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Preface and Introduction

Though this be madness, yet there is method in’t.

Hamlet, William Shakespeare

Matrix mechanics was introduced in 1925 by the German physicist Werner
Heisenberg' [13]. However, the American Nobel laureate Steven Weinberg2 writes
about this publication [26]:

If the reader is mystified at what Heisenberg was doing, he or she is not alone. I have tried
several times to read the paper that Heisenberg wrote on returning from Helgoland, and,
although I think I understand quantum mechanics, I have never understood Heisenberg’s
motivations for the mathematical steps in his paper.

For years, Heisenberg and his colleagues had been struggling with a problem that
had been raised in 1913 by Niels Bohr® in his atomic theory: why do electrons in
atoms occupy only certain permitted orbits with certain well-defined energies?
Heisenberg took a completely new approach to this question. Because the trajectory
of an electron in an atom cannot be directly observed, he decided to deal only with
measurable quantities (namely the allowed energies for the quantum states of all
electrons in the atom, as well as the frequencies with which an atom spontaneously
jumps from one of these quantum states to a different state while emitting a light
particle, i.e., a photon). Heisenberg introduced a sort of “table” of these frequencies.
He performed mathematical operations on it, which led to new tables for the various
physical quantities such as position, velocity, or the square of the velocity of an
electron.

To be more precise, the table entries were the so-called transition amplitudes,
that is, quantities whose squares specify a transition probability. When returning

"Werner Heisenberg, 1901-1976, German physicist, Nobel Prize 1932.
2Steven Weinberg, * 1933, American physicist, Nobel Prize 1979.
3 Niels Bohr, 1885-1962, Danish physicist, Nobel Prize 1922.
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viii Preface and Introduction

from Helgoland (where he first had this crucial idea) to Gottingen, Heisenberg
found out that the operations he applied to these tables were well known to
mathematicians. The tables were called matrices, and the operations that he used to
get from the table representing the electron velocity to the table representing the
square was named matrix multiplication. Starting from the known dependence
between the energy of a particle and its velocity and position in a simple system,
Heisenberg could calculate a table of the system’s energies in its different quantum
states, similar to Newton’s* calculation of the energy of a planet based on its
position and velocity.

At the time, Heisenberg was constantly in touch with some influential theoretical
physicists, including the German researchers Max Born® and Pascual Jordan® and
the English physicist Paul Dirac.” Until the end of the year 1925, they transformed
Heisenberg’s ideas into a comprehensive and systematic version of quantum
mechanics, which today we refer to as matrix mechanics. With the help of the new
matrix mechanics, the German physicist Wolfgang Pauli® managed in the following
January to solve the paradigmatic problem in atomic physics, namely the calcula-
tion of the energy levels of the hydrogen atom. His calculations proved the earlier
ad hoc results of Bohr.

H.S. Green, an employee of Max Born, writes in [12]:

Most books on quantum theory emphasize the wave mechanical approach (of Schrﬁdingerg),
probably because it is supposed to be easier to understand for those who already have a solid
knowledge on differential equations.

In this book, however, we restrict ourselves to the algebraic method using matrices
and only briefly describe Schrédinger’s wave mechanics in order to show the
equivalence with Heisenberg’s matrix mechanics. By implementing numerical
algorithms in standard software such as MAPLE or MATHEMATICA, matrices
and matrix equations are easy to handle these days [23].

I would like to thank Dr. Claus Ascheron from Springer for his kind assistance
during the compilation of this manuscript. Last but not least, I would like to express
my gratitude towards my wife Renate, without whom this book would have never
been published.

Bremen, Germany Giinter Ludyk

“Isaac Newton, 1642-1727.

SMax Born, 1882-1970, German physicist, Nobel Prize 1954.
SPascual Jordan, 1902-1980, German physicist.

"Paul Dirac, 1902-1984, English physicist, Nobel Prize 1933.
8Wolfgang Pauli, 1900-1958, German physicist, Nobel Prize 1945.
“Erwin Schrodinger, 1887-1961, Austrian physicist, Nobel Prize 1933.



Notations

Important definitions, facts, and theorems are shown in boxes. Important in-
termediate results are double underlined.

Scalars are written in normal font:
a7b7c)a)ﬁ7’}/7 A

Vectors are written as lowercase letters in bold font:
X, PV, ...
Vectors in four-dimensional spacetime (R*) are written as bold lowercase letters
with an arrow:
X, 0.u, ...
Matrices are written as uppercase letters in bold font:

X,P.RI,...

Matrix vectors are written as uppercase letters in bold Fraktur font:

®X B, ...
Matrix vectors are block matrices:
def X
RE| X,
X3

The identity matrix I, of size n is an n-by-n matrix in which all the elements on the
main diagonal are equal to 1 and all other elements are equal to O:

ix



X Notations

Iy

S OO~
SO~ O
O = O O
- o O O

If the components are real numbers (R), the transpose of a vector x or a matrix A is
written as x* and A™, respectively. If the components are complex numbers (C), the

transpose is written as x' and AT, respectively. In this case, the components of the
transpose row vector are the complex conjugate. Note that this is necessary in order

for the scalar product xTx to be a real number. The same reasoning applies to the
transpose matrix elements.
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Chapter 1
Quantum Theory Prior to 1925

Abstract A description is given of the “Older Quantum Mechanics” as introduced
by Nils Bohr and Arnold Sommerfeld in the years before 1925. Bohr’s postulates
are formulated and the atom size is derived from them.

1.1 Bohr-Sommerfeld Quantization Rule

Before the behavior of atoms could be described with the help of quantum mechan-
ics, Bohr and Sommerfeld' explained the spectra of simple atoms based on Bohr’s
atom model (“Older Quantum Mechanics”). In this model, spectral lines appear as
energy differences between two “discrete” electron orbits. The Bohr—Sommerfeld
quantization rule requires that not only the equation of motion holds for the orbit of
the electron around the nucleus, but that for each additional circulation

/pdx:nh n=1,2,...) (1.1)

applies, where p is the momentum, and the position x runs through one complete
circle. As does the angular momentum, this integral has the dimension location times
moment and is an action. The constant

h=2r k=271 1.054572 - 107*Js = 6.6260755 - 1073*Js

is the Planck quantum of action or Planck’s constant.? In other words, the action of
each stationary electron orbit in the atom is quantized. The action can only occur as
an integer multiple of Planck’s constant. A detailed derivation of this principle by
Sommerfeld [22] is presented in the following section.

! Arnold Sommerfeld, 1868-1951, German physicist.
2Max Planck, 1858-1947, German physicist, Nobel Prize 1919.
© Springer International Publishing AG 2018 1
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2 1 Quantum Theory Prior to 1925

1.2 Sommerfeld’s Derivation

Let us consider an arbitrarily moving point mass with momentum
p = mo. (1.2)

With v = ¢ we get
p=mq. (1.3)

It is important to note that the dynamic triple of the momentum coordinates p is
considered in addition to the geometric triple of the position coordinates q. Newton
supplies

_ OE pot

p=f= g (1.4)

where it was assumed that the force f can be derived from a potential energy E
(which is a function of the position coordinates ¢). Using (1.3), the kinetic energy is

obtained as
B — m.r. I -
kin="74 4=75_P P
The total energy as a function of the g; and py is also called the Hamilton function

or Hamiltonian H. We hence have

OH _OEpw OH _OEu, _ p

H(q9p)=Ekin+Epota % aq s 817 = 81; _Z

As a result, the basic (1.3) and (1.25) can be written as

dg OH dp  OH

= = 1.5
dt op dt oq (15

Assuming that the kinetic energy is expressed as a function of ¢ and ¢, the equation

aEkin
o4

(1.6)

is identical to (1.3).

The values of the coordinates ¢ and p determine the state of the system. To
understand how the state of motion of the system depends on the location ¢ and
the speed/momentum p, let us imagine a single mass point with three degrees of
freedom. Its three location coordinates and its three momentum coordinates can be
plotted as Cartesian coordinates in a state space of six dimensions, such that each
point of this state space represents a potential state of our mass point. Accordingly,
for a system with d degrees of freedom one gets a state space with 2d dimensions.
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In afirst step, we can restrict ourselves to systems with only one degree of freedom.
In this case, the general state space is a simple (two-dimensional) state plane. In this
state plane, we can introduce ¢ and p as orthogonal coordinates. Afterwards, we
can construct state trajectories in this state plane, that is, the sequence of points
corresponding to the successive states of motion of the system. Taking each point
as the initial condition, we could draw such state trajectories and cover the entire
state plane with them, whereby the trajectories are arbitrarily close to each other. It is
characteristic for quantum theory, however, that a discrete subset of state trajectories
is singled out from the infinite amount of potential trajectories. For defining this
subset, we first consider a surface area of the state plane that is bounded by any two
state trajectories, and we associate this area with the corresponding state. Afterwards
we construct our bundle such that the area of the state between two neighboring
curves is always equal to Planck’s constant /. In other words, 4 has the meaning of
an elementary area of the state. Let us from now on consider this meaning the true
definition of Planck’s quantum #.

We illustrate these abstract ideas with the help of two important special cases,
namely the oscillator and the rotator. The linear oscillator is a spring attached to
a point mass m at rest position, whereby the mass can only move in one direction
x = q from its rest position. Due to the spring, the mass experiences a restoring
force, but no damping. The oscillator is the simplest model of a vibration center, as it
is used in optics to describe a “quasi-elastically bounded electron.” The oscillator is
specified as a harmonic oscillator if we want to emphasize that only a certain eigen-
oscillation is allowed. The oscillation frequency of the oscillator (i.e., the number of
free vibrations in one time unit) is v. The oscillation process then looks like

X =q = a sin2wvt, (1.7)
where a is the amplitude of the oscillation. In this case, the momentum p is simply
mgq; that is,

p=2mvma cos2nut. (1.8)

Eliminating ¢ from (1.7) and (1.8), we obtain an ellipse as the state trajectory in the
P, q-plane:

— 4+ = =1, (1.9)
where the semi-minor axis b has the value
b=2rvma. (1.10)

The area of the ellipse is

abm =2m7*vma’.
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Fig. 1.1 State plane of the P
linear oscillator

Note that this entity equals £ /v, where E is the constant vibrational energy. To see
this, let us calculate E at the time ¢+ = 0, where the potential energy is equal to 0 and
the kinetic energy is

m , 2 _
Ea 2mv)* =E. (1.11)
Therefore in fact
E
abm=—. (1.12)
v

Figure 1.1 shows a family of similar ellipses in the state plane (p, ¢) that is obtained
by changing E accordingly. After all, (1.10) ensures that the ratio b/a has the constant
value 27 v m. In the image, the ellipses follow one another in such a way that the
resulting ellipse rings have the same area /. If we denote the difference of the energy
constants for two consecutive ellipses with AE, we obtain from (1.12)

_AE

h=——, AE=hv. (1.13)
v
By numbering the ellipses as 0, 1,...,n and calling the corresponding energies
Ey, E,, ..., E,, it follows from (1.13)
E,=Ey+hvn. (1.14)

In the classical theory, all points of the state plane are equal and represent possible
states of the oscillator. In quantum theory, however, those states are distinguished
whose points lie on one of those ellipses. Such states are called the stationary states of
the oscillator, because they can be continuously passed through without energy loss
of the oscillator. In a way, they represent the charged mass point without radiation.
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From time to time, however, the oscillator changes its energy. In particular, it emits
energy once its state moves onto a smaller ellipse. Similarly, it absorbs energy once
the state jumps to a larger ellipse. Note, however, that both emission and absorption
occur in multiples of the energy quantum hv.

Let us generalize this insight to any mechanical system with one degree of free-
dom. The image point of the system in the state plane is restricted to certain quantum
theoretically special “quantized” state trajectories, each of which includes an ele-
mentary region of size h with the following trajectory. The nth trajectory includes

(when closed) the area
J =//dpdq, (1.15)

where the integral covers the inside of the nthtrajectory. Carrying out the integration
with respect to p yields

J:/pdq, (1.16)

where the integral is bound by the nth trajectory itself. We call (1.16) the state integral
or action.

The final formulation of the quantum hypothesis is obtained by requiring that the
difference of the state integrals for two consecutive trajectories must be equal to &:

AJ=h, J=Jy+nh. (1.17)

This requirement selects a discrete (infinite) number of real, quantum theoretically
possible trajectories out of the continuous manifold of all possible mechanical move-
ments. Unlike this general version of quantum hypothesis, the original energy quan-
tum hypothesis as formulated by Planck with respect to thermal radiation is only
valid for the oscillator. The above evaluation of the state integral (1.15) was very
easy because we could directly calculate the area of the ellipses by the formulaa b 7.
In particular, (1.17) yields (assuming Jy = 0) a formulation that is analogous to
(1.14):

J=/pdq=nh. (1.18)

Now let us move on to the rotator. A rotator is a point mass m that rotates uniformly
on a circle of radius a around a fixed center. We can use the rotation angle ¢ = ¢ as
a natural location coordinate. Starting from an arbitrary initial position ¢ = 0, the
particle position on the circle is labeled by the angle ¢. Because the velocity of the
point mass m is equal to ag, the kinetic energy is given by

Epin = %azqz. (1.19)

For a uniform rotation, the potential energy is independent of (. Also, we can assume
that it does not depend on a either, inasmuch as a is constant during the motion. We
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Fig. 1.2 State plane of the P
rotator
area = h
q
- +m
can therefore write
E . = const.
According to (1.6) and (1.19), the momentum corresponding to ¢ is
p=ma%q. (1.20)

Because ¢ = const, this momentum p is also constant, in accordance with the
equations of motion (1.5). Therefore, the state trajectory of the rotator in the state
plane (p, ¢g) is a line that is parallel to the g-axis; see Fig. 1.2.

Note that the state trajectory is not a closed curve in this case. Therefore we must
first define what we understand as the area of the state trajectory. We remark that the
state of the rotator (i.e., its location on the trajectory as well as the direction of its
momentum) is repeated after each loop. The true state trajectory is therefore not an
infinite, but a finite line that is repeatedly passed through from left to right. In the
q-direction, the state area of the rotator has only the length 27. Casually speaking,
one can cut out the line ¢ = £ and glue it together to form a cylinder. The area of
the cylinder between the nth and the (n — 1)th state trajectory is then given (similar to
arectangle with the baseline 27) by 27 (p,, — p,—1). This area must now be equal to /.
For the area between the nth and the zero state trajectory (the latter being represented
by the g-axis), we then get

27 p, =nh. (1.21)

This area plays the same role as the closed curves in the case of the oscillator.

As we can see, the rotator is not quantized in energy quanta (as the oscillator),
but according to its angular momentum. More precisely, the angular momentum of
a rotator is an integral multiple of 2#/27. We can now calculate the (kinetic) energy
of the rotator based on (1.19) and (1.20) as

rq
Ein = >
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From (1.21), with v = ¢ /27 we further get:

(1.22)

Here, v is the winding number of the rotator, that is, the number of full rotations
in one time unit. This number is the analogue of the oscillation frequency of the
oscillator.

1.3 Bohr’s Postulates

Niels Bohr derived his model by adding three postulates to Rutherford’s model,
namely:

1. Electrons move on stable orbits around the nucleus. Contrary to the prediction
of the theory of electrodynamics, the electron radiates no energy (in the form of
electromagnetic radiation) when moving on the orbits.

2. The radius of the electron orbit does not change continuously, but abruptly. When
the electron jumps from one orbit to another, electromagnetic radiation is emitted
(or absorbed). The frequency of the radiation is given by Max Planck’s relationship
between energy and the frequency of light. According to this relationship, if E,
is the energy of the initial state and E,, is the energy of the target state, then a
photon is emitted with frequency

Y= (E"’h;E) (1.23)

3. Electron orbits are only stable if the orbital angular momentum L of the electron
is an integral multiple of the reduced Planck constant & = Z-: L = nh. This

2m”
postulate is often called the selection condition.

In addition, the classical equation of motion applies, that is, a centripetal Coulomb
force acts.

1.4 Atom Sizes

Bohr’s atom model allows a comparison of a series of numerical predictions with
experimental results, especially with respect to the position of the lines in the hydro-
gen spectrum. The model treats the electron as a pointlike particle that is attracted by
the opposite electric charge of the nucleus. This force shapes the path of the electron
according to the laws of classical mechanics on circular orbits. That is why in Bohr’s
atomic model the distance of an electron to the nucleus is also referred to as the
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classical atomic radius. The angular momentum L of a particle with mass m and
velocity v along a circular orbit of radius r is

L = mor.

A centripetal force acts on the moving electron according to

mvz

Feenw = —.
-
On the other hand, the electron with the elementary charge e experiences a force in
the electric field of the proton according to Coulomb’s law:

2

Fy = .
4egr?

This Coulomb force keeps the electron on the circular orbit; that is, the two forces

must be equal:

&2 mov?

Fog=Fene & ) = . (124)
dmwegr r

Hereby, the angular momentum must satisfy the above-postulated selection con-
dition. A more sustainable formulation of this condition is that the length of the
orbit (27r7) must be an integer multiple of the electron’s elementary wavelength (or
de Broglie wavelength), because otherwise destructive interference would occur.
Along a permitted orbit, the electron forms a standing matter wave:

h h h
A = — = = 2mr=n .
P mev mMev
Solving for v yields
nh
v = .
Mer

This velocity v can be substituted in the above equation for the forces:

nh 2
62 me (m_gr) 82 men2h2
= = =4
4egr? r 4reqr? m2r3
2
IS h
rn=n’—— (1.25)

mee-m
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The smallest radius (n = 1) is denoted as Bohr’s atomic radius:

th2

ro= ~529-10""'m. (1.26)

Mmee=m

For each higher electron orbit, we get
ro=n*-r ~n?.529-10""m. (1.27)

The energy E, of the electron on the nth orbit consists of kinetic as well as
potential energy, whereby the potential energy is negative:

E, = Ekin + Epot = — . - (128)

From (1.24), it follows that
2 e

" dmeg vy - m,

We substitute this term in (1.28), which provides

1 1 &
Ep=—r— &
24meg 1y,
With (1.26) and (1.27), we get
11 2 ot 1
Ey=—n—— e == 136V —| (1.29)
2 4mey nry 8egh? n? n?

In a hydrogen atom, an electron can only assume these discrete energy values, where
the integer n denotes its current trajectory.



Chapter 2
Heisenberg’s Year 1925

Abstract Starting from the known facts on spectral lines up to 1925, the crucial new
ideas of Heisenberg are presented which led him to the introduction of his matrix
quantum mechanics.

2.1 Spectral Lines

Nineteenth century research on spectral lines can be considered the starting point
for quantum theory. These investigations are based on two measurable variables,
namely the frequency and the brightness of the spectral lines. After all, the emitted
light consists of very sharp frequencies. In the year 1850, Kirchhoff! and Bunsen? had
discovered that chemical elements produce such characteristic lines in their spectra.

In the visible region of the hydrogen spectrum, four lines can be observed (the
wavelengths get closer as they decrease). In 1885, the Swiss mathematician Balmer?
(a teacher at a lyceum) discovered that the wavelength A of these lines can be calcu-
lated with the simple formula

where A = 364.56 x 102 mand n = 3, 4, 5, or 6. This leads to the following wave-
lengths (in nanometers):

656.279 nm (red)
486.133 nm (blue-green)
434.047 nm (violet)
410.174nm (violet)

1Gustav Robert Kirchhoff, 18241887, German physicist.
2Robert Wilhelm Eberhard Bunsen, 1811-1899, German chemist.
3Johann Jakob Balmer, 1825-1898.

© Springer International Publishing AG 2018 11
G. Ludyk, Quantum Mechanics in Matrix Form,
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12 2 Heisenberg’s Year 1925

Table 2.1 Measured or calculated hydrogen spectral lines in the Balmer series

Transition 352 4 -2 52 6—2 72 8§ —2
n—>m=2

Name H, Hg H, Hj H, H¢
Measured (nm) | 656.2793 | 486.1327 |434.0466 |410.1738 |397.0075 |388.8052
Calculated 656.278 486.132 434.045 410.1735 |397.0074 | 388.8057
Colour Red Blue-Green | Violet Violet Violet Violet

For the wavelengths A\, we obtain the Balmer formula

1 1 1
—=R(--—),
A 4 n?
where R = 4/ A is the so-called Rydberg* constant.> With explicit numbers, it reads
L 10073731 (2= L) g
A 4 p2) ot

Table 2.1 is a table of the currently known spectral lines in the Balmer series, measured
or calculated with the Balmer formula.
Five years later, in 1890, Rydberg generalized the Balmer equation into the

Rydberg formula
I R 1 1
A m?  n?

withm=1,2,...andn=m+1,m+2,.... For m = 1, one obtains the Lyman
series. For m = 2, we get again Balmer’s series, and m = 3 yields the Paschen series.
For m = 4, the Brackett series is obtained, and m = 5 leads to the Pfund series. Each
series is named after its discoverer; see Table2.2 and Fig.2.1.

For the spectra of other elements, different Rydberg constants are obtained. The
Swiss physicist Ritz® discovered in 1908 that one can derive new lines from the
known spectral lines of an element without having to modify any constants. Here is
why: from the above formulas it becomes obvious that the resulting frequencies v
depend on two integers, namely m and n, in other words,

1 1
v(m,n) = Rc (ﬁ — ;) . (2.1)

“4Johannes Robert Rydberg, 1854-1919, Swedish physicist.

5Today, R is an accurately known fundamental constant with Re, = 10973731.568539(55) m~!.
The index oo indicates that an infinitely large nucleus mass is assumed.

SWalter Ritz, 1878-1909, Swiss theoretical physicist.
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Table 2.2 Hydrogen spectral lines series

Name ny | ny Formula Spectrum range/Colour
LYMAN-Series 1 2,3,4,...|v=R (1 — n%) Vacuum-UV (121 nm —
2 91nm)
BALMER-Series 2 3,4,5,...|v=R (21—2 — niz) red, blue-green, 4 x
2 violet, then transition to
near-UV — 365nm
PASCHEN-Series 3 |4,56,...|7=R (3i2 - ;—2) IR-A (1875nm —
2 820nm)
BRACKETT-Series 4 |56,7...|7=R (4% - n‘—z) IR-B (4050nm —
2 1460 nm)
PFUND-Series 5 1678,...|7=R (SL2 - Lz) IR-B (7457 nm —
2 2280nm)
H, Hp H,
BALMER-Series:
A(nm) 600 400 200
0 0 0
4 ————
3 5 — 7
4 6
2 .
-5 3 5
by, -2 4
(ev) -
—10 2
n
3
,11 n
15 LyMAN-Series _5 BALMER-Series 9 PASCHEN-Series

Fig. 2.1 The visible part of the hydrogen spectrum of the Balmer series (above). Energy levels and
transitions (below)

Adding two different frequencies v(m|, n) and v(m,, n,) of a spectrum, one obtains

1 1 1 1
v(my, n1) + v(ma, ny) = Re (—2 -=+—- —2) . 2.2)
m? n? mi n3

For n; = m, we obtain the new frequency according to the Ritz combination prin-
ciple:

1 1
v(my, ny) = v(my, ny) + v(ng, no) =R'C(—2—_z)~ 2.3)
my  n;
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And then the time of Niels Bohr came! It can be safely assumed that he was
inspired by the Rydberg formula

1 1
v(m,n) =R -c )

We can write this formula without brackets:

1 1
vim,n)=R-c— —R-c—. 2.4)
m n

On the other hand, we have

and therefore

It seems very plausible to rewrite for (2.4)

(mony = £ _ En 2.5)
vim,n) = — — —. .
hh
From this follows
h-R-c
Ek:T.

Note that the dimensions in the formula are consistent: the action quantum /4 has
dimension Js, R - ¢ has dimension s~! and k is a dimensionless integer, so E; has
indeed the dimension J.

We need to emphasize once again that in quantum theory the mechanical behavior
of an atom is characterized by two basic parameters, namely the energy E, of the
stationary state n and the probability per unit time A(n, m) for the spontaneous
transition from state n to the state m. In a spectroscopic study, we measure the
radiation as emitted by the atom, that is, the line spectrum. Quantum theory then
puts the mechanical properties (namely E, and A(n, m)) into relation to the spectral
characteristics (namely the frequency and intensity of the emitted light). Hereby, the
transition energy E, — E,, determines the frequency of the light, and the transition
probability A(n, m) determines its intensity.

The emission of radiation by an atom is the result of electrons jumping between
two discrete electron orbits. The transition probability determines the occurrence
of a quantum jump. The radiation emitted during the transition n — m then has
the frequency v(n, m). Therefore, a mechanical energy loss E,, — E, occurs during
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the transition n — m. Because’ the photon energy is 4 v(n, m) = hw(n, m), energy
conservation requires E,, = E,, + hw(n, m); that is,

E,—E,=hwhn,m). (2.6)

Note that a single photon only generates a flash of light on a spectral line. The
complete spectral line is produced only if many atoms emit many photons. The num-
ber of photons with frequency v(n, m) that arrives at a given area of the spectrometer
per unit time determines the intensity of the line. In other words, the line intensity is
a function of the number of jumping electrons, that is, the transition rate A(n, m).

Let us consider a set of atoms, each in the state n. Then the light intensity P (n, m)
of the transition n — m defined by the amount of energy emitted per unit time At¢
and per atom is

def 1 AE (I’l, m)

Pn,my % L AEWmM) 2.7
(n,m) N, A 2.7

where N, is the number of atoms in the state n, and AE (n, m) is the energy con-
sumption of all atoms accomplishing the transition n — m in the time interval At.
Again, the conservation of energy requires

AE(n,m)=AN@m,m)hw(n, m),

where AN (n, m) is the number of atoms jumping from # to m in the time interval
At. For large N, the portion of jumping atoms equals the probability for an atom to
jump, namely

AN(n,m)/N, = A(n, m)At.

A(n, m) is therefore the probability per unit time. From (2.7) we get

_ AN(n,m)hw(n,m)

P(n,m) = NoAL =AM, m)hw(n, m). (2.8)

This result implies that intense lines are very probable transitions, and weak lines
are improbable transitions.

2.2 Introduction of Matrices

Werner Heisenberg started off from the principle that concepts which do not corre-
spond to physically observable facts should not be used in a theoretical description.
Heisenberg therefore banished the idea of electron orbits with fixed radii and orbital

=%
<,

C!

7h:

5=
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periods, because these quantities cannot be observed. Instead, he postulated that the
theory was to be constructed with the help of abstract quadratic schemes. Rather than
describing the motion by a time-dependent coordinate x (), he suggested determin-
ing a scheme of transition amplitudes x,,,. Heisenberg’s theory is entirely based on
measurable quantities, namely the frequencies and strengths of the spectral lines of
atoms.

From Rydberg’s formula it follows that each frequency v (n, m) of the observed
spectrum can be written as the difference of two energy terms E, and E,,:

hv(n,m)=E, — E,,. (2.9)

This immediately leads to the Ritz combination principle

1 1
v(n, k) +vk,m) = A ((Ew — Ex) + (Ex — Ep)) = E(En —E,) =v(n,m),
(2.10)

where the vs are the observable frequencies of the spectrum. From (2.9), we also
find that

1 1
v(n,m) = Z(En —-E,) = —;l(Em — E,) = —v(m,n), (2.11)
and that

v(n, n) = %(En —E)=0. (2.12)

For an objective observer, the frequencies and intensities of the spectral lines are
the only available data of what is happening inside an atom. Because the occurring
frequencies depend on two terms, it makes perfect sense to arrange the frequencies
in a table. The first row contains all frequencies that are generated from Ey, that is,

v(0,0), v(0, 1), v(0,2), ....
The second row contains frequencies that can be generated starting from E, namely
v(1,0), v, 1),v(,2),....

The columns always contain all frequencies (in rising order) that can be generated
upon reaching a certain level. Eventually, the table can be written in the form of a
matrix €2 as

v(0,0) v(0,1) 1(0,2)
v(1,0) v(1,1) w(l1,2)
Q=27 ,02,00 v2, 1) v22 - |- (2.13)
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For a harmonically bound electron, the position x (n, ¢), where the stationary state
is labeled by n, can be written as a Fourier series

x(n.)= D a,e". (2.14)

a=—00

Heisenberg observed that the ath component of the classical motion corresponds to
the quantum mechanical transition from the state n to the state n — «. So Heisenberg
replaced the classical component

aaelw(n)t

by

a(n,n — a)e'tmn=ar,

In order to account for the transition from one stationary state n to another (n — «),
he replaced (2.14) by

x — a(n,n — )=,

or ‘
Xum = a(n, m)e'*m? (2.15)

and summed over transition components as in (2.14). Heisenberg represented the
position by a set of transition components, x,,,, and he replaced x,(n) by x,,, and
aw(n) by w(n, m).

Additionally Heisenberg modified the old Bohr—Sommerfeld quantization rule

(1.18)
J=/pdq=/m5c2dt=hn,

integrated over a full period of the motion. If one expressed this equation in terms of
the Fourier series (2.14) for x(n, t) one would obtain

oo
hn=2mm Z |a(¥(n)|2a2wn. (2.16)

a=—00

The presence of the integer n in (2.16) seemed for Heisenberg to be an arbitrary con-
dition, and he concluded that this equation must be replaced by a new condition and
that the new condition must be about the transition between states. By differentiation
(2.16) with respect to n Heisenberg found

= d
h =2mm Z aa(awn|aa|2).

a=—00


http://dx.doi.org/10.1007/978-3-319-26366-3_1
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Heisenberg replaced the derivative by a difference:

h = 4mm Z{|a(n, n+a)Pwn,n+a) —lan,n—a)Pwhn,n—a)). (2.17)
a=0

This is Heisenberg’s quantum condition; it relates the amplitudes of different lines
within an atomic spectrum.

How is the quantity (x(z))> to be represented in quantum mechanics, which
appears, for example, by modeling an anharmonic oscillator? The answer in classical
theory is obviously:

oo
bﬂ(n)eiw(n)ﬁt — Z aaa“g_a@iw(n)(a+ﬁia)t, (218)
a=—00
so that
oo
(@)’ = D bam)e . (2.19)
f=—00

To Heisenberg it seemed that in quantum mechanics the simplest and most natural
assumption would be to replace (2.18) by:

o0
b(n,n — e~ = Z a(n,n —a)an —a,n — B =P (2.20)

a=—00

Max Born studied Heisenberg’s manuscript and discovered that Heisenberg’s sym-
bolic multiplication was nothing but matrix multiplication.

By collecting all possible transitions in a matrix (similar to the frequencies v in
2), we obtain a matrix of the form®

X = (Cl(l’l, I’I’l) ei27r1/(n,m)t) .
Due to v(n,m) = —v(m, n) and a(m, n) = a*(n, m), we get x(n, m) = x*(m, n);
that is, the matrix X is an Hermitian® matrix. When transposing an Hermitian matrix
X, each component becomes its complex conjugate value. If we introduce a matrix

multiplication as X X", the elements of the product matrix are

a(n,m)a(m,n) =a(n,m)a*(n,m) = |la(n, m)lz. (2.21)

8The matrix components x(n, m) = a(n, m) e2mivn.mt are not to be confused with the classical
coefficients a,e'™“" of a Fourier series (see Appendix C), where we sum up from oo = —00 to
« = 400 in order to obtain the periodic function x (¢).

9Charles Hermite, 1822-1901, French mathematician.
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Born and Jordan postulated in [5] that (2.21) is the likelihood for the transitions
n = m from the atomic state »n into the state m, and vice versa.

The description is based on the idea of state transitions, therefore the diagonal
elements of the matrix X must vanish; that is,

v(in,n) =0

for all n. After all, no transition takes place from n to n. Altogether we get the form

0 a0, 1) e2miv(0,1)1 a(0,2) e2miv(0,2)t
a(1,0) e2miv(1,0) 0 a(l,2) e2miv(L.2)t

X =1 4(2,0) 2200 42, 1) 2miv@Dr 0 N %)

Note that it is not summed over any coefficients as in a Fourier series. Rather, all the
transition components that are collected in the matrix X reproduce all the possibilities
for transitions of the system from the perspective of quantum theory. The aim of
quantum theory is to create a mathematical model such that:

1. It allows the calculation of measurable frequency spectra of atoms (namely
frequency and intensity of the spectral lines).

