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Preface

This book is the outcome of the two semester course of lectures that we have been de-
livering for a number of years to the first year M.Sc. students at the University of Kaly-
ani, in West Bengal. The material contained in it is appropriate for M.Sc and advanced
under graduate (senior level) students covering the syllabi of most of the universities of
India and abroad.

Instead of following the historical development of quantum mechanics the theory has
been built up starting from a number of basic postulates as described in chapter 1.

Representation theory comes next in chapter 2. It includes changes of representa-
tion and the concept of unitary transformation which is very basic in the formulation of
the theory. After considering spatial translation and momentum we go over to the time
evolution of quantum systems which finally gives rise to the Schrodinger equation of
motion. Feynman’s Path Integral formalism then follows in chapter 5. Chapter 6 contains
the application of quantum mechanics to one dimensional problems. More realistic three
dimensional cases are dealt with in chapter 10.

Rotation and angular momentum are discussed in great detail in chapters 7, 8, and 9.

Symmetry plays and important role in quantum mechanics, perhaps more so than in
classical mechanics. This is covered in chapter 11.

Since most of the physical problems cannot be exactly solved, different approximate
methods are developed which constitute chapter 12.

Time dependent approximate methods and scattering processes are discussed
elaborately in chapters 13, 14 and 15.

Relativistic quantum mechanics is introduced in the last chapter ending at the
doorstep of quantum field theory.

I am undebted to Dr. G Speisman of the Florida State University, USA, whose lectures I
attended as a graduate student. These lecture notes have been of help to me.

I would like to thank my former colleagues Professor Ratanlal Sarkar for many
helpful discussions and Professor Siddhartha Ray for supplying me with books and other
materials. Professor Ray also managed to find time from his busy schedule to oversee the
entire process of publication of this book. I am extremely grateful to him.

This book was written when we were visiting our sons Angsuman and Archisman in
America. They took care of us and provided a perfect ambience for me to finish the book.
I am so proud of them.

Finally my husband Professor Prasantakumar Rudra motivated me to write this book
and painstakingly prepared the La Tex version of the manuscript in camera ready form.
This book would not have been possible without him.

Kolkata, India Nandita Rudra
2018
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Chapter 1

Basic Concepts & Formulation

1.1 Introduction

Newtonian Mechanics, theory of Elasticity and Fluid Dynamics, together with Maxwellian
Electrodynamics are basically what constitute Classical Physics. Classical Physics
was developed and successfully applied to describe the motions of macroscopic bodies
like planetary systems and other every day phenomena. It also described electro-
magnetic field and its interaction with matter. The development of classical physics
was almost complete by the early twentieth century. With the discovery of sub-
atomic particles, radioactivity and X-rays and also the accumulation of data on the
spectrum of Black Body Radiation and other spectroscopic studies, it became imper-
ative to invoke new concepts and ideas. Thus Quantum Mechanics, the fundamental
theory of the physical world was formulated.

Based on the early work by Planck, Einstein, Bohr, de Broglie, Sommerfeld and
others, Quantum Mechanics was developed during 1925 - 1928 by Heisenberg, Born,
Jordan, Schrédinger, Dirac, Pauli and others. All experiments performed during the
last 80 years have indicated the correctness of Quantum Mechanics.

Quantum Mechanics has brought about profound change in our thinking about
the description of natural phnomena, particularly those of the subatomic world.
Though it is based on concepts radically different from those of classical physics,
quantum mechanics yields the laws of classical physics in the macroscopic limit.

1.2 Measurements

In classical mechanics the dynamical state of a system is determined from the knowl-
edge of the dynamical variables like the coordinates and momenta of the constituents
at every moment of time. All such variables can, in principle, be simultaneously
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measured with infinite precision.

In Quantum Mechanics, on the other hand, measuremnt process itself, i.e. the
presence of the measuring apparatus between the system and the observer mod-
ifies the state of the system in an unpredictable way such that the subsequent
measurements may yield different values for the same variable. The result of the
measurement in quantum mechanics is probabilistic rather than deterministic as in
classical mechanics. This probabilistic nature of measurement is an inherent prop-
erty of quantum systems unlike statistical probability which arises due to the lack
of knowledge of all the initial values of the variables that define the state.

This means that quantum mechanics predicts the number of times n that a
particular result will be obtained, when a large number N of measurements are
carried out on a collection of identical and independent systems that are identically
prepared. Such a collection is called an Ensemble.

1.3 Basic Postulates

We shall start by enunciating and explaining the basic postulates and axioms that
are necessary for formulating the new mechanics. These postulates are self-evident
truths that cannot be proved but have to be accepted for building up any new theory.
If the theory thus built up is successful not only in explaining the known experi-
mental results but also in predicting new ones, then these postulates become laws.
Thus we have the Newton’s Laws in classical mechanics, the Maxwell’s Equaions in
classical electrodynamics. In statistical physics we similarly have the postulates of
equal a priori probability and ergodic hypothesis.

(i) Postulate 1. State of the System

We shall use the ket and bra vector notations developed by Dirac. These elegant
notations are compact, sufficiently general and extremely powerful as will become
evident as we proceed.

The physical state of a system is denoted by a ket vector |a) in a linear and
complex vector space which is a mathematical space with dimension depending on
the nature of the physical system under consideration. The vector space in infinite
dimension is known as Hilbert Space.The state index « denotes the set of values or
quantum numbers of the physical quantities which define the state of the system.
The ket |a) is postulated to contain all the informations that can be known about
the system. Also
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cla) = |a)e, ¢ = arbitrary complex number, (1.1)

is postulated to represent the same state |o). When c¢ is zero the result is the Null
ket.

(11) Postulate 2. Superposition of States.

This postulate is one of the corner stones of quantum mechanics. According to this
postulate if there are more than one states of the system then the linear combination
will also represent another state of the system. For instance if |a) and |3) are two
possible states, then

cola) + ¢g|lB) = |v), where ¢, and cg are arbitrary complex numbers,  (1.2)

will represent another state of the system. Thus one can add up states to gener-
ate new states by superposition. The physical vectors in Fuclidian Space have the
property that they can be added up to form new vectors. Analogously we have
designated the states |«) as ket vectors in a complex and linear mathematical space.
Since from Eq. (1.1) ¢|) and |a) are the same state when ¢ # 0, only the ‘direction’
and not the magnitude of the ket vector is of significance.

BRA VECTORS, BRA SPACE, INNER PRODUCT

We now introduce the bra vectors and the bra space. According to Dirac every
ket vector |a) is associated with a bra vector, denoted by (|, by some conjugation
process. The association between |a) and (al, we call dual correspondence. The
Bra Vectors are introduced such that the complete bracket notation (f|a) which is
defined as the inner product of a ket |o) and a bra (| will be in general a complex
number. The inner product is postulated in analogy to the scalar product a - b,
which is a scalar quantity, of two physical vectors a and b. According to Dirac a
bra vector is completely defined when its inner product with all the kets in the ket
space is given. If this inner product of (| is zero for all the kets |a), then (3] is a
Null bra vector.

If (Bla) = 0, forall |a), (1.3)
then (8| = 0, Null Bra Vector. (1.4)

Thus with every ket space there is an associated bra space spanned by bra vectors.
We write

Dual Correspondence

’Oé A — Oé|,
DC
) — (al, (1.5)
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which we may call Hermitian Conjugation and write

(] = [Je)]" and (a|f = |a).
in general
o) + 18) <5 (al + (8], (1.6)
cal) + cslB) 5 dilal + (8], (1.7)

where ¢, and cg are complex numbers.
Having defined the inner product

(B - (la)) = (Bl (1.8)

we further postulate that

(Ble)y = (alB)" (1.9)

Thus the numbers ($|a) and («|f3) are complex conjugate of each other. Though
the inner product is analogous to scalar product of two vectors, but unlike it the
inner product is non-commutative, i.e.

(Blay # (alB). (1.10)

Justasa-b = ayb, +ayb, +a.b, = ab cosf is the overlap of the vector a with
vector b, (8|a) represents the overlap integral of (5| and |a); which will become
clear once the representation of |5) and |«) in terms of the complete set of basis is
introduced.

From Eq. (1.9) follows

(aay = (a|a)” = Real. (1.11)
We further postulate that
(afay >0, (1.12)

where the equality holds if and only if |«) is the Null ket. We shall call \/{a|a) the
Norm of the ket |«) and the postulate of positive definiteness of norm is essential
for the probabilistic interpretation of quantum mechanics. Two kets |«) |5) are said
to be orthogonal if

(alB) = 0. (1.13)
The normalized ket |&) is given by

)

= T

(1.14)
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The norm +/(a|a) is analogous to the magnitude [a - a]% = |a] of the vector a.
Since |a) and c|a) represent the same physical state, we shall henceforth use the
normalized kets Eq. (1.14) to describe a state. The normalized ket vectors can yet
be multiplied by a phase factor e”, with real v with modulus unity, before it is
completely specified.

