finding the function w, () over the full lattice. Furthermore, w,, ,(x)
depends only on x — va, i.e. it is attached to a lattice cell?.

Wannier states satisfy completeness relations as a consequence of the com-
pleteness relations of the Bloch states. The relations are

Ood. + )Wy, (T & dk’ dk d + nk.’
[ @@ =g [ /m | ek apnio)

o0

X exp[ (uk' — vk)a

w/a
- (Smni / dk exp[l(u - V)ka] = 577m5;w7

27 —7/a

3This is exactly as in (10.1), only with periodicity 27/a.

4Tt is tempting to conclude that the Wannier functions w,, ,, () should be centered around
the lattice site * = va, but this is not what generically happens. The Wannier function
Wy, () is usually large in a unit cell containing the lattice site = va, but localization
around the lattice site requires inclusion of extra phase factors explig(n, k)] in the Bloch
functions, see W. Kohn, Phys. Rev. 115, 809 (1959) and F.B. Pedersen, G.T. Einevoll, P.C.
Hemmer, Phys. Rev. B 44, 5470 (1991).
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and

w/a w/a
anu(x)w:,j(x’) = /ﬁ/adk /ﬁ/adk’% ;exp[—iu(k —k')a)
X an(k, o)t (ko)

7r/a
/ dk:/ dk' 6(k — k’z¢nkx¢+( )
w/a —7/a

= [ / dkzwn k,x)f (k2" )=6(x —2').  (10.17)

The periodicity of the Bloch functions in the dual lattice
2
Uk, ) = (k += x)

implies for the Bloch factors the quasi-periodicity

2T Ny 2w
Uy, <k + — I> = Oxp(—Qma) Un(k, ), Uy (k + > = Upo4+1(k),

and in particular

Un (k) = tnp <k + Q—M) (10.18)

This property of the Fourier coefficients of the Bloch factors in the dual lattice
is dual to the property (10.16) of the Wannier functions in the direct lattice.
Knowing all the Fourier coefficients u, (k) of the Bloch factors in a Brillouin
zone is equivalent to knowing the Fourier coefficients u, (k) throughout the
dual lattice. We can think of the functions u, (k) as dual Wannier functions
in k space. Indeed, these functions are related through Fourier transforms,

Wyo(x) = i‘/ dk uno(k) exp(ikx),

2r J_o

uno(k) = é/_co dx wy () exp(—ikz), (10.19)

see problem 2. Knowing any particular Wannier function w, ,(z) in the whole
lattice, or any particular dual Wannier function u, (k) everywhere in the dual

lattice completely determines the Wannier and Bloch functions, and the Wan-
nier and Bloch states for given band index n.
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We can summarize the periodicity properties of the Bloch functions and the
Bloch factors in the assertions that the Bloch function

0 l8:7) = [ explika)un 5, 7)
ES e ) e )

LeZ

=/ % Z Wy o(x + va) exp(—ivka) (10.20)
veZ
is periodic in dual space and quasi-periodic in direct space, whereas the Bloch
factor

21l lx
n(k,2) = n — 2mi—
un(k, ) Zuﬁo(k—i- o )exp( 7r1a)

LEZ

= Z Wy o(z + va) exp[—ik(z + va)] (10.21)
vEZL
is quasi-periodic in dual space and periodic in direct space.

10.3 Time-dependent Wannier states

The usual stationary Wannier states (10.14) do not satisfy the time-independent
Schrodinger equation in the crystal because they are linear combinations of
stationary solutions for different eigenvalues E,, (k). However, the solutions

U (k,z,t) = U, (k, x) exp(—iE, (k)t/h)

of the time-dependent Schrodinger equation satisfy the same periodicity prop-
erties in the dual lattice as v, (k, z) because the energy bands E, (k) are peri-
odic in the dual lattice. Therefore we can write down expansions

Uk, t) = \/% > wny () exp(ivka), (10.22)

veZ

w/a
Wy (2, 1) = 4 /%/ / dk v (k, x,t) exp(—ivka)
a w/a

dk un(k, z) explik(z — va)) exp(—%En(k:)t) . (10.23)

Ton

The time-dependent Wannier states (10.23) also satisfy completeness relations,

—7/a

m,

/ dzwy, (z, )Wy, (2, 1) = Smnlu (10.24)

oo

and

> wn (@ hwt, (2, 1) = 3z — ), (10.25)
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and the periodicity u,(k, x — pa) = u,(k, z) of the Bloch functions also implies
localization of the time-dependent states,

Wy (2,1) = wyo(x — va,t). (10.26)

These states are therefore still associated with individual lattice sites, but
contrary to the states (10.14), the states (10.23) are solutions of a Schrodinger
equation in the lattice,

0 n* 0?
1hawn,,,(x,t) = (—%@ + V(x)) W (2, 1).

We can think of this as a manifestation of wave-particle duality for electrons
in a crystal. We can describe electrons as waves penetrating the whole crystal,
or as particles associated with particular lattice sites®.

10.4 The Kronig-Penney model

The Kronig-Penney model® discusses motion of non-relativistic particles in a
periodic piecewise constant potential. It provides a beautiful explanation for
the emergence of energy bands in materials by demonstrating that only certain
energy ranges in a periodic potential can yield electron states which comply
with Bloch’s theorem. We discuss the simplified version where the periodic
potential is a series of d-peaks at distance a,

V(x) = VObZ d(x — va). (10.27)

veZ

Vb is a constant energy, while b > 0 is a constant length to make the equation
dimensionally correct. In a model with finite width, V4 would be the height of
a barrier and b the width.

Since we have vanishing potential for —a < x < 0, the energy eigenstates

(z|E, k) = \/gexp(ikx)u(k, x)

in this region must satisfy

n* d?

*%ﬁ<$|E,k>:E<I|E,]€>, *CL<CL’<O,

i.e. they must be combinations of plane waves exp(+iKz) with wave vector
K =+2mE/h for E > 0, or combinations of real exponentials exp(£Kz) with
K =+/—2mE/h for E < 0. Solution with positive energy exist both for V5 > 0
and Vj < 0, but negative energy solutions exist only for V < 0.

SHowever, the function |wy, . (z,t)| for higher n can have its maxima far from the lattice
site va.
SR. de L. Kronig & W.G. Penney, Proc. Roy. Soc. London A 130, 449 (1931).



10.4. The Kronig-Penney model 171

We discuss the positive energy solutions first. Once we know the energy eigen-
states in one interval of length a, we know them everywhere, because we know
from Bloch’s theorem that whenever we proceed by a length a the wave func-
tion only changes by a factor exp(ika). For the intervals —a < z < 0 and
0 < z < a this implies in particular (with E > 0)

AexpliKz] + Bexp[—iKz], —a <z <0,
(x| B, k) ={ Aexpli(Kz — Ka+ ka)] + Bexpli(Ka — Kz + ka)],
0<z<a,
and for (v — 1)a < z < va:

(z|E k) = Aexp[i(Kx — vKa + vka)] + Bexpli(vKa — Kz + vka)].

The junction conditions following from the full Schrodinger equation

2
dd2<1-|E k) + < |E, k) Vobz(i z — va)(z|E, k)

vEZ

read

lgré((ya +elE k) — (va—€|E k) =

d
— S |E

u
=2— Ek
z—ua—e) a<ya| ' >’

where the new constant u = mVyab/h? was introduced for convenience. The
resulting junction conditions are identical at all lattice points x = va,

d
li —(z|E K
im (dx<x| k)

e—+0

r=ra+te

Aexpli(k—K)al]+Bexpli(k+K)a| = A+ B, (10.28)

iKA(exp[ (k—K)a] 1)—1KB<exp[i(k+K)a]—1) :2%(A+B). (10.29)

The requirement for existence of a non-trivial solution of these equations yields
the condition

expli(k — K)a] — expli(k + K)a] —
iK (expli(k — K)a] — 1) — (QU/G) —iK (expli(k + K)a] — ) (2u/a)
=0,
cos(Ka) + Kia sin(Ka) = cos(ka), (10.30)

which in turn implies a condition for the allowed energy values F = h?K?2/2m,

cos(Ka) + Kiasin(Ka) <1 (10.31)
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The limit £ — 0+ is allowed if and only if |1 + u| < 1, or equivalently if and
only if =2 < u <0.

The function on the left hand side of equation (10.30) is plotted for uw = 5 in
Figure 10.1 and for negative values of u in Figures 10.6 and 10.8 below. For
0 > u > —2 the lowest energy band has both positive and negative energy
values.

Negative energy solutions £ < 0 might exist for V; < 0. The Schrodinger
equation for —a < x < 0 and the Bloch theorem imply

Aexp[Kxz] + Bexp[—Kz], —a<x<0,
(z|E, k) ={ Aexp[Kz — Ka + ika] + Bexp[Ka — Kz + ikal,
0<zx<aq,

with K =+ —2mE/h.

The matching conditions at x = 0 (and for any = = va) are
Aexp|(ik — K)a| + Bexp[(ik + K)a] = A+ B,

K A(exp[(ik — K)a] — 1) — KB(exp|(ik + K)a] — 1) = —Qh—T|V0|b(A + B),

and the condition for existence of non-trivial solutions is with u=mVya
b/h? <0,

exp[(ik — K)a] — 1 exp|(ik + K)a] — 1
K(exp[(ik — K)a] — 1) — (2u/a) —K(exp|(ik + K)a] — 1) — (2u/a)
=0.
This yields
cosh(Ka) + % sinh(Ka) = cos(ka) (10.32)

The limit £ — 0— exists if and only if —2 < wu < 0, i.e. in the same range for
Vo which was found for £ — 0+.

For Vy < 0 one always finds one negative energy band (besides the positive
energy bands), see e.g. Figures 10.5 and 10.7. This negative energy band goes
from a minimum at k& = 0 to positive maxima at k = +7/a if =2 < u <0,
by joining to a positive energy branch at some intermediate values +ky. The
intermediate value ky with E (ko) = 0 satisfies

cos(koa) = 1+ u.

For u < —2 the lowest band is entirely in the negative energy range, but still
with the minimum at & = 0 and the maxima at k = +7/a.

It is useful to plot the functions f(Ka) = cos(Ka) + (u/Ka)sin(Ka), and for
negative v also g(Ka) = cosh(Ka) + (u/Ka)sinh(Ka) to analyze the implica-
tions of the conditions (10.30) and (10.32). We will do this for u = 5.
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5 sin(Ka)
Ka

cos(Ka) +

| EVANVAN
LS e\
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Figure 10.1: The function f(Ka) = cos(Ka) + (u/Ka)sin(Ka) for u = 5.

Increasing Ka in Figure 10.1 corresponds to increasing energy E = h2K?/2m.
Due to the condition (10.30) there are no allowed energies for 0 < Ka <
Kia ~ 2.284 where f(Ka) > 1. At Kja we have the lowest allowed energy
value h? K?/2m with corresponding pseudomomentum ka = 0. Between Kja <
Ka < Ksa = m the energy increases to h?m?/2ma? and the values of |kal
increase to the boundaries |ka| = 7 of the Brillouin zone. The width of this
lowest energy band is
h? h?

L N N
W_Qm(K2 Kl)_Qma2

(7° — 2.284%).

For 7 < Ka < Kza ~ 4.761 there are again no allowed energy values, i.e. there
is an energy gap of width
h 2 2 K’ 2 2

AB, =5~ (K3 — K3) ~ 5 (4.761* — 7*)
between the lowest energy band and the next energy band. Between Kza <
Ka < Kya = 27 the energy increases from h*K?/2m to h*K3/2m, while |ka|
decreases from |ka| = 7 to ka = 0. This behavior occurs over and over again,
with decreasing energy gaps AE, between adajacent bands. The three lowest
energy bands E, (k) for u = 5 are plotted in Figure 10.2.

The energy bands have extrema in the center and at the boundaries of the
Brillouin zone,

4B, (k) K, (k) dE, (k)
dk k0,47 /a m dk

=0.
k=0,£7/a
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Figure 10.2: The three lowest energy bands Ey(k), E1(k) and Es(k) for u = 5.

Therefore we can use parabolic approximations

hZ

— ko)? (10.33)

near those extrema, with effective masses

K, (ko) d*K, (k)
m dk?

==+
k=ko

. (10.34)
k=ko

This is denoted as an effective electron mass if the extremum is a minimum,
because the required energy to accelerate an electron from the band minimum
hko to a nearby pseudomomentum hk is h2(Ak)?/2m,, (ko). On the other hand,
if the extremum is a maximum, the effective mass is denoted as a hole mass,
because in that case h?(Ak)?/2m, (ko) is the required energy to move an elec-
tron from a nearby point k to ko (if that state was vacant), or equivalently
move the vacant state (or hole) from kg to the nearby point k.

Note that the curvature in the minimum ko = 0 of the lowest energy band is
smaller than in the vacuum, where we would have the parabola 2mFEa?/h* =
(ka)? in figure 10.2. This means that the effective electron mass in the lowest
band satisfies m,—q(0) > m. However, band curvature increases for the higher
bands, which means small effective masses for higher n.

10.5 Fkp perturbation theory and effective mass

The combination of the Bloch theorem with second order perturbation theory
provides another beautiful introduction to the concept of effective electron or
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hole mass in materials. This is a little more technical, but also more general
in the sense that it does not rely on a particular potential model.

The starting point for kp perturbation theory is an effective Schrodinger equa-
tion for the Bloch factors u,(k,z) = (z|E,(k)). The identity

P’ En, k) = [E)(p + hk)?| En (K))

implies the following effective Schrodinger equation for the Bloch factors:

(L + Lo+ v 18,00 = (B0 - 55 ) 1B, (1039)

2m 2m

Now suppose that we know the Bloch factors and energy levels at a point kg
in the Brillouin zone, and we take these solutions of

p2 h h2 k.?

(&4 b+ V0 ) 1B} = (Buli) = 50 ) [Ealla) (1030

as 0-th order approximation to the perturbative solution of equation (10.35),
2 h2k2

(;—m + %kop V() + %(k - ko)p> |En(k)) = (En(k’) - > |En(F)),

i.e. the perturbatively sought states and eigenvalues are |E,,(k)) and E, (k) —
2

b k , and the perturbation operator is 2 (k — ko)p.

The energy levels in second order perturbation theory are therefore

E,(k) = E <ko) + h—Z(kZ — ko) + E(k — ko) (En (ko) [p| En (ko))

| m k0)|p|En(kO)>|2
Z ) m(kO) ’

and the effective mass near an extremum kg in the n-th band is then in second
order perturbation theory

1 1 &
:——En
mn(ko)  h2 dk2 (%)

1 E, (ko
SN N A

k=ko m En (ko)

m#n

If there appear degeneracies between different bands at k = kg, we should split
the band indices n — 4, «, and we have to apply the result (9.24) to find

Eio(k) = Ei(ko) g (2 = ) + (ko) (o)
[ty (k) () 2
m2 k k ZZ kg E](ko) ’

J#i
{ “JB ko Iplum(ko)>|
“m mz ZZ ’

k=ko oy Ej(ko)

1 1 d?
= ok
mi’a(k[)) hQ de ’ ( )

These results indicate that the effective mass in the lowest energy band is
always larger than the free electron mass m, in agreement with our observation
from the Kronig-Penney model.
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10.6 Problems

10.1 Show that the momentum per lattice site in the Bloch function v, (k, z),

o [Hbe + 71 0

a rva

- Un(k, ).

is independent of v and is given in terms of a weighted sum over equivalent

sites in the dual lattice,
27l
’LL"’O (k’ + —>
a

Phng =0 h(k + 2%6)

10.2 Show that the Wannier functions w,,(x) = wyo(x — va) in the lattice
and the dual Wannier functions wu,, _¢(k) = u,o(k— (27 /a)f) in the dual lattice
are related according to

W (2) = i /7r deun _o(k) exp [i (k - %”z) (z — ua)],

Furthermore, show that these relations are equivalent to (10.19).

10.3 Show that we can write the (non-normalized) positive energy Bloch func-
tions for the Kronig-Penney model in Section 10.4 in the form

Y (k,x) = (z|E, k) [Z@ (x +a—qa)O(qa — x) expli(g — 1)kd]

X (OXp[iK(I —qa)] — expliK (z — ga)] exp[i(k + K)al]
— exp[~iK (@ — qa)] + exp[~iK (& — qa)] expli(k — K)a] ).
(10.37)

We use the label K = K(n, k) = \/2mE,(k)/h instead of the energy band
index n. The omitted normahzatlon factor N K is given by

N2 = 4a[l — cos(Ka) cos(ka)] + %sin(Ka)[cos(ka) — cos(Ka)]

= 4asin(Ka) [sin(Ka) (1 + K%az) - K_a cos(Ka)|. (10.38)

Determine the Bloch factor ug(k,z) and the dual Wannier states ug (k) for
the Bloch function (10.37).

10.4 Analyze the Bloch functions and Wannier functions for vanishing poten-
tial u = 0.
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Show that the solutions for the energy levels for k in the first Brillouin zone
are given by

2mE, (k) 27

Using (10.37) with the normalization factor included, construct the Bloch func-
tions vy, (k, x) and Bloch factors u,(k, z) for k in the first Brillouin zone.
Show that the Bloch factors in the whole dual lattice are given by

(k) = \/_Z{ (k—%U)@((zz+1)g—k)exp(2m”a_€x)

LET
+o(k--17) @(2—”4 - k) exp <2m” i fx)} .
a a

Show that Wannier functions are given by

Vasin[(2n + )rz/a] — Sin[2n7rx/a]‘

wno(T) = i T

For examples of this, see Figures 10.3 and 10.4.

MWAO WAL
VIV

Figure 10.3: The function wgo(z) for u = 0.



178 Chapter 10. Quantum Aspects of Materials I

3

2‘
iy a wl’o(x)

2\ /\/\AV/\ A/\/\ AN
45\/\/:1\/\/4 Wg/l\/\/a

Figure 10.4: The function w; o(x) for u = 0.

10.5 Show that the time-dependent Bloch functions in the whole dual lattice
are given for u = 0 by

Yulk,z,t) = w; [@ <k - %”e) o((2e+ 12 - k)

— 0 iht A
X exp <27Tin x) exp ll— (k’ + o >
a 2m a
2 l
+o(k-@-n)e <—”e - k> exp (2m” i x>
a a a
. 2
X explﬂ <k‘27rn+€) ]
2m a
Show that the time-dependent Wannier functions (10.23) are given by
(2.8) = — ima ma® int
OB = N S P 2ht VTV 2ma2
—erf| —4/ imx2 2n+ 7w
2ht 2ma2

+erf

me | ikt
2 1 —_—
n+hr 2ma2>
ma? ikt
—erf | —4/i 2 \/
er i + 2nm a2>]
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where Vi = (1 +1)/v/2.
10.6 Figures 10.5 and 10.6 illustrate the conditions (10.32) and (10.30) for

existence of negative or positive energies for u = —3.
5| 27
[
=8
E[%
w
on
|
3 1
=
1]
=]
<
0 . . :
1 2 3
Ka
-1

-

Figure 10.5: The function g(Ka) = cosh(Ka) — (3/Ka) sinh(Ka). Ounly values
of Ka with |g(Ka)| < 1 correspond to allowed energy values £ = —h*K?/2m
in the Kronig-Penney model with u = —3.

Note that for the negative energies increasing K corresponds to decreasing
E. Therefore the energy minimum in the negative energy band arises from
g(Ka) = 1, ka = 0, and the maximum in the negative energy band arises
from g(Ka) = —1, ka = £x in Figure 10.5. Analyze the band structure in this
model similar to the analysis of Figure 10.1. Contrary to the case of positive u,

there are also negative energy values possible for u = —3. How many negative
energy bands are there for u = —37

10.7 Figures 10.7 and 10.8 illustrate the conditions (10.32) and (10.30) for
existence of negative or positive energies for v = —1.5.

Analyze the band structure in this model similar to the analysis of Problem
10.6. Contrary to the case u < —2, we reach the value £ = 0 for Ka = 0 in
figure 10.7 for 0 < |ka| < 7. At this point we go into the positive energies
corresponding to the values 0 < Ka < 1.689 in figure 10.8, i.e. the lowest
energy band contains both negative and positive energies in this case. For
which value of ka is E = 07
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3 sin(Ka)

Ka
L
\

cos(Ka) —

2 -

Figure 10.6: The function f(Ka) = cos(Ka) — (3/Ka)sin(Ka). Only values of
Ka with |f(Ka)|] < 1 correspond to allowed energy values E = h2K?/2m in
the Kronig-Penney model with u = —3.

1.5 sinh(Ka)

cosh(Ka) —

-1

Figure 10.7: The function g(Ka) = cosh(Ka)—(1.5/Ka)sinh(Ka). Only values
of Ka with |g(Ka)| <1 correspond to allowed energy values E = —h2K?/2m
in the Kronig-Penney model with v = —1.5
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Figure 10.8: The function f(Ka) = cos(Ka) — (1.5/Ka)sin(Ka). Only values

of Ka with |f(Ka)| < 1 correspond to allowed energy values £ = h*K?/2m
in the Kronig-Penney model with u = —1.5.






Chapter 11

Scattering Off Potentials

Most two-particle interaction potentials V(x; — @) assume a finite value V,,
if |1 — @2| — oo. If the relative motion of the two-particle system has an
energy E > V,, the particles can have arbitrary large distance. In particular,
we can imagine a situation where the two particles approach each other from
an initially large separation and after reaching some minimal distance move
away from each other. The force between the two particles will influence the
trajectories of the two particles, and this influence will be strongest when the
particles are close together. The deflection of particle trajectories due to inter-
action forces is denoted as scattering. This is denoted as potential scattering
if the interaction forces between the particles can be expressed through a po-
tential. We have seen in Section 7.1 that the motion of two particles with an
interaction potential of the form V(r) = V(x; — x2) can be separated into
center of mass motion and relative motion

E(r) = — 1 Aur) + Virpu(r). (1L.1)

Here I wrote m for the reduced mass of the two-particle system.

Equation (11.1) with E > V,, does not only describe two-particle scattering,
but also scattering of a particle of mass m off a potential with fixed center
r = 0, e.g. because the source of the potential is fixed by forces which do not
affect the scattered particle.

Scattering is an important technique for the determination of physical
properties. Within the framework of potential scattering, observations of
deflections of particle trajectories in a potential can be used to determine the
strength and functional dependence V' (7) of a scattering potential.

Suppose that we wish to determine a scattering potential V(7) through
scattering of non-relativistic particles of momentum Ak off the potential. The
deflected particles will have momenta k' # k, and one observable that we
should certainly be able to measure is the number dn(2)/d¢ of particles per
time which are deflected into a small solid angle d2 = dddy sin? in the direc-
tion & = (sin® cos g, sin¥ sin ¢, cos ). According to the definition of particle

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 183
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_11,
© Springer Science+Business Media, LLC 2012
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current densities j, this number will be given by

dn(2)

dt

where jout(fc’ ) is the number of deflected particles per area and per time which
are moving in the direction k' = @. We are taking the limit r — oo because
we are interested in measuring dn(€2)/dt far from the scattering center (or for
large separation of particles in particle-particle scattering), to make sure that
the scattering potential does not deflect the scattered particles any further.
The number of particles dn(£2)/dt which are scattered into the direction k' = @
is of course proportional to the number ]m(I;') of particles per area and per
time which are incident on the scattering center, and it is also proportional
to the width df2 of the solid angle over which we sum the scattered particles.
Therefore we expect that the observable which may really tell us something
about the scattering potential is gotten by dividing out the trivial dependence
on j;, and df, i.e. we define

do 1 dn(Q) o jou(k)

— = = lim r*———. (11.2)
dQ .]m(k:) det T—00 .]m(k)

= Lim jou(k')r2dQ,
T—>00

The quantity do(Q) = (dn(2)/dt)/jm has the dimension of an area and is
therefore known as a differential scattering cross section. Differential scattering
cross sections are the primary observables in potential scattering.

If we integrate over all possible scattering directions, we get the scattering
cross section

J:/doz L /de”(Q): L_dn

i.e. the scattering cross section is the total number of scattered particles per
time, dn/dt, divided by the current density of incident particles.

For an explanation of the name cross section we also remark that the calcula-
tion of scattering of particles off a hard sphere of radius R in classical mechanics
yields a scattering cross section o = mR? which equals the cross section of the
sphere. We will see below in Section 11.3 that quantum mechanics actually
yields a larger scattering cross section of a sphere, e.g. ¢ = 4w R? for scattering
of very low energetic particles. Scattering of low energy particles off a sphere
could be considered as a most basic illustration of measuring properties of a
scattering center. Measuring the number dn/dt of particles per time which are
scattered by the sphere and dividing by the incident particle current density
provides a measurement of the radius R = \/o/41 = \/(dn/dt) /47, of the
scattering center.

The particle current density of particles described by a wave function ¢ (x, t)
will be proportional to the corresponding probability current density

. h
§= g (T Ve uT ),

and therefore we can use probability current densities in the calculation of the
ratio in (11.2).
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11.1 The free energy dependent Green’s
function

Many applications of quantum mechanics require the calculation of the inverse
(or resolvent) G(E) of the operator E — Hy = E — (p?/2m),

(B —Hy)G(E) = 1.

E.g. if we consider a time-independent potential V', the time-independent
Schrodinger equation

(B — Ho)|[(E)) = VIp(E)) (11.3)
is equivalent to
[Y(E)) = [¢o(E)) + G(E)V [ (E)), (11.4)

where [1)o(E)) is a solution of (E — Hy)|to(E)) = 0. Iteration of (11.4) then
yields the perturbation series

=Y [GEWVT [¢o(E)). (11.5)

n=0

For potential scattering theory it is customary to rescale G(F) by a factor
—h?/2m, such that the zero energy Green’s function G(0) is the inverse of the
negative Laplace operator. The equation

2m 1

G(E) = -5 G(E) = Faie <t (11.6)

is then in a-representation

QEEG(;,;*;C’,E) =z —x). (11.7)

AG(x — o' F) + =

Here we defined the @-representation G(x, «'; F) = (x|G(E)|2’) of the energy-
dependent Green’s function and used the fact that the differential equation for
G(x,2'; E) is translation invariant. The shift ie — +i0 in equation (11.7)
defines the retarded Green’s function for the Schrodinger equation. The reason
for this terminology is that the corresponding Green’s function in the time
domain

a(t) = ;—h/_ZdE G(E) exp (—%Et) - %m (—%Hmj) (11.8)

satisfies the conditions

G (t)
57 — HoG(t) =4(t), G()
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This implies that G propagates time-dependent perturbations

B2 (1) — Holo(8)) = V(D)

forward in time,
— Jol0)) + / dt' G(t — YV (#) ()

— ()~ 5 [t (== ) VORE). 019

—0o0

We will revisit time-dependent perturbations in Chapter 13, and focus on
scattering due to time-independent perturbations (11.3-11.5) for now.

We first calculate the Green’s function G(z, E) for E = h*k?/2m > 0, and we
suppress the fixed variable F in the notation. We can convert the condition

(A +E)G(x) = —6(x)

into an algebraic condition through substitution of the Fourier transforms

G(x) =

: ’ K- x)= 3k exp(ik - @
W/d kG(k)exp(ic-z), o(z) (2)? /d p( ).

This yields with the retardation prescription from (11.6)

1 1
272 k2 — k2 —ie

G(k) =

1 . iK -
) = o / e / dg / e ST
1 o0 exp(ikr) — exp(—mr
d
/o KK

~ @r)ir — k-
1 o0 exp(ikr)

= | dpp—

(2m)2ir /_OO e Tk e

Due to r > 0, we have to close the integration path in the upper complex &
plane if we want to use the residue theorem see Figure 11.1. Decomposing the
denominator into its simple poles

1 1

— k2 —ie (k—k—ie)(k + k+ie)

then yields

1 i 1
K exp(inr) = —exp(ikr), (11.10)

Glx) = —
(@) 2mr k+k |, 4
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A

—k—ie

Figure 11.1: Location of the poles and integration contour in the complex k
plane

i.e. the retardation requirement G(t) o ©(t) yields only outgoing spherical
waves for positive energy.

If we perform the same calculation for E = —k%k%/2m < 0, k > 0, we find a
denominator
1 1

K2+ k2 (k—ik)(k + ik)

and integration yields

) = ﬁexp(—kr). (11.11)

We can combine the results for positive and negative energy into

oL N\ O(-E r
G(z, E) = 4;3 exp(i 2mE;—i)+%exp(— —QmE%)A (11.12)

11.2 Potential scattering in the Born
approximation

We consider a particle of energy F' = h%k?/2m in a static potential V (x) of
finite range. The time-independent Schrédinger equation

(A + K)(z) = 22

= ﬁV(:c)z/)(a:) (11.13)



188 Chapter 11. Scattering Off Potentials

can be converted into an integral equation using the Green’s function (11.10),
exp(ik - x) m / 5 1
= i _ PN S
¢(m) (27T)3/2 I h2 x |:]3 — ;]3/|
~ eXp(ik: ) :13) m 3,/ V(CB/) . ’ . /
(27()3/2 B (27{)5/2}12 /d 4 |:L'—:c’| exp(1k|$_$ |+1]€~£B)7

exp(ik|lz — &)V (@')¢ ()

(11.14)

where we simply reinserted the leading plane wave term for ¢ (') in the in-
tegrand. We will neglect an irrelevant normalization factor (27)~%/? in the
following, because finally we are only interested in the ratio of the different
parts of the wave function.

For r > 1’ we have

1 .
e —x'| = Vr?2 = 2rr'cos@ ~r—r'cos=r——x-x'=r—x-x.
r

We need the expansion to this order in the exponent of the Green’s function
in equation (11.14). However, for the denominator the expansion

11
le—a'| " r
will suffice, because the subleading term (7//r?) cos 6 will not contribute to the

differential scattering cross section (11.2) due to the limit lim, o0 72 jous-
Substitution of the approximations yields the Born approximation

U(x) = exp(ik-x) — %exp(ikr) /d3a:’ expli(k — k&) - 2’|V (x')

m
2mh?

= exp(ik-x) + f(kx — k)% exp(ikr) = ™ (x) + ) (x),

(11.15)
with the scattering amplitude
__m 3 ZiAk- — o
f(Ak) = 51 d’x exp(—iAk - x)V (x) QWEQV(AI(:). (11.16)

For later reference, we notice that this can also be written as a transition
matrix element of the operator V(x),

F(Ak) = 7(27r)2%<k’|v|k:>. (11.17)

Like in the prototype one-dimensional scattering event described in Section
3.1, the monochromatic asymptotic wave function (11.15) describes both the
incident and the scattered particles simultaneously, for the same reasons as
in Section 3.1. The current density j,.; of scattered particles is therefore cal-
culated from the outgoing spherical wave component (") (x) in the wave
function (11.15), and we only need the leading term for » — oo,

. h ou’ ou ou’ ou
Jout = o (w( t)+vw( t) _ Vw( t)+ | 1/,( t))
hk

Eﬁ‘f

leading term for r—o0

(kz — k)|*. (11.18)
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The incoming current density j;, is calculated from the incoming plane wave
component ™ (),

hk
o= 11.1

Both ji, and jy,: come in units of cm/s instead of the expected cm ™2 /s for
particle or probability current densities. The reason for this is the use of plane
or spherical wave states in k space which are dimensionless in @ representation,
see Section 5.3. Therefore the current densities (11.18) and (11.19) are current
densities per unit of volume in k space. The normalization to k space volume
cancels in the ratio jou:/Jjin, and substitution of equations (11.18,11.19) into
(11.2) yields

dO’k

= |f(ka — k)| (11.20)

The scattering amplitude (11.16) for a spherically symmetric potential is

fu(0) = f(AK) = f(AK) = f[2ksin(0/2)] = _% /Owdwsinmkr)v(r)
T RPksin(9/2) /0 drrsin[2kr sin(8/2)]V (r), (11.21)

where 6 is the scattering angle.

In agreement with the observation that the energy-dependent wave function
describes both the incoming and the scattered particles, we have split the wave
function v (r) into the components (™ () and (") (r), and then calculated
separate current densities 7;, and J, from both contributions rather than
calculate a total current density j for ¢(r). On the other hand, probability
conservation implies for stationary states V - 3 = 0, but only for the full current
density including the interference terms j — i, — Jour between the incoming
and scattered parts of the wave function. Therefore the interference terms will
describe reduction of the current of incoming particles due to scattering.
When we discuss this effect on the basis of the wave function (11.15), we have
to keep in mind that this is only a large distance approximation which was
justified by the observation that we are interested in the large distance limit
of 72jy. Furthermore, the wave function (11.15) will only yield components
jr and jg in spherical coordinates, and only j, will be relevant for the detailed
balance between incoming and scattered particles. The radial current density

from (11.15) for kr > 1 and neglecting terms which drop off faster than r=2 is

%Jr=%<¢+%w> 9+k|f’“( I

—R(f4(8) explikr(1 — cos0)] + f;7(6) cos § exp[—ikr(1 — cosb)]) .
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Conservation of particles requires [ dQ7?j, = 0. The first term cancels in the
integration over the sphere at radius r with r%sin 6 df dy, and the remaining
terms yield with uw = 1 — cosf, Fi(u) = fi(0),

koy + 27rkr/0 duR[Fy,(u) exp(ikru) + Fyf (u)(1 — u) exp(—ikru)]] = 0.

(11.22)

Here o), = fdQ doy/dS) is the total scattering cross section.
Two-fold partial integration yields

2
k‘r/ du Fy,(u) exp(ikru) = iF)(0) — iF,(2) exp(2ikr) — kiF,é(O)
0 r
1 ,
+HF]2(2> exp(2ikr)

1 2
_H/ du F{!(u) exp(ikru).
0

The last three terms vanish for kr — co. For the term F},(2) exp(2ikr) we ob-
serve that averaging over a very small momentum uncertainty Ak/k = 7 /kr <
1 also yields a null result, because it corresponds to an integration in k space
over arange —7/r < k < 7/r. This can be understood physically as destructive
interference between states with a minute variation in momentum. Therefore
we find for kr — oo

kr /2du Fi(u) exp(ikru) — ifi(0).
0

In the same way one finds

kr /Zdu Fif(u)(1 — u) exp(—ikru) — —if;(0),
0

and equation (11.22) yields in the large kr limit the optical theorem

between the total scattering cross section and the imaginary part of the scat-
tering amplitude in forward direction.

11.3 Scattering off a hard sphere

The hard sphere of radius R corresponds to the Vj — oo limit of a poten-
tial V(r) = Vo©(R — r). This reduces to the solution of the free Schrodinger
equation for r > R and a boundary condition on the surface of the sphere,

o) =o0. (11.24)
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We recall that the radial Schrodinger equation for a free particle with fixed an-
gular momentum M, M? and energy E = h?k?/2m yields the radial equation
(7.40),

(% - WT—EU + k2> r(r) = 0. (11.25)

We have seen in Section 7.8 that the regular solutions for arbitrary ¢ can be

gotten through repeated application of r~!d/dr on the regular solution for
(=0,

Y/
) o Gilkr), i) = (—a)’ (1i> Jo(@), o(x) =

sinx
x dx '

x

We denote the regular solutions j,(kr) as wéiz) (r), because we can superimpose
those functions according to equation (7.46) to form an incoming plane wave.
However, equation (11.25) also has an outgoing radial wave as a solution for
(=0,
xp(i
[(]f’,?t)(r) o % = —ihél)(k:r).
The reasoning leading to equations (7.41, 7.42) also implies that repeated

application of r~1d/dr on the outgoing radial wave solution leads to solutions
for higher ¢,

(1 1 1d
0 ), 1) = o (L) W)
xdx
In leading order in 1/r, these are again outgoing radial waves,
pexp(ikr)
ikr
The functions h;l)(x) are known as spherical Hankel functions of the first kind.
We can use the spherical Bessel and Hankel functions to form solutions of

equation (11.25) which satisfy the condition (11.24) and contain an outgoing
spherical wave in the asymptotic limit,

Yes(r) = OF(r) + 0 (r) oc jelkr) — b (kr)

WD (kr) ~ (=) (11.26)

Je(kR)
h{Y(kR)
However, equation (7.46) then tells us how to write down a solution to the
free Schrodinger equation for energy E = h%k?/2m outside of the hard sphere,

which satisfies the boundary condition (11.24) and contains both a plane wave
and an outgoing spherical wave,

& e 0, de(kR)
Ui(r) = ZZE(% +1)if (mm — I Mkr)%) Py(cos 0)

N Je(kR)
= exp(ikz) Z (20+1) lh(l) )—Pg(cos 0)
= by (kR)
— 0 )+ o) 1), (11.27)
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From our previous experience in Sections 3.1 and 11.2 we already anticipated
that the monochromatic wave function will describe both incoming and scat-
tered particles. According to equation (11.26), the asymptotic expansion of the
wave function for large r is

Vi (r) =~ exp(ikz) + fk(e)w7
- 1)1 Py(cos Je(kR)
— kZ (204 1)( Py( e)hm(kR)

The resulting expression for the differential scattering cross section of the hard
sphere is a little unwieldy,

o0

1 i’
D JROP = 15 D 20+ 1) + 1) Pcosd) Pe(cos)
00=0
ji (kR)je (kR)

hOT (kR)RY (KR)

(11.28)

However, for the scattering cross section the orthogonality property of Legen-
dre polynomials

77 2
/ df sin 0 Py(cos ) Py (cos ) O

0 C20+1

yields a much simpler result,

kR |

WD) (11.29)

4
oh =13 Z(zu 1)
=0

This is shown in Figure 11.2.

The asymptotic behavior for small arguments kR, jo(kR) ~ (kR)/(2( + 1)!!
and hlgl)(kR) ~ —i(2¢ — D)I(kR)~*"!, imply for the low energy or long wave-
length limit A > R that only the ¢ = 0 contribution survives with

hm or = AT R
R—0
The quantum mechanical scattering cross section drops continuously from
limpp_o o) = 47R? to limyp_e 0p = 27R?, ie. it always excedes the clas-
sical value o4 = mR? by more than a factor of 2. In terms of the variables k
and R, oy seems to be independent of i and one might naively expect that this
is the reason for absence of a classical limit for scattering off a hard sphere, but
this is wrong for two reasons. If one compares with classical results one should
use the same variables as in classical mechanics, and if in terms of the classical
variables the quantum mechanical result is independent of A, we rather expect
to find the same result as in classical mechanics. Furthermore, when one calcu-
lates classical scattering cross sections, one uses the momentum p = fik for the
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2.5

1.5 7

kR

Figure 11.2: The scattering cross section of a hard sphere normalized to the
classical scattering cross section oyqssicat = mR2.

incident particles as a variable besides the radius R of the sphere, i.e. in terms
of classical variables the cross section o, does depend on A, and the classical
limit should correspond to pR > h, kR > 1. However, the classical limit fails
because there is an important difference between the classical calculation and
quantum mechanical scattering. The classical calculation requires particles to
hit the hard sphere with an impact parameter b = |L|/|p| which is limited by
the requirement that all scattered particles must actually hit the sphere, b < R.
This corresponds to a classical angular momentum cutoff |L| < pR. However,
quantum mechanically, particles with arbitrary high angular momentum still
feel the presence of the hard sphere and can be scattered similar to classical
wave diffraction. This regime of deviation between the classical and quantum
picture concerns large angular momenta and small deflection angles, i.e. the
forward scattering region. In the classical picture the forward scattered parti-
cles are considered as missing the sphere and therefore ignored in the classical
scattering cross section. Therefore the classical cross section is always smaller
than the quantum mechanical cross section, even in the classical limit kR > 1.
The increasing concentration of scattering in forward direction with increasing
kR is demonstrated in Figures 11.3 and 11.4.

An approximate evaluation of the # dependence of the extra “non-classical”
part of the differential cross section for kR > 1 in terms of shadow forming
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Figure 11.3: The differential scattering cross section doy/dS) of a hard sphere

of radius R normalized to the classical differential scattering cross section
(dUk/dQ)classical = R2/4 for kR =1.

waves is given in [27]. However, the Figures 11.3 and 11.4 use the exact result
(11.28). Either way, the ultimate reason for the discrepancy between the quan-
tum result and the classical result in the classical limit kR > 1 is different
accounting of scattered versus unscattered particles in the forward scattering
region.

11.4 Rutherford scattering

Axial symmetry often plays a role in atoms which interact with their sur-
roundings. External fields will often have axial symmetry, and this motivated
Schrodinger to solve the hydrogen problem in parabolic coordinates for his
perturbative analysis of the Stark effect!. Furthermore, if a hydrogen atom is
formed through electron-proton recombination, the initial plane wave state de-
scribing the mutual approach of the electron and the proton will also break the
rotational symmetry to axial symmetry and the calculation of recombination
cross sections can be performed in terms of parabolic coordinates [2]. Maybe
the best known application of parabolic coordinates concerns the calculation

'E. Schrédinger, Annalen Phys. 385, 437 (1926).
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Figure 11.4: The differential scattering cross section doy/dS) of a hard sphere
of radius R normalized to the classical differential scattering cross section

(dgk/dQ)classicul - R2/4 fOI‘ kR = 10.

of Rutherford scattering. The incident plane wave ¢ ~ exp(ikz) breaks the
rotational symmetry of the problem down to an axial symmetry, but we still
expect an outgoing spherical wave 1)©") ~ exp(ikr)/r. The reconciliation of
axial symmetry with the use of r makes parabolic coordinates more useful
than cylinder coordinates for the study of scattering in rotationally symmetric
potentials beyond the Born approximation, and can occasionally render them
also more useful than spherical coordinates. The separability of the Coulomb
problem in parabolic coordinates makes them particularly useful for the study
of Rutherford scattering.

We define parabolic coordinates through the following relations?,

T =2v/Encosp, y=2/Ensing, z=¢§—n,

2 =r+z 2p=r-—2z, c,o:arctang. (11.30)
z

Using the methods developed in Section 5.4, one finds the Schrodinger equation
for motion of a particle of energy F = h*k?/2p in the Coulomb potential

2Please note that the definition used here differs by factors of 2 from the definition used
by Schrodinger, Ay = &g = 2€, Ay = ng = 21.
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V = qqa/4meor = 2K /2u(€ + n) in parabolic coordinates,

1 [0 (.0\ 0 ( 0 T S
m[% (%)w(wﬂwmcf)? Fom gy =0 (L8

The arguments in Section 5.5, in particular concerning Hamiltonians of the
form (5.34), imply that the solutions of this equation must have the form

V(& m,0) = f(§)g(n) exp(imep),

with the remaining separated equations

(5 dg> f+ (/#é — K& — m{) f=0, (11.32)

d\? m?
(nd—n> g+ (kg P — Kyn— T) g=0, (11.33)

with K} + Ky = K. We want ¢ ~ exp(ikz) = exp(ik€) exp(—ikn) to be the
dominant term in the solution near the half-axis z < 0, i.e. for & — 0. This
requirement complies with equation (11.32) if we choose m = 0 and K; = ik.
If we then substitute f(§) = F(§) exp(ik€) into equation (11.32) to find the
second solution, we find F(£) = A+ BE;(—2ik§), which implies a singularity
of the second solution near the half-axis z < 0. Therefore we conclude that the
solution to our scattering problem must have the form (&, n) = g(n) exp(ik§)
with the remaining condition
2

nj—ﬁi+j—f}+ (K*n— K +ik) g = 0. (11.34)
Comparison with equation (11.32) for m = 0 and K; = ik tells us that g(n) =
exp(—ikn) is the regular solution of equation (11.34) if K’ = 0. This is also clear
from the physical point of view. If there is no scattering potential, the plane
wave exp(ikz) = exp(ik€) exp(—ikn) that we imposed near the half-axis z < 0
must persist everywhere. This motivates a substitution g(n) = h(n) exp(—ikn)
in (11.34),

d*h dh

— + (1 —2ikn)— — Kh = 0. 11.35
g T~ Ak = Kh (11.35)
Substitution of h(n) = >_ -, c.n" yields

K + 2ikn
Cpyl = —————Cp,
N CESE

and therefore
h(n) =

= ¢ 1F1(—1K/2k, i 21kn) = co exp(2ikn)1 F1 (1 + 1K /2k; 1; 2ikn).

K(K +2ik) ... (K 4 2ik(n — 1)) n"®
COZ (K 2k = 1) "

n! n!
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The wave function for our scattering problem is therefore up to normalization?

W(r) = explik(€ — n)|1 Fi(—1K/2k; 1; 2ikn)
= exp(ikz) Fi (—1iK/2k; 1;ik(r — 2))
= exp(ikr) F1 (1 +1K/2k; 1;1k(r — 2)). (11.36)
The normalization factor ¢ is irrelevant because it cancels in the calculation
of the cross section.
Identification of the incoming and scattered components in the wave function
requires asymptotic expansion for large values of the argument 2kn = k(r —2).

The asymptotic expansion of confluent hypergeometric functions 1 F}(a;b; ()
for large || [1] yields the leading order terms

o 7K\ [2k ., (iK
1L (—1K/2k; 1;1k(r — 2)) ~ exp<ﬁ> [?F (%>

x cxp<§1n[k(r - z>1> (1 - %)

X exp <—%ln[k(r - z)]ﬂ .

After neglecting another irrelevant overall factor we find the asymptotic form

tr) = exp (e + it =) (14 )

F(iK/2k) K . K
F(—iK/Qk) 2]€27"(1 ~ cos 9) exp <1kr - % ln[k‘(r _ z)})
= w(in)(r) + w(out)(,’,.% (11.37)

where 0 = arccos(z/r) is the scattering angle.
This yields a differential scattering cross section

do r2j0ut K ? q1492 ? 1
R = = 11.38
A0 ros Jin <4k2 sin2(9/2)> (167T60E> sin*(6/2)’ ( )

which equals exactly the corresponding cross section calculated in classical
mechanics and used by Rutherford in 1911 to infer the existence of a tiny
positively charged nucleus in atoms. The cross section (11.38) is an example
of a quantum mechanical result which is independent of A when expressed
in terms of classical variables, and therefore it must agree with the classical
result.

Use of the asymptotic expansion of the hypergeometric function ;F;(a;b;()
for large |(| in the present case implies the requirement kr(1 — cosf)

3W. Gordon, Z. Phys. 48, 180 (1928).
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2krsin?(6/2) > 1, i.e. the Rutherford formula is only applicable for scattering
angles 0 > \/2/kr = /\/7r. This limitation is usually irrelevant, because
the values of A e.g. in the experiments of Geiger and Marsden were only a few
femtometers.

11.5 Problems

11.1 The free time-dependent retarded Green’s function in @ representation
has to satisfy the conditions

(m% + h—A) Gz, t) = 6(z)8(t), G(z.t)| =o.

<0
Show that this function satisfies the following equations,
expli(k-x — wt
g( 4 /ds / p 5 )}
h (hk?/2m) + ie

7Th3 dE G(z, E)exp(—iEt/h)

e ]
_ o0 >m Xp(i";;:> . (11.39)

This also corresponds to the relation

6w, = 0.0 = G el x50 ) 0

between the retarded Green’s function and the propagator for the free Schro-
dinger equation.

11.2 Calculate the differential scattering cross sections for the following po-
tentials in Born approximation.

11.2a V(r) = ViO(R — 1),

11.2b V(r) = Vo exp(—r/R),

11.2¢ V(r) = Vyexp(—r?/R?).

11.3 Calculate the total cross sections for the potentials from problem 11.2
in Born approximation.

11.4 Calculate the differential cross section for Rutherford scattering in Born
approximation. Compare with the exact result.

11.5 Calculate the differential cross section for Rutherford scattering with
screened electromagnetic interactions in Born approximation. Use the follow-
ing models for the screened interactions,

11.5a V(r) = (¢Q/4meor) exp(—r/R),

11.5b V(r) = (qQ/4meor) exp(—r?/ R?).



Chapter 12

The Density of States

Many applications of quantum mechanics require the concept of density of
states. The notion of density of states is not entirely unique. Depending on
the context and the requirements of the problem at hand, it most often refers
to the number of quantum states per volume and per unit of energy, or to
the number of states in a volume unit d*k in k space, and for both notions
there are several variants of the density of states. Therefore the purpose of this
chapter is not only to introduce the concept of density of states, but also to
enumerate all the different definitions which are commonly used in physics.
Various forms of the density of states appear in numerous places in physics,
e.g. in thermodynamics and optics we need the density of photon states in
the derivation of Planck’s law, in solid state physics the density of electron
states appears in the integral of energy dependent functions over the Brillouin
zone, in statistical physics we need it to calculate energy densities in physical
systems, and in quantum mechanics we need it to calculate transition probabil-
ities involving states in an energy continuum, e.g. to calculate electron emission
probabilities for ionization or for the photoelectric effect, or to calculate scat-
tering cross sections. Transition probabilities involving quantum states in an
energy continuum (e.g. unbound states or states in an energy band in a solid)
involve the density of states per particle as the number of states dn per unit
of volume in k space,

dn = d’k. (12.1)

More precisely, this is a density of states per spin or polarization or helicity
states of a particle. Otherwise it would have to be multiplied by the number g
of spin or helicity states.

The densities of electron states, photon states, and all kinds of quasi-
particle states in materials are also very important quantities in materials
science. These densities determine the momentum and energy distributions of
(quasi-)particles in materials, and the number of available states e.g. for charge
or momentum transport, or for excitation of electrons or phonons. Densities of
states therefore have profound impacts on electric and thermal conductivity
and on optical properties of materials. We will see that there exist several

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 199
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_12,
© Springer Science+Business Media, LLC 2012
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ways to justify equation (12.1), and we will also explore the many different,
but related definitions of the density of states.

12.1 Counting of oscillation modes

The basic notion of density of states concerns the k space density of linearly
independent oscillation modes in a homogeneous volume. This is a very basic
quantity in physics from which more advanced notions like local densities of
states can be inferred. There are two basic ways to derive the k space density
of states in a finite volume V. One of the derivations is more intuitive and the
other one is slightly more formal, but the density of states is such an important
concept that it is worthwhile to discuss both derivations.

The reasoning with periodic boundary conditions
in a finite volume

The simplest derivation of (12.1) counts the number of independent oscillation
modes in a rectangular cavity with periodic boundary conditions. A general
wave vector can always be written in the form

M

L,

Figure 12.1: A standing wave in a cavity with periodic boundary conditions

Suppose that the wave has to be periodic with periodicity L; in direction
e;. In that case the length L; must be an integer multiple of the projection
Ai = A/ cosb; of the wavelength onto the direction e;:

A

Ly =niNi = nj—,
cos b;

n; >0, (12.2)
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see Figure 12.1.
Equation (12.2) can be written in terms of the components of the wave
vector k,
2 2m n
ki = —cosf; = — = 2mr—.
D\ N L;
The volume of a single state in k-space is therefore (with ¢ spin or helicity
states per wave)
. 27)3
Adk — ( ) ’
single state gV
since g helicity states reside in a cell of volume (27)3/V in k-space. This yields
the proportionality factor between the measure for the number of states dn
and the volume measure in k-space,

_ 9V

83

dn k. (12.3)
Inclusion of the factor g corresponds to a summation over all possible polar-
izations or helicities. This version of the density of states is often employed in
thermodynamics and statistical physics. In quantum mechanics and scattering
theory we often need the density of states with a given polarization or helicity,
v
dn = —d’k. 12.4
87T3 ( )
We will mostly use the density (12.4) or its continuum limit, i.e. we will usually
count states with a given polarization or helicity, e.g. states of spin up electrons,
states of photons of given polarization, etc.

The reasoning based on the completeness
of Fourier monomials

The Fourier monomials

(x|n) = Wexp(lk ‘x) = Wexp <2m; T > (12.5)

provide a complete set of functions in a box of lengths L;, cf. (10.2) and (10.3)
for the one-dimensional versions of the following equations:

1 i —n
v /Vd3w exp <2wiz i T nlg@) = Opn/s

3

1 ) X — 2 ,
VZexp QWIZWT =d(x—a).
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Therefore we find again k; = 2mn;/L; for the components of the k vectors, and
the volume per base oscillation mode (with fixed polarization) is again

873
single mode V '

A’k

This yields again the equation (12.4),

14 3

We remark that the measure dn for the number of states in k-space (12.4) can
also be written in terms of the wavenumbers 7; = 1/\; = k; /2,

14 3 3~ 31

If we also replace the volume V' in position space with the volume measure
d?z, we find a particularly intuitive and suggestive form for the corresponding
measure of states in phase space,

5 s sl dPxd
dn = d'zd'v = dzd'5 = —L.

Here A = Ak, and we define the “inverse” vector as 1/X = A/A2,

12.2 The continuum limit

In the limit V' — oo, the discrete enumerable set of normalized plane waves
in a cubic volume V, exp(ik - x)/VV, k = 2rn/L = 2rn/V/3 is replaced by
the continuous non-enumerable set exp(ik - x)/ V27", The easiest way to see
this is through the completeness relation of the Fourier monomials in a cubic
box and using A3n = 1 for the volume of a triplet of integers in Z3,

oz —a') = v 2P <Vf7r/3n Az — a:’))

v 2 Sk cxplk- (o o)

1 .
- —— [ &Pk explik - (x — )] .
5 [k el (@~ )
This corresponds to the substitution V' = (27)® in the plane waves, and the
corresponding substitution for the measure for the number of states is indeed

dn = Pk = k. (12.6)

(2m)?
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Note that either way, the density of states per volume V of a particle with
fixed helicity or spin is
3

in_ 27)

Vo (2n)3
irrespective of whether we have taken the continuum limit or not. However,
please also note that in the continuum limit both the differential number of
states dn = d*k and the number of states per volume dn/V = dk/(2m)3
come with dimensions length™. We have to keep this in mind when we are
using dimensional analysis of quantum mechanical transition amplitudes in
time-dependent perturbation theory in Chapters 13 and 18.

Another reasoning for the continuum limit

We consider the matrix element of the time evolution operator Up(t,t") be-
tween a bound hydrogen state |n, ¢, m;) and a plane wave |k). The motivation
for considering matrix elements of Up will be given in the following chapter.
Unitarity of Up(t,t') and the completeness relation for plane waves imply

/d3"’ [(k|UD(t, )|, €, ma)|* = 1.

This tells us that we can interprete |(k|Up(t,t')|n,¢,m)* as a probability
density for the system to end up in a plane wave state |k), and d°k as a
measure for the number of states, such that the probability for the system to
end up in a region K in k space is

Pnl,f’mzﬁ)lc(t,tl) = /dsk |<k:|UD(t,t')|n,€., mg>|2.
K

This confirms vet again that dn = d°k is the correct density of states in k
space in the continuuum limit

Different forms of the density of states
in a homogeneous medium

We may or may not include the number g of helicity or spin states in the
density of states; we can normalize to finite volume V' or take the continuum
limit V' — oo, and we may also use the density of states per k space volume
and per direct volume V' (i.e. normalize dn by V). All these simple alternatives
amount to eight basic options for the density of states in k space,

V1T s
dn = [g] [8773} k.
The first term in square brackets is included if we sum over all possible po-
larizations of the particle, and the fraction V/(87%) is included if we use box
normalization. The volume factor is not included if the density of states is
also counted per volume in position space, dn/V. The fraction V/(87*) in dn
disappears in the continuum limit.
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12.3 Density of states per unit of energy

In solid state physics (and in variants of time-dependent perturbation theory
and scattering theory) one is often interested in transforming d®k to variables
ko:H parallel to surfaces of constant energy F(k) in k space and the energy E,
which increases orthogonal to the surfaces of constant energy. The normalized
unit vector in the direction of increasing F is
3 OE(k)/0k v(k)
l = p—
0E(k)/Ok|  |v(k)]

(recall that v(k) = h 'OE(k)/0k is the group velocity). Therefore we have

. dk-0E(k)/Ok  dE _ dE
dko =dk-kL = =5 okl 10ER) Ok Ho(k)]
and
dE
3k — k) ————
T R oR]

Here d’ky is some appropriate measure for coordinates along the constant
energy surfaces.
An isotropic dispersion relation, F(k) = E(k), yields

f dE
3. — 120y 1.2
dk—kokd Tdk

The corresponding density number of states is then

dn = [g] [%} dmkk?% = o(E)dEd*,, (12.8)

with a density of states per energy or density of states in the energy scale

[vq , dE

o(E) = [g] {@ k B k] (12.9)

Here the absolute value |dF/dk| is taken in the denominator, because in cases
where dE/dk < 0, the convention is to substitute an integral in positive dk
direction with an integral in positive dE direction in the summation over states,

__dE__ _dE
T dE/dk  [dE/dk|

dk

In isotropic problems the angular variables are often integrated over, and one
uses the convention

dn — o(E)dE
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with the factor 47 included in p. Altogether this leaves us with the following
sixteen possibilities for the density of states in the energy scale,

ot8) =l [ il (12.10

We remark that generalization of the previous arguments to d spatial dimen-
sions yields the following results for the density of states,

V) V|22
dn = [g] [W} %, 0i(E) = lg] [(%)d] r(d/2)

where Sy = Qﬁd/F(d/Q) is the (d — 1)-dimensional hyper-area of a unit
sphere in d dimensions. For the free non-relativistic particle in d dimensions
we find in particular the following forms of the density of states in the energy

scale,

The most commonly used version gives the density of free non-relativistic states
per volume and per energy in d dimensions as

= gO(E \/7 \/d;2 i (12.12)

This simple formula is often employed for d = 1 and d = 2 to estimate the
density of states in quantum wires or quantum wells. For d = 3 it yields the
density of states in a free electron model for metals.

kd_l
|[dE/dk|’

(12.11)

ou(B) = 018 ]| 1|

12.4 Density of states in radiation

The energy of a photon of frequency f is £ = hf = hck and we have g = 2
independent polarization states. Equations (12.3) or (12.10) therefore yield the
following expressions for the density of photon states per volume and per unit
of energy,

dn_ _ i4 kQﬁ __FE ’

olE) = VAdE ~ 80 dE 72(hc)3’

or in d dimensions,

l;d—l
24=27d/21(d /2) (he)?
The density of photon states (per volume V') in the frequency scale follows as

d Apdl2 pd-1
9a(f) = o) = g5 = %f_

For d = 3 this is equation (1.6) which we have used in the derivation of Planck’s
law.

04(E) =
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The density of states for other quantum systems

It is also useful to note that we can express the density of states per volume
in plane waves trivially through the corresponding wave functions,
dn d*k

v = rp ~ PRleRI

This suggests the following identification of the number of states per volume in
terms of quantum states which are labeled through a set of quantum numbers
a?

dn

7(m) = da |(z]a)|*. (12.13)

From this observation we can infer a generalization of the density of states per
volume and per unit of energy which also holds for discrete spectra. Suppose
the Hamiltonian H has a discrete spectrum F, and continuous spectra in
ranges Eyp < E < Ejy. We use a = (E,v) for the set of quantum numbers,
where v is a set of degeneracy indices. Then the previous identification yields
the density of states per volume and per energy as

= (E—-E,) Idun (x| By, )]
+ 32 0(E - E)e(Ba — B) Y () @l B (BN (1214)

E.g. the density of states per volume and per energy for the hydrogen atom
would be (with factors of 2 from summation over spins)

e} n—1 l
g(E,m)zQZé(E—E Z Z (|, £, m)|?
n=1

=0 mng
1
Z Z 5 V2m)3E |(m|k, €, m)|* (12.15)
(=0 my=—

where (x|k,{,m;) are the Coulomb waves 9y sm,(x) from Section 7.10 and

V@m)PE /1 = 2k2dk/dE.

A short hand version of equation (12.14) is
o(E,z) = IdE' dv(E"Y0(E — E') (x| E', v(E") . (12.16)

Note that for each quantum system, the total number of single-particle states
per volume diverges in a very specific way,

L = glala) = 9i(0).
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12.5 Problems

12.1 We consider a free gas of spin 1/2 fermions in a finite volume V = L?
with periodic boundary conditions. This implies the constraints

2
on the components of the wave vector.
Our fermion gas contains N > 1 particles, and we assume it to be in the state
of minimal energy. How large is the maximal momentum pp = hkr (the Fermi
momentum) in the fermi gas?
You have to take into account that only two fermions can have the same
momentum.

Solution

With N > 1 we have A\p < L or kp > %’T The number of states with momenta
p < pp is then

41 L3 1
22—k — = —[3[P=N
3783 32t ’
and therefore
1 9k 5 1
kF = Z (371’ ]\/v)3 = (37T n)3 , Pr = hk‘F, (12.17)

where n = N/V is the particle density.

12.2 The equation (12.11) for the density of states in d dimensions holds for
isotropic dispersion relations £ = E(|k|). We used k = |k| in (12.11).

For one-dimensional models that equation yields the density of states in the
energy scale per volume V' = a (a lattice constant) and per helicity state as

0(E) =

1dn 1 d|k
o~ xox ‘ﬂ (12.18)

agdE ~ 27 dE |
The factor of 2 comes from the “volume” Sy = [2y/7/T'(d/2)]4—1 of the zero-
dimensional unit sphere. This sphere consists of the two points 1 and —1. Is
equation (12.18) correct? Or should we abandon the factor of 27

12.3 Equation (12.13) for the local density of states yields for one-dimensional
lattices with volume V' = a and Bloch states (10.5) the local density of states
in the k scale as

o5, ) = o) = 3 ol

Note that we also divided out the number g of spin or helicity states, which is
included as a discrete parameter in the set of quantum numbers « in (12.13).
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Show that transformation to the energy scale and spatial averaging reproduces
the isotropic result (12.18),

a T n|dE |

1 [ 1 |d|k
o5 =+ [(aso(pn) - 1|2
0
12.4 We consider the Kronig-Penney model from Section 10.4.
Show for £ > 0 that the spatially averaged one-dimensional density of states
in the energy scale,

d|k|

dn 1
o(E) = =~ |4

" agdE T

)

is given by

o(E) = W;ZK ‘(1 + (K“a)Q> sin(Ka) — Kiacos(Ka)

U2 u -1/2
x {(1 - (K—a)2) sin?(Ka) — msin(QKa)} , (12.19)
with K = v/2mE /h. This equation only applies where states exist, i.e. where
the condition (10.30) is met. The resulting density of states for « = 5 in the

region of the first two energy bands is plotted in Fig. 12.2 for a lattice constant
a=35A.

251
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154

| )
eV nm
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EleV]

Figure 12.2: The one-dimensional density of states in the energy scale (12.19)
for v = 5 and a lattice constant a = 3.5 A. The energy scale covers the first
two energy bands Ey(k) and E;(k), cf. Fig. 10.2.



Chapter 13

Time-dependent Perturbations
in Quantum Mechanics

The development of time-dependent perturbation theory was initiated by Paul
Dirac’s early work on the semi-classical description of atoms interacting with
electromagnetic fields'. Dirac, Wheeler, Heisenberg, Feynman and Dyson de-
veloped it into a powerful set of techniques for studying interactions and time
evolution in quantum mechanical systems which cannot be solved exactly. It is
used for the quantitative description of phenomena as diverse as proton-proton
scattering, photo-ionization of materials, scattering of electrons off lattice de-
fects in a conductor, scattering of neutrons off nuclei, electric susceptibilities of
materials, neutron absorption cross sections in a nuclear reactor etc. The list is
infinitely long. Time-dependent perturbation theory is an extremely important
tool for calculating properties of any physical system.

So far all the Hamiltonians which we had studied were time-independent. This
property was particularly important for the time-energy Fourier transforma-
tion from the time-dependent Schrodinger equation to a time-independent
Schrodinger equation. Time-independence of H also ensures conservation of
energy, as will be discussed in detail in Chapter 16. Time-dependent per-
turbation theory, on the other hand, is naturally also concerned with time-
dependent Hamiltonians H(¢) (although it provides very useful results also
for time-independent Hamiltonians, and we will see later that most of its
applications in quantum field theory concern sytems with time-independent
Hamiltonians). We will therefore formulate all results in this chapter for time-
dependent Hamiltonians, and only specify to time-independent cases where it
is particularly useful for applications.

13.1 Pictures of quantum dynamics

As a preparation for the discussion of time-dependent perturbation theory (and
of field quantization later on), we now enter the discussion of different pictures

'P.A.M. Dirac, Proc. Roy. Soc. London A 112, 661 (1926).

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 209
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_13,
© Springer Science+Business Media, LLC 2012
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of quantum dynamics.

The picture which we have used so far is the Schrodinger picture of quan-
tum dynamics: the time evolution of a system is encoded in its states |1)(t))
which have to satisfy a Schrodinger equation ihd|ys(t))/dt = H(t)|vs(t)).
However, every unitary transformation on states and operators |¢) — U|Y),
A —U-A-U" with a unitary operator U leaves the matrix elements (¢|A|y)
and therefore the observables of a system invariant.

If U is in particular a time-dependent unitary operator, then this changes the
time-evolution of the states and operators without changing the time-evolution
of the observables. Application of a time-dependent U(t) corresponds to a
change of the picture of quantum dynamics, and two important cases besides
the Schrodinger picture are the Heisenberg picture and the interaction (or
Dirac) picture. In the Heisenberg picture all time dependence is cast from the
states onto the operators, whereas in the Dirac picture the operators follow a
“free” (or better: exactly solvable) time evolution, while the interaction (non-
solvable) part of the Hamiltonian determines the time evolution of the states.
There are essentially two reasons for introducing the Heisenberg picture. The
less important of these reasons is that the Hamilton-Poisson formulation of the
classical limit of quantum systems is related to the Heisenberg picture. The
really important reason is that quantum field theory in Chapter 17 appears
first in the Heisenberg picture.

The rationale for introducing the Dirac picture is that time-dependent per-
turbation theory automatically leads to the calculation of matrix elements
of the time evolution operator in the Dirac picture. As soon as we want to
calculate transition probabilities in a quantum system under the influence of
time-dependent perturbations, we automatically encounter the Dirac picture.
Before immersing ourselves into the discussion of the Heisenberg and Dirac
pictures, we have to take a closer look at time evolution in the Schrodinger
picture.

Time evolution in the Schrodinger picture

In the Schrodinger picture the basic operators ®g (like x or p) are time-
independent, d®g/dt = 0, and all the time evolution from the dynamics is
carried by the states. The differential equation

Ld
ih— [Ws(t)) = H(t)lys(t))
yields an equivalent integral equation

i

t
[¥s(t)) = [¢s(to)) — h/ dr H(7)|s(7)),
to
and iteration of this equation yields

[¥s(t)) = UL, to)[¢s(t0))
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with the time evolution operator?

Ut to) = Texp ( ;i /t thH(T))
- Zn: (i;)n /t:dﬁ /t:dﬁ... /t:"_ldT,,,H(n)H(Tg).._H(Tn)
= ;ﬁ/t:dm /T:drn1.../T:dﬁH(Tl)H(T2)...H(Tn). (13.1)

Taking the adjoint switches ¢ with ¢y in the argument of the time evolution
operator,

i n t T1 Tn—1
Ut(t, tg) = Z(ﬁ) /todﬁ /z[, dTg.../tU dry, H(1,)H (Tp—1) ... H(11)
t

_;#/jodm/ﬁm dTn,l.../ dr H(t,)H(7_1) ... H(T1)

- Texp(—%/t dTH(T)> = Ulty, 1). (13.2)

This and the composition law (13.5) below imply unitarity of the time evolution
operator.

Please note that the time ordering operator T always ensures that the Hamil-
tonians are ordered from right to left such that their time arguments go from
closer to the lower integration boundary (ty in equation (13.1), ¢ in equation
(13.2)) to the upper integration boundary (¢ in equation (13.1), ¢ in equation
(13.2)), no matter whether the upper integration boundary is larger or smaller
than the lower integration boundary, e.g. if t > to in equation (13.1) then of
course ty < t in equation (13.6). Apparently, the identification of “lower” and
“upper” integration boundary in the previous statement implies the conven-
tion that the integrand in the exponent is —iH (¢)/h. Otherwise the statement
would be ambiguous.

The re-ordering of integrations in equations (13.1,13.2) is trivial for the Oth
and st order terms. For the higher order terms e.g. in equation (13.1) we can
recursively use for any consecutive pair of integrations

¢ - ¢ ¢
/dTl/ dT2A(T1>T2)I/de/dT1A(T1,TQ)> (13.3)
to to to T2

which proves the re-ordering for n = 2, see also Figure 13.1. For higher n we
can perform an induction step,

t T Tn—1 Tn
/ dn / dry . .. / dTn/ ATp1 H(m)H (72) ... H(70)H(Tpt1)
to to to to

2F.J. Dyson, Phys. Rev. 75, 1736 (1949).
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Figure 13.1: The integration domain in equation (13.3) is shown in green. The
left panel is for ¢t > ¢, (forward evolution by U(t,to)), the right panel is for
t < to (backward evolution by U(t,tp)). In either case re-arranging of the order
of integration over the same domain yields equation (13.3).

/dn/ drn+1/T dTn.../ dro H(1)H(73) ... H(70)H(Tn1)

dTn_H/ d7’1/ dr, . / dro H(m)H(72) ... H(70)H (Tnt1)
Tn+1 Tn+41

A
/ dTosr /wdfn /ndTl / ATy .. / dry H(r)H(7s) . .. H(Tus1)
/

1
dTni1 / dr, . .. / dn / dro H(m)H(72) ... H(10)H(Tpt1)
Tn+1 T3 T3

t t
I/dTn+1/ dTn.../dTg/dTlH(Tl)H(TQ)...H(Tn)H(TnH).
to Tnt1 T3 T2

The time derivatives yield

L0 L0 /
iUt to) = HOU(t o), ihsU(E, 1) = —U( OH(?), (13.4)

WU (1 10) = U, 1) H (1),

and the time evolution operator is the unique solution of these differential
equations with initial condition U (g, to) = 1.

Another important property of the time evolution operator is the composition
law

U, 0)U(t,to) = Ut to). (13.5)

Proving this through multiplication of the left hand side and sorting out the
nth order term is clumsy, due to the need to prove that the sum over n + 1
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n-fold integrals on the left hand side really produces the nth order term on the
right hand side. However, we can find a much more elegant proof by observing
that U (¥, t)U(t, o) is actually independent of ¢ due to equations (13.4),

%U(t HU(t,ty) =0,
and therefore
U, )U(t, to) = U, YU, ty) = Ut o).
The composition law yields in particular
Ulto, )U(t, o) = Ulto, to) = 1, Ulto,t) = U (t,t0),

and combined with (13.2) this implies unitarity of the time evolution operator,

Ut (t,to) = Ulto, t) = U (L, tg). (13.6)

The time evolution operator for the harmonic oscillator

The time evolution operator for time-independent Hamiltonians H is invariant
under time translations,

Ut — to) = exp <—%H(t - to)> |

The matrix elements in x space can then be written in terms of the wave func-
tions of energy eigenstates H|E,v) = E|E,v), where v is a set of degeneracy
indices. There are no degeneracy indices in one dimension and the expansion
takes the form

(z|U(t)|z") = ZdE exp (%Et) (z|E)(E|a").
E.g. the time evolution operator of the harmonic oscillator
U(t) = exp(—iwaat) exp(—iwt/2)

has matrix elements

(e o]

rlesp(isn ) ') = 3 o1 ) exof it
- )
xH(@x) exp(~ 2 (a2 + 7)),



214 Chapter 13. Time-dependent Perturbations in Quantum Mechanics

Use of the Mehler formula (D.8) yields

(z|U(t)|2") = (x| exp(—iwa™at) |2') exp(—iwt/2)
B mw mw (22 + 2'?) cos(wt) — 2z’
=\ orihsim(n) P <% () ) (18.7)

To use the Mehler formula we should take w — w — ie for ¢ > 0. This complies
with the shifts £/ — E' —

1 |E')(E|
EyY=———— =Y dF ————
9(E) E— H +ie i E— FE +i€’
which define retarded Green’s functions in the energy representation, see e.g.

(11.6,20.14). The time-dependent retarded Green’s function for the oscillator
is related to the propagator (13.7) in the standard way

9()

(x|g(1)|2") = —=(=[U(1)]2").

The Heisenberg picture

In the Heisenberg picture we use the unitary time evolution operator U(t, ¢o)
to cast the time dependence from the states onto the operators,

[Ym) = [¥s(to)) = U™ (t,t0)[¢s(1)),
Dp(t) = U™ (t, to)PsU(t, to)-

For the time evolution of the operators in the Heisenberg picture we observe
that

Oy(t) = Ut (t,to)PsU(t, to) = UT(t,to)PsUT (to, 1)
= U (t, "YUt t0)PsU T (to, YU (', t) = Ut (t,t)Pu(t)U(t, 1),

and the Heisenberg evolution equation

(1) = ~U (0, 1) (005 — DHO]U(t o)

)
= —U"(t,to)H(t)U(t, to)U(t, o) PsU(t, to)
+UT(t,t0)PsU (t, to) U (t, to) H(t)U (¢, o)
= —[Hu(t), Pu(t)]. (13.8)

In the last equation, Hy(t) is the Hamiltonian written in terms of operators
®p(t) in the Heisenberg picture.
For time-dependent ®g(t) we have

d

n(0) = Ut (G0, 05(0] + 525(0)) U1
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13.2 The Dirac picture

For the Dirac or interaction picture we split the Schrodinger picture Hamiltonian
H(t) into a “free” (or rather: solvable) part Hy(t) and an “interaction” (or
rather: perturbation) part V(t),

H(t) = Ho(t) + V (1),

and define the “free” time evolution operator

.ot
Uo(t,to) = TCXp(—l/ dr HO(T)> .

h Js,
The common terminology of denoting Hy(t) and Uy(t, ty) as “free” Hamiltonian
and time evolution operator while V'(¢) is the “interaction” part is motivated
from scattering theory, which is one of the most common applications of time-
dependent perturbation theory. However, we should always keep in mind that
Hy(t) does not really need to be a free particle Hamiltonian. E.g. for a hydrogen
atom under the influence of an external electromagnetic field with wavelength
A > ag, the “free” part Hy would actually be the hydrogen Hamiltonian in-
cluding the Coulomb interaction between the proton and the electron, while
V(t) would describe the effective coupling of the electromagnetic field to the
quasi-particle which describes relative motion in the hydrogen atom. We will
discuss this case in detail in Chapter 18, and in particular in Section 18.4.
The interaction picture splits off the solvable part of the time evolution from
the states,

[p(t)) = Uy (t,to)[s(t)) = Uy (¢, to)U(t, ) |1s(t'))
= Uy (t,t0)U (t,8)Uo(t', to) [¢p(t")) = Up(t,t)|vn(t)), (13.9)

where the last line identifies the time evolution operator Up(¢,t') acting on the
states in the interaction picture.
The solvable part of the time evolution is cast onto the operators

Dp(t) = Uy (t,t0)PsUs(t, to) = U (t,t0)PsUy (to, t)

= Ug (YU (t', t0) DUy (to, ) Ug (¥, 1)
= Uy (t,1)p (¢ U (t, 1) (13.10)
to preserve the time evolution of matrix elements and expectation values in

the interaction picture.
The differential equation for time evolution of the operators is

ihi<I>D(t) = —Uy (t,to)[Ho(t)®s — ®sHo(t)|Us(t, to)

dt
= Uy (t, to)Ho(t)Uo(t, to) Uy (t, to)PsUs(t, to)
+U (t, o) ®sUs(t, to) Uy (t, o) Ho(t)Uo(t, to)
= —[Ho,n(t), ®p(t)],

t
t
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where in the last equation (similar to the previous remark for the Heisenberg
picture) Hy p(t) is written in terms of operators ®p(t) in the Dirac picture.
The interactions are encoded in the time evolution of the states,

d
ih=vn(t)) = Ug (t,10)[H(8) = Ho(1)]|vs (1))
Us (t,t0)[H (t) — Ho(t)]Uo(t, to)[p (1))
= [H(t) = Ho(t)]p|¢p(t)) = Hp(t)[¢n(1)), (13.11)
where again Uy (¢, t0)[H (t) — Ho(t)|Uo(t, to) = [H(t) — Ho(t)]p due to the op-
erator transition ®g — ®p in the Hamiltonians.
Conversion of equation (13.11) into the equivalent integral equation gives us

another equation for the time evolution operator Up(t,t') for the states in the
Dirac picture,

=
95}

<ot
UD(t,t/) = US—(t,tO)U(t,tl)UO(t/’tO) = Texp <—%/ dr HD(T)) . (1312)
t/
This evolution operator apparently satisfies
ih%UD(t,t’) = Hp(t)Up(t,t").

We have split the time evolution unequally between states and operators, and
therefore there are two Hamiltonians and related time evolution operators in
the interaction picture: the “free” Hamiltonian Hy(t) for the evolution of the
operators and the interaction Hamiltonian Hp(¢) for the evolution of the states
(and then there is the third Hamiltonian H (¢) and its time evolution operator
appearing in the derivation of the interaction picture).

If we substitute?

Hp(t) = Uy (t,t0)V (1)Ut to) = Uo(to, )V (£)Uo(t, to)

into equation (13.12) and use the composition property for time evolution
operators

Uo(7,t0)Us(to, 7') = Up(T,7'),
we find

T Hp
" / / dr, Ho(r)Hp(7) . . Hp(r)
[in [

Tn—1
/ dr, Up(to, 1)V (1) Uo(T1, T2)

X

V(12)Uo(72,73) - - - Uo(Tn—1, ) V (70 ) Uo (T, o). (13.13)

3The transformation law for operators from the Schrédinger picture into the interaction
picture implies Hp(t) = Vp(t). The notation Vi (t) is therefore also often used for Hp(t).
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The n-th term in the sum can be interpreted as n scatterings at the pertur-
bation V'(¢), with “free” time evolution under the Hamiltonian Hy(t) between
any two scattering events:

V()

V()

Figure 13.2: Scattering off a time-dependent perturbation.

and in the end everything is evolved again to the fiducial time t,, see
Figure 13.2.

Dirac picture for constant H

We have Hy = Hy p if Hy is a time-independent operator in the Schrodinger
picture, because Hy and Uy(t, ty) = exp[—iHy(t — tp)/h] commute.