2. The classical theory is contained in the limit 2 — 0, where 4 is Planck’s quantum
of action.

For the time derivatives of the elements x (n, m) of the matrix X one gets
X(n, m) = 2mwiv(n, m)a(n, m) >t (2.23)

We introduce the diagonal matrix E with the matrix elements

def

E(I’l, I’I’l) = 6n,m Ens (224)
that is,
Eo, 0 O
0 E O
E=|10 0 E
0O 0 O

With (2.9), we then get for (2.23)

x(n,m) =2wiv(n,m)x(n,m) = %(En — E)x(n,m). (2.25)
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Because E is diagonal, we have for matrix elements
E,x(n,m) = (EX)(n, m)
and
E,x(n,m) = (XE)(n, m).
Therefore we get

. 2mi
x(n,m) = o (EX)(n,m) — (XE)(n,m)),

and because this applies to every element of the matrix

. 27
X = T(EX —XE) | (2.26)

This is the simplest form of the so-called quantum mechanical equation of motion,
or Heisenberg’s equation of motion. Here for the first time a commutator enters in
the form

[EX1¥ (EX — XE).

In the theory of quantum mechanics such commutators play an important role, as we
show later. For a single matrix element, (2.26) means (2.25). Dividing by 27ix (n, m)
again yields the frequency condition hv(n, m) = E,, — E,,,.

2.3 Problems

2.1 Hermitian Matrices: Under which conditions is the product of two Hermitian
matrices again an Hermitian matrix?

2.2 Eigenvectors: Show that eigenvectors belonging to different eigenvalues are
linearly independent.

2.3 Eigenvalues of an Hermitian Matrix: Show that the eigenvalues of an
Hermitian matrix are real.

2.4 Eigenvalues of a Unitary Matrix: What general property do the eigenvalues of
a unitary matrix have?

2.5 Eigenvectors: In an N-dimensional space, N linear independent vectors a; are
given. Construct a set of N normalized orthogonal vectors e;.
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2.6 Normalized Eigenvectors: The two linear independent vectors (}) and

| ) are given. Which transformation matrix 7" transforms these two vectors

into (1)) and (?)" Which vectors would be obtained by using the method of
Problem 2.5?



Chapter 3
Expansion of the Matrix Method

Abstract We describe the general ideas concerning the matrix method, which was
further developed by Born, Heisenberg, and Jordan and extended to systems with
several degrees of freedom.

3.1 Commutation Relation

In classical mechanics, the behavior of a system is described by canonical variables
P1s P2y ++ 541,542, - - -, and its dynamical structure is contained in the Hamilton
function H(py, p2,-.+5q15 42, .. .). This scheme turned out to be very suitable for
quantum theory as well. However, the canonical variables have to be replaced by more
general mathematical objects, namely matrices. Because one wants to end up with the
classical Hamilton theory, it makes sense to call the entries of the matrix X position
coordinates and the correspondingly structured matrix P = mX amomentum matrix,
where m is the particle mass.

Max Born and Pascual Jordan, later together with Werner Heisenberg, further
expanded the matrix method. For this, we start with the two matrices X and P. The
matrices do not need to be commutative; that is, we do not require X P = PX.
Therefore the difference

P, X1¥ (Px - xP), 3.1)

called the commutator of the two matrices, is normally not zero. Differentiation of
the commutator with respect to the time yields

d . .
d—f[P,X]:[P,X]—i—[P, X]. 3.2)
Newton’s law states mX = P = f(X). Substitution in (3.2) provides

d
d_[P’ X1= [fXx),Xx] + [P, d/mP] =0. (3.3)
1 —_—— — ——
FXOX -Xf(X) (1/m)P?> - (1/m)P?
© Springer International Publishing AG 2018 23
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Note that f(X) is composed of the matrix X and powers of the same. In this case,
f(X) commutes with X; that is,

X)X = X f(X).

The commutator [P, X] is thus a constant matrix! What is the form of this constant
matrix? Its elements consist of sums of products of the form

XL, x(j, k) = iw(l, j)x(L, j)x(j, k)

and
x(, px(j, k) =iw(j, k)x(, jx(j, k).

A general matrix element of the commutator of dX /d¢ with X is of the form

XX = XX)u =i D @, ) = w(, k) xE Hx(, k). (B4
J

The time derivative of this commutator is

d . .
3y XX = XX)u = 2> W, j) = w(i, ) @E, j) +w(j, ) x(€, j)x(j, k)
j

= iPwy ) W, j) —w(j, k) x(, )x(j, k) =0,
J

by the Ritz combination principle. It was already proved that this quantity vanishes.
An off-diagonal component of this result is w(¢, k) # 0; therefore the remaining
sum must vanish. But this is just an off-diagonal element of (3.4). Therefore only
diagonal elements of (3.4) are nonzero. It follows that [ P, X] is a diagonal matrix.

What are the diagonal elements of the matrix [ P, X]? Let us use the energy matrix

H = LP2 +Vi(g) (3.5)
2m

for the total energy of the system. The total energy is constant, that is, H = 0, thus
the energy matrix H must also be constant. In fact, it must be a diagonal matrix like
the commutator. Furthermore, the diagonal elements H (i, i) must be related to the
ith stationary state. It is therefore plausible to choose H (i, i) to be exactly equal to
the constant energy of the system state:

HG,i) = E;. (3.6)
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According to (2.26), we have

. 27
X= T(HX — XH), (3.7)
and with P = mX we get
2mim
P = - [H, X]. (3.8)

Because H represents the total energy, it must be of the form
I
H=_—P +V(X), (3.9)
2m

with the potential energy V (X). The commutator of the potential energy V (X) with
X is equal to zero and inserting (3.9) into (3.8), one obtains

P= %i[PZ, X]. (3.10)
With
[P, X]=P°X-XP>=P’X—PXP+PXP—-XP*>=P[P,X]+[P,X]P
Equation (3.10) can be simplified to
Pz%i(P[P,X]+[P, X]|P). (3.11)
If we replace [P, X] by the diagonal matrix D (as discussed above), we get
P = 7TWi(PD + DP). (3.12)
Componentwise, this reads as
p(n, mydy +d,p(n,m) = %P(n, ). (3.13)
Under the assumption that p(n, m) # 0 for n # m, (3.13) supplies
dy +d, = h/(mi).

Inasmuch as this condition applies to all m, n, it follows thatd,, = d, = h/(27i), or

D =h/Q2ri)l. (3.14)


http://dx.doi.org/10.1007/978-3-319-26366-3_2
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Thus we have the final result for the commutation relation:

h
PX—-XP=—1| (3.15)

i

Note that you can just as well ignore this “derivation” and simply postulate this
commutation relation, as Born and Jordan did later. By the way, Dirac used a similar
strategy with his “g-numbers”.

From (3.15), the following commutation relations for powers of X and P can be
derived:

i h
X'P — PX" = nilx" !, (3.16)
27
and
¥ ¥ lh —1
P'X — XP" = —n Zlpr. (3.17)
2

Proof of (3.16) (by induction): The case n = 1 corresponds to (3.15). Now suppose
that (3.16) is true for n. Multiplication from the left with X yields

n+1 _ n o__ ih n
X""P—-XPX"=n—X".
27

Calculate X P from (3.15) and use it in the second term, which yields

n+1 h n ih n
X"""P—-(\{PX+—I)X"=n—X".
27i 27
We can now bring the second term in parentheses to the right side, which yields
(3.16) for n + 1. q.e.d. Note that (3.17) can be proved similarly.
From the commutation relation, we can derive a further useful relation. Let
f (P, X) be any function of P and X. Then

B h Of
fX_Xf__Zwia_P (3.18)
and
_ h Of
Pf—fP_%a—X. (3.19)

Proof Suppose that (3.18) and (3.19) were correct for any two functions f, and f,.
Then they are also true for f| + f, and f - f,. This fact is trivial for f, + f,. For
f1 - [, ashort calculation shows
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NOEX =Xfif=Ff1LX=XH)+(ALX =X, =

h 0 0 h 0O
(fl fz flfz) 27Tl (glez)’

corresponding to P f; f> — f1.f>P. Now these relations (3.18) and (3.19) obviously
apply for P and X. Therefore, they also apply for each function f that can be
expressed in powers of P and X. q.e.d.

If we solve any H for P = p(X, H), and then choose P = f in (3.18) we find

px_xp=_ 2P _ 1, (3.20)
T 21i0oP  2mi '

Thus we have shown that the commutation relation (3.15) is valid in general for any
Hamiltonian H.

Differentiation with Respect to a Matrix

When it comes to differentiating a matrix function with respect to a matrix, we use
a very basic type of differentiation, namely if F (X, Y, Z, ...) is a function of the
independent matrices X, Y, Z, . . ., then we define the partial derivative with respect
to the matrix X as

OF o F(X+el,Y,2,...) - F(X,Y,Z,...)

lim
8X e—0 €

With this definition, matrix differentiations give similar results to “normal” differ-
entiation; for example,

dX
il
dX
and
X i LS (e + €00 K + eBm) — Xt Xi] =
ﬁ_:—r}}); - ( nk 6nk( km 6km) nkAkml —

= (2Xum) = 2X.
For the differentiation of a product of two matrix functions, we get

o) OF 0G
a—X(FG) 8_XG+F8_X (3.21)
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This results from
F(X+elY,..)G(X+e€l,Y,..)-F(X,Y,..)GX,Y,..)=
=[F(X+el,Y,..)—F(X,Y,..)]G(X +¢€l,Y,..)
+F(X,Y,..)[G(X+¢€l,Y,..)-GX,Y,..)].
From (3.21), it follows directly that

dx”
dX

=nX""".

Therefore one can differentiate polynomials and power series of matrices similar to
“normal” differentiation. For the exponential of a matrix

0 i
def X
X =

i!
i=0

one obtains by termwise differentiation
d X
LS
dX
3.2 Systems with Several Degrees of Freedom

Thus far, we know that P equals mX. Putting this formula in the commutation
relation (3.15) provides a new form of the commutation relation:

h

2mmi

XX - XX =

(3.22)

From this form, it becomes obvious that the commutation relation refers to the entity
X and its time derivative. However, this is not always the case, as we show later in
the case of angular momentum. We can use this knowledge to generalize our findings
to systems with several degrees of freedom:

—h

Xy Py — P Xy = -
27i

I (3.23)

Because the degree of freedom X does not depend on X; fori # k, we get fori # k

XiP; — P Xy =0, (3.24)
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X Xi — XiXy =0, (3.25)
and
P.P; — P; P, =0. (3.26)

In general, if F (P, X), is a function of P; and X, then the following relations hold.

(X, F] = h OF (3.27)
) 2 '
[P,, F] = h OF (3.28)
T i ox, ‘

In classical physics, a mechanical system is characterized by its energy as a func-
tion of the momenta and coordinates. In quantum mechanics, a system is similarly
characterized by specifying the energy function (energy matrix) H (P, X). In close
analogy to the classical equations of motion'

. OH ) OH
x=—={H,x} and p=——={H, p} (3.29)
op Ox

we use as quantum mechanical equations of motion these matrix relations, following
from (3.7), (3.27), and (3.28):

. OH 27

X,= 22 —E Xy, 3.30
k 0P, h[ k] (3.30)

po= 20 _ 2y b (3.31)
KTTOx, T h UMY '

3.3 Transformations

Matrix differential equations of the form

X = AX,

"Here, we use the Poisson—Jacobi bracket symbol:

JF 0G oG OF
(F.61= (6.1 = 3 (5050 = G )
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where A is a constant matrix, have the solution
X (1) = @()X(0),

with the transition matrix [15]

oo

T8 oL PN
(1) = Z H(At) = exp(A1).
k=0
For the matrix equation
X =1[H, X] (332)

h

we can define a similar solution approach:

®(r) = exp (%Ht) , (3.33)

X(1) = X0 (1) | (3.34)

where X (0) is the value of X at time ¢t = 0. With <i>(t) = %H<I>(t), we then get
indeed

X = o)X 0)® (1) + X (0)d (1) =
- %HX(t) + ®(1)X(0) (—%qu‘) - % [HX () — X()H].

Note that we assumed the commutativity of H and ® ! (r) = ®(—t), which can be
readily verified by expanding the series (3.33) of ® ().

The following summary [14] turns out to be very useful. If the matrices Py, X
satisfy the canonical commutation rules (3.24)—(3.26) and also have the property
that their Hamilton function H (P, X) is a diagonal matrix, the canonical equations
of motion (3.30) and (3.31) are satisfied. In other words, if only (3.24)—(3.26) are
satisfied and H is a diagonal matrix, you have already solved a given quantum
mechanical problem!

By introducing the transformations

X=X =TXT*

P= P =TPT*
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with
T =exp(—iHt/h) = ®(—1),

the coordinates and momenta become independent of time. However, a formerly
constant vector v now becomes a time-dependent vector Tv = exp(—i Ht/h)v. But
exp(—i Ht/h)v is the solution of the differential equation

b(t) = —%Hv(t). (3.35)

This is the Schrodinger equation for the state vector v; see Chap. 11. In quantum
mechanics in the Heisenberg picture the state vector v (see Chap.4) does not change
with time, whereas an observable A satisfies the Heisenberg equation

d i
—A =—[H, A].
dt h

3.4 Problems

3.1 Commutation Relations: What is
(A, [B, C11+[B, [C, Al +[C, [A, B]I?
3.2 Powers in Commutation Relations: Show that
(X, P"l=nihP"".

3.3 Anti-Commutation Relation for Hermitian Matrices: Show that for Her-
mitian matrices A and B, the sum AB + BA is also an Hermitian matrix.

3.4 Coordinate Transformation: What does X look like when a coordinate trans-
formation is applied according to (3.34) with a diagonal matrix H?

3.5 Exponential of an Hermitian Matrix: Show that for an Hermitian matrix H
the matrix exp (i H) is a unitary matrix.

3.6 Commutation Relation: Show that for Hermitian matrices A and B, the matrix
ihC = [AB — BA]is an Hermitian matrix.

3.7 Commutation Relation: Show that

a)[A, BC] = B[A,C]+[A, B]C

and
b)[AB,C] = A[B,C]+ [A, C]B.


http://dx.doi.org/10.1007/978-3-319-26366-3_11
http://dx.doi.org/10.1007/978-3-319-26366-3_4
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3.8 Exponential of a Nilpotent Matrix: What is the exponential matrix exp(z V)
for the nilpotent matrix
010
N={(002]}?
000



Chapter 4
Observables and Uncertainty Relations

Abstract State vectors and other matrices are introduced. We also define projection
matrices for the interpretation of experiments and density matrices for the descrip-
tion of mixed states. Also, Heisenberg’s famous uncertainty relation is derived and
interpreted.

4.1 State Vector

In classical physics, the dynamic behaviour of a system is completely described
through the state vector
def (X
°- (P) '

The temporal behaviour of the system is determined by a system of first order dif-
ferential equations, the Hamilton equations

OH

. X p
é=(5)- o
ox

The state variables (e.g., in astronomy, the space coordinates x; and the momentum
components p; of a celestial body) can be measured simultaneously at each given
time. These physical entities are real numbers that can be measured with a finite
precision, e.g. Ax;. More specifically, the measured value is a multiple of this finite
precision, i.e. x; = n; - Ax;, where n; is an integer. Once the product Ax; Ap; of
the accuracies Ax; and Ap; reach the magnitude of the Planck constant 2 (which
is obviously the case in quantum mechanics), x; and p; can no longer be measured
simultaneously with arbitrary precision.

© Springer International Publishing AG 2018 33
G. Ludyk, Quantum Mechanics in Matrix Form,
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4.2 The Stern-Gerlach Experiment

In their famous Stern-Gerlach experiment in 1922, the physicists Otto Stern' and

Walther Gerlach? were the first to observe the directional quantization of angular
momenta of atoms. The experiment is one of the most fundamental experiments in
physics, and it is repeatedly referred to for explaining quantum mechanical effects
that cannot be understood in the framework of classical physics.

In this experiment, a beam of (electrically neutral) silver atoms is sent through a
vacuum between the poles of a magnet. One of the poles has the form of a cutting edge
(parallel to the beam), the other pole looks like a groove in a flat plane. This setup
implies that the magnetic field is strongly inhomogeneous in the direction transverse
to the beam. Eventually, the silver atoms are displayed on a screen. It turns out that
the silver atoms can be found in two separate patches. In other words, the magnetic
field splits the beam into two separate sub-beams.

Here is a quantum mechanical explanation of the experiment. The silver atom has
a magnetic moment i1, which points into the same direction as its angular momentum
S. The magnetic field can be represented as

-

Btotal = Bhomogeneous + Binhomogeneous = (Bhomogeneous + Binhomogeneous) c€z.

The angular momentum has a quantum number % Therefore, only the settings ’Th
or %L’ are allowed in the z-direction (also called “spin down” and “spin up”). In
contrast, a classical angular momentum could point in any direction with respect to

this axis. In the inhomogeneous field, the force

0

F = —V(—/] . Btolal) = (/_l ' V)Btotal) = 0
OB
Hz - 0z

acts on the magnetic moment of the atom. Since ji is proportional to S, the z-
component of fi can only have a positive value or a negative value of equal size.
Depending on the orientation of the angular momentum, a force that is of the same
value but opposite in direction therefore acts perpendicular to the flight direction of
the atom. As a result, the beam splits into two sub-beams. From a classical point of
view, the magnetic moment [ can occupy any angle with respect to the z-axis. The
deflection force would therefore also have a continuously distributed value, and the
silver atoms would be visible in a continuous strip.

1Otto Stern, 1888-1969, German physicist, Nobel Prize 1943.
2Walther Gerlach, 1889—1979, German physicist.
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4.3 States and Postulates

In the Stern-Gerlach experiment, we can assign two states to the atoms:

atoms with g, > 0: ((1)),

atoms with p, <0 : ((1)) .

The total state is thus characterized by a vector of the form

= e (106) ()= = 0)

Quantum Mechanics is an axiomatic theory because it is well-grounded on few
postulates. A postulate is a statement, also known as an axiom, which is taken to
be true without proof. Postulates are the basic structure from which lemmas and
theorems are derived.

Postulate 1 The physical state of a quantum system at a time ty is completely
described through a state vector .

In quantum mechanics, all physically measurable properties are described by
matrices, for example X; and P;.

Postulate 2 Each physically measurable property A is described by a Her-
mitian matrix A in the state space. A is called the observable.

Since Hermitian matrices have only real eigenvalues, measurement results are always
real, as expected.

Postulate 3 The measurement of the physical property A always returns an
eigenvalue of the matrix A.
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A quantum state a is called an eigenstate of the matrix A if the action of the matrix on
the state returns the same state multiplied by some eigenvalue A, that is, Aa = \a.
If the quantum system is in the state @, then a measurement of the observable A will
give the result \. Note that A must be a real number (since anything that is physically
measurable is a real number).

As an example, quantized results are observed in the Stern-Gerlach experiment.
As we just saw, the distribution of possible magnetic moments /£, is not continuous
(as predicted by the classical theory), but limited to two values. These are exactly
the eigenvalues £1 of the matrix

1 0
(b 5)

It follows that a state variable can be fully described by a linear combination of
eigenvectors. In order for the eigenvalues (which are now the measurements results)
to be always real, the associated matrices must always be Hermitian. For example,

the condition X; = X ,T =X l‘ must hold (i.e., the transposed matrix with complex
conjugate elements is equal to the original matrix).

It can be shown that Hermitian matrices (that correspond to physical entities) have
a complete set® of eigenvectors. Such matrices are also called observables, and any
possible measurement result of a physical entity corresponding to the observable
A can only be an eigenvalue \; of A. If the state vector £ can be composed of
eigenvectors e; of A, i.e.

£=> ce, (4.1)

then the probability for the measurement of A to give the result )\; is equal to |c; |2
(under the condition that the eigenvectors are orthonormal). For the case that the state

vector is equal to an eigenvector e;, you will surely find the measurement result \;.

4.4 Projection Matrices

If the eigenvectors e; are normalized (i.e.,ej'e j = lfori = jand ej'e j =0fori # j),

one obtains the coefficients ¢; by multiplying (4.1) from the left with the row vector
i

ej.

ejg = Z Ci e;e,- =Cj. (42)

3 A complete set of eigenvectors is a set of eigenvectors so that every vector is a linear combination
of the eigenvectors.
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If we multiply this equation from the left with the column vector e, we obtain
ejej.é = Pj€ = Z Ci ejej.ei = ejej. Z ci e = Pj Z cie; =cje;. (43)
i i i

The matrix
def T

Pj = ejej (44)

is called projection matrix, since it projects the state vector & on the eigenvector e;.
Projection matrices, also called projection operators, have the following properties:

2
Pi=p,

- 2 t f o el i
since P = (eje;)(eje;) =ej(e;e;)e; =eje, = P;.

ZP,-:I.

Therefore the choice

(=R
S = O
(=R e]

P, =

and so on define valid projection matrices.

To some extent, the projection matrix describes the preparation of an experiment,
since they are mathematical models for the experiment!

If we add a shield behind the magnetic field of the Stern-Gerlach apparatus such
that the lower radiation component is blocked, then only the upper portion can reach
the detector, i.e. only “eigenvectors”

1
(o)

The projection matrix is thus composed as

r=()oo=(6 )
(s DC0) ()= ()

and we have
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4.5 Probabilistic Interpretation

We can specify the probability p; that the result of a measurement is g;. In order to
determine this probability, a large number of measurements must be carried out under
steady state conditions. The result of such measurement series is the expectation
value (A) of the observable A. e.g., the spectral line wavelengths of an atom are the
mean values based on many transitions from one atom state to another. In the state

representation
£= E ¢ e,
i

the element c; e; describes the possibility that the measurement of the appropriate
entity related to A gives the eigenvalue g;. If € and e; are normalized, then according
to Max Born the number ¢}¢; = |clz’ is the probability that the measurement gives
the eigenvalue «;. Of course, the probabilities are positive and add up to 1:

Zc’;c =1L
J
The measured mean value of A is then given by

chfcj a; = ETAE,
J

where it was agreed that if the coefficient ¢; is complex, one uses the transposed

vector £ as
&= ce,
i

The above formula can be easily verified, since the eigenvalue equation Ae; = a;e;
yields
A&:AZ Ci €; Iz c,-Ae[ Zz ciae;.
i i i

Multiplying with &7 from the left, we finally get (with el-Te i =0ij)

gag=> ce (Z ¢iai e,) =>|%a; = (4). (4.5)
J i J
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Let us sum up our findings:

The probability to measure the eigenvalue a; of A in the state £ is given by c? .
cje; is the projection of the normalized vector £ on the normalized eigenvector
e;. The average value of the observable A for a system being in the state &
is (A) = ¢€" A £. The expectation values are extremely importent in quantum
mechanics. If the measurement of the observable A is repeated a large number
of times, the average of all the results will approach (A). The same is true
if we measure the observable A in many independent yet identical systems

simultaneously.

4.6 Density Matrix

4.6.1 Definitions

Until now, we considered systems that consist of different particles in specific states.
Let now an ensemble be a collection of many identical particles. They may be in
different states. However, assume the statistical distribution of these states is known.
Albert Einstein was an early advocate of the ensemble interpretation [28]:

“The attempt to conceive the quantum-theoretical description as the complete
description of the individual systems leads to unnatural theoretical interpretations,
which become immediately unnessary if one accepts the interpretation that the
description refers to ensembles of systems and not to individual systems.”

While the state of a single particle is described by a vector, the state of an ensemble
of particles is best described by a state matrix, also called density matrix. The density
matrix D is obtained as follows. In the definition (4.5) of the expectation value (A),
we can insert the identity matrix in the special form

I = Zli = Zeie:,

where I; is a diagonal matrix that is 1 only in the i-th diagonal element and zero
otherwise:

(A) =¢TAe =¢"AIE=¢"A (Z L—)& =

~a(Ted Je-Tende-Foecan.  wo
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Now we can introduce the density matrix D as
def T T
D=££T=Zciei~20’;ej:Zcie[-c;’fej. 4.7
i J
The matrix elements of D in the e-basis are

T T x T %
d(k,t) =e,De; = e, E ciei- cje; =cpcy.
ij

Generally the density matrix is not diagonal. The frace of a matrix is defined as
the sum of the elements on the main diagonal. It can be written by means of the
normalized eigenvectors e, as

trace(X) £ > e] Xe,. (4.8)

With this definition, we finally get from (4.6) and (4.7)

] (A) = trace(DA). \ (4.9)

The expectation value of a dynamical variable A, represented by the matrix A, in the
state D, is (4.9).
If £ is a normalized state vector (i.e. length 1), it follows from (4.7)

trace(D) = D |7 = 1. (4.10)
Also, we get
D?> =D, 4.11)
since .
D’=¢¢'¢e=¢"'=D
—_

4.6.2 Mixed States

If all particles of the considered ensemble are in a definite quantum state, it is called
a pure state. In this case, the measurement result according to (4.9) is obviously the
expectation value. If, however, the particles are in different quantum states, we call it
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a mixed state. Now, if N,, out of N particles are in the state £, then the probability*
to pick such a particle from the entire ensemble equals

which certainly assumes

Zpll =1

For the expectation value, we obtain
(A) =D p.& AL, (4.12)
v
For mixed states, we can now modify the density matrix as

Dy =Y pgEl (4.13)

This provides a straightforward extension of the state concept, since we can now also
describe systems whose state is not known in all detail (e.g., as a state vector in a
Hilbert space). For this modified density matrix D,;, we again have

trace(Dy A) = Zze; p,,,fuf;:Aeu = ZZ Puf;Aeuelfﬂ =
[ [

= > pu€lAE, = (A). (4.14)
w -
However, we now have
D%, # Dy, (4.15)
since ,
Dy =" p&EL D Pkl =D pikgl. (4.16)
v i v

If you compare (4.13) with (4.16), the two are equal only if one p, = 1, and all
others are equal to zero. This is only the case, however, if the state is a pure state.
For a mixed state, equation (4.15) is always true.

“4The same holds if we only have incomplete information on the system, for example if the particle
number is very large and when we can only make probability statements.
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For the trace of D, we obtain
trace(D) = > e}, &he, = > Ele,e 6, => &€, =1, (4.17)

and since D> = D, we also get
trace(D?) = 1. (4.18)

For the mixed state is obtained, however,

trace(Di,,) = z e; (Z pwﬁ/,{z z pg,ﬁ{;)e,, =
v I K

=>e, (Z piéuéz) e,=> pr <l (4.19)
v m v

Note that trace(D ;) = 1 holds as well. With the trace of the squared density matrix,
we now have a tool to determine whether the system is in a pure or a mixed state!

4.6.3 Examples

1. For the state vector

one obtains

fnfact 1 0\/1 O 1 0
D2=(0 0)(0 o)z(o o)=D
2. For | |
¢= 5 (1)
one gets

B~

o) -0-(t F)

Again we have D? = D, and for the trace we get trace(D) = 1.

=
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3. In the case of the Stern-Gerlach apparatus, we assigned the vectors ((l)) and

) to the two possible states. If the two vectors occur with the probabilities p;

and p,, we obtain the density matrix

Dy =pi ((1)) (10)+ p2 (?) 01 = (‘(’; I?Z)

In this case, we get
2 0 )
D2 — pl ,
m ( 0 p3

ie., Dﬁ,, # Dy and trace(Dy) = 1. However trace(Dﬁ,,) < 1, since p; < 1,
P2 < landp]+p2=1yieldsp%+p§=1—p1p2< 1.

4.7 Time Evolution of the Expectation Value

Although the state matrix D is constant, the expectation value (A) = (STAS) =trace
(D A) of an observable A varies over time. This can be readily seen with the help of
the Heisenberg equation of motion (if A does not explicitly depend on time):

d i i
A= ﬁ[HA] = ﬁ(HA — AH), (4.20)
and thus d )
Z (A) = (HA— AH)),

St

dt

or, respectively,

d .
I (A) = trace(DA).

Letus now sum up our findings. A single particle is described by a quantum state €.
The only thing that you can measure, however, is the expectation value (A) = (5 TAE )
of that state. In contrast, the density matrix D describes everything that there is to
know about the state of an ensemble of particles. If we consider a single particle
of this ensemble, we know that it is in the state D and that the expectation value is
(A) = trace(DA).
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4.8 Heisenberg’s Uncertainty Principle

In addition to the average value (A) (also called the expectation value), the variance
is a good indicator for how strongly the measured values fluctuate. The variance is
defined as the average of the squared deviations from the mean value (A):

(A (A —(A) D) = (A2 =24 (A) + (A2 1) = (A>) — (A)%.  (4.2])
Let us now assume that we would like to measure the two physical parameters a and

b, represented by two matrices A and B. Let £ be a normalized state vector. The
expectation values of a and b are then

(A)=¢"A¢

and

(B) =¢'BE.
The average fluctuation squares are given by
(AA) = €(A—(A) D¢

and .
(AB)* =¢'(B — (B)I)*¢.

We define a complex matrix

MEA—(AD+iaB— (B D),

where v > 0 and real. Due to (M€)"(M&) > 0, we get
(M&T(ME) =M™ ME =
=¢'[(A—(A)D*+*(B—(B)I)* +ia(AB — BA)| & =
= (AA)? 4+’ (AB)* +iat (AB — BA)¢ > 0.
It follows®
a ' (AA? + a(AB)? > —i £'[A, B1€ = —i ([A, B]). (4.22)

Varying « for fixed AA and A B, we find that the left side of this inequality has its

Swith (4, B]) & ¢7(A, B¢
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minimum when « satisfies the equation

—a2(AA)? + (AB)* =0,
i.e., « = AA/AB. For this value of «, the inequality (4.22) reads

2AAAB > —i {[A, B)),

that is,

AAAB > —i % ([A, BY)

(4.23)
For A = X and B = P, we get in particular
([X, Pl) = (ihl) = ih,
and therefore
h
AXAP > —
2 (4.24)

This is Heisenberg’s famous uncertainty relation! It shows that the uncertainty A P of
the momentum must increase to the extent that the uncertainty A X of the coordinate
decreases, and vice versa. Note, however, that the inequality only holdsif AB # BA
(which is the case here).

The situation changes for systems with multiple degrees of freedom. The equations
(3.23)—(3.26) state that X; does not depend on X; for k # i and therefore X; P; =
P; Xy, X1 X; = X; Xy and Py P; = P; Py. Therefore we get for these observables

AX AP = 0(k # 1),

and
AP AP; > 0k #1).

In other words, we can simultaneously determine both observables of different par-
ticles with arbitrary precision!


http://dx.doi.org/10.1007/978-3-319-26366-3_3
http://dx.doi.org/10.1007/978-3-319-26366-3_3
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4.9 Problems

4.1

4.2

4.3

44

Uncertainty Principle: The speed of an electron is 1000 =, and it is measured
with an accuracy of 0.1%. With which accuracy can you measure the position
of the electron?

Projection Matrices: Under which condition is the product matrix P = P, - P,
of two projection matrices P and P, also a projection matrix?

Density Matrix: What are the density matrices for the two pure spin 1/2 states,
if the system is in the state a) e3 | = ((l)) andb) ey = «/LE (ll )?
Projection Matrix: What are the eigenvalues and eigenvectors of a measurement
device that is represented by the projection matrix M = e 1eI + eze;, where e;
and e, are orthogonal vectors?



Chapter 5
The Harmonic Oscillator

Abstract As a first application of the matrix method, the quantum mechanical
behavior of the harmonic oscillator is discussed in detail.