(111) Postulate 3. Operators for Dynamical Variables

Every Dynamical Variable A will be represented by a linear operator A which op-
erates on a ket |a) to transform it to another ket |v)

A(le)) = Ala) = |y). (1.15)
Then
(Gl = (M = (alAf, (1.16)

where Af defined to be Hermitian Adjoint of A which acts on the bra (| from the
right. Since A has to be linear we have

Aleala) + cslB)] = cadla) + csAlB). (1.17)
OUTER PRODUCT OF STATES.

We define the Outer Product of |f) and |«)
(18)) - ({al) = [B){el. (1.18)

Unlike the inner product (f|a) which is a number, it can be shown that the outer
ptoduct Eq. (1.18) is an operator. To show this we use after Dirac the associative
axiom of multiplication. Just as the multiplications between operators are asso-
ciative, Dirac postulated this property holds good for any legal multiplication (i.e.
multiplications that are allowed) among kets, bras and operators. Thus

(B al) |v) = [B) - {alr) = calB), (1.19)
where cq, = (a]7) = a number.

It is as if |8)(a) rotated |7) in the direction of |8). Similarly
(- (UB)el) = (B) - {al = {alcys (1.20)
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HERMITIAN ADJOINT OF |B){al.

We have defined Hermitian Adjoint operator in Eq. (1.16). Let

AX = |B){al, (1.21)
Xy = (UBa) - 1) = 18) (el
= caylB) - (1.22)
Then
IXT = {aln)* - (Bl = (o)l
(vl - (Je){B1) - (1.23)
Thus
XT = |a)(B|, where X = |8){al. (1.24)

X' is called the Hermitian Conjugate of X.
An operator is said to be Hermitian if it is equal to its Hermitian Conjugate.

je if X = XT, then X is Hermitian.
Since
BIXla) = (8- (%)) = [(tlX) 18] . (1.25)
if X = XT, then,
(Bl X|e) = (alX]B)" (1.26)
and, in particular
(B1X18) = (BIX|6)" = Real

In other words the diagonal matrix elements of Hermitian Operators are real.

(iV) Postulate 4. Eigenvalues and Eigenvectors of Operators

When an operator acts on a ket |«) it does not, in general, give rise to the same ket
|a) times a constant. However, for an operator A, there may exist a particular class
of kets known as eigenkets of A satisfying the following equation

Ala,) = anlan), n =1,2, -, (1.27)
where {a;, as, --- } are just numbers, called the eigenvalues and Eq. (1.27) is
known as Figenvalue Equation. The kets |a;), |ag), --- , are known as Eigenkets.

The totality of the numbers {a;, as, --- ,} is called the Spectrum of Eigenvalues.
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According to Dirac a measurement always causes the physical system to be thrown
into one of the eigen states of the dynamical variable being measured and will yield
the corrensponding eigenvalue. It is postulated that the only result of a precise
measurement of the dynamical variable A is one of the eigenvalues a,, of the linear
operator fl, associated with A. This postulate has to do with measurement on a
quantum system.

(V) Postulate 5. Hermitian Operator.

According to the previous postulate measurement yields eigenvalues of an operator
corresponding to a physical observable. Since physical obervables are neccessarily
real quantities we need to represent them by such operators that have real eigenval-
ues.

We shall now prove that Hermitian operators have real eigenvalues and the eigen-
kets are orthonormal for non-degenerate solutions.

The eigenvalue equation for a Hermitian operator A is

Alay) = am |am) so that (a,|Alam) = am{an|am) (1.28)

(an) AT = a%(a,] = (an|A so that (an|Alay) = a’{ap|am), (1.29)
and thus

(am — a)(amla,) = 0. (1.30)
Thus

for n =m, a, =a, = real and forn # m, (a,|a,) = 0. (1.31)

The equation in Eq. (1.31) corresponds to non-degerate case. If the solutions are
degenerate, i.e. when there are more than one distinct eigenkets for a particular
eigenvalue, then orthogonality can be achieved by taking a suitable linear combina-

tion of the degenerate kets, that we leave as an exercise. So in all cases we can write
Eq. (1.31) as follows

(anlam) = Opm. (1.32)

This is the orthonormality condition.

Thus from Eq. (1.31) we find that the eigenvalues of Hermitian operators are real.
A sufficient but not necessary condition for an operator to have real eigenvalues is
for it to be Hermitian. We postulate that the linear operators associated with
observables are Hermitian.
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(Vl) Postulate 6. Basis Vectors and Completeness Condition.

We now postulate that the the eigenkets {|a1), [as), --- } of the Hermitian operator
A corresponding to the observable A form a complete set spanning the whole of the
ket space, such that an arbitrary ket |a) of the system can be uniquely expanded

in terms of this complete set. In other words the eigenkets {|a;), |ag). -+ } form a
basis of the ket space. Then we can write for any arbitrary ket |«)
la) = Zcom]an), where ¢, = (an|a@) (1.33)

n
are the expansion parameters and are in general complex numbers.
Also since

@) = Y lan){anla) (1.34)
is true for any arbitrary ket |«), we have

> an)(an] = 1 (1.35)

an unit operator. Eq. (1.35) gives the completeness criterion for the set {|a1), laz), -~ }
and is also known as the closure property. !

PROJECTION OPERATOR

Comparing Eq. (1.33) and Eq. (1.35) we see that the operator |a,)(a,| projects
|a) along |a,) and is thus called the projection operator, defined as:

~

/}n = |fln><an|a (1.36)
AEL = A

ZA” = Z lap)an| = 1 (1.37)

= Totality of all projections

The unit operator so defined is extremely important as it can be inserted anywhere
in a chain of multiplication of kets, bras and operators to derive useful results. For
example

(ala) = (af <Z|an><an!> @) (1.38)
= Z<a|an><an|a> = anncj;n = Z|Com|2

n n

= 1, (1.39)

for a normalized ket |a).

'See Appendix A.1 for discussion on completeness condition.
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MEASUREMENT OF OBSERVABLE A

We now make a useful observation relating to the measurement of the observable
A. If the state vector of the system is one of the eigenkets, i.e. if the system is
in an eigenstate |a,) of A, then the measurement of A will yield the eigenvalue ay,
with definiteness. On the other hand if the state vector is an arbitrary ket |a),
then the measurement of A will yield any one of the eigenvalues ay, as, --- . The
probability of obtaining a particular value a,, is postulated to be given by |{a,|a)|?
or |Can|? Where c,,, is the expansion parameter in Eq. (1.33). The parameter c,,, is
known as the probabilty amplitude for the state |a,) in |a).

WHAT IS AN OBSERVABLE ?

According to Dirac not all dynamical variables are observables. If any variable
is such that the corresponding operator does not possess a complete set of eigenkets
and a system ket is not expressible in terms of them then such a variable cannot be
called an observable in quantum mechanics.

(Vii) Expectation Value

This is defined as
(A) = Expectation value of A = (a|A|a). (1.40)

for a normalized state |a). It can be shown that repeated measurements of an
observable A or measurement on an ensemble of identical systems will yield the
expectation value.

(alAla) = (af <Z|an><an|) LA (Z|am><am|> a) (1.41)
= Z<@‘an><an’A|am><am‘@>

n.m

= Y (olasanianlan) (o)

n,m

= Z<a|an>am On,m{@m| )

n,m

= S alan)anana) = 3 anl(ana), (1.42)

n
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which is the weighted average of the eigenvalues a,,, hence this value will be repro-
duced on repeated measurement of A when the system is in a state |«a).

Problem 1.1 An observable A has only two normalized eigenstates |a;) and |as)
such that

Alar) = aqlag), and Alas) = as|as).
(1). Prove that |a;) and |ag) are orthogonal to each other.
(11). What is their completeness condition?

(177). Obtain the expecttion value of A in the state

9 = \fmion + 2l

Problem 1.2 Condider the operator
Q = [¢1)(g] + 2) (1]
where |¢1) and |¢9) are orthonormal.
(i). Is Qa projection operator?
(11). What is the completeness condition of |¢;) and [¢2)?

Problem 1.3 For any state [¢)) obtain the eigenvalue and eigenvector of the oper-

ator [¢) (] .
Problem 1.4 The state of a system is given by
la) = Ciler) + Calez),

where |e1) and |e) are the energy eigenstates with energy eigenvalues e; and e,
C: and (5 being constants.

(i). What is the probability of getting an energy value €; on a large number of
independent energy measurements in the state |a) 7

(11). Obtain the expectation value of the Hamiltonian («o|H |c).



Chapter 2

Representation Theory

2.1 Elements of Representation Theory

In the first course of quantum mechanics one defines a wavefunction 1, (§,t) to
describe the state of the system. 1), (£.t) is a function of the coordinates ¢ at a
particular instant of time ¢. The parameters o denote the quantum numbers of the
physical quantities having well-defined values which describe the state ).