The Hamiltonian Hp(t) acting on the states in the interaction picture is related
to the Hamiltonian with the ordinary operators p, x,... of the Schrodinger
picture via

Hp(t) = Uy (t,to) [H (t) — Ho(t)]Un(t, to) = Uy (t,0)V () Us(t, to)-

This yields for time-independent Hy in the Schrodinger picture:

Hp(t) = exp<%H0(t - t0)> V(1) exp <%H0(t - to)).
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The time evolution operator for the states in the interaction picture is then

—
Up(t,t') = Texp(—%/ d’rHD(T)>
t/
R 1 t T1 Tn—1 i
= d dry . .. dr, ——Hy(ty —
X f o [ | to )

n=0

<V (1) exp <—%H0(n - TQ)> V(n) cxp<_%H0(TQ - 73)> .

X exp (-%H()(Tn_l - Tn)> V() exp (-%HO(TR - to)>.
(13.14)

The case of time-independent unperturbed operators Hy is the most common
case in applications of time-dependent perturbation theory. Equation (13.14)
therefore shows the most commonly employed form of Up(t,t’) for the evalu-
ation of the transition amplitudes or scattering matrix elements which will be
introduced in Section 13.3.

13.3 Transitions between discrete states

We are now in a position to discuss transitions in a quantum system under
the influence of time-dependent perturbations. We are still operating in the
framework of “ordinary” quantum mechanics (“first quantized theory”), and
at this stage time-dependent perturbations of a quantum system arise from
time dependence of the parameters in the Schrodinger equation.

We will denote states as discrete states if they can be characterized by a set of
discrete quantum numbers, e.g. the bound energy eigenstates |n, ¢, my, ms) of
hydrogen or the states |nq,na,n3) of a three-dimensional harmonic oscillator
are discrete. States which require at least one continuous quantum number
for their labeling are denoted as continuous states. Momentum eigenstates |k)
are examples of continuous states. Quantum mechanical transitions involving
continuous states require special considerations. Therefore we will first discuss
transitions between discrete states, e.g. transitions between atomic or molecu-
lar bound states.

We consider a system with an unperturbed Hamiltonian Hy under the influence
of a perturbation V' (¢):

H(t) = Hy+ V(t).

The perturbation operator will in general be a function of the operators p and
x, V(t) = V(p, x,t). We will see later that in many applications V'(¢) has the
form

V(p,x,t) = Vi(x,t) + p- Va(x,t). (13.15)
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In this section we assume that all states under consideration can be normalized
to 1.

For the calculation of transition probabilities in the system, recall that the
expansion of a general state |¢) in terms of an orthonormal complete set of
states [t¢,) is

B) =Y [tn) (¥nl®),

and therefore the probability of finding the state [¢,) in a measurement per-
formed on the state |¢) is |(1,]0)|?.
Now assume that the state |¢) is a state |10;,(¢)), where the state at an earlier

time ¢’ < ¢t was an unperturbed state |w(0)( t')), typically an eigenstate of H,.
Then we know that the state at time t is

[ (1)) = UL )| (1)),

and since the state now evolved with the full Hamiltonian including the pertur-

bation V' (), it will not be an unperturbed state any more, but a superposition

of unperturbed states. If at time ¢ a measurement is performed on the state

[thin(t)), the probability to measure a certain unperturbed state |1{2)(t)) will
HOITON

Therefore the probability amplitude for transition from an unperturbed state

|¢f,0l)(t’)) to an unperturbed state |w((,2)t(t)) between times ¢’ and ¢ is

WO () = @OIU ) ()
= (W (t0)|Ug (1)U (8, 1) Us (¢, t0) [ 2 (20))
= (WS ()| U (t, 1) [0 (1)) (13.16)

The transition probability amplitudes between unperturbed states are matriz
elements of the time evolution operator in the interaction picture, where the
unperturbed states are taken at some arbitrary fixed time.

The Schrodinger equations for the unperturbed states [1/(%)(ty)) and the free
evolution operators Uy(t', to) and Uy (¢, to) imply

8<$WM%@mwww%wmmw%»:a

i.e. the choice of the parameter o is (of course) irrelevant for the transition
matrix element. We set ¢y = 0 in the following.

If we substitute the expansion (13.13) for the time evolution operator in the
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interaction picture we get a series

(Wour (0)Un(t, )05 (0)) = (i (0 >|Texp(—5 / drHp(r >) 4 (0)

0 1 i T n— ©) i
= d drs ... dr, —H
> [an [ [ an o) exo( o
i i
XV(Tl) exp <_EHU(TI — TQ)) V(T2) exp (_ﬁH()(TQ — 7'5))

X ...exp (-%Ho(m_l - Tn)) V(7,) exp (%HOTR> W Qw0). (13.17)
Now we assume that our unperturbed states are energy eigenstates

[ (0)) = [a(0)) = |n),  Holthu(0)) = Eu|t(0)),
[5(0)) = ¢ (0)) = [m),  Holthm(0)) = Enn|thn(0))

of the unperturbed Hamiltonian. Equation (13.17) then yields for the transition
probability amplitude between eigenstates of Hy (see also equation (13.14)),

(n|Up(t, ) |m) = pm — ; / dr exp(iwnm ) (n|V (7)|m)

Z/ dﬁ/ dry exp(iwm 1) {(n|V (m1)|1)
X exp(iwy m2){{|V (m)|m) + ..., (13.18)

with the transition frequencies wy, = (E, — Ey,)/h.
The transition probability from a discrete state |m) to a discrete state |n) is
then

P (t,1) = [(n|Up(t, ¢)|m)]?. (13.19)

Equation (13.18) assumes that we use eigenstates of Hy for the initial and final
states, but equation (13.19) holds for arbitrary discrete initial and final states,
and we even do not have to require the same basis for the decomposition of
the initial and the final state, i.e. equation (13.19) also holds if m and n are
discrete quantum numbers referring to different bases of states.

P,n(t, ') is a dimensionless number if both the initial and final states are
discrete states, i.e. dimensionless states (see the discussion of dimensions of
states in Section 5.3), and due to the unitarity of Up(¢,t') it is also properly
normalized as a probability,

Y Pasaltst) = D (m|UG (t,8)|n) (nUn (¢, ¢')[m) = (m|m) = 1.
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We will denote the transition probability amplitude (n|Up(t,t')|m) also as a
scattering matriz element or S matriz element,

Sum (1)) = (n|Up(t, t")|m) = (n|Texp<—E/dTHD( )) |m)
= (m|US (¢, ") |n)* = (m|Up(t', t)|n)* = (Spn(t, 1))

= (57" (1), . (13.20)
In the literature this definition is more commonly employed with default values
t — oo, t' — —oo for the initial and final times, Sy, = Spm (00, —00). It is also

usually reserved for transitions with two particles in the initial state (to be
discussed in Chapter 17 and following chapters), but here we are still dealing
with a single particle perturbed by a potential V(¢), or an effective single
particle description of relative motion of two particles. The connection with
many particle scattering theory later on is easier if we introduce the scattering
matrix already for single particle problems, and it is also useful to have this
notion available for arbitrary initial and final times.

Mpgller operators

At this point it is also interesting to note a factorized representation of the
time evolution operator in the interaction picture, which is applicable if both
H and Hj do not depend on time. In this case we have with ¢, = 0,

Up(t,t') = exp(%Hmﬁ) exp(—%H(t — t’)> exp (—%H@’) = Q1))

with the Mgller operator
i i

Q(t) = exp (ﬁHt> exp (ﬁHOt> .
Let us repeat the basic equation (13.16) and substitute this definition,

(ol (1)) = @ OIU (6 O0E () = (ol U OUEE)o(t)01)

= (WoulUn(t,)5)) = ol () [viy)
= <qjout{t}|\pin{tl}>-

Here we have introduced states

) = 2010 = exp( ) exp ~ ot ) )

exp(311) 1610

For the interpretation of these states we notice

exp (= 0) [0{8)) = 101010,
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ie. |[¥{t}) is the fictitious interacting state at time ¢, = 0 which yields the
unperturbed state |0 (¢)) at time ¢ under full time evolution from ¢, = 0 to t.
In the framework or quantum mechanics, the case that both H and H, are time-
independent would often be dealt with in the framework of time-independent
perturbation theory or potential scattering theory. However, we will see later
that in the framework of quantum field theory, time-independent H and Hj is
very common in applications of time-dependent perturbation theory.

First order transition probability between discrete
energy eigenstates

For n # m, the first order result for S,,, is the matrix element of the Fourier
component V' (wym),

Sy = —% / "t explisnmt)(n[V (1)m) = —%\/ﬁwwwnmnm).

—00

(13.21)

If the time dependence of the perturbation V' (¢) is such that the Fourier trans-
form V(w) exists in the sense of standard Fourier theory (i.e. if V(w) is a
sufficiently well behaved function, which is the case e.g. if V(¢) is absolutely
integrable or square integrable with respect to ¢), then the first order scattering
matrix (13.21) provides us with finite first order approximations for transition
probabilities

2
P = |Snm|2 = 2 <n|V(an)|m>|2~ (13.22)
Note that the Fourier transform
1
V(w) = — [ dt exp(iwt)V (t
(@) = <= [t expluat)V 1)

of a potential V(¢) has the dimension energyxtime. Therefore P,,_,, is a di-
mensionless number, as it should be. Furthermore, the probability interpreta-
tion and the use of first order perturbation theory entail that we should have
[V (@) )| < /2.

The first order transition probability between discrete states requires existence
of a regular Fourier tansform V(w) of the perturbation V(¢). This condition
is not satisfied in the important case of monochromatic perturbations like
V(t) = W exp(—iwt), which have a 0 function as Fourier transform,

V(t) = Wexp(—iwt), V(wpm) = V2rW(wpm — w).

Consistent treatment of this case requires that at least one of the states in-
volved is part of a continuum of states, as discussed in Sections 13.4 and 13.5.
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If both the initial and final atomic or molecular state are discrete, then the
perturbation V() = W exp(—iwt) must be treated as arising from a quantized
field which comes with its own continuum of states. Monochromatic perturba-
tions V' (t) = W exp(£iwt) typically arise from photon absorption or emission,
and the previous statement simply means that the consistent treatment of tran-
sitions between bound states due to monochromatic perturbations requires the
full quantum theory of the photon, see Section 18.5. See also problem 4 for
an explanation why the Golden Rule, which is discussed in the next section,
cannot be used for transitions between discrete states.

13.4 Transitions from discrete states
into continuous states — ionization or
decay rates

Tonization of atoms or molecules, transitions from discrete donor states into
conduction bands in doped semiconductors, or disintegration of nuclei are pro-
cesses where particles make a transition from discrete states into states in a
continuum.

We assume that the unperturbed Hamiltonian Hj contains an attractive radi-
ally symmetric potential which generates bound states |n, ¢, m), where ¢ and
m are the usual angular momentum quantum numbers for the bound states
and the quantum number n labels the energy levels. The free states for H, are
usually given in terms of hypergeometric functions, e.g. the Coulomb waves
|k, ¢, m) from Section 7.10.

Here we initially use plane wave states instead and ask what is the probability
for the system to go from a bound state |n, ¢, m) into a plane wave state |k)
under the influence of a perturbation V(¢). This is a simplification, but the
prize that we pay is that the transition matrix elements from a bound state into
plane waves do not necessarily tell us something about ionization or decay of a
bound system, because those transition matrix elements will also not vanish for
perturbations which primarily generate another bound state. In that case they
only tell us something about the generically non-vanishing Fourier coefficients
of the new bound state. However, the focus in this preliminary discussion is
not the calculation of actual ionization rates, but to explain how continuous
final states affect the interpretation of transition matrix elements.

For continuous final states like |k}, the appropriate projection of Up(t,t") |1/J§2)>
is onto the dimensionless combination v/d3k(k|. This means that in a transition
from a discrete state |n, £, m) into a momentum eigenstate k, the dimensionless
quantity

Vd3k Sgnem(t, 1) = VBk{E|Up(t,t")|n, £, m)
is a differential transition probability amplitude, in the sense that

APy pmsie(t, 1) = &Pk | (k|Up(t, t')|n, £, m)|?



224 Chapter 13. Time-dependent Perturbations in Quantum Mechanics

is a differential transition probability for the transition from the discrete state
into a volume element d®k around the vector k in momentum space. The
meaning of this statement is that

Prgmoic(t, 1) = / Pk |(k|Up(t,t')|n, £,m)|? (13.23)
K

is the transition probability from the discrete state |n, £, m) into a volume K in
k-space. Another way to say this is to denote the quantity with the dimension
length?

AP, m t,t/
Pt ) = Lot EE) o7, 1), €,

as the transition probability density per k-space volume. The S matrix element
Sk;n,f,m(tv t/) = <k|UD(t7 t/) ‘nv év m>

is then a transition probability density amplitude.
With this interpretation, the transition amplitudes into continuous states yield
correctly normalized probabilities, e.g. for plane waves,

/ Bk Pk (t,) = / &Pk |(k|Up(t, ) |n, ¢,m)|*

- /d3k (n, £, m|US (4, )6 (| U (£, )|, €, m)
= (n,0,m|USt, t"\Up(t,t")|n, £, m)

= (n,¢,m|n,{,m) = 1.

The important conclusion from this is that transition matrix elements of
Up(t,t') from discrete states into continuous final states yield transition prob-
ability densities, which have to be integrated to yield transition probabilities.

Ionization probabilities for hydrogen

Now that we have clarified the meaning of transition amplitudes from discrete
into continuous states with the familiar basis of plane wave states, let us come
back to the ionization or decay problems, i.e. transition from the discrete bound
spectrum of an unperturbed Hamiltonian Hj into the continuum of unbound
states.

In particular, the unperturbed Hamiltonian for hydrogen is

2 2
Hy=Y> __¢ (13.24)
2u  Ame|r]

and the ionization problem concerns transitions from bound states |n, ¢, m) into
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Coulomb waves ) under the influence of a time-dependent perturbation®
V(t). The contribution from Coulomb waves to the decomposition of unity in
terms of hydrogen states came with a measure k?dk (7.69), and therefore the
probability for a transition |n, ¢,m) — [k, k2] into a momentum magnitude in
the interval [k, k2] (0 < k; < kg < 00) with fixed final state quantum numbers

(¢,m’) is

)

2 2

Pn,Z,mﬁ[kl,kz],é’,m’ :/ dk k |Sk,2’,7rL’;n,Z,7rL|
k1

k2
_ / dk K2 |k, €', |Up (00, —00) |, €, m) 2.
k1

If we want to know the probability for the hydrogen atom to ionize into a state
with momentum magnitude ky < k < ks of the relative motion between proton
and electron, we have to calculate

oo o
Pn,é,ﬂlﬁ[kl,kg] = E E Pn,fymﬁ[klykﬂl/ym"
-

Note that the total ionization probability P em = Phem—j0,0 Of the state
|n, €, m) satisfies P, ¢.m < 1, because the perturbation might also induce a
transition into another bound state,

Poim = ZZ Z [(n! 0, ! |Up (00, —00)|n, £,m)|*.
o

I=—0 n!=0'+1

The first order results for P, ¢ m—s k1 kaltm’s Prtm—iir ko) @a0d Py g follow from
the first order scattering matrix element

St (k, ', m/|Up (00, —00)|n, £,m)™

_%/ dt CXp(% (Ex, — Ep) t> (k, 0, |V(t)|n, £,m)

—00

\/_
h

/.
m/inlm

(e, 0, [V (@), £,m)

with the transition frequency wy, = (Ey — E,)/h. This assumes that the
Fourier transformed operator V' (wy,) exists in the sense of standard Fourier
theory. The case of a monochromatic perturbation, for which the Fourier trans-
form is a ¢ function in frequency space, is discussed in the following subsection.

41f the perturbation V(t) contains directional information (e.g. polarization of an in-
coming photon or the direction of an electric field), then we might also like to calculate
probabilities for the direction of dissociation of the hydrogen atom. This direction would be
given by the k vector of relative motion between the electron and the proton after separa-
tion. For the calculation of directional information we would have to combine the spherical
Coulomb waves |k, ¢, m) into states which approximate plane wave states |k) at infinity,
similar to the construction of incoming approximate plane wave states in Section 13.5, see
also the discussion of the photoeffect in [2].
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The Golden Rule for transitions from discrete states
into a continuum of states

Assume again that the initial state |n, ¢, m) is a bound state of a rotationally
symmetric Hamiltonian H, with energy E,, < 0. The final state is an unbound
state |E, ¢/, m’) of Hy of energy E > 0,

Ho|E,0',m) = E|E, (', m).

The completeness relation for the eigenstates of Hy will generically have the
form

Z|n,€,m><n,€,m|+2/ dE |E, 0, m)oi(EY(E,{,;m| =1,  (13.25)
0

ntm m

e.g. for hydrogen we could use |E, ¢, m) = |k, ¢, m) and o(E) = O(E)k*dk/dFE.
Equation (13.25) implies that the properly normalized differential probabilities
for transitions into the continuous spectrum will have the form

dPn,£,m~>E,€’,7n’ =dE Qé’(E) |<E, £/> m/|UD(OOv _OO)|n’ 6, m> |2
=dF Qe’(E) |SE,Z',m';7L,€,7n|2 .

The first order scattering matrix element for a well behaved perturbation V' (¢)
with ordinary Fourier transform V' (w) is

i FE—-FE,
SE,@',m’;n,@,m = —%\/ 27T<E.,€',m'|V( h ) |n,€, m)

and yields well behaved expressions for dP,, ¢,m— e m-
However, the first order scattering matrix element for the monochromatic per-
turbation®

V(t) = Wexp(—iwt), V() =vV2rWiw —w) (13.26)
is
i E-E,
SE,Z’,m’m,Z,m - _%2W<E7ZI7 m’\W\n,E, m>6( h _L‘})' (13‘27)

This implies a factor

T/2

. L : T
5(0) = }JILI(I) d(w) = }JIE%) Tlgréo by 7T/2dt exp(iwt) = 71520 o

5Recall that the notation tacitly implies dependence of the operators V and W on x and
p (just like we usually write H instead of H(x,p) for a Hamilton operator).
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in dPn,Z,nLHE,@',rn//dE = AQZ’(E)|SE,W,m’;n,Z,WL|2' DlVlleg by the faCtOI' T prOVideS
us with a differential transition rate into a final state energy interval [E, E +
dE),

1

1 2
dwn,[,m—)E,l’,m' = pon,&m—)E,f’,m’ =dr QZ’(E)T |SE,Z',m’;n,Z,m|

2m ;o E-E,
dEgg/(E)ﬁ|(E.,€,m|W|n,€,m)|2(5< 7 —w)

=dE ¢ (E)

2
% (E, O, m/|Wn, £,m)[* §(E — B, — hw).

Integration over the final state energy E then yields an expression for the
transition rate,

2m
Wn t;m—E L m! = f |<E, Zlv m,|W|n7 Ea m> |2 QZ’(E)

)
E=FE,+hw

which is commonly referred to as the Golden Rule.
The total first order ionization rate of the state |n, £, m) under the perturbation
(13.26) is then

00 4
2m ;o 2
Wn,t;m = EZ Z |<E7€7m|W|nv£vm>| Ql’(E>

U=0m/=—1'

E=En+hw

For the hydrogen atom, we have E = h?k?/2u, |E,{,m) = |k,{,m) are the
spherical Coulomb waves, and

o(E) = (-)(E)kzﬁ = @(E) V213E. (13.28)
dE h3

This differs from (12.12) for d = 3 by a missing factor g/272 = g4r /873, The
spin factor is ¢ = 1, because spin flips can usually be neglected in ionization
transitions. Inclusion of spin quantum numbers my and m/, for the initial and
final states would therefore result in a factor d,,, m,. There is no factor 4w
because the angular directions in k space have been discretized in terms of
angular momentum quantum numbers (¢, m’), and there is no factor (2m)~*
because the density in the Golden Rule and in equation (13.28) is a num-
ber of states per unit of energy, but it is not a number of states per energy
and volume (remember V' — (27)% in the contiuum limit). It comes in units
em~3eV ! because the projector |k, £, m)(k, £, m| for spherical Coulomb waves
has dimension length® whence |(k, ¢/, m/|W|n, £,m)|* comes in units of cm3eV?.
Please also recall the remark after equation (12.7).
The standard expression for the Golden Rule for the transition rate from a
discrete state |m) into a continuous state |n) due to the perturbation V =
W exp(—iwt) is

[~ AW n 2T 9
tnon = [CaE St = T (82)

—00
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This is also particularly popular for time-indendent V',

2m
Winsy, = EQ(E77)|(TL|V|m>|2 . (13.30)

En=FEn

Quantum systems can have degeneracy between states |[m) which are labelled
by discrete quantum numbers and states |n) with continuous quantum num-
bers. Metastable states, or excited bound states in many-electron atoms pro-
vide examples for this, and equation (13.30) would be the first order expression
for the decay rate of these states. An example for this is the Auger effect, which
is electron emission from atoms due to Coulomb repulsion. The perturbation
operator® V = €2 /4r|x; — x3| is time-independent, and energy conservation
is fulfilled because the discrete bound state of two electrons in an excited
atom can exceed the sum of ground state energy and ionization energy, see
Figure 13.3.

—.—

Figure 13.3: Energy schematics for an Auger process. The initial bound state
of the two electrons has the same energy as the final continuous state of an
ion and a free electron.

Time-dependent perturbation theory in second order

and the Golden Rule #1

We will discuss a time-independent perturbation V/,

H=Hy+V,

6G. Wentzel, Z. Phys. 43, 524 (1927).
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and transition from a discrete state |m) into a continuous state |n). The com-
pleteness relation for the eigenstates of Hy is

S m)m + [ dEno(E)lnn] = 1

We will also write this symbolically as

ijm _1

If (n|V|m) = 0, the leading order term for the scattering matrix element
(n|Up(o0, —oc)|m) is the second order term

1 oo T
55321 == Z:/ dT/ dr" exp(iwy 1) {n|V|1) exp(iw,, )|V |m).

To make the 7" integral convergent, we add a small negative imaginary part to
Wim — Wi — 1€, so that the time integrals yield

o0 T 1 o0
d d ! i n i m ! ) = d i nm
/_Oo T/—oo 7' exp(iwy ) exp(iwy, 7 + e7') iwlm+€/_oo T exp(iWnmT)
2

= T S(wam).  (13.31)

Wy + €

This yields the second order scattering matrix element

9@ _ @5(wnm)I<nVl><llvm> —oris(E, — E,) Zé(nV|l)<lV|m)

nm A2 Wim, — ie El — Em — ie ’
and the differential transition rate

1
dwmﬂn = dEnQ(En)? |Snm|2

2 V||V |m)|?
=dE,o(E,)—FE, — E — 13.32
4En0(En) 7 0(En = En) I B — B, —ic (18.32)
Integration yields the 2nd order expression for the transition rate,
o VIV m) |
= —o(E -_ .
Wnon = F-0(En) Z: Bi—Ep—ie | | (18.33)

Equation (13.33) tells us how transitions through virtual intermediate states
can generate the transition from |m) to |n) even if the direct transition is
forbidden due to a selection rule (n|V|m) = 0.

In his famous lectures on nuclear physics at the University of Chicago in 1949,
Fermi coined the phrase “Golden Rule #2” for the first order transition rate
(13.29,13.30). He denoted the corresponding second order expression for tran-
sition rates as “Golden Rule #1”, because it is important for nuclear reactions
through intermediate compound nuclei [28].
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13.5 Transitions from continuous states
into discrete states — recombination
or capture cross sections

Transitions from continuous to discrete states arise e.g. in the capture of elec-
trons by ions, in the absorption of an electron from a valence band into an
acceptor state in a doped semiconductor, in neutron capture by nuclei etc.
Consider e.g. the process |k,f,m) — |n,¢',m') of apsorption of an electron
by an HT ion, where we still assume that the hydrogen Hamiltonian (13.24)
for relative motion is perturbed by addition of an operator V(¢). From our
previous experience, we expect that the transition matrix element

Sn,é’,m’;k,é,m = <Tl, 6/7 ml|UD<007 700) |k7 E, m>

yields a measure of probability for the absorption in the form of a transition
probability density

Pk,l,m—)n,l’,m’ = |Sn,é/,m/;k,é,m|2 . (1334)

Indeed, the dimensionless number

o0 14 00
. Z/O kK2 |(n, 0, U (00, —00) e, £, m) 2

£=0 m=—¢

o) 4 00
1= % 3 0l [Up (o0, —00) €, m)

(=0 m=—{ n'=(+1

is the probability that the state |n, ¢, m’) emerged from some capture (p* +
e~ — H) event rather than from an internal transition in the hydrogen atom.
However, a better use of the transition matrix elements from continuous initial
states for comparison with experiments is the calculation of cross sections. One
possibility to calculate capture or absorption due to a Coulomb potential is
to use parabolic coordinates because the incoming asymptotic plane wave can
be described in parabolic coordinates, just like in Rutherford scattering [2].
However, radial coordinates are just as convenient for this problem.

Calculation of the capture cross section

We will outline how to calculate the first order cross section for the reac-
tion p* 4+ e~ — H due to a monochromatic perturbation V() = W exp(iwt).
For a judicious choice of the operator W = W(p, x) this describes electron-
proton recombination due to emission of a photon with energy hAw. We will
discuss these operators in Chapter 18, but here we do not specify the operator
W further. Our present focus is rather to develop the formalism for calcu-
lating the capture or recombination cross section for a general perturbation
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W (p, x) exp(iwt). We should also mention that perturbations V(t) = V(x,t)
due to interactions with additional nearby electrons or ions are much more ef-
ficient and therefore more important for electron capture than direct radiative
recombination due to photon emission.

The wave function for the approach between a free electron and a proton in
the effective single particle description for relative motion is given by the wave
function (x|k) e which was constructed by Mott and Gordon in 1928 (7.70).
The normalization factor is irrelevant because it cancels in the cross section.
For convenience, it was chosen in equation (7.70) such that the asymptotic
incoming current density is

o= (13.35)
1

where g is the reduced mass of the two-particle system. This current density
has units of cm/s = em™?s™! /em ™ because it is a current density per unit of
volume in k space, which is a consequence of the use of an asymptotic plane
wave state in its calculation. A current density per k space volume is the
correct notion for the calculation of the electron-proton recombination cross
section, because the S matrix element

2m
Sn,l,m;k = E<n7 67 m|W|k>]V[G5(wnk + w)
yields a transition probability density per k space volume

Pk%n,f,m = | Sn,(,m;k | ?

which comes in units of cm?, again due to the use of an asymptotic plane wave
state as incoming state.
Pr—snem contains the factor

T/2

: - : T
P00 = o) = m i an [, 4 oPlen = i 5

We can use this to calculate a transition rate density per k space volume

2

1
Wintm = 7 1S emikl? = = (.4, m|W k) s 0wk 4+ w) - (13.36)

The transition rate is certainly proportional to the asymptotic current density
Jin, and therefore we divide the transition rate density by this current density to
get a measure for the probability of the absorption process |k)yc — |n, ¢, m).
This yields the absorption cross section

Wiasntm 2T
Thsmtm = % - hTZ (n, €, m|W|k) arcl? 6wk + w) (13.37)
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with units of cm?. The total absorption cross section due to the perturbation
operator W (p, x) exp(iwt) is then

oS 14 o)
O = E E E Ok—nlm-
=+

£=0 m=—{n 1

The capture cross section enters into the calculations of rate coefficients (ov) 4y,
where the notation indicates averaging over the distribution of relative particle
velocities in a plasma of ions and electrons. The rate coefficients go into the
balance equations for electron and ion densities,

dpe _ dp,
a - dt (0V)avPpPe

where in general additional terms due to collisional relaxation and ionization
have to be included. Due to (13.35) the rate coefficients are directly related to
the transition rates per k space volume calculated in the state (7.70),

oo 4 oo
Vo) = ij'k = E E § ch*m,&m-

=0 m=—f n=0+1

Calculations of radiative capture cross sections for electron-proton recombination
into arbitrary hydrogen shells were performed in parabolic coordinates by Op-
penheimer” and by Bethe and Salpeter [2]. Calculations in polar coordinates
had been performed by Wessel, Stiickelberg and Morse, and Stobbe®. All these
authors had noticed that the electron capture cross sections for ions from ra-
diative recombination were much too small to explain the experimental values,
and it was eventually recognized that collisional relaxation due to interac-
tions with spectator particles dominated the observed recombination rates.
Therefore modern calculations of electron-ion recombination rates focus on
collisional relaxation, which means that the relevant perturbation operators
V' are not determined by photon emission but by Coulomb interactions in
a plasma, and the spectator particles also have to be taken into account in
the initial and final states. Electron-ion recombination rates are particularly
important for plasma physics and astrophysics.

13.6 Transitions between continuous states —
scattering cross sections

For transitions between continuous states, e.g. |k) — |k’), the S matrix element

Sk = (K'|Up(oc0, —00)| k)

7J.R. Oppenheimer, Z. Phys. 55, 725 (1929).
8W. Wessel, Annalen Phys. 397, 611 (1930); E.C.G. Stiickelberg & P.M. Morse, Phys.
Rev. 36, 16 (1930); M. Stobbe, Annalen Phys. 399, 661 (1930).
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is a quantity with the dimension length®, because both external states have
dimension length®?. However, we know from Section 13.4 how to make sense
of transition matrix elements with continuous final states, viz. as transition
probability densities d*k’|Sk x| in the final state space. We also know from
Section 13.5 that continuous initial states call for normalization of |Sk k|
by the reaction time T and the current density j;, of incident particles to
calculate a cross section for the quantum mechanical reaction described by
the S matrix element, see equations (13.36,13.37). Our previous experience
with initial or final continuous states therefore motivates the definition of the
differential scattering cross section

_ g[Skl
dO’k*,k/ =d’k I (1338)
T]in

This has again the dimension length?, because the incident current density
Jin for plane waves has units of cm/s, see equation (13.35) and the following
discussion.
The notion of a differential scattering cross section is sufficiently important to
warrant rederivation of equation (13.38) in simple steps in the next paragraph.

Cross section for scattering off a periodic perturbation

We apply the transition probability between continuous states to calcu-
late the scattering cross section for a monochromatic perturbation V(t) =
W exp(—iwt). Our Hamiltonian is

2
H= ;’—m + W (%) exp(—iwt),

and our unperturbed states are plane waves |k).
The first order result for the scattering matrix Sp = (k'|Up(c0, —00)|k) is

S ——i/mdte i hu—w t| (k'|W k)
Kk = nl Xp om

o0

27, k' — k2

k/Z _ kz

The transition probability density

9 9 k/Q _ ]{72
Pt =[Sk k|” = [Mirie|”0(0)0 h2— —w
m

contains the factor
T/2

T
0(0) = lim §(w) = lim lim — dt exp(iwt) = lim —,
w—0 w—0T—00 270 —1/2 T—o00 270
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and we can calculate a transition rate density

My E? —k?
|5k'k| Mol ( _w>
2w 2m

12 1.2
KW k)| 5( u—w).

Wik

h2 |< 2m

The corresponding differential transition rate into the final state volume d3k’ is
31,/ 31,/ 1 2
dUJk_>k/ =d’k Wk—)k/ =d’k T |Sk:’,k| .

However, this still comes in units of cm? /s instead of s7!, due to the initial plane
wave state. For initial continuous states, we do not apply a volume measure
(here d®k) in the space of initial states, but normalize by the current density
of the incident particles. This yields a differential cross section for scattering
of momentum eigenstates,

2 2
oy = dw% . i (kW ) 5( % - w). (13.40)
The motivation for dividing out the current density j;, of incoming particles
from the scattering rate is the trivial dependence of the scattering rate on
this parameter: if we double the number of incoming particles per second or
per cm?, we will trivially double the number of scattering events per second.
Therefore all the interesting physics is in the proportionality factor do between
jin and dw. This proportionality factor has the dimension of an area, and
in classical mechanics, integration of do over d®p’ for scattering of classical
particles off a hard sphere of radius r yields the cross section area of the sphere
o = [do = mr?. Therefore the name differential scattering cross section for
do.
The current density j = (i/2im)(¢* Vi — Vot -4)) for a plane wave, j =
hk/(27)3m, is actually a current density per unit of volume in k-space. This is
the correct current density to be used in (13.40), because dwy_p is a transition
rate per unit of volume in k-space, and the ratio yields a bona fide differential
cross section”. Expressed in terms of continuum plane wave matrix elements,
the differential scattering cross section is

sy, 2m)'m 2 k2 — k2
do‘kak’ =d kil 3k |<k/‘W‘k>| 6<hT — W

2m
131/ 2 2 _
=d’k (271') h4k |<k: |W|k>| 6<k —k 7 w). (13.41)

9 Alternatively, we could have used box normalization for the incoming plane waves,
(x|k) = exp(ik-x)/v/V both in dwg_x and in j (= j = hk/(mV) = v/V), or we could
have rescaled both dwy_,x and j with the conversion factor 873 /V to make both quantities
separately dimensionally correct, [dwg_x] = s7%, [j] = cm™2s71. All three methods yield
the same dimensionally correct result for the scattering cross section, of course.
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We can use the d-function in (13.41) to integrate over &’. This leaves us with
a differential cross section per unit of solid angle,

do 4m2 14 2mw

_ m e ! 2

(13.42)

N
The corresponding result for w = 0 (scattering off a static potential) can also be

derived within the framework of the time-independent Schrédinger equation,
see Chapter 11. For the comparison note that

1 / 1
d*z expli(k — k') -z|]W(x) =
(2m)? Nors
is the Fourier transform of W (x) at the momentum transfer Ak = k' — k.
Therefore we can write the differential scattering cross section (13.42) as

do 2mw
Ry W_ WAk)‘ i+ hk? “IF(AR)E, (13.43)

with the scattering amplitude

F(Ak) = —V2r mW (Ak), (13.44)

(KW (x)|k) =

W(AK)

cf. (11.16), i.e. equation (13.43) reduces to (11.20) for scattering off a static
potential if w = 0. The full correspondence between the definitions (13.38)
of time-dependent perturbation theory and (11.2) of potential scattering
theory for time-independent perturbations V' follows from the comparison of
equations (11.17,11.18) and (13.39),

2 hQ 27h . .
VIR = 15— (AR = erggor2]0ut~

47
My i|* = - I{

The potential scattering formalism could be extended to time-dependent per-
turbations by using the asymptotic expansion of the time-dependent retarded
Green’s function (11.39). However, the equivalent scattering matrix formalism
is easier to handle.

Scattering theory in second order

We will discuss scattering off the time-independent potential V' in second order.
The Hamiltonian is

2
H=2 v
2m

If &' # k and (K'|V|k) = 0, the leading order term for the S-matrix is the
second order tcrm

Sk/k——— &q / dT/ dr’ eXp< (k" q)T>

<(wViahex (51 (6~ )7 ) alV k),
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To make the 7/ integral convergent, we add a term e7’ in the exponent, so that
the time integrals yield

[ i [ ar exp( (K2 - )T> exp(% (q2—k2)r’+er’>
_ m / ar exp(Qifn (K2 = 1?) T>

2m h P
el ClGats)
and
Sk'k—@& (k) — (k:))/d3 W

= 27i0(E(K) — E(k)) / d’q W'

The corresponding differential transition rate is

dwg—p = K’ |Sk:’ k:|

k’|V|q> q|VIk) |?
_ 73 /_
= ‘/ E(q) — E(k) —ie

and the differential cross section for scattering of momentum eigenstates in
second order is

d /
dog oy = —X2W
.]in
kIV\q (qVIK) |*
_ dgki/( ) WL6 /
hzk (E( k) ie
k’IVIq q|V|k>
d3k’( /d3 134
h4kk’ ‘ E(q) — E(k) —ie (18.45)

Integration over k' yields the differential scattering cross section per unit of
solid angle in second order,

m? /d3 (KV g (gl V1K) | (1546

do am
o~ E(q) — E(k) —ic

k'=k

Equations (13.42) and (13.46) could be denoted as Fermi’s Golden Rules #2
and #1 for scattering theory.
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13.7 Expansion of the scattering matrix
to higher orders

For time-independent perturbation V' we can write the expansion of the scat-
tering matrix in the form

46, = 1Un(t, )10 = (11T ep (1 ['ar o)) 1

t T1 Tn—1
lh n / dTl/ d’TQ . / dTn <f|U0(t0,Tl)VUQ(T1,T2)

><VU0 (72,73) .. Uo Tn—1,Tn VUO(T'mtO)I >

oo

1
X exp (%Efﬁ) Vi exp< > exp( Ej172> i
i i i
X exp _ﬁ jQTZ eXp h eXp hE]m 1 7m 1Jm
X exp <_% jme> i 'eXp< Jn— 2 ) V7n 2Jn—1
X exp <—%Ejn17n1> exp(%E]n T > Vi1 exp< hE Tn)

X exp <%Ezt0) .

Setting ¢ — —oo0 and t — oo, we find the equation
St —5142—271'15 E; — E)Vy — 2mi0(Ef — E;)

x Z I Vf]l Jijz - - %n—Zjn—l‘/jn—li [(EL - Ejl + ie)

n=2 YJ1;Jn-1

X (Ei—Ej,+i€)... (B, — E;_, +ie)(E; — E;,_, +i6)] . (13.47)

However, we can also use

; t \(E, — E;
—2mié(Ey — Ei) = — lim / dr exp <—1( ! )+ 67)

h e—0,t—00,et—0 oo h

- , 1 p(i(Ef - Ei)t—o—et).

lim
e—0,t—00,et—0 Ez — Ef + ie h
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This yields a form which is very similar to the expressions for the shifts of
wave functions in time-independent perturbation theory,

i(Ey — Bt + et Vii
S = lm p(M) (W ;

e—0,t—00,et—0 h EZ — Ef + i€
00

+ Z i Vi Vinga -+ Vincagna Vinai [(El - Ef+ ie)

n=2 YJ1sJn-1
. . -1
x (E; — Ej, +ie€) ... (E; — Ej,_, +i€)(E; — Ej,_, +ie)] )
If the initial state is continuous, |Sy;|* will enter into the calculation of cross
sections. If only the final state is continuous, |Sy;[* will enter into the calcu-
lation of decay rates. If both external states are discrete, the perturbation V'

should be treated as arising from a quantum field, see the remarks at the end
of Section 13.3.

13.8 Problems

13.1 Use Fourier transformation to calculate the matrix elements (z|U(t)|z")
for the free time evolution operator in one dimension. Compare with the result
(13.7) for the harmonic oscillator.

13.2 Calculate the annihilation and creation operators a(t) and a*(t) of the
harmonic oscillator in the Heisenberg picture.

Use the previous results to calculate the operators x(t) and p(t) for the har-
monic oscillator in the Heisenberg picture.

13.3 Calculate the first order transition probability for the transition 1s—2p
for a hydrogen atom which is perturbed by a potential

V(t) = Py exp(—[t]/7).

P and 7 are constants. What is the meaning of P in the limit 7 — 07

13.4 The Golden Rule #2 for the first order transition rate (13.29) is often
abused for the discussion of transitions between discrete states. In this problem
you will be asked to figure out where the drivation of the Golden Rule #2 for
transitions between discrete states breaks down.

13.4a Calculate the first order transition probability for transitions between
discrete energy eigenstates |m) — |n) under the influence of a monochromatic
perturbation V(t) = W exp(—iwt) which only acts between times ¢ and ¢.
Which consistency requirements do you find from the condition that the first
order result describes a transition probability P, (t,t)? Calculate also the
transition rate wy,—n(t,t") = dPmn—n(t,t")/dt.

13.4b Try to take the limit t — ¢ — oo to derive the Golden Rule #2. Does
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this comply with the consistency requirements from 13.4a?
13.4c Why do the inconsistencies of 13.4b not appear if the final state |n) is
a continuous state?

Solution to Problem 4

For a periodic perturbation V(t) = W exp(—iwt) the first order transition
amplitude between times ¢’ and ¢, and between different eigenstates of Hy
becomes

(n|Up(t,t')|m)

Q

_ﬁ/ﬂ dr exp[i(wpm — w)T](n|W|m)

expli(wnm — w)t'] — expli(wnpm — w)i]

- W{m).
T — (nl W}
The resulting transition probability is
1 — cos[(Wpm — w)(t — )] 9
Pt —t) =2 IR [(n|W|m)]
2 sin[(Wm — w)(t — t)/2] ?
= w 13.48
(2= DB ) (13.45)
and the rate of change of the transition probability follows as
d 2 sinf(wpm — w)At] 5
mon(At) = — P (At) = — . 134
W (A0) = G Paon (8) = D2 W), (13.49)

Equations (13.48) and (13.49) yield perfectly well behaved, dimensionally cor-
rect expressions for the first order transition probability and transition rate
between discrete states. Consistency with the probability interpretation for
the extreme case wy, —w = 0 requires

h
=t < .
At=t—-t < Tk (13.50)

or alternatively, consistency of (13.48) with the probability interpretation for
arbitrary At requires

2
wom = @] > Z (| |} (13.51)

The problem arises with the limit At — oo, which would transform the tran-
sition rate from an ordinary function of frequencies into a § function,

_ _ T 2 _
W = 0w (AL) = 2 [ (W [m) [0 (wnm — w)
2
= 2|l |m) PO(Ey — B — ). (13.52)

Here we used
Sin[(Wym — w) At I
lim sin{(wnm = w)At] = lim - / dr expli(wpm — w)T7]

Wnm At—00 At

= 10 (Wpm — w) = Tho(E,, — E,,, — hw).
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Taking the limit At — oo violates either the condition (13.50), or the condition
(13.51) through its result wy,, —w — 0 for a transition. From this point of view
(and ignoring the fact that we should have at least one continuous external
state when properly taking into account photons, Section 18.5), the resolution
of the paradox of emergence of a § function between discrete states in the
limit At — oo is that in the region of frequencies (13.51) where the first
order result might be applicable, the first order result becomes subdominant
for large At and (at the very least) higher order terms would have to be
included to get estimates of transition probabilities and transition rates, or
perturbation theory is just not suitable any more to get reliable estimates for
those parameters.

These problems do not arise for continuous final states, because in these cases
Prsn(t, 1) = dPpyn(t,t') = dE,0(E,)|Snm(t,t)|? are not transition proba-
bilities any more (which would be bounded by 1), but only transition proba-
bility densities for which only the integral over the energy scale with measure
factor o(E,) is bounded.

13.5 Calculate the cross section for recombination of an electron and a pro-
ton with energy A%k%/2pu (in their relative motion) into the ground state of
hydrogen. Perform the calculation both in parabolic and in polar coordinates.



Chapter 14

Path Integrals in Quantum
Mechanics

Path integrals provide in many instances an elegant complementary description
of quantum mechanics and also for the quantization of fields, which we will
study from a canonical point of view in Chapter 17 and following chapters. Path
integrals are particularly popular in scattering theory, because the techniques
of path integration were originally developed in the study of time evolution op-
erators. Other areas where path integrals are used include statistical physics
and the description of dissipative systems.

Path integration is based on a beautiful intuitive description of the quantum
mechanical time evolution of particles or wave functions from initial to final
states. The prize for the intuitive elegance in the description of time evolution is
that the description of bound systems and the identification of the correspond-
ing states is often cumbersome with path integral methods. On the other hand,
path integration and canonical quantization complement each other particu-
larly well in relativistic scattering theory, where canonical methods are needed
for unitarity of the scattering matrix, for the normalization of the scattering
states, and also for the correct choice of propagators in perturbation theory,
while the path integral formulation provides an elegant tool for the develop-
ment of rules for covariant perturbation theory.

Path integrals had been developed by Richard Feynman as a tool for under-
standing the role of the classical action in quantum mechanics, and had then
evolved into a basis for covariant perturbation theory in relativistic field the-
ories'. Our introductory exposition will focus on the use of path integrals in
scattering theory. The first authoritative textbook on path integrals was co-
authored by Feynman himself [9]. Extensive discussions and many applications
of path integrals can be found in [12] and [21]. The use of path integrals in per-
turbative relativistic quantum field theory from a particle physics perspective
is discussed e.g. in [16,29,39].

'R.P. Feynman, Ph.D. thesis, Princeton University 1942; Rev. Mod. Phys. 20, 367 (1948).

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 241
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_14,
© Springer Science+Business Media, LLC 2012



242 Chapter 14. Path Integrals in Quantum Mechanics

14.1 Time evolution in the path integral
formulation

The standard formulation of path integrals derives from the time evolution of
states in the @ representation,

(@|y(t)) = (2|U(t, t0) |9 (t0)),

We can also write this as

(x[Y(t)) = (z,t,to|Y(to))

if we define the time-dependent states

@, 1, to) = U (¢, to) ) = Texp<%/tt°dTH(T>> ). (14.1)

The parameter to is usually suppressed in the notation of states, |x,t,ty) =
|z, t), |¥(to)) = |¢). Note that the time-dependent basis states (14.1) are just
the eigenstates of the Heisenberg picture operator

x(t) = UT(t, to)xU(t, to),

and the time parameter ty is the time parameter where the Schrodinger picture
and the Heisenberg picture coincide. The Heisenberg picture eigenstates satisfy
the completeness relation

/d3:c |z, t)(x, t| =1 (14.2)

as a consequence of the completeness relation of the x eigenstates |x) and
the unitarity of the time evolution operators. Furthermore, the composition
property (13.5) of time evolution operators implies that the products of the
Heisenberg picture eigenstates yield the x representation of the time evolution
operator,

(x, t|x' 1) = (x|U(t, 1)|z). (14.3)

The properties (14.2) and (14.3) imply the following representation of the time
evolution of a state,

(2, t|y) = (x, | (H /d3a:n |wn,tn><wn,tn|> V)

:/dSJSN e /d3$1<$|U(t,tN)|CBN><$N|U(tN7thl)‘(BN,1> e
X<$2|U(t2,tl)‘$1><$1|U(t1,t0)|1/)>. (144)
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Equivalently, we could also have arrived at this equation directly from the com-
position property (13.5) of the time evolution operator and the completeness
of the Schrodinger picture eigenkets |x).

Equation (14.4) implies in particular for the initial state |1)(to)) = |xo) =
|zo, to) the evolution equation

(@, t]ao) = (x[U (1, 1o) |20)
:/dsil:]v . /d32131<:13|U(t, tN)|£BN><:BN|U(tN7tN_1)|:BN_1>
X (@2|U (T2, t1)]1) (21| U (t1, to) [200)- (14.5)

Intuitively the formula (14.5) can be considered as an integration over the set
of all paths that a particle can take from an initial location @y at time ty to
the location « at time ¢. In particular, if we use

(Ut twlen) = (ol exp |5 (24 v60) | oo

= Gal Jim_ 1 -1 (2";+v< ))}Nm (14.6)

and substitute the following peculiar decomposition of unity,

1= [@ [#pla) alp)
/d3 / 5|ac exp(hp :c) (p| (14.7)

between any two factors in the product (14.6), we find
(. tlao) = (2|U(t, to)|xo)

N B dp . N
~ lim / Ford'pr ps-x; | (@ley) (pyl
(H Ve ) ( >

2

« :1 _ it];;) (;’—m + V(x)>: @y ) pral
slan)pnl |1 =i (24 V60| fen o
«|1- 1t;[7§° (% + V(x)): |220). (14.8)

The momentum in-tegrals are
d3p i t—1t p2
\/27r_13 exp<ﬁp1.:c1> (PN [1 —1 Nho <% + V(X)ﬂ |er_1)
d*py d—to B2 o2 i
1— -9 () — @y
/(2775) [ Nh Vi(zr-1) Zmaaﬁl)] eXp(hpf (xr — s 1))

[, =t n o
= |:1—1 Nh <V($]1)—%6w—§_1>:| (5((13[—33[,1), (149)
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and this exactly returns equation (14.6) if we would have substituted N copies

of
1= /d3w |z) (x|

instead of (14.7). This is exactly as it should be. However, if we instead sub-
stitute

.t —1o p? .t —tp P%
1—i—2 (2L )| ~exp|— 2L B
[ i— <2m+V(m1 1) exp | —i—r 2m+V(w1 1)
in (14.9), we find that the momentum integrals are
/ dsp] ,t—tofié NIE[*:B]_I 2
—— exp|—i—————— —mN—
(2mh)3 b omhN_ \ P! t— 1o —ie

o 2
X oxp (1 NEM)

2h t—tp

mN ) im Ty — 11 Qf—tg
= — Y~ &XP|+— N .
2mih(t — to — i€) h2 t—t N
This motivates the following formula for the matrix elements of the time evo-
lution operator,

(@, tlao) = (2|U(t to)| o)

~ 3Ny
~ 1 . omy 3 _
=~ g \/th(t —ty —i€) <1Hl /d ml) ow =) (1410)
i al m x x 2 t—t
2z D gL — -ty IR A I
xexp(h;l[2 < — > Vix, 1)] N

The exponent is a discretized version of the action integral of a non-relativistic
particle, and this motivates the further short hand notation

z(t)=x

(@|U (1, to) o) = /

x(to)=x0

Dz(t') exp Li_l /t:dt’ (%.@2(5) - V(a:(t')))]

- /:(t)_m D*z(t') exp (%S[Mt’)}) : (14.11)

(to)==0o

where S[x(t')] is the action functional of the particle (see Appendix A). Please
note that this standard notation for path integrals is misleading with regard
to the length dimension or units of the path integral. The & matrix elements
of the time evolution operator have dimension length™3 in agreement with the
dimension length~—3/? of x eigenstates in three dimensions, see Section 5.3. This
of course agrees with the discretized version on the right hand side of equation
(14.11). The three-dimensional path integral therefore has dimension length =3,
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but the notation | D3z exp(iS[z]/h) suggests length dimension length®. A di-
mensionally correct, but also more awkward notation would be

(@|U(t, to)|@o) = 6(z(to) — @0) 6 (x(t) — )
/D3 t') exp(hS[m(t’)]), (14.12)

where the end point integration of the path would implement the boundary
point constraints. We will continue to use the standard notation (14.11), but
keep the fact in mind that this notation is not dimensionally correct.

Equation (14.11) defines the path integral representation of the propagator
in configuration (x) space. Note that nothing in the derivation required for-
ward evolution ¢ > t; in time. Of course, the same results apply for backward
evolution. However, the discretization into time steps (¢ — t)/N imply that
consecutive steps are either always later or always earlier depending on t > t,
or t < to, respectively. Therefore path integrals with factors like x(¢;)x(t2) in
the integrand correpond to time ordered matrix elements in canonical quanti-
zation, but whether time ordering refers to later times or earlier times depends
on whether we are studying forward or backward evolution in time. Usually
we are interested in forward evolution, i.e. we assume t > ty in the following.

A virtue of the path integral is that it explains the principle of stationary
action of classical paths as a consequence of dominant contributions from those
trajectories where small fluctuations of the path do not yield cancellation of
the integral from phase fluctuations.

As a relatively simple exercise, let us see how this reproduces the x represen-
tation (4.37) of the free propagator.

The integrations in (14.11) for V(x) = 0 include a set of N — 1 Gaussian
integrals. The first integral over d®zx; yields

3
mN mN 1 (@2 — @ )2
omih(t —to —ic) V| 20h(t —to—ie)2 2 0

. mN Ty + X 2
43 ) =
X / T exp[ 2h(t —fo —i6) <w1 5 ) ]
1 mN

exp | — 1(58 —x)°
NG P 20t — to — i€) 2 : o

Next we evaluate the @ integral and then work consecutively through all the
integrals. This reproduces always a similar result with minor variations. One
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can show by induction with respect to I that the x; integral yields

mN exp | — mN 1 (@11 — @ )2
omih(t —to — i)l P 2h(t —to —ie) I+ 1 LT O

x/dsw e — mN r+1 x ——I (w +E> ’
POVt —ty—1e) 1T \7 T+1\"H T

1 mN 1
—— €X —
T P2 —to—ie) I +1

After the final integrations over @x_; and xy (which is trivial due to the ¢
function in (14.11)), we are left with

(@141 — mo)‘ﬂ .

(x,tlxo) = (2|U(t,t0)|z0)

m 3 m(x — xo)’
- T, . N XP|\—z=— |
\/27T1h(t — to — i) 2ih(t — to — i)

which is indeed the @ representation (4.37) of the free propagator.
Note that the classical trajectory of the particle from the location xy at time
to to the location « at time ¢ is given by

ximo(t/—to)_

zy(t') = xy + =x +x ,
a(t) = 2o t—to t—ty  Vto—t

and therefore the factor in the exponent of the free propagator is just the
action functional evaluated on the classical trajectory,

M) i)

2 t—tg A

This holds in general for propagators where the Lagrange function contains
at most second order terms in particle velocities and locations, and the path
integral formulation is particularly well suited to prove this. If the Lagrange
function contains at most second order terms in @ and x, then due to fixed
initial and final points x(to) = @ and x(t) = @, the action functional for all
admissible paths x(t') is exactly

Sla(t')] = Slwalt /w/w (t") — wa(t")

W' (@(t') = za(t)) (14.13)

see Problem 1. Functional integration over exp(iS[z(t')]/h) then yields a con-
stant from the Gaussian integral over the fluctuations x(t') — x4 ('), and a
remnant exponential factor,

(|U(t,to)|xo) ~ exp (fiiS[wd(tl)D .
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14.2 Path integrals in scattering theory

We have seen in Chapter 13 that the calculation of transition probabilities
or scattering cross section from an initial state |¢;(¢)) to a final state |¢/(t))
requires the calculation of the scattering matrix element

Srilt, t') = (W OIUE)wi(t) = (| Up(t, 1)),

where

Up(t,t') = exp<%H0t> Texp(é/t dr H(t )) exp(%H@’)

is the time evolution operator on the states in the interaction picture. We also
recall that the usual default definition of the scattering matrix involves ¢t — oo,
t' — —o00, Sy = Spi(00, —00). For the following discussion it is convenient to
relabel initial and final times as t' — t;, t — t¢. Equation (14.11) then implies
a connection between scattering matrix elements and path integrals,

. : - 1

« /w P a(t) exp (%swn) (] exp(——HOt) ). (14.14)

(ti)==;

This is still a mixed formula involving both canonical operators and a path
integral. We now assume that our initial and final states are momentum eigen-
states |¢;) = |p:) and |¢f) = |ps), and we also assume that the scattering
potential V(x,t) is localized with finite range. The free Hamiltonian for the
free-free scattering problem is Hy = p?/2m. The resulting scattering matrix
element is then

z(tf)=xy i
. 3 d ( —_—
it [ [ [0 e (jstac)

ty — pj 7
exp[FL(qupi-wi—p]wwf)} . (14.15)

X
2m

(2mh)3
For the perturbative evaluation of (14.15) we introduce an auxiliary external
force F(t), such that the Lagrange function including the scattering potential
V(x,t) takes the form
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The path integral in (14.15) then takes the form

5 5 23 23
/D exp( > /D )" ' / dty ... / dt,,
n! J, 0

x exp{% /t;fdt (%a’:g(t) + F(t) ~:c(t))} . (14.16)

Evaluation of the Gaussian integrals as in equation (14.11) for V(x) =
0 reproduces the canonical perturbation series (13.13). However, a differ-
ent representation is gotten if we pull the variational derivative operators
V(—ih[6/0F (t)],t) out of the path integral,

/ D*a(t) exp(%S[w(t)]) — exp {—}l_l /t tfdt’V(ﬂi — 5(2”) tﬂ ZIF),
F] :/D%(t) eXp[%/ti t (S(0) + F (1) ())}. (14.17)

This swapping of the variational derivative operators with the integration over
paths is a corner stone of applications of path integrals in perturbative field
theory, but it is a very delicate point because inclusion of the potential terms
within the path integral implies automatic time ordering of the potential terms,
due to the evaluation of path integrals in small time steps. This time ordering
of the potential terms is generically lost if we evaluate the reduced path integral
(14.17) first and perform the variational derivatives §/0F(t) afterwards only
on the resulting functional Z[F|, because the classical variational operators
commute,

5 56 5
sF) CSF@)  oFw) CSFQ)

Fortunately, this problem is cured through inherent time ordering in the
Green’s function appearing in Z[F], if this Green’s function is determined
in such a way that the expression —h*$*Z[F]/(0F(t) ® 6F(t')) matches
the two-point function (xy,ts|x(t) ® x(t')|@;, t;) of the canonical theory for
ty >t >t > t;. Therefore we will continue with the evaluation of the path
integral Z[F].
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The equation of motion of a classical non-relativistic particle under the influ-
ence of a force F'(t) is directly integrable,

z(t) =z, +v(t — t;) + /dt/ dt" F(t") (14.18)

Partial integration of the acceleration term yields a Green’s function represen-
tation

1 t
o(t) = @i + vilt — ;) + E/ dt' (t —t"F(t)
t;
=x; + vt —t;) + %/ dt' G;(t,t")F(t'), (14.19)

with a Green’s function which satisfies homogeneous initial conditions,

Gi(t,t)) = (t—t)[O(t —t') — O(t; — )]

={-t)[O{ —t)—-0{ —1), (14.20)
(92 / / 8 ! _ N
@Gi(t,t) =5(t—1), atG(t ') . =0, Gi(t;,t)=0.

If we determine the velocity v; such that x(t;) = xy, we find another Green’s
function representation

t—t t—t ottty + 't F(
Ly a; +/dt’LL
tiftf tffti tf tffti m
tt, +t't; F(t tt +tit, F(t
+/ﬁ + f<>+/d, s F()
t; t

z(t) = x;

t—tf m ; tf—tl m

t—tf t—t; 1/°° , B
=x; x — | A’ Gt ) F(t), 14.21
Ty ter b | AU Gt F(E) (14.21)

with a Green’s function which satisfies homogeneous boundary conditions,

tty +t't;
Gr(t,t') = t;T O —t') —O(ty — 1)
S ot — 1) - Ot~ 1)
t—t,
w Ot — ) — Ot — )], (14.22)
f— b

2

a ! ! !
Gt ) =6t =t), Gult;t) =0, Gultit) =0,

The most general form of the Green’s function for the Newton equation is
i

Gt,t) = t=a, a(tt + B(t). (14.23)
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It is useful to have a convolution notation for the following calculations. We
define

(GoF)(t) = /Oodt’G(ut’)F(t’)
and :

(GoF)(t) = 1 Zdt’ %G(t,t/)F(t’).
Partial integration yields the following representation of the action of a particle
under the influence of a force F'(t) for every Green’s function (14.23),

[ (a0 + P0-20) = (o) - CHE) o myy

4 2m

~ (m(ti) - w> (G o F)(t)

2m

+% tfdt (:c(t) _ W> n Qi tfdt F(t)-(GoF)(t). (14.24)

m m Jy,

The trajectory x(t) between x; and @ appears only in the free particle action
for the free trajectory

X(t) = a(t) — —(G o F)(t), (14.25)

1

m
which classically satisfies X (t) = 0. Therefore the path integral (14.17) can be
evaluated in terms of the result for the free particle,

Z|F) = ,/#f_mgexp{% (X (GoF)(t) - X+ (Go F)(m)ﬂ

X exp (im(Xf - X)° 4 /tfth(t) (Go F)(t))

2h(tf — t,*) 2mh

i

— Xty )X e 5 [t E (0@ PY0)

mh J,,
X exp [% (Xf (GoF)(t;) — X, (Go F)(ti))} . (14.26)
We can summarize our results in the equations
. i o0 (v=0)
Sfl = t,ﬁflgoI,Itlfﬁoo exXp |:7_i/t; dtV(th, t>:| S i s (1427)
wv=0) _ _1 3 3 :
Sy = @nh) /d Xy /d X, Z[F|( Xy, tp; X, )
ity — piti i 1
X exp {Pils —Piti exp lpi | X+ —(Go F)(t;)
2mh h m

X exp [;pf. (Xf + %(G ° F)(tf))], (14.28)
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The integrals over X and X, amount to a Gaussian integral involving X, —
X; and an integral over a Fourier monomial involving X;. Evaluation of the
integrals yields

SY=0 _ exp <% /t ‘tfdt F(t)-(Go F)(t))
xexp(i’%- [1(G o Pty - (GOF)(tf)D

mh
xa(pf— (G o F)(t)) _pi-i-(GoF)(ti)). (14.29)

X exp(— P [tz(G oF)(t;) — (Go F)(tz)]>

For consistency we note that this reproduces the correct result Sy; = 6(py — p;)
for the free particle. The § function implies conservation of the free momentum
P = p(t)—(GoF)(t), or equivalently matching of the external momenta under
evolution with the force F'(t),

ty
Py =Di +/ dt F(t). (14.30)
ti
Please note that it is not possible to impose simultaneous boundary conditions
a ! !/
ty =Gt ) =Gt
Cot =t
f
and
t; 2G(t t') = G(t;, 1)
(2 at b t:tl 1y )

because such a Green’s function does not exist. As a consequence it is not pos-
sible to eliminate the initial and final state dependent exponentials in the scat-
tering matrix through a clever choice of the Green’s function. This is of course
as it should be, because the scattering amplitude M ; = i(Sy;—d ;) /0( Py — P))
generically must depend on the initial and final states.

So far the derivation did not restrict the choice of the Green’s function G(t, ')
(14.23). In the next steps we will fix the functions a(t') and (¢’) such that the
free one and two-point functions from variational derivatives of Z[F] match
the corresponding matrix elements in the canonical theory.

The calculation of the one-point function from the path integral (14.26) for
t; <t <ty is complicated by the fact that the generic Green’s function (14.23)
shifts x;/; to X;/; according to equation (14.25). This implies

(@g,trlz(t)|zi, ti) = —ih %@Z[F] o (s |Uo(ts, ti)|:)

Ty + x; o Ty—x;
ZfT — (X, — X)) - ‘
X < 5 +at) (zy— ;) +m<5F(t) (X i) — )
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However, we have

t t;
- X0) = a0t~ t) + £ — L

m——— (X

SF(t) (X;

and therefore the path integral result for the one-point function does not de-
pend on the gauge functions «(t') and S(t'),

@ty (O t) = —ih s 2L

= (xs|Uo(ts, t:)|:)

F=0
t—t, tp—t

x (@ — + a;L (14.31)
tr—t tp—t;

The corresponding canonical one-point function is with the Heisenberg opera-

tor
() it it o t
x xp meip P 2m hp mp

given by

@ty t) = (aslon( 5 ) (x+ )p(Q;—hp) 2

— (o] exp(

= (:I:Z . t,t aif mf|U0 tf, |ZIZL>

-t
= (a:i+(:cf:ci) —

)<mf|Uo<tf, ke, (14.32)

i.e. the same result that we found in the path integral calculation. The one-
point function (&, ts|x(t)|x;, t;) is fully compatible between the path integral
and the canonical formalism and does not restrict the choice of the Green’s
function in (14.26).

The time ordered canonical two-point function for t; < t; <ty <ty is

(g, 17 Tx(tr) @ x(ta)|s, ti) = (@7, L[x(t2) © x(t1) |23, 1:)

_ _dty 2] h it 2\ |,
N <a:f|exp< 2mhp > (x—i— mp> © <X+ mp> exp<2mhp > [:)
L ty —tg Lt =t t—t; |
= (@] (X+ p- p> 0Xp< 5P | @ | x+ ——p | |2:)
ih 0 ih 1o}
= —— (e —ty)5— i — — (1 —t)5— Uo(ty,t:)|z;
(mf —(t tf)amf> ® (m —(t )8a:f> (x|Uo(ts, ti)|:)

= <a’f + (x5 — wi)tj_ tf) ® (wz (2 — @)= ti) (@] Uo(ts, ti)|2:)

t—t,
ity —ty) (0 — 1)
m tf —t,*

Ly |Uo(ty, ti)|z:). (14.33)
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A lengthy but straightforwad calculation shows that this agrees with the path
integral expression

52Z[F)
|t t)|asty) = —h2 ——— 211
(@ trlalts) @ 3t t) = <1 gt
if and only if we choose a(t') = —1/2 and S(t') = —t'/2 in (14.23),
G(t,t) = %(|t —t—t—t)=—tO —t) —t'O(t —1t). (14.34)

The limit ¢; — —o0, t; — o0 in equation (14.29) then yields the following
representation of the scattering matrix element,

(V=0) _ 1 p; [~
Sy =exp <%F oGo F) exp<mh [wdt/ t/F(t'))

« 5<pf i /mth(t)) (14.35)

o0

/_:dt /_:dt/ Gt " F(t)-F(t)
= —2/:dt/;dt’t’F(t)-F(t’).

We can also write the result (14.35) in the more symmetric form

5<V°>_exp<4 h/ dt/ dt' |t — | F(t) - ())
xexp< p;+;’ -/_OodttF(t)>
X(S(pf—pi—/:th(t)). (14.36)

It seems surprising that substitution of (14.36) into equation (14.27) and set-
ting F' = 0 after evaluation of the functional derivatives yields scattering from
the potential V. However, equations (14.27,14.36) compare to the practically
useful relation (13.13) (or the equivalent relation (14.16)) for the scattering
matrix elements like the representation

with

FoGoF

—ie 02

(@ltnte ~ ) = exp i3 7 Y dle - o)

for the  matrix elements of the fee time evolution operator compares to the
practically more useful representation (4.37).

Recasting the perturbation series in terms of V' (—ihd /0 F'(t), t) instead of V' (z, t)
does not yield a more efficient or practical representation for potential scatter-
ing theory. However, recasting interactions in terms of functional derivatives



254 Chapter 14. Path Integrals in Quantum Mechanics

is useful when interactions are expressed in terms of higher order products
of wave functions instead of potentials. Therefore we used the transcription
of potential scattering theory in terms of functional derivatives with respect
to auxiliary forces as an illustration for functional methods in perturbation
theory.

14.3 Problems

14.1 Verify (14.13) for the general second order particle action

Slz(t)] = /t dt’ <%ds(t')-M-:’c(t’) +%a:(t’)-E-a’:(t’)

0

1 ’ 2 / !
_§m(t).Q_.x(t)+F~:c(t)>,

F'=—F, x(ty) ==z, =) ==

14.2 Which exponential factor in the propagator (x|U(t,)|xo) do you find
for a harmonic oscillator?

14.3 Derive the particular Green’s functions (14.20) and (14.22) from the
general form (14.23).

14.4 Calculate the expression

§2Z[F)

. ) = — 2 T N — 1/, N
(s, trlx(te) @ x(t1)|xs, i) h OF (ty) @ 0F (t1) | pg

for arbitrary gauge functions a(t’) and 5(¢') in the Green’s function and verify
that we have to chose (14.34).

14.5 Calculate the time ordered three-point function
<a:/,t/|x(t3) & X(tg) X x(t1)|wi,t,»), b <t <t <tz <ty,

both in the canonical formalism and in the path integral formalism.



Chapter 15

Coupling to Electromagnetic
Fields

Electromagnetism is the most important interaction for the study of atoms,
molecules and materials. It determines most of the potentials or perturbation
operators V' which are studied in practical applications of quantum mechanics,
and it also serves as a basic example for the implementation of other, more
complicated interactions in quantum mechanics. Therefore the primary objec-
tive of the current chapter is to understand how electromagnetic fields are
introduced in the Schrédinger equation.

15.1 Electromagnetic couplings

The introduction of electromagnetic fields into the Schrodinger equation for a
particle of mass m and electric charge ¢ can be inferred from the description
of the particle in classical Lagrangian mechanics.

The Lagrange function for the particle in electromagnetic fields

E(z,t)=-VP(x,t)— %, B(z,t) =V x A(z,t)
L= %:i:(t)Q +qa(t) - A(z(t),t) — q@(a(t), b). (15.1)

Let us check (or review) that equation (15.1) is indeed the correct Lagrange
function for the particle. The electromagnetic potentials in the Lagrange func-
tion depend on the time t both explicitly and implicitly through the time
dependence x(t) of the trajectory of the particle. The time derivative of the
conjugate momentum

oL
p=o =mi+qA (15.2)

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 255
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_15,
© Springer Science+Business Media, LLC 2012
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is therefore

According to the Euler-Lagrange equations (cf. Appendix A), this must equal

ox

The property (7.12) of the € tensor implies
€; (;0,4; — 1;0;4;) = €i€jirimT;01Am = & X B,
and therefore the Euler-Lagrange equation yields the Lorentz force law
m#& = q(E +v x B), (15.3)

as required.
The classical Hamiltonian for the particle follows as

1 m
H: .'7L:_ — A2 @Z_.Q q) 14
p-x 5 (P~ 4A)" +q 5E +a (15.4)

For the translation of the previous observations into quantum mechanics in
x-representation, we observe that the substitution

me=p—mx=p—qA
in the x-representation of quantum mechanics corresponds to

—ihV — —ihV — qA. (15.5)
Therefore the Schrodinger equation with the Hamiltonian from (15.4) is

0 1
ih—V¥ =——
ot 2m
This is the Schrédinger equation for a charged particle in electromagnetic fields.
If we write this in the form

(AV —igA)* W + gV, (15.6)

ih%\l/ — @ = — (ihV + qA)* U

1
2m
we also recognize a further substitution besides (15.5),

Equations (15.5,15.7) can be combined in 4-vector notation with pg = —FE/c,
AO = —q)/C,

pu = —ihd, = p, — qA, = —ih0, — qA,.
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This observation is useful for recognizing a peculiar symmetry property of
equation (15.6). Classical electromagnetism is invariant under gauge transfor-
mations of the electromagnetic potentials (here we use f(x) = f(x, 1)),

P(z) = P'(x) = ®(x) —cOpp(z), A(x) = A'(z) = A(x)+V(x), (15.8)

where the arbitrary function ¢(z) has the dimension of a magnetic flux, i.e.
it comes in units of Vs. The Schrodinger equation (15.6) should respect this
invariance of classical electromagnetism to comply with classical limits, and
indeed it does. If we also tansform the wave function according to

V() = U(z) = exp (i%(p(x)) U(z), (15.9)

then the Schrodinger equation in the transformed fields and wave functions
has exactly the same form as the Schrodinger equation in the original fields,
because the linear transformation property

0 1
i U — gV + o (A — ig AV

0 1
= exp (I%QO(SC)) {17"1&\1! —qdV + %(hv —igA)*W

implies that
ihglll’ — q®'V + L(hV —igA' )’V =0
ot 2m

holds in the transformed fields if and only if the Schrodinger equation also
holds in the original fields,

0 1 N2
lh&\lf —qdVU + %(EV —igA)*¥ = 0.

The reason for the linear transformation law is

q ’ ~q q
Oy — lﬁAu =0, — 1%‘4# — 1%@#‘/’)

- o) (- a1,
which implies that the covariant derivatives
D = (8, ~i34,) ®
" (R
transform exactly like the fields,
(@) = V(x) = exp(idio(a)) W(a),

D,U(x) = DLW (x) = exp (i%ap(m)) D, (x),
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DuD, ... D,¥(x)— D,D,,... D)W (z) = exp (1%0(3:)) D,D,...D,¥(x).

This implies preservation of every partial differential equation which like the
Schrodinger equation uses only covariant derivatives,

h2
T 2m
Coupling of matter wave functions to electromagnetic potentials through co-
variant derivatives is known as minimal coupling.
Observables are gauge invariant, too. For example, the mechanical momentum
of the charged particle in electromagnetic fields is

m£<az>(t) = /d3m Ut (x,t) [-1hV — qA(z,t)] U(x,t)

hZ
ithO\If(x):—z—DQ\If(x) & 1heDyV (z) D*V'(z).
m

dt
= /d3a: Ut (x,t) [-1AV — qA'(z,1)] V' (2, t).

The mechanical momentum of the particle will generically not be conserved,
because it can exchange momentum with the electromagnetic field which car-
ries momentum pen,(t) = € [d*x E(x,t) x B(x,t). The conserved momen-
tum of the system consisting of charged particle and electromagnetic fields is*
P = m(d{x)(t)/dt) + pem(t) (with the mechanical term applying in this form
as long as the particle remains non-relativistic, of course).

Electromagnetic interactions ensure local phase invariance of nature. We can
rotate the wave function with an arbitrary local phase factor without changing
the dynamics or observables of a physical system, due to the presence of the
electromagnetic potentials. In hindsight, we should consider this as the reason
for the peculiar coupling of the electromagnetic potentials in the Schrodinger
equation (15.6).

Multipole moments

In many applications of quantum mechanics, simplifications of the electro-
magnetic coupling terms in equation (15.6) can be employed if the electro-
magnetic fields have large wavelengths compared to the wave functions in the
Schrodinger equation. The leading order and most common approximation is
related to the electric dipole moment of charge distributions, and therefore we
will briefly discuss the origin of multipole moments in electromagnetism.

Suppose that we probe the electromagnetic potential of a charge ¢ which is
located at &. We are interested in the potential at location r, where |r| > |z|.
Second order Taylor expansion of the Coulomb term in the variables x yields

¢ _q, rx 3rx-rx’ q r-d 1
|r—m|wr+q 3 +a 2r> 77’+ 73 +2T57‘9r
!The canonial momentum (p)(t) = —ih [d*z T (x,t)VU(z,t) = m(d(z)(t)/dt) +

q(A(x,1)) is also generically not conserved, except if the particle moves in a spatially homo-
geneous electric field E(t) = —dA(t)/dt, e.g. in a plate capacitor. However, note that this
is an artefact of the gauge ® = 0.
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with the dipole and quadrupole terms
d=qzx, Q:q(?)m@:c—mﬁ).

For an extended charge distribution g(x) this implies at large distance a rep-
resentation of the potential

r-d 1

,,,,3 +2_r51r.grr

dreg®(r) = /d3:c o) g +

r—a

in terms of the the monopole, dipole, and quadrupole moments

0= [Faoe) d= [Ceo@e. Q= [Fao@lane- oL

We will find that the leading order coupling of long wavelength electromagnetic
fields to charges appears through electric dipole moments of the charges.

Semiclassical treatment of the matter-radiation system
in the dipole approximation

In the semiclassical treatment the electromagnetic fields are considered as ex-
ternal classical fields with which the quantum mechanical matter (atom, nu-
cleus, molecule, solid) interacts.

If we consider e.g. an atom with an internal (average or effective) potential
Vine(x) experienced by the electrons, then the Schrodinger equation for these
electrons in the external electromagnetic fields is

ih% = f%(hv —iqA)*Y + (P + Vi )0 (15.10)
If the electromagnetic fields vary weakly over the extension a of the wave
functions (corresponding to approximately homogeneous field over the exten-
sion of the atom or molecule under consideration), then we can effectively
assume a spatially homogeneous field E = E(t) corresponding to a potential
O(x,t) = —E(t) - . If we assume that our material probes range over length
scales from 1A (corresponding to the size of atoms) to several A (correspond-
ing to molecules containing e.g. several Benzene rings), electromagnetic fields
with wavelengths larger than 100 nm or photon energies smaller than 12eV
can be considered as approximately spatially homogeneous over the size of the
probe. Furthermore the magnetic field in the electromagnetic wave satisfies

B(t) - %v < (B(t) x )
and

1 . w 2
B|=-|FE B| = —|FE| = —|E|.
Bl=-|B|, |B|="|E="|5]
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We have
0A 1. Ta
‘E‘_§’me‘T|E|<<|E|’

and therefore the description of E only through the electric potential,
E(t) = -Vo(z,t) = V(E(l) z),

is justified for A > a. Furthermore, the magnitudes of magnetic contributions
to the Schrodinger equation are of order

qh qh qh

A VY|~ —|E ~_—|E 15.11

A VY[ = 5 Bl fa| [VY] = o B [¥)], (15.11)
2 2 2.2

X pqep o L g2y o Y

o AW = o Bt [Y] = oo ER [y (15.12)

For comparison, the electric contribution has a magnitude of order
q|El|z| || ~ qa|E|[¢].

The ratio of the linear magnetic term (15.11) to the electric term is i/ (2mca).
If we use the electron mass for m, we find

1A

<2x107% x —,
2mca a

i.e. the linear magnetic term is often negligible compared to the electric term.
The ratio of the second magnetic term (15.12) to the electric term is ap-
proximately ga |E|/8mc?*. Validity of the non-relativistic approximation re-
quires that the electrostatic energy qga |E| due to the electric field should be
small compared to mc?. Therefore we also find that the second magnetic term
should be negligible compared to the electric term. Quantitatively, if we assume
mec* = 511keV, we have ea |E| /8mc? < 1 for

2

|E| < Sme” 1016X X ﬂ
ea m a

For comparison, the internal field strength in hydrogen is of order e/(4megad)
~ 5 x 101 V/m.
We conclude that for A > a the effect of external electromagnetic fields can
be approximated by the addition of a term

AV (x,t) = qP(x,t) = —qE(t) - x = —d - E(t) (15.13)
in the Schrodinger equation. The approximation of spatially homogeneous ex-

ternal field yields a perturbation proportional to the dipole operator and is
therefore denoted as dipole approximation.
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Two cautionary remarks are in order at this point. The term dipole approxi-
mation is nowadays more widely used for the long wavelength approximation
exp(ik-x) ~ 1 in matrix elements irrespective of whether the perturbation
operator has the dipole form (15.13) or is given in terms of the coupling to the
vector potential A(x,t) in (15.10).

Furthermore, if we describe electromagnetic interactions at the level of photon-
matter interactions, the dipole approximation (15.13) is generally limited to
first order perturbation theory, and holds in second order perturbation theory
only if additional conditions are met, see Section 18.8 and Problem 18.3.

Dipole selection rules

The first order scattering matrix elements in dipole approximation are given
by Spi = V2riqE(wy;) - (f|x]i)/h, i.e. only transitions |i) — |f) with non-
vanishing dipole matrix elements ¢(f|x|i) are allowed in this approximation.
This yields straigthforward selection rules for states which are eigenstates of
M? and M,. The commutator relation [M,,z] = 0 implies

(' 0 ,m'|[M,,z]|n, £,m) = Rh{n', ', m|z|n, £, m)(m" —m) = 0, (15.14)

and therefore an electric field component in z direction can only induce tran-
sitions between states with the same magnetic quantum number.
In the same way, the commutators [M,,x &+ iy] = £A(x £ iy) imply

(' 0, m'|x £iy|ln, 6,m)(m' —mF 1) =0, (15.15)

such that electric field components in the (x,y) plane can only induce transi-
tions which increase or decrease the magnetic quantum number by one unit.
Finally, the fairly complicated relation [M? [M? x|| = 2h*{M?,x} yields

(!, 0l x|, €, m) (€ + ) (0 + €+ 2)[(€ — )% — 1] = 0. (15.16)

This implies that the matrix element can be non-vanishing only if ¢/ = £ & 1.
¢ = ¢ =0 is not a solution, because in this case the wave functions depend
only on r and the angular integrations show that the matrix element vanishes
in this case.