5.1 Physics of the Harmonic Oscillator

A typical harmonic oscillator consists of a mass attached to a spring. The oscillator
has always been a fruitful dynamic model for an atom or molecule in quantum
physics. For example, it is often assumed that the electrons in an atom are elastically
coupled (one-dimensional elastic oscillators). Such a one-dimensional system can
be mathematically described by

mx = —kx,

where m is the mass, x is the displacement from the equilibrium position, and & is
the spring constant.! This can also be written as

¥ +wix =0, (5.1)

with the angular frequency

def
wo = Vk/m.

The Hamiltonian function for this simple system is

m m
H = —x*+ —w2x?,
2 270
where the first term is the kinetic energy and the second term is the potential energy.
If we introduce the momentum p = mx, it becomes

"'We assume that the restoring force f is proportional to the deflection; that is, f = —kx.

© Springer International Publishing AG 2018 47
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H=—p"+ —uwix’. (5.2)

Heisenberg [13], and later also Born and Jordan in a more sustainable mathe-
matical framework [5], used this one-dimensional harmonic oscillator as a first case
study for quantum mechanics. They tried to determine for this model on which energy
levels the electrons can move. For the corresponding quantum system, we use the

expression
1
H= P+ %ngz (5.3)

as the matrix for the total energy. This equation can be slightly modified into

1 muwo
H = hw 2 2 5.4
0 2mwoh 2h 4
—
P’ x

Therefore it is better to use scaled location and impulse operators:

= def [Mwo . 2h ~
X =,/—— X, respectively X = | —X,
2h mwy

def 1
2mwoh

and

lle

P

P, respectively P = /2mwoh P.

From basic algebra, we know that (a + ib)(a — ib) = a® + b*. For noncommuting
matrices A and B, however, we obtain

(A+iB)(A—iB)=A>+ B> +i(BA — AB).

Therefore _ o _ — o
X+iPX—-iP)=X +P —i(XP - PX). (5.5)

Let us now introduce new terms for the matrices in parentheses on the left-hand side
of the equation:

A=X+IiP. (5.6)
Because X and P are Hermitian matrices (and therefore also X and P ), we get

AT=X—-iP. (5.7)
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A and AT do not commute, inasmuch as

A AN=4AAT—ATA=X+iP)X-iP)— (X —iP)(X+iP) =

—

i i
=——XP-PX))+— (PX-XP)=1. 5.8
57 ¢ )57 ¢ ) =1 (5.8)

ihl —ihl

Note that we used the fact that the matrices X and P obey the commutation relation
XP —PX =ihl. (5.9)

Also, we can calculate

o 1
A*A=X2+P2—§1,

and therefore
~2 =2 5 1
X +P =A"A+ 51'

With these findings, we can modify (5.4) into
¥ 1
H = hwy AA+§I . (5.10)

The following commutation relations hold:
[H, A] = [hwoATA, A] = hwo[AT, AJA = —hwo A, (5.11)

and
[H, AT] = [lwoATA, AT] = hwoAT[A, AT] = hwyAT. (5.12)

In the following, we are looking for the eigenvalues of the energy matrix H,
because they represent (in a simple atomic model) the energy levels for the electrons
and define the radiation that they absorb or release when jumping from one level to
another. Let us suppose that we found an eigenvector e of H. Then

He = )\e. (5.13)
Now multiplying (5.11) by e from the right yields
HAe — AHe = —huwyAe.

With (5.13), we have
HAe = (\ — hwyp)Ae. (5.14)
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In other words: if e is an eigenvector of H with eigenvalue \, Ae is also an eigenvector
of H, but with the eigenvalue A — fiwy. The eigenvalue has thus been reduced by the
energy hwy = huy.

Let us now multiply (5.11) by Ae from the right. Using (5.14), we get

HA% — AHAe = —hwyA’e,

(A—hwy)AZe

which can be rewritten as

HA% = (\ — 2hwy)A%e. (5.15)

In other words, the eigenvalue was once again reduced by the energy hwy. This
process can be continued for arbitrary powers of A. However, the eigenvalue of the
energy H can never become negative! After all, if we multiply H in the form (5.10)
from left and right with an eigenvector e, we obtain

1 1
e He=)e'e=Twy(e ATAe+ —e'e) = (Ade- Ae)+= e e > 0;
2 —_— 2~

>0 >0

that is, the eigenvalues \ of H are all positive. For this reason, the above-explained
reduction of energy has to come to an end at some point. Let this point be the basic
eigenvector ey.Then we must have Aey = 0, because we could otherwise continue
with another reduction loop. For the eigenvalue equation of the Hamiltonian, we
obtain

1 1
Hey = (hw(,A*A + Ehwo) ey = Ehwo €. (5.16)
Multiplying (5.12) with e from the right, we obtain
HATeo — ATHe() = hwoAJ'eQ,

and therefore 1
HAey = huwy (1 + E) Afey. (5.17)

We see that the eigenvalue is now increased by the energy Awy. For that reason, the
matrix A" is also called the creation operator. If we multiply (5.12) once again with
the new eigenvector A'e from the right, we get

H(AN? ey — ATHA ey = hwy(AT)?e,
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and therefore 1
H(AN)? ey = hwy (2 + 5) (A%)2e,.

As a general result, we find

def
e, = (A") e,

where n can be an arbitrary large positive integer. We then get

1
Hejzhwo(j+—)ej, j=0,1,2,...,

2
— ——
Aj=E;j

which implies

2

1
)\jZEjZHWQ(j—F—), j=0,1,2,...
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(5.18)

(5.19)

(5.20)

In other words, you can pump as much energy into the system as you like. However,
the lowest energy level is Ey = % (and not O as in classical theory). We can collect

all energy levels in the diagonal matrix

1000-
0300
E=hw0 OO%O
0007

(5.21)

The energy spectrum consists of equidistant energy values with the distance £ wy.
When jumping from one level to the next, the harmonic oscillator can therefore

absorb or emit only integral multiples of & wy (Fig.5.1).

What is the shape of the matrices X and P for the harmonic oscillator? If we
adopt Heisenberg’s assumption that only transitions between neighboring states are
possible (i.e., only x(k, k + 1) # 0 and x(k + 1, k) # 0), one obtains the matrix

0 x@©,1) 0 o 0 -

x(1,0) 0 x(1,2) O O ---

0 x2,1) 0 x(2,3)0 ---

(5.22)
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Fig.5.1 The parabolic potential energy and the equidistant energy levels of the harmonic oscillator
(to be continued upwards to infinity)

Because of
pk, ) =mx(k,£) =miwk,)x(k, ), (5.23)

we can calculate the respective matrix for P:
0 p@O1) O 0o 0 -
p1,00 0 p1,2) 0 0O ---

P = . (5.24)
0 p2, 1) 0 p23)0 -

Let us now derive the shape of X and P in a more sophisticated way. From (5.10),
we get

hew
He, = hwyA'Ae, + T"en =

1
= MO (n + 5) el‘l’

ATAe, =ne,. (5.25)

and therefore with (5.19)

The matrix ATA is obviously an Hermitian matrix; that is, its eigenvalues are all
real and its eigenvectors form an orthogonal basis. Moreover, one can descend in the
series of eigenvectors e, by multiplying from the left with A:
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Ae, = ape,_. (5.26)

We multiply this result by the complex conjugate from the left, which yields
€At Ae, = ele o, * = |a,]?, (5.27)

in order for the length of the eigenvectors to be 1. With (5.25), we get from (5.27)

+

nele, =n=|a,|*. (5.28)

Choosing a;, as a real number, we get
Qy = \/ﬁ .

Equation (5.26) now reads
Ae, = /ne,_,. (5.29)

Using (5.25), we find
ATAen =ne, = AT(\/zenfl);

in other words,
ATen—l = \/Eena

or (shifting to the index n rather than n — 1)
Ate, = V/n + le,, . (5.30)

This calculation can be repeatedly applied, and we get

1 AT A
€, = _Afenf = =" €2 =
Jn ! n n—1 :
As a final result, we find .
e, = — (A7) eo. (5.31)
n!

The e; are eigenvectors of an Hermitian matrix, therefore they are mutually orthog-
onal; that is,
;
e e; = (Si e

We therefore obtain the elements A; x (i,k =0, 1,2,3,...) of the infinitely large
matrix A from

Aix = e Aey = (ATe)) ey O (ViFTe) e = Vi1 Oit1.45
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that is,
010 O ---

0042 0
A=|000 N (5.32)

Accordingly, the elements A; , of the infinitely large matrix AT are obtained by
evaluating

¥ 5.29 N N
Ai,k = e:fATek = (Ae;)'ey (=) \/z_e;llek = \/l_5i_|$1(,

00 0 0 --
10 0 O
AT = 0v/2 0 0 (5.33)
00 30"
From (5.6) and (5.7) follows?
~ 1 . ~ i ¥
X=§(A+A') and PZE(A —A),
and thus finally
2h ~ h
X=|—X= (A+ A, (5.34)
mwy 2mwy
o1 o o o0 ---
1020 0 -
X = h 0v2 0 V30 --- (5.35)
2Zmwo | 0 0 /3 0 V4 --.
2Note that we get in fact
100 - 000 - 100 -
020--- 010--- 010---

AAT—ATA=]003..-1=-lo002...|=l001...| =1
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0
0O ---

V34 (5.36)
0o ---

0-1 0 0 0 -
10 -2 0 0 -
p—i/Mmfov2 0 —v3 0 - (5.37)
2 100 V3 0 —a4--.
1 0 —v/2 0 0
0 3 0 —v2:3 0 -
promol 3 0 s 0 V3] (5.38)
2 0 —v2-3 0 7 0 ..

Note that their form is indeed as predicted in (5.22) and (5.24), which had originally
been derived by Heisenberg.
Next, we are looking for the frequency matrix 2. We have

X k) =i w(j, kX, k),

and we can calculate the elements in the secondary diagonals (on both sides of the
main diagonal) from the formula

P(j,ky=m-i-w(j, k) -X({,k); (5.39)
that is, G B
. B P(j,
w(j, k) = T I XD XG0 (5.40)

This yields the value Fwy for the secondary diagonals. In total, the frequency matrix
looks like
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0 —w 0 0 O
woO—wOOO

@=|0 w 0 —w 0 - (5.41)
0 0 w 0 —wp---

According to (5.19), we have
1
E,,:hwo(n—i—z) for n=0,1,2,.... (5.42)

Also, we know |
w(n, m) =2nv(n,m) = ﬁ(En — Eu).

Together with (5.42), this yields
wn,m)=m—m)- -wy for |n—m|=1,

that is, a perfect agreement with the values in (5.41)!

5.2 [Expectation Values and Variances

Let a harmonic oscillator be in the eigenstate e; with the eigenvalue (j + 1/2)A wp.
If we choose the energy matrix to be diagonal, the eigenvector components must be
ej(k) = d;;; that is, the jth component is equal to one and the others are zero. The
expectation value of any observable A in the considered eigenstate is then given by

(A) = ejTAej =dajj.

For example, the expectation value of the observable X is equal to zero, because in
(5.35) we find a;; = O for all j. Similarly, the mean value of P is equal to zero. On
the other hand, if we calculate the mean value of X? and P2, it follows from (5.36)
that

(X%, = L(2j -1,
T dmwg

and from (5.38) that
hmw, )
(P?)j; = —=@j — D).

The mean values are all zero, thus this value also represents the mean square deviation
of the position, namely
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h
(Ax)* = ——(2j — D).
2mwy
Similarly, we get for the mean square deviation of the momentum
hmwy .
(Ap)* = ——=@j - D).

It follows that

1 2
(AxAp)* = 1? (j — 5) :

thus Heisenberg’s uncertainty relation is fulfilled:

h.

NS

AxAp >

In the ground state, neither Ax nor Ap is equal to zero. Instead, AxAp = % h > 0.
In this state, the system has the “zero-point energy” Ey = %, that can never leave
the oscillator.

5.3 Problems

5.1 Commutation Relation: Show that the standard commutation relations for P
and X apply for the harmonic oscillator. o

5.2 Dimension of A: What is the physical dimension of A = X + i P, as defined in
(5.6)?

5.3 Observables: Is the matrix A = X + i P as defined in (5.6) an observable?

5.4 Hamiltonian: Accordingto (5.10) we have H = hwy(N + %I) with N &of ATA.

Is N Hermitian?

5.5 Commutator: Show that for A = X + ii’, as defined in (5.6), [A", N] = nA"
holds.

5.6 Form of N: What is the form of N, and what are the eigenvalues?

5.7 Form of X, X2, and X>: What do the matrix elements of X, X2, and X> look
like? Calculate them by means of the eigenvalue equations of the matrices A"
and A.



Chapter 6
Angular Momentum

Abstract The general procedure for the one-dimensional harmonic oscillator is
now extended to three-dimensional systems. In such systems, the three-dimensional
angular momentum comes into play. It has an important role in the treatment of atoms
and quantum mechanical problems with rotational symmetry. The generalization to
three dimensions reached a first climax in Born’s, Heisenberg’s, and Jordan’s famous
“Three men work” (Born et al., ZS f. Physik, 1925, [6]). Green explains in [12]:

Even before the discovery of matrix mechanics, Bohr realized that atomic spectra could
only be explained if the angular momentum was limited to certain values, which are integral
multiples of Planck’s constant /. But a full knowledge of the behaviour of the angular
momentum of atomic systems was obtained only when matrix mechanics was developed.

Most of the matrices in this chapter are finite-dimensional N x N-matrices with
NeN={0,1,2,3,...}.

6.1 The Matrix Vector of the Angular Momentum

If a mass point revolves around a fixed axis, it has an angular momentum which is

defined as
def

L=rxp, (6.1)
where
g
r X, (6.2)
X3

is the distance vector of the mass point from the axis of rotation and

L mi (6.3)

© Springer International Publishing AG 2018 59
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is the momentum of the particle. Componentwise, the equation for the angular
momentum (6.1) looks like
by = x2p3 — x3p2,

Ly = x3p1 — X1p3,
3 = X1p2 —X2pP1-

In quantum mechanics, the components of the distance vector are defined by three
matrices X1, X3, and X3, which are summarized in the matrix vector

def Xl
R [ x, ). (6.4)

X;

Accordingly, the matrix vector of the momentum is defined as

P1 ¢ le
P= (P |=mXz . (6.5)
P3 mX3

or, with the matrix vector for the velocity

X,
BE( X |, (6.6)
X;
also as
P = mY. (6.7)

Remember that for the matrices X; and P; the commutation relations according to
(3.23) to (3.26) hold.
By defining the vector product for matrix vectors as

Ay B, A2B3 — A3B;
AxB = A | x (B || A3B, - AB; ),
Az B3 A1B; — A2 By

we can show that
AUXB =—B x A,

but only if A; commutes with B; for i # j. Because X; commutes with P; for
i # j, we obtain the definition:


http://dx.doi.org/10.1007/978-3-319-26366-3_3
http://dx.doi.org/10.1007/978-3-319-26366-3_3
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Definition (Matrix vector of angular momentum)

L,
L= L,
L;

def

ot x P = —P x R (6.8)

Note, however, that the components of angular momentum do not commute! For
example, we have
(L1, Ly] = L1Ly — Ly Ly =
= (X2P3 — X3P) (X3P — X1P3) — (XsPy — X1 P3)(X2 P — X3P2)
= XoP3 X3P+ X3P X1 P3 — X3 P X, Ps — X1 P3X3 P,
= X1 P2(X3P3 — P3X3) + Xo P1(P3X3 — X3P3)

= (X1P, = X,P)ih=ihLs.

Similarly, we obtain
[Ly, L3] =ihLq

and
[L3, L] =ihL,.

As a consequence, the observables that are assigned to the components of the angular
momentum £ can not be measured at the same time.
For “normal” vectors, a vector multiplied by itself is always zero:

axa=0.

This no longer applies to the matrix vector product in quantum mechanics. It follows
from the above that

£x£=ih£7&0\. (6.9)

For the two mutually attracting masses m, and m,, of an electron and a nucleus in
an atom, the following equations of motion apply.
d? d?
me@xe:fv mn@xnz_f-

By dividing the equations of motion by the masses and subtracting them, we obtain
for the relative distance
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x ¥ x, —x, (6.10)

an equation of motion that looks like

2

dr?

1 1 1
(xe_xn)z(_+_)f=_f’
m

m, my,
where the reduced mass m is defined by

def MeNly
m=———.:
me +my

. . . def .
With the relative velocity v = & and the relative momentum

def
p = mv,

we finally get
d2
md—tzx = f=mv=p.
On the other hand, it follows from (6.10) by differentiation with respect to time that

1 1 1
V=V,—V,=—p,— —PpP,=—DPD,
m, my, m

which provides an alternative formulation for the relative momentum:

1 1
p=m(—pe——pn)- 6.11)
me

my

In quantum mechanics, the relative position and the relative momentum of the
electron and the nucleus in an atom are represented by the matrices:

X;=X,—-X,,j=123

The velocities and momenta of the electron and the nucleus are represented by the
matrices V,; and V,,; as well as

1 1
Vei=—P, and V,,=—P,;.
I I

The relative momentum is defined as

P Lp Lp ! (m, P P,;)
i=m\—P,;, ——P, )| =— (m, P,; —m,P,;).
J m / my, J m, +m, J J

e
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The matrices X,; and P,; for the electron commute with the matrices X,,; and P ,;
for the nucleus. This leads to the following commutation relations for the relative
position matrices and momentum matrices:

Me

np
XjPj=PjXj= o (XejPej = PejXej) -

my + Mme

=( Mo Me )ihl:ihl.
m, +m, m, +m,

Thus, the relative matrices satisfy the same conditions as in the case of a single mass.

(Xnj Pnj = PpjXpj) =

If we define the scalar product of two matrix vectors as

A -8) Y A B, + AyB, + A3B;,

then we get

e L =L2+1}+12

6.2 Eigenvalues and Eigenvectors of L2 and L3

6.2.1 Commutativity of L* and L3

First, we show that for the matrix L? and all matrices L;, i = 1,2, 3 the following
relation holds,
L*L; — L;L* = 0;

that is, L? commutes with all matrices L;, and therefore L2 and L; can be measured
simultaneously (which is not the case for the L; among themselves). We prove this
result for the two matrices L? and L. With the abbreviation

[A, B1¥ AB - BA,

we get
[L3, L3] = L3L(Ly — L1L3Ly + L{L3Ly — LyL,L; =
[L3,L1]Ly Ly[L3,Lq]
— il(LyLy + L1Ly). (6.12)

Similarly, we find that

(L3, L3] = —ih(LyLy + Ly Ly). (6.13)
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Furthermore, it is clear that
[Ls3, L3] = 0. (6.14)

Adding (6.12), (6.13), and (6.14) gives the desired result. The general rule for the
commutativity is
L:L>*=L*L;, i=1,2,3;

that is,
[L;, L*] = 0.

6.2.2 [Eigenvalues and Eigenvectors

We now want to determine the eigenvalues and eigenvectors of the two matrices L2
and L3. Lj is preferred over L; and L;, inasmuch as we later observe the effect of
a magnetic field on atoms, where the field is aligned along the x3— or z-direction.

Generally speaking, two commuting matrices A and B have the same set of
eigenvectors. To see this, let e4 be an eigenvector of A to the eigenvalue \4; that is,
Aey = Mjey. Because A and B commute, we have

ABeA = BAeA = B()\AeA) = )\ABeA.

Hence Be, is an eigenvector of A with the same eigenvalue )4, therefore Be 4 must
be a multiple of the eigenvector e4:

Be A= A B€A.
As claimed, the matrices A and B have the same eigenvectors.
The two matrices L3 and L* commute, therefore they have the same set of eigen-
vectors. Let us single out one of them, e. In addition, we extract the factor K2 from
the eigenvalue, such that X is a purely numerical value'

L% = R’ )e, (6.15)

and
Lie=hpue. (6.16)

Similar to the harmonic oscillator, we can now define the so-called creation and
annihilation operators that allow us to jump from a known eigenvector to the next:

Planck’s constant 7 has the dimension energy - time. The angular momentum has the dimension
length - mass - length - time™"'. The energy has the dimension mass -length?® - time=2. There-
fore, A has the dimension mass ‘lengthz . time™ 1, that is, the same dimension as the angular
momentum. The squared angular momentum then has the same dimension as k2.
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L. ¥ L, +iL,,

and ot
L_=L,—ilL,.

The matrices L+ commute with the matrix L?, because

L’Ly — L L*=L*L,+iL*L, — L L*>FiL,L* =

= [L* L] +i [L? Ly] = 0.
——— ———
0 0

On the other hand, we have
[L3,Li]=+hLy,

because

[L3, L+] = [L3, Lyl +i[L3, L] = ihL, Fi*hLy =

= W(+Ly+iLy) = £hLy.

It also follows that
[Lyy L_]=2hL5.

Solving (6.20) for L L_ yields
LiL_=1L%—Lsy(L;—RI)

and

L_L, =L?— Ly(L;+ hl).

6.2.3 Maximum and Minimum Eigenvalues

Instead of (6.15), we can also write

(L} + LY)e + h*pi*e = I de.

65

(6.17)

(6.18)

(6.19)

(6.20)

6.21)

(6.22)

If we multiply this with e” from the left, we get for the normalized eigenvectors (i.e.,

lel = 1) ]
e (L3 + L)e =1\ — 1),

(6.23)
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Because the matrices L and L; are Hermitian matrices, the eigenvalues are all real.
Therefore, the left side of (6.23) must be positive: (A — ,uz) >0,0or A > uz. Let us
now multiply (6.15) with the matrix Ly from the left. Because Ly commutes with
L2, we obtain

LiL?¢ = L>Lye = h*\Lye; (6.24)

that is, Lye is also an eigenvector of L? with the same eigenvalue B2 ). Next, we
obtain with (10.21) for L;L_e

LiLie= ([L3, Ly]+ LiL3)e =

= (£hLy + LiLy)e = h(1 + p)Lye. (6.25)

In other words, L e is also an eigenvector of L3. However, the associated eigenvalue
changes to /(1 & ). As in the case of the harmonic oscillator, a multiple application
of L, to the eigenvalue equation subsequently increases the eigenvalue of L3. Of
course, this has to stop at some point, inasmuch as otherwise the condition A > ,u2
would be violated. Let m be the maximum value of A\ that does not violate \ > uz.

With the definition e,, & L'e, we then get
Lie,, = hme,,. (6.26)
Because L. and L3 commute, it follows that
L3(Lyey) = h(1 4+ m)(Lyiey).

But an eigenvalue /(1 4 m) is not possible, because m was by definition the largest
value of i! Therefore (Ltey) = 0 must apply. Under consideration of

L_L,=L*-L3—hLj,
this equation multiplied by the matrix L_ from the left finally gives
L_(Len) =0,

or
(L* = L3 — hL3)e,, = 0.

Therefore, we get
RO\ —m? — m)e,, = 0.

Inasmuch as the eigenvector e,, cannot be a zero vector, the value in brackets must
be zero; that is,


http://dx.doi.org/10.1007/978-3-319-26366-3_10
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A=m(m+1). (6.27)

If we now multiply the second eigenvalue equation (6.26) with the matrix L_
from the left, we obtain

L_Lze,, = hmL_e,,

or with (6.25)
L3(L-ey) = h(m — 1)(L-ey).

For the largest eigenvalue m, we get
L’e,, = h* ey,

or
L*(L_e,) = WP M\ (L_e,,).

In other words, L _e,, is an eigenvector of L? and L3 with the eigenvalues 7>\ and
h(m — 1), respectively. Similarly, n-times multiplication by L_ yields

L3(L%en) = h(m —n)(LLen).

However, there must be a lowest value for m, because otherwise \ > m? would be
violated. The minimum value of m without violation of A > m?2 is i(/i — n). Then

L3(L"*e,) = h(m — (n + 1))(L"e,,) = 0.

Because i(m — (n + 1)) # 0, (L"*'e,,) = 0 must hold; thatis, (L_L" e,,) = 0 and
therefore also (L4 L_L" e,) = 0. Replacing L L_, we obtain

(L* = L + hL3)L" e, =0,

or
R\ — (m —n)> + (m —n))L" e, = 0.

Because L" e,,, # 0, we get the condition
\— (i —n)*+ (m —n) =0.
With the value of A = m(m + 1) according to (6.27), we get
mm 4+ 1) — (m —n)> + (m —n) = (n+ )2 —n) = 0.
Dueto(n 4+ 1) # 0,2m —n = 0 (i.e.,m = n/2) must hold, where n is the number of

steps from the maximum eigenvalue 7% to the minimal eigenvalue /% (7 — n). This
number 7 is always an integer (including zero). If we set £ for n/2, hf and —ht are the
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maximum and minimum eigenvalues of L3. For a given value of £, the eigenvalues
of Lj3 are therefore equal to Am, where m = ¢,¢ — 1, ..., —£. In particular, there
are 2¢ + 1 eigenvalues of L3. Because n is always an integer, the possible values of
Care0,1/2,1,3/2,.... Note that these fractional quantum numbers automatically
occurred in our treatment of angular momentum.

If we denote ey, the common eigenvector of L? and L3 with eigenvalues 72¢(£ +
1) and /i m, respectively, we finally obtain the following theorem.

Theorem For the matrices L* and L3, the eigenvalue equations are
L?epm = 0L + 1)egm (6.28)

and
Lieyn = hmeyy,, (6.29)

where the allowed quantum numbers are the Angular momentum quantum num-
ber,
¢£=0,1/2,1,3/2,...,

and the Magnetic quantum number,

m=—L, —0+1,...,0—1, L.

For a given ¢, the matrix L3 has a spectrum with £ + 1 eigenvalues
—ht, R(—C+1),..., hW—-1), ht.

The matrix is a square (2¢€ 4+ 1) x (2¢ 4 1)-matrix. Therefore in the Heisenberg
matrix mechanics also finitely large matrices occur in a Hilbert space!

6.2.4 Orientation of the Angular Momentum Vectors

From the above theorem, we obtain for |L| and the z-component of angular momen-
tum L

|L| = hyE(€ 4+ 1), (6.30)

Ly = hm. (6.31)

Because it is not possible in quantum mechanics to determine the components
(L, Ly) in addition to the length |L| and the z-component L3 at the same time,
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Fig. 6.1 The angular T3
momentum L has a

component along the x3 axis P T B0+ 1) —m?
with the allowed values : >

Lz =hm, —¢ <m < {, and

undetermined components C
L and L; in the xq - x3 Ls = hm
plane

T

the angular momentum vector L can never be exactly parallel to the z-axis of the
coordinate system. In such a case, the x- and the y-components would be exactly
zero and thus accurately determined. The only statement that can be made about the
x-and y-components is that they make up a circular path together, because

LI+ L3 =|LP? - L3 =P+ 1) —m?], (6.32)

where the right side of this equation is constant for given values of the quantum
numbers £ and m. The circle has the radius A/£(€ + 1) — m? (see Fig.6.1).

Our system with the angular momentum |L| = h+/£(£ + 1) has a well-defined
component along the axis x3, with allowed values L3 = im , (—¢ < m < £), and it
has indefinite components L; and L, in the x;—x, plane. The angular momentum is
therefore quantized, and ¢ is called the angular momentum quantum number. The
quantum number m specifies the x3-component of the angular momentum. Because m
isbounded by the value 2¢ 4 1, the x3-component of the angular momentum is limited
to 2¢ + 1 discrete values for a given £. This limitation of the angular momentum is
also called space quantization. This name results from the vector representation of
the angular momentum, where the angular momentum is defined by a vector of length
ha/€(€ + 1) and a direction that is determined by its x3-component of length Am;
see Fig.6.2. It is not possible to determine the x- and x,-components of the angular
momentum from the quantum numbers ¢ and m.

6.2.5 The Matrices L* and L3

We can use the eigenvectors as a complete set of orthonormal vectors for constructing
a matrix that represents the angular momentum. Because the two matrices L? and
L3 commute, they are both diagonal matrices in this representation. In contrast, the
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Fig. 6.2 The five (i.e., 2¢+
1) permitted directions of the
angular momentum for ¢ =
2. The length of the vector is

AJIE+1) = h/6

two matrices Ly and L, do not commute with the matrix L3, therefore they will
not be diagonal. If we multiply the eigenvalue equations as specified in the above
theorem with the transposed normalized eigenvector ech from the left, we obtain for
the diagonal elements

eymliein = L2, = B2 L€ + 1) (6.33)

and
epnLieum = Ly ym = him. (6.34)

We now characterize matrices for the value £ by a superscript number, for example,
L3 The matrices L2® then have the simple diagonal form

L*® =np2e+ DI. (6.35)

For ¢ = % for example, we obtain the diagonal matrices

12 3/4 0
LW):hZ((/) 3/4), (6.36)
{10
L/ = > (O _1) . (6.37)

For ¢ = 1, the diagonal matrices are

200 10 0
L*Y=p2f020),L=n{000 ],
002 00 -1
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6.2.6 The Matrices L., L_, Liand L,

‘We know
LiL eg, = h(m + 1)L eqy,. (6.38)

For the eigenvalue A(m + 1), this eigenvalue equation can also be written as
Liegmy1 = h(m + ey mqr. (6.39)

Because the eigenvalues of L3 in the (6.38) and (6.39) are the same, the eigenvectors
can only differ by a multiplicative factor ,:

Lieym = € me. (6.40)
Similarly, we obtain
L_eum = B €t,m-1, (6.41)
where
O = €q i1 Lrlom (6.42)
or
ap = ey, L_eymi. (6.43)
and
Bn =€ m_rL-etm (6.44)
or
Bt = € L€t mi1. (6.45)

A comparison of (6.43) and (6.45) provides
= Bt (6.46)
Multiplication of (6.40) by the matrix L_ from the left yields
L_L.iey =y L_eg 1. (6.47)
Replacing L_L, by L* — L,_,Z, — hL3 and using (6.41) leads to
(L* = L} = hL3)ewn = QpnButilim

or
L+ 1) —m* — m)h*egn = lml* em.
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This implies
am =W+ 1) —m@m + D]'? L. (6.48)

With this «,,, we obtain
Lyegy =[L(L+ 1) —m(m + 1)]" heg ma. (6.49)

or
eom Lyegn =€+ 1) —m(m + D> héwSm mir- (6.50)

Similarly, we obtain
eom L_egn = [+ 1) —m(m — D1 580 . (6.51)
The equations (6.50) and (6.51) provide all the elements of the matrices Ly and
L_. The Kronecker-Delta functions indicate that all nonvanishing matrix elements

occur in blocks along the diagonal £’ = £. The block matrices belonging to the values

£=0, % and 1 are shown below. The matrices Ly and L, can now be derived from

the following relations.
1 1
L= §(L+ +L_) and L, = T(L+ —L_). (6.52)
i

For ¢ = 0, we get
L,=L_=L;=L=0. (6.53)

For ¢ = 1/2, we get

Lf:/z) = h(g (1)) and L(_l/z) = h((l) 8),

1 01 1 0—i
ap _ 1 ap _ 1
L. _zh(lo) and L = h(l. o ) (6.54)

Finally, for j = 1 we have

02 0 0 00
Lﬂj)zh 00 +v2] and LY =n(v2 00},

00 0 0 V20

010 0—i 0

L =—n(101] and LY =—n|i 0 —i |. (6.55)

1
v2 \o1o0 2 \0i 0
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Note that all matrices Ly, L,, and L3 are Hermitian matrices; that is, LI = I:t.T =1L;
for all i. Also,
(L;l))2 + (L;l))2 + (Lgl))Z —

1 101 { 1 0-—1 100
=§h2 020 +§h2 020 |+r|000]=
101 —-10 1 001
200
=r1020] =L,
002

A given {¢-value defines a (2¢ 4+ 1) x (2¢ + 1) matrix. This dimension reflects
that the space is spanned by the 2¢ 4 1 different m-values. If we allow all possible
£-values, we obtain an infinitely large matrix consisting of (2¢ 4+ 1) x (2¢ + 1)-
blocks along the main diagonal. Their general form can be written as a direct sum
(a=1,2,3,4or—):

LY 0 0
0 LD o

_ © r@ _ o
Lo=(P, L3 = 0 L®

For integer values of £, we obtain matrices such as

000 0 0/]0O 0 0 0 0|0 -
oo v20[0 0 0 0 o0 -
0v2 0 v/2/0 0 0 0 0|0 -
000 ~20|/0 0 0 0 00 -
000 0 0/0+V40 0 00 -

=00 0 0WE0 V60 00

2100 0 ol0o V6O V6O|O |
000 0 0/0 0 6 0 V4|0 -
000 0 0/0 0 04 0|0 -
000 0 0|0 0 0 0 O
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0 000
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0 000

-2 0 000

-1 000
0 000

0
0
0
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0 00 2

0 000

0

-1 00

0

00
00

0
0

0

00 0 00

0

00 0 01

00 0 00

00 0 00

00 0 00

Ly=nh

With these matrices, we obtain

0
0
0
0
0
0
0
0
0

00O0O0O0
00O0O0O
00O0O0O0
00O0O0O
6 0000
06 000
00600
00060
00O0O0°G©6
00O0O00O0

0
0
0
2
0
0
0
0
0
0

0
0
2
0
0
0
0
0
0
0

0
2
0
0
0
0
0
0
0
0

LI+ L+ Li=H/

L* =
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6.3 Problems
6.1 Commutation Relation: What is X - 8 — I3 - X for the harmonic oscillator?
6.2 Matrix Vectors: Prove the identity

RAxB)-€=2A-(B x €).