In Dirac notations we denote the state of the system by a ket vector |a) defined
in a mathematical vector space which is linear and complex. This space is so con-
structed that the eigenkets {|a;), |a2), --- } of an Hermitian operator A form a
complete and orthonormal set spanning the whole of this space called the Hilbert
Space in general. This complete set then forms the basis vectors of the space and an
arbitrary physical state |«) can be expressed, as in Eq. (1.33), in the basis {|a,) }:

la) = Z |an)(an|a) = Zcom |an),

with ¢a, = (an|a) forming the ‘coordinates’ of the state |a) in the basis |a,,). This
set of numbers is called the wavefunction in A-representation. For example if we
use eigenkets of position operator as basis, we shall get coordinate representation.

Yo (§) = (o). (2.1)

(1) The Energy Representation, called the E-representatrion

We consider this as an example of discrete representation. In order to represent the
state vector |a) we choose the eigenfunctions of a Hamiltonian operator having a
discrete spectrum of eigenvalues as the basis functions. We denote these functions
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in coordinate representation by

¢, (§) = (§|En), (2.2)
¢p, (§)" = (Enl6),

and / 06 65, (€) 05, () = bmm (2.3)
/ 06 (E,n|€)(€|E,)

<Em’En> - 5E77L‘E7L .

(11) Operators as Matrices

We consider any general operator X and introduce the Unit Operator Eq. (1.35):

X = 1-X-1= <Z|an><an|>f(<2\am><am|> (2.4)
= D lan)(@nl X |am) (an] (2.5)

The quantities (a,|X|a,) are numbers forming a square array, (a,| are rows and
|am) the columns. We also know from Eq. (1.25) that

(an|X|am) = (am|XT|a,)*,  and thus (2.6)
(@nlXam)* = (am|XT]an), (2.7)

in conformity with the definition of Hermitian Adjoint matrix elements as the com-
plex conjugate of the transposed matrix elements.
We also have

<a’m’A|a’n> = an<an‘am> = anén,fmw (28)

Thus A is diagonal in its own representation.
We can also write

A =Y fan) (anlAla) (am|
= S ) (an] = Y ann, (2.9)

m m

Ay = |am) (@] being the projection operator.
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KET AND BRA MATRICES
Let |y) = Xla). Then

(amly) = (amlX]a)

= (an|X (ZIM(%\) @) = D {amlXlan)(anla), (2.10)

n

n

which shows that the product of the square matrix X = (a,,|X|a,) with the column
matrix {(a,|a) reproduces the column matrix {(a,,|v).
Similarly
it (7] = (X, (2.11)
then (y|a,) = Z(a!am><am]X]an>. (2.12)

In Eq. (2.12) the right hand side is the product of the row matrix (a|a,,) with the
square matrix (a,,|X|a,) giving the row matrix (7y|a,).
Thus we have the column matrix

(aily)
(amly) = | (azln) |, (2.13)

the square matrix

X <a1\):<’a1> (al\):(!@)
(am|X]an) = | (a2 X|ar) (ag|X|ag) --- (2.14)

and the row matrix

(Yam) = ((la) (ylaz) ---)
= ({a]n)* (aaly)* ) (2.15)
Problem 2.1 Find in the basis {|ai), |as), ---}

(1) the expression for the inner product (f|a),
(i1) the matrix corresponding to the outer product |5)(«| .
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2.2 Change in Representation and Unitary Trans-
formation

We have seen that a particular representation is determined by the complete set of
basis kets used to describe the ket space of the system. A change of representation
can then be brought about by changing the basis set. For example, if A and B are
two incompatible i.e. non-commuting Hermitian operators, each having its distinct
set of eigenkets, then either of these sets can be chosen as basis states of the ket
space. Thus in place of Eq. (1.33) we can also write

@) = Y 1ba) (bal) (2.16)

where the expansion coefficients (b, |a) form the wavefunctions in B—representation.
The transformation in representation can be achieved by a unitary operator connect-
ing the old set of basis {|a;), |az), --- } with the new set {|b), |b2), -+ } as follows

U = > |ba){an] and UT = > |ag) (b (2.17)
n k
U defined in Eq. (2.17) can be shown to be unitary.
00 = (S ) (o)
k n
= > law) {balba) (anl
k.n
= > Okl (an] = D lax)(al
k,n

k
= I (2.18)

The matrix elements of U in terms of the basis |a,) are

(arlUlar) = (ax| <Z|bm><am|> |ar)
= Z(ak’bM><a7n|al> = Z<ak’b7n>5m,l

m m

= {au|b), (2.19)

which is the inner product of the old bra and the new ket.
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Also

Ula) = > |bi){axla) = |b), and (2.20)
k
k

We can now find out how the expansion coefficients (a,|a) of an arbitrary ket
|a) transform from one basis to another,

) = > lan){anle), (2.22)
(elay = > (belan)(an]a). (2.23)

n

From Eq. (2.20) and Eq. (2.23) follows
(] = (a|UT, (2.24)
(ela) = > (ar|UT|an)(an|a). (2.25)

n

The left hand sides are the expansion coefficients in new basis and Eq. (2.25) shows
the transformation from old coefficient (a,|a) to the new (bi|cr). Since the expansion
coefficients are the wavefunctions, Eq. (2.25) shows the transformation of wavefunc-
tion under change of basis.

TRANSFORMATION OF OPERATOR

For a general operator X , the matrix elements transforms as follows.

(Bl XTbr) = (bl (Z\am)<am\>X<Z]an><an|> 1by)
= >~ (belam) (am| Xlan) (anlb)

= > (ar|UT|am) (am| Xan)(an|Ulas), (2.26)
or Xnew = UTXold[j, (227)

which is the similarity transformation of operators under U.
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2.3 Commuting Observables

Observables A and B are commuting if the corresponding operators A and B com-
mute with each other:

A A N

[A,é} — AB — BA = o. (2.28)

Since A and B are Hermitian operators, they have complete sets of eigenkets {|a,)}
and {|b,)} respectively. If A and B commute with each other, then they have
simultaneous eigenkets.

Proof:

{am] [A,B} lan) = <am|<ju§ . BA) lan)

= ap, (am|Blan) — an (an|Blay)
= (a, — an) <a7n|Bi|an>
(@ — an){anm|Bla,) = 0. (2.29)

The last line follows from the hermiticity of A.
For non-degenerate case, i.e. for the case when there is only one eigenket corre-
sponding to a particular eigenvalue, we have

forn # m {am|Bla,) = 0,
and we write (ap,|Blan) = Omn (an|Blay)
= Opp by, where b, = (a,|Blay). (2.30)

Problem 2.2 Show that the operators A and B will commute if they have
common eigenkets.

Since the common eigenket has the eigenvalue a,, for A and the eigenvalue b,, for B
we express this fact by the notation

A|am b?’L> = an’ana bn>7 (231)
B|ambn> = bn|ambn>7 (232)
with n = 1,2,

The operators A and B are called compatible if they have simultaneous eigenkets.
We also note that the measurement of A and B when the system is in one of the
common eigenkets will precisely yield the respective eigenvalues a,, and b,.
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2.4 Uncertainty Relation

From the previous discussion it is evident that two observables cannot simultane-
ously have definite values unless the corresponding hermitian operators commute. A
knowledge of their commutation relation, however, allows us to derive an inequality
which their dispersions satisfy.

The deviation can be defined as

A~ A~

AA = A — (A). (2.33)

Since the expectation value of Afl, <Afl> = 0, we define the dispersion of A by the
quantity

<(M)2> - <(A—<A>)2>
= (4% — (A2 (2.34)

The dispersion of A is zero in its eigenstate. The uncertainty of A is defined by the
square root of the dispersion, which is also the mean square of the deviation of A.
If the commutator of two Hermitian operators A and B is given by

[A, B} — P (2.35)
it can be shown that

()00 = 2 - Sy o0
Problem 2.3 Check that F in Eq. (2.35) is Hermitian.

Proof of Eq. (2.36).

We consider the expectation values of A and B in an arbitrary state |)

(Ay = (4|Aly), (B) = (4 Bly), (2.37)

and also define the hermitian operators

AA = A — (Ayand AB = B — (B) (2.38)

Then {AA, AE] = iF. We now construct a ket

) = (cAA — z’AB) 7)), (2.39)
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where c is an arbitrary real parameter.
Since the norm of |n) has to be positive definte so

(1 (A +inB) (eAA—iAB) ) > 0, (2.40)
as ¢ is real (¢ = ¢*) and AA and AB are Hermitian. Now
(cAd+iaB) (eAd—iaB) = & (AA)2 +eF + (AB)2 (2.41)

Taking the expectation value of Eq. (2.41) in the state |y) we finally get

<<AA)2> c+2<<;%)2> +<(AB)2>4<<<Z—§)2> > 0. (2.42)

This is true for any value of ¢, in particular, for ¢ = —

Then from Eq. (2.42), we get
N2\ (P
<(AB) >4<<i—21)2> > 01 or
() ((0)') = 92— sy o

This is the famous Uncertainty Relation between two non-commuting observables.
We note that in this derivation AA and AB are operators not numbers. When

A and B are coordinate and canonical momentum, the corresponding uncertainty
relation is Heisenberg’s Uncertainty Principle

v




Chapter 3

Position & Momentum Operators
and Wavefunctions

3.1 Position Operator and its Eigenkets

We define the position operator # in one dimension by the eigenvalue equation
zla’y = 2'|2') (3.1)

Z is the operator corresponding to the z-component of position coordinate of the
particle, 2’ is the eigenvalue which is a number having the dimension of length.
This is the case of continuous spectrum of eigenvalues where ' may have values
from —oo to 4+o00. Since position is an observable z is Hermitian, and the set of
eigenkets {|2/)} corresponding to the continuous spectrum of eigenvalues 2’ form a
complete set and can be used as the basis vectors of the ket space. The completeness
condition is given by?