Equations (15.14-15.16) imply the dipole selection rules A¢ = +1 and Am =
0,£1.

15.2 Stark effect and static polarizability
tensors

Polarizability tensors characterize the response of a quantum system to an
external electric field E. The calculation of polarizability tensors is another
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example of applications of second order perturbation theory in materials sci-
ence. It also illustrates the role of perturbation theory in derivations of quan-
tum mechanical expressions for measurable physical quantities, which were
first introduced in classical electrodynamics and were initially approximated
by means of simple mechanical models.

The calculation of polarizabilities generically involves many particles and re-
lated dipole operators V() = — Y.~ ¢E(t)-x;, where it is assumed that
all particles are confined to a region which is still small compared to the
wavelength of the electric field. We will develop the theory in a single-
particle approximation in the sense that we only use the single charged
(quasi-)particle operator V(t) = —gE(t) -x. In the present section we will do
this for time-independent external field, where we can use the techniques of
time-independent perturbation theory. The case of dynamical polarizability
for time-dependent external fields will be discussed in Section 15.3.

Linear Stark effect

Before we jump into the second order calculation of the response to an electric
field, we consider the implications of first order perturbation theory for the
dipole approximation.

An external static electric field shifts the Hamilton operator according to

H0—>H:H0+V:H0—qE'X.

Time-independent perturbation theory tells us that the first order shifts of
atomic or molecular energy levels due to the external field have to be deter-
mined as the eigenvalues of the matrix

@OV ()| = g Ix[v)) - B

and when the n-th degeneracy subspace has been internally diagonalized with
respect to V(x), the first order shifts are

Enl - —Q<¢(O)| | > E = dn,a 'E7

’

with the intrinsic dipole moment in the state |1\ a)
oo = (LB IX[000). (15.17)

The perturbation V' has odd parity under & — —ax, while atomic states of
opposite parity are usually not degenerate. Therefore in systems which are
symmetric under the parity transformation @ — —x, the states in the n-th
energy level usually satisfy

W x| %) =

because the integrand is odd under the parity transformation. Usually this
implies absence of a linear Stark effect in atoms, and the same remark applies
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to molecules with parity symmetry. An important exception is the hydrogen
atom due to f-degeneracy of its energy levels (if the matrix elements of V'
are larger than the fine structure of the hydrogen levels). States with angular
momentum quantum number ¢ have parity (—1)*, so that the n-th hydrogen
level with n > 1 contains degenerate states of opposite parity. Diagnalization of
V in that degeneracy subspace then yields states |1\ ") with (1)) ©) £ 0.

Quadratic Stark effect and the static polarizability
tensor

Second order perturbation theory yields the following corrections to discrete
atomic or molecular energy levels,

Z (0)|V|1/1(0)>|
T in E(0> E(O)

(0) (0)
e Yy W bl
#n 8 n _Em

The notation takes into account that the intermediate levels can be continuous,
but degeneracy indices are always discrete.
We can write the second order shifts in the form

1 1
(2 — _
E) = —3 diney - E = —3 E~g(m) -FE,
where
d("a) = g(ncv) -E

is the induced dipole moment and a,, is the static electronic polarizability
tensor in the state |¢${2>,

1

2 (0) (0)

Qna) = —4 I << w X 1/%&
(na) min% E7(10) _ Er(r?) | | > ( ‘ ‘ >

XD © WDkl ). (15.18)

Note that in the ground state o;; > 0 (no summation convention), i.e. in second
order perturbation theory, which usually should capture all linear contributions
from a weak external electric field to the induced dipole moment, there is no
electronic dia-electricity for the ground state.

15.3 Dynamical polarizability tensors

We cannot use time-independent perturbation theory if the perturbation op-
erator V(t) = —qx- E(t) varies with time. Application of our results from
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Chapter 13 for time-dependent perturbations implies that the first order tran-
sition probability from a state |m) into a state |n) under the action of the
electric field E(t) between times ¢ and ¢ is proportional to?

2

t
P00 = [4 [ dr explicnnr) BG) ()|
t/
where

1
—(E, — En).
= (En = Bn)

Wpm =

For t — —oo, t — 00, this becomes in particular (see our previous results
(13.21,13.22))

1 q 2
J iR EE(wnm) (n|x|m)|

m—n
i.e. long term action of an external electric field can induce a transition in first
order between energy levels F,, and F, only if the field contains a Fourier
component of the corresponding frequency wyp,.
However, at this time we are interested in the problem how equation (15.18)
can be generalized to a dynamical polarizability in the presence of a time-
dependent external field E(t).
Suppose the system was in the state |1/)(0> (0)) = |tm, © o) at t = 0, when it begins
to experlence the effect of the electric field. The shift of the wave function
Wn a( )) under the influence of the external field is

[Una(t)) = [RA() = ©() [U(t) = Uo(8)] [$0)
= O()Us(t) [Ug (U (1)Us(0) — 1] [4%)
(O)Uo(t) [Up(t) = 1] ),

and the first order shift is therefore

I
@

i

[HA0) = ~3O000) [ dr Hp (1)

i

_ ,f_i@(t)UO(t)/O dTUa'(T)V(T)Uo(T)Wr(S()J)

_%@(t)/odTUO(t—r)v(r)Uo(T)Iwﬁﬁm-

The induced dipole moment in the state |1/J7(102x> is then given in leading order
by the first order terms (recall that the Oth order term corresponds to the

2Recall that |S,,,|? is a true transition probability only if the initial and final state are
discrete, while otherwise it enters into decay rates or cross sections.
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intrinsic dipole moment (15.17))
diney (t) = (WA ax V(1) + (LR (Dax|vTA (1))
= ¢ 20(0) [ dr UG xUalt — 7)x- BV

,QQ%@@) /Oth @S (r)x - B(r)Uy (t — 7)xUs(£) | C)).

This becomes after insertion of complete sets of unperturbed states in
Uo(t — 7) = Up(t)Uy (1) and Uy (t — 7) = Uy (1) Uy (1)

: t
1 .
doo(®) = 500 Y / dr explisnn (t = 7)WL Ix[00))

(0) X- )y _ 21@ th exp|—iwp, (t — 7
% (O, x- E()) — g <t>225 / Dl it (t — 7)]

< (0O |xc - B(r) | (60 x| 0
:/0 drgma)(t—r)-E(T), (15.19)

with a dynamical polarizability tensor
i .
A1) = ¢ 5O(1) Iﬂexpw D OLXIE,) © (W, )
i .
,qaﬁe(t) i exp(—iwnmt) (W, x| 0) @ (O [x|e,).
m,3

(15.20)

Now we assume harmonic time dependence of an electric field which is switched
on at t =0,

exp(iwt) — exp(—iwT)

E(7) = E, (1) = EO(t) sin(wr) = EO(t) 5

The time integrals in the two terms for d,q.)(t) then yield

2 gt
+ 4 / dr (exp[:tiwnm(t —7) + iwT] — exp[tiwym(t — ) — iOJT])
2h J,

¢ (exp(iwt) — exp(Fiwnmt)  exp(—iwt) — exp(Fiwymt)
=+_— +
2ih W F Wom w £ W

q? wcos(wt) =& iy, sin(wt) — w exp(Eiwnmt)

15.21
ih w? — w? ( )
We also assume slowly oscillating field in the sense w < |wyy| for all quantum

numbers m which correspond to large matrix elements |<w$)ﬂ|x|¢£%>| This
means that the external field is not likely to induce direct transitions between
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different energy levels. Under these conditions, the contribution from the inte-
grals in equation (15.21) to d(,q)(t) will be dominated by the term which is in
phase with the external field,

2 t

+ L dr <exp[iiwnm(t —7) + iwT] — exp[tiwnm(t — 7) — in])

Q2 Wy sin(wt)
h w?—w2
and the induced dipole moment in this approximation is

2

_T Wrnn 0o <0) <0> )
doaret) =5 Y 2 (A - B2
W X GO Bu®)]els) )
This can also be written as
d(na)W(t) = Qpa) (w) - Ey(t)

with the frequency dependent polarizability tensor for the state |w7(10()1> (usually
the ground state)

2
- q Wmn (0) (0) (0) (0)
Q@) = 5 L 5 (WAAIa) © (ol
H X600 © WO Ixlv ) ). (15.22)

The zero frequency polarizability tensor a,,(0) is the static tensor (15.18),
as expected.

The frequency dependent polarizability tensor is not only relevant for slowly
oscillating fields, but appears implicitly already in the equations (15.19,15.20),
which do not include a restriction to slowly oscillating external field. If we agree
to shift the denominator in (15.22) by small imaginary numbers according to

7 Wnm o) (0) (0) (o)
Q(na)(w) = E —1< | |wm B> < |X|1/) >

s w? —why,
2
] o O |
U~
h Zz,ﬁ ok, T U X[EI0) @ (WIx[6,)5).

we find that the dynamical polarizability tensors in equations (15.20) and
(15.22) are related via

g(m)(t) = % /oo dw Q0 (w) exp(—iwt). (15.23)

T —00



15.3. Dynamical polarizability tensors 267

Oscillator strength
Equation (15.22) yields an averaged polarizability

1 2q2 W, 0
Q) (W) = 3T Qe (W) = T imﬂ ﬁ“qﬂfn?

f fm,ﬁ;n,a

] 2 2
m m,3 Winn w

x| )

with the oscillator strength for the transition |gby(f)l)1> — |¢$2ﬁ>:

2m
fm,ﬁ;n,a = %wmn|<wr(r?,)ﬁ|x|¢1(z?()1>|2 = _fn,a;m,6~ (15.24)

We use m both for the mass of the charged (quasi-)particle which has its wave
functions shifted due to the external field, and as a label for the intermediate
states. Since mass never appears as an index in equation (15.24) or the following
equations, this should not cause confusion.
The polarizability is also often averaged over degenerate initial states. If the
degeneracy of the n-th energy level is g,, then

2

1 q fm|n
ap(w) = — Qna) (W) = — —_
( ) gn; ( )( ) m m"")raniw2
with an effective oscillator strength which is averaged over degenerate initial
states and summed over degenerate final states,

1 gm
fm|n = me,ﬁ;n,a = *_fn\m (1525)
In = 9n

With these conventions, positive oscillator strength corresponds to absorption
and negative oscillator strength corresponds to emission. Oscillator strengths
are sometimes also defined through absolute values, but for the f-sum rules
below it plays a role that emission transitions contribute with negative sign.
For an explanation of the name oscillator strength for fy, g, We observe that
a classical isotropic harmonic oscillator model for polarizability
ma(t) + mwix(t) = qE sin(wt)

yields an induced dipole moment

¢ 1
= ————Fsin(wt) = a(w)E,(t

() = a(@ B
with the polarizability
¢ 1

2 2’

oW =

i.e. every virtual transition [{)) — |1/J1(S?ﬁ> contributes effectively like an os-

cillator of frequency |wyn| = ‘Eﬁg) — EYY| /h to the polarizability Q(na)(w) of

the state |1/J7(102y>, but the contribution of that transition is weighted with the
oscillator strength (15.24).
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Thomas-Reiche-Kuhn sum rule (f-sum rule)
for the oscillator strength

Kuhn, Reiche and Thomas found a sum rule for the oscillator strength already
in the framework of old quantum theory®. The quantum mechanical proof is
based on the fact that the Hamiltonian operator H = (p?/2m) + V (x) yields
a commutator

hp
%.

[H,x] = (15.26)

This implies for a discrete normalized state |@Z)£Lozy>

2m 0
iﬁ fm,ﬁ;n,a - S Wmn (1/)(0) lel/J'm /?> <¢£n?5|x|1/f§331>
m,

3h m,B
2m

=g L, (B —E) (i LIxliines) - (s )
m

= o ) (W) - (sl (Ho, x4

m,B

— (A Ho, X1 - (9%
= g 0, () - el
< O Iplps) - () |x|wffg>)
= (b s Bl =

This is the? Thomas-Reiche-Kuhn sum rule,

I fm,ﬁ;n,a =1 (1527)
m,B

Averaging over initial degeneracy indices (15.25) then also yields

Ifm'" =1 (15.28)

Equation (15.26) implies a further relation which connects matrix elements of
x and p,

1
0 0
W (Vs XIU0) = T (W IEE).

This yields an alternative representation of the oscillator strength

— (0) (0)
fmngine = 5 hw L ) o1 T (15.29)

3W. Kuhn, Z. Phys. 33, 408 (1925); F. Reiche & W. Thomas, Z. Phys. 34, 510 (1925).
4If the wave functions are N-particle wave functions and V is the corresponding sum of
dipole operators, the number on the right hand side of the sum rules becomes N.
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which is known as the wvelocity form of the oscillator strength, while equation
(15.24) is denoted as the length form of the oscillator strength. Yet another
common definition in atomic, molecular and optical physics is

2mw 2mw
fmﬂ;n,a = qumsmﬂ;n,m fm\n = Tqmnsm,na
with the electric dipole line strength of the transition |1h{h) — |1/),(3,)5>

2
0 0
Smme = WWimslaxhiQ) P = | —— (s lplvi)|

mn

1
n — g_ Zsm,ﬂ;n,,a - gg_msn,m-

n

Tensorial oscillator strengths and sum rules

We can define oscillator strength tensors through the relations

—m [3 n,o
Q) (W m 22

:iza R
n 0/ —ne m w?rm —w?’

i.e. we have representations for oscillator strength tensors
m

Lrvgme = omn (@l © (6100

s xE0) @ W)

= o (W) © W[ Ho, x][vi0)

— (W0 Ho, X][ns) ® (455 IxI0h)
+ (5| [Ho,x ]|w<0>> ® (¢ f?&IXIl/J(OQ

— (@A X0 @ W [Ho, X1l )

1

= 555 (W) @ Wslplv)

— (¢ <°>|p|w<°)> ® (B0 |x[ %)
+ (@ plv Q) ® <<0>| )
O, ) @ Ulplels) )

= _ina.m/j, (15.30)
and reduced oscillator strength tensors

G
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This yields tensorial f-sum rules,
1
Z;imﬂm,a = 5o (W (bt p) = o)) (e @ ey =1= D" f .

For comparison, we note that the polarization tensor of an isotropic classical
oscillator is easily shown to be
21
aw) =+

mwi —w?™

The standard oscillator strength is related to the oscillator strength tensor via

1
m 'na:_t
Fmpino = 3tr f

=m,Bin,a’

15.4 Problems

15.1 Show that the probability current density in the presence of electromag-
netic potentials is given by

_h
T 2im

i= g (¥ Ve = Vo u - 2idyt Ay).

Is this expression gauge invariant?

15.2 A hydrogen atom is initially in its ground state when it is excited by an
external electric field E(t).

2a. Show through direct evaluation of the matrix elements that the dipole
term V' (t) = —gx- E(t) in first order only excites higher level p states.

2b. The external field is

E(t) = e.£ exp(—t*/T%). (15.32)
How large are the first order transition probabilities P;_,, into excited bound

energy levels?

15.3 How large is the ionization probability for a hydrogen atom in the electric
field (15.32) in leading order perturbation theory?

15.4 Calculate the linear Stark effect for the first excited level of hydrogen due
to a homogeneous static electric field E.

15.5 Calculate the static polarizability tensor in the ground state of hydrogen.

15.6 Calculate the oscillator strengths f,., = 2mwy,|(n’|z|n)|?/h for a one-
dimensional oscillator. Why does the equation for the one-dimensional oscilla-
tor strength differ by a factor 3 from the three-dimensional oscillator strength

(15.24)?
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15.7 Calculate the oscillator strengths f,, ¢m:1,0,0 for the hydrogen atom. How

large is the sum

3 Z/ A it 00

=0 m=—¢

of the oscillator strengths into Coulomb waves?

15.8 We consider the transition |m) — |n) due to an external electric field
E(t). Show that the square of the corresponding first order scattering matrix
element is related to the oscillator strength tensor of the transition through

g’
mhwm,

|Snm|2 E(wnm) i

n;m

- E(wnm)-

15.9 Show that normalizable energy eigenstates, (n|n)
momentum expectation values,

(n[p[n) = 0.

Why does this equation not hold for plane wave states?
15.10 Prove the Bethe sum rule’,

2m
wmn
m,3

mﬁ| eXp(lk X)|1/17(L0()1> 2'

SH. Bethe, Annalen Phys. 397, 325 (1930).

= 1, have vanishing






Chapter 16

Principles of Lagrangian Field
Theory

The replacement of Newton’s equation by quantum mechanical wave equations
in the 1920s implied that by that time all known fundamental degrees of
freedom in physics were described by fields like A(x,t) or U(z,t), and their
dynamics was encoded in wave equations. However, all the known fundamental
wave equations can be derived from a field theory version of Hamilton’s prin-
ciple!, i.e. the concept of the Lagrange function L(q(t),q(t)) and the related
action S = [dt L generalizes to a Lagrange density £(¢(x, t), p(x, t), Vo (w, t))
with related action S = [dt [d*x L, such that all fundamental wave equations
can be derived from the variation of an action,

oL oL

et S e

96 "0(0,9)
This formulation of dynamics is particularly useful for exploring the connection
between symmetries and conservation laws of physical systems, and it also
allows for a systematic approach to the quantization of fields, which allows us
to describe creation and annihilation of particles.

16.1 Lagrangian field theory

Irrespective of whether we work with relativistic or non-relativistic field
theories, it is convenient to use four-dimensional notation for coordinates and
partial derivatives,

0

G

= {2z} = {ct,x}, 0, ={0o, V}.

We proceed by first deriving the general field equations following from a La-
grangian L£(0¢;, ¢;) which depends on a set of fields ¢;(x) = ¢;(x,t) and their

IPlease review Appendix A if you are not familiar with Lagrangian mechanics, or if you
need a reminder.

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 273
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_16,
© Springer Science+Business Media, LLC 2012
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first order derivatives 0,¢r(x). These fields will be the Schrédinger field W(z, t)
and its complex conjugate field U (,¢) in Chapter 17, but in Chapter 18 we
will also deal with the wave function A(z) of the photon.

We know that the equations of motion for the variables x(t) of classical me-
chanics follow from action principles S = 6 [dtL(&, ) = 0 in the form of the
Euler-Lagrange equations

oL d oL

o, dion

The variation of a field dependent action functional

S = ¢ [ d'a £(061. 01

for fields ¢;(x) proceeds in the same way as in classical mechanics, the only
difference being that we apply the Gauss theorem for the partial integrations.
To elucidate this, we require that arbitrary first order variation

or(x) = ¢r(z) + dor(x)
with fixed fields at initial and final times ¢, and ¢,

0pr(x,to) =0, d¢s(x,t1) =0,

leaves the action S[¢] in first order invariant. We also assume that the fields
and their variations vanish at spatial infinity.
The first order variation of the action between the times ¢y, and t; is

6S[¢] = Slo + d¢] — S[¢]
= /d“m/ dt [L(0¢r + 0001, o1 + 6¢1) — L(091, ¢1)]

o4 58 000)

Partial integration in the last term yields

- o [ (-0 =

where the boundary terms vanish because of the vanishing variations at spatial
infinity and at ¢ty and ;.

Equation (16.1) implies that we can have 6S[¢] = 0 for arbitrary variations
d¢7(xz) between ty and t; if and only if the equations

oc_, o
dor " 0(0.0r)

hold for all the fields ¢;(z). These are the Euler-Lagrange equations for La-
grangian field theory.

-0 (16.2)



16.1. Lagrangian field theory 275

The derivation of equation (16.2) does not depend on the number of four
space-time dimensions, p € {0,1,2,3}. It would just as well go through in any
number d of dimensions, where d could be a number of spatial dimensions
if we study equilibrium or static phenomena in field theory, or d can be
d — 1 spatial and one time dimension. Relevant cases for observations in-
clude d = 1 (mechanics or equilibrium in one-dimensional systems), d = 2
(equilibrium phenomena on interfaces or surfaces, time-dependent phenomena
in one-dimensional systems), d = 3 (equilibrium phenomena in three dimen-
sions, time-dependent phenomena on interfaces or surfaces), and d = 4 (time-
dependent phenomena in observable spacetime). In particular, classical particle
mechanics can be considered as a field theory in one spacetime dimension.

The Lagrange density for the Schrodinger field

An example is provided by the Lagrange density for the Schrodinger field,

. n 9
%(w.a—waiwy);—mvw.v\pqﬁ.v.xp. (16.3)

L =
In the notation of the previous paragraph, this corresponds to fields ¢y (z) =
Ut(z) and ¢9(z) = ¥(x), or we could also denote the real and imaginary parts
of ¥ as the two fields.
We have the following partial derivatives of the Lagrange density,
oL ih 0¥ oL ih oL h?

o 2ot Y eun T 2V a@un T am

and the corresponding adjoint equations. The Euler-Lagrange equation from
variation of the action with respect to ¥,
2 5 oL 5 oL
out  'a(o,ut) T (9,0

=0,

is the Schrodinger equation

., 0 h?

The Euler-Lagrange equation from variation with respect to ¥ in turn yields
the complex conjugate Schrodinger equation for W*. This is of course required
for consistency, and is a consequence of £ = L.

The Schrodinger field is slightly unusual in that variation of the action with
respect to ¢1(z) = Ut (x) yields the equation for ¢9(z) = ¥(x) and vice versa.
Generically, variation of the action with respect to a field ¢;(x) yields the
equation of motion for that field?. However, the important conclusion from
this section is that Schrodinger’s quantum mechanics is a Lagrangian field
theory with a Lagrange density (16.3).

2The unconventional behavior for the Schrodinger field can be traced back to how it
arises from the Klein-Gordon or Dirac fields in the non-relativistic limit, see Chapter 21.
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16.2 Symmetries and conservation laws

We consider an action with fields ¢ (¢;, 1 < I < N) in a d-dimensional space
or spacetime:

S = /ddm L(¢p,00). (16.4)

To reveal the connection between symmetries and conservation laws, we
calculate the first order change of the action S (16.4) if we perform Transfor-
mations of the coordinates,

(z) =2 — e(x). (16.5)
This transforms the integration measure in the action as

d'z’ = dx (1 — 0,e"),
and partial derivatives transform according to

0, = Oy + (0u€") 0, (16.6)
We also include transormations of the fields,

¢(@') = o(z) + 60 (). (16.7)

Coordinate transformations often also imply transformations of the fields, e.g.
if ¢ is a tensor field of n-th order with components ¢, (), the transformation
induced by the coordinate transformation x — 2/(x) = z — e(x) is

B () = O™ Oga® .. 0" - Gap. ().
This yields is in first order

5¢aﬂ...u(l') = QS;___V(x,) — ¢a...y($)
= 80z60 : ¢aﬁ...u(x) + aﬂeo : ¢o¢a...u(z) +...+ ayea' : ¢aﬂ...a(x)~

Fields can also transform without a coordinate transformation, e.g. through a
phase transformation.

The equations (16.6) and (16.7) imply the following first order change of partial
derivative terms:

5 (0u6) = 0,66 + (0,c") 0,0 (16.8)

The resulting first order change of the action is (with the understanding that
we sum over all fields in all multiplicative terms where the field ¢ appears



16.2. Symmetries and conservation laws 277

twice)
05 = /dd”’“{laeu (“‘S%qs 09 55 605”‘C>4
-/ ddl{ ( 5 - "””L) <5¢’ (m))
o (&zs O (af¢>> ¢ (“ S A <af¢)>}
= Jaronle (oo 58 " ) + 005 <af¢>}
+ o+ 0.0 (5 - 0505 ) }- (16.9)
Here
5uL = OuL — Dy % —0,0,6- (8f¢)

is the partial derivative of £ with respect to any explicit coordinate dependence.
If for every integration volume, we have off-shell §S = 0 for the proposed
transformations €, d¢, (i.e. §(d?x £) = 0), we find a local on-shell conservation
law

8uj" =0 (16.10)

with the conserved current

L o . oL - oL
= (nre oo a(@m)) " B0.0) (16.11)

The corresponding conserved charge is
Q= /dd Lz 0z, t). (16.12)

If the off-shell variation of the action satisfies 6S = [d%z 9,K" for every in-
tegration volume, the on-shell conserved current is J#* = j* + K* and the
conserved charge is the spatial integral over J°.

Symmetry transformations of the action which only transform the fields, but
leave the coordinates invariant (0¢ # 0, € = 0), are denoted as internal sym-
metries. Symmetry transformations involving coordinate transformations are
denoted as external symmetries.

The connection between symmetries and conservation laws was developed by
Emmy Noether® and is known as Noether’s theorem.

3E. Noether, Nachr. Kénig. Ges. Wiss. Gottingen, Math.-phys. Klasse, 235 (1918), see
also arXiv:physics/0503066.
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Energy-momentum tensors

We now specialize to inertial (i.e. pseudo-Cartesian) coordinates in Minkowski
spacetime. If the coordinate shift in (16.5) is a constant translation, 9,¢” = 0,
all fields transform like scalars, d¢ = 0, and the conserved current becomes

oL
o v V/zﬁ _ au [t 61/(_)V,u.
F=e (” ¢ a(@m))

Omitting the d irrelevant constants €’ leaves us with d conserved currents
0<v<d-1)

9,0," =0, (16.13)

with components

oL

0 =ntL—-0,0 ——. 16.14
7(0,) o
The corresponding conserved charges
Py = l/ddflm 0,° (16.15)
¢

are the components of the four-dimensional energy-momentum vector of the
physical system described by the Lagrange density £, and the tensor with
components O,# is therefore denoted as an energy-momentum tensor.

The spatial components ©% of the energy-momentum tensor have dual inter-
pretations in terms of momentum current densities and forces. To explain the
meaning of ©%, we pick an arbitrary (but stationary) spatial volume V. Since
we are talking about fields, part of the fields will reside in V. From equation
(16.15), the fields in V' will carry a part of the total momentum p which is

1 ,
py = ei—/dd’lm Chs
cJv

The equations (16.13) and (16.15) imply that the change of py is given by

d . g
—Pv = €; / dd_lw 80920 = *ei‘% dd_2Sj @’07 (1616)
dt v ov

where the Gauss theorem in d — 1 spatial dimensions was employed and d¢~2S;
is the outward bound surface element on the boundary 0V of the volume.

This equation tells us that the component ©¥ describes the flow of the mo-
mentum component p' through the plane with normal vector e;, i.e. ©% is the
flow of momentum p’ in the direction e; and j* = ©¥e; is the corresponding
current density. In the dual interpretation, we read equation (16.16) with the
relation Fy = dpy /dt between force and momentum change in mind. In this
interpretation, Fy is the force exerted on the fields in the fized volume V', be-
cause it describes the rate of change of momentum of the fields in V. —Fy
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is the force exerted by the fields in the fized volume V. The component OV is
then the force in direction e; per area with normal vector e;. This represents
strain or pressure for i = j and stress for ¢ # j. The energy-momentum tensor
is therefore also known as stress-energy tensor.

The energy-momentum tensor for the Schrodinger field is found by substitut-
ing (16.3) into equation (16.14). The corresponding densities of the conserved
energy and momentum are usually written as a Hamiltonian density H and a
momentum density P,

h?
H=-0= 2—Vx11+ VU + 0.V P, (16.17)
m

P = %ei@io = ; (U VU —-VUt.0). (16.18)
The energy E = [d*xzH and momentum p = [d*xzP agree with the cor-
responding expectation values of the Schrédinger wave function in quantum
mechanics.

There is another equation for the energy-momentum tensor in general relativ-
ity, which agrees with equation (16.14) for scalar fields, but not for vector or
relativistic spinor fields. Both definitions yield the same conserved energy and
momentum of a system, but improvement terms have to be added to the tensor
from equation (16.14) in relativistic field theories to get the correct expressions
for local densities for energy and momentum.

Probability and charge conservation from invariance
under phase rotations

The Lagrange density (16.3) is invariant under phase rotations of the
Schrodinger field,

o0V (x,t) = i%gokll(m,t), S0t (z,t) = —i%cp\lﬁ(:mt).

We wrote the constant phase in the peculiar form gy/h in anticipation of
the connection to local gauge transformations (15.8,15.9), which will play a
recurring role later on. However, for now we note that substitution of the
phase transformations into the equation (16.11) yields after division by the
irrelevant constant qe the density

50 1 < oL oL

1
=L = [ V—— 4+ 0T ——— | =TT = = 16.1
e a(atw) % (16-19)

and the related current density

<.
|

1 oL n oL _ h " 7 "

= - (5\P3(V\If) + 0¥ 3(V\IJ+)> =5 <\IJ Vv - VU \If)
1

= —7J,. 16.20
q.?q ( )
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Comparison with equations (1.17) and (1.18) shows that probability
conservation in Schrodinger theory can be considered as a consequence of
invariance under global phase rotations.

Had we not divided out the charge ¢, we would have drawn the same conclusion
for conservation of electric charge with g, = qUTW¥ as the charge density and
Jq = qJ as the electric current density. The coincidence of the conservation
laws for probability and electric charge in Schrodinger theory arises because
it is a theory for stable non-relativistic particles. Only charge conservation
will survive in the relativistic limit, but probability conservation for particles
will not hold any more, because g, will not be positive definite any more and
therefore g,(x,t)/q does not yield a quantity that could be considered as a
probability density to find a particle in the location @ at time ¢.

16.3 Problems

16.1 Show that addition of any derivative term 0,F(¢;) to the Lagrange
density L(¢r,0¢;) does not change the Euler-Lagrange equations.

16.2 We consider classical particle mechanics with a Lagrange function
L(qr,qr)-

2a. Suppose the action is invariant under constant shifts dg; of the coordinate
¢s(t). Which conserved quantity do you find from equation (16.11)? Which
condition must L fulfill to ensure that the action is not affected by the constant
shift dq;?

2b. Now we assume that the action is invariant under constant shifts 6t = —¢
of the internal coordinate ¢t. Which conserved quantity do you find from equa-
tion (16.11) in this case?

16.3 We have only evaluated the components ©y° and ©,° of the energy-
momentum tensor of the Schrédinger field in equations (16.17) and (16.18).
Which energy current density jy and momentum current densities j% do you
find from the energy-momentum tensor of the Schrodinger field?

16.4 Schrodinger fields can have different transformation properties under
coordinate rotations dx = —p X @, see Section 8.2. In this problem we analyze
a Schrodinger field which transforms like a scalar under rotations,

OV (x,t) =V'(x',t) — U(x,t) = 0.

The Lagrange density (16.3) is invariant under rotations. Which conserved
quantity do you find from this observation?

Solution to Problem 4

Equation (16.11) yields with € = ¢ x & a conserved charge density

0
j oL oL
_ (VI VO
0="7="lpxaz) <V oo Y a(attlﬁ))
- —%icp~ [ x (U5 VI -VI-0)] =p- M,
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with an angular momentum density
h
M:;mx(\lﬁ-V\D—V\Iﬁ-\P):mx’P. (16.21)
i

Since the constant parameters ¢ are arbitrary, we find three linearly in-
dependent conserved quantities, viz. the angular momentum M = [d’x
M = (x x p) of the scalar Schrédinger field.

16.5 Now we assume that our Schrodinger field is a 2-spinor with the trans-
formation property

o).

i i
oV = %(wz)-\lh ot = fg\lﬁ (-
Show that the corresponding density of “total angular momentum” of the
Schrodinger field in this case consists of an orbital and a spin part,

h h
J = 5w x (xI/*-V\D—V\I/+~\IJ)+§\I/+-g-\I/
1
=xxP+U". S V=M+S8. (16.22)

Rotational invariance implies only conservation of the total angular momentum
J = [d*x J. However, on the level of the Lagrange density (16.3), which does
not contain spin-orbit interaction terms (8.20), the orbital and spin parts are
preserved separately. We will see in Chapter 21 that spin-orbit coupling is a
consequence of relativity.






Chapter 17

Non-relativistic Quantum
Field Theory

Quantum mechanics, as we know it so far, deals with invariant particle
numbers,

d
LW W (H)) = 0.

However, at least one of the early indications of wave-particle duality implies
disappearance of a particle, viz. absorption of a photon in the photoelectric
effect. This reminds us of two deficiencies of Schrodinger’s wave mechanics: it
cannot deal with absorption or emission of particles, and it cannot deal with
relativistic particles.

In the following sections we will deal with the problem of absorption and emis-
sion of particles in the non-relativistic setting, i.e. for slow electrons, protons,
neutrons, or nuclei, or quasi-particles in condensed matter physics.

The strategy will be to follow a quantization procedure that works for the
promotion of classical mechanics to quantum mechanics, but this time for
Schrodinger theory. The correspondences will be

Classical mechanics Schrodinger’s wave mechanics
Independent variable ¢ Independent variables @, ¢
Dependent variables x(t) Dependent variables ¥(x,t), U (x, )
Newton’s equation Schrodinger’s equation
mi = —VV(z) W20 = —LZAT 4+ VY
Lagrangian Lagrangian
L =154 -V(x) L=5(UrZU =50 -V)
VA R VA R R U
Conjugate momenta Conjugate momenta

pilt) = OLJ0d,(t) = min(t)  Tly(,t) = DL/0W (e, t) = DI+ (a, 1),
Iy (w,t) = =2 W(x, 1)

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 283
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_17,
© Springer Science+Business Media, LLC 2012
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and finally, promotion of the “classical” variables to operators through “canon-
ical (anti-)commutation relations”:

[2i(8),p (O] = ih5, (2, t), U (@, t)]; = 3@ — ).

This procedure of promoting classical variables to operators by imposing
canonical commutation or anti-commutation relations is called canonical
quantization. Canonical quantization of fields is denoted as field quantization.
Since the fields are often wave functions (like the Schrodinger wave function)
which arose from the quantization of x and p, field quantization is sometimes
also called second quantization.

It was clear right after the inception of quantum mechanics that the formalism
was not yet capable of the description of quantum effects for photons. This
led to the rapid invention of field quantization in several steps between 1925
and 1928. Key advancements® were the formulation of a quantum field (as
a superposition of infinitely many oscillation operators) by Born, Heisenberg
and Jordan in 1926, the application of infinitely many oscillation operators
by Dirac in 1927 for photon emission and absorption, and the introduction of
anti-commutation relations for fermionic field operators by Jordan and Wigner
in 1928. Path integration over fields was introduced by Feynman in the 1940s.

17.1 Quantization of the Schrodinger field

The Lagrange density (16.3) yields the canonically conjugate momenta
oL ih

oL _iho, o
iy ) v+ = T T TS,

H = — =
YT 2

and the canonical commutation relations?® translate for fermions (with the up-
per signs corresponding to anti-commutators) and bosons (with the lower signs
corresponding to commutators) into
[(U(x,t), UF(z t)]L = U(x, )V (2, t) + U (2, 1)V(x, t)
= d(x —a'), (17.1)
[(U(x,t), ¥ (x' 1)) =0, [V(x,t),V(z t)]s=0.

The commutation relations (17.1) in the bosonic case are like the commuta-
tion relations [a;, aj] = 0;; etc. for oscillator operators. Therefore ¥ (x,t) and

M. Born, W. Heisenberg & P. Jordan, Z. Phys. 35, 557 (1926); P.A.M. Dirac, Proc.
Roy. Soc. London A 114, 243 (1927); P. Jordan & E. Wigner, Z. Phys. 47, 631 (1928).

2Recall the canonical commutation relations [v;(t),p;(t)] = iAd;;, [zi(t),x;()] = 0,
[pi(t),p;(t)] = 0 in the Heisenberg picture of quantum mechanics. It is customary to dis-
miss a factor of 2 in the (anti-)commutation relations (17.1), which otherwise would simply
reappear in different places of the quantized Schrodinger theory.
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Ut(a,t) will correspond to annihilation and creation operators for particles.
We will see this in detail below.

Note that ¥(x,t) and U*(x,t) are now time-dependent operators and their
time evolution is determined by the full dynamics of the system. Therefore
they are operators in the Heisenberg picture of the second quantized theory,
i.e. what had been representations of states in the Schrédinger picture of the
first quantized theory has become field operators in the Heisenberg picture of
the second quantized theory.

The Hamiltonian density is related to the Lagrange density through a Legendre
transformation (cf. H = ). p;i¢; — L in mechanics), H = Mg U + UHIys — L.
This yields the Hamiltonian H = [d3z H in the form

H = /d3 < VUt (x,t)- V\I/(az,t)+\I/+(zc.,t)V(x)\I/(zc.,t)>. (17.2)
We have also found these results in equation (16.17) from the

energy-momentum tensor of the Schrodinger field, which in addition gave
us the momentum

P(t) = /dgm’P(a:,t)
= /ddm; (UF(,t)- VU (x,t) — VI (2,1) - U(x,1)). (17.3)

We can also use the equivalent expressions
H= /dd < Ut (z, ) AV(x,t) + VT (z,t)- V(x)- \Il(m,t)>

and P(t) = —ih [d®x U" (2, t)V¥(x,t), which can be motivated from the
corresponding equations for the energy and momentum expectation values in
the first quantized Schrodinger theory.

Other frequently used operators include the number and charge operators N
and @,

1
N = /d3w o(z,t) = /d3m Ut (x, t)U(x,t) = EQ, (17.4)
and the current operator
I(t) = /d3a: oz, t) = %P(t)

The last relation follows from comparison of equation (17.3) with equation
(16.20),

j(z,t) = %’P(w,t), (17.5)

which tells us that the probability current density of the Schrodinger field is
also a velocity density.
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Time evolution of the field operators

The canonical (anti-)commutation relations between the field operators imply
with the relations

[AB,C] = ABC — CAB = ABC + ACB — ACB — CAB
= A[B,Cs — [C, A+ B,
[A,BC] = ABC — BCA = ABC + BAC — BAC — BCA
= [A,B].C — B[C, A4, (17.6)

that both bosonic and fermionic field operators ¥(x,t) satisfy the Heisenberg
evolution equations,
0]

. h i i
(@, t) =i A (@, 1) 1V (@)U (@, t) == [, U=, 1)), (17.7)

9 g+ __ b + i + _1 +
E\II (w,t)_—l%A\IJ (a:,t)—i-ﬁV(:c)\IJ (m,t)—ﬁ[HAIf (x,t)]. (17.8)

However, then we also get (note that here the time-independence of V() is
relevant)

dy_1

which was already anticipated in the notation by writing H rather than H(t).
The relations (17.7,17.8) confirm the Heisenberg picture interpretation of the
field operators ¥(x,t) and U (x,1).

k-space representation of quantized
Schrodinger theory

The mode expansion in the Heisenberg picture

U(x,t) = \/21_7r3 /dgkz a(k,t)exp(ik- ), (17.9)
L 3 —ik-x
a(k,t) = N /d ¥ (x,t)exp(—ik - x) (17.10)
yields

la(k,t),a (K, t)]L = d(k — k'),

la(k,t),a(k', )]s =0, [a*(k.t),a* (K, )]s = 0.

Substitution of equation (17.9) into the expressions for the momentum and
energy operators yields

Pt) = /dSk hka't(k,t)a(k,t) (17.11)
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and

H= /d3k: %(L‘L(k},t)a(k,t) + /dgkz/dgq at(k+q,t)V(q)a(k,t),
(17.12)

where the following normalization for the Fourier transform of single particle
potentials was used,

Viz) = / PqV () expliq- ),

V(@) =V (-0) = g [ 2 Vi@)esn(-iq o).

1
(2m)?

Field operators in the Schrodinger picture
and the Fock space for the Schrodinger field

The relations in the Heisenberg picture

0
E\IJ

i

d
FlH.a(k,t), —H =0

(z,t) = i[H, (x,t)], ga(k'/t) = dt

h ot

mply
W(w,t) = exp (%Ht) (@) exp (—%Ht) ,
a(k, ) — exp (%Ht) a(k) exp (%Ht) .

The time-independent operators () = ¥(x,0), a(k) = a(k,0) are the cor-
responding operators in the Schridinger picture of the quantum field theory?®.
Having time-independent operators in the Schrodinger picture comes at the
expense of time-dependent states

0(0)) = exp 31t [20).

to preserve the time dependence of matrix elements and observables. Here we
use a boldface bra-ket notation (®| and |®) for states in the second quantized
theory to distinguish them from the states (®| and |®) in the first quantized
theory.

The canonical (anti-)commutation relations for the Heisenberg picture opera-
tors imply canonical (anti-)commutation relations for the Schrodinger picture
operators,

[Y(), v* (2')]+ = 6(x — ), (17.13)

3For convenience, we have chosen the time when both pictures coincide as to = 0.
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]
la(k), ™ (K')]« = 6(k — K), (17.14)

These are oscillator like commutation or anti-commutation relations, and to
figure out what they mean we will look at all the composite operators of the
Schrodinger field that we had constructed before.

Recall that for the single particle Hamiltonian we found the following form
in terms of field operators W(x,t) in the Heisenberg picture or field operators
() in the Schrédinger picture,

H= /d3 < VUt (x,t)- V\I/(a:,t)+\I/+(a:.,t)-V(w)-\I/(w,t)>
— /d333 (—Vq/ﬁ(w) -Vip(x) + 47 (x) - V() '1/)(113)>
:/d3k: h;k2 + /d‘ /df“qa (k+q)V(q)a(k). (17.15)

The free Hamiltonian in the Schrédinger picture is

. 2 .
Ho = exp( 311t [#o vvan) V¥ ()

h
h? h2k?
= /d3w %VW(:B) Vi(x) = /d3k S

at(k)a(k). (17.16)
The number and charge operators in the Schrodinger picture are
1
N = [Eage) = [Fait @) = [Ehatalk) = 6.
q
and the current and momentum operators are
I =/d3:cj (z)=-Lp
a I m
P [de g (4(@) Vi) - Vi) ()
= /d% hka*(k)a(k). (17.17)

The momentum operator P(t) in the Heisenberg picture (17.11) is related to
the momentum operator P in the Schrédinger picture through the standard
transformation between Schrodinger picture and Heisenberg picture,

P(t) =exp <%Ht> Pexp <—%Ht) ,
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and the same similarity transformation applies to all the other operators. How-
ever, we did not write N(t) or Q(t) in equation (17.4), because [H, N] = 0 for
the single particle Hamiltonian (17.15).

We are now fully prepared to identify the meaning of the operators a(k) and
a™ (k). The commutation relations

h?k? h?k?

[Ho,a(k)] = — 5 a(k), [Ho,a" (k)] 5 at(k), (17.18)
[P,a(k)] = —hka(k), [P,a* (k)] = hka* (k), (17.19)
IN,a(k)] = —a(k), [N,a* (k)] = a* (k) (17.20)

imply that a(k) annihilates a particle with energy h*k?/2m, momentum hk,
mass m and charge ¢, while a® (k) generates such a particle. This follows
exactly in the same way as the corresponding proof for energy annihilation
and creation for the harmonic oscillator (6.7-6.9). Suppose e.g. that |K) is an
eigenstate of the momentum operator,

P|K) = hK|K).
The commutation relation (17.19) then implies

Pa*(k)|K)=a"(k) (P +hk)|K)=h(K +k)a" (k)| K),
ie.

a’ (k)| K) « |K + k),
while (17.18) implies

at(k)|E) < |E + (h*k?/2m)).
The Hamilton operator (17.16) therefore corresponds to an infinite number of
harmonic oscillators with frequencies

hk?

w(k) = o
and there must exist a lowest energy state |0) which must be annihilated by
the lowering operators,

a(k)|0) = 0.

The general state then corresponds to linear superpositions of states of the

form
a+ Nk

(k)

This vector space of states is denoted as a Fock space.

The particle annihilation and creation interpretation of a(k) and a* (k) then
also implies that the Fourier component V(q) in the potential term of the
full Hamiltonian (17.15) shifts the momentum of a particle by Ap = hg by
replacing a particle with momentum Ak with a particle of momentum Ak + hq.
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Time-dependence of H

The free Hamiltonian Hy (17.16) is time-independent in the Schrodinger pic-
ture (and also in the Dirac picture introduced below), but not in the Heisenberg
picture if [Hy, H] # 0. The transformation from the Schrodinger picture into
the Heisenberg picture,

Hy(t) = /d3w i

%V\Iﬁ(m, t)- VU (x,t) = exp (%Ht) Hyexp (—%Ht) ,
implies the evolution equation

dHy(t) i i
i E[H Ho.(t)] = ﬁ[V(t),Ho(t)].
= %exp <%Ht> [V, Hy) exp (—%Ht) , (17.21)

The operator

V(t)= /d%c U (x, )V (x)¥(x,t) = exp (%Ht) V exp (—%Ht)

is the potential operator in the Heisenberg picture, while the potential operator
in the Schrédinger picture is

V= /dgac Y (z)V () (x) = /d3k/d3q at(k+ q)V(q)a(k).

The commutator in the Schrodinger picture follows from the canonical com-
mutators or anti-commutators of the field operators as

Vil = [ (5 (@) Vula) - Vo @) v(a) V(@) (17.2)

= — /dgk/d3q % (@ +2k-q)a"(k+q)V(g)a(k). (17.23)

The integral in equation (17.22) contains the current density operator
(1.18,16.20) of the Schrddinger field. The commutator can therefore be
written as

Vot =i [ #j(e) YV (@)

and substitution into the Heisenberg picture evolution equations for Hy(t)
(17.21) yields

d .
EHO(t) =— /d“:cj(w,t) -VV(x). (17.24)
However, we have also identified j(x,t) as a velocity density operator for the
Schrédinger field, cf. (17.5). The classical analog of equation (17.24) is therefore
the equation for the change of the kinetic energy of a classical non-relativistic
particle moving under the influence of the force F(x) = —VV (x),

d

K () = —v(t)- VV (@),
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17.2 Time evolution for time-dependent
Hamiltonians

The generic case in quantum field theory are time-independent Hamilton oper-
ators in the Heisenberg and Schrdodinger pictures. We will see the reason for this
below, after discussing the general case of a Heisenberg picture Hamiltonian
H(t) = Hg(t) which could depend on time.

Integration of equation (17.7) yields in the general case of time-dependent H (t)

U(t) = W(ty) + %/ dr [H(7),¥(7)] = U(t, to)¥(to)U T (t, o),

to

with the unitary operator
Copt

0 (t, to) = Texp (i/ dTH(T)> .
I Jy,

Here T locates the Hamiltonians near the upper time integration boundary
leftmost, but for the factor +i in front of the integral.

Recall that in the Heisenberg picture, we have all time dependence in the
operators, but time-independent states. To convert to the Schrodinger pic-
ture, we remove the time dependence from the operators and cast it onto
the states such that matrix elements remain the same, (®(¢o)| ¥ (¢)|P(to)) =
(D(t)|¥(to)|P(t)). The time evolution of the states in the Schrodinger picture
is therefore given by

|©(t)) = Ulto, 1)|®(t))- (17.25)
This implies a Schrodinger equation
W10 (0) = 1o, ) Ha()|0(t0)) = Olto, 1) Hu (D01, 1) (0)
= Hs(1)|2(1)).

Therefore we also have

[8(0)) = Ut tl0(0) = Tesp(— [ ar s(r)) 000

to

ie.
i [l
U(to t) = Texp(ﬁ/ dTHH(T)> = U('[?,t())
t
: t
= Texp(—l/ dTHs(T)> , (17.26)

hJy

where

Hs(t) = Ulto, ) Hy (1)U (t.t0),  Hy(t) = Ulto, ) Hs()U (¢, to).
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The Hamiltonian in the Schrodinger picture depends only on the ¢-independent
field operators W(ty), i.e. any time dependence of Hg can only result from
an explicit time dependence of any parameter, e.g. if a coupling constant or
mass would somehow depend on time. If such a time dependence through a
parameter is not there, then U(t, 1) = exp[—iHg(t — to)/h] and Hy(t) = Hg,
i.e. Hg is time-independent if and only if Hy is time-independent, and then
Hg = Hy.

This explains why time-independent Hamiltonians Hg = Hp are the generic
case in quantum field theory. Usually, if we would discover any kind of time
dependence in any parameter A = A(t) in Hg, we would suspect that there
must be a dynamical explanation in terms of a corresponding field, i.e. we
would promote A(t) to a full dynamical field operator besides all the other
field operators in Hg, including a kinetic term for A(¢), and then the new
Hamiltonian would again be time-independent.

Occasionally, we might prefer to treat a dynamical field as a given time-
dependent parameter, e.g. include electric fields in a semi-classical approxima-
tion instead of dealing with the quantized photon operators. This is standard
practice in the “first quantized” theory, and therefore time dependence of the
Schrodinger and Heisenberg Hamiltonians plays a prominent role there. How-
ever, once we go through the hassle of field quantization, we may just as well
do the same for all the fields in the theory, including electromagnetic fields, and
therefore semi-classical approximations and ensuing time dependence through
parameters is not as important in the second quantized theory.

17.3 The connection between first
and second quantized theory

For a single particle first and second quantized theory should yield the same
expectation values, i.e. matrix elements in the 1-particle sector should agree:

(W) = (2]T). (17.27)
For the states
lz) =47 (2)]0), |k) =a”(K)|0),

equation (17.27) is fulfilled due to the standard Fourier transformation relation
between the operators in x-space and k-space. The relations

P (x) = /d3k at(k)(k|x), ¥(x)= /d3k (z|k)a(k),
at(k) = / Pt (@) (@lk), alk) = / @ (k) (),
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yield
(alk) = (Olb(@)a" )10} = [ (alk) Ola(k)a" ()]0}

/d%’<w|k'><on (k). a* (k)]210) = (x|k) = ¢2173€Xp(i'“'””)'

To explore this connection further, we will use superscripts (1) and (2) to
designate operators in first and second quantized theory. E.g. the 1-particle
Hamiltonians in first and second quantized theory can be written as

HO — / & |z) <—2h—2A+V(:n)> (@, (17.28)
H® =/d3mw+(m)<—h—2A+V( )) (). (17.29)

We can rewrite H® as

H® = /dsw’ /dSm” /d3w P (2)o(x — x) <%A” + V(:c”))
<ia’ — )u(e) = [P [Pt @)1 i)

and again we have exact correspondence between 1-particle matrix elements
in the first and second quantized theory,

(@'|HV|z) = (x| H? |z). (17.30)

This works in general. For an operator K" from first quantized theory, the
requirement of equality of 1-particle matrix elements

(K|EP k) = (K'|KDk), (2| KP|z) = (2'|KV|z) (17.31)

can be solved by
K® = /d3k’ /d3k at (k) (K| KV |k)a(k)

- /d3w’ /dgf”'W(w/)(w’lK(”IwW(w)-

General 1-particle states and corresponding annihilation
and creation operators in second quantized theory
The equivalence of first and second quantized theory in the single-particle

sector also allows us to derive the equations for 1-particle states and corre-
sponding annihilation and creation operators in second quantization. Suppose
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|m) and |n) are two states of the first quantized theory. The corresponding
matrix element of the Hamiltonian in the first quantized theory is

ity = [ nle) (~ 10+ V(@) ) el

/d3 /d3 ’/d3 " tmla")5(@ — = <—h—A+V( ))

x6(x — ') {x'|n)
/ P / P / B (ml2") Ol ( >(——2A+v< )
< ()0 (@)[0) (@)
- [ / d3w" (mla") O (a") HOy* (2)[0) (' |n), (17.32)

where we used the identity

o(@" —z)d(x — x') = (Ol (") (@)(x)) ™ (2')]0)

to write the matrix element of the 1st quantized theory as a matrix element
of the 2nd quantized theory.

We can interprete the result (17.32) as equality of single particle matrix ele-
ments,

(m|HO[n) = (m|H®|n)
if we define the 1-particle states
[n) = /d3az U (2)]|0) (x|n) = /d3:c |z) (xz|n). (17.33)

This also motivates the definition of corresponding creation and annihilation
operators

ot = v = [Pout@)eln) = [Ekat () k),
0n =ty = [Ea i@ nle) = [ Phalk)nlk),
E.g. the operator
g = U = /d3w () {x|n, l,m) = /d3k at(k)(kln,t,m)
will create an electron in the |n,¢,m) state of hydrogen. Inserting (x|n) =

(x|n) in equation (17.33) also shows the completeness relation in the single
particle sector of the Fock space,

/dBm |z) (x| = 1. (17.34)
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Time evolution of 1-particle states in second
quantized theory

According to our previous observations, a state in the Schrédinger picture
evolves according to

|B(1)) = exp (%H@)t) |(0)). (17.35)

On the other hand, according to equation (17.33), a single particle state at
time ¢ = 0 should be given in terms of the corresponding first quantized state

|©(0)),
|2(0)) = /d3w¢+(w)|0><w|@(0)>~

Here we wish to show that this relation is preserved under time evolution.
We find from equations (17.35), (17.34) and (17.30)

#(0) = [z alen( 510 ) 0(0)
- /dB:c & (2)]0) (x| exp <—%H“)t) |©(0))
- /dswﬂwnoxw@(t»,

i.e. the equation (17.33) is indeed preserved under time evolution of the states.
We can write the Schrodinger state |®(¢)) also in the form

|B(t)) = @7 (1)]0)
with the cration operator of the particle in the first quantized state |®(t)),
Pr(t) = /d3w () (x| ®(t)) = /d3k at (k) (k|®(t)). (17.36)

Other equivalent forms of the representation of states in the Schrodinger pic-
ture involve the Heisenberg picture field operators, e.g.

2(0)) = exp( 30 fo(0)
= [ exp(—%H(2>t) o ()]0) (]0(0)
~ [ v @ ~pl0y @)

and

(al®#(0) = (ol exp( 3 1%1) [8(0)) = (2. 12(0),
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with moving base kets

|z, t) = exp(ihHmt) |z) = exp <%H(2)t> Y1 (x)|0) = Ut (x,1)|0),
|k, ty = a™(k,t)]|0).

17.4 The Dirac picture in quantum
field theory

Although our Hamiltonians in the Heisenberg and Schrodinger pictures are
usually time-independent in quantum field theory, time-dependent perturba-
tion theory is still used for the calculation of transition rates even with time-
independent perturbations V. This will lead again to the calculation of scat-
tering matrix elements Sy; = (f|Up(co, —00)|i) of the time-evolution operator
in the interaction picture. Therefore we will automatically encounter field op-
erators in the Dirac picture, which are gotten from the time-independent field
operators of the Schrodinger picture through application of an unperturbed
Hamiltonian Hy = H — V. In many cases this will be the free Schrodinger

picture Hamiltonian
H —/d3:c - Vit (z) - Vip(z) —/d3k3 s t(k)a(k)
o 2m N om S

Please note that the free Hamilton operator in the Heisenberg picture (we set
again to = 0 for the time when the two pictures coincide)

Hy g(t) = exp (%H?‘) Hyexp <—%Ht>

—/d3 I ot (@1)- v t)—/d%@ *(k, a(k, )
= o T, x,t) = 5 (k. talk,

usually differs from Hj, because generically
[H, Hy| = [V, Hy] # 0.

Transformation of the basic field operators from the Schrodinger picture into
the Dirac picture yields

ap(k,t) = exp (%H@) a(k) exp <—%H0t> = a(k) CXp(—%th)
1

Vor

b t) = exp@Hot) b()exp (—%Hot)
_ 1

Vor

! 3 /d3kz a(k) exp (ikz “x — £kgt> . (17.38)
N 2m

/d333 (x,t)exp(—ik-x), (17.37)

/d3k: ap(k,t)exp(ik - x)
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Due to the simple relation (17.37) ap(k,t) is always substituted with a(k) in
applications of the Dirac picture.

We summarize the conventions for the notation for basic field operators in
Schrodinger field theory in table 17.1.

Heisenberg picture | Schrodinger picture | Dirac picture
(. 1) V(@) X))
(. 1) () A C)
a(k,t) a(k) ap(k,t)
at(k,t) at (k) ap(k,t)

Table 17.1: Conventions for basic field operators in different pictures of
Schrodinger field theory.

The Hamiltonian and the corresponding time evolution operator on the states,
as well as the transition amplitudes are derived in exactly the same way as in
the first quantized theory. However, these topics are important enough to war-
rant repetition in the framework of the second quantized theory. This time we
can limit the discussion to the simpler case of time-independent Hamiltonians
H and Hj in the Schrodinger picture.

The states in the Schrodinger picture of quantum field theory satisfy the
Schrodinger equation

od
ih=|2(t)) = H|2(1)),

which implies

#(0) = exp( (- 0)) [9(0).

The transformation (17.38) ¢ (x) — ¥ (x,t) into the Dirac picture implies for
the states the transformation

[#(0) — 125(0) = exp( 3 ) 12(0).

The time evolution of the states in the Schriodinger picture then determines
the time evolution of the states in the Dirac picture

#0(1) = exp( Ht ) exp ~ 3 — ) exp (1 ') [25(0)
= Up(t,t)|®p(t))
with the time evolution operator on the states?
i

Up(t,t') = exp(%Hmﬁ) exp (—hH(t — t’)) exp (—%Hmﬁ’) )

4Recall that there are two time evolution operators in the Dirac picture. The free time
evolution operator Up(t — t') evolves the operators ¥(z,t) = Uy (t — t')(z, ') Us(t — t'),
while Up(t,t’) evolves the states.
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This operator satisfies the initial condition Up(#',t') = 1 and the differential
equations

. a / i i !/ i /
1haUD(t,t) = exp(%H@) (H — Hy) exp <;H(t —t )) exp <%H0t)

= exp(%Hmﬁ) V exp (—%H@) Up(t,t') = Hp(t)Up(t, 1),

m%UD(t,t’) = —Up(t,t")Hp(t),

and can therefore also be written as

Up(t,t') = Texp<;i /ﬂtdr HD(T)> .

The states in the Dirac picture therefore satisfy the Schrodinger equation

o d
ih=|2p(t)) = Hp(t)|Pp(?))

with the Hamiltonian

Hp(t) = Vp(t) = exp(%Hmﬁ) Vexp <_il_iH0t> .
The transition amplitude from an initial unperturbed state |®;(¢')) at time ¢’
to a final state |®¢(t)) at time ¢ is

S0(.0) = (40100} = (@50 exp( (e~ 1)) o.(0)

— (@,(0)] exp <%H0t> oxp (—%H(t - t’)) oxp (—%Hot’) 19:(0)),
or with |f) = [9(0))

i

Sri(t,1') = (fIUp(t, t')]i) = (f|Texp (—ﬁ /y dr HD(T)) |4)- (17.39)

The scattering matrix Sy; = (f|Up(co, —o0)|i) contains information about all
processes which take a physical system e.g. from an initial state |i) with n;
particles to a final state | f) with ng. This includes in particular also processes
where the interactions in Hp(t) generate virtual intermediate particles which
do not couple to any of the external particles. These vacuum processes need to
be subtracted from the scattering matrix in each order of perturbation theory,
which amounts to simply neglecting them in the evaluation of the scattering
matrix. The vacuum processes also appear in the vacuum to vacuum amplitude,
and the subtraction in each order of perturbation theory can also be understood
as dividing the vacuum to vacuum amplitude out of the scattering matrix,

_ <f|UD(Ooa _OO)|Z>
(0]Up (00, —00)|0)

Sy (17.40)
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However, unitarity of the time evolution operator Up(oo, —c0) implies uni-
tarity of the scattering matrix Sy; = (f|Up(0o, —00)|i) as defined earlier,

> SpiShh = 3 SpSjn = Y _{FIU(00, 00) i)' [U(o0, —00)[i)"
= Z<f|UD<oo., —00)|i) (i| U} (00, —00)| ')

= (f1Up(00, —00)U5 (00, —00)|f') = I

Therefore division by the vacuum to vacuum matrix element (0|Up(oo,
—00)|0) in the alternative definition (17.40) can only yield a unitary scat-
tering matrix if the amplitude (0|Up(oco, —c0)|0) is a phase factor. We can
understand this in the following way. Conservation laws prevent spontaneous
decay of the vacuum into any excited states |N),

(N # 0|Up(o0, —0)|0) = 0.
The completeness relation
0)0] + > IN)(N| =1
N#0

and unitarity of the time evolution operator then implies

{0]Up (00, =00)]0) |* = [{0]Up (00, =00)|0)|* + > [{N|Up(00, —00)|0)|*
N#£0
= (0|U}, (00, —00)Up (o0, —00)|0) =1, (17.41)

thus confirming that the vacuum to vacuum amplitude is a phase factor. We
will continue to use the simpler notation Sy; = (f|Up(co, —00)|i) for the scat-
tering matrix with the understanding that we can neglect vacuum processes.

17.5 Inclusion of spin

If spin is included, the Schrodinger picture operator for creation of a particle of
total spin s in the location @« also carries a spin label o, ¥} (x). The spin label
indicates the particle’s spin projection in a particular direction (commonly de-
noted as the z axis) s, = fioc, 0 =m, € {—s,—s+1,...,s}. The corresponding
operator relations are

[wa(m)v "/jj’ (m/)]i = 500/(5(CB - CB/),

(Vo (), ¢<f’(wl)}ﬂ: =0, Wi(w) 1/J;r' (wl)]i =0,

with commutators for bosons (integer spin) and anti-commutators for fermions
(half-integer spin).
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The most common case of non-vanishing spin in non-relativistic quantum me-
chanics is s = 1/2, and then the common conventions for assigning values for
the spin label o are 1/2,+,1 for s, = h/2, and —1/2,—,{ for s, = —h/2.
Higher spin values can arise within non-relativistic quantum mechanics in nu-
clei, atoms, and molecules.

Within the framework of the “first quantized theory” a full single particle state
for a particle with spin is given by

) = Z/d% @, 0) (@, 0| D (1)). (17.42)

The meaning of the wave function is that
(@, a]@(1))* = |Po (. t) |

is a probability density to find a particle with spin projection Ao in the location
x at time ¢, and the normalization condition is

S [#al@ oiem)P =1

The Fock space creation and annihilation operators for particles in first quan-
tized particle states |®(t)) are then in direct generalization of (17.36)

Z/d%:ﬁ (x, 0| D(t) Z/d%a )k, o|®(t)) (17.43)
and

:Z/d%:f(/)g(a: Bz, o) Z/d3kag B(1)|k, o). (17.44)

A single particle wave function with a set n of orbital quantum numbers and
definite spin projection o is e.g. (x,0’'|®,,(t)) = (x|P,(t))ds0, and the corre-
sponding single particle state in the quantized field theory is

|Pn o (1)) = 1, (1)]0) = /d3mwi(m)l0)<ml¢n(t)>-

A general two-particle state with particle species @ and @’ (e.g. an electron and
a proton or two electrons) will have the form

| Qa0 (t)) = (@)1, (a)]0)

/d5 /d’;c’
\/1+5M, o

(@, 0,2, 0| Daar(t)). (17.45)
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For identical particles it makes sense to require the symmetry property
(@, o;2, 0D, 4(1)) = F(&, 0's 2, 0]|Pou(t)), (17.46)

with the upper sign applying to fermions and the lower sign for bosons.

In the ideal case of a completely normalizable system (e.g. two particles trapped
in an oscillator potential or a box), the quantity |[(z,0;2,0'|®,.(1))|? is a
probability density for finding one particle at & with spin projection o and the
second particle at &’ with spin projection ¢’, and we should have

Z/dgac /d3m’ ez, 052!, 0’| P ())]* =1

if we know that there is exactly one particle of kind a and one particle of kind
a’ in the system. It then follows with (17.46) that the state (17.45) is also
normalized,

< aa/( )|q)aa ( )> =1

For an example we consider a state where a particle of type a has orbital
quantum numbers n and spin projection o, and a particle of type o’ has orbital
quantum numbers n’ and spin projection ¢’. The two-particle amplitude

<33’ Ps 33/7 P/|q)a,n,a;a’,n’,0’ (t)> = <m7 P; mla p,|q)a,n,a (t), Qo o (t»
_ 900,07 ([ Pan (1)) (2| P (1))
\/]- + 5a,a’ \/]- + (Sa,a’(sn,n’éa,a’
0p,00p,0 (T [ Pan (1)) (x| Par v (1))
2(1 —+ (Snm/(sg’g/)

yields the tensor product state

BV i) = [ [ @0 (@) ()0

:13|q)an( )>< |q)a n' ( )> (]_748)

\V4 1+ 5a,a'6a,a'6n,n

A two-particle state will generically not have the factorized form (17.48) be-
cause this form is incompatible with interactions between the two particles.
We can explain this with the case of a system of two different particles that we
have solved in Chapter 7. A two-particle state of a proton with quantum num-
bers N and an electron with quantum numbers n and definite spin projections
of the two particles could be written in the form

[ (1), B (1) = / i / B G (@) (2)[0) (o (1) (2| B (1)),

Flaw (17.47)

but we had seen in Chapter 7 that no such electron-proton state is compatible
with the Coulomb interaction of the two particles. There is no solution of the



302 Chapter 17. Non-relativistic Quantum Field Theory

Schrodinger equation for the two particles which factorizes into the product of
an electron wave function with a proton wave function. We did find factorized
solutions of the form

(@, | Ok e (1)) = (RICK ()7 P pm (1)),

where the first factor

(R|Pk(t)) = \/1_3 exp (iK ‘R~ 1%1{%)

2

describes center of mass motion, and the second factor

<ﬂ¢mm40>—<rnwnnwmp(—%EJ)

describes relative motion. Therefore we can write down a two-particle state for
the electron-proton system in the form

T >—/f /ff Y (2)]0) (1 — |y g (1))
X (e /M) + (myae' /M| @ (1), (17.49)

I am emphasizing this to caution the reader. We frequently calculate scat-
tering matrix elements and expectation values for many-particle states which
are products of independent single-particle states like (17.48). However, we
should keep in mind that these states may temporarily describe the state of
a many-particle system, e.g. for ¢t — o0 or t = 0, but these tensor-product
states never describe the full time evolution of many-particle systems with
interactions. Two-particle systems with an interaction potential V(x — a')
(and without external fields affecting both particles differently, see Section
18.4 below) always allow for separation of the center of mass motion, and the
states can be written in the form (17.49). However, the general form is (17.45).
These remarks immediately generalize to N-particle states. Those states will be
characterized by amplitudes (@1, 01;...; &N, on|P(t)) with appropriate (anti-
)symietry properties for identical particles.

In spite of all those cautionary remarks about the limitations of tensor product
states of the form (17.48) in the actual description of many-particle systems,
we will now return to those states because they will help us to understand
important aspects of expectation values in many-particle systems in Sections
17.6 and 17.7.

The state (17.48) is anti-symmetric or symmetric for fermions or bosons, re-
spectively. In particular the state will vanish for identical fermions with iden-
tical spin and orbital quantum numbers o = ¢/, n = n/.

For the normalization of the state (17.48) we note that the following equations
hold with upper signs for fermions,

(01t o (Y o (W) o (@) o (2)|0) = 6y — )o(y" — ')
:F(Sa,a’ao',a’5(y - $/)5(’y, - a:)
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and therefore

/d“ /d“ / /dd /dd O (8 Vo (W) ()05 (2)]0)

X (Dot (DY) B (1)) (] D (1)) (2 Do e (1)
— [el(@lbun O [Ea @ @)

B / 0 (D (1) ) (] By (1) / B (B (D)) (@D (1))
=1 + 6a,a’5a,a’6n,n’7

i.e. the 2-particle state (17.48) is properly normalized to 1, except when it van-
ishes because it corresponds to two fermions with identical quantum numbers.

We can also form singlet states and triplet states for two spin 1/2 fermions
with single-particle orbital quantum numbers n and n’. The triplet states are

|(I>n,n’;1,il(t)> - |(I)n,:tl/2(t)7q>n’,:t1/2(t)> = _|(Dn’,n;l,il(t)>7 (1750)

| D 1/2(t), P —1)2(1)) + | P —1/2(t), Prr1/2(1))
V2
—[Pwnir0(t)), (17.51)

| P r10(t)) =

and the singlet state is

P2 (), P m12(8)) — [Pr1/2(t), Prrij2(t))
|®nnr00(t)) = 73

= | @ m0,0(1))- (17.52)

17.6 'Two-particle interaction potentials
and equations of motion

It is now only a small step to describe particle interactions as exchange of
virtual particles between particles. We will take this step in Section 19.7 for
exchange of non-relativistic virtual particles, and in Chapter 18 for photon
exchange between charged particles. However, a description of interactions
through 2-particle interaction potentials V' is often sufficient. Furthermore,
interaction potentials also appear in quantum electrodynamics in the Coulomb
gauge.

The Hamiltonian with stationary particle-particle interaction potentials V,, ()
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has the same form in the Schrédinger picture and in the Heisenberg picture,

/d3 /d3 S @) (Vi (& — b (2o ()

aa (7(7

/d%z ) Vibao(T) (17.53)
/d3 /d3 'ZZ@ (@, )W), (2 1) Vo (® — )

X Wy o (2, f)\llaa(a: 1‘)
d? \I/+ VU, (x,1). 17.54
/mZmaV 2,8) VU, (x,1) (17.54)

If the operators wff{,(w) describe electrons, we would include e.g. the repulsive
Coulomb potential Vi1 (z — ') = €?/(4dmeg|x — @'|) between pairs of electrons.
The ordering of annihilation and creation operators in the potential term in
equation (17.53) is determined by the requirement that the expectation value
of the interaction potential for the vacuum |0) and for single particle states
|®,,(t)) vanishes. The nested structure ¢ ()0, ,.(2') ¢ o (€')1ha o (®) of the
operators ensures the correct sign for the interaction energy of two-fermion
states.

It is also instructive to write the Hamiltonian (17.53) in wavevector space. We
find with

V(x) = /d3q V(q)exp(iq - x),

Vig) = V*(—q) = / &z V() exp(—iq - )

1
(27)?

the representations

H= %/dSk /dSk' /d3qZ alf(k+q)al, (k' — q)V(q)ay (k' )a, (k)
4 /d3k ; h;’:;aj(k)aa(k) (17.55)
= %/d?’k /dgk:’ /d3qz af(k+q.t)a}, (k' —q,t)V(q)

Xay (k' t)a,(k,t) /d3

(K, t)a, (k. 1), (17.56)

where the labels a and @' for the particle species are suppressed. The rep-
resentations in momentum space imply that the Fourier component V(q) of
the two-particle interaction potential describes exchange of momentum g be-
tween the two interacting particles. Note that symmetric interaction potentials
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V(x) = V(—x) are also symmetric in wavevector space V(q) = V(—gq). The
Coulomb potential e.g. is dominated by small momentum exchange, V(q) =

(2m) 73 (e /e0) g2

The corresponding Hamiltonians in the Dirac picture are
3 n? + 3
—/dw;%wg( z)- Vo (@ /d
. h?
= /d“cc Z 5 VU (@) Vi (@, 1)

/d“kz - kg (K, t)ap o (k. t)

s (k)

and

Hp(t) = exp (%Hﬁ) (H — H) exp <%H0t>

=5 [P [€ Y v @00 @ 0V (@ - 2w (@ O (@)

o0’

1
3 e [k [Ea3 a0t a.tah, 0 - a.0Vig)

XCLD’(-,/ (k/, t)apﬂ(k, '[7),

with the time-dependent field operators in the Dirac picture. Recall that Hy
determines the time evolution of the operators, while Hp(t) determines the
time evolution of the states in the Dirac picture.

Contrary to Hy, we cannot simply replace the time-dependent field operators in
the Dirac picture with the time-independent operators of the Schrodinger pic-
ture in Hp(t), because [Hy, V] # 0. In applications within non-relativistic field
theory one often uses the representation Hp(t) = exp(iHot/h)V exp(—iHyt/h),
where the Schrodinger picture potential operator V' is given in terms of the
time-independent field operators.

Equation of motion

The derivation of the equation of motion for the Schrodinger picture state
(17.45) with the Schrodinger picture Hamiltonian (17.53) is easily done with
the relation

( g () (@)]0) = [y (y ’)7[%( ), ¥g ()¢ ()] -]]0)

b (y')¢
= 0po0(@ = Y)0yod(x" = y')|0) F dpord(a” — y)dyod(x — y')|0),
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with the upper signs for fermions. This yields both for bosons and fermions
the equation

d
ih— ®aa’t :H@aa/t
ih= | ®aw (b)) = H| o (t))
1 ‘ ‘
B — dd /d3 / + _‘7 ) , 0
m/ x mgdja,ﬂ(w) a’ o (m)|>

2 ? / / A
X ( QmaA - %A + Vo (x —x )> (X, 052, 0" | Py (t)). (17.57)
Here we used A = 9?/0x*, A’ = 0*/0x™ and symmetry of the potential:
Vow (@ —a') = Vyo(x' — x).

Linear independence of the states ¢ ()., (x')|0) (or equivalently application
of the projector 0|ty (Y )%a,,(y) and the symmetry property (17.46)) implies
that equation (17.57) is equivalent to the two-particle Schrodinger equation

ihg(w o 0| Puuw(t)) = [ — U A — U A+ Vow(x—=x)
815 y Uy ) a,a’ - 2ma 2maz a,a’

x(x,o;2', 0[Py (). (17.58)

Time-independence of the Hamiltonian implies that we can also write this in
the time-independent form

2 h?
A - A/ ’ - !
2ma 2ma/ + ‘/a,a (w * )>

x(x, 0,2, 0[Py ar). (17.59)

E(x,o;a',0'|Pg ) = (—

These are exactly the two-particle Schrodinger equations that we would have
expected for a wave function which describes two particles interacting with a
potential V. Indeed, we have used this expectation already in Chapter 7 to
formulate the equation of motion for the electron-proton system that consti-
tutes a hydrogen atom. The not entirely trivial observation at this point is
that these two-particle Schrodinger equations also holds for identical particles.
The only manifestation of statistics of the particles is the symmetry property
(17.46) of the two-particle wave function®.

5 Formal substitution e.g. of two-particle tensor product states of definite spin for two
identical particles,

(| P ) (@ |Dryr) F 0,07 (2| Dy ) (2| D)
214 0p,n00,07)

<IB, a; {B,, al|q)n,n’> =

(17.60)

(cf. equation (17.47) for a = d’, p = o, p' = ¢’) and projection onto effective single parti-
cle equations using orthonormality of single particle wave functions yields exchange terms.
However, the resulting equations are not identical with the Hartree-Fock equations from
problem 17.6, because E in equation (17.59) is the total energy of the system, whereas the
Lagrange multipliers ¢,, in Hartree-Fock equations do not add up to the total energy of a
many particle system, see problem 17.6b. The formal nature of the substitution (17.60) is
emphasized because we know that solutions of equation (17.59) do not factorize in single
particle tensor products.
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17.7 Expectation values and exchange terms

It is not difficult to discuss expectation values for the general two-particle
state (17.45). However, it is more instructive to do this for the tensor product
of single-particle states (17.48) with a = a'.

The result for the kinetic Hamiltonian in the Schrodinger picture

1 Ll ,
Ho|®p (1), P o () = o /ddw /dsf'f/ U (x)e ) (x')]0)

B2 , n? '
X<§EMﬂQﬁMw@ﬂmEE@@AMA@MW@O

also immediately yields the expectation value of the kinetic energy operator in
the two-particle state (17.48),

h2
(Ho) = (Do (1), Prv o (1) Ho | P (), P o (1)) = Tom( T dumdn)
/ d' / d'a! &) (@ (8)) A (@], (1)) (0|0 (1))

Dy (t)]2') (P ()I ><$|‘1> () A (| D (1))
3F5w< n()\m>< n(0)|2") Afw| P (1)) (2| Dr (1))
3F5aa'<(1’n'(t)\€B><‘1>n(t)|$'><w|(1’n(t)>A/<$'l@n/(t)>)
1:F5ga/(57m/

= K nn'
1+ 500’ 5nn'

i.e. unless the two-particle state vanishes because it describes two fermions
with identical quantum numbers, the kinetic energy is the sum of the kinetic
energies in the orbital motion of the two particles,

Knn’ = <q)n,a(t)7 q)n’,a’ (t) |H0|q)n,a (t)a q)n’,a’ (t)>

(n,0)#(n/,0") for fermions
= - [ @ 5 (@u(0]2) Aal®,(0) + (@ (D]2)Alalon (o).

The potential operator in the Schrodinger picture

=5 [P [#2'S 6@) @)V (@ - 2w (@) ae)

o0’

satisfies with V(x — a’) = V(a/ — «) both for fermions and for bosons the
equation

VIR0 (0.0 () = e [ [0 @iz(@)l0)
XV (@ — ') (| Dy (£)) (| Do ( )
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This yields again with upper signs for fermions the result

(V) = Dy o/( )IVI‘Pm(t) D (1))

/ d' / 2! EEL (0, 0)0) (@ (0)a) (00 1)) 0| 1)
Fioo (1) ) (B (1)) | (1)) (| B (1) ).

i.e. the expectation value for the potential energy becomes

Vie—a)
3 3. H+ + ’
/d /dwq) (x,t)P,(x, t)1+5m/5w@ (! 4) D, (2, 1)

Floor /d3 /d“a:’ O (x, )P (x, 1) Vl(

We can collect the results for the expectation values of kinetic and potential
energy of the two-particle state (17.48) (with upper signs for fermions)

(H) = (Pno(t), P o (1) [ H|Pr g (£), P o (1))
1 + 600'57171' C’rm’ + Jnn’ 5(70'
— Ky : 17.61
1+ 5(7'(7’61171’ * 14 60‘0” 5nn’ ( )

)<I>+ (', 1)D, (', t).

6nn’

with the Coulomb term®

Cr = /d?’:r; /d3w’ O (x, )P (2, )V (x — ') D (2, 1) D, (x,t) (17.62)
and the exchange integral’

—_— /d3a: /d3.’£' Of (x, ) (2, )V (x — &)y (2, 1) D, (, ). (17.63)

The Coulomb term is what we would have expected for the energy of the
interaction of two particles with quantum numbers n and n’/. The exchange
interaction, on the other hand, is a pure quantum effect which only exists
as a consequence of the canonical (anti-)commutation relations for bosonic
or fermionic operators. In the first quantized theory it appears as a conse-
quence of symmetrized boson wave functions and anti-symmetrized fermion
wave functions.

For electrons with aligned spins (17.50) and also for the m = 0 triplet state
(17.51) we must have n # n’, and the result (17.61) implies a shift of the ordi-
nary Coulomb term C,,,» by the exchange term Jp,/, Cppw — Chp — Jppr. For
the m = 0 triplet state the exchange integral arises from the cross multiplica-
tion terms in the evaluation of the expectation value. By the same token, the

6As derived, this result applies to every 2-particle interaction potential. The most often
studied case in atomic, molecular and condensed matter physics is the Coulomb interaction
between electrons, and therefore the standard (non-exchange) interaction term is simply
denoted as the Coulomb term.