6.3 Matrices L and L_: Are L and L_ Hermitian?

6.4 Eigenvector for L, and L_: Let e(j, m) be normalized, common eigenvectors
of L? and L;. Show that

Lie(j,m)=hy(j—m)(j+m+ De(j,m+ 1),

and

L_e(j,m)=hJ/(j+m)(j —m+ De(j,m—1).



Chapter 7
Wolfgang Pauli and the Hydrogen Atom

Abstract It was up to the physicist Wolfgang Pauli to apply the new matrix quantum
mechanics to the hydrogen atom successfully.

7.1 Basic Matrices and Matrix Vectors

In his work, Pauli [18] first introduced some matrices that we already know from
the angular momentum. This is not surprising, however, because the hydrogen atom
essentially consists of a nucleus and one electron orbiting around it. At least, that
was the general image in the older atomic theory.

The Cartesian coordinates are again represented by the matrices X, X», X3 and
combined into the matrix vector

X
RE | x, |,
X3
which satisfies the relation
RR=M R =X +X;+X3% (7.1)

. . def def def
Next, Pauli defined the momentum matrices P, = mX,, P, = mX,, and P3 =

m X3, which are summarized in the matrix vector

P, d
def
= P 2 =m—NR.
* dr
P3
© Springer International Publishing AG 2018 77
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Also, he derived the relations' from equations (3.23) to (3.26)
pP,P,-P,P,=0, X, X,—-X,X,=0, (7.2)

0 forp #£o

(7.3)
%I forp=o0.

P,X,—X,P, = ’

He further assumed that for an arbitrary function F of R, X;, X», X3, this relation
is valid for all i (see (3.19) and (3.27)):

P,F — FP; = h OF (7.4)
' " 270X, '
In particular, it is true for F = R:
h ~1
P;,R - RP, = —X,R. (7.5)
27i
With these relations, together with the energy equation for a single particle,
1 o

E = %‘43 + F (X1, X2, X3), (7.6)

where E is a diagonal matrix, as well as the Heisenberg equation for any quantity ®,

h .
—®=FE® - OE,
2mi

he obtained the equations of motion for all i as

dP;,  OE

Tt (7.7)

Pauli summarizes these relationships as
RR = RR
and L
PR — RP = - N/R,
2mi

which of course is not formally correct for both row-vector matrices and for column-vector matrices.
Rather, one must write, for example, for column-vector matrices 93 and 3:

I3 ® R)R = RR

and L
PR — (3 AP = 2—9%R",

i
where ® is the Kronecker product.


http://dx.doi.org/10.1007/978-3-319-26366-3_3
http://dx.doi.org/10.1007/978-3-319-26366-3_3
http://dx.doi.org/10.1007/978-3-319-26366-3_3
http://dx.doi.org/10.1007/978-3-319-26366-3_3
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Hereby, Pauli postulated the existence of a matrix R that satisfies the relations (7.1)
and (7.5). Next, he introduced the vector matrix £ corresponding to the angular
momentum of the particle with respect to the origin. Similar to (6.8), with m*Q
instead of 3, we get the following definition.

Definition The angular momentum of a particle is

£ 0 x V) = —m (B x N). (7.8)

7.2 Introduction of the Matrix Vector A

For the further calculations, we need the so-called Laplace—Runge—Lenz vector. This
vector was introduced by Lenz? into quantum theory. An atom contains an electron
with mass m and charge e. The electron is attracted by the fixed nucleus with the
charge +Ze due to the Coulomb force. The matrix E is set as

1
E=—P>—Z*R7. (7.9)
2m

Note that E is supposed to be diagonal. The equations of motion corresponding to
(7.7) are ) .
P =mR =—Z*RR. (7.10)

We can now define the Lenz-Matrix-Vector.

Definition The Lenz-Matrix-Vector is given by

o 1
Zem

%(sxqs—spxs)erR—'. (7.11)

Note that the symmetrized vector matrix difference %(2 x B — P x £) was used
for the vector product £ x p in the Lenz-Vector, in order for the vector matrix com-
ponents A; to be anti-symmetrical.

In a somewhat lengthy, but trivial calculation (see Problem 7.2), Pauli also showed
that

2See Appendix D.
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i —1 _L -3y -3
5 AR = [£ x RR) — (RR) x £]. (7.12)

Using this relation, one can show (see Problem 7.3) that the time derivative of 2A is
equal to zero. In other words, 2( is a constant matrix vector over time.

Summing up, we now have three time-constant matrix vectors or matrices 2, £,
and E that describe the system (i.e., the atom) completely. We do not need the
coordinate matrices X; and R anymore. Let us summarize the governing equations
forA, £, and E.

£x & =ihe, (7.13)

[A;,L;]1=0, (7.14)

[Ai, L;]1 = iheij Ay, for i # j #k, (7.15)

A L=£-A=0, (7.16)

Ax A= %@L:E (7.17)

A = LE (£2+h—21) +1. (7.18)
mZ2e* 472

Equation (7.13) is identical to equation (6.9). Equations (7.14) and (7.15) are analo-
gous to (7.2) and (7.3) in form. Equation (7.18) is analogous to the classical equation
(D.5). These equations are proofed in Appendix H.

Because the matrices L; and A; commute with the matrix E, the quantities that
are represented by them can be measured at a given energy value. Once the atom has
a specific energy, the variables that correspond to the matrices L; and A; describe the
simplified system completely. Inasmuch as the matrices X; and P; do not commute
with E, they cannot be measured for a given energy value.

Let e be this fixed energy value; thatis, E = € - I. We introduce yet another matrix
vector

7204
ﬁdéf _m e
2¢

Because of (7.16), we certainly also have

£-8=0.


http://dx.doi.org/10.1007/978-3-319-26366-3_6
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Furthermore, (7.18) implies

h2 ZZ 4
R2=(£2+—21)+m ‘I
71' 2e

Relation (7.17) now reads
‘h
AxR=—g
2w

We further define the matrix vectors

m& ey a
- 2h

and

def1
N =—(L£—-K).
2h( )

Based on the relations (7.13) to (7.18), it is easy to see that the following relations
hold.

zmz—mz—i(::-ﬁ)—o
=5 =0,

1 224
2<m2+m2)=ﬁ<22+ﬁ2>=—(1+m ¢ )1,

2h%e

Nt x M = iIN,
and

M x N =iN.
Therefore, we get

m? = n?
and ) 4
Z
4902 = — (1 n %) I. (7.19)

For negative values of € (as assumed by Niels Bohr in his atom model), the square root
— %? is real. In this case, the matrices K;, M; and N, represent real entities. The

commutation relations for the M are the same as for the matrices L; representing
the angular momentum (except a factor /). For this reason, the matrix

M = M7 + M3 + M3
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can only have the eigenvalues

3
Ll+D,e=1, =,2,....
2
From (7.19), it follows that
400+ 1) = —1 mZe
B 2h%e ’
that is,
mZ%e*

L MU+ 1D+ 1=+ 1>
e (e+1)+ 2¢+1)

This yields for the energy value

_ m(Ze*)?
R0+ 1)

If we introduce the quantum number

n o041,

then n must be one of the numbers
1,2, 3, 4,...,

and the possible energy values are (with the usual notation E instead of €)

m(Ze?)?
E, = ~ e | (7.20)

Did you notice that these are the exact same values as predicted in Bohr’s atom model
(1.29)? We solved the eigenvalue problem of the hydrogen atom! For Z = 1, (7.20)
defines its energy spectrum. n is called the principal quantum number. In addition to
the principal quantum number, there is still the angular momentum quantum number
£ and the magnetic quantum number m (see the chapter on angular momentum).
Note that this equation was derived without describing the hydrogen atom in detail,
such as electrons orbiting around the nucleus.


http://dx.doi.org/10.1007/978-3-319-26366-3_1
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7.3 The Hydrogen Spectrum

In Sect.2.1 we have already provided some information on the hydrogen spectrum.
Back then, however, the relationships were more or less an educated guess; see
Balmer. Based on the results of Pauli’s calculations, we can now give a more profound
summary.

For an arbitrary nuclear charge (with Z protons), we get an energy

E me' 28 _ 13 6% oy (7.21)
n— "5 5,5 5 — ,O—F ¢V, .
8cih? n? n?

where € is the so-called permittivity of free space. For the energy difference between
the n;th and the n,th state, we obtain

AE—E, —E M2 (1 1 (7.22)
B =T Py |

For n, > ny, this energy difference is positive; that is, the total energy of the system
is increased by external energy input. Otherwise energy is emitted. This so-called
Rydberg formula was found by Johannes Rydberg? in 1888. Rydberg had no knowl-
edge of any atomic model, but found this formula based on the observed line spectra
only. A few years earlier, Balmer* had found the famous Balmer formula for the case
n; = 2 in the hydrogen atom (Z = 1),

Y L Y
o n2—4) n2—22)’

which covers the visible region of the spectrum lines. The empirical constant is A =
364.56 nm = 3645.6 x 10~'"m. For the explanation of the spectra, we are interested
in the frequency. According to Einstein and Planck, itis £ = hv. For a jump from the
nth to the n,th state (n; > ny), the frequency of the emitted radiation is therefore

c me* (1 1) R(] 1) (723)
V= —=— = — — =C = — 5 1> .
A 8m3\ni n? ny  n?

with the Rydberg constant

me4

R = ——- =10973731.568 539 (55)m™".
8egh?

3Johannes Robert Rydberg, 18541919, Swedish physicist.
4Johann Jakob Balmer, 1825-1898, Swiss mathematics teacher.
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If we set n; to infinity in (7.22), we obtain the energy that is needed to move an
electron from infinity to the state n,, so the total energy of the state n,.

7.4 Problems

7.1 Time Derivative of ®J3: Under which conditions is (7.10) equal to ‘]3 =
—ZePRR™1?
7.2 Time Invariant Matrix: Show the relation (7.12),

d -1 _L -3y _ -3
o RR )_zm[sx(mk ) — (RR7) x £].

7.3 Constancy of 2(: Show that the Lenz-Matrix-Vector 2l is constant.



Chapter 8
Spin

Abstract We introduce the spin based on symmetry considerations. Its effect is
described by spinors and Pauli matrices. Also, spin-orbit coupling is investigated.

8.1 Magnetic Fields and Light

In the nineteenth century, the influence of magnetic fields on light was studied exten-
sively. Based on the idea of classical physics that light is an electromagnetic wave
caused by atomic vibrations, in 1892 Lorentz' theoretically derived that the spectral
lines are split threefold once the radiating atom is placed in a magnetic field. In
1896, the Dutch physicist Zeeman? confirmed this splitting in an experiment. Sub-
sequent measurements of the splitting showed that it even complies with Lorentz’s
formula if it is assumed that not the entire atom, but only the much lighter electron
vibrates. Already back then, electrons were assumed to be part of the atom. Thanks
to this so-called normal Zeeman effect, the electron hypothesis was considerably
strengthened.

In addition to the normal Zeeman effect, however, a great number of observations
were made where more than three lines appear. This so-called anomalous Zeeman
effect was an inexplicable phenomenon both for classical physics and Bohr’s atom
model and stimulated further theoretical investigation.

8.2 Derivation of the Zeeman Effect (Without Spin)

According to classical physics, an electron with the mass m and the electric charge e
that moves on a circular path with the angular momentum L has a magnetic moment

e
=——1L.
P om

'Hendrik Antoon Lorentz, 1853—1928, Dutch mathematician and physicist, Nobel Prize 1902.
2Pjeter Zeeman, 18651943, Dutch physicist, Nobel Prize 1902.
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with magnetic field

without magnetic field m=+1

m=20

2p
m=—1

1s

Fig. 8.1 Splitting of spectral lines due to the Zeeman effect. Photons with three different energies
can be emitted

The factor 5 is called the gyromagnetic ratio. Under the influence of a magnetic
field b, there is an additional contribution to the potential energy of the electron in
the Hamiltonian function to

e
Ey=—pm-b=_—(L3 b),
2m

where we assumed the magnetic field to be parallel to the x3-axis, having the magni-
tude b. If we transfer this relationship into quantum mechanics, using the eigenvalue
hm of L3, we get

Emzi'b'hmzuBohr'b'm9
2m

with the Bohr magneton

def €h o J
o 2T 92732107 =
Hsor 2m T

Overall, we now get the energy

def
En,m ; En + K Bohr bm.

The so-called Zeeman splitting then yields an energy difference for Am = =+1
(Fig.8.1):
AE = En,m+1 - En,m = iuBohr b.

For the so-called one-electron atoms [21] (i.e., one electron on the outermost elec-
tron shell), the standard terminology for the energy levels £ =0, 1,2,3is s, p, d,
and f. For the hydrogen atom and other one-electron atoms, these letters are pre-
ceded by a number that indicates the total energy level. For example, the lowest
energy level in the hydrogen atom is 1s, the next 2s and 2 p, then 3s, 3p and 34, and
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so on. For each n, the value of £ ranges from 0 to n — 1, and for each £ we have 2¢ 4 1
values of m. The total number of states with an energy value of E, is therefore

n—1

—1
See+ =2% n=n
=0

The alkali metals lithium, sodium, potassium, and so on are one-electron atoms
that consist of Z — 1 inner electrons and one external electron. The transitions of the
latter between the energy levels are responsible for the spectral lines. If no external
fields are present, the energy levels depend on the angular momentum quantum
number ¢ as well as the principal quantum number 7. Due to the spherical symmetry,
they do not depend on the x3-component Am of the angular momentum. In other
words, there is one energy level for each n, ¢, and m. However, studies of the spectra
revealed that (except for the s-level) all levels occur twice. For example, the so-called
D-line of sodium, which is generated by the transition 3p — 3s, occurs twice with
the wavelengths 589.6 and 589.0nm. It is for this very reason that Pauli predicted
a fourth quantum number for electrons in atoms that has two values (except for the
s-level). In 1925, Uhlenbeck® and Goudsmit* proposed that the doubling of the energy
level is created by an internal angular momentum of the electron. The component in
the direction of the angular momentum L of the electron orbit around the nucleus can
only assume two values, and its interaction with the weak magnetic field formed by
the electrons that orbit around the nucleus, all except the s category, splits into two
levels. All components of the inner angular momentum S can have 2¢4 1 values,
such that the size s corresponding to £ assumes the unusual value % This inner
angular momentum was called the spin of the electron. How is a spin of size //2
generated? For an angular momentum of this amount and the classical electron radius
of rg = ah/m,c, aperipheral speed would be required that is more than 70 times the
speed of light! From a classical perspective, the spin can therefore not be explained
as an angular momentum. Let us approach the solution to this question via symmetry
considerations.

8.3 Symmetry Considerations

Historically, classical mechanics supplied quantum mechanics with observable quan-
tities and their properties [21]. In some cases, this contradicts Heisenberg’s idea to
use only measurable, that is, observable, quantities, for example, when analyzing the
motion of an electron around a nucleus (which cannot be observed). However, many
of the entities required in quantum mechanics are introduced solely by symmetry
considerations.

3George Uhlenbeck, Dutch/American physicist, 1900-1988.
4Samuel Goudsmit, Dutch/American physicist, 1902—-1978.
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The symmetry principle states that a law of nature does not change, for example,
if we change our viewpoint. In other words, if a law is valid here (locus x), then the
law is also valid there (at the location x + a).

The unity operator I represents a trivial symmetry that does not alter the state.
Next, there is a special class of symmetries that can be represented by linear unitary
operators U that are arbitrarily close to I. Such operators can be written as a Taylor

series U
UeET+e —

2
| 0@ (8.1)

e=0

where e is arbitrarily small. In order for U to be unitary (i.e., UU" = I), we must
require

.

dU du'
UUt = (1+e- - +0(62)) (1+e- — +O(62)) 1.
de =0 de e=0
This leads to :
dUu dU I
I+e|—+—/—| +0E =1L
de de ||,
Let us now introduce the notation
dU
— =i-G, 8.2
ik (8.2)
with the (symmetric) generator
G=0G". (8.3)
Then we get indeed
v U’
—+—|=i-G—-i-G=0.
|: de + de ] : '

With the definition ¢ = f/N, (8.1) now reads
UO/N)=1+i-0/N-G+ O().

Now let 6 be fixed and N get large. Then we can obtain the transformation according
to 6 by applying N times the infinitesimal transformation according to 6/N:

U@ =T+i-0/N-G)".

For N — o0, this becomes
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U®) = lim (I +i-0/N - G)N =%, (8.4)

Note that we left the higher-order terms O(€?) aside in this rather heuristic deriva-
tion. However, it can be shown in a mathematically rigorous way that this is indeed
a feasible definition for any size of 6! In particular, the first terms of the series

representation
0 m
X

e = s
— m!
with X = ieG, indeed yield the desired result (8.1) for small e.
It is well known from mathematics that a similarity transformation leaves eigen-
values and eigenvectors unchanged. Now we want to show that there is a unitary
transformation such that a coordinate shift occurs according to

X = x +a, forallx,

where a is an arbitrary three-dimensional vector. In the case of the Heisenberg matri-
ces X ; of the matrix vector
X
X=Xy,
X;

the equivalent condition is
Xi=X;+a;1,j=1,2,3,

or
X=X+a®l.

In other words, we are looking for a unitary matrix U (a) such that
UaX;U@' =X;+a;l. (8.5)

For infinitesimally small a;, U must have a shape like that in (8.1). Therefore, it
seems useful to start with the ansatz

Ua) = 1+%(a1P1 + Py + a3 Py) + O@d). (8.6)

The dimension of % is length? - mass/time. It turns out later that P represents the
momentum (with dimension length -mass /time) and that the a; have the dimension
length. It is therefore convenient to add the 7 in order to render U a dimensionless
transformation matrix. For an infinitesimal three-vector a the condition (8.5) requires
that
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ilP; a, X;1/h=aI.

P ; commutes with itself, and of course also with any function of P ;. Therefore, we
get
U@P;U'(a)=P;U@U'(a) = P,. (8.7)

In other words, P ; remains unchanged.
Does this transformation also shift the position vector x’ = x + a; that is, x =
X +a ® I?We have
X' (a) =U(@)X,;U'(a).

Let us now form the derivative with respect to ay:

O vaw=|2 Ut R
G XKo@ = [ 8akU(a)] XU @+ U@X U@ 88)

Differentiating (8.4) by a; and exploiting the fact that all three P ; matrices commute
with each other, one obtains

iU(az) = %U(a)Pk, iU"'(az) = —%PkU"'(a).

Oay, Oay
Putting this result in (8.8) yields
o, i :
—X' (@) = —-U(a) [X;, P ]U (@) = 6,ud, (8.9)
6ak h —_——
ihopd

where we used the known fact
X;P,— P X; = [Xj, Pk] =ihdjl.
We can now integrate (8.9) to get
X'(a) = X;(0) +a,I.
Because of U (0) = I, we have X /J (0) = X ;. Therefore, we indeed find that
X@=X+a®l.

The most exciting result of this whole consideration is that we found the previously

called momentum matrix
P,y

PB=| P
P;
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to be a generator of a symmetry operation, without having to use classical mechanics
as a justification.

8.4 Symmetry and the Spin

Consider now an infinitesimal rotation of a physical system around the x3-axis by
an angle 6. The components of a vector v then change according to

Vi = v +0pvy; v =11, —dpv; und vy = vs.

In vector form, this reads
V=v—wxv, (8.10)

where w is defined as

dep

If we want this infinitesimal rotation to be performed by means of a generator G via
a transformation U (8¢) = I + i G + O(5¢?), we must start with

1 1
G=}—_L(w-3)= ﬁ(w111+w2J2+w313). 8.11)

It will turn out that J is the fotal angular momentum, a 3-vector matrix, consisting
of the three matrices J 1, J», and J3. Applying the transformation to V; yields

Vi'=(I—-iG)V,(I+iG)=V;+i(V;G—GV;) + OS¢, (8.12)

or with (8.11)
Vj’—iji(VjG—GVj)zi[Vj,G]z%[Vj,w-ﬁ]. (8.13)
Multiplying (8.13) with ay, a,, and a3, and summing up the three equations, we get
a-(%’—%):%[w%,w-(ﬂ, (8.14)

where
a-B=aVi+aV,+a3V3

and
w-g=wiJi1 +wrJs+wsJs.



92 8 Spin

From (8.10) follows
1
%[aom,w~3]=a~(wxiﬁ). (8.15)
l

In compliance with (see also Problem 6.2)
a-(bxc)=(axb)-c,
we get the relationship
1
E[a-%,w-ﬁ]:a~(wx%):(axw)-%. (8.16)
If @ and w are parallel to each other, it follows that
[Vi,Ji1=0, j=1,20r3. (8.17)

If a and w are perpendicular, however, it follows that

o= [ L e
We can summarize this as’
(Vi. il =ih D ejuVe | (8.19)
¢
The same is true for V; = J; = L, thus
[Lj, Ll =ih)_ €juele| (8.20)
¢

Now we are ready to turn to the spin. For that purpose, let us define a vector matrix

& according to

cs¥3-g

5The Levi-Civita symbol € ¢ is defined as

+1 if (j, k, O is (1,2,3), (2,3, D or (3, 1,2),
gjke =1—1 if (j,k,€)is (3,2,1),(1,3,2) or (2, 1, 3),
0 ifj=kork=Lorl =
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that is,
IJ=L+6. (8.21)

By subtracting (8.20) from (8.19), after substituting L ; for V ; in (8.19), we find
[Si;, L;j]=0. (8.22)

Together with the other equations above, we obtain

[S;. Skl =1ih > ejueSe | (8.23)
14

In other words, & also behaves as an angular momentum and is called the spin. The
spin angular momentum & of a closed system, therefore, is the proportion of the
total angular momentum g that is not due to an orbital angular momentum £.
Goudsmith and Uhlenbeck suggested in 1925 to assign such an additional angular
eigenmomentum called spin to the electron. It must have a half-integral angular
momentum quantum number s = % in order for the magnetic spin quantum number
to be limited to two possible values m; = :I:%. The spin accounts for a twofold or,

together with an orbital angular momentum ¢ > 1, a higher splitting of the spectrum.

8.5 Spin-% Systems and Spinors

We can obtain the matrices representing Sy, Sz, and S3 from (6.37) and (6.54):

e h e h —1
e upn1(01) s e _1(0)

I 72\10 2T 2\i 0
def a2 _ (10
and S3 = L;'7 = > (O _1). (8.24)
Using the Pauli matrices® ;, we can write
h
S = 2o, 8.25
i (8.25)

def (01 def (0 —i def (1 O
Ul:(lO)’ o’zz(l. O)’ and 022(0—1)' (8.26)

OWe stick to the traditional notation for these matrices.
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The eigenvalues of these matrices are =1, and we have

ol=oci=0l=1. (8.27)
Pauli was the first to recognize the need for two-component state vectors for describ-
ing the observed properties of atomic spectra.

The spin-(1/2) matrices Sy, S2, and S3 have eigenvalues and two-dimensional,
normalized eigenvectors as follows.

h(01 . h . 1 1
S1 =< has eigenvalues =+ 3 and eigenvectors —

>\10 NAES!
S, = (o has ei lues + f dei t ! !
D = 5 i O as elgenva ues 5 an e1genvec ors E :|:i

hif1o0 . h . 1 0
S3 = 5 (0 _1) has eigenvalues =+ 5 and eigenvectors ( 0) , (1)

8.6 Adding Angular Momenta

8.6.1 Clebsch—-Gordan Coefficients

‘We now consider a system with two sources of angular momenta, which we call

Ji Ji
IJ=J,| adJ" = | J;
/ "

J3 J3

The system may be a single particle with a spin and an angular momentum, or
may consist of two particles with either spin or angular momentum. What are the
commutator rules for the total angular momentum? As for all angular momenta, the
following eigenvalue equations apply.

J% = j'(j + Dh*e, (8.28)

Jie' =m'he’, (8.29)
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and
J7¢" = j(j" + Dite”, (8.30)
Jie" =m"he”, (8.31)
where
m =j.,j—1,....,—j5 uwnd m"=j", j" —1,...,—j".

For independent angular momentum sources, we certainly have

[Ji, J/1=0 forallk,¢e{1,2,3},and [J J"*]=0. (8.32)
However,
J}, Ji] = iheju (8.33)
and
7. J{ = ihejedy . (8.34)
Is the sum
Ji

~ def ~F ~I1

J=|J2 | =3 +3
J3

also an angular momentum that satisfies the usual commutation rules? In fact, we
get
i, Ll=1L+ I, L+ 1= (8.35)

= [Ji, K1+ U, B+ U B+ U =
=ihJ;+ihJ] +04+0=
=ihJs.
The same applies to all cyclic permutations of the indices, therefore J = J" + J” is
indeed an angular momentum. Its quantum numbers j and m ; can have the following
values. Generally we know, that for given j,
_]Smf.] and mmuxzj'
Because m = m’ + m”, the maximum value of m for all j is j/ 4+ j”; that is, the

maximum value of m’+m” . This must be the maximum value of j also, for otherwise
there would be a larger value of m’ + m”. Thus

/ -/

jmax = .] +J
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With the minimum value of j,;, = |j" — j”|, given at the end of this subsection, we
obtain
" |

' =J"<ji<lj+]
mp=—j,—j+1,...,j

Summing up, J is an angular momentum with the length /7(j + )%, where j
can be an integer or half-integer, and the x3-component has the value m ;A (with
mj=j,j—1,...,—=J).

Each angular momentum has its own eigenspace that is spanned by the eigen-
vectors e and e, respectively. In the basis of the eigenvectors e, J /] has a simple
diagonal form. The same applies to J ’j’ . The eigenvectors of the overall system can
be assembled of eigenvectors for the subsystems (see Chap. 10) according to

e =¢€; e
However, these vectors are generally not eigenvectors to
=T+ I3+ T35

As a consequence, this matrix is not diagonal in this basis. Therefore, one better
shifts from the complete set of commuting matrices J 2 "3, J "2 g 3 with the
eigenstates e’j ® e/ to the complete set of commuting matrices J 2 Is 0 ’2, J "2, with
the eigenvectors e(j, m;, j’, j”). In this new basis, all four matrices J? Is, J’z, and
J"* canbe diagonalized simultaneously. The new eigenvectors satisfy the following
eigenvalue equations:

Jze(j’ mj, j/v j//) = hz](.] + 1)e(jvmj?j/? j//)v
Jse(j,mj, j', j"y=hmje(j,m;, ' j").

How can we obtain the new basis vectors e(j, m;, j', j”) if the basis vectors
e ® e; are given? The elements of one basis must be a linear combination of the
elements of the other basis. In the basis with the basis vectors €/; ® e, the new basis
vector e(j, mj, j', j”) looks like

e(j.om;. j'.j")=> Cla.b: jomj.j.j")e, ®e€]. (8.36)
a,b

The coefficients C(a, b; j, m;, j', j") can be calculated by multiplying (8.36) from
the left with the transposed basis vector €', ® e”;, (remember that the basis vectors
e, ® e}, are orthogonal). These coefficients are called Clebsch’-Gordan®-coefficients

TRudolf Friedrich Alfred Clebsch, 1833—-1872, German mathematician.
8Paul Albert Gordan, 1837-1912, German mathematician.
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Fig. 8.2 The relationship 23

" "
m]_mj—i-mj

and are defined by

Cla,b; j,m;, j,j") = (e, @e)e(i,m;,j,j")| (8.37)

Now which values j can exist for the system for a given j’ and j”? Because J?>
commutes with its own components, it commutes in particular with J3 = J3 + J3 .
This shows us that we can specify the value of m ; and j at the same time. The allowed
values for m; follow immediately from the relationship

Js= T+ 0

that is (see Fig. 8.2),
mj; = m’J + m’J’ (8.38)

To determine the allowed values of j, we first note that the complete number of
possible values for the uncoupled systems is

QJ + D@+ 1) =47 +2 +2j" +1.

There is only one state in which both components reach their maximum value, namely
m/J = j" and m/]/ = j” (which entails m; = j' + j”). However, the maximum value
of m is j by definition, therefore the maximum value of j is j = j’ + j”. Note that
the Clebsch—Gordan coefficients only differ from zero if |j' — j/| < j < j' + j”
andm; =m' +m".
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8.6.2 Clebsch—-Gordan Coefficients on the Internet

You can find the following formula for the calculation of the Clebsch—Gordan coef-
ficients on the Internet:
Cim',m" jomy, j', j") =

1
- ((2j + DG+ = DG = DG+~ fﬂ)z x
A G'+i"+i+D!

I+ 7 = = mlG = m = mG" + m = ml( — 7 m )l — j —m” 4 m)!

( (=D"[G" +m"MNG = mHIG +m"NG" = m"NG+m G —m‘j)!]% )
; .
The sum runs over all n such that the factorials are always well-defined and positive.
The formula is available at

http://www.spektrum.de/lexikon/physik/clebsch- gordan-koeffizienten/2438.

A downloadable PDF table of Clebsch—Gordan coefficients can be found under
http://pdg.1bl.gov/2011/reviews/rpp201 1-rev-clebsch-gordan-coefs.pdf.

You can also download a calculator under http://www.volya.net/index.php.

8.7 Spin-Orbit Coupling

This stands for the observation in atomic, nuclear, and elementary particle physics
that a particle’s direction of the spin with respect to its orbital angular momentum
affects the energy of the particle. Good examples are electrons in the atomic shell,
where the spin-orbit coupling leads to the splitting of the spectral lines and thus
contributes to the fine structure of atomic spectra.

It is easiest to describe spin-orbit coupling of the electrons in a semi-classical
model. Maxwell’s theory and the special theory of relativity require that a magnetic
field act on an electron when it circulates in the electric field of the atomic nucleus.
After all, a circular motion of the nucleus is perceived in the electron’s frame of
reference. Due to the charge of the nucleus, this movement represents a circulating
current that generates a magnetic field parallel to the angular momentum vector.
Because the electron with its intrinsic angular momentum (spin) has a magnetic
moment in its resting frame of reference as well, the spin direction parallel to the
field yields a lower energy and vice versa. Hence, a single energy level is split into
two levels, and we find two optical spectra that are slightly shifted compared to the
original lines. The total angular momentum of the electron is a combination of the
spin and the orbital part:

J=L+S.

The usual quantum mechanical properties must be valid:


http://www.spektrum.de/lexikon/physik/clebsch-gordan-koeffizienten/2438
http://pdg.lbl.gov/2011/reviews/rpp2011-rev-clebsch-gordan-coefs.pdf
http://www.volya.net/index.php
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(=1
parallel = % antiparallel
.3 s 1
J=3 A J =73
L
0+ 1)k
s(s+ 1)k

Fig. 8.3 Spin-orbit coupling

Jzejmj =jU+ 1)h2ejmjy
Jzejm; =mjhejm,
—Jj<mj; <],
where e, is a common eigenvector of J 2 and J;.