“+o0
/ ") (2| da’ = T. (3.2)
Any arbitrary ket |a) can be expressed in terms of this set:
+o0
lay = / dx’ |2") ('] ). (3.3)

The expansion coefficient (2'|a) is the wavefunction v, (2’) in coordinate represen-
tation.

!Compare with Chapter 1 Eq. (1.35) in discrete case.
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POSITION PROBABILITY

We have already postulated in the discrete case in Chapter 1 that the probabil-
ity of obtaining a particular eigenvalue a,, is given by |(a,|a)|? where (a,|a) is the
coefficient of expansion of |o) in the discrete basis {|a,)} of A. Thus (z’|a) in Eq.
(3.3) can be defined as the probability amplitude of the position measurement when
the system is in the state |a) and |(z’|a}|? dz’ is the probability of obtaining the
value of the z-coordinate between 2’ and =’ + da’, when measurement of x is per-
formed in the state |a) and the detector is placed between 2" and 2’ +dx’. The total
probability is given by

+oo
/ d2'|{(z'|a)]? = 1, (3.4)
which can also be written as
+o00
/ da'[o (') |2 = 1, (3.5)

which is the normalization of state vector |a).
We infer that the normalization of the wavefunction is necessary for probabilistic
interpretation of wavefunction in wave mechanics.

Problem 3.1 Find the dimension of the v, (z') in Eq. (3.5).

INNER PRODUCT

@ = [t (3.6)

—0oQ

“+oo
= [ ars @), (3.7
which is the overlap between v, (') and ¢z (2’). This can be interpreted as the
probability amplitude of state |3) to be found in |a) and is independent of repre-
sentation.?

2Compare the scalar product a-b which is the projection of b along a.
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MATRIX ELEMENT (a|A|B)

(alAlf) = / da’ / da" (ala’)a'| Ala")a"|B)

= /d:v'd:z:"z[z:; (z') (') Alz" Y (") (3.8)
where (2/|A|z") is a function of 2’ and z”.
When
A A = f(2) (3.9)
(@Al2") = (&N (@) 12") = f(2")0 (2" —a") (3.10)

POSITION EIGENKET IN THREE DIMENSIONS.

We can extend the previous formalism to three dimensions as follows.
x[x) = x'|x), (3.11)

which is equivalent to the following equations

’X/> = ’xll’x/% :E/3>, (3.12)
X — (Zi’l,{i’g,ig) - (ic,g,i)
:f}1|X/> SAC|CL’/, Y, Z/> _ I/|.'L", 2 Z/>
Ta|x") = gla'sy' ) = Yy, ) (3.13)
13‘X1> 73"75/’ y/a Z/> = Z/’:E y/7 Z/>

where x, x5, 3 are the Cartesian components of the position vector r and (x}, ), z%)
are the eigenvalues 2/, ¢/, 2’. We note that |2/, 2, %) is the simultaneous eigenket
of the position coordinates &, 9, 2. Thus Z,y, 2 must mutually commute with each
other, i.e

[#;,&;] = 0,foralli,j = 1,2,3. (3.14)

We also assume that {|x')} are complete i.e.

/ Px XV (x| = I. (3.15)
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Also, any arbitrary ket |«) can be expanded in term of the complete set Eq. (3.15),
ie.

la) = /d3x'|x’)<x’\a> (3.16)
= /dx’dy'dz' |z'y/ 2" ("Y' | ).

The expansion coefficients (x'y/z'|a) = (r'|a) = 1, (r') is the wavefunction in
coordinate representation.

3.2 Spatial Translation and Momentum Operator

We will now find out how the position eigenkets |x’) behave when we spatially
translate the system. First we consider an infinitesimal translation dx’ which the
position eigenvalue x” undergoes, so that

x — x 4+ dx.

This can be achieved either by translating the physical system itself by an amount
dx’ or shifting the origin of the coordinate system in the opposite direction, i.e. by
—dx’. We shall stick to the first approach, known as active translation. For this we
introduce a translation operator ’f(dx’) defined as follows

T(dxX)|X) = |x + dx'). (3.17)

X' + dx') is not an eigenket of 7 (dx’) but is an eigenket of the position operator x
so that

x[x' +dx') = (X' +dx')|[x +dx'). (3.18)

The effect of the operator 7 (dx') on an arbitrary state vector |a) can be obtained
in the coordinate representation of |«):

@) = T(x)|) = T(x) [ dxx)a)
= /d?’x’lx’—i-dx’)(x'\a), (3.19)
where we have used 3
/d3x’]X'><X'| - I

The spatial translation operator 7 (dx’) should have the following properties

3(x’|a) being a number is not affected by T (dx’).
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(i). It has to be unitary so that the norm of ) remains invariant and the proba-
bility is conserved.

(ala), = (a|T"(dx)T (dx) o) = {ala)
I

— T (ax)T (dx') = (3.20)

(ii). The effect of two successive translations by amounts dx’ and dx” should be a
single translation dx’ + dx” i.e.

T (dx)T (dx") = T (dx' + dx"). (3.21)

(iii). Since

lim 7 (dx')|[x") = lim |x' +dx) = [x), so

dx'—0 dx’—0

lim 7 (dx') = I, Identity. (3.22)
dx’ =0

(iv). Inverse translation is equivalent to an infinitesimal translation in the opposite

direction
T Hdx') = T (—dx'), so that (3.23)
T =1 (3.24)
Now if we define
T(dx') = 1—ik-dx' (3.25)

keeping only the first term in the infinitesimal dx’, and demand that k to be Hermi-
tian operator, then such an expression for T (dx’) satisfy all the four requirements
listed above.

Problem 3.2 Show that 7 (dx’) defined by Eq. (3.25) satisfies the four criteria
of the infinitesimal translation operator

Problem 3.3 Prove the following

[x,”r(dx’)} x') = dx/|x’ + dx/). (3.26)
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Now keeping terms up to the first order of smallness in the right hand side of Eq.
(3.26) we have

%7 (@x)| [x) ~ ax'|x). (3.27)
Using the expression for 7 (dx’) in Eq. (3.25), Eq. (3.27) reduces to the following
[f(, —il;-dx’] = dx, or (3.28)

ik (k- dx) + i (12 - dx’) x = dx (3.29)

This is a vector equation. Equating the i-th component from both sides of Eq. (3.29)

—idy Yy kjdrly+ iy kidald; = dap = Y 6 da). (3.30)
J J J
Comparing both sides of Eq. (3.30) we get
ik — ki, = 46, i.e. (3.31)
[x/cj} = by, (3.32)

We have logically reached a stage when we can identify the Hermitian operator k.
Since all the terms of left hand side are to be dimensionless from Eq. (3.31), it is
obvious that k should have the dimension of inverse of length. Also we know from
classical mechanics that translation occurs due to momentum p, we can thus write
. lf) S

k = 7 or kh = p, (3.33)
where h is the fundamental constant having the dimension of action and k is inverse
of length as stated in Eq. (3.31).

FUNDAMENTAL COMMUTATION RELATION

Putting the expression for k = % in Eq. (3.32) we obtain the fundamental com-
mutation relations

The infinitesimal translation operator 7 (dx’) becomes

o
T(dx) = 1-i2 :X,

where p is identified as the generator of translation.

(3.35)
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HEISENBERG UNCERTAINTY RELATION

Substitution of Eq. (3.33) in Eq. (2.36) will give the inequality connecting the
dispersions of Z and p,

1

(AD)")(Ape)") = 1P, (3.36)
which are the uncertainties Az and Ap,. We can write
AzAp, > h/2. (3.37)

This is the original Heisenberg Uncertainty Relation between the canonically conju-
gate variables z and p,, whereas Eq. (2.36) is the general form connecting dispersions
of the operators A and B.

FINITE TRANSLATION

A finite translation can be built up by compounding a very large number of succes-
sive infinitesimal translations in the same direction. Using property (ii) of 7'(dx’ )
of compounding successive translations, we get a finite translation a in a perticular
direction as follows.