"W. Heisenberg, Z. Phys. 38, 411 (1926); Z. Phys. 39, 499 (1926).
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Coulomb term for the singlet state (17.52) gets shifted to (Chp+ Jpns ) /(146
due to the cross multiplication terms. The potential energy part of the Hamil-
tonian (17.53) can therefore be replaced by an effective spin interaction Hamil-
tonian® (with dimensionless spins: S/h — S)

1
H = ’ !’ ’ 4 2
nn 1+ 0, (Cnn + Jon Jon (S + S) )
| 1 ,

where S and S’ are the dimensionless spin operators for two electrons. Equa-
tion (17.64) gives the correct shifts by F.J,,,» because (S + §')? =2, 5.8 =
1/4, in the triplet state and (S + S")? =0, S-S’ = —3/4, in the singlet state.
Note that C,,, = Jpun, and therefore

Cnn’ - Jnn’
1+0,,

= Unn/ — Jnn’~

The Hamiltonian (17.64) without the constant terms is known as the Heisen-
berg Hamiltonian®.

Equations (17.61) and (17.64) show that the Coulomb interaction between
electrons, through the exchange integral, effectively generates an interaction of
the same form as the magnetic spin-spin interaction. The exchange interaction
usually dominates over the magnetic spin-spin interaction in materials. For
example in atoms or molecules J,,» will be of order of a few eV, whereas the
energy of the genuine magnetic dipole-dipole interaction will only be of order
meV or smaller. Exchange interaction with J,,,» > 0 therefore can align electron
spins to generate ferromagnetism'®, but the magnetic dipole interaction will
certainly not accomplish this at room temperature.

17.8 From many particle theory
to second quantization

Second quantization (or field quantization) of the Schrédinger field is relevant
for condensed matter physics and statistical physics, but it is usually not intro-
duced through quantization of the corresponding Lagrangian field theory. An
alternative approach proceeds through the observation that field quantization
yields the same matrix elements as symmetrized wave functions (for bosons) or

8P.A.M. Dirac, Proc. Roy. Soc. London A 123, 714 (1929).

9Heisenberg had introduced exchange integrals in 1926, and he published an investi-
gation of ferromagnetism based on the exchange interaction (17.61) in 1928 (Z. Phys. 49,
619 (1928)). However, the effective Hamiltonian (17.64) was introduced by Dirac in the
previously mentioned reference in 1929. Therefore a better name for (17.64) would be Dirac-
Heisenberg Hamiltonian.

0Ferromagnetism or anti-ferromagnetism in magnetic materials usually requires indirect
exchange interactions, see e.g. [4,11,20,38].
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anti-symmetrized wave functions (for fermions) in first quantized theory with
a fixed number N of particles.

In short this reasoning goes as follows. We assume a finite volume V' = L? of
our system. Then we can restrict attention to discrete momenta

2
k="n, neN
Ln n

and the N-particle momentum eigenstates are generated by states of the form
ki, ky) = k1) - Rw).

This state needs to be symmetrized for indistinguishable bosons by summing
over all N! permutations P of the N momenta,

> Plki, ... ky)
PeSn

However, this state is not generically normalized. If the momentum k is realized
ng times in the state, then

> Plky,.. k)

PGSN

2

H - <an> = N,

since there are N!/ T, ng! different distinguishable states in the symmetrized
state, and each of these states occurs [, ne! times. Therefore the correctly
normalized Bose states are

‘{ k}> mp%}vp“clw“ >

The action of the operator |k') (k| on this state is for k # k'

ne + 1
Y|, ) = ey ———| e — 1, 1,0

nk(nk/+1)|...7nk—17...7nk/+1,...>
a*(k')a(k)| P 1 T 1) T .>,
and for k = K/,

&) (K| nk, ..y =ng|. o 0k, . ) =aT (k)a(k)| ... nk,...).
i.e. we find that for 1-particle operators, the operator

has the same effect in the first quantized theory as

K® = /d3k’ /dSk (K'|KW|k)at (K a(k)
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has in the second quantized theory. E.g. the first quantized 1-particle
Hamiltonian

2 h2k2
go_ P° :/ 3
o A’k k) 5 (k|

becomes

) 3 h2k2
H®? = [ @k ——a"(k)a(k).

[t toatk)
Once the beasts a™ (k) and a(k) are let loose, it is easy to recognize from their
commutation or anti-commutation relations that they create and annihilate
particles, and the whole theory can be developed from there. The approach
through quantization of Lagrangian field theories is preferred in this book
because it also yields an elegant formalism for the identification of conservation
laws and generalizes more naturally to the relativistic case.

17.9 Problems

17.1 Calculate the evolution equations dN(t)/dt and dP(t)/dt for the number
and momentum operators in the Heisenberg picture if the Hamiltonian is given
by equation (17.2).

17.2 The relation py = —E/c in relativity motivates the identification of the
Hamiltonian H with a timelike momentum operator Py = —H/c.

Show that the field operators in the Heisenberg picture satisfy the commutation
relations

[P, U(z,t)] = ih0, ¥ (z, ).

17.3 Calculate the expectation value of the operator
x= [#a Y v @i

for the two-particle state (17.48).

17.4 Calculate the expectation values (Hp) and (V) for kinetic and potential
energy in the two-particle state (17.45) with identical particles.

17.5 Show that for pairs of spin-1 bosons, the interaction energy for states
(17.48)

Cnn’ + Jnn/(sao“
<V> = <\Ijn,0(t)a \Ijn’,a’(t)lvmjn,a(t)v \Ijn’,a’(t» = T

corresponds to the following values for the interaction energy in the singlet,
triplet, and quintuplet states,

E(O) . E(Q) B Cnn/ + Jnn’ E(l) o Cnn/ - Jnn/ er/.

n,n' T Tnmn

1+ 67m/ ’ nn — 1+ 67m/ — Lnn/ —

, =
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Show also that these energies can be reproduced with an effective spin-spin
interaction Hamiltonian

_; l _ 1\2 1\4
H, = 5o <C,m,+4jnn, (4—-6(S+8)V+(S+9 )>
1 U N2
= nn/ — Jnn/ nn/J ° nn/ . . 17.
5 (ot = Ju - oS8+ J(8-S')?) (17.65)

17.6 Hartree-Fock equations

17.6a Calculate the expectation value of the Hamiltonian (17.53) for a three-
particle state which is a tensor product of single particle factors for a helium
nucleus and two electrons,

) —/dﬁ /dﬂ '/dw * (@), [0)
| (1)) | () (| O >>

Show that the requirement of minimal expectation value (®|H|®) under the
constraints of normalized single particle wave functions yields a set of three
non-linear coupled equations for the single particle wave functions. You have
to use Lagrange multipliers to include the normalization constraints, i.e. you
have to calculate the variational derivatives of the functional

Flon(t), (1), o (8)] = (®|H|D) ( [z - 1)

o ([@2lwlonon - 1) — o ( @2 liono) 1),

e.g.
0

5¢n(w)

This yields intuitive versions of non-linearly coupled equations which look
like time-independent Schrodinger equations. These equations are examples
of Hartree-Fock equations'!. The equations for the electrons contain exchange
terms due to the presence of identical particles, and Hartree-Fock type equa-
tions have been successfully applied to calculate electronic configurations in
atoms, molecules and solids. However, the limitation of the variation of the N
particle states to tensor product states is a principal limitation of the Hartree-
Fock method. The lowly hydrogen atom already told us that translation in-
variant interaction potentials V(x — a) entangle two-particle states in such a
way that the energy eigenstates of the coupled system cannot be written as
tensor products of single particle states.

17.6b Show that the Lagrange multipliers ¢; add up to the sum of the kinetic

Flon(t), o (1), o (1)] =

"Very good contemporary textbook discussions of Hartree-Fock equations can be found
in [24,33,34], and a very comprehensive discussion of the uses of Hartree-Fock type equations
in chemistry and condensed matter physics is contained in [10].
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energy plus twice the potential energy of the system.

17.7 We consider field operators for spin-1/2 fermions,
{Vo(@), ¥y (@)} = b5 00 — @),
{¥o(@), o (')} =0, {¥7(2). ¢y ()} =0.

17.7a The particle density operator is n,(x) = ¢F ()¢, (x). Show that the
states [z1,01) = U7 (21)[0) and |x1, 015 @2, 09) = ¥ (21)1], (22)|0) are eigen-
states of n,(x) in the sense that relations of the kind

Ne(T)| 21, 01) = Mooy (T, 1) |T1, 01),

na($)|$1701;$2702> = )\a,al,ag(w7$1,$2)|$1701§332702>
hold. Calculate the “eigenvalues” A, ., (2, 1) and Ay o 00 (@, 1, T2).
17.7b We can define a density-density correlation operator

go,(r’(w7 w/) = na’(w)ntf’ (wl)

Evaluate the matrix elements (xi,01|G, 0 (€, @')|22, 02) of this operator in
1-particle states.

Solution
17.7a For the 1-particle state we can write
ne()|@1,01) = Uy (@) {1 (@), ¥g, (1) }0) = 05,0, 0(x — 1)1 (2)[0)
= 0y 0(® — 1)|21, 01). (17.66)
For the 2-particle state we use the relation [A, BC] = {A, B}C — B{A,C} in
s, o152, 02) = Uy () o (), ¥y, (1)1, (2)]]0)

ne(
00.0,0(x — 1)1y ()17, (22)|0) — 050, 0(2 — 22)007 (®)15, (21)]0)
= (0p010(x — 1) + I00,0 (T — X2)) |21, 01; T2, 09). (17.67)

17.7b From the previous results and the orthogonality of the single-particle
states (following from the anti-commutation relation between ,, (1) and
S, (x2)) we find

(@1,01]Gp 0 (@, T )| @2, 02) = (T1, 01|N0 (T)N0r (2) |2, 02)
= 05010 (T — 1)051 5,0 (X" — T2)00, 5,0(T1 — T2).

17.8 Pair correlations in the Fermi gas

We know that the Pauli principle excludes two fermions from being in the
same state, i.e. they cannot have the same quantum numbers. But what does
that mean for continuous quantum numbers like the location x of a particle?
What exactly does the statement mean: “T'wo electrons of equal spin cannot
be in the same place”? How far apart do two electrons of equal spin have to
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be to satisfy this constraint? We will figure this out in this problem.

In the previous problem we have found that the density-density correlation
operator G, (¢, ') = n,(x)n, (x’) has non-vanishing matrix elements for
1-particle states. Therefore we define the pair correlation operator

Goor (@, &) = Goor(x, @) — 850 0( — )00 ()

= U5 (@)1 (&) o (@) ()

as a measure for the probability to find a fermion with spin orientation o at
the point &, when we know that there is another fermion with spin orientation
o’ at the point «’. This ordering of operators eliminates the 1-particle matrix
elements.
17.8a Show that the corresponding combination of classical electron densities
divided by 2,

1. / 1 ’ 1 ’

gggﬁg:(a:, ') = §ng(w)ngl(w ) — 55070/(5(:1: —x')n,(x), (17.68)
can be interpreted as a probability density normalized to the number of fermion
pairs to find a fermion with spin projection Ao in & and a fermion with spin
projection Ao’ in x’.
Hint: There are Ny + N, = N fermions in the volume V. What do you get
from equation (17.68) by integrating over the volume?
17.8b The ground state of a free fermion gas is

€)= H a;r/Q(k)aJ_rl/g(k)w)a
k7|k|§kF

where kp is the Fermi wave number (12.17). Calculate the pair distribution
function

9070”(:137 wl) = <Q|§0,0'($7 xl)‘Q>

of the free fermion gas in the ground state.
Hints for the solution of 7b: With discrete momenta

2
k::%n

the anti-commutation relation for fermionic creation and annihilation opera-
tors becomes

{ao(k), g (K')} = 00O -

The corresponding mode expansion for the annihilation operator in a-space
becomes

1 .
Uy (x) = W g as (k) exp(ik - x),
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and the inversion is
1 .
ay(k :—/d3m¢g x)exp(—ik - x).
#)= = | dav(@)es(-ik-2)

Substitute the mode expansions for ¢ and 9" into the operator gy, (x,’).
This yields a four-fold sum over momenta

@ > ..
k.k',q,q9’
In the next step, you can use that
0, (k)|2) = O(kr — K)a,(K)|Q),  (Qla (q) = Ok — q)(Qal (g), (17.69)

because e.g. in the first equation, if & > kp, a,(k) would simply anti-commute
through all the creation operators in |Q2) and yield zero through action on the
vacuum |0). This reduces the four sums to sums over momenta inside the Fermi
sphere,

© Y o).
{k.k'.q,q'}<kF

For the following steps, we can use that for fermionic operators (a}(k))? = 0
and therefore

k<kp: af(k)Q) =0. (17.70)

We can use this observation to replace operator products with commutators
or anti-commutators, e.g.

¢ <kr: ay(q)ay(k)a,(k)|Q) = [ag(q), ¢y (K)as (K)]|2),

¢<kr: ag(q)as(k)|Q) ={a;(q), ar (K)}Q).
You can use these observations to get rid of all the operators in ¢, (2, '). For
the last steps, you have to figure out what the sum over all momenta inside a
Fermi sphere is, Zk_‘k‘ <kp1 (you know this sum because you know that there

are N Fermions in the system). For another term, you have to use that for
N>1

! 1
v 2 f(k)’:—‘/ &k (k).

Vkvlklng (27)* Ji<e
Solution

17.8a Integration of equation (17.68) over @ and @’ yields for identical spins
e.g.

1 . . 1
5 /ddﬂ? /ddﬂf/ (@, @) = SNy (Ny = 1) = Ny,
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which is the number of independent fermion pairs with both fermions having
spin up, and we also find

1 1 1
— dgm d3fl?/ gﬂ(.’n, :c') = _NTNi = —./\[T‘L,
2 2 2
which is the number of independent fermion pairs with opposite spins if we

take into account that we want e.g. spin up in the location & and spin down
in «’. Note also that summation over spin polarizations then yields

1 1 1
> /d% /d%' ng/(m,m’) = §NT(N¢ -1+ 5N¢(N¢ — 1)+ NN,

%N(N—l)z]\/,

i.e. the total number of independent fermions pairs.

17.8b The discussion below is a modification of the discussion given by Schw-
abl [34]. Other derivations of the exchange hole of the effective charge density
experienced by a Hartree-Fock electron in a metal can be found in [10,15].
We have

1
Goor(z,2') = 7 Z explilk-z+k'-2'—q-x—q )
k.k',q,q9'

x(Qlag (q)ag (q')ar (k' )as (k)|2).

The observation (17.69) limits the sums over wave numbers,

1
oo (@ 2) =5 Y, explik-x+k 2 —qa—q )
{k.k',q,9'}<kF
x(Qlat(g)a} (q')ar (k' )as (k)|Q).

For the next step we use (17.70), ©(kr — ¢')at (q')|S2) = 0, to replace operator
products with commutators or anti-commutators:

1
Yoo (T, 2') = — Z explilk-z+k'-a2'—q-x—q o)
{k.k'.q.q'}<kp
<(Qlag (q)lag(q), ao (K)aq (k)]|2)

% > explitk — q)- 2] (Qa (q)ar(k)|Q)
{k.k \q}<kp

—(SW/L2 Z explilk-z+ k' a2’ —q-z—k-a')]
{kﬂkl7Q}§k’F
x(Qag (q)ar (K')|2)
1 1 )
= dooi- doo' 73 > explitk— k) (z—a).

{k.k'}<kp {k.k'}<kp
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Here the notation < kp under the summation indicates that e.g. the summation
over k is over all vectors k inside the Fermi sphere: |k| < kp.

For the further evaluation we note that there are two fermions per momentum
inside the Fermi sphere, and therefore

1 N n

- 1= — —_,

\% Z 2V 2
k| k|<kp

This yields

2
, n? 1 ] ,
Yoo (@, @) = T oo v Z explik - (x — x')]
k7‘k‘SkF
n? 1 2
X — — bgor / &k explik - (x — a’
1 @ Joor! [ik - ( )]
n2 1 kp 1 ) 2
st e
=7 Voo (2ﬂ)2/0 dk[ldfk explik|z — 2'|¢]
2 1 kr 2
- / dk k sin (k|lz — @|)
4 At — ' | )y
B n_2_ [sin(kp|a:—a:’|)—kp|w—a:’\cos(kp\w—a:’\)]2
IV Al — |0 '

In particular, the result for equal spin orientation can be written as

ig (2) =1 — g[sin(kp|w —&'|) — kgl — 2| cos (kp|le — 2'|)]
n27 77 (kp|z — 2/|)°

b

where n = k}/37% was used. This means that up to a distance of order

)\F - s N ™ %
the probability to find a fermion of like spin is significantly reduced: The Pauli
principle prevents two fermions of like spin to be in the same place, even if
there is no interaction between the fermions.
The function -5 g,, (2, ') is plotted for three ranges of the variable z = kp|z—
x| in Figures 17.1-17.3.
The first maximum —5g,,(x, @') = 1 is reached at

k‘F|$ — :13'| ~ 44934,

i.e. depending on the maximal momentum in the fermion gas the minimal
distance between two fermions of the same spin orientation is given by the
minimal wavelength in the gas:

Thole =~ O7)\F (1771)
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14
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047

0.27

Figure 17.1: The scaled pair correlation function 4g,.,(r)/n?* for 0 < kpr < 8.
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Figure 17.2: The scaled pair correlation function 4¢,.,(r)/n? for 4 < kpr < 16.

On the other hand, the density of fermions with equal spin is n/2. Equal
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Figure 17.3: The scaled pair correlation function 4g,,(r)/n? for 0 < kpr < 0.5.

separation between those fermions would correspond to a distance

2\ 3
a_<_> 7
n

and inserting the result for the Fermi momentum

1
1 8\ 3
e = (et e (5F)
yields
3\ 3
T

Comparison with 74, (17.71) shows that the Pauli principle effectively repels
fermions of equal spin such that they try to fill the available volume uniformly.
Note that the existence of this exchange hole in the pair correlation between
identical fermions of like spin has nothing to do e.g. with any electromagnetic
interacion between the fermions. It is only a consequence of avoidance due to
the Pauli principle. Stated differently (and presumably in the simplest possible
way): The Pauli principle implies that free fermions of the same spin orientation
try to occupy a volume as uniformly as possible to avoid contact.

If we want to add free fermions to a fermion gas of constant volume we have
to increase the energy in the gas, thereby increasing the maximal momentum
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in the gas, to squeeze more fermions into the volume and reduce the mean
distance between fermions of like spin.

The presence of the exchange hole implies a local reduction of the charge
density of the other electrons seen by an electron in a metal (a “Hartree-Fock
electron in a jellium model” [10,15,23]),

n n

pe(r) —e5 — ey <1 - (kps;r)ﬁ [sin (kpr) — kpr cos (kpr)]2>

= —en

(1 - ﬁ [sin (kpr) — kgr cos (kjpr)]2> .

This effective electron charge density is plotted in Figure 17.4.

1
0.8
0.6
0.4

0.2

Figure 17.4: The effective scaled electron charge density pe(r)/(—en) in a metal
is plotted for 0 < kpr < 8.



Chapter 18

Quantization of the Maxwell
Field: Photons

We will now start to quantize the Maxwell field A, (z) = {—®(x)/c, A(z)}
similar to the quantization of the Schrédinger field. The fact that electromag-
netism has a gauge invariance implies that there are more components than
actual dynamical degrees of freedom in the Maxwell field. This will make quan-
tization a little more challenging than for the Schrédinger field, but we will
overcome those difficulties.

The quantized Maxwell field also provides the first example of a relativistic
quantum field theory.

18.1 Lagrange density and mode expansion
for the Maxwell field

The equations of motion for the Maxwell field are the inhomogeneous Maxwell
equations (recall that the homogeneous equations were solved through the
introduction of the potentials A,,)

?

0P = 0, (0" AY — ¥ A") = —puoj”.

These equations can be written as

J’+ Mioa“ (O"AY — 9" AF) = g—i — aﬂ—a(iﬁfqu) =0
if we use the Lagrange density
L=j"A, — iF,wF“” _op L +j-A— 0. (18.1)
dpig 2 2140

This Lagrangian provides us with the canonically conjugate momentum for
the vector potential A:

oL .
HA = — — € A+Vq) = *6()E
= ald+ V)=~
R. Dick, Advanced Quantum Mechanics: Materials and Photons, 321
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but
_9E

0P
vanishes identically! Therefore we cannot simply impose canonical commuta-
tion relations between the four components A, of the 4-vector potential and
four conjugate momenta II,. To circumvent this problem we revisit Maxwell’s
equations,

Il

AD+V-A= —19, (18.2)
€0
102 10 .
V(V-A) —AA+§@A+C—2§V(D:/LOJ (18.3)

One way to solve the problem with Il = 0 is to eliminate V- A from the
equations of motion through the gauge freedom

O(x,t) = Op(x,t) = O(x,t) — f(x,1), (18.4)
Az, t) = As(z,t) = Az, t) + V f(x,t), (18.5)
i.e. we impose the gauge condition V- Ay = 0. The equation
Af(z,t) = -V - A(zx,t)
can be solved with the Green’s function G(r) = (47r)~! for the Laplace oper-
ator,
1 p—
dr|e — /|

see equations (11.7) and (11.12) for E =0,

—i(x —x'),

1 3 !
= — AT t).
fx,t) 47T/da: |:c—a:’|V (x',t)

This gauge is denoted as Coulomb gauge.
We denote the gauge transformed fields again with ® and A, i.e. we have

V- A(z,t)=0. (18.6)
and
1
AD = ——p, (18.7)
€o
102 10 .

We can now get rid of @ by solving (18.7) again with the Green’s function for
the Laplace operator,

/d%’ ox’t) (18.9)

|z — /|
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The resulting equation for A is

1 9 1o s, x—ax 0
—— A ) Az, t) = j(x, t 2B = (2t
<CQ ot? ) (m7 ) [1,0](:3, )+471'/ x |$7$/|38t9(m7 )
= poJ (x,1). (18.10)
The new current J satisfies

V~J(:L'7t)=V~j(m,t)+%g(w,t)20 (18.11)

due to charge conservation. We also require localization of charges and currents
in the sense of

lim |z|J(z,t) = 0. (18.12)

|| —o00

Equation (18.10) can be solved e.g. with the retarded Green’s function, cf.
equation (1.50),

1 1 r
<§@ - A) G(z,t) = d(x)o(t), G(z,t) = Eé(f - —) , (18.13)
in the form
Az, t) = o /d3m' /dt'G(w —x' t—t)J(Z', )

1 o
YL S S G LAY (18.14)
47 |lx — /| c

This satisfies V- A;(x,t) = 0 due to (18.11,18.12).
The vector field is only a special solution of the inhomogeneous equation
(18.10), and the general solution will be a superposition

Az, t) = A;(x,t) + Ap(x,t)
of the special inhomogeneous solution with the general solution of the homo-

geneous equations

1 & A) 4 .
The homogeneous solution still has to satisfy the gauge condition V- Ap = 0,
because the total vector potential A has to satisfy this condition.

Fourier decomposition

Ap(m,t) = ﬁ /d% /dw Ap(k,w) expli(k - @ — wi)], (18.16)

Ap(k,w) = # /d3w /dt Ap(z,t)exp[—i(k -z — wt)]
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transforms the condition V - Ap(x,t) = 0 and the equation (18.15) into
k- Ap(k,w) =0 (18.17)

and

<k2 - —2) Ap(k,w) =0. (18.18)

2

Equation (18.17) is the statement that photons are transverse, whereas equa-
tion (18.18) implies that Ap(k,w) can be written as

(k) \/”’Wz )0(w = ck) + af (—k)3(w + ck))

(18.19)

where the prefactor so far is a matter of convention and the two vectors €, (k)
are a Cartesian basis in the plane orthogonal to k:

€a(k) - €s(k) = bag, k- ealk) =0,

Inserting (18.19) into (18.16) yields

(x,t) =4/ 712/;00 / (a (k) expli(k - & — ckt)]

k)exp[—i(k-x — ck‘t)]) (18.20)
and for the fields
E ( = —QAD ZB f
e \/7
E / Z €.k k)expli(k - x — ckt)]
k) exp|—i(k -z — ckt) ) (18.21)
B =V x AD :1: t
hioc
=i/ 2n)? / kaea ( (k) expli(k - & — ckt)]
)Jexp[—i(k-x — ckt)]) (18.22)

Inversion of equations (18.20,18.21) yields

/\/W (fAD (1) \/EA (w,t))

x exp[—i(k - & — ckt)],
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/ W (\f Ap(,t) — \/EA (:c,t))

x expli(k - ¢ — ckt)].

We can think of the vector potential (18.20) as a state |Ap(t)) with components

hppe

ok (aa(k) exp(—ickt) + af (—k) exp(ickt)) (18.23)

<k> a|AD(t)> =

in wave vector space, and

(@, il Ap(t)) = 4/ ZI;OC / (a (k) expli(k - @ — ckt)]
) exp[—

(k @ ckt)]) (18.24)

in « space. This corresponds to transformation matrices

(@, ilk, o) = ! (k) exp(ik - ),

1
60{
\/27‘(3
and we can easily check the completeness relations
(k,alk', B) = /dBm Z(k,a|w,i><:c,i|k:',ﬁ) =6(k — K')eq(k)-es(k)

= §(k — K')bus, (18.25)

(@il j) = / Pl S (w, ik, 0) (K, ala, )

1 3 . ’ § i J
= (27T)3 /d k:eXp[lk . (w — )] . ea(k)ea(k)
]. 3 . (x — -’.U/ Z]
= oL /d k explik - )P (k)
1 3 k(o —a ij_kikj
27 /d k explik - ( )] (5 L2 )

=0 (x— ). (18.26)

Here the equation

Y eulk)@eak)=1-kok

a=1

has been used, cf. the decomposition of the identity (4.11). Equation (18.26)
defines the transverse § function.
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Energy-momentum tensor for the free Maxwell field

The Lagrange density for the free Maxwell field,

1
£D = —7 I'D I/FHV7
4#0 SHVE D

yields a canonical energy-momentum tensor

oLp 1

7 —9 A
@u um Lp 8}L D’/\—a(a,,AD,,\) "

1
(%AD,AFBA - ZnHVFD,HAFS/\>

which is not gauge invariant. However, the free equation d,F%" = 0 implies a
trivial conservation law

—iay (Ap FP) =0
Ko

which can be added to the conservation law for the free fields, 9,0,” = 0. In
this way we can improve the energy-momentum tensor ©,” to a gauge invariant
energy-momentum tensor

1 1 1
T," =0, — —0\Ap,Fp = — (FD,;MFBA - —Tlu"FD,mFgA) :
Ho Ho 4
The corresponding energy-momentum density vector
Lo
,PM = ETM

yields the well known expressions for the energy and momentum densities of
electromagnetic fields,

€0 1
H=—-cP=-T= EE,% + %B,%, (18.27)

P = EoED X BD. (1828)

The components of the energy current density (the Poynting vector) are given
by the components —cTy? (because —9,Ty° = —cOy Ty = cO;Ty?):

1
S=—Ep x Bp =c*P. (18.29)
Ho

We are interested in the energy and momentum densities for the free fields
Ap(x,t), because those will become the freely evolving field operators in the
Dirac picture.
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18.2 Photons

In the previous section we got rid of ® and even of the longitudinal component
of A. Now we might be tempted to impose canonical commutation relations
[Ai(z,t),IL; (2, t)] ~ ihd;;0(x — '). However, this would be inconsistent, since
equation (18.6) implies that application of 9/dz; and summation over ¢ on the
left hand side would yield zero, but on the right hand side would not yield
zero! This problem arises irrespective of whether we wish to quantize the full
vector potential A or only the free vector potential Ap. Therefore we have to
invoke the transverse d-function (18.26) to formulate the canonical commuta-
tion relations for the Maxwell field. We will use these relations primarily for
the Dirac picture operators,

MpﬂwjﬁAaﬂfjﬂ—edzﬂ%/fk(&f—%%)emﬁk(w—mﬂ

- eo<i2h7r>3 / @'k cailk)ea; (k) explik - (z — o),

or in short form

[Api(z,t), Ap (@' ,1)] = =65 (z — ). (18.30)
€0
The remaining relations are
[Api(z,t), Ap (z',t)] =0, [ADvi(:c,t),AD_j(a:’.,t)] =0. (18.31)

The relations (18.30,18.31) yield for the operators a,(k), a} (k') harmonic os-
cillator relations,

[aa(k), as(k)] =0, [ag(k),af(K)] =0, [aa(k), a5 (k)] = dasd(k — K').

«

The prefactor in (18.19) was chosen such that no extra factor appears in the
commutation relation of a, (k) and af (k').

The energy and momentum densities (18.27) and (18.28) yield energy and
momentum operators

_ 3 €0 12 Lo\ 3 +
H = /d x <5ED + 2—MOBD> = za:/d k hek ol (k)aq(k),
P = ¢ /d3w Ep x Bp = Z/d% hik a} (k)aq (k).

From these expressions we can infer by the meanwhile standard methods that
a’ (k) creates a photon of momentum hk, energy hck and polarization e, (k),
while a, (k) annihilates such a photon. In particular,

|k, @) = a; (K)[0)
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is a single photon state with momentum hk, energy fick and polarization €, (k).

If we want to construct a creation operator a(x) in @ space (corresponding

to the operator ¢t () in Schrodinger theory) we find

\/;73 /dSk al (k) exp(—ik - x)

— (27103 /d3k/d3m’ea(k)- <,/2MﬁchAD(w’,t)

- Ap(a, t)) explik - (' — x) — ickt].

a, () =

\ 2kpoc3h

The expression on the right hand side is time-independent and can just as well
be written in terms of the Schrodinger picture operators A(xz) = Ap(x,0)
and A(zx) = Ap(x,0). However, the important observation is that contrary
to Schrodinger theory, the original operator in @ space, A(a,t), is not a pure
annihilation or creation operator any more, but instead is a superposition of
annihilation and creation operators. This is a generic feature of relativistic
field operators. The property a*(x) = ¢ (x) is a special feature of the non-
relativistic Schrodinger field.

The time evolution of the free photon operators in k space is given by the
standard Heisenberg evolution equations,

apa(k,t) = aq(k) exp(—ickt) = exp (%Hﬁ) aa (k) exp(—%Ht) ,

5 |
Sravalk,t) = £ [H.apa(k. ),

and therefore we also have for the field operators in @ space
Ap(x,t) = exp (%Ht) Ap(x)exp (—%Ht) ,

but to recover the evolution equation (18.15) in @ space we have to use iterated
Heisenberg evolution equations,

0 i

EAD(:I:,t) = ﬁ[]{7 AD(LB,t)] = —ED(13,t),

—62A t) = i H E t)] = L H,|H A t
2 D(wv )ffﬁ[ ) D(wv ﬂffﬁ[ 7[ ) D(mv )H

This is a general property of bosonic relativistic fields.
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18.3 Coherent states of the electromagnetic
field

We can directly apply what we have learned about coherent oscillator states
to construct a quantum state with the property that the operator Ep(x,t)
(18.21) yields a classical electromagnetic wave as expectation value,

(E|Ep(,1)|€) =
thic /3k:\/>Zea k) expli(k - & — ckt)]

(k) expl—i(k -z — ckt)] ) (18.32)

The results of Section 6.5 imply that the state |E) can be unitarily generated
out of the vacuum?,

|8>=exp</d*kz Calk — (H(k)aa(k ))) |0).
The corresponding equations in the Schrédinger picture are

(EWB@)|EWD) = (1),
|£<t>>:exp</d3k2(<a<k.,t>a (k) = G (. t)aa (k) )) 0, (1833)

a=1

with

Colk,t) = (o(k) exp(—ickt).

The average photon number in the electromagnetic wave is

£|/d3k2a Jaa(k)|E) /d?’kZKa

and we find with

( /d%aia;—(k) ) /d3 /d3k’ 3 af (k)al (K )aw (K )aa(k)

=1

2
+/d3k ZaZ(k)a
a=1

the relations

(n?) = ( / ey @(k)ﬁ) + / Y k),

'R.J. Glauber, Phys. Rev. 131, 2766 (1963).




330 Chapter 18. Quantization of the Maxwell Field: Photons

9 1/2

An = /Tn) = (/dk Z|<a<k:>|2> e
pot (n)  /(n)

Every free quantum field has an expansion in terms of oscillator operators, and
therefore each quantum field has coherent states which yield classical expecta-
tion values for the field. They are particularly important for electromagnetic
fields because classical electromagnetic waves are so abundant, readily avail-
able, and of technical relevance. This is a consequence of boson statistics and
of the vanishing mass and charge of photons. Generating and packing together
huge numbers of photons is very inexpensive in terms of energy.

18.4 Photon coupling to relative motion

The discussion of photon interactions with atoms or molecules usually does
not involve discussions of photon interactions with the individual constituent
electrons and nuclei, but implicitly assumes an effective coupling to the quasi-
particles which describe the relative motion between nuclei and electrons. How-
ever, this procedure is not straightforward to justify and it is instructive to
revisit the problem of separation of center of mass motion and relative motion
in the presence of electromagnetic fields.

The two-particle Hamiltonian (7.1) with electromagnetic potentials takes the
form

1 1
H= . (p1 — @ A(x1, 1)) + Iy (P2 — 2 A(x2,1))* + V(|x1 — xa).

Substitution of the single particle momenta with the total momentum and the
effective momentum in the relative motion (7.6) yields

1

H = 5o (P = g A1) — A, 1)
1 maqrA(x1, 1) — migp A(xz, 1)\
+2N (p - + V(%1 —x2f). (18.34)

Now we assume that the electromagnetic potentials vary weakly over the ex-
tension of the two-particle system,

A(xzy,t) ~ Az, t) ~ A(R,T). (18.35)

This yields an effective Hamiltonian

1 2 1 2
H=—(P-QAR,t —(p—qAR,t %4 18.36
517 (P~ QAR+ oo (p—gAR D + V(R (1836)
with a total charge Q) = q; + ¢o for the center of mass motion, and a reduced
charge of the quasi-particle describing relative motion,

maq1 — Mi1q2
my —+ mo

(18.37)
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Even the simplifying assumption (18.35) does not allow for separation of the
center of mass motion any more, but we also assume that the photon terms
can be treated as perturbations of the two-particle system. In this case we are
left with an effective single-particle Hamiltonian for the relative motion in the
center of mass frame

H= = (p— A1) + V(|x]). (18.38)

Equation (18.37) for the effective charge ¢ yields ¢ = ¢ if ¢ = —¢1, and
mo > my also implies ¢ =~ ¢;. This entails that in atoms or molecules, we
can think of photons as effectively coupling to the electrons if the photon
wavelengths hc/E, are large compared to the size of the atoms or molecules.
Please also note that the derivation of (18.38) required negligible spatial varia-
tion of the photon terms over the extension of the unperturbed wave functions
for relative motion, to justify minimal photon coupling into the Hamiltonian
for relative motion. Dipole approximation and electromagnetic coupling to the
Hamiltonian for relative motion therefore use the same premise.

18.5 Photon emission rates

The calculation of transition probabilities between Fock states requires time-
dependent perturbation theory in the second quantized formalism.

The Hamiltonian for a coupled system of non-relativistic charged particles and
photons is

H = Hy+ Hr+ Hyy

h? . 1 5
/d3 <2 Z(VW V¢U+Z¢+V¢U A2+2—MO(V><A)

+ 1—A Z <z/)+ v %) + Z wm%) 7 (18.39)

where V' is an intra-atomic or intra-molecular potential and the interaction
terms between the charged particles and the photons are

I . gh s s & + 42
/dwzg:l%A«(¢UVng)7 HH/dzc%;waAi/)g.
In principle there is also a term
_ q2 3 3 ../ + + / 1 /
He = Sres d’z |’z ;% (), (z )m%/(m Vo ()

from substitution of the scalar potential in Coulomb gauge. However, we will
only study transitions with single matter particles in the initial state, where
H¢ will not contribute.
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For the following calculations we use hydrogen states as an example to illustrate
the method, and we use ¥,(x) and ¥} (x) as the Schrodinger picture field
operators of the effective quasi-particle which describes relative motion of the
proton and electron in the atom,

|7’l,€7 m[,O';t> = |\Ijn,2,mg,o(t)> = /dsw \Ijn,f,mi(mat)q/}:(w”())'

Stated differently, ¢, (x) and 1 (x) are the Schrodinger picture field operators
which arise from quantization of the wave function (x, o|¥(¢)) which described
relative motion in Schrodinger’s wave mechanics.

According to our results from Section 18.4, the Hamiltonian (18.39) includes
an approximation if we use it for coupling the electromagnetic potential to the
hydrogen atom, because we introduced the photon operators through minimal
coupling into the effective single particle problem that resulted from separation
of the center of mass motion. This is a good approximation if the electromag-
netic potentials vary only weakly over the size of the atom, A(z,,t) ~ A(x.,t).
Indeed, it is an excellent approximation for the study of transitions between
bound hydrogen states, because in these cases A > hc/13.6eV = 91 nm.

The relevant transition matrix elements for photon emission between ¢’ and ¢
are

Sti(t,t') = S om0t ikaln o (1)

i
(-
( i

t
_}_i/dTHD(T)> I, £, my, o 0)
t/

= <n/7 £/7 m/l? J/; k7 a; tl eXp| —

HO = 0)) o, s 0301

= (n,0',m),o';k,a|T exp
X |n7 67 mé’ 0—; O>7

where

i i
Hp(T) = exp (ﬁHOT> (Hr+ Hpp) exp<—ﬁH07—> .

The entries (k,«) and 0 after the semi-colons in the states refer to a photon
of momentum 7k and polarization €,(k) in the final state, and no photon in
the initial state.

The scattering matrix element is in leading order

sz = Sn',[',m},a’;k,a\n,[,mg,U = <77//7 €,7 ml[7 OJ; ka OélUD(OO7 _OO) |77/, Z: my, 0, O)

R

1 o]
Fi/ dt exp [(wn e + ck)t] (0’ 0',m), o's k, o
3 lqh I ixd
x [dz ) S Alz) (1/» (x) V %(w)) [n, €, mg,0;0) (18.40)

with the field operators in the Schrodinger picture. We also took into account
that the energy levels are ¢ dependent through fine structure. At this stage we
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are still using A(x), although our reasoning in Section 18.4 already indicated
that any « dependence in A(x) must be negligible to justify minimal photon
coupling into the effective Hamiltonian for relative motion in the atom. We
will return to this point below.

Substitution of the mode expansion (18.20) for the photon operator and evalu-
ation of the second quantized matrix element transforms the transition matrix
element for photon emission into a matrix element of first quantized theory,

| hpoc
Sn’ A ml,olkalnlmg,o = 271—6(“"' e+ Ck) h 16l:r03k6‘7”

x(n', 0, my|eqn(k) - pexp(—ik - x)|n, £,me). (18.41)

The operators €,(k) - p and k - x commute, whence we don’t encounter a nor-
mal ordering problem in the first quantized matrix element.

Equation (18.41) can be interpreted as a first quantized matrix element of the
perturbation operator

V(t) = —%( CA(x,t) + A(x, 1) p), (18.42)

which contains an operator corresponding to a classical transversely polarized
plane wave

AD) (2, 1) = 12‘;%2 (k) exp[—i(k -z — ckt)]. (18.43)
This classical plane wave apparently represents a single emitted photon of sharp
energy hck and momentum Ak, and second quantization helped us to determine
both the proper amplitude for the single photon wave and the k-dependent
term in the transition matrix element. The corresponding calculation for ab-
sorption of a photon yields a first quantized matrix element of the perturbation
operator (18.42) with a single photon vector potential

hppe
1673k =

see equation (18.55).
We can understand the amplitudes of the single photon wave functions (18.43)
and (18.44) in the following way: The mode expansion (18.20) becomes in finite

volume V'
=4/ hugc Z Z €a(k (aa Yexpli(k - x — ckt)]

tat (k) exp|—i(k - w—ckt)]) (18.45)

A (z,t) = €a(k) expli(k - x — ckt)], (18.44)

and the corresponding energy and momentum operators? are
H =Y "hckal(k)aa(k), P =Y hkal(k)as(k).
kE « kE «a

2(Classically these equations would hold for time averages.
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These equations tell us for a classical amplitude a,(k) that this amplitude
would (up to an arbitrary phase @) have to be a Kronecker § with respect to
momentum and polarization to represent a single photon of momentum hk,
energy hck and polarization €,, and therefore the classical vector potential for
the single photon in the continuum limit V' — 873 is

hpgc
1673k

+exp[—i(k-x — ckt + SD)])

A%k,a (21}, t) =

ea(k)(exp[i(k ca — ckt + )]

=2 thiLrOi‘Ckea(k) cos(k-x — ckt + ). (18.46)
Note however that for emission only the plane wave with exp[—i(k - z—ckt+p)]
contributes to the transition matrix element, whereas for absorption only the
other term contributes.
The vector potential in box normalization (18.45) does have the expected units
Vs/m, whereas the continuum limit vector potentials (18.20,18.46) come in
units of m*2Vs/m. This is related to the fact that their transition matrix
elements squared yield transition probability densities per volume unit d*k in
the photon state space, see e.g. equation (18.47) below. It is the same effect that
we encountered in scattering theory for momentum eigenstates exp(ik - z)/V /2
in box normalization or exp(ik - x)/(27)%? in the continuum limit.

Evaluation of the transition matrix element in the dipole
approximation

We have already emphasized that the coupling of the electromagnetic poten-
tials to the effective single particle model for relative motion in atoms assumes
a long wavelength approximation in the sense A(x,,t) ~ A(x.,t), see equa-
tions (18.35) and (18.38). Therefore the exponential factor exp(—ik - &) must
effectively be constant over the extension of the atomic wave functions and
can be replaced by exp(—ik-x) ~ 1. For an estimate of the product |k - x|,
we recall that the energy of the emitted photon from an excited bound state
cannot exceed the binding energy of hydrogen,

he e hca

Yo B = -
A ' Srepay  4dmag’

and therefore

4 .
A> gy~ 1.72 % 10%ay, kag < % ~ 3.65 x 1073.
«

This confirms that the exponential factor will be approximately constant over
the extension of the wave functions,

(', 0, myleq(k) - pexp(—ik - x)|n, £,me) = (n', 0/, myle.(k) - p|n, £, my).
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The matrix element of the momentum operator between energy eigenstates is
usually converted into matrix elements of the position operator x using the
first quantized Hamiltonian Hy = (p?/2m) + V(x) and the relation

h
[Hy,x] = —p.
im

This implies

(', 0, mblpln, €, myg) = 1%<n',£',mg|[ﬂo,x]|n, 0, my)

. i / li
= Imwys grne(n', 0, my|x|n, £,me),
where Awps ¢ = Ep o — Epg. In the case of emission we have wyy g0 < 0.
The transition matrix element (18.41) therefore becomes
foc
1673 hk
i U !
x(n' 0 myleq(k) - x|n, £, my)

S 1,y 00 Fesaln bamg,e =2 —2T0 (Wi erne + ck)g oo/ Wt im0

3k
/Z)Ch 5o
s
x(n', 0", mylea(k) - x|n, €, my).

- 5(wn’,Z’;n,l + Ck)q

The differential emission rate into a momentum volume element d®k around k
of a photon of polarization €, (k) is then with ¢ = —e, §(0) — T/2m,

2
| Sn’,l’,m;g o' sk,aln,lmy o |

d*k

(o3
AL (K)o, oot 1

T
3.2
foc’e 2
~ g a0 (0, € i ea (k) x|, € )|
X(S(wmgm/’g/ — Ck‘)ddk, (18.47)
or after integration over the wavenumber k of the emitted photon,
dl“(a) (k)n,l,mg,a—)n’,f’,mé,a" _ luer u}g 5
o 8m2hc M ETee

x lea(k) - (0, ', mi x|, £, me) [

Note that if we would have tried to calculate this only within a semi-classical
first quantized theory for the monochromatic perturbation (18.42,18.43), the ¢
function in energy and the units of the transition matrix element would have
tempted us to introduce a density o(E,) of final hydrogen states per energy
and volume, similar to the Golden Rule for transitions into a continuum. This
factor would then have appeared instead of the factor §(E, — E,» — hck)d’k
in (18.47). Indeed, we do have a transition into a continuum of final photon
states, but the semi-classical approximation would have missed that and naive
application of the Golden Rule would have tempted us to include a wrong
factor with an unjustified interpretation.
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As a consequence of the ¢ dependence of the spherical harmonics, the vector

'l my|x|n, £, me) = (0, 0, my|x|n, £, me)e, + (0, €', myly|n, £, me)e,
+(n', 0, m|z|n, £, my)e,
= (n', €', mj|rsind cos p|n, £,my)e,
+(n' 0, my|rsind sin p|n, £, my)e,

+{n', €', my|r cosI|n, £, my)e,

has real z and z components and an imaginary y component. We know al-
ready from the dipole selection rules from Section 15.1 that the z component
(', 0, m}|z|n, £,my) is only different from 0 if Am, = mj, — m, = 0, while the
2 and y components are only different from 0 if Am, = +1.

The different conjugation properties and selection rules imply

lea(k) - (0, 0 mb|x|n, €, mg)|* = (ea(kz) 8 mi|x|n, £, my)e,
(0, € mifyln, €made, + (', € milaln, €. me)es] )
X (€a(k)- [(n/, 0, mylx|n, £, me)e, + (0, 0, myly|n, £, me)e,

+(n', ', mylzin, £, mg)ez])

= [ea(k) - (0, 0, m)|x|n, €, me)e,)? + [ea(k) - (', €', mplz|n, £, me)e.]’
+[iea (k) - (', € milyln, £, ma)e, )

This cannot be directly associated with an angle between the polarization

€.(k) and one of the real vectors

(n' 0, my|xy|n, €,me) = (0,0, my|x|n, £, me)e, £i(n’, ', myly|n, £, m)e,

+(n', 0, my|z|n, £, me)e,
because of missing cross terms of the form
+2 e, (k) - (0, 0 my|x|n, 6,me)e,] [ieq (k) - (0, 0 myly|n, £, me)e,] .
However, we can write

lea(k) - (', 0, mb|x|n, 0, me) | = = |0/, ¢, mb|x|n, £, m)|*

1
2
X (cos® O, + cos” O 1)

where 6, _ and 6, 4 are the angles between the polarization €, (k) and the real
vectors (n', €', mjy|x_|n,{,mg) and (n', €', mj|x|n, £, mg), respectively.

This yields a differential emission rate

f1€”
8n2he

cos? O, + cos® 0
. 2

dF(a) (’;)n,l,mg,a—)n’,é’,mé,a’ = wz,f;n',é'&ﬂf’ |<’I’L/, ‘617 m% ‘X‘?’Z., ga m€> |2

2T 4Q. (18.48)
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The solid angle element d§2 = sin ¥ dddy measures the direction of the emission
vector k and the calculation of the total polarized emission rate Fffg,mﬂ e !
requires integration over d2. We can do that e.g. by evaluating the angles 9a,i
in terms of the angles {¥,, pa} of the vector €,(k) and the angles {J+, 1}
of the vectors (n', ¢ mj|xs|n, ¢, m). However, a faster way is to choose in
each of the two terms the respective angle 8, 1 and a corresponding azimuthal
angle ¢, 1+ as integration variables. This reduces the calculation of the angular

integrals to

47

27 T
/ d(ba,i/ 0o+ Sin b, + cos? Onr = —.
0 0 3

The total emission rate for polarized photons is therefore

2
@ L0 3 o Bt | (0 €l X[, €m0 (18.49)

nlmg,o—n' 0 my,o’ 6ﬂ_hcwn,l;n
and the total unpolarized emission rate is

2
o€
T tme.ont iy = ﬁwgmé,ém, (0!, 0, ml|x|n, €,m4)|. (18.50)

(a)

Ry follows at a more formal

The relation Iy gm0 1m0 = 21
level from the fact that

D ealk)@ea(k)=1-kk

a=1
is the projector onto the plane orthogonal to k, and therefore

Z lea (k) - (0, 0 mb|xs|n, €, mg) [ = (0, €, m)|x|n, £,mg)|” sin® 0.,

where 0, are the angles between the wave vector k and the two real vectors

(', 0, my|xx|n, €, my). Therefore we find for the unpolarized differential emis-
sion rate

2
~ 0€
dF(k)n,&rw,aﬁn',[',mé,a’ = 8l;2h0wz’[;n/’l/5”0/ |(n', 4’7 le|X|7’L, g., mg> ‘2
. 2 . 2
sin® f_ + sin“ ¢
x— =T 0, (18.51)

2

and this time the angular integrals yield

2T T
/ d(ﬁi/ déi SiIl3 gi = 8—7T,
0 0 3

which implies the total emission rate (18.50).
We had to write the polarized and unpolarized differential emission rates
(18.48) and (18.51) as averages over two real dipoles —e(n', ¢, mj|x4|n, £,my),
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where we used the dipole selection rules for hydrogen states. For general atomic
or molecular states, all Cartesian components of {f|x|i) may be complex, and
we may have a sum of two dipoles of different magnitude,

o (fIxIi)[* = (€a - R{f[x[D)” + (€a - S{fIx[1))’
(R(f|%[i))? c08? Oo 1 + (S(f]x3)? cos® B2, (18.52)

D lea (X[ = (R(FIx[)* sin® 61 + (S(f[xli))” sin® 6.

This yields the same results as (18.48) in a different parametrization. The dif-
ference between the construction in (18.48) and (18.52) is that we could con-
struct two dipoles of the same magnitude —e |[(n/, ¢/, m}|x|n, £, m,)| in (18.48)
and express the result as an average, whereas the generic construction (18.52)
yields a sum of two dipoles of different magnitude.

Since we are observing photons of certain frequency with no regard to the
particular transition which generated those photons, it is customary to sum
the emission rate over degenerate final states and average over degenerate
initial states. The emission rate per excited atom for photons with angular
frequency wy, gy ¢ follows from (18.50) as

Fn,Z—m’,Z’ = 2€ 1 E § anmg%n’ L)

my=—mj=—{
6
Ho fn’ €’|n€‘ (1853)

= n@'n R

2mme

Here we have set 0 = ¢’ and omitted the spin indices, and we used the definition
(15.25) of the averaged oscillator strength.

The quantity L'y s—n/ 0 = Ape—nr o provides a quantum mechanical expression
for the Einstein A coefficient for spontaneous emission of photons. Einstein
had introduced this coefficient in 1916 in his balance equations for the origin
of the Planck spectrum.

We have seen that in leading order the relevant interaction Hamiltonian for
photon emission or absorption is

:/dSmZi%A« (zz;j%wg),

and in the Schrodinger picture this operator contains only time-independent
field operators A(x), ¥, (x).

Substitution of the mode expansions in terms of the momentum space opera-
tors yields (note ¢ # |q| in the following equation):

_qh | huoe 3
Sl /m Lt

Fk + @aa(@)es (k) + ¢ (k — q)a (q)ea (k). (18.54)
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The representation of interaction Hamiltonians in terms of ¢, (k), c¢f(k) is
useful for processes involving (quasi-)free electrons, e.g. for the Compton effect
(“free-free scattering”) or for the discussion of electron-photon interactions in
metals (assuming e.g. a jellium model for the electrons). However, for the
discussion of emission or absorption from atomic or molecular bound states
the x-representation is more convenient.

18.6 Photon absorption

We will continue to use energy labels n and n’ such that E, > FE, . Therefore
the previously discussed transition n — n’ involved photon emission, while
the process n’ — n involves photon absorption. Later on we will also compare
emission and absorption rates, and it is desirable to make the distinction be-
tween emission and absorption rates more visible in the notation. Therefore
we will denote absorption rates with the symbol T'.

The leading order scattering matrix element for photon absorption due to a
transition from a state |n', ¢, mj, o’; k, «) to a state |n, £, my, o;0),

1 [ .
Sn.[,mg,U|n’,[’,m2,a";k,a =~ E/ dt exp [l(wn,é;n’,ﬁ’ - Ck)t]
. 3 : qh + hxs /i ! /.
x{n, L, mg,0;0| /d T gl%A(w) . (wy (x) V 1/),,(m)> [n', ¢ my, o's k, a)

is just the negative complex conjugate of the emission matrix element (18.40).
The resulting scattering matrix element after evaluation of the field operators,

N ig | huoc
Sn,l,m[,cf\n’,l’,m’z,a’;k,a — 271-5(‘*%,[;71’,[’ - Ck)ﬁ 1671'3]43500/
x(n, l,mele,(k)-pexp(ik-x)|n', ¢/, m}),  (18.55)

therefore has the form of a first quantized scattering matrix element with
perturbation (18.42) and vector potential (18.44).
The equality of the scattering matrix elements up to a phase factor also implies
that the absorption rate per k space volume of the incoming photons has the
same value as the corresponding emission rate (18.47) per k space volume of
emitted photons,

dr(a) (k)n/,(’,m},a’ﬁn,&nu,a - ‘Sn!,mg,a\n’,@’,mé,a’;k,a|2

&k T
3.2
e B0 (. .l (k) - )|
X(S(wnwgm/’g/ — Ck'), (1856)

2

where ¢ = —e was substituted.
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This yields the differential absorption rate for polarized photons in terms of
the angles 6, + between the vectors (n, £, mg|xy|n’, ¢', m}) and the polarization
e (k),

df(a)(k)TL’,Z’,’rn;,a’—wuf,mz,ff ~ #00362
Bk 82k
c0s? 0 — + cos? O, + 5

2

The differential absorption rate for unpolarized photons depends on the angles
0+ between the vectors (n, £, m|x.|n’, ¢, m}) and the incident vector k,

kdgor |(n, L, mg|x|n',€’,m2>|2

(wn’[;n/ N C]C) .

dF(k)n’,é’,mz,a’ﬁn,ﬁ,mba Z dr(a)(k:)n’,f’,m’z,a’ﬂn,f,mg,d

A3k - d3k
3,2
= %ké‘m’ [(n, €, mgx|n’, €, m/€>|2
a2 102
Xw&(wmzm/’y — Ck) (1857)

The total absorption rate between the specified states follows as

2
~ ILL e
Dottt mtmeir = Syt 8ot (0, el € )P, (18.58)

and the total absorption rate per atom for photons of angular frequency wy, ¢,/ ¢
is

v ¢
- 1 -
Fn/,é’én,é = 20 + 1 § § Fn’,l’,méﬁn,é,mg

my=—t' mg=—{

2
Ho€
= QWmcwi’Z;n/‘[/fn’élnl’é,. (1859)

This differs from the corresponding spontaneous emission rate (18.53) for pho-
tons of angular frequency w, s, ¢ only through the different averaging factors
for the respective initial states,

~ 2041
o rsme = ————T s - 18.60
W' —nl 2€,+ 1 L—n! L ( )

The number of absorption events will be proportional to the flux of incoming
photons, and therefore another observable of interest is the absorption rate per
flux of incoming photons, i.e. the absorption cross section.

The photon fluxz or current density of monochromatic photons of momentum
hk can be calculated by dividing their energy current density S(k) by their
energy fick. Equations (18.21,18.22,18.29) and (18.46) yield

Sk} ExB ¢ .
hek — pohck  (2m)3

(18.61)
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This is actually a photon flux dj(k)/d*k per k space volume due to the use of
the photon wave functions in the continuum limit?.

Equations (18.56) and (18.61) yield the polarized photon absorption cross sec-
tion

df‘(a) (k)n’ 2 m!,—n,lm
0 (k) o e = TR

2
T lpce
~ M;i Woenr o |0, £yl € (k) - x|n', 0 m’l>|2

xé(wn,g;n/,gl — Ck) (18.62)

To average this over the angles of the incident photons, we can use the same
methods that we applied for the calculation of the total polarized emission rate
(18.49), except for an extra factor of (47)~! from the averaging over directions.
This yields an isotropic cross section for polarized photons

1
U(a) (k)n’,ﬁ’,méﬁn,&mg = Ea(k)n’j’,m%%n,é,mg

and a total isotropic cross section

") 27 g ce?
TR i om g = o
n! 0 miy—nlmg 35

1o 1\ |2
Wn, L' 0 |<TZ, ¢, m5|x|n 2, ml>| (5(&)”,@;”',@/ _Ck)'
The average absorption cross section per atom for photons of angular frequency
Wy e o follows then again through averaging over initial states and summation
over final states,

4 14
1
O'(k)n’,f’—m,z = 20 +1 Z Z G(k)n’,é’,mZHn,é,mg

my=—t' mg=—{

T poce?

fn,[\n/,é’a(wn,é;n’,é’ - Ck) (1863)

We get a more realistic representation for absorption cross secctions if we take
into account the representation (2.10) of the ¢ function,

1 o0
5((.0»,17@;"/7[/ — (,Il’i) = ’lyliI(l) % dt exp[i(wn,gm@g/ — Ck)t — ’y|tH
1
= lim — 2 (18.64)

=0 T (Wh e o0 — k)2 + 2

Keeping a finite value of v yields a Lorentzian absorption line shape of half
width 27,

~
Wn,l;n’,f’ - Ck)z + v

(18.65)

ce
O'(k)n’,é’*m,é = Ho fn,l‘n/,[/ 3
m (

3The result in box normalization is 5(k) = (¢/V)k.
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A finite width of line shapes arises from many sources. A certainly not exhaus-
tive list of mechanisms includes adiabatic switching of perturbations, lifetime
broadening, pressure broadening, Doppler broadening, and broadening through
chemical shifts.

We have found I" 4, both for photon emission and absorption, i.e. no spin-
flips in either process. The same holds in arbitrary order with the Hamiltonian
(18.39), since there are no spin flipping terms there. How then can a magnetic
field flip spins even for non-relativistic electrons? There is actually a term
missing in the Hamiltonian (18.39), the Pauli term:

o=~ [#2 3" 0} @)S0m (Y % Al))uo). (18.66)

This term induces spin flips through two of the three components of the vector
of Pauli matrices S = hig /2, and it follows from a systematic non-relativistic
expansion of the relativistic wave equation for electrons, see Chapter 21. We
could neglect the Pauli term in the present calculation, because a derivative
on the vector potential yields a factor k, whereas a derivative on the wave
functions amounts approximately to a factor of order 1/ag. The Pauli term is
therefore suppressed relative to Hy by approximately kag < a/2.

18.7 Stimulated emission of photons

Here we use box normalization in a volume V = L3, ie. k = 2mn/L.
If we have already ng, photons of momentum kk and polarization €, (k) in
the initial state,

(ag (k))"ee

nka!

I, £, g, 05 M) — /d% v (@) 10} (x|, €, my),

the basic oscillator relation (n + 1|a*|n) = v/n + 1 yields for the leading order
scattering matrix elements the relation

Sn’74’,m2,0/;nk,a+1\n7f7mzﬁv;7lk,a = /Mo T 1Sn’,Z’,mz,d’;k,aln,&mz,m

i.e. the emission rate scales with the number of photons of momentum #k,
energy hck = hwy o ¢ and fixed polarization like

(@) _ (@)
nling o—n' ling o+1 7 (nk@é + 1)Fn,€;0~>n’,€’;1
¢ 4
_ Nga +1 F(a)
- 20+ 1 : : z : nlmg—n/ ' m),

me=—Lmj=—{'

fo€”

= (nkp[ + 1)4ﬂ_mcw,{217[;n/’g/

fn’,€’|n,€‘ .
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The total polarized emission rate in the presence of the ny, photons there-
fore differs from the “spontaneous” emission rate Fi:?;,o e = Fglae) e =
Ly en e /2 (cf. equation (18.53)) by an additional “stimulated” emission rate

() (@) Fo€”
s,a _ @ —_— 2
nng o =0 g o+l T lev‘l]‘—‘n,é;o—)n’,l’;l - nkva4ﬁmcwn,f;n',i’

fn’,é’|n,€|

which is proportional to the number of photons which are already present in
the system. This is sometimes metaphorically explained as a consequence of
one of the original photons stimulating the emission by shaking the excited
state. However, in the end it is nothing but a combinatorial quantum effect of
indistinguishable photon operators.

On the other hand, we find for the absorption of a photon in the initial state

(aq (K))"*

V1ol

[/, 0 my, o'sng) = /d‘swz/):,(a:) [0)(z|n', ', m)),

from (n — 1]a|n) = v/n the relation

Sn,f,mg,a;nkﬂ—1|n’,€',m2,a';nk~a = v/ nkz,aSn,l,mg,a|n’,€’,mé,a’;k,a
_ *
Y nk,aSn’,l’,m’e,a’;k,am,l,mg,a‘
Therefore the polarized absorption rate in the presence of ng, photons of

momentum fik and polarization €,(k) is

ple)

e P
n/ lng, o —n, Z'nk w—1 = Tk.at n 0115000
2
nk: Ket Z (a) —n o€ UJQ f
E n' 0 m! — Nk« ! 0 nln’ 4
26/ +1 Ly =,y Y Arme ntin’ 0 |
my f=—0 my=—

This equals corresponding stimulated and total emission rates up to the dif-
ferent averaging factors for the different initial states which enter into the
averaged and summed transition matrix elements,

n lng oa—nbing o—1 7 2€/ 4 1 nling o—1—=n'lng o
_ 20+ 1 F(S’a)

2£/_‘_1 n,[;nk,aﬁn’,f’;nkva-&-l'

Note that it does not matter that we used the single photon absorption rate and
current density in the calculation (18.62) of the polarized photon absorption
cross section without explicitly taking into account the number ny, , of available
photons. The common factor ng,, cancels in the ratio

dr(a)

n' 0 mz,nk a—=nlmping o—1

U(a)(k)n/,é’,m2~>7l,€,mg = dJ(a) (k)

83 dr's)

'l mying o —=nlmeng o —1
T 0 C 3k
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18.8 Photon scattering

For the following calculations we switch back to a generic notation |n, () for
atomic or molecular states, where the energy levels F,, depend on the index
set n, and the index set ( enumerates the degenerate states.

Scattering concerns transitions which involve a photon both in the initial and
in the final state: |n,(;k,a) — |0/, ’; K/, a’). Here we consider scattering of
photons by bound non-relativistic systems, i.e. the initial state |n, () and the
final state |n/,{’) of the scattering system are discrete, and we use minimal
coupling of the photon to effective single particle models for relative motion in
the bound system. We have seen in Section 18.4 that photon coupling to the
relative motion in materials effectively amounts to photon-electron coupling,
and therefore we use photon scattering off bound electrons as the relevant
paradigm for the following discussion.

To have a non-vanishing matrix element between different 1-photon states in
lowest order requires two copies of the photon operator A — one to annihilate
the initial photon and one to create the final photon. The relevant interaction
Hamiltonian for photon interactions with non-relativistic electrons is

2
Hipt = / P <—iﬁA. (W v 1/1) + gt ary+ Py B¢>
2m 2m 2m
= H;+ Hir + Hp. (1867)

Summations over spinor indices are tacitly understood. We have already sub-
stituted ¢ = —e, because we have seen in Section 18.4 that the coupling of
long wavelength photons to bound systems involving electrons can effectively
be considered as coupling of the photons to a charge —e if the charge binding
the electron is g2 = e or if the mass my of the binding charge is much larger
than the electron mass, my > m,.. The reduced mass m in the Hamiltonian
(18.67) is usually also m =~ m, in excellent approximation’.

We can get two copies of A from le, H;Hg, HgH; and leg in second order
perturbation theory, and from Hj; in first order perturbation theory. Among
these terms, only those involving the Pauli term can induce spin flips. However,
we will focus on photon energies in the soft X-ray regime, E, < 1keV. The
allowed transition matrix elements of H; in the soft X-ray regime are often
almost an order of magnitude larger than the allowed matrix elements of Hp,
and therefore spin preserving scattering probabilities |Sy|? of order H} will
be larger by about two orders of magnitude than spin preserving scattering of
order H? H% or spin reversing scattering of order (H;Hp)?>.

Therefore we neglect Hp in the following calculations. The relevant scattering

4An exception is positronium with m = m, /2.
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matrix elements in order O(e?) are then

Sn’,(';k’,a'\n,{;k,a = <nl7 Clv klu OéllUD(OO, —oo)|n7 C’ k7 a>|92
= (n/’c/;k/7a/|TeXp<%’/ dtHD(t)> In, (G k, a)le

—00
_ D) (11
= S b @ik T St it ol in ik

with contributions from H?,

1 [e%s) t ] )
S\ mcin = 3z |t [t expliCan + k)] expl-iu, + ch?]

X <n/3 <l7 k/7 allHI exXp <_%H0(t - tl)> H]|7’Z, Cv ka Oé),
and from Hy,
(11 _[Tar Vo ,
Sn (kA nCRa T E eXp[l(wn/,n + wk',k)t] (n 7< 7k' e |HII|nac7 k7 Oé>

The first order term SUD is the easier one to evaluate. Insertion of the mode
expansion (18.20) for the photon field yields

2
i1 _ Moce”
ST<L C)' sk InCka T ( ) (k)é(w”/ﬂl + wk/,k)

8mw2imy/ kk’
X /d3w expli(k — k') -2 U, . (2)P, ()
2
fioce ,

= —————¢€ (k) €. (k) (wp  + wi

8n2imv/ kk' (k) - €alk)olun, k)
< [t g+ k- K)cla)
This leaves in dipole approximation expli(k — k') - @] ~ 1 the amplitude

11 Jo€?
St = St (k) - €a(k)S(K = )Fndir, (18.68)

i.e. only elastic photon scattering, but no Raman scattering from Hj;.
The term SO splits into amplitudes with zero or two photons in virtual inter-
mediate states,

(I (D0 (1,2
Skt ot G = O b atin ik T S ok o i

We omit the indices in the amplitudes S0 and SU)2 in the following cal-

culations. The amplitude with no photons in the virtual intermediate state

is
2 oo t
g0 _ 4e_m2 xf,gu [mdt /4;%’ expli(wns nr + ck')t] expli(wpr , — ck)t]
< [ o sk A (w (@) ¥ (@) [n".¢"50)
< [ . ¢ojA)- (6 (@) ¥ 6(e) IniGi ko).
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The notation Z:w, o takes into account that the intermediate states can also
be part of the energy continuum of the scattering system.

We have already evaluated the time integrals in second order perturbation
terms in (13.31),

oo t
/ dt/ dt’ expli(wy pr + ck')t] expli(wpr, — ck)t' + €t']
— g N ),
Wn'' m — ck —

Evaluation of the matrix elements of the field operators then yields again in
dipole approximation exp(—ik/ -x’) ~ 1, exp(ik - x) ~ 1 the result

hpgce? 1
no _ _ MHoce ) )
S 3271_ 1m2 /_k'k/ (wn n + Wk ,k) In/,g// Wnllyn _ Ck — e
xd
x / da’ e (k) (U o (@) V Wy ()
Axd
X / &Pz e (k) - (\I/;,,’C,,(w) v wn,c(m)) . (18.69)

We can transform this from velocity into length form using the by now standard
trick hp = im[Hy, x} to find

S(I),O uoce (w + wir ) W/ 0/ Wn''
n',n k' k
87{21h\/ kL’ T Wyt oy — ck — ie

X (1, ¢ lewr (k) X[, ) (", " €al) -1, C). (18.70)
For the amplitude with two photons in the intermediate state we have to take
into account that for two-photon states

L[ 3 : g
5 [ [ @RS I 5w 5y (i) = 1
8.8
This yields
2
s = 2 / &K’ / d%I / dt / dr’
8m? o
X expli(wp nr + k' — ek — ekt expli(wpr n + ck + k' — ck)t']
< [@a . ¢k @A) (5(@)  ul)
Xln ) 7 76’ 76)
x/dgx (n", (" K Bk, Bl A(x) - (¢ ( () Vw ) |n, ¢k, a).

The matrix elements of the photon operators are given by

hpoc .
16/;0%65(&) exp(—ik - x)d(K' — k)dpa

hpoc .
+1/ me[y(n’) exp(—ik" - x)d(k — k)dga

(', 3k, BlA(2) |, ) =
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and a corresponding conjugate expression. This yields in dipole approximation
/d3n' /de’n Z explic(k + &) (' — t)]
B8

< (K o/ | ()|, s . BY (. B e, Bl A(@) e, )
_h’“‘o%w,ak k) / i3 L O ) o b+ R 1)

83 g K
hpige €,(k) @ ey (k') .
= o explic(k + k) (' —t)]. (18.71)

The first term in (18.71) corresponds to an electron self-energy contribution
where the external photon does not interact with the electron, but there are
two photons in the intermediate state due to emission and re-absorption of a
virtual photon by the electron, see Fig. 18.1.

Figure 18.1: A process with two photons in an intermediate state due to emis-
sion and re-absorption of a virtual photon. The straight line represents the
electron and the wavy lines represent photons.

This is an effect which leads to a renormalization of the electron mass in
quantum field theory, but does not contribute to photon scattering.

The second term yields an expression for SU-? which looks almost exactly
like S0 (18.69), emcept that the polarization vectors are swapped € (k') <+
€x(k), and wyr, — ck — i€ is replaced by wpr , + ck’ — i€ in the denominator.
After transformation into the length form, S and SU)2 yield the following
expression,

) __ pwce”
Sesttnsn = gragrpo i + 0 X, o "l
} (< ¢ lew () X[, ") (0", " lea(R) - x|, C)

Wn!' n — ck —

RS (lealk) -x|n", ¢")(n", ¢"|€x (K') - x|n, G)

Wity + K —

>. (18.72)

The first term corresponds to absorption of the initial photon before emission
of the final photon, whereas the second term corresponds to emission of the
final photon before absorption of the initial photon, see Fig. 18.2.
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b

Figure 18.2: The left diagram corresponds to absorption of the initial pho-
ton before emission of the final photon. The diagram on the right hand side
corresponds to emission of the final photon before absorption of the initial
photon.

We separate the energy conserving § function for the calculation of the scat-
tering cross section,

Sn’,(';k:’,a’\n,ﬁ;k,a - _iMn’,C';k:’,cx’|n,C;k,a5(wn’,n + wk’,k)' (1873)
The differential scattering rate per k space volume of incident photons is then
2
drn,{;kaﬁn’,é/;k/,a’ — BPE |Sn',C’;k’,a’\n,C;k,a|
A3k T
k' 2
=5 | Mo skt | 0 (@nrn + @i 1),

and the differential scattering cross section for polarized photons is with the in-
cident photon current density per k space volume dj /d*k = ck/(27)? (18.61),

do AL et ¢k o
ik’ (bl = .

47? 2
c | Mo ¢t arincibal 0w+ wr i) K. (18.74)
This yields after integration over k'

Ao gt amsm ¢kt !

‘2
ds2

472
12
T2 k ’Mnﬂé’;k’,a’ln,{;kﬁa

(18.75)

K =k—(w,r /)

Substitution of our results for SU) and SUD yields for the differential scattering

cross section doy, ¢ik.a—sn’ ¢k o0 /dSY the result
do <u062 ) K1 ,
- = - _5n’n6<’§6a’(k ) . Ea(k) + Wy p"Wptt 1y
dQ 471- k m T
o ({7 Clear (K) -x[n", ¢")(n", ¢"|€a(k) - %I, §)
hwyy n, — hek — ie

2
(n', {'lea(k) -x|n", ¢") (n", ("€ (K') - x|, C)
hwn”,n =+ hck/ — iE

(18.76)
k' =k—(w, ,,/c)

+
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If there are non-vanishing transition matrix elements (n', {'|€. (k') - x|n”, ")
and (n”, ("|eq(k) - x|n, () with the properties wpr, ~ ck and wy v ~ —ck/,
or if there are any non-vanishing matrix elements (n’, ('|e, (k) -x|n”, (") and
(n", (" e (K') - x|n,¢) with the properties wpr, ~ —ck’ and wy » ~ ck,
then the differential scattering cross section will be dominated by the reso-
nantly enhanced contributions from those matrix elements, and we will have
Wit 1 Wt gy 2 —c2kk’ for the dominant terms. In these cases we can approxi-
mate our result (18.76) by the equation

d_U ~ 62 2/43]{:/3

dQY — \dmeyh

Zj <<n/7 (e (k') -x|n", ") (n", ¢"|€a(k) - x|n, ()
n/,c//

Wy g — Ck — i€

X

(18.77)
K=k (@1 /)

L Cea(k) xin”, ¢ (n”, ¢"lew (K) - x|, C>) ’

Wy + k' — i€

This is an equation for photon scattering which was proposed already in 1924
by Kramers and Heisenberg based on the correspondence principle®. However,
note that this is only a suitable approximation to the actual cross section
(18.76) if the near resonance conditions wyr, ~ ck and wy v ~ —ck’, or
Wy =2 —ck’ and wy v > ck, can be fulfilled, and if there are allowed dipole
transitions into the intermediate nearly resonant levels.

Thomson cross section

The contribution from the first term in (18.76) coincides with the classical
Thomson cross section for elastic scattering of light which we will encounter
again in Section 21.7 when we discuss photon scattering off free electrons. The
first term yields for scattering of polarized photons

2\ 2 2\ 2
doT = <Moe > (Ea'(k/) ' ea(k))Q = (£> C032 ‘9(10/7
a—a’ drm

aQ

4mm

The resulting cross section for unpolarized light involves a sum over final po-
larizations and an average over initial polarizations,

1 / !
5 Z Ea/(k ) . Ea(ki) ® Ga(k) : ea/(kj )

a,a!

% %: ew (k') (l —k® kz) ~€ar(K)

La[(1-kek) - (1-kok)] - ol (18.78)

SH.A. Kramers & W. Heisenberg, Z. Phys. 31, 681 (1925).
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where k- k' = cos0, i.e. 6 is the scattering angle. This yields®

dor €2 \* 1+ cos?6
o (ﬁm 7 (18.79)
and
87 [ poe?\”
=— . 18.80
=3 <47rm> ( )

The first term in equation (18.76) would hypothetically dominate the cross
section do /dY if the photon energy is much larger than all the excitation ener-
gies of dipole allowed transitions, i.e. if ck >> |wyr | for all (n”, ("|x|n, ) # 0.
However, there will always be allowed transitions into intermediate continuum
states. Therefore the condition ¢k >> |wy | for all dipole allowed transitions
will not be fulfilled and the first term in (18.76) will never dominate light
scattering by atoms or molecules”. However, the Thomson cross section plays
an important role in the scattering of light by free electrons, which will be
discussed in Section 21.7.

Rayleigh scattering

Molecules in a gas or a liquid have many dense lying rotational and vibra-
tional levels, and the condition of dipole allowed resonant excitation of in-
termediate levels will practically always be fulfilled. The Kramers-Heisenberg
formula (18.77) will therefore always be an excellent approximation to (18.76)
for molecules in a fluid phase. In particular, the cross section for elastic photon
scattering |g; k, a) — |g; K/, ') from a ground state |g) or a state |g) near the
ground state will be

o (2| y et QoG

4regh Wn,g — ck — i€

n,¢ wn,g2ck

A formula for resonance fluorescence which is equivalent to (18.81) was given
for the first time by Viktor Weisskopf in his Ph.D. thesis®.

The reasoning with only one kind of resonantly enhanced terms is correct as
long as the alternative resonance condition w,, ~ —ck cannot be fulfilled,
i.e. as long as the energy E, of the initial state |g) is less than Ack above the
ground state energy. This applies e.g. to molecules at room temperature. These
molecules will generically occupy states with energies less than 0.1 eV above

5The combination r, = uge?/4mm = 2.82fm is also denoted as the classical radius of
the electron.

7A loophole in this argument concerns the remote possibility that all the matrix elements
(n”, " |x|n, ¢) with wy ., 2 ck are extremely small.

8V.. Weisskopf, Annalen Phys. 401, 23 (1931). He used a dipole operator H =
—ex - A(zx,t) for atom-photon interactions throughout his calculations.
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their ground state energy. Scattering of optical photons by these molecules can
be described by equation (18.81).

We can connect (18.81) to the polarizability properties of the scattering centers
by noting that the dynamical polarizability tensor (15.22) for wy,, ~ w = ck
has exactly the same form as the tensor multiplying the polarization vectors
in (18.81). Therefore we can rewrite this equation also in the form

dor
dQ

- (%)2“4 (e (K) ) €alR))” (18.82)

a—a!

where it is understood that the sum over intermediate levels in (15.22) is
dominated by terms which are almost resonant with the frequency w of the
elastically scattered photons.

Directional averaging over the orientation of the molecules will lead to an
isotropic effective polarization tensor,

e (k) "y €a(k) = O‘(g)ea’(k/) -€a(k),

dor
dQ

1, 2
= (l—oa(g)) w? cos? O,
a—a’ dm

and averaging and summation over the polarizations of the incoming and scat-
tered photons (18.78) yields the same angular dependence on the scattering
angle as for Thomson scattering (18.79),

dog m 2 ,1+cos’0
dor _ (Ho lrcoso 18.
aQ (47r%>) YT (18.83)
and
_ 87 (o )2 4
Or =3 (47ra<g) w®. (18.84)

Equations (18.83,18.84) are quantum mechanical versions of Lord Rayleigh’s
w* law (Rayleigh 1871, 1899; see also Jackson [17] for a derivation of Rayleigh
scattering in classical electrodynamics). It is sometimes stated (but neither in
[17] nor in Weisskopf’s thesis) that Rayleigh scattering is a small frequency
approximation in the sense that Aw = hck should be small compared to the
internal excitations of the scattering system. This is not true. The quantum me-
chanical derivation (as well as Jackson’s classical derivation) does not require
this assumption. The only assumption that went into our derivation above was
resonantly enhanced dipole scattering. Besides, energies of optical photons are
not small compared to excitation energies for nitrogen or oxygen molecules. In-
deed, the assumption of resonantly enhanced dipole scattering implies that the
photon frequency w = ck should be comparable to the transition frequencies
of some dipole allowed transitions.
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18.9 Problems

18.1 Prove that the vector field (18.14) satisfies V - A;(z,t) = 0.

18.2 Show that in the gauge ® = 0 the conjugate momentum ITy = JL/ DA =
€9 A also yields the Hamiltonian density H through the standard Lagrangian
expression

H=Ts A—L=cA>— L.