As we already found out, in the hydrogen atom the total spin quantum number
can have two values (depending on the coupling):

1
j=£2+ z(parallel).

1
j=£2— z(antiparallel).

Figure 8.3 shows this result for £ = 1 in vector form.

The following section gives a relatively simple description of the spin-orbit inter-
action for an electron that is bound to an atom. We use semi-classical electrodynamics
and nonrelativistic quantum mechanics. The results agree quite well with the obser-
vations.

Energy of the Magnetic Dipole Moment

The energy of a magnetic dipole moment in a magnetic field is given by
AE=—p-b

where p is the magnetic dipole moment of the particle and b is the magnetic induction
of the magnetic field.



100 8 Spin

Magnetic Field

Let us first consider the magnetic field. An electron with mass m, and charge e that
moves with velocity v in an electric field e generates the magnetic field

If the electric field is generated by the potential U (r), we have

_C@U(F)
r or

The unit vector r /r implies a radial direction of the electric field. With this, we get

1 oU(r)

rcz  Or

r xXxv

Therefore, if r and v are in the x|, x, plane, b points in x3-direction. Now remember
the angular momentum of a particle,

L=rxp,
and the relation p = m,v. Then
—1 9U(r)
b=—7 ——"~L 8.39
mec?r Or (8.39)

In other words, the magnetic field b is parallel to the orbital angular momentum £ of
the particle.

Magnetic Dipole Moment of the Electron

The magnetic dipole moment of the electron is given by

_ _gsMBs _ gse
- h 2m,

s, (8.40)

where s is the spin angular momentum vector,

def €h o d
= =9274-107" =
he 2m T

e

is the Bohr magneton, and gg = 2, 002319304 ~ 2 is the electron spin g-factor’ We
see that the magnetic dipole moment is anti-parallel to the spin angular momentum.

9The g-factor (Lande factor) is the ratio of the measured magnetic moment to the magnetic moment,
which we would expect from classical physics. It comes into play when considering quantum
electrodynamics (Dirac).
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The potential due to the spin orbit interaction consists of two parts. The Larmor -
part has to do with the interaction of the magnetic moment of the electron with the
magnetic field of the nucleus in the coordinate system of the electron. The second
contribution is related to the so-called Thomas'! precession.

In a homogeneous magnetic field with the magnetic induction density b, a particle
with a magnetic dipole moment g experiences the angular momentum m = p x b.
The work required for the rotation of a magnetic dipole by an angle dy is given by

dW = —|m|-dp = —|p| - |b[sinp - dp
where ¢ is the angle between p and b (the minus sign is because ¢ decreases by
the action of the angular momentum m). This work equals the decrease of potential
energy E,, of the system; that is,
dE o = —dW = |u] - |b]sinp - dep.
Integrating the equation, we get
Epot = —|H| : |b|COSQ0 =K b.

This contribution is also called Larmor interaction energy. Substituting the expres-
sions for the magnetic moment and the magnetic field leads to

2ug 10U
AE; =—pu-b=———
L ® hmeec?r Or

s

Next, we have to consider the Thomas precession correction that is caused by the
curved path of the electron. In 1926, Llewellyn Thomas computed the splitting in
the fine structure of the atomic spectrum in a relativistic framework. The Thomas
precession rate, 27, is related to the angular frequency of the orbital motion w of a
spinning particle as follows.

Qr =w(l —1),

where v = 1//1 — (v/c)? is the Lorentz factor of the moving particle. The Hamil-
tonian that causes the spin precession €7 is given by'?

AEpr = Qr - S.

In the first order of (v/c)?, this yields

1050seph Larmor, 1857-1942, Irish physicist.
1 lewellyn Thomas, 1903—1992, British physicist.
12Note that we now moved back from the matrix vectors to operators.
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up  10U(r)
AEr = — — L-S.
r hmeec?r Or

Total Interaction Energy

The total spin-orbit potential in an external electrostatic potential therefore has the
form
ps  10U()

AE = AE AEr = -
Lt r hmeec?r Or

(L-8S).

Note that the net effect of the Thomas precession is a reduction of the Larmor
interaction energy by a factor %, which became famous as the “Thomas half”.

Evaluation of the Energy Shift

With all the above approximations, we can now determine the energy shift in this
model. In particular, we want to find a vector basis that diagonalizes both Hj (the
nonperturbed Hamilton function) and H. For this purpose, we first define the total
angular momentum matrix (operator)

J=L+S.
The scalar product of J with itself yields
J*=L*+S*+2L-S,

and therefore |
L-S= 5(JZ—LZ—S2).

It is easy to show that the five matrices Hy, J 2 L?* 82, and J, all commute with
each other as well as with H. Therefore, the basis that we are looking for is also a
simultaneous eigenbasis of these five matrices (i.e., a basis in which all five matrices
are diagonal). Eigenvectors of this basis have five quantum numbers:

n (the “principal quantum number”)

Jj (the “total angular momentum quantum number’)

£ (the “orbital angular momentum quantum number”)
s (the “spin quantum number’’)

J3 (the “x3-component of total angular momentum”)

The expectation value of L - S is

1, 5 5 R
(L-S)=§(<J)—(L)—(S))=?(](J+1)—£(£+1)—s(s+1)).

To calculate the final energy shift, we can say that
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AE = g(j(j+l)—£(€+l)—s(s+l)),

where

gt <1aU<r>>.

meec: \r Or

For a nucleus with charge Ze, the Coulomb potential is

Therefore,

8_U_ Ze (81/r)_ —Ze 841)

Or  4meg \ Or ) dmegr?’

For hydrogen, the expectation value for 5 is given by (see, e.g., [1] p. 251)

1\ 2
<r_3> T adnd+ DR+’

where a = h/Zam,c is the Bohr radius divided by the nuclear charge Ze. For
hydrogen, we therefore get the result

1
Bnaoae+4/2xz+1)

Bn, 1) = gs

For any hydrogenlike atom with Z protons, one can show that

Ho 1
) =242 g0 i 8.42
pln. 1y Pl Saget + 1)(2¢ + 1) (8.42)

This leads to an energy shift for the individual energy levels as

Z4M%MBJU+4)—€@+1%—ﬂS+U

AE =
8ma3 e+ 102+ 1)

(8.43)

In general, the magnitude of this energy shift is 10~*eV. Note that the splitting
due to spin-orbit coupling increases with increasing atomic number (namely as Z*).
Inasmuch as spin-orbit coupling is possible only for £ > 1, the presence of ¢ in the
denominator causes no issues.

For an electron in the p-shell, for example, the difference between the energies
j=3andj=1isonly
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with spin-orbit coupling

without spin-orbit coupling Pyjs (j = 8)
— 2

Py (j=13)

S (¢ =0)

Fig.8.4 Splitting of spectral lines due to spin-orbit coupling. Photons can be emitted at two different
energies

2
4 HoGs
8magn®’

which is negligible with increasing n. For an electron in the p-shell (i.e., for £ = 1),
J can only assume the two values 1 + % = % and 1 — % = % For j = % we find
2j 4+ 1 = 4 degenerate states with an energy that is proportional to j (j + 1) — £(£ +
1)=s(s+1)=1.Forj= %, there are 2j 4+ 1 = 2 degenerate states with an energy
of j(j+1)—£+1)—s(s+1) =—-2.Dueto4d-1+2-(—2) = 0, the center
of the distribution of energy levels is unchanged (see Fig.8.4). Also, the center of
energy levels that are split due to spin-orbit coupling is always the same as without
splitting, because the interference comes from within the atom (and not from the
environment).

8.8 Problems

8.1 Exponential Function of a Pauli Matrix: Evaluate the exponential function of
the Pauli matrix o;.

8.2 Eigenvalues and Eigenvectors of the Pauli Matrices: Evaluate the eigenvalues
and eigenvectors of the Pauli matrices o, o, and o3.

8.3 Transformation of the Pauli Matrices to Diagonal Form: How can you trans-
form the Pauli matrices to diagonal form?

8.4 Clebsch-Gordan Coefficients: What are the Clebsch—Gordan coefficients of
two spin-% particles?

8.5 Clebsch—-Gordan Coefficients: The orbital angular momentum L and the spin
S of an electron are coupled to the total angular momentum J = L + S. What
are the coupled states and the Clebsch—Gordan coefficients?



Chapter 9
Atoms in Electromagnetic Fields

Abstract We examine once again how external magnetic and electric fields affect
the energy levels and thus the spectra of atoms. Now, however, we take the spin into
account. The Zeeman effect reflects the response to magnetic fields.

9.1 Normal Zeeman Effect

If we apply an external magnetic field to an atom, it will interact with the magnetic
dipole moment of the atom. The atomic magnetic dipole moment contains contribu-
tions from both the orbital and the spin angular momenta of the electron. The normal
Zeeman effect (without spin) has already been discussed in Sect. 8.2. Therefore, two
pictures (namely Figs. 9.1 and 9.2) should suffice to remind you of the results.

9.2 Anomalous Zeeman Effect

9.2.1 Weak Field Limit

In fact, the anomalous Zeeman effect is much more common than the normal Zeeman
effect. Here, however, the spectral lines are split into more than three lines in a very
complicated way, often an even number (quartet, sextet, etc.). To explain this effect,
we must consider the spin. This angular momentum s of the electron that amounts to
%h cannot be explained by classical physics. Although it is only half as large as the
unit & of the orbital angular momentum, the spin carries the same strength in terms
of the magnetic effect (1 Bohr magneton). In the anomalous Zeeman effect, we thus
have to include both the orbital and the spin magnetism.

Let us now calculate the complete magnetic moment. The Hamiltonian for the
interaction of the magnetic field b with the orbital and spin angular momenta L and
Sis

H=—p; -b—pg-b=—yL+25)-b, .1)

© Springer International Publishing AG 2018 105
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without magnetic field with magnetic field M,
L —— +1
P _, ,,,,,, 0
o -1
fpp—
«—spectra—

Fig. 9.1 Splitting of spectral lines in the normal Zeeman effect. Photons can be emitted with three
different energies

without magnetic field with magnetic field
My
2
'Dy——— 0
T -1
-2

A =643.8nm
1
1P| e 22220 0
-1
«—spectra—

Fig. 9.2 Splitting of spectral lines due to the normal Zeeman effect in cadmium. There are three
line triplets (with almost similar wavelengths within the triplet)
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Fig. 9.3 Vector diagram for
the calculation of the Landé
g-factor

where we chose v = 2 for the spin. What does this Hamiltonian look like in proportion
to J? We write
H=—g,(L,$)7J b, 9.2)

where g, (L, S) is a constant that depends on L, S, and J. Hereby, we assume that
the Hamilton functions in (9.1) and (9.2) share at least their values on the diagonals.

InFig. 9.3, three precession movements can be seen, namely L around J, S around
J, and J around b. The effective magnetic moment can be determined by projecting
L onto J and J onto b, and then the same for S. Let k be a unit vector pointing in

the direction of J, thatis, k of J /1J|. Then the projections are

(L-N)(J-b)

L-b— (L-k)(k-b)= T 93)
S.bﬁ(s.k)(k.b)zw.

Because J = L + S, it follows that
2L-J=J>+L*—S% and 2S-J=J*+S*—L°.

Substituting this in (9.1) and using the quantum mechanical variables (e.g., J? is
replaced by J(J + 1)h?), we obtain

H=—v(L+2S) b=

Z_’y(l_i_J(J+1)+S(S+1)—L(L+1))J'b'

20(J +1) ©4)
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without magnetic field with magnetic field M,

+3/2

+1/2

2Dy s

—-1/2

—3/2

+1/2

2Py

—-1/2

«—spectra—

Fig. 9.4 Splitting of spectral lines due to the anomalous Zeeman effect. The various g-values make
the spectrum more complicated than in the normal Zeeman effect (Fig.9.2)

Compared with (9.2), we get the Landé g-factor

@ JU+DHSE+D - LA+
gs(L,S) =1+ 2T D) )

(9.5)

If $ =0, then g;(L, S) = 1, because J is then equal to L. In this case, the magnetic
moment is independent of L, and we get the normal Zeeman effect as before; that is,
all lines are shifted by the same amount. For S # 0, the value g; (L, S) depends on
the values of L and S; that is, different lines are shifted by different amounts.

Figure 9.4 shows the anomalous Zeeman effect where the magnetic field is applied
to the transition 2D3, —>? P 5. The Landé g-factor is computed for each level
separately, and the level energy is then shifted proportional to its g-value. Hereby, the
selection rule’ AM; = 0, £1 decides which transitions are allowed. For the level of
2D3/2, wegetL =2, §= %, and J = % This implies g3/2(2, %) = ‘5‘. For the lower
level 2P, 2, we find g1»(1, %) = % The shift therefore amounts to %‘ wpb in 2D; /25
and %u b in? P 5, respectively. The six allowed transitions, namely three doublets,
are shown in Fig.9.4.

!In physics and chemistry, a selection rule constrains the possible transitions of a system from one
quantum state to another.
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9.2.2 Strong Magnetic Field

In strong magnetic fields (B > 1 Tesla), the coupling of the magnetic moments to
the applied field can be stronger than the spin-orbit coupling. In such a case, the total
spin S and the total orbital angular momentum L do not couple to J, but precess
independently around the axis of the applied magnetic field.

When the magnetic field increases, deviations from the equidistance of the split-
ting occur in the anomalous Zeeman effect. In fact, some of the individual lines
approach each other such that the result resembles the normal Zeeman effect, with
only triple splitting. This Paschen-Back effect case is called,>"*

9.3 Problem

9.1 Zeeman effect: Into how many lines does an energy line for £ = 2 split up once
a magnetic field is applied?

2Friedrich Paschen, 1865-1947, German physicist.
3Ernst Emil Alexander Back, 1881-1959, German physicist.



Chapter 10
Many Particle Systems

Abstract In this chapter, systems of distinguishable and indistinguishable particles
are discussed in detail. Besides, the new concept of the entangled state is intro-
duced. Also, the Pauli principle for the occupation of atomic shells is derived, and
its application is discussed with respect to an explanation of the atomic structure.

10.1 Composed Systems

10.1.1 Systems with Two Distinguishable Particles

Let us consider a composite system consisting of two particles which do not interact
with each other. The matrix A describes an observable of the particle 1, and B an
observable of the particle 2. Any behaviour of a particle can therefore be described
without reference to the other particle.

We can now prepare a state of the particle 1 in which the observable belonging
to A has a unique value with probability 1. The corresponding state vector is an
eigenvector of A. A similar state vector exists for B. The probability for the result
of a simultaneous measurement of such observables that only relate to one or the
other particle must be the product of the individual probabilities. For an overall
representation of the system, this strongly suggests that all possible products of
the components of the two state vectors occur in a common representation of both
particles. Let the two state vectors be @ and b. We then obtain a vector containing all
possible combinations of a;b; by using the Kronecker product of the two vectors:

alb a1b1
azb Cllbz
a ®b = a3b = Cllb3

If Aisa N x N matrix, and B a M x M matrix, the state vector a belongs to the
N-dimensional Hilbert space H,, and b is an element of the M-dimensional Hilbert
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space H,. The Kronecker-product a ® b then belongs to the N x M-dimensional
Hilbert space H », which is spanned by the Kronecker products u4 ® up of the N
eigenvectors u 4 (i) of A and the M eigenvectors ug(j) of B. As an abbreviation for
the newly established Hilbert space, we write

Hir =H ® H,.

If the set {u 4} of vectors defines an orthonormal basis for H;, and the set {up}
of vectors is an orthonormal basis for H,, then the set of pairs {(u 4, up)} forms an
orthonormal basis for the product space H, . For the scalar product on H; 2, we
find

Wa() @ ug(m)" a(j) ® up(m) = (ua() ua(j)) ® (wp(m)'upn)) =
= (ua@)'ua()) - (wpm)'up@m). (10.1)
Note that this is a normal product of two numbers, since the Kronecker product of
two scalars on the right side of the equation is just an ordinary multiplication.

The expectation value (A) for the observable A in a system that is in the state &
is (as has been defined in (4.5))

(A)=¢"AE.

For a two-particle system, we can define A;, = A ® B for any two observables A
and B. If the subsystems are in the states £, and &,, respectively (the overall system
is therefore in the state £; ® &,), the expectation value is given by

(A12) = (£, ®E)(ARB)(E ®E) = (E]AE) ® (ELBE,) =
= (E]AE)(EBE) = (A)(B). (10.2)

In other words, the expectation value of the composite system equals the product of
the expectation values of the observables in the subsystems.
One important note has to be made on the matrices in . In general, we have

(A®B)(§ ®&) =(A&) ®(BE). (10.3)
For B = I, (10.3) would read

(AR Iy)(& ®E) =(A&) ®E,.

If we want to apply the matrices A or B (which only act on H; and H) in the
composite system, we have to extend their effect to H, » by setting

def

AL, A®Iy and B, ¥ 1y ®B. (10.4)
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With this definition, we get indeed

A& ®E&) =(A8) ®E,,

or
B12A 126, ®&) =(A&) ®@(BEy).

One more interesting fact is provided by the following theorem.

Theorem If A has the eigenvalues a; and B has the eigenvalues b, then the
so-called Kronecker sum

ASBEARIy) + Iy ® B) e RVM*NM (10.5)

has the eigenvalues
a; + bj.

If a; is an eigenvector of A and b; is an eigenvector of B, then
a; X bj

is an eigenvector of A & B.

Proof [(A® Iy)+ (Ix ® B)l(@ ® b)) = (Aa; ® b)) + (a; @ Bb;) =

= (a;a; ®b]) + (a; ®b]b1) =

=@ @)@ ®b))+(1@b)@ b)) = (@ +b))@ ®b)) ged.
—— ——

aj bj

10.1.2 Systems with N Distinguishable Subsystems

For more than two subsystems, for example N, the Hilbert space V) is the product
space of N single Hilbert spaces:

HM =H @M, @H3® -+ @ Hy.
A system state is then given by

V=6 06060 ¢y
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Instead of the matrices A; that only act on H;, the corresponding matrices A;N) that
act on H® have to be used:

AEN) =IH® QI HnQAQILi1)® - Q1.
Then we get in fact
AVEN = ¢, @ @& 1 ®AL®E, ® - By,

i.e. the operator only acts on §; in the subspace H;. Consequently, the expectation
value in the composite system is defined by

(A™) = (A1) (A7) - (Aw).
In other words: The expectation value for a combination of individual observables

is equal to the product of the expectation values for each subsystem observable.
Like in the case of two particles, the extended Kronecker sum

N N
-3
i=1 i=1

has the eigenvalues

o™

if the A; have the eigenvalues a;. The proof is very similar to the above theorem for
only two matrices A and B.

10.1.3 Entangled Systems

Let us again start with two systems in the Hilbert spaces H 4 and H p, connected to
‘Ha ® Hp. If the system A is in the state £, and the System B in state &z, the state
of the composite systemis &4, ® &5. Let {us (i)} and {up(j)} be a orthonormal basis
of H 4 and H g, respectively. Then the composite state can be rewritten as

EaQ&p = (ZdiuA(i))@) zbjuB(j)
i J

States of the composite system that can be represented in such a product form are
called separable states. Not all possible states in H4 ® Hp are separable states,
however! The most general state in the composite system has the representation
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Eap = D cij(uali) @ up(j)).

iJj

Obviously this state is only separable if ¢;; = a; - b, yielding &4, = >, a;u (i) and
&= ; bjup(j). The state is inseparable if any one of the ¢;; cannot be factored
into a product a; - b;. If a state is not separable, we call it an entangled state. E.g., if
u,(1) and u 4 (2) are two basis vectors in H 4 and u (1) and u 5 (2) two basis vectors
in ‘H g, the following state is an entangled state:

Eap =) @up(2) —ua(2) @up(1)] /+/2. (10.6)

To see this, we write down the general condition for a state in H 4 ® Hp (which is
2 x 2 = 4-dimensional) to be a separable state:

Eap=cri@a(D) @up(1)) +cro(ma(l) up(2)) +

Fen@a@) @up() + cn(@a2) @ up(2)) =
=abi(us(1) Qug(l)) +abr(ua(l) ug(2)) +
+arby (@a2) @ up(1)) + azhy(ua(2) ® up(2)). (10.7)

This yields a necessary condition for the state to be separable:
C11 - € =C12 - C21. (10.8)
In the case of (10.6), however, we find
cr2 - e = —1/2,

but
C11 - Cpp = 0 75 —1/2

The state & 4 5 in (10.6) is therefore not separable, i.e., the state is entangled. Entangled
states are unique to quantum mechanics. They do not exist in classical mechanics and
have no classical analogue! In quantum mechanics, however, they are fundamental
in modern applications such as quantum communication and quantum computing.

10.2 Indistinguishable Subsystems

The most prominent examples for indistinguishable, i.e. identical particles are elec-
trons in the atomic shell, or the protons and neutrons in the atomic nucleus. When the
structure of the electron shells in an atom and the resulting setup of the periodic table
of the elements was derived in the Bohr—Sommerfeld quantum theory, it had just
been assumed that the energy levels of an atom cannot be occupied by an arbitrary
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number of electrons. Today we know that this is a consequence of the Pauli principle,
according to which two electrons can never simultaneously occupy one and the same
state. As we shall see soon, this principle is a direct consequence of the fundamental
indistinguishability of the electrons!

Identical particles have identical particle properties (such as mass, spin, or charge).
Of course, the state of each particle may be different and may also change over time.
Still, an individual assignment such as

Particle i < State &;
is not possible! Instead, only a general assignment
{Set of all particles, i =1, ..., N} <& N-particle state E(M.
Here, the overall state is again a composed state, i.e.
V=606 @&, (10.9)

However, all expectation values are only allowed to refer to the rotality of the particles.
In other words, they must look like

EN A pNe™), (10.10)

Moreover, this result must not depend on the order of the sub-states &; in (10.9). This
gives us the condition

(51®"'®€i®"'®£j®"'®§N)TAN(€1®"'®£i®"'®€j®"‘®£N)é

€® 0B Q0 B ANE ® B R B&® - BE)
(10.11)

This condition must hold for any permutation of the state vectors.
Permutations

In Appendix B, a permutation relationship is specified as
Uy BRQAU,,;, =A®B, ifAcR and B € RS,
In the present case, we have to deal with the interchange of vectors, i.e.

Usipb@a)U i =a®b=Us,(b®a), ifaecR’ and b e R,
(10.12)

since U4 = 1.
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We now derive as an example what the permutation matrix must look like for
the case of three state vectors &, ® &, ® &3, when the first and third state vector
are interchanged. This is done in three steps. Since all subsystems are indistin-
guishable, we must assume that the state vectors all have the same dimension. In
our example, the dimension is 2, i.e., &; € R?. In the first step, &, and &, are inter-
changed. This is achieved by multiplying £; ® &, ® &5 with the transposition matrix!
T = (Uaxs ® I,), where Uayn € R has the form

Usywr =

i.e., it has only one 1 and otherwise only zeros in each row and in each column (like
all permutation matrices). The transposition matrix T'j, € R®*3 then has the form

T ,=U,Q1I,=

In fact, we get

00 £1é18;
Lo §1160&3

U@ 12)(£, 0§ Q8;) =

01,00 £126218;5
00]01 £1260&3
§11621€3
[t | _ (o0 _
| fnéeés | (522(51 ®€3)) =&§ Q& ®&;.
§1260&;

In a next step, we multiply this intermediate result with T»3 = (I, ® Uj,«»), which
leads to
T 8808 =§886Q¢.

In a third step, we multiply the result with T'1, = (U,«» ® I,) and finally obtain the
desired result
T ®60E8) =£606,0¢.

'If only two states are exchanged, the permutation is called transposition matrix.
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In total, the permutation matrix P 3 has the form
Pi3=T;pTTin=Upx®I1)I2QUzx2) Uz ® I,) =

10{00/00|0 O
00[00(10]|00
00[{10/00]|0 0
00[00j00|1 O
01{00/00|0 0
00[00/01|00
00]{01/00|0 0
00]0 0|0 0]0 1.

You can easily check that
P :Pi5=1,

which yields
P{i=P;.

Of course this result does not come as a surprise! After all, applying the same per-
mutation twice must lead back to the original state.

Transposition and Permutation

As just explained, a transposition matrix> T';; just swaps the ith and the jth state
vector. In an N -particles system, there are N(N — 1)/ 2 different transpositions, and
it must hold

Tiizl, T”:T],

Each of the N different permutations can be obtained as a product of transpositions.
This can be done in various ways. In any case, however, the sign of a permutation is
always defined as +1 if an even number of transpositions is needed, and —1 for an
odd number of transpositions.

Considering (10.10), (10.11) can be rewritten with permutation matrices as

M ANED = (Pyg™) Ay (PyE™) =
= 5<N)TPIJ.ANPI¢,-§<N>, (10.13)

which yields the matrix identity

Ay =P AyPy;. (10.14)

2 A transposition is an exchange of two elements in an ordered list with all other elements staying the
same, i.e., a permutation of two elements. For example, the swapping of 2 and 5 in the list 123456
yields a transposition 153426 of the list. The permutation symbol €;jy... is defined as (—1)", where
n is the number of transpositions that must be applied to build up the permutation.
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Furthermore, the scalar product of the permuted state vector must satisfy the condition

(P ™M) (P €Ny = gMTe™), (10.15)
ie.,
Iy = P[Py, (10.16)
or
T _ p-1
P;;=P;. (10.17)

In other words, the permutation matrix P;; is unitary. From (10.14), we then get
P;jAy = Ay Pj;,
i.e., the P;; commute with A y:

[An, Pij] =0. (10.18)

What are the eigenvalues of P;;? Since P;; commutes with Ay, the two matrices
(operators) have the same eigenvectors. Naming the eigenvectors e;; and the eigen-
values \;;, we get

Pi_,-e,-_,- = )\,’je,’j. (1019)

Since Pizj = I, we have )\izj = 1. Therefore, the eigenvalues can only be +1 or —1.

10.2.1 Interchanging Two Particles

We consider the example of two spin-1/2 particles, e.g., two electrons. The spin
state of an electron is described by a two-dimensional vector in C2. The spin itself
is three-dimensional and has three components in x;-, x- and x3-direction. This
means that the information about a three-dimensional real vector is included in a
two-dimensional complex state vector. What are the eigenvectors? Using the Pauli
matrices o;, each of the two particles can be represented according to (8.24) as

h
Si = o,
2

h ({01 h(0—i h(10
51—5(10)’ Sz_i(i o) and 53_5(0—1)'
All three matrices have the eigenvalues +§ and —%. The eigenvectors, which are
called spinors in this case, are given by

hence
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1 1 1 1
sia=g(d ) s e (a)

Ss: e+:((1)) and e_:((l)).

The spins of the two electrons are described by the matrix vectors &' and &”, where

S S|
S = 5 and &"=1(S)
s, Sy

For the two spin angular momentum, we have the usual relations
[S), S5 =ihS; and [S], S5]=ihS5.

The two sets of matrices S; and S/]f , however, commute with each other, since the
two particles are assumed to be independent of each other. This implies

[Si'. S;"1=0.
According to (10.4) and (10.5), we define
S3=8,08,=(8,01,)+ (I, ®S%). (10.20)
With
100 O
01 0 O

00-10
00 0 —1

, h
S3®12:§

and

o

h

co o~

co !
o

oc—~oo

|

L ooco

we obtain
100 O

000 O
000 O
000 —1.

S;=S8,®8!=h

The eigenvectors of S3 are

’ A
ei®ej,
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where S has the eigenvectors e}, and Sj has the eigenvectors e’/ The eigenvalues
are then the sum of the corresponding eigenvalues, i.e.

!/ "
N+ X

With (6.28) and (6.29), we get for the spinors e/, of the first electron

11 3
52/, = 5 (5 + 1) he, = the; (10.21)
and
!’/ h /
Siel =+ e (10.22)

The same holds for the spinors e, of the second electron. The matrix S3 of the
two-particle system then has the four eigenvectors

1 0
/ 0 , 1
ey@ei =[] €@l =|,]
0 0
0 0
/ 1" O / 4 O
e_®e, = NE e_Qe_ = ol (10.23)
0 1

to which we find the four eigenvalues 47, 0, 0 and —7, e.g. by having a look at the
main diagonal of the diagonal matrix S3.

What subspaces of H; » do the eigenvectors span? Let the two electrons be in
the states &; and &,, respectively, where each &; completely describes the particle’s
coordinates: §; = x; ® s; (x; is the spatial coordinate and s; the spin). The permu-
tation matrix P, = T, is again defined such that the states &, and &, of the two
particles are exchanged:

Pi2(§®&) =6 ®E. (10.24)

Of course, the permutation matrix P;, has only the two eigenvalues +1 and —1
also in this case. The eigenstates with eigenvalue +1 are called symmetric, and the
eigenstates with eigenvalue —1 are called antisymmetric states. The symmetric and
the antisymmetric states each form a subspace of H; , = H; ® H, since each linear
combination of symmetric or antisymmetric states is again symmetric or antisym-
metric. Let Hﬁz) be the symmetric subspace and Hfz) the antisymmetric subspace.

It can be easily verified that a state of the form

(e1®e)” Eat(e; ®es+e,@e) (10.25)
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is always symmetrical (with the normalization constant a™). However, a compound
state like ot
@®e) ' Za (e®ea—ae) (10.26)

is always antisymmetric, since in such case we get
Ppler®e) ) = —(ey®e) .

If we want to generate members of the symmetric subspace HEZ) from members of
the complete space H; > = H; ® H,, we can apply the operator

Psdéfl-i-Pn

on&; ® &,. Accordingly, the elements of the asymmetric subspace Hfz) are obtained
by applying the operator

P.Er—pp.

As a proof, let us apply Ps or P4 on an arbitrary vector a(e; ® e3) + f(e; ® e)).
The resulting vector is

a+f3

Ps(ale; ®ey) + flex @ e))) = 5

(e1Q@ex+eQe),

or
Py(ale; ®ey) + Ber ®ey)) = “ ;— 5(81 e —er@ep).

Note that the following also applies:

1 1 1
5 (—+ (e1®e)™ + —(e; ® 82)()) =
a a

1
= B [e1R@er+ e, Re)+ (61 Rey—er Qe)] =e Qes. (10.27)

In other words, each state of the two-body system can be written as a linear combi-
nation of a symmetric and an antisymmetric state. Therefore, the two Hilbert spaces
HEJFZ) and Hi}) span the entire Hilbert space H; 5.

Moreover, symmetric and antisymmetric states are orthogonal to each other, since
their scalar product yields € € H{%) with ¢ € H|7)

EN O = e PLPLED) = ¢ (+1)(—1EC) = —£D ¢ (10.28)
———

1

what can only be true if £ Sl €9 =0,ie., £ and £ are orthogonal to each other.
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Fermions and Bosons

As we just discussed, a state with exchanged particles is physically indistinguishable
from the initial state in a quantum mechanical two-body system of identical parti-
cles. After all, we can only measure the expectation value, e.g. (X) = &' X ¢ for the
observable X. If under the permutation of £ the value changes to —&, then we still
have

(—EHX (=& =¢'X¢E = (X).

Now experience shows that this factor (4-1 or —1) due to the permutation is always
either +1 or —1 for particles of a given kind. All particles with half-integer spin
(%, %, %, ...), also called fermions,3 always have a factor — 1 under exchange. Mean-
while, all particles with integer spin (0, 1,2, ...), also called bosons,* always have
a factor +1. Mathematically speaking, we get for the states of fermions

=)
€Fermion € Hl,z )

and for bosons

(+)
€Buson € H1,2 .

If we want to describe two indistinguishable particles, it is therefore not required
to use the Hilbert space H;,. Instead, only one of the subspaces Hfz) or ’Hf“z) is
enough, depending on whether the particles are fermions or bosons. The vector basis
is then given according to (10.25) or (10.26):

1
(e1 ®er) ™ = E (e1®erFer®ey).