~ N
T(a) = lim <1—¢%%) (3.38)
= exp (_ip2a>7 (3.39)

where the exponential form of any operator is to be understood by the infinite series
while operating on any function or ket

. . 1. 1.
expX = 1 +X + 52X + 5X2 + e (3.40)

Since successive translations in different directions are commutative, the operators

T (ai) — exp (—iagf) (3.41)

7'((95) — exp (—i%), (3.42)

commute with each other, i and j being the unit vectors along x and y directions
respectively, a and b being the respective displacements.
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Problem 3.4 Obtain the commutator of 7 (ai) and T (bj) and since they
commute with each other, show that
[Dz,Py] = 0, or more generally [p;,,p;,] = 0. 4,5 = x,y,z. (3.43)

This is one of the important differences between translation and rotation that unlike
translation, rotations about different axes do not commute with each other as we will
find out later on. This is manifested in the non-commutability of angular momentum
about different axes.

Since p,, Py, D. are commuting operators they are compatible and have simul-
taneous eigenkets.

p') = |pL,py. pl) (3.44)
and the eigenvalue equations are
P2IP') = DalPl 1y 1L) = PLlD Pl L),

Similarly for p, and p.. Each of the eigenvalues pf,, p, p, have the dimension of
momentum. The completeness condition of the eigenkets |p’) is given by

/ Fplp)p| = I (3.45)

/ dp.dpldp, |0, P W B Pl = 1. (3.46)

We also observe that unlike position eigenket |x’), momentum eigenket [p’) is
also eigenket of T (dx’)

Ta)ip) = (1= ) o)
- (1= (3.47)

p’-dx’
h

However, the eigenvalue (1 — 1 ) is not real. Since 7'(dx’ ) is unitary but not

Hermitian, this is not surprising.
We can now summarize the basic commutation relations

[:i'z)jjj] = 07 [231723]} - 07 [ilaﬁ]] - 2h52]7 (348)

where 7, j are 1, 2, 3 or equivalently x, y, z respectively.

These are called the canonical commutation relations. Instead of assuming these
relations at the outset, in analogy to the classical Poisson Bracket relations (using
the Corresponence Principle) we have derived them from the properties of unitary
infinitesimal translation operator and identifying the generator of translation.
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3.3 Momentum Operator in Position Basis

We first consider one-dimensional case, where the position eigenkets |z') of & form
a complete set:

/daz' |2V !| = 1T, (3.49)

forming the basis of ket space of the system.
Operaing 7 (Az’) on an arbitrary system ket |a)

T(aa) ) = [ TA) ) la) o (3.50)
<1—¢ﬁm§$/> ) = /dx'”r(m')\x'mw (3.51)
_ / ' 1 + Ay (@), (3.52)
_ / da" |2") (2" — Aa|) (3.53)

= o o - st
= Jo) — A / dz” |x”>%<x”|a>. (3.54)

Eq. (3.53) follows from Eq. (3.52) by substituting " = 2’4+ Az’ so that 2/ = 2" —
Az’ and dz” = da’. Now comparison of both sides of Eq. (3.54) yields

pela) = / da"|a") {—ma‘z,,} (2"]a) and (3.55)
Whida) = [ " (e |- ] 07le) (3.56)
= / dz"8 («' — 2") {—mai,,} (2" o) (3.57)
) (3.58)

We also have
Wlisle) = [ da” (@lpula)) (a"]o) (3.59)
= /dac” {—ih%(x'm”)] (2"|a) (3.60)

- a ! -~ 7
= —zh%/dm § (' —2") (2"|a). (3.61)
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Comparing Eq. (3.59) and Eq. (3.61) we obtain

(2|pe]2") = — ih%é (o —2"). (3.62)
Using Eq. (3.55)

(i) = [ ' (91 |=in o) (369

_ / da’ 5 (') [—m%} W (7). (3.64)

This form of the operator for p, is derived from the basic properties of momentum
as generator of translation in the unitary operator of 7 (Azx) and is not a postulate.

We can obtain the matrix elements of the nth power of p, by repeated application
of the operator:

(@p"a) = (-m%)nm@ and (3.65)

Blitle) = [ da' (e (—ih%)nwa ). (3.66)

3.4 Momentum Wavefunction
The eigenvalue equation of p, is given by

Palp) = PP), (3.67)
where the eigenkets form an orthonormal complete set

v ) = 1 (3.68)
The orthonormality is given by

Py = o0 —1"), and (3.69)

@) = [ ) (3.70)

The expansion coefficients (p'|ar) can be interpreted as the probability amplitude
and |(p'|a)|?dp’ is the probability that a measurement of p, in a state |«) will yield
a value between p’ and p’ + dp’ and the momentum wavefunction is

(P'la) = ¢a (). (3.71)
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For a normalized |a),
(ala) = / d {alp)p]a) = / ap' 8 () b ()
- / ap 16a (W) P = 1. (3.72)

The connection between z-representation and p-representation can be obtained us-
ing the unitary transformation function. Unitary matrix for a transformation of basis
from A representation to B representation is given in Eq. (2.19): (ax|Ula;) = (ax|bi).
From Eq. (3.58) putting |a) = [p/)

AR / . 8 VAN .
(@lpalp’) = —iho—(@lp), e (3.73)
. a VAN o / AP
—ihe S @) = p{lp). (3.74)

The solution of Eq. (3.74) for (2/[p') is

(@'|py = N -exp (ip;; > : (3.75)

where N is the Normalization constant. Thus the momentum eigenfunction in coor-
dinate representation is a plane wave, which is also the solution of the free particle
wavefunction.

NORMALIZATION N

we have
Wy = [ @l
= ]N|2/dp' exp (z%)
= 27h|N*§ (o' —2"). (3.76)

The left hand side of Eq. (3.76) is 6 (2/ — 2”), hence [N|* = 3=, where N is chosen
as purely real and positive by convention. So

(«']p) = \/;T—hexp (ip :) (3.77)
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Problem 3.5 Show that the position wavefunction 1, (') and the momentum wave-
function ¢, (p’) are Fourier Transforms* of each other:

1

wnle) = o [ oo (), 379

b () — ¢217T_h / da’ o (2') exp (—z’p:,). (3.79)

Problem 3.6 The wavefunction of a particle is given by

v(r) = ¢(x)exp (%) , ¢ (x) being a real function.

What is the physical meaning of the quantity pg?
[Hint: Find (¢ () [pz[¢) (x)).]

3.5 Gaussian as Minimum Uncertainty Wave Packet

We have
[z, p.] = ih, and (3.80)
AxAp, > %h, where (3.81)
Az = [((E—-@))]?, and (3.82)

NI
—~
&0
o
w
~

Ap, = [((ps — (Pa))?)]

are the uncertainties of Z and p, in a state [¢)). We recapitulate Eq. (2.40)

(] (cAA+iAB) (eAA—iAB) ) = 0, for

A =& B =p, AA = 2~ (&), AB = p, — ().

We also have Eq. (2.42)

N N (Y
(24)) T +{(a8)) mEoTh 0. (3.8)

4See Appendix A.1.
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The wavefunction [¢)) that satisfies the equality in Eq. ( 2.40) with the ¢ = ¢y given
by
a
o= —— (3.85)
2 (AA) )
gives the minimum uncertainty product of Z and p,. Thus |¢) is the solution of the
equation

(coAZ —iAp,) ) = 0, or (3.86)
he— (&) o
- —i(Pa — (P)) | 1) = 0. (3.87)
[2W—Wﬂ
In coordinate representation Eq. (3.87) becomes
cingv@) = {2 o= Gl o @) (3.59
R S () | |
On integration
i (x — (2))°
= Ce —(Ps e - ]. 3.89
Introducing the wavenumber k = (p)/h, centering at the origin (i.e. (#) = 0) and
using the symbol d® = 2((Az)?) we get the Gaussian as the minimum uncertainty
wave packet with the width d
1 , 7’
P(x) = \/F_dexp —ikx — 52| (3.90)
Problem 3.7

(i). Check the normalization in Eq. (3.90).

(ii). Compute the expectation values of z, &2, p,, p> and verify the following

() = 0, () = %dQ, (pe) = kh, and (3.91)

2

h

Problem 3.8 Obtain the wavefunction Eq. (3.89) in momentum
representation. You may use (p'|a) = [da’ (p|2)(2'|c).
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3.6 Extension to Three Dimension
We have
plp’) = p'lp). (3.93)

Orthonormality of |x’) are given by

Xx") = 0(x'=x") = 5@ =2")5(@W —y")o(z —2"), (3.94)

P'p") = 6 —-p") = 0, —py)d(p,—py) @, —pl). (3.95)
Also we have

/d3XI IXVx| = I (3.96)

[ el = i (3.97)

la) = /d3XI Ix') (x'|a), and (3.98)

@) = [ @ 1)) (3.99)

The expansion coefficients (x'|a) and (p’|a) are the respective wavefunctions in
position and momentum spaces.