18.3 A helium-neon laser produces a light wave with a central wavelength of
632.8 nm and a power of 5 mW. Suppose the electric component is a sinus
oscillation |E(x,t)| o« sin(k - ¢ — ckt) and is polarized in x direction. We also
assume that the frequency profile is Gaussian with a relative width Af/f =
3.16 x 107%. Which photon state describes this light wave? How many photons
does the electromagnetic wave contain?

18.4 Calculate the emission rate for unpolarized photons from the 2p state to
the ground state of hydrogen in first order and dipole approximation.

Which estimate do you get from this for the lifetime of 2p states?

Which estimate do you get from this for the radiated power from decay of 2p
states?

18.5 Calculate the integrated photon absorption cross section,

> dk
Gls—>2p :/ ?01,0—&,1(/?)
0

due to the transition from 1s to 2p states in hydrogen.

18.6a Show that the first order scattering matrix elements (18.41) and (18.55)
for emission and absorption can also be gotten in a semi-classical approxima-
tion from a perturbation operator

V(t) = —gx- E(x,t) (18.85)

with E(x,t) corresponding to a single photon electric field

. 3
ED (2,t) = — AP (x,t) = —i\/hfgcf €a(k) exp|—i(k-a — ckt)]
s

for emission, and to

. 3
EQ (1) = —AD (x,1) = 1/ h{‘gcf ea(k) expli(k - @ — ckt)]
T

for absorption.

18.6b If we would use the same substitution of semi-classical perturbation op-
erators V() from (18.42) to (18.85) for the calculation of scattering in dipole
approximation exp(+ik-x) ~ 1, we would find the Kramers-Heisenberg for-
mula (18.77) from (18.85), while (18.42) yields the correct result (18.76). Why
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does the substitution (18.42) — (18.85) not work beyond first order perturba-
tion theory, except in the case of resonances?
Hint: The justification for the transition from the velocity form to the length
form of matrix elements is based on
i

2= ~[Hx] = (f12]i) = sl flxli).
18.7 Ultraviolet photons with an energy E, = 10.15 eV are nearly resonant
with the n = 1 — n” = 2 transition in hydrogen. Use both the result (18.76)
and the Kramers-Heisenberg formula (18.77) to estimate the differential scat-
tering cross section for a photon scattering angle of 7/2 if the incident photons
are polarized in z direction and move in x direction. Assume that the scattered
photons move in y direction with polarization e, cos o + e, sin a.






Chapter 19

Quantum Aspects
of Materials 11

We have already seen in Chapter 10 that basic properties of electron states
in materials are determined by quantum effects. This impacts all properties of
materials, including their mechanical properties, electrical and thermal con-
ductivities, and optical properties. An example of the inherently quantum
mechanical nature of electrical properties is provided by the role of virtual
intermediate states in the polarizability tensor in Section 15.3.

We will now continue to illustrate quantum effects in materials with a focus on
effects that require the use of second quantization or Lagrangian field theory,
or at least the knowledge of exchange interactions for a proper treatment. We
will start at the molecular level and then discuss the second quantization of
basic excitations in condensed materials.

The inception of the Schrodinger equation was accompanied by a large num-
ber of immediate successes, including atomic theory, the quantum theory of
photon-atom interactions, and quantum tunneling. Another of these impor-
tant successes was the development of the theory of covalent chemical bonding,
which was initiated by by Burrau!, Heitler and London?, and others. This is
an extremely important and well studied subject in chemistry and molecular
physics, and yet it never seemed to reach the level of popularity and recogni-
tion that other areas of applied quantum mechanics enjoy. One reason for this
lack of popularity might be the lack of simple, beautiful model systems which
can be solved analytically. Solvable model systems are of great instructive and
illustrative value, and often provide a level of insight that is very hard to attain
with systems which can only be analyzed by approximation methods. However,
the existence and stability of covalent bonds is clearly an important property of
molecules and of materials in general, and a basic quantitative understanding
of the covalent bond should be part of the toolbox of every chemist, physicist
and materials scientist. Indeed, there is a model system which can be analyzed

L@. Burrau, Naturwissenschaften 15, 16 (1927); K. Danske Vidensk. Selsk., Mat.-fys.
Medd. 7(14) (1927).
2W. Heitler & F. London, Z. Phys. 44, 455 (1927).

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 355
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_19,
© Springer Science+Business Media, LLC 2012
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to some extent by analytic methods. If only basic qualitative features are re-
quired, the analytic formulation can then be used for numerical evaluations
which do not require a huge amount of effort. This model system is the hy-
drogen molecule ion HJ, which is also known as the dihydrogen cation. The
analysis of electron states for fixed locations of the two protons in this simplest
molecular system have been investigated already in the early years of quantum
mechanics®, and have been a subject of research ever since, both in terms of the
semi-analytic analysis in prolate spheroidal coordinates* used in Section 19.2,
and in terms of high precision variational calculations®. Before specializing to
H3 we will discuss the interplay of nuclear and electronic coordinates and the
role of the Born-Oppenheimer approximation in molecular physics.

19.1 The Born-Oppenheimer approximation

Molecules can be described by first quantized Hamiltonians of the form
Z[ZJ€2 62
N ; dmeo|Rr — Ry * Z dmeg|r; — 1]

7 2
_ZJ—e (19.1)

H =

7 4776()|T‘i — R]|

if we use properly anti-symmetrized wave functions for the electrons and sym-
metrized or anti-symmetrized wave functions for bosonic or fermionic nuclei of
the same kind. Here lower case indices enumerate electrons while upper case
indices refer to nuclei.

Otherwise, we might just as well use the second quantized Schrédinger picture
Hamiltonian

i [ ( V(@) Vi) + Y i
A

2
ey dwm (z ZaZp (@) (@ Yon(@ ()

A<B

Al@)- V¢A($)>

D> D@t @y (@) + 307 @) @)l V)

-y Zw:@)wz(w’)w<w’)we<x>> ; (19.2)

3A.H. Wilson, Proc. Roy. Soc. London A 118, 617, 635 (1928); E. Teller, Z. Phys. 61,
458 (1930); E.A. Hylleraas, Z. Phys. 71, 739 (1931); G. Jaffé, Z. Phys. 87, 535 (1934).

4See e.g. G. Hunter & H.O. Pritchard, J. Chem. Phys. 46, 2146 (1967); M. Aubert,
N. Bessis & G. Bessis, Phys. Rev. A 10, 51 (1974); T.C. Scott, M. Aubert-Frécon & J.
Grotendorf, Chem. Phys. 324, 323 (2006).

5B. Grémaud, D. Delande & N. Billy, J. Phys. B 31, 383 (1998); M.M. Cassar & G.W.F.
Drake, J. Phys. B 37, 2485 (2004); H. Li, J. Wu, B.-L. Zhou, J.-M. Zhu & Z.-C. Yan, Phys.
Rev. A 75, 012504 (2007).



19.1. The Born-Oppenheimer approximation 357

where the labels A, B enumerate different kinds of nuclei. We assume that
there are N, electrons and N,, = > , N4 nuclei in our molecule. Realistically,
we would restrict attention to valence electrons (rather than all electrons), and
the numbers A would enumerate different kinds of ion cores. However, in the
example of the hydrogen molecule ion below this distinction is void.

Spin labels are suppressed in (19.2) and also in the corresponding states below,
because they enter trivially in the equations of motion®.

Note that even in the valence electrons plus ion cores approximation, the
Hamiltonians (19.1,19.2) describe an incredibly complicated quantum mechan-
ical system, even in the case of a “simple” diatomic molecule. This is because
the complete spectrum of energy levels and eigenstates of (19.1) does not only
include bound molecular states (which is complicated enough), but also scat-
tering states of electrons and of molecular fragments. The Hamiltonian for the
hydrogen molecule Hy describes not only bound states of two protons and two
electrons, but also electron scattering off an Hy ion, atomic hydrogen-hydrogen
scattering, proton scattering off an H™ ion, and a plasma of free protons and
electrons. However, our primary interest concerns an understanding of the na-
ture of covalent bonds and of ground state properties of molecules. In this case,
we don’t have to include the scattering states, and we can even neglect the
motion of ion cores.

Born and Oppenheimer have pointed out that it makes intuitive sense to sep-
arate nuclear and electronic motion by first solving the electronic problem
for fixed nuclear coordinates, and then substituting the electronic solution
into a remnant nuclear Schrodinger equation”. In the framework of quantized
Schrodinger theory this amounts to an electronic Hamiltonian

H.=H — / d*x 2,4: 2;@ Vi (x) - Vipa(z) (19.3)

with corresponding parameter dependent electronic states

Ne Np,
X X)) = ]| / P v (@) [0 (X010)
=1 I=1

’I’L;Xl,...XN">. (194)

X<ZB1,...$NS

Here ¢} (x;) is an electronic creation operator and 1/)2"(1)(X 1) is a creation
operator for a nucleus of species A at the location X;. The set of quantum
numbers n specifies the state (including the energy level), and the notation
|n; X1,... Xy, ) indicates that the electronic state also depends on the location
of the nuclei.

The equation of motion for the electronic states (19.4) with the Hamil-
tonian (19.3) then follows as in Section 17.6, except that here we use a

5We would have to be more careful if we would discuss expectation values, because
exchange integrals appear in the expectation values of potential terms, see Section 17.7.
M. Born & J.R. Oppenheimer, Annalen Phys. 84, 457 (1927).
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time-independent Schrodinger equation. The equation

Ee,n(Xla .. .XNn)|n;X1, .. XNn> = He|n;X1, .. -XNn>

yields with the short hand notation (x|n; X) = (x1,...x XN,
the equation
h? 0
Eon(X i X X
X ol X) = 3 37 S el X).
e? 1 Z A1)
_l’__ —
+Z ZA“’) (x|n; X) (19.5)
I<J |XI - X

The N.-electron wave functions (x|n; X) are complete in the 3N.-dimensional
configuration space of the electrons, and therefore the wave functions of the
full (N, + N,,)-particle problem can be expanded in the form

(@, X|E) = c(n; X)(z|n; X). (19.6)

n

The sum over the quantum numbers n also involves at least one integration
over a continuous quantum number for the scattering states.

On the level of the second quantized theory, the amplitude (19.6) corresponds
to the (N, + N,,)-particle state

) = .ljl/dgmi ¢:($i)11:[1/d3X1 Uay(X1)|0){(z, X |E)

= ﬁ/dBXI Zc(n;X)m;X))7

where the parameter-dependent electronic state |n; X)) is given in (19.4).
Substituting (19.6) into the full (N, + N,,)-particle Schrédinger equation

H|E) = E|E)

yields the equation

Nn B2 92
Z Z Mnn el Ecn(X)+ E | ¢(n; X)(z|n; X) = 0. (19.7)
n I=1

This can be resolved into a set of coupled equations for the nuclear factors
¢(n; X) through orthogonality of the electron factors (x|n; X). If this is done,
no approximation has been made so far to the problem to solve the molecular

Hamiltonian (19.2). However, if we are in the center of mass frame of the nuclei,
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and if both rotational and vibrational excitations are small, we can neglect the
nuclear kinetic terms, and we find for these nuclear configurations X (© that
their energy levels can be approximated by

E=E.o(X9). (19.8)
The corresponding full molecular eigenstate in this approximation is

(€, X|Eon( X)) = §(X — XO)(x|n; X)), (19.9)

Ne Nn

Ea(X) = T [ @) T] [ X003, (X010)
i=1 I=1
X (2, X |Eon (X)) = |n; X©).

It might be tempting to conclude from (19.8) that the solution of the electronic
equation (19.5) eventually allows us to calculate the nuclear equilibrium config-
uration X in the aftermath from a requirement [0E. ,,(X)/0X]x_xw© = 0.
However, this is not true: The energy level E.pn(X) for a general nuclear
configuration X represents only the electronic energy plus the electrostatic nu-
clear potential energy for that configuration. Equation (19.8) only states that
within the Born-Oppenheimer approximation, the energy F.,(X) and the
full molecular energy coincide in an equilibrium configuration, but that does
not imply that the two energies coincide in a neighborhood of an equilibrium
configuration. As a consequence the energy FE.,(X) and the full molecular
energy can (and generically will) have different gradients with respect to the
nuclear configuration, even in a molecular equilibrium configuration. The func-
tion E.,(X) may have non-vanishing gradient in the molecular equilibrium
configuration because it neglects the contributions from nuclear kinetic terms.
Therefore we have to use a prior: knowledge of the equilibrium configuration
X e.g. from scattering experiments, to calculate the molecular energy in
the Born-Oppenheimer approximation. We cannot calculate both the energy
and the equilibrium configuration from (19.5).

19.2 Covalent bonding — the hydrogen
molecule ion

The stability of molecules is an issue in classical physics in the same sense as
the stability of atoms is an issue. It is not surprising that sharing of electrons
yields a net attractive force between positively charged nuclei or atomic cores.
Consider e.g. two protons at separation b with an electron right in the middle
between the protons. The net classical electrostatic energy of the system o
—3¢e?/b is attractive, but the problem is again to prevent collapse of the system.
The corresponding quantum mechanical system is again stabilized by wave
particle duality. Squeezing the particles very tight together implies strongly
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peaked wave functions, hence too much curvature in the wave functions, and
the ensuing increase in kinetic energy eventually cannot be compensated any
more by gains in potential energy terms for normalizable wave functions.

We apply the basic tenet of the Born-Oppenheimer approximation to the hy-
drogen molecule ion Hj and determine approximate molecular orbitals under
the assumption that the two protons are fixed at their equilibrium separation
b. The distances of the electron from the two protons are given by

=2 +y* + (2 £ (b/2)° (19.10)

if we assume that the two protons are located on the z axis at z = +b/2.
A suitable set of coordinates for the 2-center Coulomb problem are given by

€+:T++T—7 b§£+7

57:71_'.—7’_7 _bgf*gb

and the azimuthal angle ¢ around the 2z axis. These coordinates are known as
prolate spheroidal coordinates. They seem to have been used for the analysis of
classical 2-center gravitational or electrostatic problems and for acoustic and
electromagnetic radiation problems since the 19th century.

The surfaces £ = const. are ellipsoids with the protons in the focal points,
while the surfaces £~ = const. are the corresponding hyperboloids. The £~
coordinate lines take us from one hyperboloid £~ = const. to another hyper-
boloid £~ = const. for constant £ and ¢. For given value of £T, going from
£~ = —bto & = b takes us from the south pole of the ellipsoid £+ = const. to
its north pole, i.e. £~ /b is similar to the ¢ coordinate on a sphere, except that
we move from negative z to positive z for increasing £~. The advantage of this
is that z > 0 corresponds to £~ > 0, but the right handed prolate spheroidal
coordinate system is then {£7,£1, p}.

The ¢ coordinate lines are hyperbolas £~ = const., ¢ = const. with the
protons in the focal points. £t = b corresponds to the line —b/2 < z < b/2 on
the z axis and £ — oo takes us to infinite distance from the protons, i.e. £F
plays a role similar to the radius r in spherical coordinates.

We apply the methods of Section 5.4 to determine tangent vectors to the
coordinate lines and the relevant differential operators. We have

s VP 2 SRR FPERCIN U
2r +5:T++7",:§(§)+§(£)
and
L_ 8¢
2b

and this implies also

o, o DHENPHDAE ) —(ETE )2 =0t (€)= 00 — (£7)7
Ty = 102 = 102 ’
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z = V(€)= b2[0? = (€7)?] cos o,

y—— [(§F)2 = 0?][b? — (§7)?] sin .

The dual basis vectors (5.19) are in the present case

t= 26T r —b¢ z == 267 —be* z)
V¢ eri(fr bfe), V¢ 2r+r,(§r bfe)
and
xre, — ye,
Vo= Y
i $2 + y2
This yields a diagonal inverse metric with components
P (o0 it e &
(€)= (&) (€)= ()
7 = 4b*

) = - (€)Y
and the volume measure (5.25) for d§~détdy follows as

— 1
Vi= (0" g) = e = €)) (19.11)
The Laplace operator (5.24) in spheroidal coordinates is therefore
4
A= —F———|0 =)o, +0_ (*— (&)Y o
Er ey 0 (€7 =0) 0 +0- (¥ = (€7)7) 0]

n 4p?
€7 -7 — 7
On the other hand, the coordinate dependence of the electrostatic potential of
the electron is

RIS IS
A

and therefore the Hamiltonian in the {%,£7, ¢} representation satisfies

a2 (19.12)

Me

Tl — () = 04 (€72 = V) 0 + 0 (12— (€)) 0
" ((§+)2 o b(g)z) %+ %ﬁ (19.13)

The Hamiltonian H commutes with the azimuthal angular momentum oper-
ator L, and therefore we can discuss the spectrum and eigenfunctions of H
within the subspaces of L, eigenvalues mh,

Un(E4,6 ) = #ww, £7) explime).
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Within these subspaces, the normalization condition on the bound electron
states becomes with (19.11),

[eS) b
| e [acier - @ e ol =, (19.14)
b —b
and the Hamiltonian H,, acting within these subspaces satisfies
S l€)2 = (€N (Hn = E) = Din(§%) = D_n(€),
N e 0 m2b? Me oivg | Me€ 4
Dy (7)) =04 ((€) —b)5+—(§+)2—_bQ+2FLQE(§ ) +W£ ;
m2b? Me

Don(E) =0 (€ = 1) 0~ g + gy BE )

Here the energy F differs from the energy E. (19.8) of the molecule in the
Born-Oppenheimer approximation by the electrostatic energy of the nuclei,

e2

E.=F .
+ 4megh

(19.15)

Since H,, is hermitian with respect to the scalar product appearing in (19.14),
the differential operators D ,, and D_,, must be hermitian with respect to
the scalar products

<1/)+|¢+>+ = /booder ¢i(§+)¢+(§+)

and
(olo) = / AT VHEND-(E),

respectively. The corresponding Sturm-Liouville type boundary conditions can
be read off from the differential operators. We must certainly have

lim b, (€7) =0. (19.16)

&t —o0

For azimuthal quantum numbers m # 0 we must also require
li =0 li _(&7)=0. 19.17
Jm . (€7) =0, T ¢_(¢7) (19.17)

Note that & = b corresponds to the interval —b/2 < z < b/2 on the z axis,
while £~ = —b and £~ = b correspond to the half-lines z < —b/2 and z > b/2
on the z axis, respectively. The boundary conditions (19.17) therefore imply
that the wavefunctions

b€, 0) = #w (- (€7) exp(imy)
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must vanish on the z axis if m # 0, which apparently makes sense.

We certainly should not expect that the molecular orbitals with m = 0 vanish
on the z axis, and the differential operators Dy are actually hermitian on
their respective domains without extra boundary conditions at £~ = =£b or

* = b except that the wave functions should remain finite in those points.

The point of this discourse about hermiticity of the operators Dy ,, is that
as a consequence, separation of the electronic Schrodinger equation for the
hydrogen molecule ion Hj in terms of prolate spheroidal coordinates will not
only give us solutions, but a complete set of solutions in the form

1

Yma(E,67,0) = miﬁﬁA(ﬁ)iﬂw\(() exp(imep), (19.18)
D_m(§)-n(§7) =Mp-n(§7), —b<& <, (19.19)
Di(€)0a(€F) = M n(€F). € >0 (19.20)

Energy is a third quantum number which is treated as implicit in the notation
for the states.

The equation (19.19) and the equation (19.20) for e* = 0 are relevant for
radiation problems and have been studied extensively, see [1] and references
there. The solutions are known as angular spheroidal functions and radial
spheroidal functions because of the angular and radial interpretation of the
coordinates £~ and £T, respectively.

The £T — oo limit of equation (19.20) immediately tells us that we can satisfy
the boundary condition (19.16) only for negative energy,

Me 9

ot =
and the asymptotic form of the solution should be
a(€F) = fanl€) exp(—kE") K> 0. (19.21)

with lime e f11(§) exp(—rE) = 0.
We wish to analyze in particular the sector m = 0, which should contain the
ground state of the Hj ion. Equation (19.20) with m = 0 has the form

D (€2 — 1%) Deta(€) — w2€205(6) + 55%(5) SPVNG) (19.22)

where we substituted £ — &, 1y — 9 because in the following it will be clear
from presence or absence of the Coulomb term o 1/a. whether we are consid-
ering the radial or the angular spheroidal coordinates and wave functions.
The length parameter

B dmegh? B

e = T =-—a
mee Me

is closely related to the Bohr radius (7.56) of the hydrogen atom.
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Since our solution should remain finite at £ = b, we make an ansatz

bral) = S (552 eolnts — ) (19.23

n>0

Substitution into (19.22) yields a two-step recursion relation

2b
2(n+1)%cy = <)\ + K20% + 2Kb — - + 4kbn — n(n + 1)) Cn

1
+2b (/m - —> Cr_1- (19.24)
ae
On the other hand, ¥_ ,(§7) must satisfy the differential equation (19.22)
without electrostatic term: a, — oo,

0e (62 = b%) 0ea(€) — K*E*Ua (&) = M (©), (19.25)

and on the interval —b < ¢ < b. This equation allows for even and odd solu-
tions under £~ — —&7, and we expect the ground state solution to be even.
Therefore we try an ansatz

Yoa(©) = dn (%>2n (19.26)

n>0
where we can set e.g.
dp=1 (19.27)

because the product form 1, x(§7)y- A\(§7)/v27 of the ground state implies a
degeneracy between dy and the coefficient ¢g in the radial factor (19.23). The
constant ¢g is then determined by the normalization condition (19.14).

Substitution of (19.26) into (19.25) yields the recursion relation
2(n+1)(2n 4 D)dpsr = (4n° +2n — \) d,, — £°0°d1. (19.28)

The expansions (19.23) and (19.26) are not the standard expansions. For the
angular function (19.26) one rather uses an expansion in terms of Legendre
polynomials P, (£/b) (or associated Legendre polynomials P™(£/b) for m # 0),
which are orthogonal polynomials in —b < £ < b and satisfy (19.25) or (19.19)
for K = 0 and A = n(n + 1). For the polynomial factors in the radial function
(19.23) one rather uses Laguerre polynomials L,(2k(§ — b)) or L™(2k(§ — b)),
because L™(2k(§ — b)) exp[—k(§ — b)] are complete orthogonal functions in
b < € < oo. The corresponding two-step recursion relations for the coefficients
in these expansions then follow from the differential equations and recursion
relations of the orthogonal polynomials. However, for our purposes the simpler
expansions (19.23) and (19.26) are sufficient for the illustration of basic solution
techniques for the dihydrogen cation.
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We cannot go ahead and simply solve the recursion relations (19.24) and
(19.28) to some finite order to get approximate wave functions for the electron,
because for generic values of A and x2b? the resulting wave functions will not be
regular and square integrable in the domains —b < ¢~ < b and 1 < ¢ < 0.
Therefore, one first has to determine which pairs of parameters A and x2b?
allow for regular and square integrable solutions.

A classical method for the approximate calculation of the allowed parameter

pairs A and £?b? in a two-step recursion relation like (19.28) uses the ratios
f _ dn+l
n dn

with the initial condition from (19.28),

A
Jo= 5

The recursion relation (19.28) can then be written as an upwards recursion

fn—l — fna

n A K2b?

= — — , 19.29
J n+1l 2n+1)2n+1) 2(n+1)2n+1)fu ( )
or as a downwards recursion f,11 — fn,
2b2
fu= " (19.30)

2n+1)2n+3) = A —=2(n+2)(2n + 3) fut1

The requirement of finite limits ¢_ x(£b) of the angular wave function implies
that the solution of (19.29,19.30) should satisfy

lim f, =0.

n—o0

One way to derive the resulting condition on A and x2b? in approximate form
is to use both relations (19.30) and (19.29) for f, with the approximation
fn = 0 for some N > n. Iteration of equation (19.30) in N —n — 1 steps
yields a relation of the form f, = f,(;)()\,IQQbZ,fN) ~ f,gf)()\,ﬁsz,O), while
on the other hand f,, is also determined in n steps from equation (19.29) and
fo=—=\/2: fn = fS(X, K26%). The condition

FON K22,0) = FLO (N, K207

then implicitly determines the relation between A and x2b2.
Another way to derive the relation between A and x2b* writes the recursion
relation (19.28) as a matrix relation

F-d=X\d
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with matrix elements
Frsomso = (4n% +20) 6 — K26%0p 1 — 2(n + 1)(21n + 1) 6 1.
The condition
det(F— A1) =0 (19.31)

is then cut off for an (N + 1) x (N + 1) submatrix Fo<,<no<w<ny to yield a
relation between A and x20?.

Once the relation between A and x2b? is established, application of the same
techniques to (19.24) implies a relation between the remaining parameter #2b?
and the parameter b/a.. Since x2b? oc —E, this relation determines the quan-
tized energies of the even states (due to the even ansatz (19.26)), with m = 0.
Application of the same techniques with an odd ansatz for ¢_,(£7) or to
the equations with general m yields the approximate energy levels and wave
functions of the electron in the dihydrogen cation with fixed centers. The
matrix and determinant condition for equation (19.24) are

b
Crzom>0 = (n(n +1)+ 2a_ — 4nkb — 2Kkb — 52b2> O,/

e

1
+2b (_ - nﬁ) Opar+1 +2(n+ 1)2571,"’*17
ae
det(C — M) = 0 (19.32)

Using only 3 x 3 matrices F and C' in the conditions (19.31) and (19.32) yields
a ground state energy

2 2h?
¢ K2 = —14.2eV

7 dmegb me

with eigenvalues A\ = —0.490 and kb = 1.42 for a bond length b = 105 pm.
Using the equivalent of a 4 x 4 matrix £’ and a 6 x 6 matrix C in the expansions
with Legendre and Laguerre polynomials, Aubert et al.® found E, = —16.4 eV
with kb = 1.485 for b = 2a. Either way, we find that the ground state energy
E. is smaller than the energy F; = —13.6 eV of a hydrogen atom and a proton
at large distance, i.e. sharing the electron stabilizes the dihydrogen cation
in spite of the electrostatic repulsion of the protons. The actual dissociation
energy D = E; — E, for the dihydrogen cation is about 2.6 eV, i.e. the value
of Aubert et al. from higher order approximation of the recursion relations is
much better, as expected.

The coefficients which follow from the relations (19.24), (19.28), (19.27) and
(19.14) for A = —0.490 and kb = 1.42 are

do =1, dy =02451, dy=—0.0357,
co = 1.869, ¢ =0.3760, 5= —0.0712. (19.33)

8M. Aubert, N. Bessis & G. Bessis, Phys. Rev. A 10, 51 (1974).
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-3 -2 -1 0 1 2 3
2z
u==<2%2
b

Figure 19.1: The function b3y (£7,£7)[?/2n for the approximate ground state
(19.33) is displayed along the symmetry axis of the dihydrogen cation. The
protons are located at uw = £1. The abscissa u = 2z/b is u = £~ /b in the range
—1 < u < 1, where £ = b. Outside of this range we have v = —£* /b for
u<—1( =-bandu=¢&/bforu>1({ =b).

The resulting function b*|y (1, €7)|?/27m along the symmetry axis of the cation
is displayed in Figure 19.1. The abscissa u is related to the z coordinate from
equation (19.10) through u = 2z/b.

This low order approximation has already all the characteristic features of the
real ground state as confirmed by higher order approximations. The electronic
wave functions fall off with a linear exponential for large values of the radial
coodinate T, and a double peak appears at the locations of the two protons.
However, higher order approximations yield lower energies with a correspond-
ing stronger exponential drop exp(—+x{™), kb > 1.42. This implies that the
values of b¥?|i(£F,67)|? along the symmetry axis are actually underestimated
in the aproximation in Figure 19.1, and the cusps become more pronounced in
higher order approximations.

Cusps are inevitable in many-particle wave functions for charged particles.
Kato had demonstrated that these wave functions have cusps for coalescence
of any two charged particles®. Specifically, if ry5 is the separation between two
particles with charges Z1e and Zse, and if the wave function does not vanish

9T. Kato, Commun. Pure Appl. Math. 10, 151 (1957). See also R.T. Pack & W.B. Brown,
J. Chem. Phys. 45, 556 (1966) and A. Nagy & C. Amovilli, Phys. Rev. A 82, 042510 (2010).



368 Chapter 19. Quantum Aspects of Materials 11

for 715 — 0, the directional average of 9¢)/Or1s in the limit r1o — 0 satisfies

dﬁ/ dgosmﬁ'a—w—w 21 .
8 r12=0

im
r12—0 471'
The constant 5 is

H12 1
Me ae

c
Y12 = Z1Z204M;;

=717,

where {112 = myma/(my +my) is the reduced mass of the charged particles. In
particular, coalescence of two electrons or of electrons and protons corresponds
to

1 q 1
—e— = an ot = ——.
g 2a, Temwt a

19.3 Bloch and Wannier operators

The use of second quantized Hamiltonians is ubiquitous in condensed mat-
ter physics, and in the following sections we will introduce very common and
useful examples for this, viz. the Hubbard Hamiltonian for electron-electron
interactions, phonons, and a basic Hamiltonian for electron-phonon coupling.
We will motivate the model Hamiltonians from basic Schrodinger field the-
ory or the classical Hamiltonian for lattice vibrations, respectively, and refer
the reader to more specialized monographs for alternative derivations of these
Hamiltonians.

However, before we embark on this journey, we should generalize the results
from Sections 10.1, 10.2 and 10.3 to three dimensions and combine them with
what we had learned in Chapter 17 about quantization and Schrodinger field
operators.

The basic Schrédinger picture Hamiltonian for an electron gas has the form

H= /d3 /d3 ’ZW m%( Nibo ()
+ / dng%ij(w)-vwo(w)
/ds /dsk'/d3qz (k + q)at (k' — )167560(1 o (K)a, (k)

+ /d3k Z h;ZQaj(k)ag(k)‘ (19.34)

Suppose that this electron gas exists in a lattice with basis vectors a; and dual
basis vectors a® (4.12). The lattice points are £ = na; with a triplet of integers
n'. However, we can also use the basis a; as a basis in R?,

0 0

SN A — ot —
x=zx'e;,=1v'a;, V e_axi aayi.
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Note that the coordinates 2’ and the lattice basis vectors a; have the
dimensions of length, while the dual basis vectors have dimension length~!
The coordinates ¢ are dimensionless.

A Brillouin zone B is a unit cell in the dual lattice stretched by a factor 27 and
then shifted such that the center of the Brillouin zone is a dual lattice point,

k=rka!, —m<rk; <, (19.35)

see also (10.6), where this notion was introduced for one-dimensional lattices.
The k vectors in a Brillouin zone have the following useful properties, which
are easily derived from Fourier transformation on a one-dimensional lattice!®
Ki = K; + 27,

/ &k explik - (€ — £)] = 27)*Vpe, d°k = Vdkidrydrs, (19.36)

B

> expli(k — k') - £] = (21)*Vi(k — k). (19.37)
£

Recall that the volume of a unit cell V in the dual lattice is related to the
volume of a unit cell in the direct lattice through V = 1/V, (4.13).

If a unit cell in the lattice contains N ions, electrons in the lattice will also
experience a lattice potential

2

nae
H =— E - 19.38
v(iB) 7 47‘(6()|$—’l“g,,4|7 ( )

where
rea=€+rs 1<ALZN,

enumerates the locations of the ions in the unit cell £ = n’a;, and nae is the
effective charge of the A-th ion. On the level of the quantized Schrodinger field
theory, the potential (19.38) adds the operator

na 62

to the Hamiltonian (19.34). We will focus on this potential term in the re-
mainder of this section and neglect the electron-electron interaction term in
(19.34). The corresponding first quantized Hamiltonian

2

p
2m + Hy (x),

0We have seen the corresponding one-dimensional equations in (10.1-10.4). However,
when comparing equations (19.36) and (19.37) with (10.1-10.4) please keep in mind that
the continuous variables ; play the role of = there, while the discrete lattice sites £ = n'a;
compare to the discrete momenta 27n/a in equations (10.1-10.4), see also (10.8).
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is invariant under lattice translations,

. . 2
exp(%bp) Hexp(%ﬂ-p) = 2p—m+HV(x+€) =H

and therefore admits a complete set of Bloch type eigenstates, see (10.10)
for the one- dimenbional case. We can decompose the Schrodinger picture field
operators 9, (x) in terms of a complete set of Bloch type eigenstates

Z\/ /d3kano ) exp(ik - @)un (k, ), (19.40)
\/ v 3 —ik-x)u (k, ). (T
Cbn,g(k) = (277)3 /d €T eXp( k ) n (k7 )wo( )7 (1941)

with periodic Bloch factors

un(k,x +£) = u,(k, x).

We denote integration over the unit cell of the lattice with fvd3w. Normaliza-
tion of the Bloch energy eigenfunctions then yields

Omnd(k — k') =

) /d3m expli(k — k') - z|u) (K, )u,(k, x)
= (2‘;)3 > expli(k — k') -]
¢

% /V B explitk — k) - xlut (K, @)u(k, @), (19.42)

and with (19.37) we find
/dga:u (k,z)u,(k, ) = dpmn.
v

Equation (19.42) also implies with the canonical anticommutation relations
for the Schrodinger field operators 1, (x) and ¥} (x) that the the operators
- (k) satisfy the relations

{an,a(k)a an’,o’(k,)} =0 {an,a(k)a a;tgg'(kl)} = 6n,n’50,o/5(k - k;/)
The second quantized state
In,0. k) = a; ,(k)|0)

is therefore a state with an electron in the first quantized orbital Bloch state

on(k, ) = exp(ik - ¢)u, (k, z) (19.43)

v
Pk
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and spin projection 0. Equation (19.41) and the conjugate equation for a;' , (k)
are a special case of our general observations (17.44) and (17.43) how annihila-
tion and creation operators for particles in specific states relate to the generic
operators ¥, (x) and ¥} (x).

Since the operators a, (k) are restricted to the Brillouin zone, or equivalently
are periodic in the rescaled dual lattice with the Brillouin zone as unit cell,

an,a(k) = an,a(k + 27T£), l = niai,

we can expand them using equations (19.36,19.37)

b

L8 = |G S ) exi-o) (19.44)
£

v Skat exp(—ik -
;a(ﬂ) = 1/ ok /Bd ka, ,(k)exp(—ik-£). (19.45)

The operators ¢, ,(£) in the direct lattice satisfy

{Uno(0), Yo (€)} =0 {hno(€), Uy ()} = b 00,000(£ — £).

Substitution of (19.41) into (19.45) yields
0= [Pau o))

with the Wannier states

V 3 ik-(x—4£) =w,(x—
wp(l, ) = o0 /Bd ku,(k,x)explik - (x — £)] n(x —£). (19.46)

These states satisfy the usual completeness relations as a consequence of the
completeness relations of the Bloch states ¢, (k, x),

/d3a: w8, )Wy (€, ) = 60000,

Z wy, (&, 2wt (€, x') = 6(x — ).
n,l

The operator ¢} ,(£) therefore generates an electron with spin projection o in
the Wannier state w, (€, ).

We denote the operators a, (k) and a,f (k) as Bloch operators, and the op-
erators ¥, ,(£) and 1, ,(€) as Wannier operators.
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19.4 The Hubbard model

The Hubbard model treats electron-electron interactions in a tight binding
approximation. Therefore we wish to use the creation operators v, (£) for
electrons in Wannier states.

The kinetic electron operator transforms into Wannier type operators accord-
ing to

h2
H, = 3 7 + .
o /d x z{; 5 VU () Vi, ()

h2

- / Fo 3 L O5Tulle) (.2l e). (1947
This has the form of a hopping Hamiltonian for jumps n’, £ — n, £,
HO = Z tn,e,n’,l’djzg (e)ql}n’,a (E/) (1948)
onln L

with a hopping parameter
. Rh?
tn,l,n’,ﬁ’ = /dsw —Vw:;(ﬂ, :If) : an/ (e/v :l:)
2m
On the other hand, the electron-electron interaction Hamiltonian becomes
1
He=bt Y Unimrmenet O 0o (€ (0

o0’ mlm' ' nln’ L

with the Coulomb matrix element
Um,l,m’,l’,n’,ﬁ’,n,ﬁ = /dgw /dgm/ w;z(hm)w;;’(l/axl)
2

&,z w, (L, ).

X—
471'6() |(B — $,|wn/

H.. would certainly be dominated by terms on the same lattice site, and if we
restrict the discussion to a single band index, the electron-electron interaction
Hamiltonian H = Hy + H,. assumes the simple form

H=> tootF (0o (£) + U nienye, (19.49)

L0 o £

with the spin polarized occupation number operators for lattice site £,

Nae =1y (€)o(£).

The Hamiltonian (19.49) is known as the Hubbard Hamiltonian''. This Hamil-
tonian was invented for the analysis of ferromagnetic behavior in transition

11J. Hubbard, Proc. Roy. Soc. London A 276, 238 (1963), see also M.C. Gutzwiller, Phys.
Rev. Lett. 10, 159 (1963).
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metals, and soon became a very widely used model Hamiltonian in condensed
matter theory not only for magnetic ordering, but also for the general investi-
gation of electron correlations, conductivity properties and disorder effects in
many different classes of materials'?. However, the Hubbard model also pro-
vides basic insight into the relevance of delocalized Bloch states versus localized
Wannier states, as we will now discuss.

We assume that the hopping term is invariant under translation and symmetric
between sites, i.e.

tog =te—p =1lae=1_ne.
If hopping is suppressed,
Loo = toge,

the Hamiltonian involves only the number operators n,.¢,

H = tz Noe + UZ WAL (1950)
ol 4

and the eigenstates and energy levels are given by N = N; 42N, particle states
lov, €15 .. on, En) = 0f () ... 0) (Ex)|0)

with energy
E(Ny, Ny) = t(Ny 4+ 2N3) + UNs.

Here N; and N, are the numbers of single and double occupied lattice sites,
respectively. This is also denoted as the atomic limit, since the electrons are
fixed at the atoms and the total energy is a sum of atomic terms.

On the other hand, if we can neglect the electron-electron interaction term,
U =0, we end up with a quadratic Hamiltonian

H= " taehf (£+ ALY, (0). (19.51)
AL

We can map the electron operators on lattice sites to electron operators (19.44)
in the Brillouin zone,

aok) = VS (@) explik-€) (19.52)

V2r

This diagonalizes the Hamiltonian (19.51),

H= /Bd3k E(k) ZU: at (k)ay(k), (19.53)

12Gee e.g. J.E. Hirsch, Phys. Rev. B 31, 4403 (1985); 1. Affleck & J.B. Marston, Phys.
Rev. B 37, 3774 (1988); Y.M. Vilk & A.-M.S. Tremblay, J. Physique I 7, 1309 (1997). More
comprehensive textbook discussions can be found in references [4,10].
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k)= tacexp(—ik-AL) = tapcos(k- AL). (19.54)
Al Ry
The single particle eigenstate of the Hamiltonian (19.53) with energy E(k),

al (k)]0

£) exp(ik - £)|0),

is a Bloch state, while the single particle eigenstate 1/} (£)]|0) of the Hamiltonian
(19.50) is a Wannier state. The magnitude of the hopping terms taezo relative
to U will therefore determine the importance of itinerant (or delocalized) Bloch
electron states versus localized Wannier electron states in the lattice.

19.5 Vibrations in molecules and lattices

Another basic excitation of lattices concerns oscillations of lattice ions or atoms
around their equilibrium configurations. This kind of excitation is particularly
amenable to description in classical mechanical terms, but at the quantum level
lattice vibrations are very similar to quantum excitations of the vacuum like
electrons or photons. In particular, elementary lattice vibrations can be spon-
taneously created and absorbed like photons, and therefore require a quantum
field theory which is similar to the field theory for photons.

We will discuss the classical theory of small oscillations of N-particle systems
in the present section as a preparation for the discussion of quantized lattice
vibrations in Section 19.6. We suspend summation convention in this section,
because we often encounter expressions with three identical indices in a multi-
plicative term, and also terms like ;37 without summation over the repeated
index.

Normal coordinates and normal oscillations

We consider an N particle system with potential V (7, ... 7x). The equilibrium
condition

ViV(rl., e ’l"N) =0 (1955)

T :T,(v())

nn?hes for the second order expansion around an equilibrium configuration

™ TNv

1
0 0 :
V(ry,...ry) = V(r§ ), ... 7"](\])) t3 g Vikjixitzl,

ijkl

where x; = r; — ( ) parametrize the deviations from equilibrium and the

coefficients Vjy j; are
82

0
Wk,ﬂIWV( Yty Y+ yn)

Ym=0
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The second order Lagrange function for small oscillations of the system,

Zmzxz Iz Z‘/zkﬂ‘rz I] ) (1956)

ukl

yields 3N coupled equations of motion

m,rlk = — Z ‘/ik’jll‘]'l. (1957)
jl

Fourier transformation
" (t) = /dw af(w) exp(—iwt), [a"(w)]" = af(—w), (19.58)
yields the conditions

Z(Vik,jz — mw?d;;0,)a; (w) = 0. (19.59)
jl
Writing this in the form

Vikji g : .
; (TWLJ — W 52]5kl> Va; (CU) =0

tells us that the 3/N-dimensional vector

Qw) = {Vmia;' (w),...v/myan*(w)} = QF (—w) (19.60)
must have the form

3N

Q) = [Qrd(w — wr) + Q_rd(w +wy)] , (19.61)

I=1

where Q; = {\/miar:!,.../myain®}t = QF, is an eigenvector of the sym-
metric 3N x 3N matrix

Vik i
02 = 19.62
ik,jl mim]_ ( )
with eigenvalue w?. We assume that 7'(0) . 7'1(\?) is a stable equilibrium con-

ﬁguratlon such that all eigenvalues of sz o satisfy w? > 0, and we define

= y/w? > 0 as the positive semi-definite roots.
Since 02 is a symmetric real 3N x 3N matrix, we can find 3N orthogonal
normalized real vectors

QI = {\/m1d1,11> ce \/mNdI,Ng}
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which solve the eigenvalue problem
02 Q; =wiQr. (19.63)

The general solution Q (19.60) of the eigenvalue problem with eigenvalue w?
will then have the form

Qr= QIQI

with arbitrary complex factors ¢ = |g| exp(i¢s). The mode expansion (19.58)
will therefore take the form
3N
zF(t) = Z ari" [grexp(—iwst) + qf exp(iwst)]
T
=2 Z ari® |qr| [cos(r) cos(wit) + sin(e;) sin(w;t)] . (19.64)
I=1

Equation (19.63) and Vig j = Vi = thl imply the orthogonality relations

2

Ak N R 2 2
0= g (ari*Vigjass' — ari* Vi jag,h) E miasraay " (W — w?).
ijkl
This yields
s ks K
E miar;ay; =01y, (19.65)
ik

where we assume that eigenvectors Q; within degeneracy subspaces have been
orthonormalized.

Note that the normalization changes the dimensions and the physical meaning
of the coefficients. The amplitudes ay, ;¥ in equation (19.64) have the dimensions
of a length, and the related eigenvectors Q; and factors ¢; have the dimension
of mass'/? x length. The normalized eigenvectors QI are dimensionless, and
therefore the related coefficients a M’“ have dimension mass™ 2. We will denote
the related 3N dimensional vector a; = {asi',...,arn>} as an amplitude
vector.

The small oscillations of the system are then determined by the eigenmodes
a; (or equivalently Q 1), and how strongly these eigenmodes of oscillation are
excited,

3N

z*(t) = Z ari® [grexp(—iwrt) + g exp(iwrt)] , (19.66)
=1
3N
iF(t) = —iz wrar" [qrexp(—iwrt) — g exp(iwrt)] , (19.67)
=1
1 , .
ar = 5 exp(iwrt) > miag (xﬁ(t) + w%a':f(t)) . (19.68)

ik
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The 3N complex amplitudes q; are denoted as mormal coordinates of the
oscillating N particle system, and the related eigenmodes of oscillation are
also denoted as normal modes. Note from equations (19.66) or (19.68) that
we can think of the coefficients d]’ik also as the components of a 3N x 3N
transformation matrix between the 3N Cartesian coordinates x;*(t) and the
3N normal coordinates g; of the oscillating system. These 3N x 3N matrices
satisfy the mass weighted orthogonality properties (19.65) and

A 1
;al,ikal,jl = Eéijékl-, (19.69)

which follows from re-substitution of g; (19.68) into z;*(¢) (19.66).
Appearance of the particular eigenvalue w? = 0 implies that the system is sym-
metric under rotations or translations. The corresponding amplitude vectors
ar={a Lik} denote the tangential directions to rotations or translations of the
system.

We have learned that small oscillations of a system are always superpositions
of the normal oscillation modes or eigenoscillations of the system. A priori
this does not seem to be particularly helpful to determine the actual small
oscillations of a system, because finding the eigenmodes is equivalent to the
diagonalization of the 3N x 3N matrix Q3 ;;, which is anyhow the main task
in the solution of the equations of motion (19.57) using the Fourier ansatz
(19.64).

However, if the equilibrium configuration of the system has symmetries, then
we can often guess the form of some of the eigenmodes wich leaves us with a
smaller diagonalization problem for the determination of the remaining eigen-
modes.

Eigenmodes of three masses

A simple example for the identification of normal modes of a coupled particle
system is given by three identical masses in a regular triangle, see Figure 19.2.
We will determine the eigenmodes in the plane of the triangle. The potential
of the coupled system in the harmonic approximation is

K
V= 2 (= ol = @2 + (I = ol = ) + (fr2 — 75 — d)?)
K 1 1 3
S (@ =)+ o — )+ (e ) 4 - a?)?
3, V3 )

2\2 1.2 1,.2 1.2 1
+L_L(I2 7.%3) +7(I1 1" — X1 13" — X9 T2 + To X3

1,.2 1,.2
—x3 X1" + T3 o ))



378 Chapter 19. Quantum Aspects of Materials 11

X3

1 X!
Figure 19.2: Three elastically bound masses with equilibrium distance d.

The matrix Vi j; is

5 ¥ 1 g -1 _¥

5 5

T o1 00 =% =3

) -1 0 5 ¥ _1 B

— - 1 1 "1
a4 4 1

1B 1 V31 g

171 112
_¥8 _3 8 _3 o 3
1 1 4 1 2

and we must have

Det(V — mw?1) = 0.
Absence of external forces on the coupled system implies that there must be
two translational and one rotational eigenmode, see Figures 19.2 and 19.3,

1 0 1

0 1 —V3
A 1 1 A 1 0 A 1 1
Ql - \/g 0 QQ - \/3 1 ) Q3 - 2\/3 \/g

1 0 -2

0 1 0

The equations V - QI =0 for I =1,2,3 are readily verified.

The symmetry reveals that another eigenmode can be read off from Figure
19.4.

This yields the corresponding normalized eigenvector

V3

1

2 1
. a0t 1 —V/3
Qu=vam | M2, [ = V3

1

2

4.1
41

Q4.2 2\/§
0/4’3 0
a473 —2
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Figure 19.3: The rotation mode Qs.

Figure 19.4: The eigenmode Q4 = Vmay.

and application of
2A 1 A
(U4Q4 = _K : Q47
m
yields for the corresponding frequency

3K
ot

2 _
Wy =

So far we have found four eigenmodes of the planar system, and there must still
be two remaining eigenmodes, which must be orthogonal on the eigenmodes
Q1,...Q,. This yields for

ar1
ar1
QI =vm 612
ar2
ar 3
ar3

=56

N N = N



380 Chapter 19. Quantum Aspects of Materials 11
the conditions

\/§(a1,11 —ar2") tar? +ara® —2a53%> =0,

ary' +arst +ars' =0,

ara® +ars”® + ars® =0,

ar' +ars' —2ar3' + \/g(a1,22 —ar,?) =0,

with general solutions

V3 1
-1 \/g

) A —/3 n B 1
RN 23 | -V3
0 —2

2 0

Application of Q2 reveals that these are degenerate eigenvectors with eigenvalue

3K

2 2
WE = wsE = —
° 67 om’

and an orthonormal basis in the degeneracy subspace is provided by

V3 1
-1 \/§

5 1 3 - 1 1

Q5_2\/§ 1 ) Q6 2\/3 _\/g
0 -2
2 0

The corresponding eigenmodes are shown in Figure 19.5.
The general small oscillation with w > 0 is then given by

=

(¢
,12(t
p 21(t

)
) 6
22(15; B Z Q)
)
)

8 8 8 8

=4
3t (t
32 (t

3

with

£(0)

wr

xr(t) = 27(0) cos(wrt) + sin(wrt).
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;
Figure 19.5: The eigenmodes Qs and Q.

Xn—1 X1 RY

an
e-@- - @
m M M

m

a

Figure 19.6: A diatomic linear chain with masses m and M and lattice
constant a.

The diatomic linear chain

Lines of harmonically bound atoms provide important model systems for oscil-
lations in solid state physics. We consider in particular a diatomic chain of 2V
atoms with masses m and M, respectively see Figure 19.6. The force constant
between the atoms is K and their equilibrium distance is a/2. The number N
of atom pairs is assumed to be even for simplicity.

We label the pairs of atoms with an index n, 1 — (N/2) < n < N/2, and we
use periodic boundary conditions for the displadements x,, and X,

TpiN = Tn, Xn+N = Xn

The Lagrange function

N/2
m. M . K K
L= Z <5$i + ?XZ - 5(Xn - xn)2 - ?(aj" - X"1)2>
n=1—(N/2)

yields equations of motion
mi, = —K 2z, — X — Xp_1), MX, = —K(2X, — &, — 2ni1), (19.70)

which can be solved using Fourier decomposition on a finite periodic chain,

a(t) = \/LN ; G (t) exp(inka), (19.71)
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— ) exp(inka
= 75 X Qut) explnka)
with
27N N
"N T2

The geometric series

—_

<~<N
_n_2

N/2

n:1_Z(N/2) exp <27rmﬁ Nm> = exp [iw (% — 1> (n— m)]
X erxp (27rinﬁ .l

1 — exp[27i(n — m)]
1—exp [2’”( - m)]

= Noam (19.72)

implies that the inversion of (19.71) is

N/2

an(t) = ﬁn:1_z(]v/2) 2 (t) exp(—inka) = G, (t).

Since the resulting system of ordinary differential equations for §,(t) and Qy(t)
is linear with constant coefficients, we also use Fourier transformation to the
frequency domain,

ar(t) = /dw gr(w) exp(—iwt),

and the coupled set of equations (19.70) separate into coupled pairs of equa-
tions for different wave numbers k&,

(mw? — 2K)(w) + K(1 + exp(—ika))Qx(w) = 0, (19.73)

(Mw? — 2K)Qx(w) + K (1 + exp(ika))gr(w) = 0. (19.74)

This implies that there is a unique set of frequencies w = wy, for each wave
number k£ which has to satisfy

mMuw; — 2K (m + M)wi + 2K*(1 — cos(ka)) = 0.

This condition has two solutions (up to irrelevant overall signs of wy+),
1 1 1 1 2
2 _
wiy =K (M—i_E) iK\/W+W+WCOS(ka)

11 1 1\* 4 _,(ka
_K<M >iK\/(M—|—m> — g Sin <7), (19.75)
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and we have
Gr(W) = Qe+ 0(w — Wiy ) + Gr—0(w — wi— ).

Equation (19.75) reads in terms of the reduced mass p = mM/(m+ M) of the
atom pair in the unit cell

K p . ka
2 = (1+,4/1— 2= ). 19.76
Wiy . ( m+MSln 5 ( )

An example of these dispersion relations with M = 1.5m is displayed in Figure
19.7.

1.44

1.24

I
==

ka

Figure 19.7: The frequencies wy4 from the dispersion relation (19.76) for M =
1.5m and 0 < ka < 7. The frequencies wi+ are displayed in units of /K/u,
where p is the reduced mass of the atom pair in a unit cell.

Note that the Lagrange function for a single atom pair in the unit cell is

1 o . K ma + MX
L:— M 2 —'2——2 = —X = —
2(m—l— )R +57 5T T=u , R ]

)

and therefore the oscillation frequency of the single pair is y/ K/ p.
The frequencies at k = 0 are wy— = 0 and

2K
Wo+ =/ —-
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The solution of (19.73,19.74) for wy_ = 0,
do- = Qo-,

is a uniform translation of the whole chain,
2alt) = Xa(t) = o/ V.

The solution for wq.y,
Mot = —MQos,

is an oscillation

(ff((tt))> =4 <Ar4n> cos (ﬁt%—tp) .

The acoustic solution for ka = 7 is

2K -
W)~ =\ 37> dw/o- = 0,

i.e. only the heavy atoms oscillate,

() = cra(d)em (o)

On the other hand, the optical eigenmode with ka = m,

2K ~

Wirfay+ = \[ Qxjay+ = 0,

corresponds to an oscillation of the light atoms,

o)\, a1 [2K
<Xn(t)> =(-) A<0>cos ( WtJrgD .
The general longitudinal oscillation will be a superposition of all longitudinal
eigenvibrations.

Quantization of N-particle oscillations
The Lagrange function (19.56) implies canonical commutation relations
ih
[2*(t), 2,'(t)] = %%5’“7 [(t),2;' ()] = 0, [2:"(8),2,'(t)] = 0.

This yields commutation relations for the normal coordinates

h
lar,¢;1 =0, lar, 4] = 2—M51J.
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Therefore we find canonical annihilation and creation operators for the
eigenvibrations in the form

2w1

The discussion of the diatomic chain taught us that for lattice oscillations the
eigenmodes also depend on wave vectors in a Brillouin zone, and the following
section will show that there can be up to 3V branches if we have N atoms per
unit cell. Therefore we will have annihilation and creation operators for lattice
vibrations which are related to the corresponding normal modes through

a(k) = 22 qu0), o (k) = 2227 1)

The elementary excitations aj (k)|0) of the lattice vibrations are denoted as
phonons.

19.6 Quantized lattice vibrations — phonons

We will first generalize the previous discussion of vibrations in N-particle sys-
tems to the case of three-dimensional lattices, and then quantize the lattice
vibrations

We denote the three basis vectors of a three-dimensional lattice with a;, 1 <
i < 3. Each location £ = n'a; in the lattice denotes a particular location of a
corresponding unit cell, and we can use £ or equivalently the three integers n'
also to address the particular unit cell to which the point £ belongs. Suppose we
have N atoms (or ions) per unit cell in the lattice. We denote the displacement
of the A-th atom from its equilibrium value in cell £ by xg (t), and in the
harmonic approximation the displacements satisfy equations of motion

mazea+ > Vo apa Tew =0, (19.77)
LA

corresponding to a Lagrange function
—EZmA:i:Q —1 Z weA'V 7 A1t L Al (1978)
5 AT 5 AV g A A A :
£,A LA A

Substitution of Fourier transforms

xpa(1) dw Qe a(w) exp(—iwt)

“ 7/

into the equations of motion (19.77) yields the eigenvalue conditions

DL apa Quaw) =0 Qeaw) (19.79)

LA
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with the symmetric matrices

1 T
Py sop = mh,A;l’,B =% pea (19.80)

Translation invariance in the lattice implies that 0?2, 9%, 4.5 cannot depend on
£+ €. Therefore we can write

Q—QZ,A;Z’,B = Q—QA,B(E - el) =

(2‘;)3 /BdngA,B(k)exp[ik-(E—E’)L (19.81)

with inversion

QAB ZQAB exp(—ik - £).
Symmetry of the real matrix Q_eA»e/ punder i, £, A < j, £, B implies

Q?A,jB(k) = ZQ?A,JB(E) exp(—ik - £) ZQngA ) exp(—ik - £)

= ZQJB ia(€) exp(ik - £) = nggm(k) = Q?ATjB(k)

Q]B lA( k)
ie.
P(k) = 0 (k) = %' (k). (19.82)
Substitution of (19.81) and
Qea(w) = (2‘;)3 /Bd;‘k Q. (w) exp(ik - £).
in (19.79) yields,
ZQ2AB - Qup(w) = W Qpa(w), (19.83)

For fixed value of k, this is a hermitian eigenvalue problem for the 3N-
dimensional complex vector

Q(w) = {Ciaw)}, 1<i<3, 1<A<N.
Reality of the displacement vectors @ 4(t) implies Qp.a(w) = Q; 4(—w) and
QZ(W) = Q_k(—w).

For each point k in the Brillouin zone, there will be 3N solutions wf(k) and
Qi (k) of (19.83) which satisfy the orthogonality property

Qf(k ZQ ) Qualk ZQ (k)

= 5U. (19.84)
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The hermiticity and transposition properties imply that we have as a
concequence of (19.83) for the normalized solutions,

ZBIQA,BUc) -Qrp(k) = wi(k)Qralk), (19.85)
also the equations

XB:QA,B(*’@) -Qf (k) = wi(k)Q] (k) (19.86)
and

; Qra(k)- 22, 5(—k) = wi(k)Qr (k). (19.87)

Up to linear combinations within degeneracy subspaces, the general set of
solutions of the conditions (19.83) will then have the form

Qulw) = 3 (ar(k)Qi (k)3 — wr(k)) + g (~k)@F (—R)O(w + oy (k)

I

with complex factors gr(k). This yields the general lattice vibration in terms
of the orthonormalized solutions of (19.83),

2ealt) = sy Jo 0 20 [ Quath o i £~ )

4 (K)Q7 a(k) exp( —ilk - £ — i (R)]) | (19.88)

Goalt) = /B 5 % (4100 Qua (k) esp (il - £ — s (1]

—4f (k) Q7 (k) exp( ikl — w;(k)t])} ., (19.89)

(k) = % S exp( —ilk-£—wik)]) ia

£,A

XQ}’A(’C) . (me,A(t) + ﬁ$l,fl(t)> . (1990)

The dual orthogonality relation to (19.84) follows from re-substitution of ¢;(k)
into (19.88),

# /Bdi‘k > Qurak)® Qf (k) explik - (€ — £)] = dapderl.  (19.91)
I



388 Chapter 19. Quantum Aspects of Materials 11

This is actually fulfilled due to two more fundamental completeness relations.
The first relation is completeness of 3N orthonormal unit vectors Q;(k) =
{Qr.4(k)}1<a<n in a 3N-dimensional vector space,

ZQ[ ®Q1 k) =

where 1 is the 3N x 3N unit matrix, or if the atomic indices are spelled out,

Z Qralk)® Q;B(k) = 0apl, (19.92)
I

where now 1 is the 3 x 3 unit matrix refering to the spatial indices. The second
relation is the completeness relation (19.36).
The canonical quantization relations

. ih
[@ea(t) @ Ep p(t)] = —0apeel,
ma
[@e,a(t) § e p(t)] =0, [Tea(t) § Eep(t)] =0,
imply

a0, ] = 0. an(), 3 0] = o= B0~ ),

i.e. the phonon annihilation operator for the /th mode with wave vector k in
the lattice is

1 Jwi(k)V
ar(k) = 2 I7T3h

ar(k), (19.93)

and the displacement operators in terms of the phonon operators are given by

Toa(t) =Y @realt), (19.94)

Zrpalt) = Qﬂ BmA / W R)Qia (k) exp(ilk - £ — i (k1]
tat k)QI’A(k)eXp(—i[k:-ﬂ—w;(k)t])}. (19.95)

The Lagrange function (19.78) implies a Hamiltonian for the lattice vibrations,

E mAa}eA + E VIMAMA T A8 ppr ar* T Ar-

ZAZ/ Al
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This yields after substitution of equations (19.94,19.95) and use of the
eigenvalue, hermiticity and orthogonality conditions for the eigenvalue problem
(19.85-19.87) the result!3

H= /Bd?’k ; fiwr (k)ay (k)ar(k). (19.96)

It is uncommon but helpful for a better understanding of Bloch and Wannier
states of electrons to point out an analogy with lattice vibrations at this point.
We have seen in Sections 10.1, 10.2 and 10.3 that electrons in lattices can be de-
scribed in terms of delocalized Bloch states ¥, (k, z, t) = ¥, (k, x) exp(—iw, (k)t)
or corresponding Wannier states wy, (), wn,(z,t). Here v labelled the dif-
ferent cells in the lattice and n labelled the different electron energy bands
in the periodic potential of the crystal. We have encountered the correspond-
ing states in three-dimensional lattices in equations (19.43,19.46). To make
the connection to lattice vibrations, we re-express the result (19.88) for the
particular phonon energy band I in the form

V T .
W /d3k Zrk.a(t)exp(ik - L),

Trea(t) =

Erpa(t) = Z zrea(t)exp(—ik-£) = &, ()

q;(k)

(k) exp|[—iw; (k)t]

\/_
AP .
T "—="Q} 4(—k) expliwr (—k)1].
Instead of the continuous dependence of the Bloch or Wannier type wave func-
tions ¢, (k, x,t) ~ exp(ik - ©)u,(k, x,t) and w, (€, x,t) on location x, we have
displacement variables at the discrete locations {€, A} in the lattice. However
with the correspondence of band indices n <+ I, the Brillouin zone representa-
tion &1, 4(t) of the displacements corresponds to the Bloch waves (19.43) for
electron states, while the set of displacements {@ ¢ 4 () }1<a<ny in the unit cell
at £ corresponds to the Wannier states (19.46).

19.7 Electron-phonon interactions
Phonons in the lattice of a solid material naturally couple to electrons through

the electrostatic interaction between the electrons and the ion cores. If we ne-
glect electron-electron interactions, the basic Schrodinger picture Hamiltonian

~ 13You also have to use that the matrix Q%(k) has a positive semi-definite square root
Q(k), see Problem 2. Therefore we also have e.g.

Z Qr.a(k) 'fﬁA,B(—k) “Qrp(—k)=w(k ZQI A(K)Qa(—k).
AB
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for quantized electrons in a lattice of ion cores with N atoms in the unit cell
has the form

—TeA|

We assume that the A-th atom or ion in the unit cell couples to the elec-
tron with an effective charge nse, and we treat the atoms or ions as classical
sources of electrostatic fields. However, we treat the lattice vibrations on the
quantum level, which according to Sections 19.5 and 19.6 amounts to canonical
quantization of the lattice displacements

_ (0)
LeA=TpA— Ty y-

The leading order expansion of the Coulomb term

(0)
nae nae (T — @y y) Ten
@ real " a2l a0 (1997)
: | Ly A |z —x, A|

corresponds to a dipole approximation in the language of Chapter 15, ex-
cept that here the dipole operator dy 4 = naexe s is quantized according to
(19.94,19.95). This yields an electron-phonon interaction Hamiltonian of the

form
/ hV
He g = d’x ¢+ Yo ( /— A
/ JIXl;A / 2w1
el -[ 1(@)Qu4(@) explig-€) + a} (9)QF A(q) exp(~ig- £)

where we substituted the time-independent phonon operators @, 4(0) for the
Hamiltonian in the Schrédinger picture. For the electron operators, we could
substitute Bloch or Wannier type operators. However, Bloch operators make
much more sense, because the dipole approximation (19.97) is a small oscilla-
tion approximation in the sense |x, | < |& — mffg , or otherwise we should
include quadrupole and higher order terms. This implies that matrix elements
of electron states with the lattice electric fields Eg 4(2) must not be dominated
by large terms from the ion cores. The linear phonon coupling Hamiltonian
H._, should therefore not be a good approximation for the localized electrons
in Wannier states. Evaluation of the substitution of the free electron operators
through Bloch operators (19.41) in H,_, uses the fact that integration over @
can be split into summation over the lattice I and integration over the unit
lattice cell V|

/d3a:f Z/d%zf +x),
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and that the lattice electric fields satisfy
Ee’A(IB) = E07A(£IZ — E)

We denote the Bloch operators for the electrons by ¢, (k) to avoid confusion
with the phonon operators. This yields the following form for the electron-
phonon interaction operator,

He,q:ﬂ/ /_/d3 P
o, 1,6, Ann’ le

Epi(@)- [un (k + q.@)c! . (k + q)ar(@)Qualq) expliq- (¢ — @)

(k= q. @),k — q)af (@)QF 4(q) expliq - (@ — O)]
ch/,a(k)un/(k:,w). (1998)

We can also write this as

He g = Z/W/dg s(k+q)-U;(k,q)-c,(k)ar(q)
+af(q)ct (k) -Uf (k,q) - co(k +q)] , (19.99)

with coupling matrices between the phonons and the Bloch electrons,

Ulnn k q “ n / \/_exp[lq (é )]

T(k+q,x EeA( ) Qralq)un(k, ). (19.100)

The products in (19.99) contain summations over the electron energy band
indices n, n'.

Below we will need the following property of the electron-phonon coupling
functions,

Urnw(k+q,—q) = U1 ' (k,q). (19.101)

The full Hamiltonian also contains the free Hamiltonian for the phonons and
the Bloch electrons

Hy = /B &k (Z i (k)af (k)ar(k) + ) e (k) - E(k) 'Co(k)>

hz

" om

fik~/d3wu (k,x) V uns (K, ) + kzényn/> . (19.102)
v

(/Vd?’w Vul(k,z) Vu,(k, )
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The two interaction terms in (19.99) describe absorption and emission of a
phonon of wave number g by a Bloch electron. The resulting exchange of
virtual phonons between electron pairs will generate an effective interaction
between the electrons. If interband couplings can be neglected, Ur,,. (k, q)
Oy and Ey (k) o< 0y s, & simple method to estimate this phonon mediated
electron-electron interaction eliminates the first order phonon coupling through
the Lemma 1 (6.16) for exponentials of operators. A unitary transformation
|®) — |@') = exp(A)|(I>) with

1
A‘;/ ,/—zw, / E(k+q) — E(k) — hwi(q)
x [af (@)t (K)US (k,q)co(k + q) — ¢ (k+ q)Ui(k, q)co(k)ar(q)]

eliminates the leading order electron-phonon coupling term due to

[A7H0] + Hc—l] = 07

and generates a direct electron-electron coupling term

1
o [Av Hﬁ—q]

ctetee 2

= /4w1 /ds /dd"’/ Bkt q) - <k> Feor (@)

[ (k+q)ch (KU (K, @)Uk, q)cor (K + q)co (k)
e (k)eh (K + QU (k, QUi(K', q)cor (K)o (k + q)] -

In the next step we substitute

ctetee

HY [1@ Hol +[AH ]]
c—e s 410 y Lle—q

k—k+q, kK —K-+q q— —q,

in the second term in H'”, and use the properties (19.101) and w;(q) =
wr(—q). This yields

Y, = / / &’k / &°K' c; (k +q)ck (KU (K, q)
dwr(q) Jg B

><U1(k:, q)co/ (k' + q)cy (k)
1 1
{ E(k+q) - BE(k) — hwi(q) E(k+q) — B(k)+ hwi(q)

=3 Z/d3 /d3 / Skl E(k+q)— Etk)]zfﬁ%?(tﬂ'

00’]

ey (k+q)cg, (KU (K, q)Uz(k, q)co (K + q)cy (k). (19.103)

Phonons with frequencies which are large compared to the electron energy
difference,

hwi(q) > |E(k +q) — E(k)],
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lower the energy of a two-electron state, thus implying an energetically
favorable correlation between electrons. Effectively, a negative coefficient
of cf(k + q)cl(K')co (k' + q)cy(k) also amounts to an electron-electron at-
traction. Compare (19.103) with the simplified expression for free fermion
operators,

H' =A Z /d3q /d3k /dSk' ci(k+q)ch (K)o (K + q)co (k).
In « space this becomes

H = 2nPA Y / 0 @) (@) o (@) (@),

o,0’

which is an attractive interaction for A < 0 and repulsive otherwise.

The possible instability of Fermi surfaces against phonon-induced energetically
favored correlations between electrons, and the ensuing suppression of electron
scattering, had been identified in the 1950s as the mechanism for low tempera-
ture superconductivity'?. Please consult [4,15,20,23] for textbook discussions
of low temperature superconductivity.

19.8 Problems

19.1 Suppose we are using the Born-Oppenheimer approximation for the hy-
drogen atom, i.e. we treat the proton as fixed at location X, = 0. This would
yield the same energy levels and energy eigenfunctions that we had found in the
exact solution in Chapter 7, except that the reduced mass p = mem,/(me+my,)
would be replaced by the electron mass m. in the result for the Bohr radius a,
and therefore also in the energy eigenvalues and the wave functions.

Show that the corresponding change in the mass value o = m, — pu satisfies
dp/p = me/my,. Show also that in the center of mass frame, the neglected
kinetic energy of the proton is related to the kinetic energies of the electron
and of the relative motion according to

Mme Me
K,=—K =—"K,.
my Mme + My,

Expand the ground state wave function in the Born-Oppenheimer approxi-

mation in first order in m./m, in terms of the exact energy eigenstates from
Chapter 7.

19.2 Show that the hermitian symmetric matrix Q2 (k) (19.80) with eigenval-

ues w?(k) > 0 and corresponding normalized eigenvectors Qr(k) has square

roots (k),

~2

Q2 (k) = 2 (k).

14J. Bardeen, L.N. Cooper & J.R. Schrieffer, Phys. Rev. 108, 1175 (1957); see also H.
Frohlich, Phys. Rev. 79, 845 (1950) and J. Bardeen & D. Pines, Phys. Rev. 99, 1140 (1955).
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Hint: The column vectors Q; (k) can be used to form a unitary matrix Q(k).
The matrix Q(k) transforms @(kﬂ) into diagonal form, or in turn can be used
to generate Q2(k) from its diagonal form diag(w?(k),...,w2y(k)). Use this

observation to construct all the possible square roots (k) in terms of Q(k)
and diag(fwi(k), ..., Twsn(k)).

19.3 Suppose the three particles with masses m and M in Figure 19.8 can
only move in one dimension.

X1 X2 X3

Figure 19.8: Three particles with masses m and M. It is supposed that the
particles can only move along the line connecting them.

The potential energy of the system is

K K
V = ?(Il — 12)2 + ?($2 — 1’3)2.

Calculate the eigenvibrations and the eigenfrequencies of the system.
Solution
The potential in matrix notation is

1-1 0 it

K
V= 5($1,I2,l’3) -1 2 -1 T2 5
0-1 1 T3

and we have to find the eigenvectors of the corresponding matrix

1 1
: F
PC=K| - — A_lf — W | (19.104)
0 7w m

cf. 19.62.
Rather than trying to solve

det(> — w?1) =0,

we can infer two eigenmodes from the translation and reflection symmetry of
the system.

Invariance of the potential under translations x; = x5 = x3 implies that one
eigenvector of 2 has the form

1 \/m
VM

Quizo = Tom==7 U
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Reflection symmetry also suggests an eigenmode 77, = —x3, x9 = 0,
1
A 1
sz = 7= 0 )

A

and application of Q2 yields the corresponding eigenvalue

K
=
m

The remaining eigenvector follows from orthogonality on le and Qw,

A | VI
Q= U \ )

and application of Q2 confirms that this is an eigenmode with frequency

oK 2K
ST m T M-

The eigenmodes are displayed in Figure 19.9.

4——-.—» . <—.-—->

- - -.—» 4—. > - - -‘—>
Figure 19.9: The eigenvibrations a,, and a.,.

For the actual eigenvibration we have to go back to the amplitude vector a,,,
(19.60), because different masses participate in the oscillation. The normalized
amplitude vector (19.65) is

M
1
= —2m

(278
V2mM@2m+ M)\

19.4 Calculate the positive semi-definite square root of the matrix Q2 in equa-
tion (19.104). Use the hint from Problem 2.
Answer:

VK
2y/mM (2m + M)
M+ /M@2m+M) —2vVmM M —/M2m+ M)
X —2v'mM 4m —2v'mM
M — /MQ2m+ M) —2v/mM M + \/M(2m + M)

) =
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19.5 The electron-phonon interaction Hamiltonian (19.99) is very similar to
the electron-photon interaction Hamiltonian in the representation (18.54),

hNO 3
(g o

Tk + @)aa(q)co (k) + c(k)al (q)cs (k + q)] - (19.105)

.. would you
get if you eliminate the photon operators through a unitary transformation
|®) — D) = exp(A)|P) similar to the transformation that we performed to

transform H._4 into Héqje (19.103)7

Which effective electron-electron interaction Hamiltonian H'”



Chapter 20

Dimensional Effects in
Low-dimensional Systems

Surfaces, interfaces, thin films, and quantum wires provide abundant
examples of quasi two-dimensional or one-dimensional systems in science
and technology. Quantum mechanics in low dimensions has become an im-
portant tool for modeling properties of these systems. Here we wish to go
beyond the simple low-dimensional potential models of Chapter 3 and dis-
cuss in particular implications of the dependence of energy-dependent Green’s
functions on the number d of spatial dimensions. However, if it is true that
the behavior of electrons in certain systems and parameter ranges can be
described by low-dimensional quantum mechanics, then there must also exist
ranges of parameters for quasi low-dimensional systems where the behav-
ior of electrons exhibits inter-dimensional behavior in the sense that there
must exist continuous interpolations e.g. between two-dimensional and three-
dimensional behavior. We will see that inter-dimensional (or “dimensionally
hybrid”) Green’s functions provide a possible avenue to the identification and
discussion of inter-dimensional behavior in physical systems.

20.1 Quantum mechanics in d dimensions

Suppose an electron is strictly confined to a two-dimensional quantum well.
Unless the material in the quantum well has special dielectric properties, that
electron would still “know” that it exists in three spatial dimensions, because
it feels the 1/r Coulomb interaction with other charged particles, and this 1/r
distance law is characteristic for three dimensions. If the electron would not just
be confined to two dimensions, but exist in a genuine two-dimensional world,
it would experience a logarithmic distance law for the Coulomb potential. The
reason for the 1/r Coulomb law in three dimensions is that the solution of the
equation

AG(r) = —6(x) (20.1)

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 397
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_20,
© Springer Science+Business Media, LLC 2012
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in three dimensions is given by

Glr) = —

4dmr’

but in general the solution of equation (20.1) depends on the number d of
spatial dimensions. Appendix I explains in detail the derivation of the d-
dimensional version of G(r) with the result

(a—1)/2, d=1,
Ga(r) = —(2m)~ In(r/a), d=2, (20.2)
r(%2) (ava'?) T odss

The most direct application of these results are electrostatic potentials. Equa-
tion (20.1) implies that the electrostatic potential of a point charge ¢ in d
dimensions is given by

q
Dy(r) = ng(r)- (20.3)
”-
T 151
=
)
5
'Gu
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Figure 20.1: The Green’s functions (20.2) and the related specific electrostatic
potentials ®4(r)/q in 1, 2 and 3 dimensions. The blue curve is for d = 1, red
is for d = 2 and the black curve is the 3-dimensional Coulomb potential.
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However, from the point of view of non-relativistic quantum mechanics, the
Green’s functions (20.2) are the special zero energy values of the energy-
dependent free Schrodinger Green’s functions, Gy(r) = G4(x, E = 0). These
energy dependent Green’s functions statisfy

2—mEG’d(:c, E)=—i(x). (20.4)

AGd(iB, E) + 72

We have solved this condition in three dimensions in Section 11.1, see equation
(11.12). The solution in d dimensions by two different methods is described in
Appendix I, with the result (1.25)

Gy(z, E) = 6\5%6) < ;TE>TKT (m%)

TOE) (V2mE\ * 4
+1§ﬁ< - ) H{, (\/2 Eh) (20.5)

The functions K, and H, M are modified Bessel functions and Hankel functions
of the first kind, respectively, These are exponential functions for d = 1 or

d=3,
(¥) = Ky(x) = \E exp(—x), Hilg (z) = iH?(z) = \/g exp(iz),

and therefore

Gl(x,E)—;\?E—2_j)onp< V=2m E|z|)

+i 273;92(_}3 exp< Vamp ) (20.6)

and we recover the already known three-dimensional result from Section 11.1,

K

B[

Gs(x, FE) = O(=F) exp(—\/—2mE£) + @ exp (i QmE‘Z) . (20.7)
47r h 47r h

These results also give us the screened or Yukawa potentials in d dimensions
if we substitute h/v/—2mE — X, see Figure 20.2.

The figures 20.1 and 20.2 illustrate that long distance effects of interactions be-
come more prominent in lower dimensions, while short distance effects become
stronger with increasing number of dimensions.

The Green’s function does not only determine interaction potentials, but also
has other profound implications for the behavior of particles in d dimensions.
We have already seen in Chapter 11 that potential scattering of particles
of energy E = h?k?/2m is described by energy-dependent Green’s functions.
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)
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> =

Figure 20.2: Yukawa potentials Vy(r) with screening length A. The blue curve
corresponds to d = 1, red to d = 2 and black to d = 3.

The d-dimensional version of equation (11.14) is

exp(ik-x) 2m

v(x) = W ~ da’ Ga(x — ' B2E? /2m)V (2 ) ()
exp(ik - ) irm , k =
T (2m)d _@@mm/wm<m—wo
xH% (kle — a'|) V(' )i(x"), (20.8)

and we get the d-dimensional version of the leading order Born approximation
through the substitution of ¢(x’) with the incoming plane wave.

Suppose the scattering potential V' (z') is concentrated around @’ = 0 with
finite range R. The asymptotic form of the Hankel function for large argument
x> 1,

2 d—1
H&(m) — —exp(ix —im > )
2 T 4

yields the asymptotic form for the scattered wave function in the limit || > R
(here we neglect again the normalization factors (27)~%? because they cancel
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in the cross section),

. m k=372 . . d—3
Y(x) = exp(ik-x) — SR exp <1k7 —it— )

X /dd:c’ expli(k — k) - 2'|V (')

= exp(ik-x) + f(kz — k)ﬁ exp(ikr)
= ) () + O (), (20.9)

with the scattering amplitude

k(d=3)/2 d—
f(Ak) = L — exp(—iﬂ

(2m)([@1/2p2 3) /ddw exp(—iAk - )V (x)

mkd=3/2 . d—3
= —V QWT exp (—m > V(AE). (20.10)
The d-dimensional version of (11.2),
1 Q out (k!
do_ dn(©) = lim Td_l‘j—om(k) (20.11)

then yields the same relation between the scattering cross section and the
scattering amplitude as in three dimensions,

dow _

o =z = k)

Note that the relative prominence of long distance effects in low dimensions
should be amplified in scattering effects, because the Green’s function generi-
cally determines both the scattering potentials V(a') and the kernels
Ga(x — o', E) which are convoluted into the potentials to calculate the scat-
tered wave functions.