The atomic building blocks are all made out of fermions:

Leptons: electron e, electron-neutrino v,, myon-neutrino v, tauon-neutrino v;,
myon j, tauon 7,

Baryons: proton, neutron, A-baryon, X-baryon, 2-baryon;

Quarks: up, charm, top (all s = +%), down, strange, bottom (all s = —%);

The Helium-isotopes 3 He (s = %).

The following particles are bosons:

Mesons: pion, kaon, p-meson, w-meson;
Photons (s = 1);

Gauge bosons (s = 1);

Gluons (s = 1);

The Helium-isotopes *He (s = 0).

3Enrico Fermi, 1901-1954, Italian physicist, Nobel Prize 1938.
4Satyendra Nath Bose, 1894—1974, Indian physicist.
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10.2.2 Interchanging Three Identical Particles

Before we get to the general case with N particles, let us examine the case of 3

identical particles as an intermediate stage. There are three transpositions P15, P3

and P ;3. The symmetric and antisymmetric linear combinations of the N! = 3! =6

states 911) ® e(z) Qe (3) (1) ®e (2) ® g%)’ ;1) ®e (2) ® ?), ;l) Qe (2) ® §3)’ gl) ®
(2) ® e(%) and e(l) ® e(z) ® e(3) are given by

1
(el ®er®e3) ™ = o [( (1) ® e(z) (3) + egl) ® e§2) ® e(23) + e(2]) ® egz) ® e§3)+

+ egl) ® egz) ® e§3) + egl) ® e(12) ® e§3) + egl) ® eg) ® 853))
(10.29)

and

1
(61 ® er ® e3) ) o [( (1) ® e(z) (3) - e&l) ® egz) ® e§3) — eg) ® e§2) ® eg3)+

)

(3)
+e;

3 _

(1) ® e(z) ® ey (1) ® ey

® 8(2) ®e! (2) e§3)),

(10.30)

where e(/ ) is the ith eigenvector of the jth particle. Both the symmetric vector (e; ®
e ® e3)(+) and the antisymmetric vector(e; ® e> ® e3)™) span a one-dimensional
subspace (also called a ray) of the Hilbert space . The shape of the antisymmetric
vector (e ® e, ® e3) ) reminds us of the shape of a 3 x 3 determinant. Remember
that for an ordinary determinant we get

€11 €12 €13
det |ex) e €23 | =
€3] €32 €33

= ej1exe33 — e11€3€3 — €12€21€33 + €12€23€3] + e13e21€3 — €13€2263].

If we replace the entries of the determinant by vectors and the normal multiplication
by the Kronecker product (indicated by the index ® at the right hand side of the
determinant), then we find
(1) ( e(l)
¢, ¢€3 X
det e<2> @ 2| &f
e( ) ,3) ,3)

e; ey |y

1 2 3 1 2 1 2 3
ol @)~ @l @ el — o) @ e @ et

1 2 1 2 1 2
+e§)®eg)®e§3)+e§)®e§)®e§3)—e§)®e§)®e(13),
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)

where e;”’ is the ith eigenvector of the jth particle. Summing up, we get

egl) el oD

1
(e1®e;®e3) ) = — -det|ef” e e | . (10.31)
NG 3 B 3
€ e e g

Each particle is assigned to one row. A transposition of two particles thus corresponds
to interchanging two rows of the determinant. From basic linear algebra we know
that such an interchange changes the sign of the determinant. Therefore the particle
is indeed a fermion! Also, the determinant is equal to zero if two lines are equal.
This fact brings us to a crucial theorem in quantum theory.

Pauli Principle Two identical fermions cannot occupy the same quantum state
simultaneously.

There is an alternative version of Pauli’s principle.

Theorem The state of an atom is fully described by four quantum numbers
n, ¢, my and mg, and it can be occupied by at most one electron.

This important principle essentially determines the structure of the periodic table of
the elements. Note, however, that the Pauli principle only applies to fermions, not to
bosons (especially not for atomic nuclei)!

10.2.3 Interchanging N ldentical Particles

For a system with N identical particles (think of an atom with N electrons on different
shells), the state vector of each state 51(;) (i.e., the kth eigenvector of the ith particle)
is composed of the vectors

¢1,...NEVeP e -0 (10.32)

iy ?
where iy, i, ..., iy are permutations of the numbers 1, 2, ..., N. Remember once
again that each of the state vectors £€” of the single particle depends on both the
location x¥ and the spin s of this particle. With the transposition operator P,
which swaps two particles i and j, we get

P, ... i j. . N)=E(, ..., ....i,....,N),
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and obviously also
2 . . . .
PLEA,...i oo j o s N) =&, o N

Due to Pizj = I, the eigenvalues are bound to be +1. The transposition operator P;;
therefore can only have the eigenvalues +1 and —1.

If a state vector £ and a permuted state vector £ are given, then the expectation
values of any observable A must be the same:

(A)=¢Ae=¢"A¢.

We now write formally

¢ =P¢

where the permutation operator is given by

(120 ))
tyl2 1IN,

i.e., the index i; occurs in the first place, the index i, in the second place, etc. Remem-
ber that all permutations can be assembled from transpositions T';;. A permutation
can be either composed of an even, or of an odd number of transpositions. Accord-
ingly, these permutations are called even permutations or odd permutations. For
example, for three particles we find

123 123 123
ewn"P=(123)"P=(231)"P=(312)’

123 123 123
Odd'‘Pz(zls)’‘P=(132)’P=(321)'

With these permutations, we can reshape the above requirement for observables as

(PE)APE = (©)'PTAPE = (©)TAE, forall P, €.
It follows that PYAP = A, or with PT = P!
AP = PAforall P.

In other words: In a system of identical particles, only those observables are allowed
which commute with all permutations. Such observables are, e.g., the total momen-
tum and the total angular momentum.

Next, we claim that the symmetric state £(1, ..., N Y of a system can be calcu-
lated as
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1
) _ Z M o ¢@ o o (V)
5(17 R N) - m - P/f(Ei] ® €i2 ® ® €iN ) - (1033)
P 3 is the permutation operator which swaps the & @ (i=1,...,N),and 3 numbers

the N'! permutations of €. The normalization factor 1/+/N! normalizes the sum to

1 and ensures

We shall now prove that there is only one symmetric state £(1,..., N Y e,
the application of an arbitrary permutation operator P, to £(1, ..., N)™ returns
&(1, ..., N)™). This is indeed the case, since

1
Pob(l - NV = o D PP 00 o)) =
B

P'Y
1
= P el e o =E0. . M.

Furthermore, we now claim that the antisymmetric state of a system £(1, ..., N )=
can be calculated as

e1,..., N = \/%Z(_l)ml)g(ﬁ;l]) ®eP®--- @& (1034
15

73 denotes the minimum number of transpositions from which P g is constructed. In
other words,

(_l)m _ +1, if Pd is even
~ -1, if Pyisodd.

This formula strongly reminds us of the Leibniz formula (see Appendix F) forn x n

determinants:
det A = Z((—l)”" H A,-,P[) .
8 i=1

Therefore, the antisymmetric state (10.34) can also be written with the help of the
Slater determinant® as

3John Clarke Slater, 1900-1976, American physicist.
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1 1 1
é() E()"'S()

: €<12> G
£, ..., N = det| ' 7 N (10.35)

N

(N) ¢(N) (N)
El 5 €N

Remember that the symbol ® on the right side of the determinant indicates that the
Kronecker product is to be used. The determinant’s shape immediately reveals its
antisymmetry under transpositions. After all, an exchange of two particles corre-
sponds to exchanging two rows of the determinant! Furthermore, the Pauli principle
follows immediately, since two equal lines in the determinant render the determinant
Zero.

The Pauli principle can also be derived by considering an antisymmetric N-
particle state in which two single-particle states £ and £ are equal. Then

¢l o e 0te o =—¢te 0t 0 e o).
It follows immediately that

1 4 4 . o A

¢Ve 00 e 0 6 =0, if £€9)=¢Y.

Summing up, two identical fermions may never have the same single-particle quan-
tum numbers simultaneously. When filling up available states with fermions, the
Pauli principle must always be taken into account! This is how periodic table of the
elements arises.

10.3 Problems

10.1 Entangled States: Arrange the four components ¢;; in a 2 x 2 matrix and
derive the condition (10.8) from it.
10.2 Commutator: In (10.4), we defined the matrices

A|‘2=A®13, and B]'2=IA®B.

What is the commutator [A », B 2] of these two matrices?
10.3 Expectation Value: In (10.4), we defined the matrices

Al,=A®Ip, and B, =1,Q B.
What are the expectation values (A ) and (B ) of these two observables?

10.4 Permutation Matrix: Which permutation matrix P swaps two spin states?
What is P! and P"? What are the eigenvalues of P?



Chapter 11
Equivalence of Matrix and Wave Mechanics

Abstract Schrodinger’s wave mechanics is briefly introduced, and its equivalence
with the matrix formalism of Heisenberg (and others) is demonstrated.

11.1 The De Broglie Wavelength

Schrddinger’s wave mechanics is based on the matter-wave theory of de Broglie.
For his hypothesis of the wave nature of material particles, de Broglie was inspired
by the classical analogy between the mechanical Maupertuis-Euler principle of least
action and Fermat’s principle on the shortest light path in optics. According to de
Broglie’s hypothesis, each free particle induces a wave field that is linked in such
a way that a particle with momentum p and energy E corresponds to a plane wave
propagating in the direction of p. The wavelength of the particle satisfies the same
relationship as for photons, namely

h
s
P=3

that is, the condition
k=p/h

for the wave vector, and for the frequency
w = E/h, (11.1)

where E is the total energy of the particle and £ is the reduced Planck quantum of
action i = h/2m.

In general, one can represent a wave as

o = Acos [% (g—%ﬂ (11.2)

© Springer International Publishing AG 2018 129
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where r is the distance from the origin, A\ denotes the wavelength, and T is the
oscillation period. For a wave in three-dimensional space, we need to write

2
@:Acos(k x—%t), (11.3)

where the wave vector k is defined such that it represents the direction of the wave
and has the length |k| = 27 /). From a mathematical point of view, a harmonic plane
wave in three-dimensional space can be written as

A(x. 1) = Re (Aoe"(kTX*wf)) = Re(Ag) cos(k'x — wr) — Im(Ag) sin(k"x — wi),
(11.4)
with the complex amplitude Aj.

11.2 Operators in the Schrodinger Formalism

0
The differentiation 0 is an example of a linear operator because it has the property
q

0
— [f(q) +9(@]= —f(q) + —g(q) (11.5)

The same property is given for the multiplication with q:

qlf@+9@)=qf@+qg9). (11.6)

Let R be a general operator acting on the function f(g) with the resulting function
R f(q).If another operator 7 is applied to R f(g), the result is yet another function
T R f(g). The composed operator T R is called the operator product. By the way,
adding operators follows the simple rule

T+R)f(@)=T flg)+Rf(q).

For such operators, there exists an eigenvalue equation as well. However, we now

find eigenfunctions corresponding to a given eigenvalue (instead of eigenvectors as
2

in the case of matrix operators). For example, the operator D = 202 applied to the
q

function f(g) = cos(wgq) yields

82
Df(q) = e —— cos(wq) = —w’ cos(wg) = —w’ f(q).
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The function f(g) = cos(wgq) is thus an eigenfunction to D and —w? is the corre-
sponding eigenvalue.

Operators that are defined on a space of functions can thus be used similarly to
matrices. As in the matrix case, however, the commutative law RT = T R generally
does not apply! For example, we find that

0 af of _
(aq q )f(q) = f+q% —qaq f@. (1L.7)
\/-/

1
As an operator equation, this reads

0 0

—- 1, 11.8
aqq qaq (11.8)

thatis, an equation that is similar to the commutation relation for position and momen-
tum in matrix theory.
If we denote the operator “multiplication by ¢~ with Q, if P is the operation

0
2” 3 , and if the operator “multiplication with 1” is denoted by 7, then (11.8) reads
h
PO—-Q0P=—1, (11.9)
27

which corresponds exactly to the commutation relation (3.15)

h
PX - XP = -1
27i
from matrix mechanics. Formally speaking, there is an “isomorphism” between the
operators P, Q and the matrices P, X. For the harmonic oscillator, for example, we
get the Hamilton operator (here again with x instead of ¢)

H— P? n mw?X? B R 02 n mw?x? (11.10)
"~ 2m 2 2mox? 2 '

where m is the particle mass, w is the angular eigenfrequency of the oscillator, X is

the position operator, and P = —iha— is the momentum operator.
X

11.3 Schrodinger’s Wave Mechanics

The starting points for the Schrodinger equation are Louis de Broglie’s idea of matter-
waves and the Hamilton-Jacobi theory of classical mechanics. The so-called wave
function 1) can be interpreted as the solution of a linear partial differential equation.
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What does the differential equation look like? According to de Broglie, a free particle
is always associated with a plane wave. Therefore, it seems plausible to assume the
wave function 1 for a particle to be

W = Ael® XD, (11.11)

according to (11.4). Equation (11.1) states that the total energy E of the particle is
proportional to the frequency w, namely

E = hw.

The total energy E of the particle consists of kinetic energy Ey;, and potential energy
V:
E=Eu,+V.

A particle of mass m and momentum p has the kinetic energy

1
Eyin = _p_’ (11.12)
2m

where p?> = p' p. In general, the potential energy of a particle is a function of the
position x of the particle; that is, V = V (x). Therefore we get
»

E=E,+V(x)=
2m

+ V(x). (11.13)

Assuming that the particle is represented by the wave function (11.11), we can
calculate the derivative of this wave function with respect to time ¢:

%m, x) = —iwAe D = —iw g x) = —i (%) b, %),

or

ih%w, x) = E(t, x). (11.14)

The derivative of a plane wave (which in a first step depends only on x) with
respect to the space variable x is

0 ; ip
— i(kx—omegat) —
o P(t, x) =ikAe (_h ) P(t, x),

therefore

o? P2
S0 == (5) v,
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Dividing by 2m and rearranging finally yields

n 0? P’
—%@w(t,x) = 3.0 = Erin(t, %) (11.15)

If we now insert £ = Ey;, + V(x) into (11.14), we find

2 2
2mdx?

P(t, x) + V(x)y(t, x).
(11.16)

In general, however, the plane wave depends not only on the x-direction, but also
on the y- and z-directions, that is, on the full position vector x of the particle. If
we differentiate the wave function (11.11) with respect to the vector components x,,
(xy = x,x, =y, x3 = z), we obtain

0
lhaw(t’ .X) = (Ekin + V(X)) 1;[}(t7 X) =

0 P ip
— ik A (k' x—wr) — v
8xyw(t’x) ik, Ae (_h )w(t,x)
and
o2 12 A ik x—wr) ip,\’
axgw(t,x) = ik;Ae = (7) P(t, x). (11.17)

Dividing this equation by 2m and rearranging yields

2 2

“omox

2

Wit x) = L, x). (11.18)
2m

We can add these three equations for v = 1, ¥ = 2, and v = 3 and use the definition

wu ¥ F P
oxt  0x3  Ox3’

and we finally obtain

h2 p2
——V2(t, x) = —(t, x) = Epin(t, x). (11.19)
2m 2m

Putting £ = Ey;, + V (¢, x) into (11.14) similar to the one-dimensional case, one
obtains

2
ihﬁw(t, x) = (Egin + V(t,x)0(t,x) = (—h—vz + V(x)) (e, x). (11.20)
ot 2m
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If we now introduce the Hamilton operator

. hz
HY _Z v24ivw), (11.21)
2m

we obtain Schrodinger’s wave equation

ihgz/)(t,x) = H(t, x)|. (11.22)

Note that we “derived” this equation only for the plane wave. In other words, if
a particle is assumed to have a wave function (11.11), it is bound to satisfy the
above equation. With this plausibility check in mind, Schrodinger postulated that
this equation is valid for all quantum mechanical wave functions.

In the Schrédinger equation, we find both the wave function and the Hamilton
operator. In Heisenberg’s picture, however, the equations of motion only consid-
ered the operators in question. Still, we now show that the two formulations are
mathematically equivalent.

11.4 Equivalence of Heisenberg and Schrodinger Pictures

The Schrodinger equation (11.22) is a linear partial differential equation. Solutions
can be found by separating the variables, that is, by the ansatz

Yt x) = f(1) - p(x). (11.23)

Substituting (11.23) in (11.22), one obtains

df@ [ h?
dt 2m

ihp(x) = | ——V%p(x) + V(x)cp(x):| f@. (11.24)

Dividing by f(t) - ¢(x) yields

ihdf(n/dt _ —(?/2m)(Vp(x)) + V (x)p(x)

= 11.25
f@ p(x) (129

Because the left side does not depend on x and the right side does not depend on ¢,
both sides must be equal to the same constant! We can therefore set

ihdﬁft) =Ef@®) (11.26)
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and

h2
—%Vzwm + V(x)px) = Hp(x) = E p(x) | (11.27)

Equation (11.26) describes the temporal development of (¢, x). Equation (11.27)
is an eigenvalue equation, which is generally referred to as a time-independent or
stationary Schrodinger equation. It is a linear, second-order partial differential equa-
tion of the variable x. In contrast, (11.26) is an ordinary linear differential equation
of first order, which can be solved by the ansatz

f(@) =cexp(—iEt/h).
In the eigenvalue equation for H,
H Pv = hl/(pllv

the &, are the eigenvalues of the operator H, and the functions ¢, represent the
associated eigenfunctions. In other words, if we apply the operator H to an eigen-
function, we obtain the same function multiplied by the corresponding eigenvalue.
If we consider, for example, the one-dimensional free motion of a particle on the
interval [0, 1] of the x-axis, then the Schrodinger equation contains the Hamilton
operator

n? 97

2m Ox?’

and the eigenfunctions are
¢, (x) = V/2sin(vx). (11.28)
Applying H to those eigenfunctions yields

R s o 12 (>
—— ——+/2sin(vmx) =
2m Ox? 2m

V2 sin(vmx),

thus the eigenvalues are

B R (vm)?

hy
2m

,v=12,3,....

For two different eigenvalues h; and 4 ;, the corresponding eigenfunctions ; and ¢,
have the property

1
/ Yix)pj(x)dx =0 for i # j; (11.29)
0
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that is, they are orthogonal to each other. Also, the eigenfunctions ; (x) are normal-
ized, because

1 1
/ @F ()i (x)dx = / li (X)?dx = 1. (11.30)
0 0

The general property for a set of normalized eigenfunctions is therefore

1
/0 @ ()@ (x)dx = ;. (11.31)

Now remember from mathematics that every continuous function f(x) that is also
continuously differentiable can be represented by a series with these eigenfunctions:

o0
f) =" a,V/2sin(vmx), (11.32)
v=1
where the coefficients a, of the series expansion can be calculated according to

+00
a, =/ ©r(x) f(x)dx. (11.33)

(o]

We now have all the necessary tools to prove the equivalence of Schrodinger’s
and Heisenberg’s formalism. The proof is carried out in close analogy with the proof
of Pasqual Jordan in [14]. First, we claim that the components (X),, and (P),,, of
the matrices X and P of Heisenberg’s theory can be calculated from the normalized
eigenfunctions ¢, as follows.

+00
(X)w;/ @ (x) - x -, (x)dx, (11.34)
and
400
(P),, =/ oy - ) g (11.35)
oo i dx

In other words, if a quantum problem is completely solved in the Schrodinger picture,
we can also construct the corresponding matrix solution according to Heisenberg’s
matrix mechanics. The proof is divided into three steps.

1. First we show that the matrices as defined in (11.34) and (11.35) in fact satisfy
the commutation relation (3.15)

h
PX—-XP=-1 (11.36)
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For the elements (P X),,, of the matrix product P X, we get

ho[te d
(PX)I/M = Z(P)VA(X)I@,U, = l_/ @i(x)a Z@n(x)(x)fw,dx

Now the function ot
f(x) = x-pux)

can also be written as a series according to (11.32):

[e.¢]

FO) =x0u(x) = D ap,(x),

v=I

For the a,, (11.33) yields

+oo +oo
auz/ s0$(X)f(X)dx:/ @, (0)x - @ (x)dx.

[e¢] —00

Putting this in (11.38) provides
> +00
X 0u(x) = D pu(x) / e, (MY - eu(y)dy,
v=1 -0
and with (11.34), we finally get
[e¢]
X - SO;L(X) = z‘ﬂu(x)(x)wr
v=I1
Thus we find that

h [T d
(PX)I//J, = T/ ‘P,t(x) X - @/L(x)dx-
iJ_ dx

[e¢]
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(11.37)

(11.38)

(11.39)

(11.40)

(11.41)

For the elements (X P),,, of the matrix product X P, we similarly get with the help

of (11.34)

h ~+00
XPVL: XI/KPK:T :i K Pnd
(XP),, ;m()u ,/_ so(x)x;som()ux
This requires a series expansion of the function

def R d h
= —-_—— = - by v N
g(x) l.dxso(X) ; E 0y (x)

(11.42)
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with
+00 d
b= [ eiwgetods,
oo dx

This leads to

h d d h
g0 =T = Z%(x) / PGy = § 2P

(11.43)
Inserting (11.43) into (11.42) finally gives
h [T d
XP),, = 7/ gpﬁ(x)x . d—(pl,(x)dx. (11.44)
i J X

Now we can combine the results (11.41) and (11.44), and we find

+00

h d d
(PX-XP), = z_/ i (x) |:—x —Xx- o :| pux)dx =

dx

[e.¢]

I h
= l_/ LPV(X)SON(X)dx =~ 51/;17

(o]

thus we get the commutation relation (11.36) indeed.

2. Now we show that the matrices X and P as constructed in (11.34) and (11.35)
lead to the following representations of the matrices U (X) and P? that occur in the
Hamilton matrix H.

400
uvx,, = / ©r(x) - V(x) -, (x)dx (11.45)
and . d
(P*),, = / oE() - — j;f‘) x. (11.46)

Note that V (x) is the operator that corresponds to the matrix V (x). Equation (11.46)
can be proved with the help of (11.35) and (11.43):

o0 hd
(P = 0P = /- PO o s P =

_ oo % h @u(x)
—/m soy(x)(l.) gz 9 (11.47)



11.4 Equivalence of Heisenberg and Schrodinger Pictures 139

Equation (11.45) can be proved by first showing that the assumption is correct for
a power V(X) = X". Because the potential can be written as a series V(X) =
>, ¢ X", the assumption then holds for an arbitrary V (X). We prove the simplified
claim inductively. For this, let us assume that the assertion is true for V(X) = X".
Then according to (11.34) and (11.40), we indeed get

X, = D (X (X, =

400

+00
= / CHE" D Pu)(X),y, - dx = / GEOX - xp,()dx. (11.48)

3. It remains to be shown that the matrices X and P as constructed in (11.34) and
(11.35) meet the commutation relation (11.36) and have the property

1
H(P,X) = %PZ + V(X) = diagonal matrix. (11.49)

With (11.45), (11.46), and (11.27) for ¢, (x), we find

+00 —h d2
(H)wz, = / 50;5()6) [ﬁ@@/t(x) + V(X)CP/L(X)} dx =

+00
=/ QDﬁ(X)E#QDu(.X)dX = Eu(sy,u- (11.50)

o0

Indeed, the eigenvalues of the Hamilton matrix H (P, X) equal the eigenvalues E|,
of the Schrodinger equation.

11.5 Example: The Harmonic Oscillator
In accordance with (11.10) and (11.27), the stationary Schrodinger equation for the
harmonic oscillator is

( R 02 mw?x?

_%W + T) @u(x) = EVSDI/(X)' (11.51)

With

g% x/mw/h, (11.52)
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we get

d*p,(q) 2E,
- v(q) = 0. 11.53
dq? ( 4 ) ©v(q) ( )
This nonlinear ordinary differential equation of second order is solved by the Hermite
polynomials

e d”
Hyd:f(—nveqzd—e*qz, v=0,1,2,... (11.54)
ql/

We therefore obtain the normalized eigenfunctions of (11.53) as

pu(g) = QI e TP (), v=0,1,2,... (11.55)
The eigenvalues are given by
2E,
=2 1. 11.56
o v+ ( )

Compare this result to the energy values

1
E, :ﬁw(u—i—i) (11.57)

that we found in Chap. 5 with the help of quantum matrix mechanics.

11.6 Problems

11.1 Schrodinger’s Cat: A cat is locked in a steel chamber, along with a machine
that the cat cannot manipulate by any means. The machine includes a Geiger
counter tube that contains a tiny amount of radioactive substance. The amount
is so small that in the course of an hour perhaps one of the atoms decays,
but also (with equal probability) perhaps none decays. If an atom decays, the
counter tube discharges and releases a hammer that smashes a small bottle
with cyanide. If we leave the entire system to itself for an hour, we can predict
that the cat is still alive if no atom has decayed in the meantime. However,
one single atomic decay would have poisoned it. How do you interpret this
experiment from a quantum mechanical perspective?

11.2 Commutators: What are the commutators [ p, x], [p, x"], and [p", x] for p =
n9
L ox

11.3 Differentiation of Operators: Derive the differentiation rules for functions of
operators.
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Chapter 12
Relativistic Quantum Mechanics

Abstract The basic concepts of the special theory of relativity are provided,
followed by Dirac’s application of these concepts to quantum mechanics.

12.1 Special Relativity

12.1.1 Four-Dimensional Spacetime

Dirac writes in his book [8]: “Let us now try to make the theory invariant under
Lorentz transformations, so that it conforms to the principle of special relativity.
This is necessary in order for the theory to apply to particles at high speed.” In this
section, we present the most important results of the special theory of relativity, as
shown, for example, in my book [15]. Note that the components of the vectors that
occur here are numbers, not matrices.

The theory of special relativity is based on two postulates:

e The laws of physics are the same for all inertial frames.
e The speed of light ¢ is constant in all inertial frames.

An inertial frame is a frame of reference in which Newton’s laws apply. In special
relativity, one speaks of an event if something happens at a time ¢ at some spatial
location
X1
X = X2
x3

With the help of the speed of light ¢, the time ¢ is transformed into a space coordinate
as ct. Space and time therefore form the four-dimensional spacetime. We denote an
event in spacetime by a four-dimensional vector

ct
> X
X = !
X2
X3
© Springer International Publishing AG 2018 141
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One consequence of the second postulate is the invariance of spacetime intervals. If
a flash of light is emitted at the origin at + = 0, the spherical wavefront of the light
at some later time At is described by

IAL* = Ax] + Ax3 + Axi = Ax' Ax,

or
A — Ax"Ax =0. (12.1)

With the Minkowski matrix

co o~
o
I
_

and the vector
cAt

A)C]

A)Cz

AX3
this can be rewritten as a quadratic form

A MAX = 0.

Due to the second postulate, this equation must also hold for an observer in another
frame with the coordinates ¥':

A¥TMAXY = 0.

12.1.2 Lorentz Transformation

If an inertial reference frame X' moves with respect to another inertial reference
system X with a constant speed v, then the Lorentz transformation connects the two

frames (see [8]):
def g | —10
L(v) = < — |, 12.2
(v) (—%v|l+(7—1 %) (12.2)

where the factor + is given by

y=1=ve)
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The transformation is then given by
X' = Lw)X.

Componentwise, this reads
, v or
ct'=~vct——v x,
c

and

, v x
X =x+(fy—1)—2v—fyvt. (12.3)
v

Note that these relations assume the coordinate axes of both systems to be parallel.

12.1.3 Velocity and Its Lorentz Transformation

If we define the four-dimensional velocity vector

i, (C) (12.4)

u

with

the Lorentz transformed velocity vector @’ is [15]
u =Lu, (12.5)

with

Inasmuch as such a velocity vector # looks the same in every inertial frame, it is
much better suited for the formulation of physical laws. The quadratic form for the
velocity is given by

->T 22 C4 62M2 2

- 2T _ B _
u Mu=-,c-—~v,u u= i m (12.6)

invariant with respect to Lorentz transformations, because u'"Mu' = ¢* holds as
well.
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12.1.4 Momentum and Its Lorentz Transformation

Multiplying (12.5) with the rest mass mg, we obtain

( mO’Yu’C/) =L (mO’YuC) ) (127)
mo7y,u moy,u
‘We define the momentum as usual:

def dx
P = moy,u = muu = mua, (12.8)

where

The four-dimensional momentum vector

- def (m,c\ - c
P—( » )—mou—mo%(u) (12.9)

transforms according to (12.7) as
p'=Lp. (12.10)
Also, the quadratic form associated with the momentum vector
p Mp=mlu Mii =m}c* (12.11)

is invariant with respect to Lorentz transformations, because we also find

-7 -/ 22
p Mp =myc.

12.1.5 Egquation of Motion and Force

The relativistic equation of motion for a particle has to be Lorentz invariant. Addition-
ally, Newton’s equation of motion has to hold in the inertial frame of the considered

particle:

d
mod_l; — feR. (12.12)

Let the respective inertial system be X. Furthermore, suppose that X” is an inertial
system that moves relative to X with the constant speed u (#y). Then the particle rests
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momentarily at the time # = 7y in X”. Now note that the equation of motion (12.12)
refers to a point of time and its neighborhood. For the neighborhood ¢ = #; £ dt, the
speed in X” is arbitrarily small. For speeds v < ¢, (12.12) holds. Hence in X",

du’ , 3
myos = f €R (12.13)

also holds exactly. Here, my is the rest mass and f' the three-dimensional force in

X’. From (12.13), we can derive the relativistic equations of motion in an arbitrary

reference frame. .
Expanding the vector f” in (12.13) to a four-vector and calling the result f ,, we

get
d (¢ 0\ def =

=/
Note that f is specified in the rest system &”. In the inertial system X’ (in which
the particle moves with the velocity u), f is obtained by a Lorentz transformation

L(—u):
r e 0N _ (2u"f" et ( fo
S =L( u)(f/)_(A(u)f/)_(f)’ (12.15)
where i
e

is the known part from the Lorentz matrix. Finally, the equation

d (~e fo.
g () = (F)

-

mod = f, (12.16)

that is,

has all the properties that we need. Namely, the four-vectors @ and f are Lorentz-
invariant and the equation changes into Newton’s equation of motion in the rest frame

of the particle:
m(2)=(7)
0 du’ == / .
o f

For the last three components of the equation of motion (12.16), we get

dom,u) 1
— = %f, (12.17)

with the velocity-dependent mass
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def

My = ~yumo. (12.18)

In the theory of relativity, the time derivative of the momentum m,, u is also interpreted

as a force. According to (12.15) and (12.16), the components f; of the relativistic
equation of motion are thus

fo= %i(mu c) = ﬁqu/ (12.19)
dr c
and q
f= vua(mu u)=A@)f'. (12.20)

12.1.6 Energy and Rest Mass

Equation (12.19) multiplied with c¢/~, provides

%(mucz) =u'f, (12.21)

where u" f is the instantaneous power, that is, the work per time unit accomplished
by the force f. Therefore, the left-hand side of (12.21) must be the temporal change
of energy, which requires that myc: = 'yumoc2 is an energy. For the relativistic
energy, we obtain the formula

E =m,c*. (12.22)

For u = 0 (i.e., the particle is at rest), we find v, = 1 and therefore
Eo = moyc?. (12.23)
This is Einstein’s famous formula for the “rest energy”.