Chapter 4

Time Evolution of Quantum
Systems

4.1 Time Evolution Operator

Our ultimate objective is to know the dynamics of quantum system and obtain the
equation of motion. We emphasize that time in non-relativistic mechanics is not a
dynamical variable and we have treated it like a parameter.

We introduce the time evolution operator U (£, %) which takes the state |, o)
at a particular time ¢y to a later time state |«, to;t) as follows

la,to:t) = U(tto)|a,te), where ¢ > t,. (4.1)

This is consistent with the principle of causality in quantum mechanics. The oper-
ator U in Eq. (4.1) should satisfy the following:

(i). U must be unitary. This is to conserve normalization. Thus
<C¥,t0;t’&,t0;t> = <Ck7t()‘Ck,t0>, (42)
and we have

(a, to|UT (t,t0) U (t,t0) la, to) = (o, tolev, t), (4.3)

ie. Utv = 1. (4.4)

(ii). We also require U to have the composition property:

U(tg,to) = 0(t2,t1)0(t1,t0), to > t1 > 1p. (45)
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From Eq. (4.1) we have for infinitesimal time evcolution
|, to;to 4+ dt) = U (to + dt, o) |a, o). (4.6)

Now since time is a continuous parameter we can take the following limit:

hm ’Oé,to;to —|—dt> = ’Oé,to). (47)
dt—0

Thus we get
lim U (to + dt; to) = 1 (4.8)
dt—0

as the unit operator.
All the above properties of the time evolution operator follow if we define the
infinitesimal time evolution operator as

U(to+dt;te) = I — iQdt, (4.9)
where Of = ) is Hermitian. From Eq. (4.9) we observe that () should have the
dimension of inverse of time. We use Planck-Einstein relation £ = hw connecting

energy F and angular frequency w and write

Q = and (4.10)

Uty +dt,ty) = — i—dt. (4.11)
H is the Hamiltonian of the system. This expression for U is consistent with classical
notion that the Hamiltonian is the generator of time evolution. K

We have already introduced h in the infinitesimal translation operator 7 (dx’)
in Eq. (3.35)

. 5 - dx’
T(dx) = 1—i=>,
h
In Eq. (4.11) A has to be the same h as in the Eq. (3.35), otherwise the relation like
dx P
= = = 4.12
dt m (4.12)

cannot be obtained as the classical limit of the corresponding quantum mechanical
relation. Now in Eq. (4.5) we put t; =, to =t + dt and get

~ ~ ~

Ut+dtty) = Ut+dtt)U(tt), and also (4.13)

U (t+dt,tg) = (f — i%) U (t,to) - (4.14)
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Since dt is an infinitesimal we finally obtain

ih%ﬁ (t,to) = HU (t,t0). (4.15)

This is the Schrodinger Equation for time evolution operator U. The solution of
Eq. (4.15) depends on the nature of time dependence of the Hamiltonian. If H is
independent of time, then the solution is

A~

Ul(t,ty) = exp {—%H(t—to)} (4.16)

Problem 4.1 Expand the exponential operator in an infinite series and check that
Eq. (4.16) satisfies Eq. (4.15).

4.2 The Schrodinger Equation of Motion

Operating on the state ket |a, tp) we obtain from Eq. (4.15)

ih%ﬁ(t,to) la, to) = HU (t,t0) v, to). (4.17)
Since

U (t,to) |, to) = |a, to;t), (4.18)
we get

0 -
ih—|a,to;t) = Hla,tg;t), or putting tg = 0,

ot
P X
iha]a, t) = Hla,t). (4.19)
In position representation the Hamiltonian being
-2 2
. p h 9
H = — -
2m+v(r7t) 2mv _'_V(r?t)?
we get
ihaw (r,t) = —h2V2+V(rt) Yo (r,1) (4.20)
8t (0% ) - 2m Y (o3 ) ) *

where 1, (r,t) is the wavefunction and Eq. ( 4.20) is the famous Schrédinger Equa-
tion of motion.

This equation was originally postulated by Schrodinger in 1926. He proposed
this equation from the notion that there is some kind of canonical analogy between
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time and energy similar to position and momentum coordinate. Here the equation
is derived from the properties of the unitary time evolution operator where time is
treated like a parameter and not a dynamical variable.

INTERPRETATION OF THE WAVEFUNCTION

We recapitulate some concepts of wave mechanics in the light of the formalism
developed here. Like the state vector |a), |a,t) also is postulated to contain all the
information that can be known about the system, the wavefunction 1), (r,¢) which is
a position representation of |a, ) will provide a quantum mechanically complete de-
scription of the dynamical behaviour of a particle. Since 1, (r,t) are the expansion
coefficients of |«, t) in position basis,

at) = [ @ W),
(rla,t) = va(r1),
where |1, (r,t) |? is interpreted as the position probability density P:
P(r,t)d’r = |y (r,t)|*dr. (4.21)

This means that P (r,t)d?r is the probability of finding a particle in the volume
element dr about r at time . Since the particle must be somewhere in the region
O, we should have

/lwa (r,t)*d’r = 1, (4.22)
Q

which is also the normalization condition. As the normalization should be indepen-
dent of time

0 5.
a/ﬂP(r,t)d r = 0. (4.23)

Now

0 [ [a0w o]
a/QP(r,t)dr— /Q{ at-l-atw}dr

— g [V (V) = (Te L
— g [ (V0 = (V) 0, 05, (1.29)

INot to be confused with Q in Eq. (4.9)
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where Eq. (4.20) with a real V' is used. Here S is the bounding surface of 2 and
[- - -], denotes the component of the vector within the square bracket in the direction
of the outward normal to the surface element dS.

Defining the probability flux or current density as

. h * *
irt) = 5= W (VY) = (Vo) ¥l (4.25)
We have
0 3. )
6’t/Pd = /QV jd’r
= — / Jn dS,. (4.26)
s

In the case of a wave packet (which is localized) v vanishes at large distance; thus
¥, Vi vanish on the surface at infinity and the surface integral in Eq. (4.26)
vanishes and Eq. (4.23) is satisfied.

Eq. (4.26) can be written as

oP ,
S tVi=o (4.27)

which is known as Equation of Continuity.

4.3 Time Dependence of Expectation Values:
Ehrenfest Theorem

We consider the time development of the expectation value of z

3
dt -2 /w rt) dr. (4.28)
Problem 4 2 Using Green’ s first identity
Jo, lu + (Vu) - (Vv)]d’r = [yu

with the boundary Condltlon U and v —> O on the surface at infinity, show that

d ih [ .0

—(z) = —E/Qw 5o &r. (4.29)
So we get

d D,

—(@) = <]:n ). (4.30)

Similarly, we have

%(ﬁﬁ — %/sz <—m >¢d3 . (4.31)
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Problem 4.3 Use Green’s second identity

/Q [u (V) —v (V)] d’r = /S [u (Vo) — v (Vu)] - dS (4.32)

and Eq. (4.31) to show that

400 = ~(50). (433)

The equations Eq. (4.30) and Eq. (4.31) are analogous to the classical equations

dr  p dp
%—Eanda— V‘/,

and are known as the Ehrenfest Theorem.

4.4 The Schrodinger and Heisenberg Pictures

There are many representations of state vectors and observables connected by uni-
tary transformations. We distinguish between two classes of representations which
differ in the way the time evolution of the system is achieved. These are called
pictures. In Schrédinger Picture the state vectors evolve in time, whereas operators
corresponding to dynamical variables like position and momentum are independent
of time.

la) — Jo,t) = U(t)]a), and A — A (4.34)

Here the initial time ¢, is taken to be 0. Since the inner product remains invariant
under unitary transformation

(alB) — (aUTUIB) = (alB). (4.35)
Also
(a|A|B) — (a|UTAT|B). (4.36)

From Eq. (4.36) it is evident that instead of state vectors transforming under U,
the other approach is operators transforming and state vectors remaining unchanged
under U. This is known as Heisenberg Picture, where

A — A = T7TAOT and |o) — |a). (4.37)
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The superscripts (H) and (S) refer to Heisenberg and Schrodinger pictures respec-
tively.

At t =0 A =0) = A9, (4.38)

and the state vectors in both the pictures coincide at t = 0. At a later time ¢, the
state vector in Schrodinger picture evolves in time by U (t) according to Eq. (4.34),
whereas the state vector in Heisenberg picture remains frozen in time to that at
t = 0.

oy to = 0:0) 5 = |ato = 0), (4.39)
and
o to;t)s = U () ]a, to =0), (4.40)
la,to=0:t)g = |a.to=0) = Ut (t)|a,to=0:t)g
— o [%H (t— to)] lato = 0: ). (4.41)

4.5 The Heisenberg Equation of Motion

Since
Am _ rAep,
d d Fo | e
L I P )
—A - [U A U} (4.42)
- .
= (%) AWy 4+ UA®) (%-f), (4.43)

as the operator A in the Schrédinger picture is not an explicit function of time. Also
from Eq. (4.15)

oU~! out 1o
= —— = ——U'H d 4.44
ot a1 w0 (4.44)
ou 1 -
— = — HU. 4.45
ot ih (4.45)
Therefore
dAU) 1 oo Tasre o]~
— —UTIAOH — HA® 4.4
dt Y { ] u (4.46)
1 7. .
_ L (i gun
— [A A ] (4.47)
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In those cases where U is given by Eq. (4.16) then H commutes with U and
dAH) 1

dt  ih
This is the Heisenberg Equation of Motion.