Yet another instance where the number of dimensions plays a prominent role
is the density of states. We have seen this already in equations (12.11,12.12).
However, this result is also closely linked to the energy-dependent Green’s
functions.

First we note that we can write the generalization of equation (20.4) for the
Hamilton operator H = Hy + V/,

AGuy(z,2'; E)+ —[E — V(x)|Gayv(z, 2, E) = —0(x — 2'). (20.12)

also in representation free operator notation,

(B - H)Gayv(E) =1, (20.13)
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where the connection to (20.12) is recovered through the matrix elements’

2m
(|G (E)|x) = —ﬁde(w ' F)
The solution of (20.13) requires a small complex shift in E to avoid the singu-
larities on the real axis which arise from the real spectrum of H,

1

G B) = 5T

The positive imaginary shift yields the retarded Green’s function with only
outgoing spherical waves from scattering centers in scattering theory, and only
forward evolution in time, see Section 11.1.

The Hamilton operator in the denominator of G(E) can be replaced by energy
eigenvalues if we use energy eigenstates

HI|E' v(E") = E'|E', v(E")), IdE’ dv(E")|E' v(E"WE' v(E")| =1,

where v(E') is a set of degeneracy indices for energy level E'. This yields

G(E) = IdE’ dv(E") 12 VE(E_)LSJZ i(El”' (20.14)

The connection to the density of states follows if we rewrite this with the
Sokhotsky-Plemelj relation (2.11),

Gu(B) = P Y av( ) AN )

—ir idE/ dv(E')§(E — B E', v(E)YE' , v(E).  (20.15)

Comparison with equation (12.16) shows that

2m

1
Qd(EyiB) = *;%<w|ng(E)|w> = ﬁ

Xx|Gay (E)|x). (20.16)

In particular, substitution of the free Green’s functions (20.5) yields again the
result (12.12) which we had initially derived from equation (12.11)

04( \/; ‘/6;2 (20.17)

For the derivation of (20.17) from (20.16) and (20.5), we recall that

(x|Gay (E)|x)|\,_y = Gav(x,x's E)|,_, = Ga(x — ', E)

IThese concepts are further discussed in Appendix I. However, it is not necessary to
read Appendix I before reading this section.
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is translation invariant for free particles, and use the property
d—2

1 mEr\ >
oo T(d)2) (\/ Tﬁ)

of the Hankel functions. The spin or helicity factor g arises from the summa-
tion over spin states included in the summation over degeneracy indices v in
equation (20.15) if we take into account that the Green’s functions (20.5) in

the presence of spin multiply g X ¢ unit matrices in spin space?.

RHY, (\/ﬁé)

2
2

= Ji ( ZmE%)

r—0

20.2 Inter-dimensional effects in interfaces
and thin layers

The dependence of energy-dependent Green’s functions on the number of di-
mensions begs the question whether this can have observable consequences
in (quasi-)two-dimensional or one-dimensional systems like interfaces, layers,
thin films, or nanowires. Indeed, the density of states o4(E) (20.16) is of-
ten used to estimate densities of electron states in low-dimensional systems
in nanotechnology. However, is this really justified? After all, we are still
dealing with electrons with non-vanishing extensions of their wave functions
in every direction, including directions perpendicular to any confining po-
tential barriers. Wave functions can be squeezed, but they will will never
be genuine two-dimensional or one-dimensional. Furthermore, if the behav-
ior of low-energy particles in confining structures can be approximated by
the laws of one-dimensional or two-dimensional quantum mechanics, there
must exist a transition regime at higher energy levels, where inter-dimensional
effects between low-dimensional and three-dimensional behavior should be
observable.

To examine these questions, we consider a model system of elctrons moving in a
bulk material which also contains a layer of thickness 2a located at z = 2. The
potential energy of the electrons inside the layer is shifted by an amount Vj,

V() =V(z) = VO(20 +a — 2)O(z — 29 + a), (20.18)

and we also assume that electrons in the bulk move with (effective) mass m,
while the effective mass inside the layer is m.. This yields a Hamiltonian which
in the first quantized formalism has the form

2
H:§_m[1—@(zo+a—z)@(z—zo+a)]

2
+0(z0 +a—2)0(z — 20+ a) <21;n +V0> . (20.19)

2For spin or helicity, there is actually a transition from a tensor product to a trace oper-
ation in making the connection between (20.15) and (20.16): 1 =" _|s)(s| = >_,(s[s) = g.
Otherwise equation (20.16) would yield the density of states per spin state.
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We might expect two-dimensional behavior in the limit ¢ — 0 both from
the difference of effective mass in the interface and from the interface poten-
tial. Indeed, the different effective mass m, in the interface implies different
propagation properties inside the interface and yields quasi two-dimensional
behavior both in terms of propagators and in the the density of states?®, even for
vanishing interface potential. In the following we will investigate the emergence
of quasi two-dimensional behavior from an attractive interface potential.

Two-dimensional behavior from a thin quantum well

We wish to examine the appearance of quasi two-dimensional behavior from a
quantum well potential, i.e. we assume m, = m. An infinitely thin attractive
quantum well arises from the potential (20.18) if we set Vj = —W/2a and take
the limit a — 0,

2

=2 —Wi(z — ).
2m
The corresponding Schrodinger equation separates, and the z component is
the Schrodinger equation with the attractive § potential that we had solved
in Section 3.3. This implies three kinds of energy eigenstates. First we have
eigenstates which are moving along the interface,

m

W (20.20)

VE .
(x|ky, k) = gexp(lk“ x| — K|z — zo|) ., k=

2

=, mo

We also have free states with odd or even parity under z — 2z — z, cf.
(3.18,3.19),

(x|ky, kL, —) = 2—\/1# exp (iky - ) sin[kL (z — 20)], (20.21)
ki coslky(z — z0)] — ksinfky |z — 2]

x|k, ki, +) =exp(ik) - x :
<\\| L,+) p( I II) 9 7T3(H2+]€i)

(20.22)

The wave number k; in (20.21) and (20.22) is constrained to the positive
half-line k; > 0, and the energy levels of the free states are
2

13
E(ky kL) =

%(kﬁ+ki),

The energy-dependent Green’s function

(@), 2|G(E)|), ') = (2|G(z) — 2|, E)|2') = —;—m<z|g(:cu — x|, B)|)

3R. Dick, Physica E 40, 2973 (2008); Nanoscale Res. Lett. 5, 1546 (2010).



20.2. Inter-dimensional effects in interfaces and thin layers 405

of this system must satisfy
(A + = [E + Wi (z — zo)]> (z|G(zy, E)|2") = —0(x))0(z — 2').  (20.23)

We would not have to solve this equation explicitly, since we know the complete
set of energy eigenstates of the system. However, there is a neat way to solve
these kinds of problems which also works for interfaces in which particles move
with different effective mass?.

We can solve equation (20.23) in a mixed representation using

(K, kL|G(E)|k|,2") = Pay | x| | dz(x), 2|G(E)|x], )
X exp[ (kH 33” k” Iy — ]{ILZ)] (2024)
= (k1|G(Ky, B)|2")0 (K — K) , (20.25)

(ki |Gk, E)|2') = \/%_W/d%u /dz (2| Gz, B)|)

X exp [—i(k” x|+ k:Lz)] . (20.26)

Substitution into equation (20.23) yields with k£ = mW/h?

expliky (20 — 2/ s 1o 2mE ) ,
% _ (k- . 7) explik. z0) (k1 |G(ky, B)|)
—g /qu exp(igizo) (¢ |G(ky, E)|2). (20.27)

This result implies that the retarded Green’s function (k. |G(kyj, E)|2") must
have the form

expliky (20 — 2')] /V2r) + f(ky, E, 2')
kt + ki — (2mE/h?) — i

exp(ikizo) (k1 |G(ky, E)|2') = (

with the yet to be determined function f(kyj, E, 2’) satisfying

(expliky (20 — 2')] /V2r) + f(ky, E, 2') B
1k, B, Z)__/d'“ R+ K - 2mE/R?) — ic =0

The integral is readily evaluated with the residue theorem,

/dkl exp(ik, 2) B @(h2kﬁ — 2mE)

ERGE kﬁ — (2mE/h?) —ie /kﬁ — (2mE/h?)

2mE . O@mE — I°kj) . [2mE
xexp| —\/ ki — = — 7] ! = exp| iy =5 — kil | -
(2mE/2) — ki

4R. Dick, Int. J. Theor. Phys. 42, 569 (2003). See also the previous references.
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This yields
@(h2k2 —2mE) ©(2mE — th:?)
+
\/h2kz2 —2mE \/QmE h2k

f(kl\u Ev Z/)

O(h’k? — 2mE
_ e |OH )exp< 2k} — 2m E‘Z hz(")

Vam | /thﬁ —2mE

O@2mE — I°k?)

\/2mE — hgkﬁ

and therefore with the proper treatment of poles for retarded Green’s functions,
1

Vor k2 +k (2mE/h?) —

h/’i@(thﬁ —2mkE)

+
1/Fﬂk:ﬁ —2mE — hk —ie

ihk®(2mE — h2kﬁ) |2 — 2|
+ exp <iklzo +iy/2mE — W?kj - ) . (20.28)

\/2mE — ﬁQkﬁ —ihk

Fourier transformation of equation (20.28) with respect to &k, yields finally

he (ki — 2mE) |z — 2|
exp(— h2k2—2 - - >

2, /h2k:ﬁ —2mE

h _ r_
+ il exp(— h%ﬁ—QmE'Z 20l + 1z 20|>]

,/ﬁZkﬁ—QmE—fm—le h

hO(2mE — h*k? —
+i ( L [exp <i 2mE — h2kﬁ—|z hz |)

2,/2mE — thﬁ

+1

!
exp<i 2mE7h2kﬁ‘Z hz(") :

(k1 |Gk, B)[2) =

. [exp(—iklz')
ie

/ —
exp (—iluzo - h%ﬁ - 2mE|Z - ZO')

(|G (ky, E[Z') =

+ inw expl iy /amE — erp il = 200) 10 o)
\/2mE — ﬁQkﬁ — ihk | h ' '

The limit £ — 0 in equations (20.28,20.29), as well as in equation (20.32) be-
low reproduces the corresponding representations of the free retarded Green’s
function in three dimensions.

Our results describe the Green’s function for a particle in the presence of the
thin quantum well, but for arbitrary energy and both near and far from the
quantum well. Therefore we cannot easily identify any two-dimensional limit
from the Green’s function. To explore this question further, we will look at the
density of electron states in the presence of the quantum well.
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The quantum well at zy breaks translational invariance in z direction, and we
have with equation (20.16)

4m m
o(E,z) = W%(m“.,z|G(E)|xH.,z) = W% /d2k|| (2|G(Ky, E)|z),

where a factor g = 2 was taken into account for spin 1/2 states.
If there is any quasi two-dimensional behavior in this system, we would expect
it in the quantum well region. Therefore we use the result (20.29) to calculate
the density of states o(F, z9) in the quantum well. Substitution yields
m
o(E, z0) = %/d2k” (20/G Ry, E)|0)

m3h2

%/Omdkké(\/M—fm)

LIPS /VQmE/hrd  kV2mE = PPk
w2h 0 2mE — h2k? + h2k2’

and after evaluation of the integrals,

E.z) = ©(2mE + h2k) k-
o(E, %) (2mE + "i)’%ﬂhz
_m

Vo2mE
V2mE — hrk arctan mn
w2h3 hk

We can also express this in terms of the free two-dimensional and three-
dimensional densities of electron states (cf. (20.17)),

o(E, 20) = Kog=2 (E + (hQ,%Q/Qm))
arctan( 2mE>

+O(E) (20.30)

1—

+04=3(E) (20.31)

hr

V2mE ik
We note that the states which are exponentially suppressed perpendicular to
the quantum well indeed contribute a term proportional to the two-dimensional
density of states pg—o(E’) with the kinetic energy E’ of motion of particles along
the quantum well, but with a dimensional proportionality constant x which is
the inverse penetration depth of those states. Such a dimensional factor has to
be there, because densities of states in three dimensions enumerate states per
energy and per volume, while g;_o(E") counts states per energy and per area.
Furthermore, the unbound states yield a contribution which approaches the
free three-dimensional density of states g4—3(E) in the limit x — 0. The result
can also be derived directly from the energy eigenstates (20.20-20.22) and the
definition (12.14) of the local density of states, see Problem 7. However, the
derivation from the Green’s function, while more lengthy for the pure quantum
well, has the advantage to also work in the case of an interface in which the
electrons move with different effective mass.

The density of states in the quantum well region is displayed for binding energy
B = R*k*/2m = 1eV, mass m = m, = 511keV /c?, and different energy ranges
in Figures 20.3 and 20.4.
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Figure 20.3: The density of states in the quantum well location z = z; for
binding energy B = 1eV, mass m = m, = 511keV/c? and energies —B <
E < 3eV. The red curve is the contribution from states bound inside the
quantum well, the blue curve is the pure three-dimensional density of states
in absence of a quantum well, and the black curve is the density of states
according to equation (20.30).

20.3 Problems

20.1 Derive the d-dimensional version of equation (11.21) for scattering off
spherically symmetric potentials.

20.2 Calculate the differential scattering cross sections for the potentials

2a. V(r) =VoO(R — 1),

2b. V(r) = Vyexp(—r/R),

2¢. V(r) = Vyexp(—r?/R?),

in d dimensions in Born approximation. What results do you find in particular
for d = 27

20.3 Derive the optical theorem in d dimensions.

20.4 The solution (3.16) can also be considered as the bound state in a one-
dimensional pointlike quantum dot V(z) = =Wd(z),

m

Vam1(2) = kexp(=klzl), &= W,
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Figure 20.4: The density of states (20.30) in the quantum well location z = zy
for higher energies 0 < £ < 100 eV. The binding energy, mass and color coding
are the same as in Figure 20.3. The full density of states (20.30) approximates
the three-dimensional v/E behavior for energies E > B, but there remains a
finite offset compared to p4—3 due to the presence of the quantum well.

with binding energy

P> m
B=—-F = - —W?
2m 2h?2

No such states exist for higher-dimensional pointlike quantum dots V(x) =
—Wd (), unless we also let the depth W go to zero in a judicious way.

Show that the following wave functions describe bound states in
two-dimensional and three-dimensional pointlike quantum dots if we let W go
to zero,

_F | K exp(—+kr)
wd:z(’r) - ﬁKO(HT)’ 1/}d=3(7') = \/;T

The binding energy of the states is

h22
B=-—F = K

om

Hint: Show that the bound states must be proportional to the energy-
dependent retarded Green’s functions.
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Note that we cannot extend this construction to four or more dimensions
because the corresponding Green’s functions are not square integrable any
more.

20.5 Suppose we consider a proton and an electron in d > 3 spatial dimensions.
The electromagnetic interaction potential of these particles is

Vd(’l“) = —ng(T).

Suppose that there are normalizable bound energy eigenstates in this system.
Which relation between the expectation values (K) and (V) of kinetic and
potential energy would then be implied by the virial theorem?

Can atoms exist in d > 4 dimensions?

20.6 Show that substitution of the Fourier transform

y 33\\7Z|G )|$]|7Z’>

x expli(k - @) + k12 — k@) = ’W)]
= (ko|G(ky, ) )0 (k) — ki) |

/ 1 ’
<kJ_|G k“’ |k‘ o /d2$” /dZ <Z|G((B||,E)|Z>
X exp [—i(k” x|+ kiz— kiz/)]

in equation (20.23) yields with the same technique that we used to solve (20.27)
the result

1 /
K + kﬁ — (2mE/R?) — ie [Mlﬂ — k)

o expli(H, — 1)z0] n?ki — 2mE ©(h’kj — 2mE)
ﬂ-k’f—Q—k” (2mE/h?) — ie \/W—fm—ie
\/M@(mej — h2k3)

. (20.32)
2mE — hzkﬁ — ik

Show also that Fourier transformation yields again the result (20.28).

20.7 Derive the result (20.30) directly from the energy eigenstates (20.20),
(20.21) and (20.22) for particles in the presence of the quantum well.

(kLIG(E, Fy)|KL) =

+

Solution

The decomposition of unity in terms of the eigenstates is

/d2k” |k||,l€><k“,lﬁ| + Z/dgku/o dkl_ ‘k”, kJ_,:lZ><k?H,k‘J_,:|:| =1
+
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For the application of the definition (12.14) we have to take into account that
) m
d k” = k‘HdkHdtp — ﬁdEng

holds both for the two dimensional integration measure d*ky from E = h?*(kf —

?)/2m, and also in the three-dimensional integration measure d?kj A dk,
where £ = ﬁQ(kﬁ + k2)/2m. This yields with a factor of 47 from g = 2 for
electrons and from integration over ¢ the result

V2mE/h 2

47m K k4 dk

E = — 2mE + W k%) — + E/ N
o(E, 20) h? <®( mn " )47r2 O(E) 0 43 (k2 + k2)

Evaluation of the integral yields again the result (20.30).






Chapter 21
Klein-Gordon and Dirac Fields

The quantized Maxwell field provided us already with an example of a
relativistic quantum field theory. The description of relativistic charged parti-
cles, on the other hand, requires Klein-Gordon fields for scalar particles and
Dirac fields for fermions. Relativistic fields are apparently relevant for high en-
ergy physics. However, relativistic effects are also important in photon-matter
interactions and spectroscopy, and for the generation of high energy photons
from ultra-relativistic electrons in synchrotrons. Quasi-relativistic effects from
linear dispersion relations F « p in Graphene have also reinvigorated the need
to reconsider the role of Dirac and Weyl equations in materials science. We
start our discussion of relativistic matter fields with the simpler Klein-Gordon
equation and then move on to the more widely applicable Dirac equation.

21.1 The Klein-Gordon equation

A limitation of the Schrédinger equation in the framework of ordinary quantum
mechanics is its lack of covariance under Lorentz transformations!. On the
other hand, we have encountered an example of a relativistic wave equation in
Chapter 18, viz. the inhomogeneous Maxwell equation

O (M A” = 0"A") = —poj”.

This equation is manifestly covariant (or rather, form invariant) under Lorentz
transformations because it is composed of quantities with simple tensorial
transformation behavior under Lorentz transformations, and it relates a
4-vector 0,F" to a 4-vector j¥, such that the equation holds in this form
in every inertial reference frame.

Another, simple reasoning to come up with a relativistic wave equation goes
as follows. We know that the standard Schrodinger equation for a free massive

!However, we will see that in the second quantized formalism in the Heisenberg and
Dirac pictures, the time evolution of the field operators is given by Heisenberg equations of
motion, and the corresponding time evolution of states in the Schrédinger and Dirac pictures
is given by corresponding Schrédinger equations with relativistic Hamiltonians.

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 413
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9_21,
© Springer Science+Business Media, LLC 2012
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particle arises from the non-relativistic energy-momentum dispersion relation
E = —cpy = p?/2m upon substitution of the classical energy-momentum vec-
tor through differential operators, p, — —ihd,. Following the same procedure
in the relativistic dispersion relation

E2
—§+p2+m262:p2+m20220

yvields the free Klein-Gordon equation?
m2c? 102 m2c?

Furthermore, the gauge principle or minimal coupling prescription 9, — D, =
0, —i(g/h)A, yields the coupling of the charged Klein-Gordon field to electro-
magnetic potentials,

{(a - i%A(w))Q - m;ﬂ (x) = [(V - i%A(w)>2
(o +itew) - mh—] o(z) = 0. (212)

The Klein-Gordon field is relevant in particle physics. E.g. m-mesons are de-
scribed by Klein-Gordon fields as soon as their kinetic energy becomes com-
parable to their mass mc® ~ 140 MeV, when relativistic effects have to be
taken into account. Another important application of the Klein-Gordon field
is the Higgs field for electroweak symmetry breaking in the Standard Model of
particle physics.

The Klein-Gordon field also provides a simple introduction into the relativis-
tic quantum mechanics of charged particles, and therefore is also useful as a
preparation for the study of the Dirac field.

Mode expansion and quantization of the Klein-Gordon
field

Fourier transformation of equation (21.1) yields the general solution of the free
Klein-Gordon equation,

1 APk .
oa, 1) = s m(a(k) expli(k - & — wit)]
0t (k) expl—i(k -z — wkt)]) (21.3)
with

m2c?
wr = c\/ k2 + Eh

2E. Schrodinger, Annalen Phys. 386, 109 (1926); W. Gordon, Z. Phys. 40, 117 (1926);
0. Klein, Z. Phys. 41, 407 (1927).
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For the inversion of the Fourier transformation we need equation (21.3) and

b(x,t) = \/21_7{“’ /dgk: \/%( — a(k) expli(k - & — wit))
+b% (k) exp|—i(k -z — wgt)) )

Inversion of both equations yields

1 dx . .
a(k) = ﬁ \/?wk (wkgb(w, t) +i¢(x, t)) exp[—i(k- & — wgt)]
1 ddﬂj A g
= 57 Vo exp[—i(k -z — wt)]i 0, ¢(x,1), (21.4)
1 d*x . '
b(k) = 7] Vo (wk¢+($,t) + 1¢+(cc,t)) expl—i(k - — wit)]

1 Pz
\/27r3 V 2wk
Here the alternating derivative is defined as

< ag C’)f
hg=f=——=g.
1O =15~ %"
Substituting (21.4,21.5) back into (21.3) and formal exchange of integrations

yields

exp[—i(k - & — wit)]i 0 ¢* (2, 1). (21.5)

. R
oz, t) = /dscc'IC(m —a' t—t) Oy o(x',t)
with the time evolution kernel for free scalar fields,

K(z,t) = # /% exp(ik - ) sin(wgt). (21.6)

This distribution satisfies the initial value problem

2.2
(az_”;i; >/C(m,t)=0, K(z,0) = 0, %K(at) = d(z).
t=0

For canonical quantization we need the Lagrange density for the complex Klein-
Gordon field

o m2ct
L= dt-6 - VetV - gt
2.4
= K¢t D¢ — %w &, (21.7)
or the real Klein-Gordon field
h- . Rk m2ct 9 hc? 9 m2ct 5
£—§¢'¢*7V¢'V¢* 2h¢ **7(3@ - 2h¢- (21.8)
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In the following we will continue with the discussion of the complex
Klein-Gordon field.

Canonical quantization proceeds from (21.7) without any problems. The con-
jugate momenta

H¢=8—£~:h¢5+7 H¢+=£=h¢’
¢ 0™

yield the canonical commutation relations in x space,
[¢($, t)v ¢;+(m,7 t)} = 16(.’3 - m/)a [¢)+(.’1), t)7 é(m/a t)} = 16(.’E - m/)7

[p(a,t), o', 1)] =0, [g(@,1), o', 1)] =0, [6(x,1), 6" (', 1) = 0,
;o 1), 0" (@, 1)) = 0,

0

[p(x.t), (@', £)] = 0
and in k space,

la(k).a* (k)] = 8k — k). [a(k).a(k)] =0, [b(k),b*(K)] = 3(k — k),

[b(k)a b(kl)] =0, [a’(k)a b(k/)] =0, [a(k)v b+(kl)] =0.

The Lagrangian for interacting Klein-Gordon and Maxwell fields is

02 m2c4
L= —= (0,07 +igp* - A,) - (W0 — igA" - 6) = ——06" ¢
1
- [
g " (21.9)

Charge-current operators of the Klein-Gordon field

The Klein-Gordon Lagrangian (21.7) is invariant under phase transformations
oy q g
6(x) = ¢/(2) = exp(ita) 6(x), 39(x) = itag(a).
According to Section 16.2 this implies a local conservation law (16.11) for

a conserved charge (). After cancelling the superfluous factor «, the charge
following from (16.12) is (after normal ordering of the integrand in k space)

Q:—ig/dSm <%.¢¢+.%>

h o Ot
= _iq /dsw (¢+($7 t) ) ¢($, t) - ¢+($, t) ¢($, t))
= q/d3k (a*(k)a(k) — b (k)b(K)). (21.10)

A xd
The charge density igp" O; ¢ is not positive definite, and therefore division of
the charge density by ¢ does not yield a probability density for the location of
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a particle, contrary to the Schrodinger field. Lack of a single particle interpre-
tation is a generic property of relativistic fields which we had also encountered
for the Maxwell field.

Although it is not a commonly used quantity, it is also interesting to see the
resulting expression for the current operator,

oL oL
J:/dej(:c,t) —1ﬁ/d3 (m.¢_¢+.av¢+)

= igc? /d3m (Vo (z,t) o(x,t) — ¢F (m,t) - V(x, 1))

k
/d3k— (a*(k)a(k) — b (k)b(k)). (21.11)
Wi
This result makes sense because the factor
_ Qo _ 'k
N E)k n We

is the group velocity of Klein-Gordon wave packets.

Hamiltonian and momentum operators
for the Klein-Gordon field

The invariance of the Klein-Gordon Lagrangian (21.7) under constant trans-
lations

ot — o' = gt 4 S

implies a local conservation law (16.13) with corresponding conserved Hamilton
and momentum operators (16.15),

H = — Bt b+ hAVHT Vo + LS ¢+ b,

H= /dSmH /d3k huwy (o™ (k)a(k) + b*(k)b(k)), (21.12)
690—_— Vo Vo f—wﬂw—wwé,

P= /dﬂm P = /d?’k hk(a*(k)a(k) + b" (k)b(k)). (21.13)

The commutation relations and the charge operator (21.10), the current op-
erator (21.11), the Hamilton operator (21.12), and the momentum operators
(21.13) imply that the operator a™ (k) creates a particle of momentum hk, en-
ergy hwy, and charge ¢, while b* (k) creates a particle of momentum hk, energy
hwy, and charge —q.
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The operators (21.3) and a(k, t) = a(k) exp(—iwgt), a™ (k,t) = a* (k) exp(iwgt)
are the field operators in the Dirac picture, or the free field operators in the
Heisenberg picture. They satisfy the Heisenberg evolution equations

0] i 0 i

—a(k,t) = —-|H,a(k,t — t)=—-|H t

salk,t) = L[H,a(k,t), o6, ) = 3 [H. o, 1),
with the free Hamiltonian (21.12). The corresponding integrals follow in the
standard way,

alk,t) = exp(%Ht) a(k) eXp(—%H?f),

o, 1) = exp (%Ht) 6() exp (—%Ht),

etc. In the Schrédinger picture theory, this amounts to operators a(k), ¢(x),
and time evolution of the states

. d
i U(0) = H|¥(0)

with the free Hamiltonian (21.12) for free states, or a corresponding minimally
coupled Hamiltonian which follows from (21.9) for interacting states. This is
the statement that we have Heisenberg and Schrodinger type evolution equa-
tions also in relativistic quantum field theory.

Non-relativistic limit of the Klein-Gordon field

We have in the non-relativistic limit

B k2+m202Nm02+hk2
“E =y 2 - R om

i.e. we have to extract the rest mass term exp(—imc?t/h) from the first ex-
ponential factor in equation (21.3) to get the standard time evolution ¢ ~
exp(—ihk?t/2m) of a free Schrodinger field. However, then we get an even
faster oscillation exp(2imc?t/h) in the second exponential term. Therefore the
amplitude |(bT(k))]| of the second term must be small compared to the ampli-
tude |(a(k))| of the first term in the non-relativistic limit.

Extraction of the rest mass term means that for hlk| < mc and [(bT(k))| <
[(a(k))| we set

oz, t) = 1/ 2TZCQ¢(9@, £) exp (—imTCQt) (21.14)

Substitution into the charge, current, energy and momentum densities of
the Klein-Gordon field then yields the corresponding expressions for the
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Schrédinger field,

@:—iq(¢+-¢—¢+-¢)zqu.
0 (V60— 67 V) = 5= (1 VY-

J

H=hd"-§+hVet Vo + o ¢+ o~ o~ w+ Vi +mct -y,
’P:—h¢+~V¢fﬁV¢+'dbﬁZ(w*VzbwaW):?J

Furthermore, the free Klein-Gordon equation (21.1) becomes with

1 02 h .mc? m2c? 2m 0
Zapd®t) = VWGXI’(‘Tt) (—?ww - TWW))

the free Schrodinger equation

0 12
1) = ——— Adh.
Mot =~V

For the non-relativistic limit of the real Klein-Gordon field we can set

oz, t) ~ 27:62 (1/1(3:.,0 exp (imTCQt) + 9T (x,t) exp (imT62t>>,

but we have to include first order time derivatives of ¢ (z,t) and ¥ " (x,t) in
the evaluation of H and P, and then use the Schrodinger equation to get rid
of superfluous terms.

21.2 Klein’s paradox

The commutation relations for the field operators a(k) and b* (k) imply that
the operator ¢(x,t) (21.3) describes both particles and anti-particles simul-
taneously, and therefore the Klein-Gordon equation cannot support a single
particle interpretation. This is also obvious from the charge and current opera-
tors (21.10) and (21.11), and the corresponding lack of a conserved probability
density for Klein-Gordon particles. Klein’s paradox provides a particularly neat
illustration of the failure of single particle interpretations of relativistic wave
equations.

Klein observed that using relativistic quantum fields to describe a relativistic
particle running against a potential step yields results for the transmission and
reflection probabilities which are incompatible with a single particle interpre-
tation®. This observation can be explained by pair creation in strong fields

30. Klein, Z. Phys. 53, 157 (1929). Klein actually discussed reflection and transmission
of relativistic spin 1/2 fermions, which are described by the Dirac equation (21.31).
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and the fact that relativistic fields describe both particles and anti-particles
simultaneously. We will explain Klein’s paradox for the Klein-Gordon field.
In the following we can neglect the y and z coordinates and deal only with the
x and ¢ coordinates. We are interested in a scalar particle of charge ¢ scattered
off a potential step of height V. The step is located at z = 0, and can be
implemented through an electrostatic potential ®(x),

V(z) = q¢®(z) = —cqAo(z) = VO(x). (21.15)
Minimal coupling then yields the free Klein-Gordon equation for z < 0, and*
(hd, +iV)* ¢ — B2 p 4+ mPclp =0 (21.16)

for z > 0.
A monochromatic solution without any apparent left moving component for
x > 0 is (after omission of an irrelevant constant prefactor)

s = [l Sl 250 g

The frequency follows from the solution of the Klein-Gordon equation in the
two domains,

m2c: Vv m2c?
= — :l: 2
3 CAl K* + o)

(21.18)

It has to be the same in both regions for continuity of the wave function at
x = 0.

The sign in the last equation of (21.18) depends on the sign of hw — V. We
apparently have to use the minus sign if and only if iw — V' < 0. Note that in
our solution we always have fiw > mc?.

Solving for « yields

1 [(hw—V)?
K= iﬁ\/% —m2c €R, (hw—V)?>m?c* (21.19)
i fuw —V)?
K= %\/mgc2 - % €iR,, (hw—V)?<m?ch (21.20)

However, we have to be careful with the sign in (21.19). The group velocity in
x> 0 for fiw + me? < V (i.e. for the negative sign in (21.18)) is

dw hk

el L A S—
dk VR2K2? + m2c?

4We cannot try to discuss motion of particles of mass m in the presence of a poten-
tial by simply including a scalar potential term in the form (hzaf — h2c20? +m2c4) ¢ =
O(z)V2¢ in the Klein-Gordon equation. This would correspond to a local mass M(z)c? =
m2ct — O(x)V? rather than to a local potential, and yield tachyons in z > 0 for
V2 > m2ct.
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i.e. we have to take the negative root for k for V > hw+mc? to ensure positive
group velocity in the region x > 0. We can collect the results for x in the
equations

— 2
V < hw—mc?: k=1 ESVE 2 e Ry,
. —
hw—me* <V <hw+me®: k=3 mZCQ—WTVLelR+,
V > hw+mc?: K=—1 (M;V)zmeCQER

The current density j = iqc®(9,¢1 - ¢ — ¢ - 0,0) is

J=2q*k(1—|8*), z<0,
J = 2qc*k|0)?, x>0, Kk €R, (21.21)
Jj=0, x>0, k €iR.

Note that in 2 > 0 we have j/q < 0 if V > hw + mc?, in spite of the fact of
positive group velocity in the region. Since charges ¢ cannot move to the left
in o > 0, this means that the negative value of j/q in x > 0 for V > hw +mc?
must correspond to right moving charges —q. We will see that this arises as
a consequence of the generation of anti-particles near the potential step for
V > hw + mc?.

The junction conditions

1+5=0, k(1-p)==rb (21.22)
yield

k—k o 2k
k+r’ Ck+k

b=

and the corresponding reflection and transmission coefficients are

k% + |k|]? — 2kRk
— 1812 —
R =18 k2 + |k|? + 2kRK
RE, 1o 4kRrK
o=

T — s
k2 + |k[? + 2kRk

- R.

This yields the following behavior of the reflection coefficient as a function
of V:

—0o <V <0: o>k >k, 1>R>0, 0<T <1,
0<V < hw—me?: k>r>0, 0<R<1, 1>T2>0,
hw—me® <V < hw+mc?: k €iRy, R=1, T =0,

fw +mec? <V < 2hw 0>k>-k, 1<R<o00,0>T2>—00,
2w <V < oo —k>Kk>-—-00,0>R>1, —c0o<T <0.

(21.23)
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For an explanation of the unexpected result R > 1 for V > hw +mc? > 2mc?,
recall that the solution for V > hw 4+ mc? in > 0 has x < 0. If we write the
solution as

o(x,t) = Oexp[—i(—kz + wt)], x>0, (21.24)

and compare with the anti-particle contribution to the free solution (21.3), we
recognize the solution in the region z > 0 as an anti-particle solution with
momentum hx’ = —hx > 0 and energy

Ey=—hw <0, met -V < E; < —mc?. (21.25)

This is acceptable, because the anti-particle has charge —q and therefore expe-
riences a potential U = —V in the region > 0. Further support for this energy
assignment for the anti-particles comes from the equality for the kinetic+rest
energy of the anti-particles,

K = V22 +m2c®2 =V — hw, me? < K<V - mc?. (21.26)

We expect By = Kp — V at least in the non-relativistic limit for the anti-
particles.

The anti-particles move to the right, d(—w)/d(—x) > 0, and yield a negative
particle current density j/q o< —gr’/q = —k' < 0 due to the opposite charge.
We therefore get R > 1 and T < 0 for V — lw > mc? due to pair creation. The
generated particles move to the left because they are repelled by the potential
V > mc? 4 hw. They add to the reflected particle in # < 0 to generate a formal
reflection coefficient R > 1. The anti-particles move to the right because they
can only move in the attractive potential —V in x > 0. The movement of
charges —q to the right generates a negative apparent transmission coefficient
T= .]:c>0/jm <0.

Please note that the last two lines in equation (21.23) do not say that extremely
large potentials V > 2mc? are less efficient for pair creation. They only state
that a potential V > 2mc? is particularly efficient for generation of particle—
anti-particle pairs with energies E, = —E; = hw = V/2.

The conclusion in a nutshell is that if we wish to calculate scattering in the
potential V' > 2mc? for incident particles with energies in the pair creation
region mc? < hw < V — mc?, then the ongoing pair creation will yield the
seemingly paradoxical results R > 1 and T'=1— R < 0 see Figure 21.1.
Please note that a more satisfactory discussion of energetics of the problem
would also have to take into account the dynamics of the electromagnetic
field ® = V/q, and then use the Hamiltonian density (21.117) of quantum
electrodynamics with scalar matter. This would also imply an additional energy
cost for separating the oppositely charged particles and anti-particles. The
potential V' would therefore decay due to pair creation until it satisfies the
condition V' < 2mc?, when pair creation would seize and the standard single
particle results 0 < 7= 1— R < 1 apply for incident particles with any
energy, or the potential would have to be maintained through an external
energy source.
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V—=mc

— V-hf
Energy region for pair creation

o —

mc

— —hf

— mc” =V

-V

Figure 21.1: Particles of charge ¢ experience the potential V' for x > 0, while
anti-particles with charge —q experience the potential —V. If the potential
satisfies V' > 2mc?, it can produce particles with energy E,, mc? < E, =
hf <V —mc? in the region z < 0 and anti-particles with energy E5 = —hf,
mc? —V < E; < —mc?, in the region x > 0. Pair creation is most efficient for
E,=—-E;=V/2.

21.3 The Dirac equation

We have seen in equation (21.10) that the conserved charge of the complex
Klein-Gordon field does not yield a conserved probability, and therefore has
no single particle interpretation. This had motivated Paul Dirac in 1928 to
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propose a relativistic wave equation which is linear in the derivatives®,
ihy*0, ¥ (z) — me¥(z) = 0. (21.27)

Since the relativistic dispersion relation p? +m?c? = 0 implies that the field ¥
should still satisfy the Klein-Gordon equation, equation (21.27) should imply
the Klein-Gordon equation. Applying the operator iiy*d, + mc yields

—W*4"9"0,0,9(z) — m* ¥ (z) = 0.
This is the Klein-Gordon equation if the coefficients v* can be chosen to satisfy
{7} = -2 (21.28)

In four dimensions, equation (21.28) has an up to equivalence transformations
unique solution in terms of (4 x 4)-matrices (see Appendix G for the relevant
proofs and for the construction of v matrices in d spacetime dimensions).
The Dirac basis for v matrices is

-1 0 _ 0 g

where the of the (4 x 4)-matrices are expressed in terms of (2 x 2)-matrices.
Another often used basis is the Weyl basis:

0 1 o 0 g

)
)

The Dirac equation with minimal photon coupling

5}
==
Il
DO | =
7N
|
= =
= =
—
)
SRS
N
— =
|
= =

= =

Y(ih0, + qA,) Y (x) — me¥(z) =0 (21.31)

follows from the Lagrange density of quantum electrodynamics,

— 1 —
L = c¥ y*(ihd, + qA,) — mc] ¥ — T b W= VAR (21.32)
Ho

SP.A.M. Dirac, Proc. Roy. Soc. London A 117, 610 (1928). Dirac’s relativistic wave
equation was a great success, but like every relativistic wave equation, it also does not yield
a single particle interpretation. It immediately proved itself by explaining the anomalous
magnetic moment of the electron and the fine structure of spectral lines, and by predicting
positrons.
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The conserved current density for the phase invariance
-q
- ( 4 ) v
exp(i o
is
G =cqUA"T, o= 7"%c=qUTT, j=cqUyT. (21.33)

Variation of (21.32) with respect to the vector potential shows that j# appears
as the source term in Maxwell’s equations,

0, F" = —puoj”.

Solutions of the free Dirac equation

We temporarily set i = 1 and ¢ = 1 for the construction of the general solution
of the free Dirac equation.
Substitution of the Fourier ansatz

\I!(x):/ d'p W (p) exp(ip- )

(2m)?
into (21.27) yields the equation
(Ypu +m)¥(p) = 0. (21.34)

We can use any representation of the v matrices to find
det(y#p, +m) = (m? + %) = (m* + p* — B°)? = (B*(p) — E*)",

i.e. the solutions of (21.34) must have the form

U(p) = \/E(p)u(pﬁ(E — E(p)) + E(p)v(—p)5(E + E(p))

with E(p) = /p? + m?2. The normalization factors are included for conve-
nience.
To find the eigenspinors u(p), v(—p), we observe

(VP +m)(m —4"p,) = m® + p*,
i.e. the columns (i (p) of the matrix (m — v*p,)p—+pp) solve the equation
(21.34).
We initially use a Dirac basis (21.29) for the v matrices. A suitable basis for
the general solution of the free Dirac equation is then given by the spin basis
in the Dirac representation,

u(p, 3) = us(p) = m@m
E(p)+m
S . (21.35)
E(p)+m D3
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1

u(p,-%) = u (p) = m@r(l’)
0
___ 1 [E@+m (21.36)
E(p)+m - )
—D3
1
v(=p,-%) = v (-p) = o) +m< (p)
) —D3
_ —P+
- o E(p)()+ . (21.37)
1
v(=p, 1) = v(-p) = 0 C1-(p)
1 o
- s P3
- T E(p)()+m . (21.38)

It is also convenient to express these spinors in terms of the 2-spinors

() ()

in the form

wa(p) — 1 (E(p) +m)xy
(P) E(p)+m ( (p-a)xr )’
wi(p) — 1 (E(p) +m)x,
HP) E(p) +m < (p-a)x )
_ 1 (p-a) x
wip) = Mm+QOm+WM>

_ 1 (p-o)
ulp) = mm+QOm+mM)

The general solution of the free Dirac equation then has the form

.’L‘

/ﬁﬁ—ﬂm[ pJu(p) exp(in- )
+di (p)vs(p) exp(—ip- )], (21.39)

where p° = F(p) is understood: p-x = p-x — E(p)t.
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Some useful algebraic properties of the spinors (21.35-21.38) occur frequently
in the calculations of cross sections and other observables,

ut(p,s)-u(p,s) =2E(p)dss, v (p,s) -v(p,s)=2E(p)dss, (21.40)
ut(p,s)-v(—p,s) =0, ulp,s) v(p,s)=0, (21.41)
u(p, s)-u(p,s’) = 2mdsy, 0(p,s)-v(p,s) = —2mdsy, (21.42)
ﬂ(p7+)v(_p>_) = _2p3a ﬂ(p>+)v(_pa+) = _2p7a
u(p,—) v(-p,—) = =2py, U(p,—) v(-p,+) = 2ps. (21.43)
The following equations contain 4 x 4 unit matrices on the right hand sides,
Z u(p, s)u™ (p,s) + Z v(—p, s)v (—p,s) = 2E(p)1, (21.44)
u(p, s)u(p,s) =ml —~* ‘ , 21.45
zs: (p. $)u(p. 5) Pl (21.45)
$)U(=p, s) = m1 + ~* ’ , 21.46
Es:(p)(p) VPl e (21.46)
v(p, s)v(p,s) = —ml —y"p, , 21.47
Xs: (P, s)u(p, s) VPl (21.47)
—p,5)T(—p, s) = —ml + ‘ . 21.4
> v(=p, s)o(—p,s) = —ml+"p, ) (21.48)

S

It is actually clumsy to write down unit matrices when their presence is clear
from the context, and the action e.g. of the scalar F(p) on a 4-spinor ¥ has the
same effect as the matrix F(p)l. Therefore we will adopt the general practice
of not writing down 4 X 4 unit matrices explicitly.

Calculations involving 4-spinors are often conveniently carried out with i =1
and ¢ = 1, and restoration of the constants is usually only done in the final
results from the requirement of correct units. For completeness I would also
like to give the general solution of the free Dirac equation with the constants
o and ¢ restored. We can choose the basic spinors (21.35-21.38) to have units
of square roots of energy, e.g.

E(k) + mc?
1 0
ur(k) = —— ,
(k) E(k) + mc? heks
hck+
and the solution (21.39)
d“k
(z) [ (k)us(k) exp(ik - x)
V2B (k SG{l 1}
+d:(kz)vs(k) exp(—ik - )] (21.49)

with k-2 = k- — w(k)t. In these conventions the Dirac field has the same di-
mensions length~*? as the Schrodinger field. The free field ¥(z) also describes
the freely evolving field operator ¥ p(z) in the interaction picture.
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Charge operators and quantization of the Dirac field

We can apply the results from Section 16.2 to calculate the energy and
momentum operator for the Dirac field. The free Dirac Lagrangian

L = c¥ (ih"9, —me) ¥ (21.50)
yields the positive definite normal ordered Hamiltonian
H = /d3m cU(x,t) (me —ihy - V) U(x,t)
_ / Ehtwk) S [bF (k)bu(k) + dF (k)dy(k))] (21.51)
se{l,1}

but only if we assume anti-commutation properties of the ds and d} operators.
The normal ordered momentum operator is then

P = /d?’w\Iﬁ(w,t)?V\D(:&t)
:/d3khk > [bf(k)ba(K) + df (k)da (k)] - (21.52)
se{l}

The electromagnetic current density (21.33) yields the charge operator
Q= q/d3m Ut (z, 1)U (x,t)
_y / @k S (b (R)bu() — dF ()du(k)] (21.53)
se{l,1}

The normalization in equation (21.39) has been chosen such that the quanti-
zation condition

{\Ijﬂt(w’ t)’ \Il[3+(wl7 t)} = 5(1[36(1" - IB/)
for the components of ¥(x) yields
{b(k,s),b"(K',s")} = 0.00(k — K'), {d(k,s),d" (K &)} = ds(k — K,

with the other anti-commutators vanishing. The equations (21.51-21.53) then
imply that the operator b*(k,s) creates a fermion of mass m, momentum
hk and charge g, while d*(k,s) creates a particle with the same mass and
momentum, but opposite charge —q.

For an explanation of the spin labels of the spinors u(k, i%), we notice that
the spin operators corresponding to the rotation generators

1
Mi = *IL,L = ieijk]\/[jk
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are both in the Dirac and in the Weyl representation given by

h ih hi(ag, 0
Si = S€ikSin = M = 5 <_ >7 (21.54)

see Appendix H for an explanation of generators of Lorentz boosts and rota-
tions for Dirac spinors.

Equation (21.54) implies that the rest frame spinors (0, +1) transform under
rotations around the z axis as spinors with z-component of spin hs = +h/2.
For an explanation of the spin labels of the spinors v(p, :l:%), we have to look
at charge conjugation. Both in the Dirac and the Weyl representation of
matrices we have

* __

Y = V2 VuV2-

Therefore complex conjugation of the Dirac equation
V'O, + ¢y" Au(z) — m]¥(x) =0,

followed by multiplication with iy, from the left yields
(17O — g7 Ap(x) — m]¥*(x) = 0

with the charge conjugate field
Ue(z) = ip¥*(z).

In particular, we have
vi(k, ) = v (k, §) = u(k, })

and

vk, —3) = inpv*(k, —3) = —u(k, -3),

2

i.e. the negative energy spinors for charge ¢, momentum hk and spin projection
hs correspond to positive energy spinors for charge —¢, momentum Ak and spin
projection hs.

21.4 Energy-momentum tensor for quantum
electrodynamics

We use the symmetrized form of the QED Lagrangian (21.32)

7

1

F,F". 21.55
4,[,L() 12 ( )

— ih <
L=cV {’y” (15 Oy +qAH> — mc} v —
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This yields according to (16.14) a conserved energy-momentum tensor

T o or
0," = "L a“qja(aﬁ) 05~

_ ih o 1
= (6T [ [ 2 0y +qAy ) — me| ¥ — —F 7™
2 4410
ih o 1
—%cw 0, U + —0, A P,
Ho

According to the results of Section 16.2, this gives us on-shell conserved
charges, i.e. we can use the equations of motion to simplify this expression.
The Dirac equation then implies

ih — = 1 1
0, = ~ LTy 0, U4 = AN F — — Y Fy F™.
I3 9 I Lo 23 4/140 s

We can also add the identically conserved improvement term
1

1 1
Or (A F") = ——O\A P — — A, 00 F"
Ho Ho

Ho

1 —
——ONALF — qe AUy,
Ho
where Maxwell’s equations
O F" = —110qcTA" T
have been used. This yields the gauge invariant tensor

1
L= 0,0 0y (A7)

ih _ & _ 1 1
—%cw O W — qiT AW + —Fp P — " = Fo F™. (21.56)
Ho Ho

However, we can go one step further and replace ¢, with a symmetric energy-
momentum tensor. The divergence of the spinor term in ¢,” is

b B B
a, <%\va” 0, U+ q\Iw’“A#\I!) — —qUF,, 4"V,

where again the Dirac equation was used.
The symmetrization of ¢,” also involves the commutators of v matrices,

i
Sy = Zh‘“%] =10 S, 0. (21.57)

Since we can write a product always as a sum of an anti-commutator and a
commutator, we have

VYo = N — 2iSuu, (2158)
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and the commutators also satisfy®
Mo~ Tug Ve + 1[Sap, Yu] = 0. (21.59)
Equations (21.57-21.59) together with

R2O*W = ik 9, (meV — ¢y" A, ¥)
= ihq [0, (A"T) + 215"70, (A V)] + mec [me¥ — ¢y A, V],

imply also
lh— <_L oy v I v
0, E\Ij% 0" U+ qUy, AV | = —qUF,,~"V.

Therefore the local conservation law d,7),” = 0 also holds for the symmetrized
energy-momentum tensor

Y c—|ih , & ih & y y
1) = —3 [57 O +§m8 +gv A+ gAY | U
1 1
+—FE \F" —n,V —FE\F*. 21.60
10 pA um 4110 A ( )

This yields in particular the Hamiltonian density

ih © 1
H=-T"=cl" [15 Do +qu} U+ %OEQ +—B?

2p0
_ ih i 1
=T |me— Lmy . W gy Al U+ LB B2 (21.61)
2 2 20

and the momentum density with components P; = T,%/c,

1. [he 1 Tih &
i
This momentum density differs on-shell by a curl V x (I - S -W)/2 (with the
vector of 4 x 4 spin matrices S (21.54)) from the momentum density that also
follows directly from the tensor (21.56),

P =t [QE v —qA] U+ ¢E x B. (21.63)
1

In materials science it is convenient to explicitly disentangle the contributions
from Coulomb and photon terms in Coulomb gauge V- A = 0. We split the
electric field components in Coulomb gauge according to

E = -V (21.64)

6The commutators S,, provide the spinor representation of the generators of Lorentz
transformations. Furthermore, equation (21.59) is the invariance of the 4 matrices under
Lorentz transformations, see Appendix H.
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and
0A
e
The equation for the electrostatic potential decouples from the vector potential,
Ad = Lyt
€0
and is solved by

1
®(z,t dx' Ut (z! t)¥(x,t).
(@.1) = oo [l om0 @ (@)
Furthermore, the two components of the electric field are orthogonal in
Coulomb gauge,

/dS.’IZ E”(.’IZ, t) : El(ac, t) = /dSk E”(k, t) . EL(—k./ t)

E —— (21.65)

=— /dS:c @(w,t)%V-A(:c,t) =0, (21.66)

and the contribution from E to the Hamiltonian is

o= 2 [aBian - -2 [Feo@nsee
- %/d“w O(x,t)o(x, 1)
+ /
2Z/d3 /d3 U (@, )0 (2, 1)U, (an,t)\Ils(w,t)7 (2167)

8776()|.’E — .’El|

ss’
where the ordering of the field operators was performed to ensure correct ex-
pectation values for the interaction energy of 2-particle states after second
quantization. The summation is over 4-spinor indices.
The resulting Hamiltonian in Coulomb gauge therefore has the form

H= /d3cc (c@(m, t) [me —~ - (1hV + qA(x,t))] U(x, t)
+3 B (2,) + 2—32(30 n)

+ / /
g Z/dd /d“ , U (2, )W (2, )T, (:c,t)\Ils(:mt). (21.68)

8meg|x — |

ss’

The momentum operator in Coulomb gauge follows from (21.63) and
/d%: B x B =— /d% PAA = /d% 0A = q/d3w UtAV
as
pP-= /d% (\I/*LjV\IJ +eE| x B). (21.69)

All the representations (21.52), (21.62), (21.63) and (21.69) yield the same
result in terms of k space operators for the momentum operator of the free

Dirac field.
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21.5 The non-relativistic limit of the Dirac
equation

The Dirac basis (21.29) for the y-matrices is convenient for the non-relativistic
limit. Splitting off the time dependence due to the rest mass term

U(x,t) = (:ﬁgig ) exp (—i%t)

in the Dirac equation (21.31) yields the equations
(ihdy — q®)¢ + ca - (ihV + qA)¢p = 0,
(ih0; — q® + 2mc*)¢ + ca - (IhV 4 qA) = 0.

This yields in the non-relativistic regime
1
~———¢g-(ih A 21.
9= 5 —o-(IhV +qA)y (21.70)

and substitution into the equation for ¢ yields Pauli’s equation”
: 1 : 2 qh
ihoy = ——(hV —igA)*Y — —a - By + qDv. (21.71)
2m 2m

The spin matrices for spin-1/2 Schrodinger fields are the upper block matrices
in the spin matrices (21.54) for the full Dirac fields, S = hg /2, see also Section
8.1 and in particular equation (8.12).

If the external magnetic field B is approximately constant over the extension
of the wave function ¥ (x,t) we can use

Az, t) = %B(t) x .

Substitution of the vector potential in equation (21.71) then yields the follow-
ing linear terms in B in the Hamiltonian on the right hand side,

i By v-9B.s— LB (M+29)

2m m 2m

. _g/%BB. (M +28). (21.72)

Here up = eh/2m is the Bohr magneton, and we used the short hand notation
—ihax x V — M for the x representation of the angular momentum operator.
Recall that this operator is actually given by

M:xxp:—ih/d3m|w>w x V (x|.

“W. Pauli, Z. Phys. 43, 601 (1927). Pauli actually only studied the time-independent
Schrédinger equation with the Pauli term in the Hamiltonian, and although he mentions
Schrodinger in the beginning, he seems to be more comfortable with Heisenberg’s matrix
mechanics in the paper.
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Equation (21.72) shows that the Dirac equation also explains the double
strength magnetic coupling of spin as compared to orbital angular momen-
tum (often denoted as the magneto-mechanical anomaly of the electron or the
anomalous magnetic moment of the electron). The corresponding electromag-
netic currents in the non-relativistic regime are

0= qT,
i=cq(VTap+oTay)
= —% (e ®a-(hV +qA)) — (VYT - A)-a @ ay),

where o ® o is the three-dimensional tensor with the (2 x 2)-matrix entries
g;-0; (we can think of it as a (3 x 3)-matrix containing (2 x 2)-matrices as
entries). Substitution of

oo =1+ie; Qe oy

. . h
§= =L (4 BV — BV - 2t AY) + LoV x (T ay). (21.73)
2im 2m
The corresponding non-relativistics approximations for the Lagrange density
L, the energy density H and the momentum density P are

ih 0 ) ) qh
c=" (w— - WW) —q@rey+ Lyte By

ot
Lot : _ 1 v
5, (1hV — g™ A) - (V) + ¢ AY) ™ F F™ (21.74)
1 h
H = —(hVo +igt A) - (W — igAY) — -yt g - By
2m 2m
€02, L 5o
+o B+ 2uoB , (21.75)
h
P =5 (7 Vi Vit 0) — it A+ B x B, (21.76)

The Hamiltonian and momentum operators in Coulomb gauge are

H= / P (—ﬁw(w,t)[hv A, )20 (@, )

2
2 / /
+q2 Z /dgilt /dsw/ 1/):(213,15) 2;(:13 7t)ws’(:c 7t)w3($7t)' (2177)

87T6()|CB - IB,|

PR @) + 5B ) - o @) Ble i)

ss’'=1

and (cf. equation (21.69)

P= /d3a: (w?w) +eE, x B). (21.78)
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It is interesting to note that if we write the current density (21.73) as
§=J+ G x (irew) = T+ LusV x (e

we can write Ampere’s law with Maxwell’s correction term as

0
V x (B - gugu3w+g¢) =V X Byass = pod + MOGOaEv

i.e. the “spin density”

S, ) = T @, Daw(a, 1)

adds a spin magnetic field to the magnetic field Buss which is generated by
orbital currents J and time-dependent electric fields F,

2
B(w7 t) - Bclass(wa t) + %/LOMBS(wa t) - B(:lass(m7 t) + /I/O%S(w7 t)

21.6 Two-particle scattering cross sections

We have discussed cross sections with one free particle in the initial or final
states of a scattering event in the framework of potential scattering theory
in Chapters 11 and 13, or in photon emission, absorption or scattering off
bound electrons in Sections 18.5-18.8. The techniques that we have discussed
so far cover many applications of scattering theory in materials science and
condensed matter physics, but eventually we also wish to understand electron-
electron scattering, electron-photon scattering, or electron-phonon scattering
if the electrons are free or quasi-free conduction electrons in metals or semicon-
ductors. In these cases we are discussing scattering events with two particles in
the initial or final states, if we do not want to rely on semi-classical potential
approximations for the photons or phonons. We should therefore address the
question how to generalize the equations from Sections 13.6 and 18.8, which
dealt with the case of one free particle in the initial and final state.

Let us recall from Section 13.6 that with a free particle with wave vectors
k and k' in the initial and final state, the scattering matrix element for a
monochromatic perturbation W (t) ~ exp(—iwt)

Sk = (k'|Up(o0, —00)|k) = —iM k0(w(k') — w(k) — w)

has dimension length® due to the length dimensions of the external states, and
yields a differential scattering cross section

1Sel” s Ml

Aoy = d°K' -
Ok Tdj(k)/dk ondj(k)/dk

Sw(k") —w(k) —w).
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Here we substituted the more precise notation dj(k)/d*k for the incoming
current density j;; per unit of k space volume. Substitution of the current
density for a free particle of momentum hk

dj(k) v
Bk (2m)3
yields
vdog g = 47 (M g 6 (w(E') — w(k) — w)d*K/, (21.79)

see also equation (18.74), where we found this equation for photon scattering
off atoms or molecules.

Now suppose that we have two free particles with momenta k and ¢ in the
initial state, and they scatter into free particles with momenta k' and q’ in
the final state. We also assume that the scattering preserves total energy and
momentum. The corresponding scattering matrix element

Sk q/ikg = (k’vq/IUD(Oo, —o0)|k,q) = *iMk',q’;k,q(S(k/*q/*k*Q) (21.80)

has dimension length®. This is consistent with the fact that |Sk/7q/;k,q|2 is a
transition probability density per volume units d*k'd*q’d*kd®q in wave vector
space.

For ease of the present discussion, we also assume that the scattering particles
are different, like in electron-photon or electron-phonon scattering, and we will
use markers e and v to label quantities refering to the different particles. The
notation is motivated from electron-photon scattering, but we will develop the
formalism in this section with general pairs of particles of masses m, and m,
in mind.

Suppose the two particles have momentum 4-vectors

DPe = hk = h(OJe/C, k)> Py = hq = h(w’Y/C> q)
relative to the laboratory frame in which we observe the collisions. The scat-
tering rate will be proportional to the product

doc(k) dj,(q) _ dee(k) do,(q) .

Pk Bq Pk dg

where

(21.81)

is the relative speed between the two particles that we assign from the point of
view of our laboratory frame. The speed ., is usually replaced with another
measure for relative speed between the two particles,

- \/ (k-q)? memict (21.82)
Ue’y - UJ@UJW q) h4 i .
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which agrees with ¥, in laboratory frames in which the two momentum vectors
p. and p,, are parallel or anti-parallel, or where the laboratory frame coincides
with the rest frame of one of the two particles:

6

- C 2, 2

U;—v;: 5 2|k| lq| (1—005219).
eWy

Here ¢ is the angle between p, and p,. E.g. in the rest frame of the e-particle,
Rk, = h(we/c,0) = (mec,0), we find

24
Y O S i _ 2lpy
T, VT R B, 7

and in the center of mass frame of the two particles, k = —q, we also find the

difference of particle velocities,

4 27,22 2,28
2 = c2h (Wew~ + c*k?)? —mZmZe
7 htwiw?
_ 202k 4 2hPwew, k? + 'K (m? +m3) C4k2w§ + W2 + 2wews
B RPw?w? B ww?
e "y e "y
k
- <c2— —2q ) . (21.83)
We Wy

As a byproduct we also find another useful formula for the relative speed in
the center of mass frame,

We + Wy
Weldy

= clk|——— (21.84)

Please keep in mind that (21.84) is the relative particle speed assigned to the
two colliding particles by an observer at rest in the center of mass frame, but
not the speed of one particle relative to the other particle as measured in the
rest frame of one of the particles.

The differential cross section for two-particle scattering can then be defined
through the equation

Sk’ /o |2
d L d3k/d3 / | .4 Kk,q
VAo, gk g =V TV T(do.)dk) (djy ) dPq)

. Sk',’ !k |2
= &’K'd*q |kt g : 21.85
VT (do./d*k)(do./d*q) (21.85)

In words, we divide the scattering rate d*k'd*q’ |Skr g:k.q|” d*kd?q/T between
wave vector volumes d*kd3q — d®k’d®q’ by the number of scattering centers
Vdp, in the phase space volume Vd?k and the incoming particle flux dj, in
the wave vector volume d3q to calculate dok,g—k' q -
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If we substitute the scattering amplitude My 4.k 4 for the scattering matrix
element and use for the 4-dimensional ¢ function in momentum space the
equation
1 cV'T
540) = lim—/d4.r exp(ik-z) = ——,
(0) = lim 75 pik-2) = G

k—0

we find
c ‘Mk’yq’;k,q|2

(2m)*(doe/d°k)(do,/d*q)
The density per & space volume and per unit d*k of k space volume for mo-
mentum eigenstates is

do 1

Bk (2m)3
This yields

UdO’k,qﬁk/’q/ = 471'20 |Mk:/,q’;k,q|2 (54(]6/ + q' —k— q)dSkldgql. (21.87)
Note from equation (21.80) that the two-particle scattering amplitude My ¢k
has the dimension length? while the single-particle scattering amplitude My g,
has dimension length®/time due to the use of a § function in frequencies rather
than wave numbers in the single-particle case.
We can derive a single-particle scattering cross section from (21.87) by inte-
grating over the final wave number of one of the two particles, e.g. q’, while
considering its initial wave number fixed, e.g. ¢ = 0. This yields

dog,0-k' g
vdak%k/ = v/d?’q’ %
= 472 | My g wrmol” S (w(k') — w(k) — wy)d°K',

vdoygw.q = k' d’q S K +q —k—q). (21.86)

with
wy=w(@g=0)—-w(@ =k—K)

and a resulting single particle scattering amplitude My, = cMy k—k k.0

Measures for final states with two identical particles

To explain the necessary modifications of the previous results if we have two
identical particles in the final state, we first consider decay of a normalizable
state i) into two identical particles with momenta fik; and fiks.

The initial state belongs to a set of orthonormal states, (i|j) = d;;. For the
final states with two identical particles, we have to take into account that the
decomposition of unity on identical 2-particle states is

1 . .
]-identical 2—particle states — E /dskl /dSkZ |k17 k2> (kla k2|

%/djkl /ddkg a+(k1)a+(k2)|0) (0|a(k2)a(k:1)
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If the scattering matrix allows only for decay into the two-particle states,
unitarity U Up = 1 (or equivalently S*.S = 1) implies

1 .
3 /d*’kl /d3k:2 | (K1, ka|Up (o0, —00) i) |* = 1.
The proper probability density for the transition |¢) — |k1, ko) is therefore
1 . - .
Winsky ky = A kad’ Ky [(Fer, K| Up (00, —o0)|iy|?.

Equation (21.87) for the two-particle scattering cross section must therefore
be modified if the final state contains two identical particles,

2 2 a0 /
Udo—kl,kzak{,k’z = 4’/T C }Mkfpk/2§k17k2’ 5 (kl + kQ — ]{31 — ]{22)

1.
xSk dR), (21.88)

and the total two-particle cross section is
9 : A0k, ky—k! k!
k] /d“ké — L un
/ A3k PE,

1
=3 /d3k’1 /d%g 47r2§ }Mki,ké;kl,k2|254(k; + k) =k — ko). (21.89)

g

However, if we want to derive an effective single-particle differential scattering
cross section do/dS) from dog, ky—k, &y, Dy integrating over the momentum of
one particle and the magnitude of momentum of the second particle using the
energy-momentum conserving ¢ function, we have to take into account that
the particle observed in direction df2 can be either one of the two scattered

par icles:
Ok k. —kf kL
/ddk,/ d|k/ |k:,|2 31 /2 3 /

dUk QO ky ey —key Ky —ki,

In the center of mass frame this reduces to a factor of 2,
Ol ka— k! K
= 2/d3k:’ / dk)| |k, |2 d3k’2d3k:’ : (21.90)

If we then wish to calculate the total two-particle scattering cross section
(21.89) from the single-particle differential cross section (21.90), we have to
compensate with a factor 1/2,

do
o= / a0 —o. (21.91)

In practice one is often only interested in the effective single-particle differ-
ential cross section (21.90) and the total two-particle scattering cross section o.
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The factor 1/2 is then usually neglected in the differential two-particle cross
section do, i,k ky/(d°k]d*K)), so that the factor of 2 is not needed in the
calculation of do/dS2 (21.90) because it has been absorbed in dog, x, sk, k,/
(d3Kd®K}). However, the factor 1/2 is still needed in the calculation of the
total two-particle cross section ¢ from do/dS) according to equation (21.91).

21.7 Photon scattering by free electrons

Photon scattering by free or quasi-free electrons is also known as Compton
scattering. The cross section for this process had been calculated in leading
order by Klein and Nishina®.

The electron-photon interaction term from (21.68) is

Her = ecUry - AV, (21.92)

We denote the wave vectors of the incoming photon and electron with g and
k, respectively. The relevant second order matrix element for scattering of
photons by free electrons is

Sfi = Sk:’s q o |k,s;q,o

_ /d3 /d3 / dt/ ' (K, q o |eXp( Hot)

W)y Al)b(e)exp( g Holt - ) Te')y- Alw) )
X exp(%hﬁﬂf’) |k, s;q, )

= d*z /d4x'@ (K, s’ q |V (x)y - A(x)¥(z)
( )’YA( ) ( )lkv‘g?qva)'

Here A(z) = Ap(x,t) and ¥(x) = Up(a,t) are the freely evolving field oper-
ators (18.20,21.49) in the interaction picture.

We can insert a decomposition of unity between the two vertex operators
T~ - AV with a fermionic and a photon factor,

1:1f®17.

The relevant parts in the photon factor have zero or two intermediate photons,

L, = [0){0] + = Z/d3K/d3K’|K6K’B)(K6K’B|
8.8

80. Klein, Y. Nishina, Z. Phys. 52, 853 (1929).
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while for the intermediate fermion states only states with one intermediate
electron or with two intermediate electrons and a positron contribute,

;= Z/d3nbj(n)|0) (0]by (k)

+—Z/d3 /d3 '/dSAzﬁ &)d (A)]0)

(0] (A)bor (K)bg ().
The full photon matrix element is

(q,d|A(z) @ A(2))|q, a) = e

1673+/|q||q’|

x expli(q -2’ — ¢ - x)] + €a(q) ® €n(q’) expli(q-z — ¢ - 2')] )7

(e(@) @ eala)

where the first term arises from the term without intermediate photons and
the second term arises from the term with two intermediate photons after
integrating the intermediate photon momenta K and K'.

Evaluation of the fermion matrix element with an electron in the intermediate
state yields

Z(k’ §'[ (2)y P ()07 (1)]0) @ (01be (k) T (2} ¥ ('), 5)

Zexpm (x —a') — ik -z + ik - 2]
(27)84F(k)\/E(K')E(k)

Uy (k') yuo (k) ® T (k) yus (k).
We can subsitute the sum over intermediate u spinors using equation (21.45),

D (K ST (@)W ()b (1)]0) @ (0[b, (1) T(2)y T ()| K, 5)

_ explik- (v — ') — ik -z + ik - 2/
(2m)84E(k)\/E(k')E(k)

XUy (K')y" (mc* — hey -6 =" E(K)) Y/ us(k).

67;®€j

Assembling the pieces so far then yields the amplitude with a single interme-
diate fermion,

) _ _/d?'_'@ /d4x/d4x’ 2Ot —t')
fi E(k) 8(2m)%ohc/|ql|q'| E(k)E (k')

Ty (k') [ (€xr(q) ) (mc? — her -y — 1 E(k)) (€alq) -7)
xexpli(k —k'—¢)-z+i(k+q—r) 2]

+ (€a(q) - 7) (M — hek -y —"E(K)) (€ar(q') )

xexplilk —k +¢q)-z+ilk—q¢ —r)- x’]]us(k) (21.93)
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The fermion matrix element with three intermediate fermions is

o S (K ST ()b ()5 () (V)0

o0 v

@(0]d,(N)bor (K)o ()T (2 )y P (') K, 5)

_ ' — kNS (s — expfid - (x — ') + ik - ¢ — ik - 2]
== 20 k)il — ) (2n)54E(N)/E(K)E (k)

XDy (A)yus (k) @ Ty (k' )yo, (X).

The last line has been simplified from an expression which is symmetric in the
intermediate momenta k and &’ by taking into account that those momenta
will be integrated.

We can subsitute the sum over intermediate v spinors using equation (21.47),

% D (KT @)y W (2)b) (r)b) (K)df (A)]0)

@(0]d,(N)bor (K)o ()T (2 )y P (') K, 5)

expli - (z — o) + ik -z — ik - 2]
(2m)S4E(XN)\/E (k') E(k)

=ik —K)o(k — k)

xe; @ ey (k') (me® + hey - A+ E(X)) 7'us (k).

If we substitute A — & (after integration over the intermediate electron mo-
menta) for the wave vector of the intermediate positron, the contribution from
three intermediate fermions to the scattering matrix element is

S@:_/dn /d4 /d4, 0t —t')
fi 8(2m)%ohcy/|q||q'| E(k)E(K')

Xy (k)| (€wr(q') - 7) (me® + her -y +4°E(K)) (€a() )

xexplilk+k+q)-z—i(k+k+q) 2
+(€a(q) ) (mc® + hew -y +7"E(k)) (e (d') )

explitk+k—q)-z—i(s+k —q) ~x/]]us(k), (21.94)

We can simplify Sy; = S(l) + Sj(;:?) by switching = < 2’ in S](S) and taking into
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account that
1 mc? — hey -k _
/d "Rt (m22/h?) — | exp(m-x)
3 0 exp ik - x)(mc? — hey - k) exp(—ik ct)
w fn fo ) )+ R+ () ) — ]
me* — hek -y — ' E(k)

= 27icO(t) /d3l<a exp(ik - x) exp(—iw(k)t)

2w(k)
2 0
oA 3 o me —hek v+ E (k) .
2micO(—t) /d Kk exp(ik - @) () exp(iw(k)t)
= ircO(t) /da)—'i(m(’2 — hey - k) exp(ik - )
W(K’) ) KO9=w(k)/c
) PPr ) )
+ireO(—t) (mc® + hery - K) exp(—ik - x) (21.95)
(A)(R) KO9=w(K)/c

This yields the total scattering matrix element in the form

S fatn fae [ 1(2m) el anwu ")
) (e (@) ) ez (o))
xexplilk — k' —¢) -z +i(k+q—r)-2]

+ (€ala) ) — fg;;;]#’;_ — (€wr(d) )

xexplilk — kK +q)-z+ilk—q — n)w'}}us(k:).

After performing the trivial integrations, we find
ie?
16m2eoh%c\/|q||q'| E(k)E (k')
.y / me — Ty - (k + q)
< () (€)%Y) G ) e (€@ )
me =y (k= q)
—¢')?+ (m2c/h?) — ie

The first contribution to the amplitude corresponds to absorption of a photon
with wave vector ¢ followed by emission of a photon with wave vector ¢, see
Figure 21.2, while the second contribution to the amplitude corresponds to
emission of the photon with wave vector ¢’ before absorption of the photon
with wave vector ¢ as shown in Figure 21.3.

The denominators in (21.96) can be simplified by noting that k*+ (m?c?/h?) =
0,¢>=¢q¢?=0, and

St =0k +¢ —k—q)

+(eal@) ) (ewr(d) ) Juslk). (21.96)

k-q=k-q— g/ T (2 /R) < 0
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Y q
1% EA
e %’L k k+q (H )
y q

Figure 21.2: Absorption of the incoming photon with momentum hAq before
emission of the outgoing photon with momentum #4q’. The virtual intermediate
electron has 4-momentum Ai(k + ¢). The left panel uses particle labels and the
right panel uses momentum labels.

Figure 21.3: Emission of the outgoing photon with momentum hq’ before ab-
sorption of the incoming photon with momentum Aq. The virtual intermediate
electron has 4-momentum fi(k — ¢’).

This yields with the definition o = €?/(4meghic) of Sommerfeld’s fine structure
constant the result

Sﬁ = 5(k’+q'—k

e A BB

me— hy-(k+q)

Xy (k') [ (€xr(d') ) kg

(eala) )
~(eala) ) " ) ) ) (21.97)

The spin and helicity polarized differential scattering cross section then follows

from (21.87),

25k +q —k—q)
167%|q||q'| E(k) E(K')

31, 93 !
VO s.q.0—k 5q,00 = A k'd’q

) (et ) D e ) )
~(eala) ) " (et ) i (2199

Spin-polarized cross sections are usually of less physical interest than electron-
photon cross sections which average over polarizations of initial electron states
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and sum over the polarizations of the final electron states?,

1
AOkig.asiiao! = 5 > A0k siqamsi stiat

s,s’

Use of the property (21.45)

Z us(k)us(k) = mc® — hey'k,

Ko=w(k)/c
and the relations (7)* = 7%u, 75 = ~%7,7° yields

26K +q —k—q)
321%|q||q'| E(k)E(K')

VA0 g oskirg o = A°K'd>q' tr [ (mc — by - k)

me — by« (k+q)

X ((ea'(Q’) ) B S (€a(@) )

— (ealq) -7) = h,:,'q(,k —7) (ear(q) ~~y)> (me — hy - k)

X ((ea(q) ) %'q(kw (ear(q)-7)

k-q

_ (ea’(q/> 7) mc — FL’Y . (k - q’) (6a(q) . Py)) ‘| . (2199)

This can be evaluated using the trace theorems for v matrices from Appendix
G. The full evaluation of dok,qa—k'q',» Deeds in particular the trace theorems
(G.19-G.21) for products of 4, 6 and 8  matrices.

We can simplify the evaluation in the rest frame of the initial electron,

7i vVm2ct + h2k? é@ 1
" he hek n \o)

We can also use that €,(q) - ¢ = €,(q) - ¢ = 0 implies
(v- ) (€al@) - v) = — (€alq@) - 7) (v @)
This reduces products according to
(me —hy - (k +q)) (ea(q) -v) (me — Ry - k)
= (me+mey’ = hy-q) (ea(q) -y) me (1+1°)
= (€a(q) -7) (me —mey’ + hy-q) me (1 +17°)
= mhc (ea(q) ) (v-q) (1+7°).

9However, spin polarized cross sections for electron scattering will likely become impor-
tant in the framework of spintronics and spin based quantum computing.
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The resulting cross section in the rest frame of the electron before scattering

1S

A’k +q¢ —k—q)
S lal| 1B ()

doo.qoskq o = K dq tr [ (mec — by - k)

!

N 1 N B :
(( (@) ) (o)1) T+ el ) () ) |q,|>(1+7)

X <% (€al@) ) (exr (@) -Y) + 7|(.1—,q|/ (ew(q) - ) (€a(q) .7)> (21.100)

Traces over products of an odd number of v matrices vanish. The terms under
the trace proportional to mc? contain products of six v matrices, but two of
these products vanish due to (y-¢)*> = —¢* = 0 and (v-¢)*> = —¢*> = 0. The
remaining two terms involving six v matrices turn out to yield the same result,
such that the contribution to the trace term from products of six v matrices is

o %(q'q/ —2(ealq) e(q)q-q
+2(€a(q) - €x(q'))(€a(q) - q')(ex (q) - q)). (21.101)

For the traces over products of eight v matrices, we observe that those which
contain the products (- ¢)7°(v - q) or (v-¢')7° (7 - ¢') can be simplified to prod-
ucts of six vy matrices due to

YV 4wt = (=209 = 7°9"Y") qute = —2la]7" -

This yields for the sum of those terms which contain the products (v -¢)y°(v - q)
or (v-¢")°(v-¢) the result

% (2(60/((]/) K)(ew(q) q) — K- q)

trsa =

8h , / ro
7 (6@ K eal@)-a) —K-).
and after substitution of &' = k+ ¢ — ¢/,

8h
trsa = 16me+ 10 (0¢' +2(ew(d) - a))
8h -
“Iq] (q'q +2(ea(q) - q) ) (21.102)

The traces over products of eight v matrices which contain terms (v - ¢)v°(7 - ¢')
or (7-¢)7° (7 q) can also be reduced to traces over products of six v matrices
by using the fact that 7° can only by contracted with one of the three 7
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matrices in products with 4-vectors. This yields after a bit of calculation and
after substitution of &' =k + ¢ — ¢/,

8mec
trey = 16mc(2(€a(Q) rexr(q))? — 1) B W<q «

—2(€a(q) € (q')’q- ¢ +2(€a(q) - € (q))(€a(q) - ¢') (e (q) - Q)>
h N q)2 i € A2
167 (6w (@) @) + 1677 (€a(a) -4 (21.103)

The total trace term is therefore
tr = trg + trgq + trsy

1 1
= 32mc(en(q) - €x(q 2+8h<——)Q'q/7
(eola)- et + 50 (- o

and combining all the terms yields
a’R2 (K +q¢ —k—q)
Tn2clallqE(R)

X |4mc(eq(q) - €x (@) +h <|Ti| - |?1,|> q~q’] . (21.104)

The product ¢- ¢ is directly related to the photon scattering angle,

331 93 4/
dJO;q,a—)k’;q’,a’ =d’k'd q

I /
¢-¢ = —lqllg'| (1 = cos ).
However, energy and momentum conservation also imply

1 1 m2c®  mc mc
. / — _ o N2 - _ / _ 2 — _ 70 _ / _

The relation between scattering angle and scattered photon wave number is
therefore

me [ 1 1 mc|q|
0=1——|——— | = . 21.105
) B e SR

This is of course nothing but the Compton relation (1.11) for the wavelength
of the scattered photon in terms of the scattering angle,

h
N =X+ —(1—cosb).
me

The four-dimensional ¢ function
60K +4' — k — q) = o (V2 (m?@/R) + |q'| — (me/h) ~ |a])
xo(k'+4q' —q)

reduces the six-dimensional final state measure d*k’d*q’ to the two-dimensional
measure d§2(q') = dQ over direction of the scattered photon after integration
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over d*k’ and d|q’|. We include already the factor |¢’| E(k’) in the denominator
in equation (21.104) in the calculation:

q
Jew [T s o - ko
:/ dq| \q'1/(q'])
o N TR T Rl — 2l aloond ¥ it
(V1P a = 2 Taloos 0 (e TI) +1d'| — (me/h) ~ lal)

Y T
me + hlg|(1 — cosf)

} la’|=mc|q|/[mc+h|q|(1—cos 6)]

- m|q| f< melq| )
[me + hlq| (1 — cos0)]>" \'me + hlg| (1 —cosf) )’

This yields the Klein-Nishina cross section

OéQFLQ
dU~a 7/./a/:dQ
0:q.0-q-q'q', Ame [me + hlq| (1 — cos 0)]?
R2|q|? (1 — cosh)?
el (a) - (@) _ 21.106
x ( mc(eqn(q) - €x(q))” + me + hlq| (1 — cosf) ( )

Averaging over the initial photon polarization and summing over the final
polarization (18.78) yields the unpolarized differential cross section

o2h?

i) .
2me [me + hlq| (1 — cos 6)]

doo,q—q-q:q = ) ZdUO;q,a%q—q’;q’,a’ =
h2|q|? (1 — cos6)®
mc + hlq| (1 — cos8)

X <mc(1 + cos? ) + > . (21.107)

The resulting total cross section is

) [ 2nc)? + Snc) ]+ mc(hla)” + (gl
0;9—9—4q';q mch|q‘3 (mC+ 2h|q|)2

— [2(me)? + 2mehlq| — (hlq])?] 1 (1+2h|‘”>]. (21.108)

Photons below the hard X-ray regime satisfy fi|q| < mec. This limit is also
often denoted as the non-relativistic limit of Compton scattering because the
kinetic energy imparted on the recoiling electron is small in this case,

h?(q — q')* ~ 2h*q* (1 — cos ) < m?c?.