The four-dimensional momentum vector p can now be recognized as a combina-
tion of energy and momentum:

- E/c
= . 12.24
p ( p ) ( )
The quadratic form (12.11),
p Mp= mc?,

now reads

ST - T EC
P Mp:(E/C,p )(_p):Ez/cz_p2:m%cz’
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that is, Einstein’s relativistic energy-momentum relationship

E? = p*c? + mjc*. (12.25)

12.2 The Dirac Equation

12.2.1 The Wave Equation for a Free Particle

In classical mechanics, a moving particle has the energy

E=-—, (12.26)

where
T
pP=p'p peR.
On the other hand, we saw in Sect.11.3 that (12.26) transforms into the

Schrodinger equation

th w x) = —h—vzw x) (12.27)

for the wave function (¢, x). The temporal and spatial derivatives occur in differ-
ent orders, therefore the Schrodinger equation cannot be invariant under Lorentz
transformations. Rather, its structure changes during transition from one inertial sys-
tem to another. The Schrédinger equation is a nonrelativistic approximation, for low
velocities, of the fully relativistic equation of motion.

Still, let us note the two formal correspondences (substitutions)

0
E — iha and p —» —ihV (12.28)

that transformed (12.26) into (12.27). If we now consider a relativistic quantum
particle and assume the same correspondence in the energy-momentum relationship
(12.25), we obtain the so-called Klein—-Gordon equation

1 9?
(;ﬁ - Vz) ’(/J(t,x) =

The Hamiltonian is obtained from the relationship (12.25) as

E = H = £,/ p2c® + m}c*, (12.30)

(12.29)
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where m, is the rest mass of the moving particle. However, the minus sign causes
a problem. After all, what is a negative energy? At the end of this chapter we learn
more about Dirac’s interpretation of this negative energy. Still, the solutions of the
Klein—Gordon equation can even contain negative probability densities!

Let us first turn to yet another problem, namely how to calculate the square root
of an operator. Dirac made the ingenious ansatz

P2 +miet = ¢ (o pr + capy + azps + Bmoc) . (12.31)

Squaring this ansatz gives
p*c* +mic* = (a1p1 + capsr + azps + Bmoc)’ =
= c* (a1p] + 3p3 + 3p5 + Fmic+
Fajpipr + a3z prp3 + a3 papst
‘oo papr + aza p3pr + ez p3pr+
+ai1 p1Bmoc + az paSmoc + az p3Smoc+
+Bmocay p1 + Bmocan py + Bmocaz ps) . (12.32)

Under which conditions for the o’s and 3 is (12.32) valid? The conditions are

ad=as=a5=0" =1, (12.33)
apon + ooy = a103 + a3 = a3 + a3 = 0, (1234)
a1+ Bay = axff + Bas = a3+ Paz = 0. (12.35)

In other words: The «’s all anti-commute with one another and with 3, and their
square is unity. These properties of the s and 3 suggest that they are not just (real
or complex) numbers. Now recall that the Pauli 2 x 2 matrices satisfy very similar
conditions. Therefore, let us assume that the a’s and 3 are n x n matrices,! where
n is initially unknown. We obtain for the energy

E = Fc(aip + azpr + azps + Bmge) . (12.36)
Inasmuch as the squares of all matrices are equal to the unit matrix, all eigenvalues

must be equal to 1. Also, remember that the sum of the diagonal elements of a
matrix is equal to the sum of its eigenvalues. Now, however,

"'Written now in boldface letters.
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a; =, = afp = —Bap,
and therefore
trace o; = trace(—fBa;8) = —trace(aiﬂz) = —trace «;. (12.37)
Note that we exploited the fact that the trace operation is cyclic; that is,

trace(a37y) = trace(Bya).
Also, we used the fact that
trace(a ) = a trace(a), a € C.

Equation (12.37) can only be true if trace o; = 0, which is possible only if the
number of +1 eigenvalues is equal to the number of —1 eigenvalues. Hence, n must
be an even number. Now how can we make use of the three Pauli matrices

(01 O do (1O
o1 = 1 0 , 02 = i 0 , an o3 = 0 —1

for finding a solution to our problem? Perhaps finding a fourth matrix that anti-
commutes with these three? It turns out, however, that this is impossible. Therefore
let us move on to the next even number, namely n = 4. In other words, we are now
looking for 4 x 4 matrices that satisfy our conditions (12.33)—(12.35). One possibility
for the o’s and 3 are the four matrices called Dirac matrices:

00 0 1

a1=0'1®0'1=(o(_)1 o(')])z 8 (1) (1) 8 , (12.38)
1 00 0
0 0 0 —i

azzm@azz(a T)z): 8 _Ol : 8), (12.39)
i 0 0 0
0 0 1 0

a3=o'1®a'3=(0(_)3 ‘:)3)= (1) 8 8 Ol), (12.40)
0 -1 0 0
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_ _(I2 0\ _
ﬁ—a3®12—(0 _12)— (12.41)

[=NeNele

If we interpret (12.36) as the Hamiltonian and use the known relation £ =

i hE@ZJ(x, t), we obtain the Dirac equation

0
ihsW(x, 1) = c(a1p) + @apy + @sps + Bmoc) Y(x, 1) | (12.42)

Because the matrices «; and 3 are 4 x 4 matrices, the Dirac wave function must be
a four-column vector, also called a Dirac spinor:

(0
()
3
Py

Px, 1) =

Note that the p; are also represented as 4 x 4 matrices

pi 0 0 0
o p o0 o0
Pi=lo o p o
0 0 0 p

12.2.2 Invariant Form of the Dirac Equation

Multiplying the Dirac equation (12.42) from the left by the matrix 3, one obtains
with 88 =1,

0
ihB5 px, 1) =c (B py + Baap, + Bazps + mocly) P(x, ). (12.43)
If we define the alternative Dirac matrices
%8 and v; € Ba; (j=1,2,3), (12.44)

the Dirac equation looks like

0
iha'y(ﬂ/’(x’ 1 =c ('711’1 +vopy + 7305 + m0c14) P(x,1). (12.45)
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0
If we set p; &t —iha— and xop = ct, we get the equation
X
2.9
ik i— —mol , 1) =0. 12.46
(z ;,v el 4)¢(x ) (12.46)

With the Feynman? dash-notation

';
of 0
ﬁ d:t Z’Y’O_’
1=0 Yi

where @ is a 4 x 4 matrix, we finally get the compact Feynman notation of Dirac’s
equation:

(i — "%uw(x, H=0] (12.47)

A detailed proof of the invariance of the Dirac equation under Lorentz transformations
can be found, for example, in Klaus Schulten’s “Notes on Quantum Mechanics”
(freely available for download at the website of the University of Illinois).

12.2.3 Solution of the Dirac Equation

The Dirac equation is a system of four linear differential equations. As an ansatz, we
try the four wave functions

¥ =0exp(i(p x/h—wt)) (12.48)

as eigenfunctions of energy and momentum with the eigenvalues E = hw, p1, pa,
and ps. If we insert the ansatz (12.48) in the Dirac equation (12.42), we obtain the
algebraic equation

EO =c(aip, + oup, + azps + Bmc) 6. (12.49)

Due to the block structure of the cc-matrices and of 3, it is useful to split the Dirac
spinor 1) into two two-dimensional spinors x and 7:

U
b(x, 1) = (’?;) - % . (12.50)
(o

ZRichard Phillips Feynman, 1918-1988, American physicist, Nobel Prize 1965.
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In the solution (12.48), we similarly split the vector

01

_(5)_ b
“\¢/) |6

04

Also, we introduce the notation

— def — — _
o-p = 01p, + 02P, + 03P,

- def piO
pi_(o Pi)'

The algebraic Dirac equation (12.49) now reads

where

(9 D) 5O

Rearranging yields
(E —moc*)€ = c(a+p) €,

(E +moc®) ¢ = c(a-p) €.
If we multiply (12.54) with (E 4+ moc?) and insert (12.55), we obtain
(E* —mych) € = P (a-p)*E.
For the product o - p, we can show that
(o-p)* = p*,
which brings us back to the known condition
E* = mjc* + c*p?.
With the definitions
p+ = prtipy and po = py—ip,
the two (12.54) and (12.55) are then

(E —moc?)0y = c(p305 + p_0a),

(12.51)

(12.52)

(12.53)

(12.54)

(12.55)

(12.56)

(12.57)

(12.58)

(12.59)
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(E —moc®)0r = c(p103 + p3ba),
(E +moc?)03 = c(p301 + p_0),
(E + moc*)0s = c(p1.0) + p36a).

If 65 and 8, are given, these four equations determine 6; and 6, (and vice versa). For

a given p with E = +,/c2p? + mjc*, there are therefore two independent solutions
of the four equations, namely

1 0
0 1
and . (12.60)
cp3 cp-
E+moc? E+moc?
P+ —p3
E+mgc? E+mgc?

These solutions represent the two spin states of an electron with the given momen-
tum p, as is physically required. This becomes particularly clear if we consider the
nonrelativistic limit v < ¢ of the solution. In this case, we get the two vectors (see
Chap. 8)

and

SO O =
SO~ O

12.2.4 Dirac’s Interpretation of the Negative Energy

Dirac developed the idea that the states in an atom with negative energies are already
occupied with electrons, like the filled electron shells in the Pauli exclusion scheme.
If the states with negative energies were unoccupied, all electrons would fall “down”
into these states, which would lead to a release of huge amounts of energy. Because
this does not happen in reality, these states must already be occupied. Countless
numbers of electrons fill the so-called “Dirac sea” of negative energies and make
sure that all such states are occupied. The vacuum state is characterized by the fact
that all the negative energy states are filled. Based on this idea of occupied negative
energy states, Dirac developed his theory of holes. According to this theory, an
electron that absorbs a photon can make a transition from a negative energy state to a
state with positive energy, leaving behind a state with a positive charge that can move
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like a particle. Casually speaking, this state is a piece of anti-matter. In other words,

Dirac predicted the positron! In 1932, Anderson? finally discovered the positron with
a positive electric charge in cosmic rays.

12.3 Problems

12.1 Gamma Matrices: What is the form of the gamma matrices and what rela-
tionships exist between them?
12.2 Dirac Equation: Solve the Dirac equation

G — %14)1&@,0 =0 (12.61)

with the ansatz
P(x, 1) =cexp(i(k'x —wt)). (12.62)

3Carl David Anderson, 1905-1991, American physicist, Nobel Prize 1936.



Appendix A
Solutions to Problems

2.1.

2.2

2.3.

Given the two Hermite matrices A = A" and B = B, we find (AB)" =
B'A"T = BA. This is equal to AB only if the matrices commute; that is,
AB = BA.

Let Ae; = \je; and Ae, = \ye; for A\ # ). Proof by contradiction. We
assume that there are ¢y, ¢, # 0 such that

cie; + cer = 0. (A1)
Multiplying this equation by A and taking into account the above eigenvalue
equations, we receive
ciA\ie; + caher = 0. (A.2)
If we multiply (A.1) by A; and subtract the result from (A.2), we obtain
(A —Apexy =0.

Because \; # ), and e, # 0, it must be ¢; = 0, which contradicts the
assumption.
An Hermitian matrix satisfies the equation

Ae = )e.
Because AT = A, we have

(Ae)Te —e ATe =€’ Ae,
~—~— ——
Aee e
or M*efe = \e'e. Because efe > 0, we have \* = \; that is, the eigenvalue
A is real.

© Springer International Publishing AG 2018 155
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2.4. For unitary matrices, we have U U = I. With Ue = \e, we find from

(Ue)T(Ue) =e'U'Ue=c¢e'e

that
Mefe = e'e,
thus [A\| = 1.
2.5. Take a; and construct
a
e = !
dIdl
Then we get indeed
d;dl

ele) = =1.

,/d;a| 0101

Now we subtract the vector (e'[az)el from the vector a, and normalize the
result to get
a, — (ejar)e;

e) = .
J@ = €laeni@ — elarer)

We find again that .
eyer =

_ (az - (eiaz)el)i- (az -~ (e'l'az)el) .,

(az - (eTaz)el)T (az - (e'l'az)el)

Also, e is orthogonal to e; because of

s
al a, — (ejar)e,

~ala \/(02 -~ (e'i'az)el)-r (az - (eIaz)e1) .

¥
e e

oot
P T a,(a,ar)a,

il PPN a,a — —————

_aja, —a(ejar)e;  “172 aqa

Similarly, we obtain the general formula

i1
a; — X" (ela))e;

\/(aj - 25;}(9jaj)ei)T (aj - (ejaj)ei) |

Ej =
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1 [t t2 1 s 1
r(1)-C ) (0)=6)
-1\ _ (tn t2)({-1)_: (O
r(3)-C ) () =0)

provides the four conditions

2.6. (a)

and

i+te=1, ti+0=0 —t1+t=0 —6y+itn=1

The transformation matrix is therefore given by

11
2 2
T =

11
22

Because of T'T = I, T is a unitary matrix.
(b) According to Problem 2.5, we get

2
S

e = =

B
2
Si-

and :
a> — (e,az)e,

J@ — (elae) (@ — (€jare)

() e

V2

)

2 =

S

Si-

3.1. We have
[A,[B,CN1+[B,[C, Al +[C, [A, B]] =

—[A, BC —CB]+[B,CA — AC]] +[C, AB — BA]
= ABC — ACB—BCA+CBA +

+BCA - BAC —CAB + ACB +

+CAB — CBA — ABC + BAC

I
=
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3.2

3.3.

34.

Appendix A: Solutions to Problems

If we multiply the relation
[X, P"]=XP"—P"'X =nihP""!
with P from the left, we find
PXP" — P""'X =nihP".

From
[X, P]=ihl

we get
PX =XP —ihl.

A substitution in (A.3) finally yields the assertion for n + 1:
Xp't' — PTIX = (n+ 1) ihP".
Because (AB)" = BTA" and (A + B)' = A" + BT, we find
(AB+BA) =B'A"+ A'"B" = AB + BA.

With

we can write

X(t) =exp(—itE/R)X(0)exp(itE/h) =

e(—itEL/R) 0 e 0
(=itE2/h) :
— 0 e 0 : X(0) exp(itE /) =
: . 0
0 . 0 e(—itEN/h)
X11(0) X12(0)e T EI=ED/R) x| (0)e T EI=EN)/R)

X22(0)

X n1(0)e it En=ED/R) Xnn(0)

(A3)
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3.5.

3.6.

3.7.

3.8.

This implies ‘
Xy (1) = "B BV X,,(0).

The matrix exp(i H) is a power series in H, therefore we can easily show that
(exp(iH))" = exp(—i H") = exp(—i H).
This leads to
(exp(i H))" (exp(i H)) = exp(—i H) (exp(i H)) = exp(0) = 1.

In other words, exp(i H) is indeed a unitary matrix.
This question is equivalent to the question of whether —AC = i[AB — BA]
is Hermitian. We find that

(i[A, B)'" = —i([AB — BA))'
=—i((AB)" — (BA)")
=—iB'AT+iATBT
= —iBA+iAB
=i[A, B].
(A4)

Therefore, —hC and thus hC = %[A, B] are indeed Hermitian. Note, however,
that [A, B] is anti-hermitian!

(@)[A, BCl= ABC — BCA + BAC — BAC = B[A, C] +[A, BIC.
N ———
0
(b)[AB,C] = ABC — CAB + ACB — ACB = A[[B, C] + [A, C]B.
——
0

A nilpotent matrix is a square matrix N such that N* = 0 for some positive
integer k. In the present case, we find

002
N*=(000) and N’=0,
000

which leads to

2 112
expN) =1 +tN+—N>= (0121
2 00 1
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4.1. The momentum of the electron is
p=me-v=9.11-10"kg)(10°ms™") =9.11 - 10 ® mkgs~!
The percentage of the momentum accuracy is

A
2P o0 =01,

therefore
p-0.1

Ap =
P =100

=9.11-10" mkgs™!

Heisenberg’s uncertainty principle then yields

h 1.055 - 10-34]
Ax > = S —0.0579-10"3m = 0.0579 mm.
2Ap  2-9.11-103kgms~! —_—

4.2. A matrix is a projection matrix if (1) P is Hermitian and (2) P> = P. Let us
check these conditions for the product matrix.
(1) Because P and P2 are projection matrices, they are Hermitian; that is,
P, = P and P, = P Therefore

(PP =PiP =P, P,

A necessary condition for the product matrix being Hermitian is therefore that
P,-P,=P,-Py;thatis,

[Py, P;] =0.

In other words, P, and P, must commute.
(2)If P, and P, commute, we have

(PPy)*> = P\P,P P, = P(P,P)P, = P,(P,P,)P, = P1P5 = P,P>.

We see that the second condition is automatically fulfilled if the two projection
matrices commute.
4.3. (1) The density matrix is

1 10
D=e; e, = (0) 10)= (oo)’

and it is indeed D* = D.
(2) In this case, the density matrix is



Appendix A: Solutions to Problems 161

1/1 . 0.5 —0.5i
D=exiey zi(i)(l —b= (O.Si 0.51)’

and it is again D> = D.
In both cases trace(D) = 1, therefore both systems are in a pure state.
4.4. Because
T T
Me, = (eje; — ere;)e; = ey,

and
T T
Me, = (e1e; — ezey)er = —ey,

the eigenvectors are e; and e, and the eigenvalues are +1 and —1.

5.1. With
01 0 0 0
1020 0
x— |- " lovzov3o ..
2mwo | 00 /3 0 A -
and
0-1 0 0 0
10 —/2 0 0
P:lhmwo 0v2 0 -3 0 ’
2 loo V3 0 —v4
we get
1 0-v2 0 0
01 0 —/6 0 -
xp—i"lv20 1 0 —viZ...
2l 0ov6 0 1 0
and
“1 0 =2 0 0 ...
0 -1 0 -6 0 -
px—i"lv2o -1 0o —vi2-.. ;
21lov6 0 -1 0 -

that is, indeed
XP - PX =ihl.
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5.2. We have

and

7 has the dimension of an action (M - L?- T~"). The factor 732 therefore has

the dimension L~!. Because X has the dimension of a length L, the first term
of A is dimensionless. We find the same result for the second term, therefore
A is dimensionless.

5.3. A is not Hermitian, inasmuch as

= (- )
= o (v = )
=X—iP
£ A.

Therefore, A cannot be an observable.
5.4. Because
N =(ATA)"=ATA =N,

N is Hermitian.
5.5. We prove the formula by induction.

l.n=1:1s[A, ATA] = A? According to Problem 3.7,
[A, BC] = B[A,C]+ [A, B]C.
Together with [A, A" = I from (6.10), we get

[A,ATA] = AT[A, A]+[A,AT]A = A.
— —

0 1

2. n—1— n:Does [A", N] = nA" follow from
[A" Nl =(n—-DHA""?

Again according to Problem 3.7,
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[AB,C]= A[B,C] + [A, C]B.
We can apply the above induction assumption to find
[A", N]= A[A" ', N]+[A,NJA" ' = An—DA" '+ (1-AHA" ! =
=mn—-1A"+ A" =nA".

5.6. With (5.32) and (5.33), we get

(1)838' 010 0 ---
T 030 0 0042 0
00 V30" ‘
00

(e}

—_
[=>EE S e N
w O oo

The eigenvalues are the numbers at the main diagonal, namely O, 1, 2, 3, .. ..
5.7. The eigenvalue equations (5.29) and (5.30) are

Aen = \/ﬁen—]

and

ATen =n+le,y.

With these equations, (5.34) supplies

h h
Xe, = (A+Ahe, = (Vite, 1 + Vit Tenr). (A5
2mwy 2mwy

Multiplying by the transposed eigenvector e,, from the left gives the matrix
element in the mth row and nth column of X (with e, e, = 9,,,):

T h
Xmn = emxen = (\/E(Sm,nfl ++vn+1 6m,n+1) .

2mwy
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Multiplying (A.5) with X yields

h
Xzen = (\/ﬁxenfl +n+ lXenJrl) , (A6)
ZmUJQ
and with (5.29) and (5.30) we get
h .
X%, = —— (ﬁ(A +ANe,_1 +v/n+1(A+ A’)enﬂ) =
2mwy

. (Vi =TDen + @n + e, +/n + D + 2)en+z) .

2mwy

Multiplying this equation also by the transposed eigenvector e, from the left
gives the matrix element in the mth row and nth column of X?:

h
X2, = s (VA = Dz + @0+ Do+ + D01+ Dbnnia)

2mwy

In the same way, we obtain

3/2
X?,m=( " ) (VAo =D = 2003 + 301+ D1+

2muwy

3V pn 1+ + D+ 2)(n + 3)5m,n+3) .

The matrix X° therefore has the form

0 3 0 423 0 -

L] 30 6vV2 0 V2:3.4..

X3=( ) 0 6/2 0 93 0 -
Zmwo V23 0 943 0

6.1.
X P-P -X=XPi+X2Pr+ X3P; — PX; — P,X; — P3X;3 =

=ihl +ihl +ihl =3ihl.

6.2. We have
RAxB)- €=


http://dx.doi.org/10.1007/978-3-319-26366-3_5
http://dx.doi.org/10.1007/978-3-319-26366-3_5

Appendix A: Solutions to Problems 165

Al By C1

= Az X Bz . C2 =
A3 B; C;
AzB3 - A3Bz C]

=|ABi—AB; |- | Cy | =
A1B; — Ay By C;

= A3B3C1 — A3B,C1 + A3B(Cy — A1B3Cy + A1 B,C3 — Ay B1C3 =

A B,C3; — B3C,
= A2 . B3C1 - 81C3 =2- (% X Q:)
A3 B1C2 - BzCl

63. L. = (L, +iL))" =L+ (L))" =L, FiL, = L+ # Ly, so neither L
nor L_ is Hermitian.
6.4. We have

|Lie(j,m)]> = lae(j,m+ D = |al*e(j,m + De(j,m + 1) = ||
1

Also, it applies
(Lye(j.m) (Lye(j,m)) =e(j,m) (L_Ly)e(j,m).
With L_L, = L? — L3 — hL5 from (6.21), we obtain

(Lie(j,m) (Lye(j,m)) = e(j,m)" (L* — L — hL3)e(j, m)
=G G+ 1) —m* —m)e(j,m)e(j,m).
N——

1

This implies
lal> =R G+ 1) —m® —m)

and therefore

a=/j(j+ 1) —m?—m=h/(j—m)(j+m+1).

The factor for L_ can be calculated in a similar way.

7.1. First, we know that
OH

po=-
0X;

If the Hamiltonian is
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1
H=_—P—ZS R,
2m

then we find
OH _ ,0R' _  ,0Xi+X] +X)7
8X,~ 8Xi aXi

= ZAX (X2 + X2+ X2) 72 = ZEX R,

in other words, )
P = —Z*RR. (A7)

For the first component matrix X (R~ of )RR, we obtain with the help of
the Heisenberg formula %A = ’ﬁ[E , A

d

T (X;R") = % {EX,R") - (X, R"HE} = (A.8)

T {(PB*X R — (X, RTHP?}. (A.9)
Note that we used the fact that
RX; = (X2X? + X2X* + X2X;")'/* = X,R,

which implies X; R~! = R™'X;. Therefore, the component —Ze>R~" of the
Hamiltonian

1
E=_—P>—Z’R™!
2m
vanishes in (A.8). Now with
P> =P+ P; + P

Equation (A.9) can be written as

%)

: .
3 (KR 2mh > (P —(XiRY)PY)T. (A0

J=1

We can add the entity 0 = —P; X; R"'P; + P; X; R~ P; into (A.10), which
leads to
d

J— -1 f—
dr (XIR )
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i 3
-1 —1 —1 —1
== 1> {(Pi@ X R =Xy R7P)) + (P X R - X R P) P,

j=1
(A.I1)
Multiplication with R3R~3 = I from the right supplies
d
(KR =
dr
3
Z (P;X\R* - X,R7'P;R°) +

+(P;X,R"'—=X,R"'P;) P,R*} R (A.12)

If we multiply (7.5), namely

h
P,R—RP; = —X,R",
2w -

with R~" from both the left and the right, and if we also take into account that
R_lXj = X.]-R_l, we get

R'P.—P.R! —fLX»R*3
J J - i J .

Rearranging yields
R'P;=P,R'—ihX;R>. (A.13)

We can now put this result into the round parentheses in (A.12) in order to get

d

dt(XR =

w

Z i (P;X\R*— X\ P;R* +ihXX;)+

+(P;X,R"'—=X,P;R"+ihX,X;R’)P;}. (A.14)

Next, we know that P; X| — X P; = lﬁl for j = 1and = 0 for j # 1. Using
this result as well as inserting I = R>R~> in the second round parentheses,

we get
d

dt(XR =
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1
= om {(P1(X3+ X))R® — P,X1X2R — P3 X1 X3R ) +

+((X3+X)RPP, — X1 X,R’P, — X1 X3R°P3)}. (A.15)
It turns out that
(P1(X5+X)HR — P,X1XoR P — P3 X1 X3R ) =
= X3P X3R> — X P3;X3R> — X, P,X,R P+ XoP X,R P =
= (X3P — X1 P3)X3R ™ — (X, P, — X, P)X R =
L>X3;R3 — L;X,R73,

that is, the first component of £ x SRR ~>. So we finally get the desired result
d -1 1 -3 -3
—RRH=_—{€xRR) - RR) x £}. (A.16)
dt 2m
7.3. According to (7.11), the Lenz matrix-vector is defined as

=) 1(£xsp—q3x2)+mk—l
T Zetm?2 ’

where the angular momentum £ (in the round parentheses) is constant. For
the time derivative of 2(, we therefore obtain

d 1

1 . d
= — (g — £)+ —RR. A17
a2 = Zomy ExXB-Bx L)+ 4 (A-17)

With (A.7) and (A.16), we get
oL {Ex RR)— RR ) x &} +
dt 2m

1
+ - {€x RR) - RR) x £} =0. (A.18)
m =
8.1. The Pauli spin matrix o; has the form
(01
g = 10)"

With « a real number, the power series expansion of the exponential function
is
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00 .y
. ia?
exp(zaa'l)=z Oy
— v
We find that
10
of = (o 1) =D
and therefore
o =1, and 0" =0,. (A.19)

We can now separate the sum into one part with even integers and one part
with odd integers:

o0 . oo .
. (la)zu 2v (la)2V+l 2u+1
exp(iao) = EO ) o + E)mal .
V=l v=(

With (A.19), we get

)2V+l

oy G
exp(loz0'1)—lzz( 1y (2 ), 12( D Qv+

=1, cosa+ io; sina

cosae 0 0 isina
= +1{. .

0 cosa isinaw 0
[ cosa isina
" \isina cosa ] °

8.2. Each of the three Pauli matrices has the two eigenvalues +1 and —1. The
corresponding normalized eigenvectors are

50 -5
w50 =50

e =)

8.3. If we write the eigenvectors as columns of the transformation matrix 7', we
obtain, for example, for the Pauli matrix o
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I (11
r-5(4)
This yields

Lt 1\ o1\ (11 10
¥ —— —
=3 (14) () (G4)=(2)

that is, a diagonal matrix with the eigenvalues 41 and —1 on the diagonal.
We start with the largest possible values j = % + % =landm = % + % =1m
can then have the values —1, 0, and + 1. For the largest total angular momentum
quantum number j = m = % + % = 1, there is exactly one state in the coupled
and uncoupled basis:

®e

€i—1,m=1 =€

(A.20)

s

l—
l—
l—
l—

Now let us remember that for spin-% systems the Pauli matrix o3 has the two

eigenvectors
(1 d (0
ety =\g) and es_1 =)

The four possible vector combinations are

1 0
10 |1
e1®et=|g [ er®eri=1,1
0 0
0 0
0 0
@ = e ®a =
0 1
We can apply the lowering operator
J_=J14+iJ,=8_-QI,+ 1, S_
to (A.20) and get
J,ejzlymzl=(S_e%7%)®e%,%—i—e%,%@(S,e%y%). (A.21)

With (6.49), namely
J-ejm=1j(G+ 1) —mm— 11" hejm

and
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_ 12
S_egn =[s(s+ 1) —m@m —1)] hes,m—lv

we obtain from (A.21)

(2) hej— o = hei 1 ®ei 1 +hei 1 ®ei 1,
which leads to
1 1
Cimim=0 = ey Ot s @6 =
0 0 0
_ Lot frfo L
V2t V2o V2Ll
0 0 0

According to (8.37), the Clebsch—Gordan coefficients are defined as
Cla,b; jom) = (e, ® €})"e(j.m).

For our problem, this reads
C(a, b; j,m) = (e, ® e;)'e(j, m).

In particular, we find the Clebsch—Gordan coefficients

c((L-2). (5 1).=1m=0)= Te(1.0) =
57_5 5 555 yJ =1,m= _(e%,—%®e%,%) e(7 )__25

(1) (2 -1).i=1m=0)= e(1,0) =
575 9 57_5 yJ=1,m= —(e%,%®e%,—%) e(v )_E

Another Clebsch—Gordan coefficient can be obtained directly from (A.20):

11 11 .
C A 3 S0 A ;]:l,m:l :1.
22 2°2

Applying the lowering operator J _ once again yields

(2. (2 1) i=tm=1)=1
272723 27J_5m_ _ L

Until now we have had three basis vectors, namely
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0\ /1 0
11 0 4 |0
Al ol ™ (o
o] \o 1

By choosing an orthonormal vector corresponding to e;_; ,,—o, we get the
missing fourth basis vector

0
1
2| -1

0

This means that the additional Clebsch—-Gordan coefficients are :I:\/%.

Because J? and J 3 commute, they have identical eigenvectors e jm- The eigen-
value equations of J are then

Jzejm = ](.] + l)hzejma (A22)
Jsej, =mhej,, —j<m=<]j. (A.23)

The largest total angular momentum quantum numberis j =m = £ + % For
these values, there is exactly one state in the coupled and uncoupled basis:

€jmitlm=t+l =€re @€l 1.

As in the previous problem, we apply the lowering operator
J_=J1+iJo=L_QIs+1,®S_
and receive

J_ej:“_%’m:“_% =L_e® €11 +er® S_e%’%. (A.24)

With (6.49), namely
L_eyy =L+ 1) —m(m — 1)]'* hegm-1,
Joejm=1j(G+1) —mm—1)]"*hejm,

and
S_egm = [s(s + 1) —m(m — 1)1/ heg, m_1,

we obtain from (A.24)
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QU+ 1)2Te; g1 1 = 20 her 1 ® ey 1+ (1) he @e 1.

2

This can be written as

1=

20\ 1 \:
Cj=trim=t=} =\ 577 ere-1®e1 1+ 21 ee®er 1.

The vectors e; ;1 ® e 1 and ey ® ei 1 are orthogonal to each other. The
orthogonal linear combination is therefore the state of the total angular momen-

tum j = £ — 1/2 with the same m = ¢ — 1/2:

() 20 \:
Cimt—tm=t-} T\ 57 ) €1 @~ \ 5y eee®er-y

Applying the lowering operator J _ as above and writing down the orthogonal
linear combination, we find

(21 2 \:
€i—tylim=0-3 = YA €e2®er 1+ W1 €o®er i,

2\’ 20— 1\?
j=t=tm=t-3 = 2w err2®e€11 — CYENT €1 ®er 1.

With this method, we get the general result

(t+m+3Y e—m+1Y
i=trim =\ "0 1 €m-l ®e€1 1+ S €mil ®€1_1,

1 1
e—m+1Y\ e+m+ 1LY\
Cit—tm =\ Toppy ) Gem-1®Cs T\ Toppy ) Gemti®€

There are 2(2¢ + 1) states in total. The Clebsch—Gordan coefficients are
(OF |l ¥4 ! ! :l:1 =L+ ! =
’ m :F 2 k] 2 ’ 2 ’ J - 2 ’ m -

1

: eEm+1Y
(€rmel ®€L L1) € gyl = ir1 )

(S}

I—
[

and
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9.1.

10.1.

10.2.

10.3.

10.4.
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’ 2 ’ 2 ’ 2 ’ ] 2 ’

1
Cxm+ 1Y
= (e&m% ®e%,i%)fej:£—%,m = :I:(—z) .

20+ 1

In the normal Zeeman effect, the energy level E,, splits into 2¢ 4 1 levels under
the influence of a magnetic field. After all, the highest £-value for a fixed # is
£ = n — 1, and these include 2¢ + 1 = 2n — 1 values of m. For £ = 2, we
therefore find 2¢ + 1 = 5 values of m, namely m = 42, 41,0, —1 and —2.
In other words, the level £ = 2 is split into 5 levels.