[A<H>, H} . (4.48)

4.6 Operator Form of the Hamiltonian: Classical
Analogue

For a physical system having a classical analogue, we assume the Hamiltonian to be
of the same form as the classical one, with classical position and momentum compo-
nents z; and p; being replaced by the corresponding quantum mechanical operators.
If any ambiguity arises in the product operators which are non-commuting, then we
use the criterion that the Hamiltonian has to be Hermitian. Thus a classical prod-
uct xp is replaced by % (Zp + pz) to obtain the corresponding quantum mechanical
operator. While calculating the operator for commutators of x; and p; with the
functions of z; and p;, one may use the following formulas

6 F (B) = i and (4.49)
. . L 0G
D, G (%)) = —ifim—. (4.50)

Example 4.1 Free Particle.
For a free particle we have
2 3 52

2 p P
H = — = _— 4. ].
2m p= 2m (4:51)
S0
dﬁz 1 [ ~
= — |pdi] =0
T
pi(t) = pi(0), a constant of motion,
di; 1. - 1 i
e H} = — |z —L
i~ an L' in [x ; 2m]
I Di
= — |&i, 5| = =
th | " 2m m
= Db (O), and thus (4.52)
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Thus equal time commutator of ; (0) and z; (0) is zero
[#:(0),; (0)] = 0. (4.54)
However, z; (t) and Z; (0) does not commute, because of the presence of p; (0) in
Z; (¢).
Problem 4.4 Show that
—iht

Li'z (t) , T (0)} = m (455)

and hence from the uncertainty relation Eq. (2.43)

(A% (0)){(A%:(0))*) = - (4.56)

thus even if at ¢ = 0 the particle is well localized, its position becomes more and
more uncertain as it spreads with time. This is also demonstrated in the case of
wave packet.

4.7 Time Dependence of the Base Kets

If we define the complete set of kets of A as the basis ket vectors of the space at
time ¢t = 0 where

Alay) = anlan). (4.57)

Since in the Schrédinger picture the operator A does not change with time, the
eigenvalue equation Eq. (4.57) remains the same as at ¢ = 0 and hence |a,,) does
not depend on time. Thus unlike the state vectors, base kets do not change with
time.

However, in Heisenberg picture the situation is different. Since

Ay = UTA@t=0)T, (4.58)
and from Eq. (4.57) we have

UA0)UU a,) = a,Uflay), (4.59)

ie. ADTa,) = a,Ufay), (4.60)

which is the eigenvalue equation for A) with eigenket changing from |a,,) at t = 0
to Ufla,) at time ¢. Thus we have to use the set {U”ar)} as the basis kets in
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Heisenberg picture in place of the stationary kets {|a,)} as basis in Schrédinger

picture.
We also have

or AN (1) = Y ay, than(an, 1]

an

= > Ullan)an(an|U (4.62)
= UTA®D, (4.63)

which is the same as Eq. (4.37).
Thus we tabulate the properties of the Schrodinger versus the Heisenberg pic-
tures.

Table 4.1 The two types of description of evolution of quantum states.

H H Schrédinger Picture ‘ Heisenberg Picture H
STATE KETS Evolve in time Stationary
OPERATORS Stationary Evolve in time
BASE KETS Stationary Evolve oppositely




Chapter 5

Propagators and Feynman Path
Integral

The path integral approach to quatum mechanics was developed by Feynman when
he was a graduate student at Princeton University. The method provides a deep
insight into quantum dynamics. Due to computational complexity the path integral
formalism is not convenient to deal problems in non-relativistic quantum mechanics.
It, however, provides an excellent method for quantizing quantum fields and has
become a powerful tool in quantum field theory, statistical physics and numerical
computation.

5.1 Propagators

In wave mechanics one way of solving the time evolution problem with a time in-
dependent Hamiltonian H is by expanding the initial state ket |«) in terms of the
eigenkets {|a,)} of an observable A that commutes with H. We thus write

H(t —
la, to;t) = exp —z’wl lav, to)
E,(t—1
= ) lan)(an|a, to) exp [—i—(h 0)] (5.1)
where Alay) = anlan)

and Z]an><an] = I

Qn,
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Coordinate representation of the above equation is

(o toit) = S (%|an){anla, to) exp {_ZM} (5.2)
or Y (x',t) = Z cn (to) uy, (X') exp {—iw} : (5.3)
where u, (x') = (X'|a,) (5.4)

is the eigenfunction of the operator A with eigenvalues a,. Also the expansion
coefficient ¢, (tg) is

o (to) = (an|a,ty) = /d3X'<an|x'>(x'\a,to> (5.5)
= /d‘q’x’u; (x) Y (X, to) . (5.6)

We thus can write Eq. (5.2) as follows

(Mo to;t) = o (x"1)

=[x <Z<x"ran><an|x’> exp [—@D b (%, to)

an

= /d3x'K (x" t;x' o) (X, to) (5.7)

where K (X, 6%, o) = 3 (x"[a,) (anlx) exp {_ZM] (5.8)
is the kernel of the integral operator which acting on the initial wavefunction yields
the final wavefuntion. Thus, the time evolution of the wavefunction can be com-
pletely predicted if K (x”,¢;x',to) is known and v (x/, 1) is given initially. In this
sense Schrodinger wave mechanics is a perfectly causal theory, provided that the
system is left undisturbed. If, however, a measurement intervenes, the wavefunc-
tion changes abruptly in an uncontrollable way into one of the eigenfunctions of the
observable being measured.

There are two important properties of K.

(i). Fort > tg, K (x",t;%/, 1) satisfies Schrodinger’s time-dependent wave equa-
tion in the variables x” and ¢, with x" and ¢, fixed. This is evident from Eq.

(5.8) because (x"|a,,) exp [—i@], being the wavefunction corresponding

to U (t,to) |an), satisfies the wave equation.
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(ii).  lim K (x",t;x,ty) = 6 (x" — %), (5.9)

t—to
which is evident from Eq. (5.8) using ), |an)(an| = I.

Because of these two properties, the propagator Eq. (5.8), regarded as a function of
x”, is simply the wavefunction at ¢ of a particle which was localized precisely at x’
at an earlier time ;. This interpretation also follows from Eq. (5.8) if we write

exp [—zM] x’> . (5.10)

h
It is evident that the propagator is simply the Green’s function for the time
dependent wave equation satisfying
h? 0
[— (—) V74V (X)) - zha} K X' t;x ty) = —ihd® (x" —x)5(t —ty),

2m

K (X" t:x' tg) = <X”

with the boundary condition K (x”,t;x’,ty) = 0 for ¢t < t.

TRANSITION AMPLITUDE

We have
" B, (t—t
Kt t) = Do) oal) [_%]
Hit Ht
= ;<X//’exp [—z?] |a,) (an| exp [2'70] %)
= <X”7t’XI7t0>7 (511)

where |x',tg) and (x”,t| are to be understood as a eigenket and eigenbra of the
position operator in Heisenberg picture. We can then identify (x”,¢|x’,ty) as the
probability amplitude for the particle prepared at ty with position eigenvalue X’ to
be found at a later time ¢ at x”. Or in other words (x”,t|x,to) is the transition
amplitude from space-time point (x',g) to (x”,1).

We use symmetric notation and write (x”,¢"|x’,¢') as the transition amplitude.
We can also use the identity operator

/d3X//|XU,t//><X//,t”| _ j

We can then divide the time interval (¢';¢"”) into two parts (¢',¢”) and (¢”,t") and
introduce the identity oerator in between as follows

<X/”, t///‘xl’ t/> — / d?)xll <)(///7 t”/ |X”, 24://> <){//7 t// ’X/7 t/> , for 24:/// > t" > t/. (5 12)
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This is the composition property of the transition amplitude.
Dividing in still smaller subintervals we can have

(X4, ta]x1,t1) = /d3X3/d3X2<X4,754\X3>t3><X3>t3\X27t2><X27t2\X1,t1>

for t4 > t3 > to > t1,

(XN, tn|x1,t) = /dng1/d3XN2"'/d3X3/d3X2<XN7tN|XN1;tN1>'
(XN_1, Eno1|XNoe, En_a) - - - (X3, ta] X, T2) (X2, to) X1, t1),
for tny > tnq1 > tnyo > -+ >it3 >ty > t1. (5.13)

This can be visualized as in Fig. (5.1) by plotting (x;,t;) on the space-time plane
in one dimension. The initial and the final space-time points are fixed to be (z1, ;)

¢ (xn ty
N T
IN-1
ts
to
t — hNE X
(xl >t 1 )

Figure 5.1: Schematic diagram of Feynman’s Path in one dimension.

and (xy,ty) respectively. Thus to get the transition amplitude between (z1,¢;) and
(xn,tn) we have to sum over all possible paths in the space-time plane with the end
points fixed.