The cross section in the non-relativistic limit yields the Thomson cross section
(18.79,18.80) for photon scattering,

doo,q.a—q-g'q 0’ _ ah\? NV
dQ - (ea(q) ea'(q )) )

mc
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d00,qq-qiq @B\ 1+ cos?0
o ~ \mec 2

3 \\mc

8 n\?
Cogrgag = — <O‘_> = op = 6.652x 107 A” = 0.6652 barn. (21.109)

The unpolarized differential scattering cross section (21.107) for Compton scat-
tering is displayed for various photon energies in Figure 21.4. Forward scatter-
ing is energy indepedent, but scattering in other directions is suppressed with
energy.

0.12 7
0.10

0.08

do
o dQ

0.06

0.04

0.02

Figure 21.4: The differential scattering cross section (21.107) for scattering
angle 0 < ¢ < w. The energy of the incident photon is £, = 0 (top black
curve), E, = 0.2mc* (center blue curve) and E, = 2mc? (lower red curve).

The energy dependence of the total Compton scattering cross section (21.108)
is displayed in Figure 21.5.
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Figure 21.5: The total Compton scattering cross section (21.108) in units of
the Thomson cross section (21.109) for incident photon energy 0 < E., < 2mc?.

21.8 Mgller scattering

The leading order scattering cross section for electron-electron scattering was
calculated in the framework of quantum electrodynamics by C. Mgller®.
The Hamiltonian (21.68) in Coulomb gauge V - A = 0 for the photon field is

H=Hy+ H; + He, (21.110)
with the electron-photon interaction term

Hi=H. =ec /d3a:@(:v,t)'y CAx, )V (z, )
and the Coulomb interaction term

He =

62 3 3. I+ + / 1 /
- g/d :c/d @ Ut (@, 1)V (x ,t)mws,(m U (2, 1)

10C. Mgller, Annalen Phys. 406, 531 (1932).
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The corresponding Hamiltonian on the states in the interaction picture is there-
fore

t) = ecz /d‘dm@s(.@,t)y Az, 1)U, (1)

1
Z/d3 /d%’ U (@, )0 (@ 1) ——— Wy (2, 1)U (, 1)
87reg |z — /|

with the freely evolving field operators A(z,t) = Ap(x,t) (18.20) and
U(x,t) = Up(x,t) (21.49) of the interaction picture.
The scattering matrix element for electron-electron scattering

Sti = Skt o) kb sh ey 51 k.52

= (K}, s1; ky, sh| T exp <%/

—00

dt HD(t)) |k17 515 k?v SQ)

becomes in leading order O(e?)
Sy = St + Spics

with the photon contribution
Sy = 53 [ [a 00— 1) 11 1Ty A

‘I’(f/)’)’ : A(I,)‘I’(I,) |k1, s1; ko, 52)

and the Coulomb term
Spie = Mo ikl [ate [0 @w )

d(ct — ct')

‘ZB _ wl' \I/({L'l)‘ll(x)lkl/ s1; ke, 82>.

We evaluate Sy; ; first. Substitution of the relevant parts of the mode expan-
sions yields (here we also use summation convention for the helicity and spin
polarization indices)

Sfi,] 62 ﬁuoc /d4 /d4x/@ q’l d3qé ddq,

282y VE(@) ) VE) ) Vgl

d5ql d3q2 / exp q+q'—q')-$—i(q+q1—q2)-x’]
2 1
\/E (h \/E((h AV4 |q
xT(qy, 0)vu(gy, ') - €5(q')€a(q) - T(qi, s)vu(ge, s'){0|b(K}, 51)b(ks, s5)
><b+(q'1,J)b(qé,0/)a5(q')a§(q)b+(q1,s)b(qg,s/)b+(k2,52)b+(k1,51)|0).
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Elimination of the photon operators yields

/ d3 / dd
SfiJ I’L()e C /d4 /d4l’/® t* t/ ql q2/ _q
VE@) ) VE@) ) ld
3 d? . .
9 L expli(g+dy— ))& — i(g+ g1 — 32) - @]
\/E (q1) \/E(qZ)
(g}, 0)yu(ds, o) - €a(@)€alq) - U(gr, s)yulgz, s ) (O]b(K], 1)b(K), s5)

Xb+ (ql17 O-)b+ (q17 S)b(q;a U/)b(q27 Sl)b+(k2, 32)b+(k17 81)|0>>
where fermionic operators were also re-ordered such that only the connected
amplitude contributes. Evaluation of the fermionic operators yields

Srit = gh o / de / i / Tq(II \% k’t e)ijf)[)lq <Z>Efk)j>
x [0S, sh)vu(ks, 51) - eal@)eala) - TkL 5t yulks, s2)
x ((explilky — k)@ = i(k] — ko) -] + expli(hs — K1) -z = i(k — k1) ')
—u(ky, s1)yu(ks, 51) - €a(q)€a(q) - U(ks, s5)yulks, 52)
x ((explilh — k)@~ i(k) — kz) -]
+explilhs — )@ — (k] — k1) -']) ]

This yields after changing the integration variables = <> 2’ in the second and
fourth term

Spir = 82 oy JE®) (k’ / o / o /
(

3n

x ((h s )yu(hn, 1) ea<q>ea< > ks, si)yulks, s2)

x explilks — Kg) - @ + (ks — ) -2

—u(ky, s1)yu(k, s1) - €a(q)ea(q) - u(ky, sy)yu(ks, s2)

x expli(ky — k1) - @ + ik — kb) - x])

X (@(t — ) explig- (z — 2')] + Ot — t) expliq- (2’ — x)]).

We can use the following equation with w(q) = ¢v/q? + (m?c?/h?)

1 exp(ig - z) 3 cexp iq - x) exp(—iwt)
/d Y@ (e - /d / q) +idlw + wlq) - id
= 27ciO(t) /dSq exp(iq - m)w

. 5 - exp(iw(q)t)
—2mciO(—1) /d qexp(1q~m)T@

d3

= ircO(t) /% exp(ig - ) » )+ iTcO(—t) /FEII) exp(—ig-z)

w=w(q)
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to find
2 4
Ho€"C 1 / 4 / 4 // d'q
Srip = — d'z [ dx -
AR B k) E(R,)E (k) (k) 7 - ie

x (el sh)yuller, 1) - €a(@)eal) Tk, 5, )yulha, s2)

x expli(kr — ky +q) - @ +i(ka — ky — q) - 2]

—u(kY, s1)yu(ks, s1) - €a(q)€a(q) Uk, s5)vulks, s2)
x expli(ky = ki + )@ +ika = Ky — q) -]
The integrations then yield
/L()GQC 6(1{1 —+ ]{32 — ]{3’1 — ké)
16imh \/ B (k1) E (k) E () E (k)
o ((Tlky, sy)yulkr, 51) - €a(ky — ki)ea(ky — ki) (ki s1)vu(ks, s2)
(K — k1)? —ie

_u(ky, s)yulk, s1) - €a(ky — ki)ea(ky — ki) - u(ky, sh)yu(ks, s2)
(]{3/1 — k1)2 — i€ '

Spir =

Taking into account the energy-momentum conserving ¢ function, the transver-
sal projectors can e.g. be written as
ky — k1) ® (ky — k2)

(K — ky)?

ok, — k) ® en(k] — k) =1+

The Dirac equation implies

E(K) — E(k)

a(k', )y (K — k)u(k,s) = he

u(k', s ) u(k, s).

This yields the photon exchange contribution to the electron-electron scatter-
ing matrix element,

poce®  O(ky + ko — Ky — kb)
161720 \/E (k) E(K}) E (k1) E (k)

o (@, sy)yulks, 51) - ulky, s1)yu(ks, s2)
(0, — k) —ic
u(ky, sy)yulks, s1) - u(ks, sy)yu(ks, s2)
(kll — kl)Z — ie
ks, s5)7 ulky, s1)u(ky, s1)7 ulks, s2) [E(k)) — E(k1)]?
(K — k)% —ie 1262kl — Ky )2
ki, 51)7 ulks, s1)u(ky, sy u(ks, s2) [E(ky) — E(k1)] (21.111)
F — )’ — i e — k) )

Stir =

+
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For the evaluation of the Coulomb term, substitution of the mode expansions
and evaluation of the operators in Sy; ¢ yields

2 /
Hoce 1 / 4 / 4,0 Ct)
St d*x | d*x
fie = 8mih 4(2 \/E k) E(KY) E (k1) E (ko) |:1: — |
X (ﬁ(k/pS/l)W u(ky, s1)u(ky, s5)7 u(ks, s2) expli(ky — ks) - 2’ +i(K] — ky) - 2]

(K 550wl 51)(kY 547 (R, 52) expfi(h] — ko) o' + (k) — k) -] )
 poce? 1
167T1h 271' 6\/E k/ (kl) (kl)E(kz)

/d4 /d3,exp ik + Ky — k1 — ko) - 2]

[z — |

X (ﬂ(kl, SV u(ky, s1)u(ky, s5)7 u(ka, s2) expli(kh — k2) - (' — )]
—(ky, s5)7 u(kr, s1)a(ky, 51)7 u(ks, s2) expli(k] — k) - (2’ — )] )
In the next step we use
/dgw,exp(iqw/) _An
2| q
to find

g, — poce?  S(ky + kY — ki — ko)
O X6 \/E (ky) B (k) E (k1) E (k)

" a(ky, s0)7 u(ky, s1)a(ky, s5)7 u(ky, s2)
(k5 — ko)?

a(ky, sy)v u(k, s)u(kl, s1)7 u(ks, s2)
(ky — k1)? '

For the addition of Sy; ; and Sy; ¢, we observe

1 w(k’) — w(k)]? 1
S )

(& =k’
to find
S /J/()CG (SUC/ + kQ ]ﬁ — kg)
i =

Tom2h VE(K)E(kY) E (k) E (ko)
« u(ky, sy uka, s1)u(ks, sp)vulks, s2)
(ky — kq)?
u(ky, sh)y"uky, s1)u(ky, 8)yuu(ks, s2)
(ks — k1)?
= —iM 0 (ki + ko — K — k), (21.112)
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where the last equation defines the scattering amplitude
Mfi = Mk’l,s’l;ké,s’2|k1,sl;k2,sg

for Mpller scattering.

The two contributions to the scattering amplitude can be interpreted as vir-
tual photon exchange with virtual photon 4-momentum &y — &} or ky — &,
respectively see Figure 21.6. In the Coulomb gauge formalism used here the
electron-electron Coulomb interaction corresponds to the timelike component
of the virtual intermediate photons.

Figure 21.6: Contributions to the Mgller scattering amplitude (21.112).

The scattering amplitude (21.112) yields the spin polarized differential cross
section (21.88)
2 2
VAT ksl sasea s = ATC | Mg ik s s st |

1 . .
x0(ky + ko — Ky — k) 50Ky AR,

where
3

" E(k1)E(ka)

v V (R2ky - ko)? — mAct (21.113)

is the relative speed (21.82) between the two electrons with momentum
4-vectors hk, and hks.

The differential cross section is often averaged over initial spin states and
summed over final spin states,

1
Aok ks s = > Aok kg sk itk s

;oo
51,52,57,S9

The property (21.45)

Z u(k, s)u(k, s) = mc* — hey''k,

S

KO=w(k)/c
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yields

2\ 2 ! /
C o Hoce O(ky + ko — k) — k3)
do = ~d*K| K
v = 9@ e (167rh> E(k})E(ky)E(ki)E(ks)

1 v
X (Wtr[(mCQ — hery - k'l) ~H (m02 — hey - kl) ~ ]
xtr[(mc* — hey - k) v, (me® — hey - ka) ]

1 v
+Wtr[(m62 — hey - ky) A" (mc® — hey - ki) 7]

xtr[(me® — ey - k) v (mc® — hey - k2) 7]
2

T R e e k) o (me” = ey k)

x v (me® — hey k) v, (me® — hey - Ky) ] ), (21.114)

where it is understood that all 4-momenta of electrons are on shell. The 4-
momenta of the intermediate photons are then automatically off shell with
dominant spacelike components, (k' — k)% > 0 (except in the zero momentum
transfer limit k' = k).

The traces in equation (21.114) are readily evaluated using the contraction
and trace theorems for v matrices from Appendix G. This yields together with
4-momentum conservation ki + kb = k; + ko the result

26\ O(ky+ ko — K, — k)
do = cd*k,dPK), [ —5 17 22" "1 "2
vdo = cd’k} 2(

dreoh ) E(ky)E (k) E (k1) E(k2)
% h4(k‘1 . k2)2 -+ h4(k‘1 . ké)z -+ 2m262ﬁ2]€1 . kll —+ 2m4c4
(K = k1)?
+h4(k1 . k‘g)Q + h4(l€1 . k‘ll)2 + 2m202h2k1 . k’é + 2m4c4
(ky — k)
h4(]€1 . k2)2 + 2m202h2k1 . kQ
(R = k1) (K — k1)?

+2 (21.115)

We further evaluate the cross section through integration over d®k} and d|k|
in the center of mass frame k; + ko = 0 of the colliding electrons. If we
integrate over the final states d>k, of one of the electrons to get a single-electron
differential cross section do/dS2, we have to include a factor of 2 because we
could just as well observe the electron with momentum k) being scattered into
the direction df2, see equation (21.90).

It is convenient to define k =k;, k' =k}. The integration with the
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energy-momentum ¢ function then yields

[ [ ko )
0
><6(2 K2+ (mc/h)2 — 2 |k|2+(mc/h)2)

— @ K[ + (me/h)? f(k, k|, - |k|K').

The scalar products in the center of mass frame are
]{71 . ]{32 = —2|k¢|2 — (7’)’16/]&)27

ki -k, = —|k|*(1 — cos ) — (mc/h)?,
ki-ky = —|k[*(1 + cos @) — (mec/h)?,

where 6 is the angle between k and k’. The relative speed (21.113) of the
electrons in the center of mass frame is

2chlk|

/h2|k|2+m202.

The differential scattering cross section is then with the factor of 2 from equa-
tion (21.90), and using the fine structure constant o = e?/(4rephc),

do Ik (3 + cos? ) + mPP (4R K + mPc?)(1 + 3 cos® ) (21.116)
- “ AR (22 + m2c2) sin’ 0 ' '
This is symmetric under § — (7/2) — 6 with a minimum for scattering angle
0 = 7/2 and divergences in forward and backward direction. This divergence
in the zero momentum transfer limit is due to the vanishing photon mass, or in
other words due to the infinite range of electromagnetic interactions. It is the
same divergence which rendered the Rutherford cross section non-integrable.
Equation (21.116) looks fairly complicated, but in terms of energy it essentially
entails that Mgller scattering is suppressed with kinetic energy K like K%
The low energy result for K ~ h%k?/2m < mc? is

do ahc ’ 9
dQ ~ \4Ksin?0 (1+3cos”0),

and the high energy result for K ~ hick > mc? is

do <ahc3+cos29>2

a0 ~ \ 2K sin? @
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21.9 Problems

21.1 We have discussed the non-relativistic limit of the Klein-Gordon field in
the case [(b"(k))| < |(a(k))| using the ansatz (21.14). However, there must also
exist a non-relativistic limit for the anti-particles. How does the non-relativistic
limit work in the case of negligible particle amplitude |{(a(k))| < [{b"(k))|?

21.2 Derive the Hamiltonian density H and the momentum density P for the
real Klein-Gordon field.

21.3 Calculate the non-relativistic limits for the Hamiltonian operator H and
the momentum operator P of the real Klein-Gordon field.

21.4 Derive the energy-momentum tensor for QED with scalar matter (21.2),

. ] m2ct
T,* = —n,"hc? (8p¢+ + 1%¢+Ap) (8% — 1%14%) -t P’ (0]

—77,,“4—;0FMF’°” ¥ hi? (ay¢+ + i%¢+Al,) (aw f i%A”gb)

et (06 +idotar) (9,0 - ikA0) + iFVpFW’.

The corresponding densities of energy, momentum, and energy current are

H=T"= %“EQ + ;EBQ + %&qﬁ*qﬁ +h (gi>+ - i%¢+¢>) <¢ + i%@qﬁ)
he? <V¢+ n i%wA) : (Vqs - i%Agb), (21.117)

P %eiT’D —wExB-—h (q's+ - i%qb*@) (qu - i%fhb)

“h (V¢+ + i%¢+A) (é + i%<1>¢),
S = ce; TV = *P.

21.5 Show that the junction conditions (21.22) are necessary and sufficient to
ensure that the Klein-Gordon equation holds at the step of the potential.

21.6 Calculate the boson number operator
Ny = / @k (a* (K)a(k) + b (k)b(k))

for the free Klein-Gordon field in @ representation.

21.7 Show that scattering of a Klein-Gordon field off a hard sphere yields
the same result (11.29) as the non-relativistic Schrédinger theory, except that
the definition k = v2mE /h (where F is the kinetic energy of the scattered
particle) is replaced by

1

The hard sphere is taken into account through a boundary condition of van-
ishing Klein-Gordon field on the surface of the sphere, like the condition on
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the Schrodinger wave function in Section 11.3, i.e. we do not model it as a
potential. We could think of the hard sphere in this case as arising from a hy-
pothetical interaction which repels particles and anti-particles alike (just like
gravity is equally attractive for particles and anti-particles).

21.8 You could also model an impenetrable wall for a Klein-Gordon field in
the manner of the hard sphere of Poblem 7. Which wave function for the
Klein-Gordon field do you get if the impenetrable wall prevents the field from
entering the region x > 07 Why does this result not contradict the Klein para-
dox?

21.9 Calculate the current operator J = [d3z j for the free Dirac field in the
Dirac representation.

21.10 Calculate the fermion number operator

(/&k D (b (R)bs(k) + df (Kk)d.(K)]

se{l,1}

for the free Dirac field in @ representation.

21.11 Calculate the reflection and transmission coefficients for a Dirac field
of charge ¢ in the presence of a potential step ¢®(x) = V(z) = VO(z). How
do your results compare with the results for the Klein-Gordon field in Sec-
tion 21.27

21.12 Derive the limit (3.37) on the usability of (3.31) for free single-particle
wave functions from equation (21.70). Show that at the distance d from the
center of the wave packet the positron component cannot be neglected any

more, |¢/1] ~ 1.

21.13 Derive the relation (21.87) between the differential scattering cross sec-
tion and the scattering amplitude in box normalization.

21.14 Calculate the differential scattering cross section dog.qa—k:q/dS2 for
electron-photon scattering with polarized initial photons, i.e. sum over the
polarizations of the scattered photons but do not average over the initial po-
larization.

21.15 Show that the differential scattering cross sections (21.104,21.106) for
Compton scattering can also be written in the form

25K +q' — k — q)

3 133 1Y
dUO;q,a%k’ iq ! — =d’k d

4m|q||q'|E(K')
la'l lal
x| 4(ea(q) - ex(q))? PR : (21.118)
doo,q.0—q-q'q o' ( ahlq| )2 < |q | | | )
9, i ) = 4€o¢q'€o/q 4+ 2 = —921.
70 Smelql (eala) - €x(q))? PR

21.16 Calculate the kinetic energy imparted on the recoiling electron in
Compton scattering as a function of |g| and 6.






Appendix A: Lagrangian
Mechanics

Lagrangian mechanics is not only a very beautiful and powerful formulation of
mechanics, but it is also the basis for a deeper understanding of all fundamental
interactions in physics. All fundamental equations of motion in physics are
encoded in Lagrangian field theory, which is a generalization of Lagrangian
mechanics for fields. Furthermore, the connection between symmetries and
conservation laws of physical systems is best explored in the framework of the
Lagrangian formulation of dynamics, and we also need Lagrangian field theory
as a basis for field quantization.

Suppose we consider a particle with coordinates x(t) moving in a potential
V(x). Then Newton’s equation of motion

m& = —VV(x)

is equivalent to the following statement (Hamilton’s principle, 1834): The
action integral

Sla] = /tldtL(:c,:b) - /tldt (%ﬁ - V(a,-))

to to

is in first order stationary under arbitrary perturbations x(t) — x(t) + dx(t)
of the path of the particle between fixed endpoints x(ty) and x(¢;) (i.e. the
perturbation is only restricted by the requirement of fixed endpoints: dx(ty) =
0 and dz(t1) = 0). This is demonstrated by straightforward calculation of the
first order variation of S,

0S[x] = Sz + dx] — S[x] = /tldt [m& - d& — ox - VV (x)]

to

t1

= —/ dtox- (m& + VV(x)). (A1)
to

Partial integration and dx(ty) = 0, dz(t;) = 0 were used in the last step.

Equation (A.1) tells us that §S[x] = 0 holds for arbitrary path variation with

fixed endpoints if and only if the path a(t) satisfies Newton’s equations,

m& + VV(x) = 0.
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This generalizes to arbitrary numbers of particles (x(t) — x;(t), 1 < I < N),
and to the case that the motion of the particles is restricted through con-
straints, like e.g. a particle that can only move on a sphere!'!. In the case of
constraints one substitutes generalized coordinates ¢;(¢) which correspond to
the actual degrees of freedom of the particle or system of particles (e.g. polar
angles for the particle on the sphere), and one ends up with an action integral
of the form

t1

Sla) = / dt L(q, ).
to

The function L(q,q) is the Lagrange function of the mechanical system with

generalized coordinates ¢;(t), and a shorthand notation is used for a mechanical

system with N degrees of freedom,

(q7q) = (ql(t)an(t)'/ cee an(t)>Q1(t)v qQ(t)’ s 7q'N(t))'

First order variation of the action with fixed endpoints (i.e. dq(to) = 0,
dq(t1) = 0) yields after partial integration

" oL oL
65[g] = Slg + dq] — Slg] = / dt (Z 5qz-a—q_ +) 5%8—4)
to i P i

o oL d OL\
_ (oL _doLy A2
/to dat zi:éq’ <8qi ar aqi>’ (A-2)

where again fixation of the endpoints was used.

dS[q] = 0 for arbitrary path variation ¢;(t) — ¢;(t)+0d¢;(t) with fixed endpoints
then immediately tells us the equations of motion in terms of the generalized
coordinates,

oL d oL
= (A.3)
Jg;  dt 0¢;

These equations of motion are called Lagrange equations of the second kind
or Euler-Lagrange equations or simply Lagrange equations. The quantity

0L
94
is denoted as the conjugate momentum to the coordinate g;.
The conjugate momentum is conserved if the Lagrange function depends only
on the generalized velocity component ¢; but not on ¢;, dp;/dt = 0.
Furthermore, if the Lagrange function does not explicity depend on time, we
have

dL oL

ak _ i+ 2
at ~ P aqﬂ

Di

1 And it also applies to relativistic particles, see Appendix B.
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The Euler-Lagrange equation then implies that the Hamilton function
H=p4— L

is conserved, dH /dt = 0.

For a simple example, consider a particle of mass m in a gravitational field
g = —ge,. The particle is constrained so that it can only move on a sphere
of radius r. An example of generalized coordinates are angles 1, ¢ on the
sphere, and the Cartesian coordinates {X,Y, Z} of the particle are related to
the generalized coordinates through

X(t) = rsind(t) - cosp(t),
Y(t) = rsind(t) - sinp(t),
Z(t) = rcosd(t).

The kinetic energy of the particle can be expressed in terms of the generalized
coordinates,

m m
-2
= —p° = —

: . (X2 YV 22) - %w (@2 + PP sin? 19) ,
and the potential energy is

V =mgZ = mgr cos 9.
This yields the Lagrange function in the generalized coordinates,

L= %7"2 —mgZ = %7‘2 (192 + % sin? 19) — mgr cos v,

and the Euler-Lagrange equations yield the equations of motion of the particle,

¥ = @*sind cos V) + 9 sin v, (A4)
r
4 (¢sin®¥) = 0. (A.5)
dt
The conjugate momenta
oL 9
y = — = mr-
Py Py
and
2. o2
Do = =— = mr-sin® Y
® agp

are just the angular momenta for rotation in ¥ or ¢ direction. The Hamilton
function is the conserved energy
. v P2
H=pgd+p,p—L=-"=+ £ —— +mgrcost = K + U.
PoU T Pep 2mr? - 2mr?sin® 9 g
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The immediately apparent advantage of this formalism is that it directly yields
the correct equations of motion (A.4,A.5) for the system without ever having
to worry about finding the force that keeps the particle on the sphere. Beyond
that the formalism also provides a systematic way to identify conservation laws
in mechanical systems, and if one actually wants to know the force that keeps
the particle on the sphere (which is actually trivial here, but more complicated
e.g. for a system of two particles which have to maintain constant distance), a
simple extension of the formalism to the Lagrange equations of the first kind
can yield that, too.
The Lagrange function is not simply the difference between kinetic and po-
tential energy if the forces are velocity dependent. This is the case for the
Lorentz force. The Lagrange function for a non-relativistic charged particle in
electromagnetic fields is

m

L= 2:b2+q:b-qu<I>.

This yields the correct Lorentz force law m& = q(E + v x B) for the parti-
cle, cf. Section 15.1. The relativistic versions of the Lagrange finction for the
particle can be found in equations (B.24,B.25).

Direct derivation of the Euler-Lagrange equations for
the generalized coordinates ¢, from Newton’s equation
in Cartesian coordinates

We can derive the Euler-Lagrange equations for the generalized coordinates of
a constrained N-particle system directly from Newton’s equations. This works
in the following way:

Suppose we have N particles with coordinates 2/, 1 < i < N, 1 < j < 3,
moving in a potential V(1. n). The Newton equations

—(myzi)

1o}
7 V(z1.n)=0

t oz

can be written as

(%ajj - %) (% Z mEy — V(f'fl...N)) =0, (A.6)
! ' k

or equivalently

(& 0o 9

)L($1...N-, x,.n) =0, (A7)
with the Lagrange function

. 1 .
L(331...N, wlmN) = 5 Zmﬁﬂf - V(wlmN)- (A~8)
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If there are C' holonomic constraints on the motion of the N-particle system,
we can describe its trajectories through 3N — C' generalized coordinates g,,
1<a<3N-C:

! = 2 (¢,1). (A.9)

Note that in general z;7(¢, t) will implicitly depend on time ¢ through the time
dependence of the generalized coordinates g,(t), but it may also explicitly
depend on ¢ because there may be a time dependence in the C' constraints.
(A simple example for the latter would e.g. be a particle that is bound to a
sphere with time-dependent radius R(¢), where R(¢) is a given time-dependent
function.)

The velocity components of the system are

dIij 3xij 8Iij

b = = i . A.10
. T "o o (A.10)

This implies in particular the equations

63[:/ - Oxﬂ

= A1l
9qa 0qq ( )
and
Ot Pa? 82$-j
. — A12
90~ 2 Vag.00, " G0, (A.12)
Substitution of (A.11) into (A.12) yields
81'1 a IZ 82j:ij
. A3
90~ 2 Wagn, " aion, (A.13)
Equation (A.11) also yields
0Pid
5%3% o
and this implies with (A.13)
— qu : (A.14)

dt aq aqb aqa ataQa aCIa

With these preliminaries we can now look at the following linear combinations
of the Newton equations (A.7):

dz? sd OL oL
> u araws ~awa) =°
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Insertion of equations (A.11,A.14) yields

)

7 8q’a dt (9:[1] aqa 8$ij dt aq'a Bqa aIZ]
or after combining terms:

d (027 OL\ OL
dt ZJ ( da a:bia') “ o (A.15)

However, the coordinates z;/ are independent of the generalized velocities ¢,
and therefore equation (A.15) is just the Lagrange equation (A.3):

d9L(q,q)  0L(g,q) _
s S0 0 (A.16)




Appendix B: The Covariant
Formulation of Electrodynamics

Electrodynamics is a relativistic field theory for every frequency or energy of
electromagnetic waves because photons are massless. Understanding of elec-
tromagnetism and of photon-matter interactions therefore requires an under-
standing of special relativity. Furthermore, we also want to understand the
quantum mechanics of relativistic electrons and other relativistic particles, and
the covariant formulation of electrodynamics is also very helpful as a prepara-
tion for relativistic wave equations like the Klein-Gordon and Dirac equations.

Lorentz transformations

The scientific community faced several puzzling problems around 1900. Some
of these problems led to the development of quantum mechanics, but two of
the problems motivated Einstein’s Special Theory of Relativity:

e In 1881 and 1887 Michelson had demonstrated that light from a terrestrial
light source always moves with the same speed ¢ in each direction, irrespective
of Earth’s motion.

e The basic equation of Newtonian mechanics, F = d(mu)/dt, is invariant
under Galilei transformations of the coordinates:

t'=t, ' =x— vt (B.1)

Therefore any two observers who use coordinates related through a Galilei
transformation are physically equivalent in Newtonian mechanics.

However, in 1887 (at the latest) it was realized that Galilei transformations
do not leave Maxwell’s equations invariant, i.e. if Maxwell’s equations describe
electromagnetic phenomena for one observer, they would not hold for another
observer moving with constant velocity v relative to the first observer (because
it was assumed that the coordinates of these two observers are related through
the Galilei transformation (B.1)). Instead, Voigt (1887) and Lorentz (1892-
1904) realized that Maxwell’s equations would hold for the two observers if
their coordinates would be related e.g. through a transformation of the form

t — — vt
o = Ao o zovt g, (B.2)
V1= (/) V1= (v?/e?)
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and they also realized that coordinate transformations of this kind imply that
light would move with the same speed ¢ in both coordinate systems,

Ar? + Ay? 4+ A2 — AP = Ax”? + Ay? + A2? — AA”. (B.3)

Voigt was interested in the most general symmetry transformation of the wave
equations for electromagnetic fields, while Lorentz tried to explain the results
of the Michelson experiment.

In 1905 Einstein took the bold step to propose that then the coordinates
measured by two observers with constant relative speed v must be described
by transformations like (B.2), but not by Galilei transformations'?. This was a
radical step, because it implies that two observers with non-vanishing relative
speed assign different time coordinates to one and the same event, and they
also have different notions of simultaneity of events. The same statement in
another formulation: Two different observers with non-vanishing relative speed
slice the four-dimensional universe differently into three-dimensional regions
of simultaneity, or into three-dimensional universes. Einstein abandoned the
common prejudice that everybody always assigns the same time coordinate to
one and the same event. Time is not universal. The speed of light in vacuum
is universal.

In the following we use the abbreviations

=2 =
=2 ’y_\/m.

The transformation (B.2) and its inversion then read

e =5(ct — px), 2 =v(x—Pct), v =y, 2=z, (B.4)
ct =~(ct' + pz'), x=~(2"+ Bct’). (B.5)
The spatial origin ' = ¢ = 2/ = 0 of the (ct/,2',y/,2') system satisfies

x = fet = vt (use ' =0 in 2’ = y(a — fet)), and therefore moves with veloc-
ity ve, relative to the (ct,z,y, z) system. In the same way one finds that the
spatial origin of the (ct, x,y, z) system moves with velocity —ve!, through the
(ct',2',y', 2") system. Therefore this is the special Lorentz transformation be-
tween two coordinate frames with a relative motion with speed v in z-direction
as seen from the unprimed frame, or in (—2’)-direction as seen from the primed
frame.

Equation (B.2) tells us that for motion in a certain direction (z-direction in
(B.2)), the coordinate in that direction is affected non-trivially by the tran-
formation, while any orthogonal coordinate does not change its value. This
immediatey allows for a generalization of (B.2) in the case that the relative
velocity v points in an arbitrary direction.

12This idea was also enunciated by Poincaré in 1904, but Einstein went beyond the
statement of the idea and also worked out the consequences.
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It is convenient to introduce a rescaled velocity vector 8 = v / c and the cor-
responding unit vector 8 = B/8 = v/v. The (3 x 3)-matrix 8 ® BT projects
any vector & onto its component parallel to 3,

z3=pop"
while the component orthogonal to 3 is
Tig=T—x)3= 1-Bep") =

From the form of the special Lorentz transformation (B.2) we know that the
coordinate |z)g| parallel to v will be rescaled by a factor

1 _ 1
VI—(2/2)  1-p52

and be shifted by an amount —yvt = —vfct. Similarly, the time coordinate ct
will be rescaled by the factor v and be shifted by an amount —3|x)g|. Finally,
nothing will happen to the transverse component ;g. We can collect these
observations in a (4 x 4)-matrix equation relating the two four-dimensional
coordinate vectors,

c"\ y BT ct

a! -8 1-Bep' +8a " z
This is the general Lorentz transformation between two observers if the spatial
sections of their coordinate frames were coincident at ¢ = 0. The most general

transformation of this kind also allows for constant shifts of the coordinates
and for a rotation of the spatial axes,

(ct’>_( gl A )‘<10T>'<ctcT>
@) \-18 1-Bep"+8ep") \OR) \z-X )’

(B.6)

’y:

where R is a 3 x 3 rotation matrix. Without the coordinate shifts this is
the most general orthochronous Lorentz transformation, where orthochronous
refers to the fact that we did not include a possible reversal of the time axis.
With the coordinate shifts included, (B.6) is denoted as an inhomogeneous
Lorentz transformation or a Poincaré transformation. The Poincaré transfor-
mations (B.6) and the subset of Lorentz transformations (7" = 0, X = 0) form
the Poincaré group and the Lorentz group, respectively. The Lorentz group
is apparently a subgroup of the Poincaré group, and the rotation group is a
subgroup of the Lorentz group.

In four-dimensional notation the 4-vector of coordinates is z# = (ct, ), and
the 4-vector short hand for equation (B.6) is

"= AR (2 — XY). (B.7)
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where the (4 x 4) transformation matrix A is

VR —pT 107
A{A/”}_<—vﬁl—ﬁ®ﬁT+vﬁ®BT>'<OE>' (B8)

A homogeneous Lorentz transformation of this form is denoted as a proper
orthochronous Lorentz transformation if we also exclude inversions of an odd
number of spatial axis, which is equivalent to the requirement detR = 1.

We will see below that it plays a role where we attach the indices for the explicit
numerical representation of the matrix A in terms of matrix elements. Usually,
if a matrix is given for A without explicitly defining index positions, the default
convention is that it refers to a superscript row index and a subscript column
index, as above, A = {A#,}. This is important, because as soon as a boost is
involved (i.e. B # 0), we will find that e.g.

Aﬂx/(ﬁ) = Auu(fﬁ) 7é Auu(ﬁ)

The transformation equation (B.6) is the general solution to the following prob-
lem: Find the most general coordinate transformation {ct, z} = {ct, z,y, 2} —
{ct',x'} = {ct',2',y/, '} which leaves the expression Az? — ¢?At? invariant,
i.e. such that for arbitrary coordinate differentials cAt, Ax we have

Az® — AL = Az — AL, (B.9)

This equation implies in particular that if one of our observers sees a light
wave moving at speed ¢, then this light wave will also move with speed ¢ for
the second observer,

Ax? — AP =0 & Az? — AP =0.

In fact it suffices to require only that anything moving with speed ¢ will also
have speed ¢ in the new coordinates, and that the spatial coordinates are
Cartesian in both frames. Up to rescalings of the coordinates the most general
coordinate transformation is then the general inhomogeneous Lorentz trans-
formation (B.6).

Any constant offset X* between coordinate systems vanishes for differences
of coordinates. Equation (B.7) therefore implies the following equation for
Lorentz transformation of coordinate differentials,

dx'" = A* dx®. (B.10)
The condition (B.9),

dx® — Adt* = dx* — Adt”
can also be written as

Nuwdada" = napdrde’ (B.11)
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with the special (4 x 4)-matrix (1 is the 3 x 3 unit matrix)

-1 0"
Ny = 0 1 3

Equation (B.9) also implies

Nuwdz™dy"” = nasdz®dy’
for any pair of Lorentz transformed 4-vectors dz and dy (simply insert the
4-vector dx + dy into (B.11)). This implies that Lorentz transformations leave
the Minkowski metric 1, invariant:

UHVA“,IAV/g = 7’]01/3. (Bl?)

If we multiply this equation with the components 7?7 of the inverse Minkowski
tensor, we find

n#VA“aA”Bnﬁ” =0 =n,".

This tells us a relation between the (4 x 4)-matrix A with “pulled indices” and
its inverse A~1:

A =N = (A1), (B.13)

Explicitly, if

- (o seiPisos) (25)
Y -8 1-B@ BT +18® BT 0R

then
g 18" 10"
AJY = AP} = 4 o A 3o A ) :
{M} {nuﬂ n } (751ﬁ®ﬁT+7/6®/6T> (05
We can also “pull” or “draw” indices on 4-vectors, e.g. dr, = napdr’® =

(—cdt, dx). Let us figure out how this 4-vector transforms under the Lorentz
transformation (B.10):

dr), = nuda" = 9, N odz® = NN an®Pdrs = A, Pdrg = deg(A™1)°,.

4-vectors with this kind of transformation behavior are denoted as covariant
4-vectors, while dz* is an example of a contravariant J-vector. Another example
of a covariant 4-vector is the vector of partial derivatives

9 (10
3#@(2&”)
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We can check that this is really a covariant 4-vector by calculating how it
transforms under Lorentz transformations. According to the chain rule of dif-
ferentiation we find

0 Jz* 0

= 0a . Oan 0z

However, we have

A

dz® = (A=1)*,dx"™
and therefore
a:l. = (A_l)a#aa = Apaaow

Pairs of co- and contravariant indices do not transform if they are summed over.
Assume e.g. that F*? are the components of a 4 x 4 matrix which transform
according to

Fo8 — FW — A# NG FOP

The combination 0,F*® then transforms under Lorentz transformations
according to

G = NN gAY FP = N 50 FP7 = NY 8, F™,

i.e. the summed index pair does not contribute to the transformation. Only
“free” indices (i.e. indices which are not paired and summed from 0 to 3)
transform under Lorentz transformations.

The manifestly covariant formulation of electrodynamics

Electrodynamics is a Lorentz invariant theory, i.e. all equations have the same
form in all coordinate systems which are related by Poincaré transformations.
However, this property is hardly recognizable if one looks at Maxwell’s equa-
tions in traditional notation,

1
V.-E=—p, VxE+ﬁB:07
€0 ot

10
V-B=0, VxB-—=—FE=j.
) X 20t HoJ

“Lorentz invariance” seems far from obvious: How, e.g. would the electric and
magnetic fields transform under a Lorentz transformation of the coordinates?
Apparently we seem to have three 3-dimensional vectors and one scalar in the
equations. We can combine the current density j and the charge density o into
a current 4-vector

3" = (ec,3).
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For the field strengths it helps to recall that the homogeneous Maxwell’s equa-
tions are solved through potentials @, A,

B=V x A, E:—%A—V@.

If one combines the potentials into a 4-vector
A# = (7‘1)/07 A)7

it is possible to realize that the electromagnetic field strengths FE;, B; are
related to antisymmetric combinations of the 4-vectors d,, A,,

0 —Ey/¢c —Ey/c —E3/c
EI/C 0 Bd —BQ
EQ/C —Bg 0 Bl
Eg/C BQ *Bl 0

Fu,=0.A, —0,A, =

This electromagnetic field strength tensor F was introduced by Minkowski in
19078, F,, are its covariant components. The contravariant components of F
are

0 El/C EQ/C Eg/C
—El/C 0 Bg —Bg
—EQ/C —Bg 0 B1
—E3/C BQ —Bl 0

Fi = e PFs = P A — QP AP =

From this one can easily read off the transformation behavior of the fields
under Lorentz transformations,

H = 2 = AP 2,

Oy — 0, = A 00,

AH(IL') — A;L((L'l) — A;I,QAQ(.’IJ)

Fou(x) = Fp,(a') = 9,4, (a") = 9,4, (¢") = AN (0aAp(2) — D5 Aa(2))
= NN Fop(2).

Evaluation of F! (2') for a boost

Qv

P A Bt
{Al”}_<—7ﬂl—ﬂ®ﬂT+vﬁ®ﬁT>

13H. Minkowski, Math. Ann. 68, 472 (1910).
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yields with 8 =wv/c

E'(2.¢) = 7(E(z,t) +v x B(z,)) — (= 1)3(8- E(z.1))

= W(E(:v,t) +v x B(:c,t)) - W;y—l)cgv(v-E(:c,t)),

Bz 1) = 'y(B(w,t) - 0121; X E(a:,t)) oy 1),@(,@1 : B(w,t))
= 7<B(w,t) - év X E(a:,t)) - ﬁv(v-B(m,t))A

Electric and magnetic fields mix under Lorentz transformations, i.e. the dis-
tinction between electric and magnetic fields depends on the observer.
The equations

8;LF#V = —poj”
are the inhomogeneous Maxwell’s equations

1 10
V-E=—p, VxB—-——F =uyj,
609 X 2ot HoJ

while the identities (with the 4-dimensional e-tensor, €23 = —1)

MOV, = 20,0, A, = 0

are the homogeneous Maxwell’s equations

V-B=0, V><E+%B:O.

These identities can also written in terms of the dual field strength tensor

0 —-By —-By —Bj
- 1 B 0 Es/c —Ey/c
w . Z pvaf _ 1 3 2
Fr=5d™ s =\ g, Byje 0 Eie
Bg EQ/C —El/C 0

as
O, =0,

The gauge freedom A, (z) — A (z) = Au(x) + J,f(z) apparently leaves the
field strength tensor F),, invariant. In conventional terms this is

() = 0(z) - f(x), Al(x) = Ax) + V().
We have written Maxwell’s equations explicitly as equations between 4-vectors,

O™ = —pgj¥, 9" =0,
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and this ensures that they hold in this form for every inertial observer. This
is the form invariance (or simply “invariance”) of Maxwell’s equations under
Lorentz transformations.

With the identification of the current 4-vector j# = (gc,7), the local con-
servation law for charges can also be written in manifestly Lorentz invariant
form,

3]
el =0 it =
athrV J=0uJ )

Relativistic mechanics

In special relativity it is better to express everything in quantities which trans-
form linearly with combinations of the matrices A and A1, As a consequence
of the transformation law

da'™ = A", dz", (B.14)

ordinary velocities dx/dt and accelerations d?x/dt? transform nonlinearly un-
der Lorentz boosts, due to the transformation of the time coordinates in the
denominators. Therefore it is convenient to substitute the physical velocities
and accelerations with “proper” velocities and accelerations, which do not re-
quire division by a transforming time parameter ¢.

Suppose the 2'-frame is the frame of a moving object. In its own frame the
trajectory of the object is &’ = 0. However, we know that the Lorentz trans-
formation (B.14) leaves the product dz#dx, invariant,

da'dx!, = da” — Fdt? = da"dx, = da® — Adt*.

Therefore we have in particular for the time dt’ = dr measured by the moving
object along its own path '’ =0

1 2
dr® = dt’ — da® = (1 = ”—2> de?,
¢ c
i.e. up to a constant
T = /dt\/l — (v?/c?) = /ﬂ
Y

This is an invariant, i.e. it has the same value for each observer. Every ob-
server will measure their own specific time interval At between any two events
happening to the moving object, but all observers agree on the same value

At
AT = /0 dt /1 — (v?/c?)

which elapsed on a clock moving with the object.
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The time A7 measured by an object between any two events happening to the
object is denoted as the proper time or eigentime of the object.

The definition of eigentime entails a corresponding definition of the proper
velocity or eigenvelocity of an object in an observer’s frame: Divide the change
in the object’s coordinates dx in the observer’s frame by the time interval dr
elapsed for the object itself while it was moving by da:

dx dx

This is a hybrid construction in the sense that a set of coordinate intervals
dx measured in the observer’s frame is divided by a coordinate interval dr
measured in the object’s frame'4.

The notion of proper velocity may seem a little artificial, but it is useful because
it can be extended to a 4-vector using the fact that {daz#} = (d2°,dx) =

(cdt,dx) is a 4-vector under Lorentz transformations. If we define

o el
dr  dr e
then
Ut =da"/dr = (U°,U) = 7(c,v)

is a 4-vector which tranforms according to U* — U* = A*,U® under Lorentz
transformations. This J-velocity vector satisfies

U? = UrU, = n, UPUY = U2 — (U°)? = 2.

The conservation laws

Zpizn) _ ZPEOUU
Ez(m) _ Ei(out)
2EL

for momentum and energy in a collision would not be preserved under Lorentz
transformations if the nonrelativistic definitions for momentum and energy
would be employed, due to the nonlinear transformations of the particle ve-
locities. This would mean that if momentum and energy conservation would
hold for one observer, they would not hold for another observer with different
velocity!

However, the conservation laws are preserved if energy and momentum trans-
form linearly, like a 4-vector, under Lorentz transformations. We have already
identified 4-velocities {U*} = 7(c, v) with the property limg_,o U = v.

“There is a limit v < ¢ on the physical speed v = |v| of moving objects. No such limit
holds for the “eigenspeed” |U]|, but the speed of signal transmission relative to an observer
is v, not |U|.
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This motivates the definition of the /-momentum
" =mU° p=mU,

i.e. the relativistic definition of the spatial momentum of a particle of mass m
and physical velocity v is
mu

The physical meaning of the fourth component

p=mU =ymv = (B.15)

mc

0 0
=mU" =vymc = ——————
P K = (/&)

can be inferred from the nonrelativistic limit: v < ¢ yields

0 v
~mcll+—]).
p mc( + 202)

This motivates the identification of cp® with the energy of a particle of mass
m and speed v:

me?

E=cp’ =yme® = W (B.16)
Division of the two equations (B.15) and (B.16) yields

v = cg%, (B.17)
and subtracting squares yields the relativistic dispersion relation

E? — *p* = m2ch. (B.18)
This is usually written as p,p* = —m?c%.

Equations (B.18) and (B.17) imply in particular for massless particles the
relations ¥ = ¢p and v = c.

For the formulation of the relativistic version of Newton’s law, we observe that
the rate of change of 4-momentum with eigentime defines a 4-vector with the
units of force,

d dx*  dp’ d

= — = y—ph.

= — =
L e T

It transforms linearly under Lorentz transformations because we divided a
4-vector da* or dp” by invariants d72 or dr, respectively.
By convention one still defines three-dimensional forces according to

d 1

F=—p=_
7 vf’



478 B. The Covariant Formulation of Electrodynamics

i.e. F' is not the spatial component of a 4-vector, but f = v F is.
For the 0-component f° we find with the relativistic dispersion relation £ =

AN d L aE
dr " ar a \" ) T e " T e T VP

P =
p d v d v

=" ._"p=2".F B.19

/p? + m2c? P T arP T f ( )

The 4-vector of the force is therefore

Multiplication of (cf. (B.19))

dE v
it f
Tc ¢
with ¢/~ gives energy balance in conventional form,

d c

d
v-—p=v-F.

d
dt A /p2 + m202p dtp dt

Note that the force 4-vector satisfies the relation
fuft == (f°)? = F?, (B.20)

i.e. the conventional three-dimensional force F' has the interesting property
that |F'| is Lorentz invariant.

The nonrelativistic Newton equation for motion of a charged particle in elec-
tromagnetic fields contains the Lorentz force

F =qFE +qv x B.

We can get a hint at how the relativistic equation has to look like by expressing
this combination of fields in terms of the field strength tensor

0 —El/C _EQ/C —Eg/C
El/C 0 Bg _B2
EQ/C —Bd 0 Bl
E3/C BQ —Bl 0

F‘;w = auAl/ - auA;t =

or
) ) . dx9 ) )
E' = cFig = Flod—“;, e BY = F'.

The latter equation implies

(’U X B)l = EiijjBk = Fij’Uj,
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and therefore

) ) S dx” - da? o dx?
F' = qF' + q¢' v’ B¥ = qF'g—— + qF'j—— = qF',——.
q +q5]kv qr o dt +q J dt q dt

This would be a spatial part of a 4-vector if we would not derive with respect
to the laboratory time ¢, but with respect to the eigentime 7 of the charged
particle:

dz”

fr=n -

The time component is then

da’ 1 dat
1O =qF" =07 B =7 E

and the electromagnetic force 4-vector is

dx¥
m=qF",
1 dr

= (v¢B-E,vq(E +v x B)).

The equation of motion of the charged particle in 4-vector notation is therefore

dex" o da
PR S
or
mit(r) = qF*,(z(1))a" (). (B.21)

The time component yields after rescaling with ¢/ again the energy balance
equation

o qu- E. (B.22)

The spatial part is after rescaling with 1

d

7P = q(E+v x B), (B.23)
The only changes in (B.22,B.23) with respect to the nonrelativistic equations
are the velocity dependences of E and p:

mv m62

L S P L —
VIS T Vi e

The equations (B.21) are completely equivalent to equations (B.23) and (B.22).
Note that equation (B.22) is a consequence of (B.23) just like the equation
(B.21) with p = 0 is also a consequence of the other three equations with
spatial values for p.
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The virtue of equations (B.21) is the manifest covariance of these equations,
since linearly transforming equations between 4-vectors must hold in every
inertial frame. Contrary to this, covariance is not apparent in the equations
(B.22,B.23), but since they are equivalent to the manifestly covariant equations
(B.21), they also must hold in every inertial frame. Covariance is only hidden
in the nonlinear transformation behavior of equations (B.22,B.23). However,
for practical purposes the equations (B.22,B.23) are often more useful.

The relativistic Lagrange function for a charged particle in terms of the labo-
ratory time ¢ is

Ly = —mey/e? = a2(t) + qi(t) - A(z(1), 1) — q@(2(1),1). (B.24)

This yields the canonical momentum

OL ) mecv
can = T = A= 147

and the equations of motion in the form (B.23). The relativistic action is

S = /dt Ly = /(—mcv c2dt? — dx? + qdx - A — th@)

dxt dxv dxt
= /dT (—mcv _77/1.1/?? + qA;LF> = /dT L. (B.25)

The formulation in terms of the eigentime 7 of the particle yields the canon-
ical momentum (use 7, (dz"/d7)(dz" /dT) = —c* from the equation *dr? =
—ndrtdz? after the derivative)

oL dx”
Pean,u = W(;) = mnuu? + un =Pu+ qu

and the Lagrange equation is the manifestly covariant formulation (B.21) of
the equations of motion.

The gauge-dependent contributions ¢A, to the conserved momenta disappear
in the fully covariant energy-momentum tensor of a classical charged particle
of mass m and charge ¢ coupled to electromagnetic fields,

1 1

T = /T <FVPFW — Zn,,”FpUF”“> + /dT mcU, (7)) U (7)d(x — x(7))
0
1 v, vH

S(z — x(t).  (B.26)

1
_ up o p po
= o <FVPF 4771/ Fp I > + mc =

Contrary to the 4-velocity U*, the four quantities v* = da*/dt = U* /vy = (¢, v)
are not components of a 4-vector, but still convenient for the representation of
the classical energy-momentum tensor after integration over the eigentime of
the particle.
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The corresponding results for the energy density, energy current density and
momentum density of the classical particle plus fields system are

H:dﬁ:Tm:EEM“LB%pifiﬁ@fx@) (B.27)
2 24tg 2 _ 2 ’ ’
| mciv
S =ce " = —E x B+ ——=0(x — z(t)), B.28
1 1
P = eI = E x B+ ——t_j§(x — z(t)) = =S, (B.29)
c 2 —? c?

and the stress tensor is

: 1 1
T = <E—OE2+—B2>l—eOE®E——B®B
2 2o Ho

+me—2 5@ — (1)), (B.30)

cz —






Appendix C: Completeness of
Sturm-Liouville Eigenfunctions

Completeness of eigenfunctions of self-adjoint operators is very important in
quantum mechanics. Formulating exact theorems and proofs in general situa-
tions is a demanding mathematical problem. However, the setting of Sturm-
Liouville problems with homogeneous boundary conditions in one dimension
is sufficiently simple to be treated in a single appendix.

Sturm-Liouville problems

Sturm-Liouville problems are linear boundary value problems consisting of a
second order differential equation

7= (90 ™) = Vi) + By =0 ()

in an interval @ < # < b and homogeneous boundary conditions'® (Sturm 1836,
Liouville 1837)

¥(a) =0, (b) =0. (C2)

The functions g(x), V(z) and p(z) are real and continuous in a < z < b, and
we also assume that the functions ¢g(z) and g(x) are positive in a < x < b.

In ket notation without reference to a particular representation, we would write
equation (C.1) as

Eo(x)[¢(E)) = %pg(X)pldJ(E» + VE)[P(E)).

We can assume 9(z) = (z|1)(E)) to be a real function, and in this appendix we
always assume that a and b are finite. We also require first order differentiability
of g(z) and continuity of V(x) and o(z).

We can also assume ¢’(a) > 0. We know that ¢'(a) # 0 because ¢'(a) = 0
together with ¢(a) = 0 and the Sturm-Liouville equation (C.1) would imply

15General Sturm-Liouville boundary conditions would only require linear combinations
of ¥ () and ¢'(x) to vanish at the boundaries, but for our purposes it is sufficient to impose
the special conditions ¥ (a) = 0, ¥(b) = 0.

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 483
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9,
© Springer Science+Business Media, LLC 2012
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¥(x) = 0. Furthermore, linearity of the Sturm-Liouville equation implies that
we can always change the sign of ¢(x) to ensure ¥'(a) > 0.
Multiplication of equation (C.1) with ¢(z) and integration yields

H] = / d (g(2)0?(x) + V(@)0* (@) = E / dx o)V (x) = E(b[)

where the last equation defines the scalar product

b
6lo) = [ dz ow)ota)o(o). (©3)
It is easy to prove that (C.3) defines a scalar product since (1)) > 0 and
(¥[¢) =0« ¢(x) =0, and
0 < (Y +AQ[Y + Ad) = (Y[1) + 2M(¥6) + A*(¢]9) (C4)

has a minimum for

o)

(0l0)’

which after substitution in (C.4) yields the Schwarz inequality

(¥16)* < (V) {(d]9).

The Sturm-Liouville equation (C.1) arises as an Euler-Lagrange equation from
variation of the action

Sl = E@Wly) — H[Y]
= / dx (Eo(x)y*(z) — g(2)¢(x) = V(2)¢*(x)) (C.5)

with fixed endpoints 1(a) and ¥ (b).
The stationary values of S[¢] for arbitrary fixed endpoints 1(a) and 1(b) are

Syl = ga)y(a)y(a) — g(b)yy (b)Y (),

on—shell

where the designation “on-shell” means that ¢ (z) satisfies the Euler-Lagrange
equation (C.1) of S[¢].

If we think of the Sturm-Liouville problem as a one-dimensional scalar field
theory, G(z) = 1/4¢°(x) would play the role of a metric in @ < x < b and H [y
would be the energy of the field 1 (x) if ¥(z) is normalized, (¢¥]|¢) = 1.
Suppose 1; () and 1;(x) are solutions of the Sturm-Liouville problem (C.1,C.2)
with eigenvalues F; and Ej, respectively. Use of the Sturm-Liouville equation
(C.1) and partial integration yields

d d

[ €000 = [ deu(o [wsm(@ -2 <g<s>d—£¢i<§>ﬂ
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= [ (Vw9 + 9OV O — @y (o),

and after another partial integration we find

(8~ ) [ d©u©005(6) = 50) () Zos(0) = v3e) i) ).
(C.6)
This equation implies for I; = F;

d d
i.e. ¥;(z) has to be proportional to ¢;(x): There is no degeneracy of eigenvalues
in the one-dimensional Sturm-Liouville problem.
For = b, equation (C.6) implies the orthogonality property

(Ei — Ej){(ilth;) =0

and taking into account the absence of degeneracy yields

(Wil1;) o b

Liouville’s normal form of Sturm’s equation

We can gauge the functions ¢g(z) and o(z) away through a transformation of
variables

£ X = /jdq/ % () = U(X) = (o()g(@)) ().

This yields

0<X<B-= / ,/i U(B) =0,

and the Sturm-Liouville equation (C.1) assumes the form of a one-dimensional
Schrodinger equation,

d?
T VX) = VO U(X) + BU(X) =0 (C.7)
with
_V(z) | g(2)d"(x) +o(z)g"(x) 5g(x)o?*(x)  ¢°(x)
VIX) =2 T 10%(z) 160%(x)  16g(z)o(x)
LI @) (@)
80*(x)

Second order differentiability of o(x) and g(x) is usually assumed. However,
we only have to require continuity of the positive functions o(x) and g(x) since
we can deal with d-function singularities in one-dimensional potentials,.
Equation (C.7) is Liouwville’s normal form of the Sturm-Liouville equation.
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Nodes of Sturm-Liouville eigenfunctions

For the following reasoning we assume that we have smoothly continued the
functions V(z), o(z) > 0 and g(z) > 0 for all values of z € R. It does not
matter how we do that.

To learn more about the nodes of the eigenfunctions v;(x) of the Sturm-
Liouville boundary value problem, let us now assume that ¢ (x, A) and ¢(z, )
are solutions of the incomplete initial value problems

d dip(z, A
e ) = Voo ) - 7 (3052 ) | van =0, (€3)
d dip(x,
pe(@)i(e. ) = V)ola. ) — = (o) LBy =0, ()
dx dx
with A > p, but contrary to the boundary value problem (C.1,C.2) we do not
impose any conditions at x = b. In that case there exist solutions to the

Sturm-Liouville equations for arbitrary values of the parameters A, s, and we
can again require

waN)| _ dela)

_ 0
' dx

> 0.
dx

We recall the following facts from the theory of differential equations: The so-
lution ¢ (x, A) to the initial value problem (C.8) is unique up to a multiplicative
constant, and ¥ (x, A) depends continuously on the parameter A.

The last fact is important, because it implies that the nodes y(\) of ¥(z, \),
P(y(A), ) = 0, depend continuously on A. Continuity of y(A) is used in the
demonstration below that the boundary value problem (C.1,C.2) has a solution
for every value of b.

Multiplication of equation (C.8) with ¢(z, ) and equation (C.9) with ¢ (x, A),
integration from a to x > a, and subtraction of the equations yields

(A=) / "€ o(€)u(E N(E. )

a

- [ [w(a»d% (g@)wfé “)) V() (g@ﬂ‘”fg A)ﬂ
di(z, \)

— (o) (e N ) PR, (.10

Now assume that y(u) is the first node of ¢(z, ) larger than a:

U(y(p),p) =0, y(u) > a.
Substituting = y(u) in (C.10) yields

y(1) x
= [ e et Vot ) = oyl )

r=y(n)

(C.11)
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We know that
(A= wo(x)Y(x,p) >0

for a < x < y(p) and that

g(y(u))M <0.

dx z=y(n)

This implies 9 (x, A) must change its sign at least once for a < x < y(u), and
in particular y(\) < y(u):
The location of the leftmost node y(\) > a of the function i(x, \) moves closer
to a if X increases.
We are not really concerned with differentiability properties of the leftmost
node y(A), but we can express the previous observation also as
dy(A)

y()\) > a, W < 0.
Now assume that A is small enough'® so that even y(\) > b. Then we can
increase the parameter A until we reach a value A = E; such that y(E;) = b.
This is then the lowest eigenvalue of our original Sturm-Liouville boundary
value problem (C.1), and the corresponding eigenfunction is

() = P(z, A = En). (C.12)

The eigenfunction y(x) for the lowest eigenvalue Ey has no nodes in
a<x<b.
Now we consider the first and the second node of ¥ (x, ) for z > a,

a<y(p) =ylp) <ya(p), Y(p),u) =0, Y(ya(p),n) =0,

and we integrate from (i) to yo(p),

y2 (1)
<A—uy/()dxmm¢@a»¢@ﬁo

[l )t )

— () (), N L)

dz x=y2 (k)

0l (09) s (), ) )

r=y1(n)

16The alert reader might worry that all y(\) might be smaller than b, so that there is no
finite small value A with y(\) > b, or otherwise that all y(\) might be larger than b, so that
no finite value Ey with y(E;) = b would exist. These cases can be excluded through Sturm’s
comparison theorem, to be discussed later.
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We know
(A= o)z, 1) <0

for y1 () <@ <yo(p), and
o) B 0 ()

z=y1(p)

dy(x, p)

> 0.

w=yo(11)

This tells us that ¢(x, A) has to change sign in the interval y; (1) < & < ya(p),
i.e. it must have at least one node there. We know that the first node y; () <
y1(p) is outside of this interval. Therefore we can infer that at least the second
node ya(A) of ¢(x, A) must be smaller than yo(p1): y2(A\) < ya(u). We can repeat
this reasoning for the pair of adjacent nodes y,,—1 (1), yn (1) of ¥(z, 1), and we
always find for A\ > p that y,(\) < yn(u),

a<yn(A), P(yn(A),A) =0, dycyzl/(\k)

All nodes of the function (x, ) on the right hand side of x = a move closer
to a if \ increases.

Therefore we can repeat the reasoning above which had let us to the first
solution ¥ (z) with eigenvalue E; of our Sturm-Liouville problem. To find the
second eigenfunction, we increase A > Fj until we hit a value A = FE, such
that yo(Es) = b, and the corresponding eigenfunction

Vo(x) = Y(x, Ea)

will have exactly one node y;(Es) in the interval, a < y;(E») < b.
The corresponding result for y,,(A) tells us that in the nth step we will find a
parameter A\ = F,, with y,(E,) = b and eigenfunction

wn(x) = ¢(iﬂ, E,),

and this function will have n — 1 nodes a < y1(E,) < y(B,) < ... <
Yn—1(Fy) < yn(Ey) = b inside the interval.

< 0.

Sturm’s comparison theorem and estimates
for the locations of the nodes y,()\)

Sturm’s comparison theorem makes a statement about the change of the nodes
yn > a of the solution ¥ (x, A) of

d dip(xz, A
2 (0™ 4 te) VD o) =0, vla ) =0, (C13)
x dx

if the functions g(x), o(x) and V(z) change. To prove the comparison theo-
rem, we do not use Liouville’s normal form, but perform the following simple
transformation of variables,

L
X = /a M, \I/(X/ )\) = ’(p((l},)\)
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This transforms (C.13) into the following form,

d*U (X, \)
dXx?

R(X) = g(x)e(z) >0, V(X) =g(x)V(2),

and the nodes Y, > 0 of U(X,\) are related to the nodes y, > a of ¥(x, \)
through

In o dx
Yn:/a m (C.15)

+ (AR(X) = V(X)) ¥(X,\) =0, ¥(0,\) =0, (C.14)

Now we consider another Sturm-Liouville problem of the form (C.14), but with
different functions

AS(X) = W(X) > AR(X) — V(X),

(X, \)
dx?
and we denote the positive nodes of ®(X,\) with Z,. We also require again
U’(0) > 0, '(0) > 0. Equations (C.14,C.16) imply

+AS(X) = W(X)D(X,A) =0, &0, =0, (C.16)

/ " AX VX — W(X) — A (B(X) — S(X))] DX, V)@Y, \)
4V (X, \)
X

dU(X,\)

= Yna

—®(Y,_1,))

X=Y,

(C.17)

X=Yn_1

The following terms in (C.17) have all the same sign,

[V(X) = W(X) = AR(X) = S(X))]¥(X, )

)
Yn-1<X<Yn

AU (X, \)
X

_dU(X,N)
’ X

X=Yn_1 X=Yn

This implies that ®(X, ) must change its sign in Y,,_; < X <Y, and since
this must hold for every n > 1 we find

Zy < Y,.

Increasing AR(X) — V(X)) moves the nodes Y,, > 0 of the function ¥ (X, \) to
the left. From this we can first derive bounds for the nodes Y,, > 0 which arise
from the nodes of the solutions of

lIlgun()(: )‘) + ()‘Rmax - me) \Ilmin,(X., )\)
= \I/;:nn(Xa A) + Gmaz (Aomae = Unin) Wimin(X, A) = 0, (C.18)

\Ijmzn(ov )‘) = 07
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and

\IJ” (Xa /\) + ()\Rmm - Vmaw) \I[max(X7 )\)

max

= ‘I’ng(X7 )\) + Imin ()\Qmm - Umax) q]maac()(> )\) = Oa (019)
U0z (0,A) = 0.

Here we use the bounds of the continuous functions g(z), V(z), o(z) on a <

<,

0 < Imin S Q(I) S Imazs Umin S V(TJ) S Umanw O < Omin < Q(Z‘) S Omaz-

The solutions of both equations (C.18) and (C.19) have nodes if (recall that
both g(z) > 0 and o(z) > 0)

)\ > Umin/Qmaza

and the two solutions are

Wynin (X, A) 6 510 (/e (Nomar — Uin) X )

\Ijmaz(Xa >\) X Sin(\/gmin (>\977Lin - Umaz)X) .
This yields bounds for the nodes Y;, > 0 of ¥(X, \),

nm nm
<Y, < .
\/gmam ()\Qm(m - Umm) \/gmm ()\Qmm - Um(m)

However, we also know from equation (C.15) that gminYn < ¥n — @ < GmaaYn,
and therefore!”

a+ GminMTT S Un S a—+ ImazNT

\/gmax ()\thm - Umm) \/gmm ()\Qmm - Umaac) ‘

This implies in particular that there is no accumulation point for the nodes y,
of (z, ), and y, must grow like n for large n.

For our previous proof that #;(z) (C.12) has its first node at y; = b, we needed
the assumption that there are small enough values of A such that the first node
y1(A) of ¥(x, A) satisfies y;(A) > b. We can now confirm that from the lower
bound in (C.21). It will suffice to choose

(C.20)

(C.21)

Umin Umzn 2 7T2
— <A< + Imin 5
Omazx Omazx Qmawgmaw(b - a)

(C.22)

We also needed the assumption that for large enough A the first node y;(\) > a
would be smaller than b. This is easily confirmed from the upper bound in
(C.21). Tt is sufficient to choose

2 2
U’maz Imaz™

A > )

(C.23)

"These bounds can be strengthened by a longer proof, but the present result is completely
sufficient for our purposes.
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Estimates for the eigenvalues of the Sturm-Liouville
problem

We have found that the Sturm-Liouville boundary value problem (C.1,C.2)
has an increasing, non-degenerate set of eigenvalues

Fi< FEy< ...

and arises as an Euler-Lagrange equation for the action
S[] = E@Wly) — H[Y] (C.24)
b

= [ da (Bola)i?(a) - g(a) (o) - V@)?(a)).

a

For every continuous function ¢(z) in @ < x < b we define the normalized
function

R )
ve) V)

Since S[¢] is homogeneous in 1, ¢)() is a stationary point of S[¢/] if and only
if ¢(z) is a stationary point of

Sl = E — H[y],

which implies also that 1[1(x) is a stationary point of the functional

Hg) = AW _ L ls@u?(e) + V@) (C.25)

(W) Ji e o(@)y?(x)

We have alreadyAfound that there is a discrete subset ﬁn(@L n € N, of station-
ary points of H ] which satisfy the boundary conditions v, (a) = 0, 1, (b) = 0,
and are mutually orthogonal,

</l;m |/l//}n> = 6nm-

Use of the Sturm-Liouville equation and the boundary conditions yields the
values of the functional H|[t)] at the stationary points 4, (z),

Hy] = E,.

We already know E; < Es < ..., and therefore we have found that the func-

tional H[¢] has a minimum
H[y) = Ey
on the space of functions

Fap ={¥(x),a <z <blp(a) = 0,4(b) = 0, (Yly) =1},
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and in general we have a minimum
on the space of functions

F = {y(x),a < & < blp(a) = 0,9(b) = 0, (p[ep) = 1, (¥3]3) =0,
1<i<n-—1}.

The explicit form of H[¢)] in equation (C.25) shows that all the eigenvalues E,,
increase if g(x) increases or V() increases or o(z) decreases.

However, those continuous functions must be bounded on the finite interval
a<x<b,

0 < Imin S g(l‘) S Imazs Umin S V(CC) S Umaxa

0 < Omin S Q($) S Omaz-

Therefore we can replace those functions with their extremal values to derive
estimates for the eigenvalues E,,.
The Sturm-Liouville problems for the extremal values are

gmin/maxw;;(x) + (En,min,/maacgmaac/mm - Umin/maw) 1/)n($) = 07
Un(a) =0, Pn(b) =0,

with solutions

U (x) o sin <n7r§ — a)

—a

and corresponding eigenvalues

1 n’n?
En min/maexr — —_ Umin maz T 9min ’"L(ZI—> .
’ / Omaz/min ( / / (b - Cl)2

This implies the bounds

2,2

n’r 1 n’n?
Umin min; N9 S En S Umax maxr 77 o | *
( i a)2> Omin ( +g (b— a)2>

(C.26)

1

Qma:c

In particular, at most a finite number of the lowest eigenvalues E, can be
negative, and the eigenvalues for large n must grow like n®.

Both of these observations are crucial for the proof that the set ¥, (x) of eigen-
functions of the Sturm-Liouville problem (C.1,C.2) provide a complete basis
for the expansion of piecewise continuous functions in a < x < b.
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Completeness of Sturm-Liouville eigenstates
We now assume that the Sturm-Liouville eigenstates are normalized,
(Wilt) = bij-

Let ¢(x) be an arbitrary smooth function on a < z < b with ¢(a) = 0 and
¢(b) =0, and define

sz )(il9).

Then we have

n

0 < (pulen) = (2l0) — Y (Wil9)*,
=1

i.e. for all n we have a Bessel inequality
(916) > 3 (wilg)2.
i=1

We also have (p,|¢;) =0, 1 <i <n,and ¢,(a) =0, p,(b) =0, i.e.

on(z) € .7-“:;)“) .

Therefore the minimum property of the eigenvalue E,.; implies

Hlpn
Epir < oo (C.27)

We have

Hlpn] = Hl¢] - QZ%I@/ dr (g(2)/ (x)¢(x) + V(2)d(2)ihi(w))

S Wil (Wile) / d (g(a)! (20 () + V (@)bitsy ()

ij=1
In the first sum, partial integration and use of the Sturm-Liouville equation
yields
b b
[ e (g@)0@ie) + Vi) = B [ doo(@iole)ita)
= Ei(¢i]o).

In the double sum, partial integration and use of the Sturm-Liouville equation
yields

/ dz ()0l (2)0(x) + V(@) (2)) = B / d o(x) i)y ()
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This implies
Hlpa] = H[¢] = Ei(til6)*. (C.28)
i=1

Since at most finitely many of the eigenvalues E; can be negative, equation
(C.28) tells us that the functional H[p,] must remain bounded from above for
n — oo, e.g. for

Fi<FEy< - - - <EyN<O0<Eng1<...

we have the bound
N
Hlpn) < H[0] + Y | E|(%i]0)?
i=1

On the other hand, equation (C.27) yields for n > N (to ensure E,,; > 0),

(Galpn) = (0l0) = 3 (ile)* <

i=1

and since E,,,; grows like n? for large n while H|[y,] must remain bounded,
we find the completeness relation

2
7}21010<99n\<pn>:7}311/dw ( sz wz|¢> =0 (C.29)

or equivalently,

(6l0) = lim > (B14)(¥i]9).

i=1

Completeness of the series

Zw ) (il 6) ~ ¢(x)

in the sense of equation (C.29) is denoted as completeness in the mean, and is
sometimes also expressed as

Lim. n~>oozwz ¢z|¢ ( )

where Lim. stands for “limit in the mean”. Completeness in the mean says
that the series Y o | 1;(x)(1);|¢) approximates ¢(x) in the least squares sense.
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Completeness in the mean also implies for the two piecewise continuous func-
tions f and ¢

f(x) £ g(z) ~ sz($)<1/}z|f> + Z%(»"U)WH@
and therefore

{flg) = i(<f +glf +9) = (f = glf =) = lim D (flv)(¥ilg).  (C.30)

i=1

Completeness in the sense of (C.30) is enough for quantum mechanics, because
it says that we can use the completeness relation

n

1= lim Z |s) (3]

in the calculation of matrix elements between sufficiently smooth functions
(where “sufficiently smooth = continuously differentiable to a required order”
depends on the operators we use). This is all that is really needed in quantum
mechanics. However, for piecewise smooth functions, the relation also holds
pointwise almost everywhere (see remark 3 below).

I would like to add a few remarks:

1. The completeness property (C.29) also applies to piecewise continuous func-
tions in a < x < b and functions which do not vanish at the boundary points,
because every piecewise continuous function can be approximated in the mean
by a smooth function which vanishes at the boundaries.

2. If ¢(z) is a smooth function satisfying the Sturm-Liouville boundary con-
ditions, as we have assumed in the derivation of (C.29), the series under the
integral sign will even converge uniformly to ¢(x),

hmzwz )(ilg) = o(x),

ie. for all « <z < b and all values € > 0, there exists an n(e) such that

Zm Jwilg)| < e if n>n(e). (C.31)

Uniformity of the convergence refers to the fact that the same n(e) ensures
(C.31) foralla < x <b.

3. If ¢(x) is piecewise smooth in a < x < b, it can still be expanded pointwise
in Sturm-Liouville eigenstates. Except for points of discontinuity of ¢(x), and
except for the boundary points if ¢(x) does not satisfy the same boundary
conditions as the eigenfunctions v;(x), the expansion

= lim Zm )(¢41]0)
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holds pointwise, and the series converges uniformly to ¢(z) in every closed
interval which excludes discontinuities of ¢(x) (and the series converges to the
arithmetic mean in the points of discontinuity). The boundary points must also
be excluded if ¢(x) does not satisfy the Sturm-Liouville boundary conditions.



Appendix D: Properties
of Hermite Polynomials

We use the following equation as a definition of Hermite polynomials,

Ho(z) = oxp (%;;;2) <x - d%) exp (%;;;2) , (D.1)

because we initially encountered them in this form in the solution of the har-
monic oscillator in Chapter 6. We can use the identity

<I + %) f(z) =exp (%x2> % [exp(%:f) f(x)}
to rewrite equation (D.1) in the form
1, 1,\ d 1,\1" )
exp<2x ) {2.1‘ exp< 5% ) T exp<2x exp x
1, 1.\ d 1, A\1"
Z 20 — _o2) = z —
[ (290 ) [ x exp< 5% ) o exp<2x exp x
d n
= (QI - @) 1, (D.2)

or we can use the identity

(- )=o) () ]

to rewrite equation (D.1) in the Rodrigues form

H,(z)

I

D

o]

k)
= N

d n
H,(z) = exp(2?) <—d—> exp(—a2?). (D.3)
x
The Rodrigues formula implies
> n o n n
2" o O 9 z
ZHn(x)F = Z {exp(m ) oo exp(—(z — 2)*) _Om
n=0 n=0 z=
= exp(z”®) exp(—(z — 2)?) = exp (222 — 2*). (D.4)
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The residue theorem then also yields the representation

) = 2 fdz%%*% (D5)

ori Zntl

where the integration contour encloses z = 0 in the positive sense of direction,
i.e. counter clockwise.

Another useful integral representation for the Hermite polynomials follows
from (D.2) and the equation

/fo du (2u)" exp(—(u + v)?) = /OO du (—21; _ %)nexp(_(u o))

oo —00

This yields in particular for v = —iz,
/ du (2u)" exp(—(u — iz)?) = i"\/THp(z). (D.6)

Combination of equations (D.4) and (D.6) yields Mehler’s formula'®

)

C / z" - 1 > : n AW
;Hn(x)Hn(x)m = ZOH Tl / u (—2iuz)" exp(—(u — iz')?)
1
= ﬁ / du eXp( dizuz + 4u232) exp(—(u - ix')Q)
1 z (2% + 2?) — a2’
= exp <—4z - . (D.7)

This requires |z| < 1/2 for convergence. In Sections 6.3 and 13.1 we need this
in the form for |2| < 1,

o 1,2 +I/2
ZHH(I)Hn(CL'/)an' exp (— 5 >

L (14 22) (2% + 2) — dzaa’

= ——exp| — .
Ji—=2 P 2(1—22)

Indeed, applications of this equation for the harmonic oscillator are usually in

the framework of distributions and require the limit |z] — 1. In principle we

should therefore replace the corresponding phase factors z in Sections 6.3 and

13.1 with z exp(—¢), and take the limit ¢ — +0 after applying any distributions
which are derived from (D.8).

(D.8)

I8F.G. Mehler, J. Math. 66, 161 (1866).



Appendix E: The
Baker-Campbell-Hausdorff
Formula

The Baker-Campbell-Hausdorff formula explains how to combine the product
of exponentials exp(A) - exp(B) into a single operator exponential exp[®(A, B)],
if the series expansion for ®(A, B) provided by the Baker-Campbell-Hausdorff

formula converges.
We try to determine ®(A, B) as a power series in a parameter A,

exp[AA] - exp[AB] = exp[®(AA, AB)], ®(M\A,\B) = i N'en(A, B).

We also use the notation of the adjoint action of an operator A on
operator B,

Ao B =—[A B
We start with
exp[aA] - exp[fB] = exp[®(aA, 5B)].

This implies with lemma (6.16) the equations

) o(aa, 5B), 0]

B = exp[—®(aA, 5B)] %exp[ d(aA, BB)) Z .