From (10.7), we find in matrix form -

c11 €12 arby a1b, ab’ T
= C = = T == ab .
(021 2 ) (llzbl arb, ) (azb )
In the second matrix, the second line is a multiple of the first line, therefore

the determinant of the matrix is zero. This implies that the determinant of C
must also be equal to zero:

c11 ¢ —cpcp =0.

By the way, an algebraic computer program for the calculation of the a; and
b; can be found in [23].

AipBi,=(AQ1)(I,®B)=AQR®B,
Bi2A1,=T,®B)(A®Iz)=AQ®B.
It follows that

[A12,B120]=AQB—-AQ®B=0.

(A12) = (6, ®E)T (AR T5) (€, ® &) = (E]AE)) (£1€,) = (A),
N——
1

(Bi12)= (&, ®&) (T4 ®B)(& ®E,) = (£€)(E1BE,) = (B).
S —
1

According to (11.8), we have

P ®&) =60
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11.1.

11.2.

with the permutation matrix

P=U;,=

Because P is symmetric and real, we find P" = P.Dueto P? = 1,4, we get
P~! = P. The matrix P therefore only has eigenvalues equal to +1.
Schrodinger would assign a wave function to each state of the cat, that is,
“alive after an hour” and “dead after an hour.” The probabilities for both states
would be equal. The total state of the system would then be a superposition of
the two wave functions. In other words, the -function of the system would
express that the living and the dead cat are mixed in equal parts.

According to the Copenhagen interpretation of quantum mechanics, the wave
function of the system collapses at the time of measurement. Once you open
the chamber and observe the system (i.e., a measurement), the atomic nucleus
jumps from the earlier superposition state into one of the eigenstates according
to the measurement device. It is therefore only at the time of the measurement
(by an outside observer) that it is decided whether the cat is dead or alive. Prior
to the measurement, we can only make a probability statement about the status
of the cat.

From the perspective of ensemble theory, the experiment would be described
by an ensemble of identical systems, say 10,000 boxes with one cat in each
box. After a certain time interval, approximately 5000 cats would be dead and
approximately 5000 cats would be alive. This result is due to the empirical
law of large numbers. According to this law, the more often you repeat the
experiment, the better the results approach the theoretical probability of 50%.
To me, this is the interpretation of a physicist, whereas other interpretations
(such as Everett’s parallel universe, with one universe for the living cat and
one universe for the dead cat) rather belong to the field of philosophy. In any
case, we had better speak of Schrodinger’s cats, that is, in plural.

h 0 h 0
(@) [p. xJY(x) = (px — xp)p(x) = lfaxw(x) - xlfaib(X) =

h h O h O h
= -p(x) +x - =) —x - —P(x) = —(x).
i i Ox i Ox i
In other words, [p, x] = ?

h O h O
D) [p, x"T(x) = —a—x”w(x) —x"-—(x) =
X i Ox

i

= 0 2L - B D = e B,
i i Ox i Ox l
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: ny —_ ,, h,n—1
that is, [p, x I=n3x

(c)With the commutator rule from Problem 3.7,
[AB,C] = A[B,C]+ [A, C]B,

we prove the statement inductively.

n=2:
h
[p*,x]=[p-p.x]=plp,x]1+lp,x]Ip =2-p.
—— 1
Ly
n—1—n
n n—1 n—1 n—1 h n—1
[p", x]1=1Ip xl=plp" L xl+I[p,x]1p" =n—-p
N ——’ l

———
(=1 & pr-2 &

11.3. (a) The differentiation of an operator A with respect to time ¢ is defined as

dA ger At +¢) — A1)
= lim—"
dt e—0 €

For two time-dependent operators A(t) and B(t), we find

At +©B(t +¢) — AN)B(1)
€

%(A(I)B(t)) = lim

= lim

e—0 € €

[[A(t +¢€)— A@®)]B(t) N At +e[B(t +¢) — B(t)]:| _

dzz(t) B+ A() dB(t)

(A.25)

Next, we show inductively that dA(’) =>"_ AVt ‘fj—’?A(t)””’

n=2:
dA(t)? dA(t) dA() v14 2-v
i AN + A()—-ZA() A(r) :
n—>n+1:
n+1
dA@W"™! (125 dA(r) A+ A(t)ndA(r)

dt
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_ZA(t)" d A(t)” Y A —— dA® _
dr

n+1

— ZA(I)I/ 1 A(t)nJrl v

The differentiation of a function f(A) of an operator A with respect to the
operator A is defined as

df(A) def . f(A+el)— f(A)
dA T~ o € ’

with the neutral element 1. We obtain a similar product rule

f(A+eDg(A+el) - f(AgA) _
€

d .
T (Wg) = lim

= lim

e—0

[[f(A +el) — f(A)lg(A) n J(A+eDlg@t +€l) —g(A)]] _

€ €

df(A) dg(A)
i .

12.1. The gamma matrices are defined as

def

v = Ba.

With (12.38) to (12.41), where o ; are the Pauli matrices, we get

0001

0 0010
a1=0’1®0’1=(0_10(.)1)= 0100 |

1000

000—i

0 00i 0
(12:(7'1@0'2:(0-20(-)2): O—l(l)o s
i 000

0010

0 o 000-1
4= 0180 (0'303)_ 1000 [
0—-10 0
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100 0
3 (I, 0\ _[010 0
ﬁ—"3®12—(0—12)_ 00-1 0
000 —1
The gamma matrices are therefore
100 0
. (I 0 _ (o010 0
70_5_(0—12)_ 00-10 | (A.26)
000 —1
0 001
. (L0 0oy [0 010
71—5"“—(0—12)(010)_ 0 —-100 | (A27)
1000
000 —i
_ o Iz 0 00’2 _ 00:i 0
"2—ﬁ°‘2—<0—12)(020)_ 0i00 | (A.28)
~i00 0
0010
_ _ 12 0 00’3 _ 0 00-1
73—ﬁ°‘3—(0—12)(a30)— 100 0 | (A.29)
0100

Note that for j = 1, 2, and 3, we can also write the gamma matrices as

0 .
5, = (—a, YV ) , (A.30)

In this form, we immediately find that

2 0 g; 0 ag; _ —12 0 _
V.f—(—a, 0)\-o;0)"\ o -1,)~ Ly, (A.3D)

because o5 = I, for all j. With the Levi-Civita symbol

+1 if (i, j,k)is (1,2,3), (2,3, 1) or (3, 1, 2),
gijk =1—1 if G, j, k) is (3,2, 1), (1,3,2) or (2, 1, 3),
0 ifi=jorj=kork=i,

we find for the product of two Pauli matrices (u # v)
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o0, =1 E EpnO k-
K

With (A.31), we finally get (1 # v)

_ 0 o, 0 o,\
7/1’71/_ _U,u. 0 —o, 0 -

_(—ouo, 0 I DI 0
- 0 —0.,0y - 0 —i z,{ Euwr Ok '

For example, we get

_(-ic; 0y _[o0io0o0
TM=\ 0 o) Tl 00=i0

From (A.33), we immediately see that
7;171/ = _71/7;1,’
which implies that the matrices anti-commute:

def
V) = Vv 77, =0.

The commutation law also follows from (A.33) as

DI ITs 0
0 .

Vo 1 E 70 — 1o =2
’7/1,7 ’YV - 7/1,’7y ’71/7/1 - —l Z;{ 5;“/#{0’»{,

12.2. Using (2.5) to (2.4), we first obtain

ii 0 0 0
8x0 8
0 i— 0 0
i ‘701 — l 8x0 8
9xo 0 0 —i— 0
3x0 8
0 0 0 —i—

179

(A.32)

(A.33)

(A.34)

(A.35)

(A.36)

(A.37)
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Y5 =

8x1

Y5 =

8)62

. 0
l’Y1a—x3=

. 0
"ox
0 i—
- .0 0
“on . om
9 .
ax, om
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0
0 0 i—
6 laxl
0O i— O
g M , (A.38)
—i— 0 0
l@xl
0 0 0
0 0 i
9 8x2
0O —— 0
g 2@ , (A.39)
—-— 0 0
GXQ
0 0 0
0o i o
3x3 6
0 0 —i—
x| (A.40)
0 0 0
0
— 0 0
laX3
. 0
lzﬁyj(‘)x
j=0
0 n 0
i— i— + —
Ox Ox Ox
9 3 5 1 2
S — —l_
3x1. 83)62 a)C?, (A41)
—— 0
(9)60 P
0 ——
la)C()

This takes us to four linear differential equations:

iff — ’%Im/) =
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.0 my .0 .0 0
j— — — 0 i— i— 4+ —
8x0 h 8)(3 6)61 8)(2
0 o m ;0 0 0 Yo
laxo h lax Oxs 18X3 |
) 0 . 0 mo 0 Py |
-t - - - —
ax; 8)(1 8x2 8x0 h 'Q[JB
0 0 .0 0 .0 mo
_ i — g
0xy 0x1 Ox3 Oxo h

vy, s o dus_mg
axo 8x1 8x2 8x3 h
i%—i—i% O, 1.31/)3 mo
Ox Ox;  Ox Ox3; h

S o oo

= A.42
D00 e Oy mo (42
aX() 8)61 8x2 aX3 h :
O D D v mo
oxo  Oxi  Ox Ox3s h -
With the ansatz of a plane wave
1
P, ) = | 2 |expli(k"x — wr)), (A.43)
C4
we obtain for the first derivative
0
—p =c(—iw/c)expi(k x —wr)). (A.44)
8)(0
With k" x = kyx; + kaxa + k3x3, we further get
0
— 1 =c(ik;)expi(k x —wr)). (A.45)
6xj
If we insert these derivatives into (A.42), we finally get the linear algebraic
equation
R 0 —k;3 iky — ki
0 25—k —iky ks
' c=0. (A.46)

ks ki—iky —£—m 0
ki +iky —k; 0 —%—%
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Note that there is an algebraic computer program (written in MAXIMA) in
[23].



Appendix B
The Kronecker Product

B.1 Definitions

The Kronecker product of two matrices A € C"*" and B € C?*? leads to a matrix
C € C"P>™4 and is denoted by
A®B=C.

The submatrices C;; € CP*? fori = 1to n and for j = 1 to m are defined as

def
Cij = ai;B,

the matrix C therefore has the form

CluB algB almB

C = (1213 (1223 ...asz

auB apB ...a,,B

B.2 Properties of the Kronecker Product

Without proof, the following important properties also hold (see, e.g., [7]):

(AB)®C=AQ®(BRC(), (B.1)

(A®B) =A"®B’, (B.2)

(AR B)(C® D) =AC ® BD. (B.3)
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Appendix C
Fourier Decomposition of Periodic Functions

Let f(¢) be an arbitrary periodic function. Its Fourier decomposition is given by the
sum of simple sine waves

oo
F@y =T+ - sinut + ).

n=I1

where the y, are the amplitudes and the , are the phases. With the help of the
trigonometric addition theorem, the function can be decomposed into

@) = % + ;an -cos(nwt) + D by - sin(nwr). (C.1)

n=1

The goal of Fourier analysis is to compute the coefficients a, and b, (with the help
of integrals over a full period).
We can also write the Fourier series with the help of complex numbers as

o0

(1) = Z Cneinwt.

n=—0o0

The connection with the above notation with sine and cosine expressions is obtained
as

o0

oo —00
§ Cnemwt =co+ § Cnemwt + § Cnemwt

n=—00 n=1 n=—1

o0 —oQ
=co+ Z cp(cosnwt + i sinnwt) + Z ¢, (cosnwt + i sin nwt)

n=I1 n=-—1
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oo o0
=co+ Z c,(cosnwt + i sinnwt) + Z c,(cosnwt — i sinnwt)

n=1 n=1

o0

=co+ Z [(cn + c—n) cosnwt +i(c, — c—y) sinnwt] .

n=1
A comparison of (C.1) with (C.2) yields

Yo
Co = ?7
a, =c¢, +c_y

and
bn = i(cn - C—n)a

or ) )
a, —ib, a, +1ib,

*
¢, =——— and c_, =
2

) C,.

(C2)

The main idea of Fourier analysis is to compare the signal with sinusoids of various
frequencies w,. Each such sinusoid may be thought of as a prototype oscillation. As a
result, we obtain for each considered frequency parameter w, a magnitude coefficient
v, > 0, along with a phase coefficient ¢,. In the case that the coefficient y, is large,
there is a high similarity between the signal and the sinusoid of frequency w,,, and the
signal contains a periodic oscillation at that frequency. In the case that y, is small,
the signal does not contain a remarkable periodic component at that frequency. The
original signal and the Fourier transform contain the same amount of information.
This information, however, is represented in different ways. Whereas the signal
displays the information across time, the Fourier transform displays the information

across frequency.



Appendix D
Laplace-Runge-Lenz Vector

In a potential of the form V (r) = —a/r (e.g., the Coulomb potential or the gravita-
tional potential), the Laplace-Runge-Lenz vector is a conserved entity. In classical
mechanics, the vector is primarily used to describe the shape and orientation of orbits
of astronomical bodies, such as the path of a planet around its star. For two bodies
that move according to Newtonian physics, the Laplace-Runge-Lenz vector is a
constant of motion; that is, it is the same on every point of the path. With

L=rxp (D.1)
the (time-constant) angular momentum of the electron around the nucleus, and
p=mv

its linear momentum, the respective (constant) Laplace—-Runge-Lenz vector is
defined as
def 1

a = 5
Ze‘m

€ x p)+r/r. (D.2)

Let us now prove that the Laplace-Runge-Lenz vector is indeed constant over
. . f
time. With k & Z%e, we get

1
a=—MUxp)+r/r (D.3)
km
In addition, the time derivative of the momentum for the potential V = —k/r is
p=—kr/r, (D.4)

that is, Newton’s law of motion. Now
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_d 1 ¢ .
_E(%( xp)+r/r)_

1
=—(Z xp+E€xp)+ - +r((a )~i):
0 orr

1p —1 )
=—(rxp)><p+——+r — ).

r

With (D.4) and the vector productrule @ x 8 x v = (a - v)3 — (@ - B)~y, we find
indeed

. lp -1 .
a=———(rX xr+——+r r——- r =
mr3( p) P33 =

(r-r)p—(r-p)r WP

1 1 1 1
=——p+—3(r-p)r+—p—r(r-p)—3=O.
mr mr mr mr

D.1 Further Properties of the Vector a

Lemma The vector a is perpendicular to the angular momentum vector {.

Proof The vector £ x p is perpendicular to £. Also, the vector £ = r x p is perpen-
dicular to r. This implies

{-a=

L-Uxp)+L-r/r=0. q.e.d.
0 0

Zem

Lemma The scalar product of a and r is

1

a-r=-———
Ze‘m

2+

Proof With (a x B) - v =« - (3 x 7), we find
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@x py.r+80) L ey d
a-r= X -r = — r. q.e.d.
Zem _L r Zelm 1
t(pxr)
——
-l
Lemma
2H ,
la| = T7gt + 1. (D.5)

Proof With the Lagrange identity

(@xPB)-(yx08)=(a-7)(B-0)—(a-8)(B-7)

and the Hamilton function H = ﬁ p>— 2732, we find

2
la> =a-a = @xp)+r/r| =

Ze2m

1
= Z2em2 (KXP)‘(fXP)-I—Zezm @xp)r/r+1=
@) (p»-(Lp) (po) e
——

0

2 L(1 , Ze?
= Zze“me (—p —— ) +1. q.ed.

2m r
—_—
H




Appendix E
Permutation

A permutation without repetition is an arrangement of n objects. For the first object,
we have n placement possibilities, for the second object only n — 1 possibilities, for
the third object only n—2, and so on. For the last item, there is only one empty seat left.
The number of possible permutations of n objects is therefore n! =n-(n—1)-----1.
For example, there are 4! = 4-3-.2-1 = 24 possible ways to arrange four differently
colored balls.

Let us now introduce a more precise representation of an n digit permutation 7 as
Cauchy’s two-line notation with two rows and n columns. In the top row, we place
the numbers 1 to n (in any order). Under each number j, we put the function value
7(j) in the second line. For example,

B 1 2 ... n
TT\lrr@ )
Obviously, the second row also contains each number 1 to n exactly once. As an
example, let us consider the permutation

m:{1,2,3,4} — {2,4,3, 1}
with 7(1) = 2, 7(2) = 4, 7(3) = 3, and w(4) = 1. In Cauchy’s two-line notation,

this permutation looks like
(1234
"=\2431)"

One can represent a permutation of n objects as an n x n matrix. If a permutation
m:A{l,...,n} = {1,...,n} of n objects is given, then the permutation matrix P
is defined as
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where p; is a canonical basis vector,' thus a permutation matrix is a square binary
matrix that has exactly one entry of 1 in each row and each column and Os elsewhere.
As an example, consider the permutation

(12345
T=\42153)
The corresponding permutation matrix now has the form
P.= (P P2 P3 Pa Ps) =

00100
01000
2(5422215553)2 00001
10000
00010

For a vector ¥ = (v, va, v3, V4, v5)", this yields

00100 U1 U3
01000 Uy 1%)
Pﬂ): 00001 U3 = Vs
10000 on vy
00010 Vs (n

I'The canonical basis vector & is the kth column of the n x n-identity matrix I,,.



Appendix F
Determinants

F.1 Axiomatic Definition of the Determinant of a Square

Matrix

A mapping from the space of square matrices onto the underlying field maps each
matrix A = (v{]...|v,) on its determinant det A, if it satisfies the following three

properties.

e It is multilinear, that is,

det(vy|...|vi—1|bv; + cw|viyy|...|v,) =
= bdet(vy|...|v;i—1|vi|vig1] ... |v)+
+cdet(vq]...|vi—1|wlvipq]...|v,)
forall vy,...,v,,w e V,andforall b,c € K.

e If we interchange two columns or two rows, the sign is changed
det(vi|...|v;|...|vj]...|v,) = —det(vy]...|vj]...|v;]

e If two columns or two rows are equal, the determinant is zero.

e [t is normalized, that is,

detl, =1

for the identity matrix 1 ,.
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F.2 The Leibniz Formula

For an n x n matrix A with elements a; ;, the determinant can be defined by the

Leibniz formula
det A = D" sen(o) [ [ a0ty

og€eS, i=1

The sum stretches over all permutations? ¢ of the symmetric group S, of degree 7.
sgn(o) denotes the sign of the permutation o, that is, 41 if ¢ is an even permutation,
and —1 if it is odd. We can recognize whether a permutation is even or odd by
counting the number of transpositions that are required to generate the permutation.
An even number of permutations means that the permutation is even; an odd number
of permutations means that the permutation is odd.

2See Appendix E.



Appendix G
Dirac’s Bra-Ket Notation

In [9], Dirac introduced a special notation for quantum mechanical states. Today,
this notation is used in many books on quantum mechanics and should therefore be
briefly described here as well.

The state space in quantum mechanics is a complex finite or infinite vector space.
Dirac denotes an element f of the vector space by | f ), which he then calls a ket vec-
tor. An example for a one-dimensional ket is Schrodinger’s wave function |1} ), whose
representation in position space is the well-known complex-valued wave function
1 (x). An example for a four-dimensional ket is the vector

(8
()
Y3
(N

in the Dirac equation. Note that the ket |1/ ) stands for the entire wave function !
Dirac then defines a dual to each ket called the bra. We get a bra from the respective
ket by taking its conjugate complex (if the ket is a vector, we also need to transpose):

def

(FI= U ="

The scalar product of two vectors can then be written with the bra and the ket as

(flg)E fig.

We then have
(flg)y=A(glf)"

For an operator C, the definition can be extended to

def

(fiClg) = f'Cg.
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This definition allows us to write the operation of C in two equivalent versions,
depending on to which state we prefer to apply the operator:

(fIClg) =(C"flg) = (fICyg).

The length of a vector f is given by

Ifl=V{fIf)

For the case of wave functions in position space, the scalar product is defined as

+o00
(flg) "=f/ F*(x)g(x)dx.



Appendix H
Proofs of Pauli’s Formulas

H.1 ‘Commutator Gymnastics’

First we notate formulas that we need to perform the proofs. We have (k = 1, 2, and
3) for F = F(Xy, Py)
(3.27) [Xi, F1=ih oF
. ,Fl=ih——mr,
¢ oP,

(3.28) [Py, F]= 'haF
. ks = lan.

For F = R = /X7 + X5 + X3 we get

[Xi, Rl = ihg—;fk =0, (H.1)
and OR
[Py, R] = —iha—Xk = —ihX;R7". (H2)
Also O(R-!
[P, R =—ih (an) = —ihX (R>7". (H.3)
Furthermore

[Li, R] = (X, P3—X3P)R—R(X,P3—X3P;) = X; [P3, R] +X3[R, P,] =0,
S——— N——
—ihX3R™! ihX,R™!

generally
[Ly, R] = 0. (H.4)
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This implies that R~! commutes with L. For example, from L; R = RL, it follows

that
R'L,RR'=R'RL,R™!
SO
R 'L, =L,R"!
or
[L,, R"'1=0.
ftis AL I(X,P3 — X3 P»)
. 1 . 203 — 342
X, Li1=ih =ih =0
[X1, L] =i P, i P,
and generally
[Xi, Ly ] = 0.

Next we have

., OLy  O0(X3Py—XP3)
X, L] =ih =1ih =ihX35,
[X1, L] =i oP, i oP, ihX;

and general®
[Xi,Ljl =ihe;jiXk.

Similarly for the commutator with P we get
[P, Li] =0

and
[Pi, Ljl=ihe;jPy.

Notice these commutator properties [29]

[A, BC] = B[A, C]+[A, BIC.

3The Levi-Civita symbol €; is defined as follows.

+1if (@, j, k) is (1,2,3), (2,3, 1), or (3, 1,2),
gijk=—1 if (G, j, k) is (3,2, 1),(1,3,2), or (2, 1,3), ;
0 ifi=jorj=kork=1i

(H.5)

(H.6)

(H.7)

(H.8)

(H.9)

that is, &4 is 1if (i, j, k) is an even permutation of (1, 2, 3), —1 if it is an odd permutation, and 0

if any index is repeated.
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Proof: B[A, C]+[A, B]C = B(AC — CA)+ (AB — BA)C =
=ABC — BCA =[A, BC]. qed.
Similarly,
[AB,C] = A[B,C]+[A, C]B. (H.10)

Suppose now that [A, B] = 0. If n is a positive integer, then so is
[A", B] = 0.

Proof By induction: The base case, n = 1, is given. Then using the inductive hypoth-
esis, we get

[A", Bl =[A""!, B]JA + A" [A, B] = 0. qed.

H.2 Proof of Pauli’s Formula (7.14)

[A;,L]=0 (7.14)

First we prove
—Px =L xP 2. (H.11)

We have with (H.9) for the first component, and similarly for the other two compo-
nents,

(Sxm)l—ZihPIZ L2P3 — L3P2 —21hP1=—(%X£)1
S—— S——
—P3L,+ihP, —P,L3—ihP,

With (H.11) we can write (7.11) now

1

A= (& x P —iP) +NRR. (H.12)
Zelm
With
A = (L,P3 — LyP, —ihP)) + X, R™!
mZe?
we have
[Ar, L] = |:mZez (LoP3 — L3Py — ihPy), L1} +[XiR7" L],

and with (H.8)
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1
[Ay, Li] = 72 LyP3Ly — L\ LyP3 —L3PoLy + L L3 Po | +[X,R™', Ly],
[LyP3,L] —[L3P,,Ly]
and with (H.13)
[Ar, L] = 5 [LyP3, L] - [L3P>, L] +[-1=
mZe —_— —
Ly[P3, Li]+([La, L11P; L3[P2, L1]+([L3, L1] P>
——— —— ~——— ——
ihPy —ihL3 —ihP3 ihLy
=0+ [X;R' L],

and with (H.13), (H.5), and (H.6) we finally get

[A1, L] =X, [R", Li]+[X, L] R =0.
0 0

Similarly we get for k = 2, and 3

[Ax, L] = 0.

H.3 Proof of Pauli’s Formula (7.15)

(7.15) [Ai, L;] = ihejrAx.

with
A = (L,P3 — LyP, —ihP)) + X, R™!
mZe?
we have
[A17L2]=|: 2(L2P3—L3P2—iﬁP1),L2}+[X1R_1,L2],
mZe
and with (H.8)
[Ay, Ly] = mZe2 LoP3Ly, — LoLoP3—L3PyLy + LyL3sPy—ihP Ly +ihly Py | +

[L2P3.Ls] —[L3P2,L,] —in[Py, L2]
—_——

inPy
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+X 1R, La],

and with (H.13)

[A1, Lr] =

[L2P3, Ly] - [L3 P>, L>] —@R*Ps | +[--1=
e e —
Ly[P3, L] +[La, L21P3s  L3[Po, Lo]+([L3, L2] P,
—_— —— —_— ———

—ihP| 0 0 —iRL

mZe?

= i (—L,P,+ L P, —ihiP3)+[X,R', L,].

mZe?

With (H.13), (H.5), and (H.6) we finally get

ik

[A1. Lyl = —— | —LaPy + L1 Py —iliP3 | + X1 [R™', Lo] +[X . L] R™' = ihAs.

] mZe —_— —_— —m\—— e
(ExP)3 0 inX3

Similarly we get
[A;, L;] =iheijiAx.

H.4 Proof of Pauli’s Formula (7.16)

(7.16) A.L=2.A=0.

We have .

Zem

(ExP)—ikP)+RRH- £ (H.13)

x|

The angular momentum vector matrix £ is orthogonal to each of the three terms in
(H.13). To see this, we first look for

L,P; — L3P, L,
LxP)- L=\ L:;P—LP;3|-|L| = (H.14)
L,P,— L,P, Ls

= L,P; Li— LP3; L)+ L3P L, —L,P L3 +
— —_——

P3L,—ihP, P3;L,—ihP, —ihPL\+ihP3L3—ihP,L,

—ihPLi+ihPyLy,—ihP3L3

+ L\PyLy— LyP,L, = —ihP L, — ihP>L, — ihP3;Ly = —ih'B - £.

—ihPyLo+ihPL\+ihP3L3

This is the same as the second term in (H.13). But for this term we get
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P, X,P3;— X3P,
P-L=P - RxP)=| P2 | | XsP1—X\P;3 |,
P3 X] P2 - XZPI
and because X; commutes with P, fori # k, we finally get
PB-L=0. (H.15)
The same is true for the third term in (H.13), inasmuch as X; commutes with X,

R-L=R-RxP)=0. (H.16)

H.5 Proof of Pauli’s Formula (7.17)

(7.17) Ax A= —ih ZZHQE
With |

— R_
=5 Liex P —ikP) + R

def 1

BE (S x P i,

and
A = B+ RR!,
Z(32 +
we have
2A X A= Z2Am2 “Hi.
(H.17)

First, we obtain for (3 x 9)
BxB = ((LxP) x (L XP)) —ih((£xP) x P) —ih(P x (£ x P)). (H.18)
and for the first component
(€ xP) x (X P)1 = (L X P(L xP); — (£ X P)(LxP) =
= [(€ x P)a. (€ x P)3] = [L3P| — L P35, L Py — L, P 1] =
= (L3P — L\P3)(L\ Py — Ly P1) — (L P, — L,P)(L3P| — L, P3).

With (7.13), (H.8), and (H.9) we obtain
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(€ xP) x (€ xP))| = —ihL P? —ihL, P} —ihL,P3 = —ihLP*, (H.19)

and generally

(£ xP) x (& xP)) = —ih LP°. (H.20)
Next, we obtain for the first component of the second and third terms in (H.18)
(ExP) x P+ (P x (ExP)) =
={(LxP)P; — (L x P3P} + {P2(L xP)3 — P3(L x P),} =

=[(£ x P2, P3] — [(£ x P)3, P2] =0.
L;P,—L,P; L,P,—L,P,

Finally, we need to examine the last term in (H.17)
RR ) x (ExP)+ (L xP) x RRH Y ¢

With
def

B =L xP
we have for the first component C; of &
Ci=(RR™) xB)1 + (B x (RR™), =
= (X2R7'B; — X3R'By) + (B2 X3R™' — B3 XoR ™) =
= [X>R™', B3] - [X;R™', B:],
and with (H.13) and (3.27)

Ci = Xo[R', B3]+ (X2, B3R — X3[R™', B2] — [X3, B]R™' =
N — S——’

haBg, Ah&Bz
"op, or;
dB5 OB,
= ih—R '—ih—=R "+ X,[R', L P, —L,P{]— X3[R™ ', L{P3— L3P
i aP, i oP, + X[ 1P 2P ] 3l 1 P3 3P ]
OR™! OR™!
—ih—X, +ih——X
ox, Tty A
or
dB5 9B,

C,=ih—=R'—ih R7!

oP, 9P;
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+ihL aRilX —l—aRilX i h(L, X, + L3 X )8R’1
i —1i
]8X228X33 242 335,1
. OR™! 3 .
With SR =L, X, + L,X, + L3;X5 =0and X = —X; R’ we obtain for the
k
last line
ihLy (X7 + X3+ X3) R =1L, R™".

Furthermore, one has

O0B; 0B, 0 0
— = L.P —— (L1 P3) =
9P,  OP; 8P2( 1 2)+8P3( 1P3)

0 0
=2L P P L, =3L,,
1+ ( 5P, + P; P3)1 1

thus in total

C, =2ihL,.
Putting this in (H.17), we have
A x A ih 2 v ! P> —eR7!
X = —1h— _ — .
"zt 2m ¢

H.6 Proof of Pauli’s Formula (7.18)

(7.18) W =2 (22 ) s

With
1

—ih R,
ZeZmZ(}::X&p i) + R

di

ef 1 1 .
B = Ze—2m§(£ X P —ihP),

and
A=V +NRR"',

we have
A-A={B>+RR'B + BRR' +1} (H.21)

For the first term on the right-hand side of (H.21) we get


http://dx.doi.org/10.1007/978-3-319-26366-3_7
http://dx.doi.org/10.1007/978-3-319-26366-3_7

Appendix H: Proofs of Pauli’s Formulas 205

1
B = - 24(£xsp—msp)2
1
= Jroima 4(<£ X )’ — INP(L x P) — M€ x PP — ()’ P’). (H.22)

As with formula (H.14), these formulas can be proven.

(L x P)? =P2£2, (H.23)
P(L x P) = 2nP*, (H.24)

and
(ExP)P =0 (H.25)

With these three formulas, we have

1

D2 i
Z2e4m? 4

*32(22 + (WD),
(H.26)

(‘B L 2P - (P) = 7

Next we get
X R! L,P; — L3P,

RRH-(xP)= [ XoR' || L3P, — L, P35 | =2ih(R-P)R'+L*R!,
X3R! L P,—L,P,

and
(L xP)-RR Y =L*R".

Thus we have

RR'V =
7 2
and 1
R '= LR —2iAR - PR).
BR 7o 2m2( iR - P)R)

Putting these in (H.21) we obtain the final result

2 1 2
AA=——(—P* - ZIR")(L*+ P 1)+ 1 = ——E(L*+ R +1.
mZ2e* (Zm ¢ L7+ R+ mZ2e* (Lo+RD+



Appendix I
Physical Quantities and Units

e Bohr Magneton: pp = £ = 9.27400968 - 10~2*Am? (or JT');

2

e Fine Structure Constant: o = A#Mh = ezzc}fl‘o =17.29735357 - 1073 ~ ﬁ;
o Bohr Radius: ap = 290 = I — 52917721092 - 10" m ~ 52.9 pm;
Force: IN(Newton) = Imkg/s?;
Work, Energy: 1J(Joule) = INm;
Magnetic Flux Density: 1T(Tesla) = IN/(Am);
Power: IW(Watt) = 11/s;
Voltage: 1V(Volt) = 1J/C;
Charge Quantity: 1C(Coulomb) = 1A's;
Current: 1A(Ampere) = 1C/s.
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