Y (n') "' B(ad, 8B), 0,9(a A, BB)]

20
exp[P(aA, /)’B)(“d)] -1

= q;(aA7 ﬁB)(ad) e} Oﬁq)(OéA, ﬁB)

((ad, BB) D) 0 9;9(ad, AB)

R. Dick, Advanced Quantum Mechanics: Materials and Photons,
Graduate Texts in Physics, DOI 10.1007/978-1-4419-8077-9,
© Springer Science+Business Media, LLC 2012
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and
0 17
A = —exp[P(aA, /)’B)]% exp[—®(aA, 8B)] ; H O(aA, B),0,]
b 1 n—-1
=2~ [ 2(ad 5B).0,0(aA, 5B)]
n=1 )
- % (~®(ad, BB)“D)"" 0 0,8(aA, 5B)
n=1 :
_ 1 —exp[-P(ad, BB))]
- el gEe o % b(aA.BB)
For the inversion of these equations, we notice
(exp(z) - 1>_1 B z B exp(—z/2)
z Cexp(z)—1 Zexp(z/2) —exp(—2/2)
_ zexp(z/2) +exp(—2z/2) =z
" 2exp(z/2) — exp(— z/2) 2
z z n+1 2
= geothg =5 =1+ Z -3
1—exp(—2)\ " B z B exp(z/2)
( z > 1 —exp(—z) Zexp(z/Z) —exp(—2/2)

zexp(z/2) + exp(—2/2) f
2exp(z/2) — exp(— 2/2)

()”+1 2
= Zcoths+Z2=1 A
2(: 2+2 +Z ogp B+

z
2 b

where the coefficients B,, are Bernoulli numbers.

The previous equations yield (with ®(aA, 3B)@Y o A = —[®(a A, BB), A))

(ad) (ad)
9.B(aA, BB) = q)(aA’fB) coth ‘P(O‘A’fB) oA
1
_5[(I)<OZA7BB)7A]7
(ad) (ad)
03P (0A, BB) = (a4, 5B) coth (a4, 5B) o

2
+%[<I>(ozA, B8B), B,

MPNA,\B) = [8a<1>(ozAvﬁB) + 95P (a4, 53)} s

O(NA, \B)ad Dd(NA (ad)
= ( ’2 ) coth (A4, \B) o(A+ B)

+%[A — B,®(A\A, \B)],
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i.e.

n+1
MP(NA,AB) = A+ B+ Z ®(AA, AB) D> o (A + B)

+§[A — B, ®(\A, AB)). (E.1)

Equation (E.1) provides us with a recursion relation for the nth order coeffi-
cient functions ¢, (A, B),

[n/2] m
( ) +1

(n+ 1)cns1(A, B) = [A B, cn(A, B)] + Z B
m=1
X Z [Ckzm(AaB)a["'a[Ckz(AaB)a[Ckl(AaB)aA+B]]"']]7 (EQ)
1<ky ,k2,...kam
ki+...4+kom=n
with

(A, B) =0, c/(AB)=A+B.

This yields

(A, B) — %[A,B],

1 1
c3(A,B) = E[A — B,[A,B]] + gBl[A + B,[A+ B, A+ B]

1
= 5414, Bll + 1B, [B, All,
(A, B) = 96[A B,[A,[A B]] +[B,[B, Al
= % (VL [A,[A, B]]] - [B,[B,[B, Al + [4, B, [B, A]]
7[37 [Av [Av Bm - [Av [Av [Av Bm + [Bv [Bv [Bv A]]]
1A, [B, B, ]| - [B,[A, 4, B]]))
1 1 1
= 54 B, [B Alll - 1B, [4,[4, Blll = 5[4, [B, [B, All]

The Jacobi identity
(A, [B,Cl| + [B,[C, Al] + [C, [A, B]] =

was used in the last step for ¢y.






Appendix F: The Logarithm
of a Matrix

Exponentials of square matrices G, M = exp G = > G"/n!, are frequently
used for the representation of symmetry transformations. Indeed, the proper-
ties of continuous symmetry transformations are often discussed in terms of
their first order approximations 1+ G, where it is assumed that continuity of
the symmetries allows for parameter choices such that max|Gy;| < 1. It is
therefore of interest that the logarithm G = In M of invertible square matrices
can also be defined, although the existence of G does not imply that it can be
chosen to satisfy max |G;;| < 1 for M close to the unit matrix, see below.
Suppose M is a complex invertible square matrix which is related to its Jordan
canonical form through

M=T ®,J, T
Each of the smaller square matrices J,, has the form

J=A1 (F.1)
or the form
A100...000
0AX10...000
A (F.2)
0000...210
0000...0X1
0000...00A

and det(M) # 0 implies that none of the eigenvalues A can vanish.
In the case (F.1) we have

J=exp(lnAl), InJ=InAl

However, it is also possible to construct the logarithm of a Jordan block matrix
(F.2). The direct sum of the logarithms of all the matrices J,, then yields the
logarithm of the matrix M,

M=exp(T- ®ylnd,-T7"), WM=T-@,InJ, T

R. Dick, Advanced Quantum Mechanics: Materials and Photons, 503
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Suppose the Jordan matrix (F.2) is a (v + 1) x (v + 1) matrix. We define
(v +1) x (v+1) matrices N,,, 0 < n < v, according to (N,,)ij = itn, i.c.
Ny is the (v + 1) x (v + 1) unit matrix and N, ., has non-vanishing entries
1 only in the nth diagonal above the main diagonal. These matrices satisfy
the multiplication law N, - N, = ©(v —m —n+¢)N, .., which also implies
Each (v +1) x (v + 1) Jordan block can be written as J = AN, + N, and its
logarithm can be defined through

InA A" —A"2/2 A3/3 (=) ]\ v
0 Inx AP —AZ2 ()2 /(v - 1)
Xewg—| i & S :
0 0 0 0o ... —\2/2
0 0 0 0o ... A
0 0 0 0 In A
~ (=N
=NylnA-)" N, (F.3)

We can prove exp(X) = J in the following way. The N-th power of X is (here
0 < € < 1 is introduced to avoid the ambiguity of the © function at 0)

v+1—-N
XV = Ny(In\)N Ny @(V—i—e—ZnZ)

1<ni,ng..ny
(_)\) ny—mg—...—NnN

ny-Ng- ... NN

—(=)"NInA Hi (1/+e— an>

1<ni,na..nn—_1

N

X =—=ni+ng+..+ny"

(_/\)*nl n2—...—NMN-1

ny-Ng- ... NN—1

o () mar

X ViN <V+6—an>

1<ni,na..nN—2

N

X —ni+no+...+nnN_1

(_/\) n1—N2—...—NN-2

ny-Ng- ... NN—2

X

+...

Mnl +no+...+ny_2

v

NI )Y %ﬂn.
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We can combine terms in the form

N
XN :ﬂolr1)\N+Z ( >ln)\)N_

=1

V+1 —m —N1—N2—...—Nm
Olv+e— Z n; ni-Tg- ... MnlJranrernm
1<n1 SN2 Mm
v min(N,M) N
= Ny(In )N + NMNL, Z ( ) (In \)N—m
M=1
M+1—m 1
X _—
Z ny-Ng:+ ... Nyn

1<ni,na..nm,
nit+ns+...4+nm=M

This is after isolation of the term with M = 1 in the sum,

In )\ N-1
XN = Ny(n )Y N%ﬂl +OW—2+¢)
v min(N,M) N
-M m N—m
DY MM< > ) (5)

M4+1—m 1
X E _— .
ny-No- ... Ny

1<ni,ng..nm
ni+ng+...+nm=M

Only the first two terms survive in

143 S = AN+ N, = J

exp(X) '
= N!

because the sum over N in the term of order M reduces to
i (In \)N=m )
_ )Y
= (N —m)!
and the remaining sums yield for M > 1
M+1—m 1

m! ny-Ng- ... N
m=1 1<ni,na..nm ! 2 m
ni+ns+..4+n,m=M

ni+ng+...4+nm—M—1

1 M ()" = 2
dz
7€|<1 'mzl m! Z NL-No oo. "Ny

ni,na.nm=1

ni+na+...4+nym—M—1

=D M
z
|2l<1 —  m) Ny No* «nv Ty

m=1 'nlnznfl
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: jilqdzi m)'m (i T:>mZM1

m=1 n=1
1 j{ (1= 2™
= — dz —_—z
27 |z]<1 mz:l m'
1 ) ,
= — dz(zM=1 — 27M) = _§5,,,.
27 |z]<1 ( ) ’

Equation (F.3) is a special case of a general procedure to define functions
M — f(M) of square matrices [14], and for every n € Z, the matrix X+27inN,
is also a logarithm of J.
A glance at (F.3) tells us that we should avoid matrices with Jordan blocks in
their eigenvalue decomposition if we want to find logarithms with the property
max |(In M);;| < 1 for max|M;; — ;| < 1. This can be achieved if we use
hermitian and unitary matrices, and if M does not satisfy this condition, we
can use its polar decomposition

M=H-U= (MM (M- M) M] (F.4)
in terms of a hermitian and a unitary factor, or a symmetric and an orthogonal
factor if M is real. The factors will then have logarithms with small matrix
elements if M is close to the unit matrix, i.e. the analysis of continuous sym-
metries in finite-dimensional vector spaces eventually requires the analysis of
up to two first order transformations 1 + In H and 1 + InU. This is the case
e.g. for Lorentz transformations, where H is the pure boost part and U is the
rotation.



Appendix G: Dirac v matrices

It is useful for the understanding and explicit construction of + matrices to
discuss their properties in a general number d of spacetime dimensions. 7y
matrices in more than four spacetime dimensions are regularly used in theories
which hypothesize the existence of extra spacetime dimensions. On the other
hand, variants of the Dirac equation in two space dimensions or three spacetime
dimensions have also become relevant in materials science for the description
of electrons in Graphene.

v-matrices in d dimensions

The condition (21.28), {v,, 7.} = —27,,, implies that any product of n gamma
coefficients v, -v5- ... - Y can be reduced to a product of n — 2 coeflicients
if two indices have the same value. We can also re-order any product such
that the indices have increasing values. These observations imply that the d
coefficients v, can produce at most 2¢ linearly independent combinations

1, %0, Y15 -5 Yde1s Y0 VL V0 Vs < YO VL - oot Vd—1- (G.1)

We are actually interested in matrix representations of the algebra generated
by (21.28), and consider the coefficients v* and the objects in (G.1) as matrices
in the following. We first discuss the case that d is an even number of spacetime
dimensions, and we define multi-indices J through

Ly =Y Vs o VY M1 < flo < ... < fy, n(J)=n. (G.2)
It is easy to prove that
tr(Iy) = 0. (G.3)

For even n(J) this follows from the anti-commutativity of the y-matrices and
the cyclic invariance of the trace. For odd n(J) this follows from the fact that
there is at least one ~-matrix not contained in I';, e.g. 1, and therefore

tr(Ty) = —tr(y? - Ty) = —tr(y - Ty -m) = tr(y7-Ty) = —tr(I';) = 0.

The product I'; - T'; reduces either to a I'-matrix I'i if I # J, or otherwise
[? = +1,
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and this implies orthogonality of all the I'-matrices and 1,
tr(F[ . FJ) X 5[].

For even number of spacetime dimensions d this implies that all the 2¢ matri-
ces in (G.1) are indeed linearly independent, and therefore a minimal matrix
representation of (21.28) requires at least (2%/2 x 24/2)-matrices. We will see by
explicit construction that such a representation exists, and because 242 is the
minimal dimension, the representation must be irreducible, i.e. cannot split
into smaller matrices acting in spaces of lower dimensions. The representation
also turns out to be unique up to similarity transformations

Vo= V= Ay AT

For odd number of spacetime dimensions d, we also define the matrices I';
according to (G.1), but now the previous proof of tr(I";) = 0 only goes through
for all the matrices I'; except for the last matriz in the list,

Dota—1 =% 71" - " Vd-1-

For odd d, this matrix contains an odd number of y-matrices, and it contains
all y-matrices, such that the previous proof of vanishing trace for odd n(J)
does not go through for this particular matrix. Furthermore, this matrix has
the properties

[P[],l,...d—larel] = Oa (G4)

To1,.am1 = (=) $FDEDEL = (—)laDrzg, (G-5)

Commutativity with all other matrices implies that in every irreducible repre-
sentation

Tot,.a1 = £(—)* D1, (G.6)

see the following subsection for the proof.
This also implies that every product I'; of n(J) > (d 4+ 1)/2 v matrices is up
to a numerical factor a product I'y of n(I) = d—n(J) < (d —1)/2 v matrices,

[FJ} = [1 : FJ} X [Fo,l....d—l T
n(J)>(d+1)/2 n(J)>(d+1)/2 '

d
n(J)>(d+1)/2
n(1)<(d—1)/2

Therefore there are only 2?7 linearly independent matrices in (G.1) for odd d,
and the minimal possible dimension of the representation is only 2(4=1/2 The
explicit construction later on confirms that the minimal dimension also works
for odd number of spacetime dimensions. There are two different equivalence
classes of matrix representations with dimension 2(¢=1/2,
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Proof that in irreducible representations I'y; 41 oc 1
for odd spacetime dimension d

[oa,.q-1 commutes with all I';. Suppose that we have an irreducible matrix
representation of (G.1) in a vector space V of dimension dimV. If A is an
eigenvalue of I'g 1, 4-1 x 1,

det(To,.a-1 — A1) =0,
we have
dim((Fo,lwd,l AL v) < dimV — 1,
and
Iy - Topa-1— A1)V =T01,..4-1—A1)-T;-V.

The last equation would imply that (I'oy, 4—1 — A1) -V, if non-empty, would
be an invariant subspace under the action of the y-matrices, in contradiction
to the irreducibility of V. Therefore we must have

(Lop,d—1 = A1) -V =0, To1. a1=2M1
in every irreducible representation. Equation (G.5) tells us that
A = £(—)@ DA,

The proof is simply an adaption of the proof of Schur’s lemma from group
theory.

Recursive construction of vy-matrices in different
dimensions
We will use the following conventions for the explicit construction of -

matrices: Up to similarity transformations, the y-matrices in two spacetime
dimensions are

W (30): a-(50)

For the recursive construction in higher dimensions d > 3 we now assume that
Yus 0 < < d — 2, are y-matrices in d — 1 dimensions.

For the construction of y-matrices in an odd number d of spacetime dimensions
there are two inequivalent choices,

(d— —-10
FO = il<d 3>/2’)/0’)/1...’)/d,2 :i< 61

Fd,1 = —i’yo. (G8)
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For the construction of y-matrices in an even number d > 4 of spacetime
dimensions there is only one equivalence class of representations,

01 0 —Y0Yi .
= = ;= , <i<d-—
0 (10)’ ! (vo%- 0 ) tsis 2,

0 —’Yo>
Iy 1= . G.9
= (57 (@)
Note that it does not matter from which of the two possible representations
470 in the odd number d — 1 of lower dimensions we start since I'y intertwines
the two possibilities,

o[ To=-T;, 1<i<d-—1L.

The possibility of similarity transformations implies that there are infinitely
many equivalent possibilities to construct these bases of y-matrices. The con-
struction described here was motivated from the desire to have Weyl bases
(i.e. all 4* have only off-diagonal non-vanishing (2(#2~1 x 2(@/2=1) blocks)
in even dimensions, and to have the next best solution, viz. Dirac bases (i.e.
7? = +diag(1, —1), all ' like in a Weyl basis), in odd dimensions. Note that
all the representations (G.8) and (G.9) of the y-matrices in odd or even di-
mensions fulfill

fYaL = 70, ,Vj = %
or equivalently

T = 0% (G.10)

Every set of y-matrices is equivalent to a set satisfying equation (G.10). We
will prove this in the following subsection.

Proof that every set of y-matrices is equivalent
to a set which satisfies equation (G.10)

In this section we do not use summation convention, but spell out all summa-
tions explicitly.
We define 2[%/2 x 2192 matrices Xy = 70, X; = ivi,

(X, X} = 20,

and prove that the matrices X, are equivalent to a set of unitary matrices Y,.
Since the matrices Y}, also satisfy YM’1 =Y}, unitarity also implies hermiticity
of Y,,. We use the abbreviation N = 219721 and consider the set S of N x N
matrices

R d, d even
1, Xi=X,-...-X,, ngn:{d;l d odd

2
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This set does not form a group, but only a group modulo Z,. But this is
sufficient for the standard argument for equivalence to a set of unitary matrices.
The N x N matrix

H=1+) X{ -X;=H"
1
is invariant under right translations in the set S (i.e. right multiplication of all

elements by some fixed element Z), because that just permutes the elements,
up to possible additional minus signs which cancel in H,

H=27"2+Y (X1 2)"(X;-Z).

H also has N positive eigenvalues, because

H vy = ha%, "/}; '1/),(3 - 50(,37 (Gll)
implies
ha =10 - H o =14 [ X;-tha|* > 0. (G.12)
I

If we define the matrix ¥ with columns 1), equations (G.11) and (G.12) imply
diag(hy,...hn) =V - H- W, H=V-diag(hy,...hy) - ¥*.
Now define

Y, = U diag(Vhr, o v/h) U X (U ding (v, V) -0

These matrices are indeed unitary,

VY = (W -ding(Vin, . /i) -\Iﬁ)_l X
x (- diag (v/h, ... v/ ) ’
x(xp.diag(\/h_l,...\/E) u

:(\deiag(\/a... hN) ~tIJ+)7 X H-X,
x(xp.diag(\/h_l,...\/E) .qﬁ)_l
:(\If.diag(\/h_l,...\/E) ~\I/+)71

<X X+ 32(Zr - X)) T (Zr- X))

x(\Iﬁdiag(\/h_l,...\/H) .q/+)71
:(@.diag(\/h_l,...\/H) .\Iﬁ)_l H

x(ﬁl-diag(\/h_l,...\/H) .\Iﬁ)*l -1,

U)X,

)1
)1_
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which concludes the proof of equivalence of the matrices X, to a set of matrices
Y,, which are both unitary and hermitian.

Equivalence of the v matrices to hermitian or anti-hermitian matrices also
implies that every reducible representation of v matrices is fully reducible.

Uniqueness theorem for v matrices

Every irreducible matrix representation of the algebra generated by (21.28) is
equivalent to one of the representations constructed in the previous section.
We first consider the case of even number of dimensions d. The theorem says
that in this case every irreducible matrix representation of (21.28) is equivalent
to the representation in terms of 242 x 2%/2 constructed in equation (G.9).
Proof: Suppose the Ny x N; matrices v;, and the N, x Ny matrices 7,
0 < pu < d-—1, are two sets of matrices which satisfy the conditions (21.28).
V1 is the N;-dimensional vector space in which the matrices vy, act. We use
the representations from the previous section, equation (G.9), for the matrices
Yo, This implies N1 > Ny = 20/2,

We denote the components of the matrices v, and v, with v1,% and 2,3,
respectively, and define again multi-indices J for the two sets of v matrices (cf.
equation (G.2)),

Dog = Yo Yrpo oo Vrpms L <7< 20ty < piog < oo < ph, n(J) =n.
The squares of these matrices satisfy

[,2=4+1=s/1, (G.13)
where the sign factor

s = (_)n(l)[n<1)+1]/277uw1 (G.14)

arises as the product of the factor (—)™)D=U/2 from the permutations of
matrices times a factor (—)"? from the sign on the right hand side of (21.28).
Only 7,,,,, appears on the right hand side of (G.14) because we have only one
timelike direction. For the case of general spacetime signature one could simply
include the product 7, ., Muops - - - Mo -

The results from the previous section for even d tell us that a set I, ; with
fixed r, after augmentation with the N, x N, unit matrix ',y = 1, contains 2¢
linearly independent matrices.

We define the N; - Ny different Ny x Ny matrices F,* with components

(Ea®)’s = 02°0%.
We use these matrices to form the Ny x Ny matrices

Qaa = Eaa + Z SJFLJ . Eaa : FQ,Ja
J
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i.e. in components,
(Qaa)bﬁ = 5ab<5aﬂ + Z SJ(Fl,J)ba(FQ,J)aﬁ~ (G.15)
J
Suppose I # J. The conditions (21.28) imply that there is always a multi-index
K # I such that
Lrp-Ury ==+l g,
and inversion of this equation yields
srsglyy T = skl k.
This implies

Dy Q=T B+ ES - Tag+ Z sl Ty By Tay
JAT

— <51F1,, B, Ty + B, + Z spsyTiy Tig B, Ty F27,>
JAI
XFQ’]

<s1F1,I B, Tas+ ES+ Y skl B Fg,K> Tar
K#I

=0, Ty (G.16)

We know that the matrices (G.15) are not null matrices, 2,* # 0, because we
know that the 2¢ matrices {1,y ;} are linearly independent,

0a"1+ > " sy(T1s) Ty # 0.
J
This implies that the N;-dimensional vector space V; with basis vectors ey,
1 < b < Ny, contains non-vanishing sets of Ny = 24/2 < N basis vectors
ers=e(0)’s 1<B<2Y2<N,
which are invariant under the action of the v matrices,
b 0 e, — Q@ b B
el,b(’)/l,u) c( a ) 5 — el,b( a ) [3(’72,;4) S

Therefore the representation of v matrices in V; is either reducible into invari-
ant subspaces of dimension 24/ 2 or we have N; = 24/2 Tn the latter case we
must have

det(Q2,) # 0,
because representations spaces of dimension 2%2 are irreducible, and therefore

Y = Qaa O (Qaa)71
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is equivalent to the representation from the previous section for even d. Thus
concludes the proof for even d.

For odd d we observe that the matrices v,, 0 < p < d — 2, form a set of
matrices for a (d — 1)-dimensional Minkowski space, which according to the
previous result is either reducible or equivalent to the corresponding repre-
sentation (G.9) from the previous section. However, using those matrices, the
missing matrix y4_1 can easily be constructed according to the prescription

Yi-1 = i(_)(dil)(ddw% Y. Yd-2- (G.17)

Now assume that the matrices v,, 0 < p < d — 2, are 2(d=1)/2 ¢ (d—1)/2

matrices, i.e. they form an irreducible representation of v matrices for a (d—1)-
dimensional Minkowski space. In that case completeness of the set

L= Yo oo Ve 0 <po <o < iy <d—2 (G.18)

in GL(2~Y/2) implies that (G.17) are the only options for the construction
of 74—1. Completeness of the set (G.18) also implies that the two options for
the sign in (G.17) correspond to two inequivalent representations.

On the other hand, if the matrices v,, 0 < p < d — 2, form a reducible rep-
resentation of v matrices for a (d — 1)-dimensional Minkowski space, they
must be equivalent to matrices with irreducible 2(¢=1/2 x 2(4=1)/2 matrices
Au, 0 < o < d — 2, in diagonal blocks. Then one can easily prove from the
anti-commutation relations and the completeness of the set

f‘J:g/Ml-ﬁ/lLQ."'.ﬁlﬂn'/ O0<pm<po<...<pp<d—2

in 20@-Y/2_dimensional subspaces, that the matrix -, 1 must consist of
2(d=1)/2 5 2(d=1)/2 locks which are proportional to 4p-41- ... -%q_2. The
property v4_12 = —1 can then be used to demonstrate that v4_; must be
equivalent to a matrix which only has matrices

A1 = i(_)(d%)(df?)/%o.%. A

in diagonal 2(@=1/2 x 2(d=1)/2 plocks, i.e. a representation of v matrices for
odd number d of dimensions is either equivalent to one of the two irreducible
2(d=1)/2_dimensional representations distinguished by the sign in (G.17), or it
is a reducible representation.

In the recursive construction of v matrices described above, I separated the
two equivalence classes of irreducible representations through the sign of
instead of v4_1, cf. (G.8). We can cast the sign from 741 to 7y through the
similarity transformation

Yo = Yo" Yd—1 70" V0" Vd—1 = —0,

Yd—1 =7 Yo VYd—1"Vd—1"70 " Vd—1 = —Vd-1,

Vi = Yo Yd—1Yi" Vo Vi1 =", 1<i<d—2.
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Contraction and trace theorems for v matrices

Here we explicitly refer of four spacetime dimensions again. The generalizations
to any number of spacetime dimensions are trivial.
Equation (21.28) implies

Ve = —4

The higher order contraction theorems then follow from (21.28) and application
of the next lower order contraction theorem, e.g.

VYo = {17V e — 1" e = 29",

VAN e = A0 TN e = 20
The trace of a product of an odd number of v matrices vanishes. The trace
of a product of two 7 matrices is determined by their basic anti-commutation

property,

(V) = =40

The trace of a product of four v matrices is easily evaluated using their anti-
commutation properties and cyclic invariance of the trace

tr(’y,{’y,\’m’y,,) = 877:{)\77m/ - tr("/ﬁ’}ﬂ’}/ur}’u) = 877:{)\77m/ - tr(’}/u’}/nr‘/)\’}/t/)
= SnnAnuu - 877;%;7])\1/ + tl‘(%’m%\%)
= 8NuM M — 8N + 8Mualw — (Ve AV W) 5

ie.
tl”(%%%%) - 477HA77/L1/ - 477/m77>\1/ + 47]#)\77,4,,/- (Glg)
For yet higher orders we observe

(Vo - - - Yoo VuVr) = =20t (Yar - - - Yasn) — T (VuVar - - - YaonTv)
=20t (Yau - - - Yaza) + 0 (Yar VuVas - - - Yaza W)
+277Ma1tr(7a2 .- ~'Ya2n'yu)

= *QUWtr(val o Yaza) — E(Vay - - Yoz VW)

—2 Z nuaz ,yal s ’yaz—l’yai+1 s '706271’71/) )
i.e. we have a recursion relation
tr('Yal ce 7(12717#’)/’/) = *nﬁwtr(')/al . 'Yazn)

- Z Uua, 70(1 s fyaiflfyaﬁ»l s ’)/02"’)/;/) .
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This yields for products of six v matrices

(VYo Vs AV V) = —A0po el + MpsNon N — A0pA koM + ANowrMup
— AN\ Mup + Ao Mk Tup — Moo + ANpA ko
=400k + Ao N — AMoANor s + AT Mo M
/T RN U ) ey O Uy e (G.20)

and the trace of the product of eight v matrices contains 105 terms,

tr(’ya’\/ﬁ’)/p’ya’}/n')/)\"/uﬁ/u) = Ao NsaNwNag — AMprNoxTuwNapg + ANpANko M Nas
—ANerDuMuplas + Aok uplas — MMovaNupNas + oMo ap
=402 N Mo N + WMo Nas — Ao Nuslas + ANpANov NpxNap
=40 Mo NurNap + Ao s Muras — HpxTovuANas + ANpuNnourTop
ANk MM BNap + oAk NvsNap — Mop ks Nap + 40218 Mveap
=40k A8 Mo ap + AkpTuAvoNap = 4oxNuaNurTop + Ao lIrsTurNap
=400 8MuxNusTop + ForusTalap = 4o kpMurlop + 4o NusToATap
—4Nok s MpTlap + AorTlsToulap — Yo sTneTvullap + Aprnulyplas
=41\l pNao + AputIeTlvsTao — 4NeATuB My pllao + ANkptINa v pNac
—40kgNuavpNac + ApANuaNurTao = YpulreurNac + ANpaTA vk oo
=408 ANao + ANk Nao — 418 us Mo ANac + 4N pr Ay oo
=402 MouNac + ApsMrelvutlac — pa Tl aTar + ApATouTvaNax
=40 Mo M8 Mar + ANy pMar — AMop N8y pTar + A0oBNuA Ty plar
—41oAu8 Mo Nar + AputINgTvoar — 41paMuATvoTlar + 4NpoNuaTlATax
=AM 8N Nar T ANpMuo oATar — 4MpeM8MvpNar T ANpATo 8T Nar
—4p8M0MpNar + 4paulslar — 4MpxNoptlusTar + 4NpuNkaTyaNar
=40k NupMyplax + Aoplkslupllar — 4osTuntlvpllar + ANorMuaTvelax
=400k pMvoNax + p8MusNvoNar — Moo NusMurNar T 4MpuMo 8w rTar
= ANpNuoNveNor + MpanisNvuNar — AMprsNosMupar + 41p8Mko My pTar
=AM BN o T Mk NoA v 8Nap — AMpA ko v 8Nan + Mok MM pTag
=400\ pap + Ao sNnsTwpTop — Hpr TN Nap + ANpA Tk MNvo op
=AMk NvoNap + Mo IngNvkNap — AMpANosMukNap + 4Mp8MA0 Mk Nap
= ANpo Nk Nap + WprNosNvANap — AMpaMkaMoANap + 4N po NN paNav
_477Pf€770 ANpBNav + 477;0/\77&077#!3 New — Norlng NupNow + 4770)\77Kﬁ77up77a1/
— o8Nk MppNow + AprNINBT o Now — 41pANRAT o ow + A0pBTAk Mo Taw
7477/1077/\577#%77(11/ + 477/))\770ﬁ77un77au - 477;)577/\077“;477(11/ + 477p0775677u)\77au
= AN NN Nar + ANpBNko ATy (G.21)



Appendix H: Spinor
representations of the Lorentz
group

The explicit form of the Lagrange density (21.50) for the Dirac field and the
appearance of the factor ¥ = ¥t .40 are determined by the requirement of
Lorentz invariance of £ and the transformation properties of spinors under
Lorentz transformations. However, before we can elaborate on these points,
we have to revisit the Lorentz transformation (B.8), which is also denoted as
the vector representation because it acts on spacetime vectors. We can discuss
this in general numbers n of spatial dimensions and d = n + 1 of spacetime
dimensions.

Generators of proper orthochronous Lorentz transforma-
tions in the vector and spinor representations

We can write the two factors of a proper orthochronous Lorentz transformation
(B.8) as exponentials of Lie algebra elements,

A €) = Afw) - Ae) = explu- K)- exp(%e%ij) . (H.1)

For the boost part we use explicit construction to prove that every proper
Lorentz boost can be written in the form exp(u - K).

For the rotation part we can use the general result that every element of a
compact Lie group can be written as a single exponential of a corresponding
Lie algebra element, or we can use the fact that a general n x n rotation matrix
consists of n orthonormal row vectors, which fixes the general form in terms of
n(n —1)/2 parameters, and then demonstrate that the n(n —1)/2 parameters
€ of exp(e”L;;/2) provide a general parametrization of n orthonormal row
vectors.

Alternatively, we can consider (H.1) as an example for the polar decomposition
(F.4) and infer the representation in terms of matrix exponentials from the
results on matrix logarithms in Appendix F.

The boost part is

A(u) = exp(u- K) = exp (L) = exp(ie” M) (H.2)
R. Dick, Advanced Quantum Mechanics: Materials and Photons, 517
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518
and the spatial rotation is
1 .. i
Ale) = eXp<§e”Lij) = exp<%e”MZ—j) , (H.3)
where ¢;; is the rotation angle in the 75 plane. The generators are (in the vector
representation),
(Lw)pa = i(M;u/)ﬂa = (npunw - npun/w) (H.4)
These matrices generate the Lie algebra so(1,d — 1),
[L;ula Lpa] = anL,uJ + nMO'LVp - nule/a - nVJL;Lp
= *(LW)/JALM - (L}“’)U)\Lﬂ)\'
In 4-dimensional Minkowski space, the angles ¢;; are related to the rotation
(H.6)

(H.5)

angles ¢; around the z-axis according to

1
Wi = Eeijkejka €ij = €ijkPh-
To see how the boost vector w is related to the velocity v = ¢3, we will

explicitly calculate the boost matrix A(u). We have with a contravariant row

index and a covariant column index, as in (B.8),

0 —Up ... —Ug—1
. L —Ur 0 ... 0 0 _uT
’LL'K:UZL,‘OZI’LLZZ\/[,‘O: : = (u Q ),
—Uqd—1 0 ... 0
2 T T
. 2 _ u 0 . 2n . 2n ]- 0
(H.8)

DO
< &

(u- K)* =yt ( T) :
For the interpretation of the (d —1) x (d — 1) matrices 4 @4’ and 1 —a @ a’

note that for every (d — 1)-dimensional spatial vector r

rp=a(@’ r)=(@ea") r
is the part 7| of the vector which is parallel to u, and

ri=r—-r=(1-awa")r
is the part of the vector which is orthogonal to wu.
Substitution of the results (H.7,H.8) into (H.2) yields for the boost in the
direction u = 3
[ cosh(u) o’ . 0 —a’
Aw) = ( 0 1+a®a”(cosh(u)— 1)) + sinh(u) (-a 0

([ —B"
B l-uaxa’ +yaxa’ )’
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ie.
1 1+

v =cosh(u), @ =tanh(u), w = artanh(8)= 5 In (%) .
It may also be worthwhile to write down the corresponding rotation matrix
in 4-dimensional Minkowski space. If we introduce the 3 x 3 matrices for the
spatial subsections of the rotation matrices Ly,

1
(Li)jix = §€z’mn(Lmn)jk = €ijk,

the rotation matrices take the following form,

Ae) = eXP<(1) QOO.TL) - ((1) eXp(OS:'L)) 7

with the 3 x 3 rotation matrix
exp(p-L)=p2¢@" + (L—pR¢") cos(p) + - Lsin(p).
Application of the matrix ¢ - L generates a vector product,
(@-L)y-r=—-pxr.

The anticommutation relations (21.28) imply that the properly normalized
commutators of y-matrices,

i
S:U'V = Z[’yﬂ”y’/] (Hg)
also provide a representation of the Lie algebra so(1,d-1) (H.5),

[S;ula Spa] = i(nupsua + nVO'S/_Lp - T]VPS/_LO' - T)MO'SVﬂ)
= i(Lyw)p Sro + (L )o™Spa- (H.10)
See equations (H.13-H.15) for the proof.

This representation of the Lorentz group is realized in the transformation of
Dirac spinors ¢ (z) under Lorentz transformations

1
' =A(e) -z =exp (56‘“’LW> -,

V() = V) (o) = exp( 5 ) vl (iL11)

The anticommutation relations (21.28) also imply invariance of the v-matrices
under Lorentz transformations ' = A(e) - z,

At = A", (€) exp <%e”)‘Sﬁ,\> Y- exp (—%d"’spg> =~H, (H.12)

see equation (H.16). This invariance property of the -matrices also implies
form invariance of the Dirac equation under Lorentz transformations,

P00 = med! (o) = exp (56500 ) - (im#0,0(0) = me(a).

i.e. all inertial observers can use the same set of v-matrices, and the Dirac
equation has the same form for all of them.
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Verification of the Lorentz commutation relations
for the spinor representations

The anti-commutation relations (21.28) imply

['Yu’)/u?’)/p] = 'Yu{%/v rYp} - {7ua "/p}’}/u = 277up7u - 277Up7u

= 2(Lyw)p" Yo (H.13)
where the matrices L, were given in (H.4). Equation (H.13) also implies
[Suu»r)/p] = i(L/w)pU'Vfr (H14)

and
i i i
[Suwspo] = Z[Swv ['va'}’oH = ZHSMV”VP]’,YU} - ZHSW-/'VULVP]
1 1
= _Z(LMV)P)\[’Y/M ’Ya} + Z(L;w)a)\h//h ’Yp]
= i(LlW)/)AS/\U + i(L;w)JASpA- (H15)

Equation (H.14) implies the Lorentz invariance of the y-matrices,

i i 1 ’
exp(ie”“slw) %exp(—gfn’\sm> = {GXP<_§€WLW>} Yo
p

= A"Y€), - (H.16)

Scalar products of spinors and the Lagrangian
for the Dirac equation

The hermiticity relation (G.10) implies the following hermiticity property of
the Lorentz generators,

S:y = ,YOS;W’YO7
and therefore
i
1/)/+(I/) = 77/)+ (I) : 70 eXp (_éelws;w> 70~
The adjoint spinor
(x) = ¢*(x) -7

therefore transforms inversely to the spinor ¢ (z)

— — i
(o) = W) exp( 55, ).
and the product of spinors

W) ¢(a) = ¢ () 1" p(2)
is Lorentz invariant. This yields a Lorentz invariant Lagrangian for the Dirac
equation,
ihc

£ =2 (F@) A 00(@) = 0,T(@) A (@) = meB(w) (). (HAT)

7
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The spinor representation in the Weyl and Dirac bases
of y-matrices

In even dimensions, the construction (G.9) yields y-matrices of the form

01 _ 0 g

with hermitian (2(4/2~1 x 2(4/2=1) matrices g;, which satisfy

{oi,0;} = 20y (H.19)

The spinor representation of the Lorentz generators in this Weyl basis is

L (2 0 L o L(lewg] 0
501270712< 0 Qi>7 52]4[’}/137]}_4( 0 [Q“gj})'

This is the advantage of a Weyl basis: The 2%? components of a spinor ex-
plicitly split into two Weyl spinors with 2(%/2~1 components. The two Weyl
spinors transform separately under proper orthochronous Lorentz transforma-
tions. A Dirac spinor representation in even dimensions is therefore reducible
under the group of proper orthochronous Lorentz transformations. However,
the form of Sy; tells us that the two Weyl spinors are transformed into each
other under time or space inversions. Therefore the representation of the full
Lorentz group really requires the full 2%/%-dimensional Dirac spinor.

The rotation generators in the Dirac representation in even dimensions are the
same as in the Weyl basis, but the boost generators become

i 0 o,
SOi_§<Qi 0).

For an odd number of spacetime dimensions our construction provides
~-matrices of the form,

%_i<_(l)(1)>, %._<_2_ %) 1<i<d-2,

_ (01
Yd-1 = 10)°

The rotation generators S;;, 1 < 7,7 < d—2, are the same as in d—1 dimensions,
but rotations of the (i,d — 1) plane are generated by

1 /g 0
Sz’,dl-i( 0 Qi)’

and the boost generators are off-diagonal,

P[0 o C1/0-1
Soi_q:§<gi0>ﬂ So,d1—:|:§<l 0)-

The proper orthochronous Lorentz group therefore mixes all the 2(
ponents of a Dirac spinor in odd dimensions.

d=1)/2 com-
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Reconstruction of the vector representation from the
spinor representation
Equation (21.28) implies

tl”(”‘/u"y,/) = _Q[d/Q]’r]m/- (HQO)

This and the invariance of the y-matrices (H.12) can be used to reconstruct
the vector representation of a proper orthochronous Lorentz transformation
from the corresponding spinor representation,

A (e) = — 142y [exp(—%e”)‘Sm) -yt exp (%e"”SM> -%] . (H.21)

We can also use equation (H.20) to transform every vector into a spinor of
order 2 (or every tensor of order n into a spinor of order 2n),

a(y) = aly,, ot = =27yt 2(q)],

and the invariance of the y-matrices implies

= A ()" & 2(y)= 0Xp<%e“)‘S,§,\> () cxp(—%e”"spa) .
Construction of the free Dirac spinors from Dirac spinors
at rest

We use ¢ = 1 and d = 4 in this section. The Dirac equation in momentum
space (21.34) is for a Dirac spinor ¥(F,0) at rest

(m — E¥°)y(E,0) = 0. (H.22)

The hermitian 4 x 4 matrix 4° can only have eigenvalues £1, which each must
be two-fold degenerate because +° is traceless. Therefore Dirac spinors at rest
must correspond to energy eigenvalues £ = +m. To construct the free Dirac
spinors for arbitrary on-shell momentum 4-vector we can then use a boost into
a frame where the fermion has on-shell momentum 4-vector +p,

+F +/p2+m?\ +m
(25) & (<VET) 2 (20), e
and equation (H.11) then implies

(A p? +m?, £p) = U(A) - ¢(£m, 0).

The Lorentz boost which takes us from the rest frame of the fermion into a
frame where the fermion has on-shell momentum 4-vector +p is

. _ ¥ *’Y,@T
{A",(u)} = (75 1 a®faT+7a®aT>

;(W

T
p
m p mlmﬁ@ﬁT+\/p2+m2ﬁ®ﬁT>’

A(u)
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ie. with E(p) = v/p?* +m?,
1 E
v =cosh(u) = —v/p?+m? = ﬁ, 7B = asinh(u) = —
m m

v=p08= S
VR
The minus sign makes perfect sense: We have to transform from the particle’s
rest frame into a frame which moves with speed v = —¥pqsqe relative to the
particle to observe the particle with speed vperiice = p/E (D).
The rapidity parameter is

u = artanh(g) = %ln<ﬂ> = lln <—Vp?+m2+|m>

Sl

. (H24)

1=5) 2 \Vp*+m?—|p|
(«/p2+m2+ |p|>
m

The general boost matrix acting on the spinors is
. 1, u R . U
U(u) = exp (1u Sio) = exp 5” Yovi | = cosh(E) + - Yoy s1nh(§) ,

U?(u) = exp(2iu'Sj) = exp(u'y0yi) = cosh(u) + @ - o7y sinh(u) .

In the present case we have

U?(u) = % (\/P2+m2 —p-fyo"/>,

i.e. we can also write

U(u) = \/—lm\/\/p2 +m? —p-yoy. (H.25)

The corresponding boost matrices in the Dirac representation (21.29) are

VoY = (_gi _g> :
= (_ShE) )Y L (Ew) pe)t

For the evaluation of the hyperbolic functions, we note

cosh(g) _ \/cosh(;;) +1 \/E(;;) +m’
L (u cosh(u) — E(p)—m |p|
() = I - R e

o
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This yields

B 1 Ep)+m p-o
Ulu) = zm(E(p)+m)< po E(p)+m>' (H.26)

The rest frame spinors satisfying equation (H.22) in the Dirac representation
are

V2m 0

u(07 %) - 0 u(07 *%) - 0 )
0 0
0 0
0 0

U(Oa 7%) = om | U(O, %) = 0 )

0 V2m

and application of the spinor boost matrix (H.26) yields the spinors u(p, +1)
and v(p, +1) in agreement with equations (21.35-21.38). The initial construc-
tion there from m — v-p gave us the negative energy solutions v(—p,i%)
for momentum 4-vector (—E(p),p), whereas the construction from equation
(H.23) gave us directly the negative energy solutions v(p, :I:%) for momentum
4-vector —p = (—E(p), —p), which in either derivation are finally used in the
general free solution (21.39).



Appendix I: Green’s functions
in d dimensions

We will not use summation convention in this appendix.

Green'’s functions are solutions of linear differential equations with § function

source terms. Basic one-dimensional examples are provided by the conditions
d2

d 5 B
%S(r) — kS(z) = =d(x), @G(x) — k°G(r) = —0(x), (I.1)

with solutions

1
CLQK exp(k|z]) + Aexp(kx) + Bexp(—kzx), (1.2)

Glr) = 5 exp(—rle)) +

S(z) = %G(l’) + kG(x)

= aO(—z)exp(kz) + (a — 1)O(x) exp(kz) + 2k A exp(kz)

= Cexp(kr) + O(—z) exp(rz) = C" exp(kx) — O(x) exp(kz), (1.3)
C'=C+1=2kA+a.

That the functions (I1.2,1.3) satisfy the conditions (I.1) is easily confirmed by
using

d d
E|$| =0(z) — O(—x), E@(:ﬁ:x) = £i(x).
The solutions of the conditions in the limit x — 0 are
G(x) :am—i—ﬁ—‘—?, S(z) = %G(m) :a+w_ (14)

The appearance of integration constants signals that we can impose boundary
conditions on the Green’s functions. An important example for this is the
requirement of vanishing Green’s functions at spatial infinity, which can be
imposed if the real part of x does not vanish. For positive real s this implies
the one-dimensional Green’s functions

Gla) = i exp(—rlz]), S(z) = O(—z) exp(ra).
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However, in one dimension we cannot satisfy the boundary condition of van-
ishing Green’s functions at infinity if k = 0, and we will find the same result for
the scalar Green’s function G(x) in two dimensions. We can satisfy conditions
that the Green’s functions (I.4) should vanish on a half-axis © < 0 or = > 0 for
k = 0 by choosing a« = F1/2, = 0. On the other hand, if x = ik is imaginary
with £ > 0, the Green’s function
G(x) = o explikla])

describes the spatial factor of outgoing waves expli(k|z| — wt)], i.e the one-
dimensional version of outgoing spherical waves.

Green’s functions for Schrodinger’s equation

We are mostly concerned with Green’s functions associated with time-
independent Hamilton operators
2

H=2 i vi= /ddm ) <—%A + V(:c>> (.

Note that the number of spatial dimensions d is left as a discrete variable.
The inversion condition for the energy-dependent Schrédinger operator,

(E—H)Gav(E) =1 (15)
is in « representation the condition
h?
(E + %A — V(w)) (|Gav(E)|x') = 6(x — ). (1.6)

The equations (1.5) and (I1.6) show that we should rather talk about a Green’s
operator Gq v (E) (or a resolvent in mathematical terms), with matrix elements
(x|Gav (E)|x'). We will instead continue to use the designation Green’s func-
tion both for G, (F) and the Fourier transformed operator Gy v (t) and for
all their representations in @ or k space variables (or their matrix elements
with respect to any other quantum states). The designation Green’s function
originated from the matrix elements Gy v (x,z’; E) = (x|Gyv(E)|2’). These
functions preceded the resolvent G,y (E) because the inception of differential
equations preceded the discovery of abstract operator concepts and bra-ket
notation.

The Green’s function Gy (E) can eventually be calculated perturbatively in
terms of the free Green’s function G4(E) = Gyv—o(F). The equations

(B — Ho)Gayv(E) =1+VGav(E), (E—Hy)Gi(E)=1,
yield

Giv(E) = Gu(E)+ Gu(E)VGav(E)
Ga(E) + Ga(E)WG4(E) + Ga(E)VGa(E)VGav (E)

oo

=Y GuE)(VGuE)" =) (Ga(E)V)" GulE). (L.7)

n=0
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Whether this formal iteration yields a sensible numerical approximation de-
pends on the potential V', the energy E, and on the states for which we
wish to calculate the corresponding matrix element of Gyv (F). We defined
Hy = p?/2m as the free Hamiltonian, and we have used the first two terms of
(I.7) in potential scattering theory in the Born approximation. Other applica-
tions of series like (I.7) in perturbation theory would include a solvable part
Vo of the potential in Hy and use only a perturbation V' = V — Vj for the
iterative solution. However, our main concern in the following will be the free
Green’s function Gy4(F).

The variable E in (1.5) can be complex, but Gg v (F) will become singular for
values of F in the spectrum of H. It is therefore useful to explicitly add a small
imaginary part if F is constrained to be real, which is the most relevant case
for us. To discuss the implications of a small imaginary addition to F, consider
Fourier transformation of (I.5) into the time domain. Substitution of

gdyv(E) = /:X} dt gdyv(f) CXp(lEt/h), (18)

Qdy(t) = % /_OO dFE gdyv (E) GXp(fiEt/ﬁ), (19)
yields

<m% - H> Gy (t) = 8(1). (1.10)

We can solve this equation in the form

a— O(—t)
ih

if Ky v () is the solution of the time-dependent Schrédinger equation

. d
<1h% - H> Kav(t) =0

with initial condition K4y(0) = 1. Indeed, we have found this solution and
used it extensively in Chapter 13. It is the time evolution operator

Gav(t) = %@(t)/cd,v(t) + ai;hle(—t)/cd,v(t) - Kav(t), (L11)

Kav(t)=U(t) =exp <—%Ht> . (1.12)

Equations (I.11) and (I.12) imply that the Green’s function in the energy
representation is

Gy (E) = % [t expli(E — H e/
1—a [° . .
T / dt exp[i(E — H — i€)t/h]
1 _
a 1—a
— + —,
E—-—H+ie FE—-H—ie

oo

(113)
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with a small shift € > 0.
The time-dependent Green'’s function (I.11) solves the inhomogeneous equation

d
ih— — H | F(t) =
<lhdt > (t) = J(t)
in the form

F(t) = Fo(t) + /Oodt’gdyv(t —t)J()

—00

— Ryt + %/t dt’ exp(—%H(t—t’)) T(t)

—00

4= ! /tcodt' exp <—%H(t - t/)) J(t), (1.14)

ih

where Fy(t) is an arbitrary solution of the Schrodinger equation

(ih% - H> Fy(t) = 0.

The Green’s function (I.11,1.13) with a = 1 is the retarded Green’s function,
because the solution (I.14) receives only contributions from J(t') at times ¢’ < ¢
for a = 1. The Green’s function with a = 0 is denoted as an advanced Green’s
function, because it determines F'(t) from back evolution of future values of
J(t).

We will now specialize to the retarded free Green’s function. So far we have
found the following representations for this Green’s function,

GO it
6u(t) = S exo - ). (115)
2m 1
The rescaled Green’s function G4(F) is an inverse Poincaré operator
2mkE
(A + = > (®|Gy(E)|x') = —=b(x — x'), (I.17)

and has been introduced to make the connection with electromagnetic Green’s
functions and potentials more visible.
The equations (I1.15,1.16) do not generate any spectacular dependence on the
number d of spatial dimensions in the k-space representation of the retarded
free Green’s functions,

. ht

(KIGL(0)|K) = %exp< ua

_ 8t k2> 5(k — k') = Gulk, t)5(k — k),

5k — k)
k2 — (2mE/1?) — ic

(k|Ga(E)|K) = = Gu(k,E)5(k — k'), (L18)
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and also the d-dependence of the mixed representations is not particularly
noteworthy, e.g.

(@lGult)) = (@lk)Glk. 1) = m@%d exp (i 217087

1 exp(ik - )
Vot k= 2mE/[R?) —ie’

The x-representation of the time-dependent Green’s function,

(2|Ga(E)[k) = (z|k)Ga(k, E) =

@l0i0)le") = g [ R Gl ) xlil - (@ — )] = Gular = 1),
Gula, 1) = ih(?Q(fT))d / 4%k exp Hk @ %Hﬂ
- elg : 2;?}115 P (@Tﬁ) ' (L19)

This equation holds in the sense that G4(x — ', ¢ — t') has to be integrated
with an absolutely or square integrable function J(&',t') to yield a solution
F(z,t) (I.14) of an inhomogeneous Schrodinger equation.

The representation of the retarded free Green’s function in the time-domain is
interesting in its own right, but in terms of dependence on the number d of di-
mensions, the operator ihG,(t) and its representations ihGy(k, t) and 1hGy(x, t)
are simply products of d copies of the corresponding one-dimensional Green’s
function iAG;(t) and its representations. Free propagation in time separates
completely in spatial dimensions'®.

The interesting dimensional aspects of the Green’s function appear if we rep-
resent it in the energy domain and in x-space,

@lGUE) ) = oy [ #Gulh. ) s (@~ )
= Gy(z — 2/, F). (1.20)

This requires a little extra preparation.

Polar coordinates in d dimensions

Evaluation of the d-dimensional Fourier transformation in (I1.20) involves polar
coordinates in d-dimensional k space. Furthermore, it is also instructive to
derive the zero energy Green’s function G4(0) directly in @ space, which is

This is a consequence of the separation of the free non-relativistic Hamiltonian Hy =
p?/2m. However, this property does not hold in relativistic quantum mechanics, and there-
fore the free Green’s function in the relativistic case is not a product of one-dimensional
Green’s functions, see (1.37).
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also conveniently done in polar coordinates. Therefore we use x space as a
paradigm for the discussion of polar coordinates in d dimensions with the
understanding that in k space, r = Va? is replaced with k = vk2.
We define polar coordinates r, 61, ...6,4_1 in d dimensions through

. . . . s
xy =rsinfy - sinfy- ... - sinfy_o-sinfy_q, p=—-——=041

2

To = rsinfy-sinfy- ... sinfy_o- cosly_1,

ZTq_1 = rsinfy - cos by,

Tq = rcosb.

This yields corresponding tangent vectors along the radial coordinate lines, cf.
(5.16),

ox
= = €y,

=3 =

a

and along the 6; coordinate lines

a; = =rsing, - sinfy - ...sinb;,_e;.

00;
Here we defined the unit tangent vector along the 6; coordinate line

a;

e;, = .
" al

This should not be confused with Cartesian basis vectors since we do not use
any Cartesian basis vector in this section.

The induced metric is g, = a,, - a,, see Section 5.4. This yields in the present
case

_07 gTT = 17

g =
" HFV

and
gii:T2SiH291'Sin202' ca sinQHi_l, 1<i<d-1.

The Jacobian determinant (5.26) of the transformation from polar to Cartesian
coordinates and the related volume measure (5.25) are then

V9= 4l sin?2 0, - sin? 30y ... - sinfy_s
and

dle = drdf, ... d0s 1 sin?2 0, - sin? 30y ... - sinfy_s.
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In particular, the hypersurface area of the (d — 1)-dimensional unit sphere is

Sq-1 = 271'1_[/ df sin" 0 = (\é/;) (I.21)

The gradient operator V =3 a*9, is

= e 0
V = e.— + N N : N vt
or ; rsinf; - sinfy- ... - sinf;_; 06;

For the calculation of the Laplace operator, we need the derivatives (recall that
we do not use summation convention in this appendix)

Oe, . . .
ej . 3_2] = s]ﬂ@l . 5111(92 cL. .Sln9j71
and
de.
e;- 8;2 =0;,41€080; +O(j > i+ 1)cosb;- sinrq- ... - sin;_.
J

This yields

2 d—10 1 <A 1 o
AL 82729 - e
or? + r Or + r2 ; sin @, - sin? @y - ... - sin®f;_, 06?

d—2 d—1

Z Z cot 01 i
sin®fy - sin®fsy- ... - sin®60,_1 06;

We only need the radial part of the Laplace operator for the direct calculation
of the zero energy Green’s function Gy(x, E = 0) = G4(r). The condition

1 d dld
1dr dr

implies after integration over a spherical volume with radius r,

2\/_dd1

AGy(r) = —Gq4(r) = =d(x)

sd_lrdfld%c;d( )= T dTGd(r) _
This yields
(a=1)/2, d=1,
) =) —@mGje), d=2 12

I(452 )(4ﬁdd2) . d>3.

The integration constant determines for d = 1 and d = 2 at which distance

a the Green’s function vanishes. For d > 3 the vanishing integration constant

o a*~¢ is imposed by the usual boundary condition lim,_,. Ga>3(r) = 0.
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The full energy-dependent Green’s function in @-representation (x|Gy(E)|x’) =
Gylx—a', E) = Gy4(|Jxz—a'|, E) can be gotten from integration of the condition

AGy(z, E) + QH—TZEG’d(a:, E)=—0(x). (I.23)
The result (I.22) motivates an ansatz

Ga(z, E) = fa(r, E)Gqy(r). (I.24)
This will solve (1.23) if the factor fy(r, E) satisfies

d? 3—dd

2m
— B+ ——— B+ —=F E)y=0 0,F) =1.
dTQfd(T7 )+ . drfd(ﬁ )+ 2 falr,E) =0, fa(0, E)
This yields together with the requirement G4(x, F)|p<o € R and analyticity
in £ (and the convention v—FE|g=o = —iVE),

Gula, E) = 9\2_5) ( ” himE> - Kuz (V=2mE7)

+139(E3l VImEN g, (\/2mEf), (1.25)
2 N hr = h

where the conventions and definitions from [1] were used for the modified Bessel
and Hankel functions.

The result (1.25) tells us that outgoing spherical waves of energy E > 0 in d
dimensions are given by Hankel functions,

d—2

Galz, E > 0) = —= < v 2mE> Y, (\/QmE%) .,

ovort \ hr 2

while d-dimensional Yukawa potentials of range a are described by modified
Bessel functions,

Vilr) = ﬂ—% (5) " Kax (3)

with asymptotic form

exp(—r/a)
d—3 d—1"

2\/a 2mr

Va(r > a) ~

The result (I1.25) can also be derived through Fourier transformation (I.20)
from the energy-dependent retarded Green’s function in k space,
1
Gi(z,E) = @) /ddk Gy(k, E)exp(ik - ),
1

Galk, B) = 5~ 2mE/R2) — i€’
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or in terms of poles in the complex & plane (where k = |k| for d > 1),

) o)
Gl B) = i 0k + I 110
O(—F)

(1.26)

" (k —i/—2mE /%) (k +i\/—2mE/h%)’

This yields for d > 1 (for the ¢ mtegral see [30], p. 457, no. 6)

Sd 9 / “Lexp 1krcosz9) . 42
Ga(z, / dk d19 ~ mE/ ) sm 9

k‘d Lexp(ikr cos 19)

. d-2
2d 1\/_d+1 dT / dk/ d9 = mE ) = sm U

1 VE
- \/ﬁdﬁ“/ k5 B E i) —Jua (kr)

2= () 2_ Ko (v

T O(E) 2mE\ (v, for !

For the k integral for £ > 0 see [31], p. 179, no. 28. The real part of the integral
for F < 0 is given on p. 179, no. 35. The integrals can also be performed with
symbolic computation programs, of course. The k integral actually diverges
for d > 5, but recall that we have found the same solution for arbitrary d from
the ansatz (1.24). Fourier transformation of (1.26) for d = 1 directly yields the
result (20.6), which also coincides with (1.27) for d = 1.

The time evolution operator in various representations

We have seen that the Green’s function G4y (¢) in the time domain is intimately
connected to the time evolution operator

U(t) = exp(—iHt/h)

through equations (I.11,1.12). We can also define an energy representation for
the time evolution operator in analogy to equations (I1.8,1.9),

U(E) = 1 At Ut) expliEt /B — 270 (E — H), (L28)

The free d-dimensional evolution operator in the time domain is simply the
product of d one-dimensional evolution operators,

it
0lt) = exp - oz



534 I. Green’s functions in d dimensions

(k|Uo(t)|k') = Uo(k,t)o(k — k'), Us(k,t) = exp (—1Ek2>

1 , Rt
(x|Uo(t)|k) = Nord eXp<1k:-a: - I%k ) )
and
(@lU0le') = [ el (@~ ) Ualle,t) = Uil ~ '),

d 2

m ma
Uo(, 1) = i .
o@ 1) =\ 5 eXp<l 2ht>

Just like for the free Green’s functions, the dependence on d becomes more
interesting in the energy domain. The equation

21.2 /
2m \/ E 7

yields

Up(z, E) /ddk exp(ik - x)Uy(k, E)

( \/ \/ / dv exp Eﬁ cos 19) sin?2 ¢

- @(E)% (%@) N Jos ( 2mE%) . (1.29)

We have encountered several incarnations of the time evolution equation
() = U(t — t)[w (1)),
e.g. with (k[¢)) = (k[1(0)),

(@l (1) = / ke (| U (1) ) ()

— \/217‘1 /ddk exp [1<k x — ;—;kﬂ V(k)
_ / diz' Up(x — o't — t') (@' [o (1)
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Equation (1.29) implies with |¢)) = |1)(t = 0)) the representation
(@lo(E) = [ dt expliEt/m) (alu(t)
= [ [at explibt/m) (@lth(0)e) (@)
- [ @' @lth(B )@ 10)

d—2

~ow (7).
< [tat g (\/Zm_Ekc%w/) | f_'i>| (L30)

However, recall that the states [¢)(E)) in the energy domain exist only in the
distribution sense (5.12).

Relativistic Green’s functions in d spatial dimensions

The relativistic free scalar Green’s function in the time domain must satisfy

< A 1 0% m2e?

~SaE T ) Galz, t; ' ') = =6(x — ') (t — t'). (1.31)
This yields after transformation into k = (w/c, k) space
Gk, w; K, = Galle, )6k — K)3(w — o),
where the factor G4(k,w) is
1

D) 02 m2c2 E
k? — % 4 55 — e

Ga(k,w) = (1.32)

The shift —ie, € > 0, into the complex plane is such that this reproduces the
retarded non-relativistic Green’s function (I.18) in the non-relativistic limit

mc? + E
w = h s
when terms of order O(E?) are neglected. However, in the relativistic case
this yields both retarded and advanced contributions in the time domain. This
convention for the poles defines the relativistic Green’s functions of Stiickelberg
and Feynman.
The solution in & = (ct, x) space is then

Ga(z, ;' 1) = Gy(z — 't — 1),

Ga(z,t) = 2i /dw Ga(z,w) exp(—iwt), (1.33)

™
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Galw,w) = ﬁ / 4k Gk, w) explik - ). (1.34)

The integral is the same as in (1.27) with the substitution

2m w?  m2e?

wEE T T

ie.
2 N o) =2
G, w) = O(me dh|w|) m2ct — hPw
V2r her

X Ka2 (\/ m2ct — ﬁQwQL)
b he

.7 O(hlw| — mc?) <\/h2w2 — m204> =
Hin .
2 o her
W (122 — A
XHLf( h2w mch). (1.35)

C

The w = 0 Green’s functions

<A _ %) Ga(x) = (), Gy(z) = ﬁ (%)d% Kd%? (%7) ’

yield again the results (1.22) in the limit m — 0, albeit with diverging integra-
tion constants in low dimensions,

h 2h

ag—1 = —, ag—2 = —exp(—7).
mc me

In terms of poles in the complex k plane, the complex shift in (I1.32) implies

Gk, ) = 20 (hw — mc?)
(ck — o~ (mh)E — ie) <ck + /o — (& R + ie)
*O(mc* — hw)

(1.36)

" (ck —iy/(mc2/h)? — w2) (ck —iy/(me/n)? — oﬂ) '

However, in terms of poles in the complex w plane, equation (1.32) implies

02

(w — c/k? + (mc/h)? +ie) <w+c\/mfie)‘

Fourier transformation to the time domain therefore yields a representation of
the relativistic free Green’s function which explicitly shows the combination of

Gd(k, w) = —
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retarded positive frequency and advanced negative frequency components,

Galk, 1) = % / ds Ga(ke, ) exp(—iwt)

exp(—i\/mct)

TS R ey
' exp (i\/k:2 + (mc/h)? ct)
+icO(—t) : (1.37)

2/ k? + (mc/h)?
On the other hand, shifting both poles into the lower complex w plane,

62

) (k. ) —
o (w—c k2+(mc/h)2+i€) (w—i—c k2+(mc/h)2+i€)7

yields the retarded relativistic free Green’s function
(r) _ 1 (r) .
Gy (k,t) = 5 dw Gy’ (k,w) exp(—iwt)
T

sV (e

=00 k? + (mc/h)?

= 2O(t)Ka(k, 1), (1.38)

cf. equation (21.6). If ICy(x, t) exists, then one can easily verify that the prop-
erties

102 m2?
< i ?) Ka(z,t) =0,

Ka(e,0) = 0, LKa(a,t)

ot = ()

t=0

imply that G((ir)(cc, t) = *O(t)Ky(z, t) is a retarded Green’s function.

Retarded relativistic Green’s functions in (x,t)
representation

Evaluation of the Green’s functions G(dr)(w.,t) and Gg4(x,t) for the massive
Klein-Gordon equation is very cumbersome if one uses standard Fourier trans-
formation between time and frequency. It is much more convenient to use
Fourier transformation with imaginary frequency, which is known as Laplace
transformation. We will demonstrate this for the retarded Green’s function.
The Laplace transform of G,(;)($7 t) is

ga(x, w) = /0 ot exp(—wt)GY (, t). (1.39)
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The completeness relation for Fourier monomials,

1

8(t) = 5=

o) 1 ico
/ dw exp(—iwt) = 2—/ dw exp(wt)

1 0o
then yields the inversion of (1.39),

. 1 ico
ij )(:B,t) = Q_m/ dw exp(wt)gq(x, w). (1.40)

ico

The condition (I1.31) on the d-dimensional scalar Green’s functions then implies

C

(8- - 25 wtew) = —sta) (La1)

with solution

0 [ eatike)
gd(:l:,w) = (27T)d /d k2 4 (’U}/C)2 + (mC/h)Q .

In one dimension this yields

cexp(—/w? + (mc /R [z /)

2/u? + (mc2/h)2

(1.42)

g1(z,w) =

In higher dimensions, we need to calculate

Sd 2 de1 . deo exp(ikr cos 9)
= dk [ dik ¥
sale) = Gy [ it

/ k- 1
\/g k2 + (w/c)? + (mc/h) \/_ -

We can formally reduce (1.43) for d > 3 to the corresponding integrals in lower
dimensions by using the relation

(LAY 4l _ et

sJaa(kr).  (143)

T dx

xv xu+n ’

see number 9.1.30, p. 361 in [1]. This yields for d = 2n + 1

%J%(kr):k‘z" <———> VirJ_y (kr)

\/H ror
2, e 1O\
= \/;k ( r@r) cos(kr), (I.44)
and for d = 2n + 2,
1 —on 19\"
FJ%(kT) =k 2 (—;E) Jo(k”f‘) (145)
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The resulting relations for the Green’s functions in the (x,w) representations
are then

Fonsa(, ) = (‘%% o e s
B ( 10 >”cexp(—\/mr/0>

“\ 2mror 2y/w? + (mc?/h)?

: (1.46)

and

Gans2(®w) = (%ag) = <w];cj>o2( T(mc/h)?
_ (%%) 27TKO( Fmefhps ). (1.47)

Inverse Laplace transformation yields the retarded Green’s functions fo) (x,1),

Gg;)+1(m,t)—( Lﬁ) colct — 1) o (mev/EE =2 /h) (1.48)

2mr Or
(r) B 7L2 ¢ O(ct—r) TR
Gopio(z,t) = ( 5 87’) 2Wmcos(mcvc t2—r /h) (1.49)
The retarded relativistic Green’s functions in one, two and three dimensions
are therefore

G (z,t) = g@(ct —|z])Jo (mcx/c2t2 - mQ/h) ,

. c Oct—r
G )(w, ) = o \/ﬁcos (mc\/c2t2 /h)

and

o) o mc? O(ct — 1) TR
G @, t) = T3 —ct) — T mjl(mm/rt r /h) (L50)

The functions 05124(313,7,‘) and Kg>4(x,t) do not exist, but the corresponding
functions G (k. t) = O(1)Kq(k, t) (1.38) and G (k, w) exist in any nunmber

of dimensions.

Liénard-Wiechert potentials in low dimensions
The massless retarded Green’s functions solve the basic electromagnetic wave
equation for the electromagnetic potentials in Lorentz gauge,

2.2

<a“a# - mh; > A(z) = —poj” (x), auAu(x) =0,

1
AP (x) = o /dd“x’ —Gg)(x — ') " (2").
c
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In three dimensions this yields the familiar Liénard-Wiechert potentials from
the contributions of the currents on the backward light cone of the space-time
point x,

Ho 1 . 1
As:3($,t) = E/dgilil mj“ (m’,t — E|IB — $/|> .

However, in one and two dimensions, the Liénard-Wiechert potentials sample
charges and currents from the complete region inside the backward light cone,

00 t—(Jz—a'|/c)
A (o, t) = 2€ / da’ / at’ (),
2 —00 —00

Al () = B / & / T S t) :
2 —o0 VAt —t)? — (z—a')?
Stated differently, a ¢ function type charge-current fluctuation in the space-
time point 2’ generates an outwards traveling spherical electromagnetic pertur-
bation on the forward light cone starting in 2’ if we are in three spatial dimen-
sions. However, in one dimension the same kind of perturbation fills the whole
forward light cone uniformly with electromagnetic fields, and in two dimensions
the forward light cone is filled with a weight factor [¢?(t —t)? — (& — x')?]~'/2.
How can that be? The electrostatic potentials (I1.22) for d = 1 and d = 2 hold
the answer to this. Those potentials indicate linear or logarithmic confinement
of electric charges in low dimensions. Therefore a positive charge fluctuation
in a point 2’ must be compensated by a corresponding negative charge fluctu-
ation nearby. Both fluctuations fill their overlapping forward light cones with
opposite electromagnetic fields, but those fields will exactly compensate in the
overlapping parts in one dimension, and largely compensate in two dimensions.
The net effect of these opposite charge fluctuations at a distance a is then elec-
tromagnetic fields along a forward light cone of thickness a, i.e. electromagnetic
confinement in low dimensions effectively ensures again that electromagnetic
fields propagate along light cones. This is illustrated in Figure I.1.

Green’s functions for Dirac operators in d dimensions

The Green’s functions for the free Dirac operator must satisfy.
(waﬂ - %) Sa(a, t) = —6(2)d(t). (L51)

Since the Dirac operator is a factor of the Klein-Gordon operator, the solutions
of the equations (I.51) and (I.31) are related by

Su(, 1) = (iv“@# + %) Gal, 1) (1.52)
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Figure I.1: The contributions of nearby opposite charge fluctuations at time
t = 0 in one spatial dimension generate net electromagnetic fields in the
hatched “thick” light cone region.

and
Gy(z,t) = /ddw’ /dt’ Sa(x' —x,t' —t)- Sq(a', 1)
= /ddw’/dt’Sd(:c’.,t’)-Sd(:v'+a:7t'+t). (1.53)
The free Dirac Green’s function in wave number representation is (here k* =
k)

me — hykk,

Sa(k) = h2k2 + m2c? — i€’

(154)

where the pole shifts again correspond to the Stiickelberg-Feynman propagator
with retarded and advanced components.
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¢ function, 25
€ tensor, 112
~ matrices, 424, 507
Construction in d dimensions, 509
Dirac basis, 424
Invariance under Lorentz transfor-
mations, 519
Weyl basis, 424
f-sum rule, 268
2-spinor, 141

Absorption cross section, 231
Active transformation, 72
Adjoint operator, 69
Amplitude vector, 376
Angular momentum, 111
in relative motion, 107
Angular momentum operator, 111
in polar coordinates, 111
Annihilation operator, 93
for non-relativistic particles, 289
for photons, 328
for relativistic fermions, 428
for relativistic scalar particles, 416
Anti-commutator, 284
Auger process, 228

Baker-Campbell-Hausdorff formula,
97, 499

Bethe sum rule, 271
Bloch factors, 165
Bloch functions, 165
Bloch operators, 371
Bohmian mechanics, 136
Bohr magneton, 433
Bohr radius, 125

for nuclear charge Ze, 130
Born approximation, 188
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Born-Oppenheimer approximation,
356

Boson number operator, 458

Bra-ket notation, 57

Brillouin zone, 165, 369

Capture cross section, 230
Center of mass motion, 107
Charge conjugation, 429
Charge-current operators
for the Dirac field, 428
for the Klein-Gordon field, 416
for the Schrodinger field, 285, 288
Christoffel symbols, 84
in terms of metric, 89
Classical electron radius, 350
Clebsch-Gordan coefficients, 147
Coherent states, 98
for the electromagnetic field, 329
overcompleteness, 102
Color center, 53
Spherical model, 135
Commutator, 76
Completeness in the mean, 494
Completeness of eigenstates, 30, 483
Completeness relations, 33
Example with continuous and dis-
crete states, 47
for Fourier monomials, 164
for free spherical waves, 123
for hydrogen eigenstates, 134
for spherical harmonics, 120
for Sturm-Liouville eigenfunctions,
494
for time-dependent Wannier states,
169
for transfomation matrices for
photon wave functions, 325
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for Wannier states, 168, 371
in cubic quantum wire, 80
in linear algebra, 61
Compton scattering, 440
Non-relativistic limit, 448
Scattering cross section, 448
Conjugate momentum, 462
Conservation laws, 276
Conserved charge, 277
Conserved current, 277
Coulomb gauge, 322
Coulomb waves, 131
Covalent bonding, 359
Covariant derivative, 257
Creation operator, 93
for non-relativistic particles, 289
for photons, 328
for relativistic fermions, 428
for relativistic scalar particles,
416

Decay rate, 223
Density of states, 199
in d dimensions, 205
in radiation, 205
in the energy scale, 204
inter-dimensional, 407
Differential scattering cross section,
233
for photons, 348
Dihydrogen cation, 356
Dimensions of states, 81
Dipole approximation, 260
Dipole line strength, 269
Dipole selection rules, 261
Dirac v matrices, see v matrices
Dirac equation, 423
Free solution, 426
Non-relativistic limit, 433
Relativistic covariance, 519
with minimal coupling, 424
Dirac picture, 210, 215
in quantum field theory, 296
Dirac’s § function, 25
Dual bases, 60

Index

Eddington tensor, 112
Effective mass, 174
Ehrenfest’s theorem, 23
Electric dipole line strength, 269
Electromagnetic coupling, 255
Electron-electron scattering, 450
Electron-photon scattering, 440
Energy-momentum tensor, 278
for classical charged particle in
electromagnetic fields, 481
for quantum electrodynamics, 429
for the Maxwell field, 326
Energy-time Fourier transformation,
79
Energy-time uncertainty relation, 52,
79
Euler-Lagrange equations, 274, 462
for field theory, 274
Exchange hole, 319
Exchange integral, 308
Exchange interaction, 308

Fermi momentum, 207
Fermion number operator, 459
Fine structure constant, 444
Fock space, 289
Fourier transformation
between energy and time domain,
79

Fourier transforms, 25

Gaussian wave packet, 49
Free evolution, 49
Width, 49
Golden Rule, 226
Golden Rule #1, 228
Golden Rule #2, 229
Green’s function, 48, 185
Relations between scalar and
spinor Green’s functions, 540
advanced, 528
for Dirac operator, 540
in d dimensions, 525
inter-dimensional, 406
retarded, 48, 185, 214, 402, 406,
528
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Group, 110
Group theory, 110

Hamiltonian density

for the Dirac field, 428

for the Klein-Gordon field, 417

for the Maxwell field, 326

for the Schrodinger field, 279
Hard sphere, 190
Harmonic oscillator, 91

Coherent states, 98

Eigenstates, 93

in k-representation, 95
in z-representation, 94
Eigenvalues, 93
Solution by the operator method,
92

Hartree-Fock equations, 312
Heisenberg evolution equation, 214
Heisenberg picture, 210, 214
Heisenberg uncertainty relations, 75
Hellmann-Feynman theorem, 73
Hermite polynomials, 94, 497
Hermitian operator, 31
Hubbard model, 372
Hydrogen atom, 124

bound states, 124

ionized states, 131
Hydrogen molecule ion, 360

Induced dipole moment, 265
Interaction picture, see Dirac picture
Tonization rate, 223

Junction conditions for wave
functions, 45

Kato cusp condition, 368

Klein’s paradox, 419

Klein-Gordon equation, 414
Non-relativistic limit, 418
with minimal coupling, 414

Klein-Nishina cross section, 448

Kramers-Heisenberg formula, 349

Kronig-Penney model, 170

549

Lagrange density, 273
for the Dirac field, 428, 520
for the Klein-Gordon field, 415
for the Maxwell field, 321
for the Schrodinger field, 275
Lagrange function, 462
for particle in electromagnetic
fields, 255
for small oscillations in N particle
system, 375
Lagrangian field theory, 273
Laue conditions, 63
Liénard-Wiechert potentials, 539
Lorentz group, 111, 469
Generators, 518
Spinor representation, 519
in Weyl and Dirac bases, 521
Vector representation, 518
Construction from the spinor
representation, 522
Lorentzian absorption line, 341
Lowering operator, 93

Matrix logarithm, 503
Maxwell field, 321
Mehler formula, 96, 214, 498
Minimal coupling, 258
in the Dirac equation, 424
in the Klein-Gordon equation, 414
in the Schrodinger equation, 256
to relative motion in two-body
problems, 330
Mollwo’s law, 53
Spherical model, 135
Momentum density
for the Dirac field, 428
for the Klein-Gordon field, 417
for the Maxwell field, 326
for the Schrodinger field, 279
Moller operators, 221
Moller scattering, 450

Noether’s theorem, 277
Normal coordinates, 377
Normal modes, 377
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Number operator, 93
for the Schrodinger field, 285
in terms of Schrodinger picture
operators, 288

Occupation number operator, 93
Optical theorem, 190
Oscillator strength, 267

Parabolic coordinates, 88, 195
Passive transformation, 59
Path integrals, 241
Pauli equation, 433
Pauli matrices, 141
Pauli term, 342
Perturbation theory, 151, 209
and effective mass, 174
Time-dependent, 209
Time-independent, 151
with degeneracy, 156, 160
without degeneracy, 151, 155
Phonons, 385
Photoelectric effect, 14
Photon, 327
Photon coupling
to Dirac field, 424
to Klein-Gordon field, 414
Photon coupling to relative motion,
330
Photon flux, 340
Photon scattering, 344
Planck’s radiation laws, 7
Poincaré group, 111, 469
Polar coordinates in d dimensions, 529
Polarizability tensor
Dynamic, 265
Frequency dependent, 266
Static, 263
Potential scattering, 183
Potential well, see Quantum well
Propagator, 48, 214

Quantization
of the Dirac field, 428
of the Klein-Gordon field, 414
of the Maxwell field, 327
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of the Schrédinger field, 284
Phonons, 384
Quantum dot, 42
Quantum virial theorem, 72
Quantum well, 42
Quantum wire, 42

Raising operator, 93
Rayleigh scattering, 350
Rayleigh-Jeans law, 6
Reduced mass, 107
Reflection coefficient
for ¢ function potential, 46
for a square barrier, 39
for Klein’ paradox, 421
Relative motion, 107
Rotation group, 110
Generators, 114
Matrix representations, 114
Rutherford scattering, 194

Scalar, 142
Scattering
Coulomb potential, 194
Hard sphere, 190
Scattering cross section, 184
for two particle collisions, 435
Scattering matrix, 221, 298
with vacuum processes divided
out, 299
Schrédinger equation
Time-dependent, 18
Time-independent, 36
Schrodinger picture, 210
Schrodinger’s equation, 16
Second quantization, 284
Self-adjoint operator, 30, 69
Separation of variables, 86
Shift operator, 96
Sokhotsky-Plemelj relations, 29
Sommerfeld’s fine structure constant,
444
Spherical Coulomb waves, 131
Spherical harmonics, 116
Spin, 299
Spin-orbit coupling, 145
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Spinor, 142 Transition frequency, 220
Squeezed states, 103 Transition probability, 220
Stark effect, 261 Transmission coefficient
Stefan-Boltzmann constant, 9 for ¢ function potential, 46
Stimulated emission, 342 for a square barrier, 39
Stress-energy tensor, 279 for Klein’ paradox, 421
Summation convention, 58 Transverse ¢ function, 325
Symmetric operator, 31 Tunnel effect, 40
Symmetries and conservation laws, Two-particle state, 300

276 Two-particle system, 107

Symmetry group, 110
Uncertainty relations, 75

Tensor product, 58 Unitary operator, 70
Thomas-Reiche-Kuhn sum rule, 268

Thomson cross section, 349, 448 Vector, 142

Time evolution operator, 48, 211 Vector addition coefficients, 147

Two evolution operators in the in- Virial theorem, 71
teraction picture, 216
as solution of initial value prob- Wannier operators, 371

lem, 212 Wannier states, 167
Composition property, 212 Completeness relations, 168
for harmonic oscillator, 213 Time-dependent, 169
on states in the interaction pic- Wave packets, 47

ture, 215 Wayve-particle duality, 15
Unitarity, 213 Wien’s displacement law, 5

Time ordering operator, 211
Tonomura, experiment, 21 Yukawa potentials, 399
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