5.2 Feynman’s Path

In classical mechanics a definite path in (z,t) plane is associated with the motion of
the particle between two fixed end points which minimizes Action. In Feynman for-
mulation of quantum mechanics all possible paths must be included in the integrals,
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even those which do not bear any resemblance with the classical paths. We, how-
ever, have to ensure that the quantum formulation should be able to yield smoothly
the classical mechanics in the limit 4 — 0.

Introducing the following notation for classical Action

S(nn—1) = /tt” dt L(z, ), (5.14)

where L is the classical Lagrangian. Since it is a function of = and &, S (n,n — 1)
is defined only after a definite path is specified, so that the integration can be
carried out. We consider a small segment along the path say between (x,_1,t, 1)
and (x,,t,). According to Dirac we are to associate exp [£S (n,n — 1)] with this
segment. Then going along the definite path we successively multiply expressions of
this type to get

oo [(D)stn-1] = oo [(£) Sos0n1]

= expliS(N,1)/h]. (5.15)

To get (xn,ty|z1.t1), we must yet integrate over xo x3, ---, xn. At the same time,
using the composition property, we let the time interval between t, ; and t, be
infinitesimally small. In some loose sense for (xy,ty|x1,t1) we may write

(@n tnlent) ~ Y expliS(n,n—1)]. (5.16)

all paths

We now check whether the development up to Eq. (5.16) makes any sense in the
classical limit h — 0. As h — 0, the exponential oscillates very violently, so there
is a tendency for cancellation among various contributions from the neighbouring
paths. This is because exp [i.S/h] for some definite path and exp [¢S/h] for a slightly
different path have large difference in phases because h — 0. So most of the paths
do not contribute in the limit. However for a path along which Action is minimum,
we have

3S(N,1) = 0, (5.17)

where the change in S is due to slight deformation of the path with the end points
fixed. We call the Action Sy;, which is the classical path. For any other path near
about this path with the end points same, Action is very nearly equal to Spy;,. As a
result, near the classical path constructive interference between neighbouring paths
is possible as the phases do not change much.
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To formulate Feynman’s conjecture more precisely we go back to (x,, t,|x,—1,tn-1),
where At =t,, — t,_1 is assumed to be infinitesimally small and write

(Zstn|Tmots tt) = L} (Zt)}exp [%} (5.18)

We have to evaluate S (n,n — 1) in the limit At — 0. The weight factor 1/w (At)
which is assumed to depend only on the time interval A¢ and not on V (x). This
factor is needed from dimensional considertion, according to the way we normalized
our position eigenkets. (,,t,|T,_1,t,—1) must have the dimension of inverse of
length.

Now we make a straight line approximation to the path joinng (x,_1,t,_1) and
(,.t,) as follows (since At is small)

ma?

S(nn—1) = /:ldt {T—V(x)]

- At{g (—A_t)_v (%)} (5.19)

For free particles V' =0 and Eq. (5.18) then becomes

(T b1, 1) = [L] exp ["m(xn_f"’“y] (5.20)

w (At) 2hAL

Problem 5.1 Use the following free particle wavefunction

1 ’ipll'/l . p/2
(@")p') = \/ﬁexp{ ] and HIp’) = Z—Ip'),

calculate the free particle propagator from Eq. (5.8) and show that

p , m im (2" — x’)2
K t:ax't = . 21
(@60 t) =\ o —g) eXp[ 2R (t — to) ] (5:21)

Thus the exponent in Eq. (5.20) is the same as that of the free particle propagator.
Since @ is independent of V' (x) it can be worked out from free particle prop-
agator and is given by

1 B m
w(At) \ 2mihAt
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Thus as At — 0 we have

 m iS (n,n—1)
<$n7tn’wn717tn71> = omih At exXp |: a :| . (522)

And finally with (tx — ¢;) finite

. m (N-1)/2
(rn,ty|r,t) = A}ILI;O <27rihAt> /dUUNl/deQ"'/dl“?,/dﬂ?Q

‘ -1
HN ", exp |:ZS (naig ):| ,

(5.23)

and the limit N — oo is taken with zy, ty fixed.
We can define a new kind of multidimensional (infinite dimensional) integral
operator as follows

o m\(N-1)/2
[0k = i (i)™ fos fans o fon]

dx27
together with At — Oand N -At = ty — t, (5.24)

and write Eq. (5.23) as
tn Lc .
(xn, ty]Ty, ty) / Dz exp[ / dt#}. (5.25)
t1

This expression is known as Feynman’s path integral, where the sum over all possible
paths is evident.
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Chapter 6

Application in One Dimension

Study of one dimensional problems is of interest not only because several physi-
cal situations are effectively one dimensional but also because a number of more
complicated problems can be reduced to the solutions of equations similar to one
dimensional Schrodinger equation.

The time dependent Schrodinger equation for a particle of mass m moving in a
potential V' (z) is given by

h* 9?
2m 0a?
If V' is time independent we can look for a stationary state solution of Eq. (6.1) in
the form

U (z,t) = ¢ (x)exp {——] , (6.2)
where F is the energy for the stationary state. The time-independent Schrédinger
equation is

B2 dy (x)
2m  de?

ih%lll(:c,t) _ { + V(:r)]\lf(:c,t). (6.1)

+ V(@) y(r) = Ey(x). (6.3)

6.1 Free Particle

The time-independent Schrodinger equation is

S D L Ve = B, (6.
dQ;/’xg@ + k% (z) = 0, (6.5)
where k= 2mE' (6.6)
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The general solution is

¥ (x) = Aexp (ikx) + Bexp (—ikz). (6.7)
For a physically acceptable solution k cannot have any imaginary part because in
that case ¢ (z) will blow up either at © = oo or at x = —oco. In other words

k*h?
E = >0 6.8
s (63)

and because any non-negative value of E is allowed, the energy spectrum is contin-
uous extending from F = 0 E = oo. This is also obvious since for a free article E is
the kinetic energy.

The general solution of the Schrodinger equation in a stationary state for £ > 0
is given by

U (z,t) = (Ae™ + Be ™) exp [~iEt/h]
Agilkr—wt) + Be*i(kﬂHFWt)’ (69)

where w = E/h is the angular frequency. Considering the particular case B = 0,
the plane wave

U (xt) = Aekr=et (6.10)

is the momentum eigenfunction representing an oscillatory travelling wave in a pos-
itive r—direction with a definite momentum p = kh and a phase velocity vy, = ¢ =
%. However, the particle velocity v = £ = % is not equal to the phase velocity,
but is equal to the group valocity v, = ‘é—“]: of the plane wave. The angular frequency
is w = E//h and the wave number k = ¥ = 27”, A being the de Broglie wavelength of
the particle. The probability density

P = |U(x,t)]* = |A]? (6.11)

which is independent of time (as for any stationary state solution) and is also in-
dependent of x, so that the position of the particle on the z-axis is completely
unknown.

This is in accordance with the Heisenberg Uncertainty Principle, since the par-
ticle has a definite momentum its position cannot be localized on the z-axis.

BOX NORMALIZATION

Since the integral fj;o U* (z,t) ¥ (2,t) dx for the ¥ of Eq. (6.10) will become
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infinity we restrict the domain of ¢ (x) to an arbitrary large one dimensional ‘box’
of length L such that ¢ (x) satisfies periodic boundary considerations at the walls,

Y+ L) = P(x). (6.12)
As a consequence k gets quantized
2
b, = %n with n = 0, +1, +2, +3, --- . (6.13)

The state corresponding to n = 0 is the ground state.The energy spectrum becomes
discrete
k?h? 212 h?
E, = = 2, 6.14
om  mL? (6.14)
each eigenvalue (except E = 0 corresponding to n = 0) being doubly degenerate.
The normalized eigenfunctions for the free particle is thus

1 :
Up (z) = ﬁexp [ikx] (6.15)

which are also orthogonal, because we have

+L/2 1 +L/2
/ Ui () Yg (x) doe = Z/ expi(k—K)z] dv = O, (6.16)
—L/2 —L/2

where we have used Eq. (6.13).

DELTA FUNCTION NORMALIZATION

We can also use the definition of Delta Function® to set up a delta function normal-
ization.
Thus using Eq. (A.28) we have

/+<>° exp|[—i(k—K)z]de = 276 (k— k). (6.17)

—00

Normalized eigenfunctions are

Ui (v) =

1
exp |tkx]. 6.18
5 exp ik (6.18)
The closure property is then given by
+00

Vi (@) Yy (z) dk = §(x —2'). (6.19)

'See Chapter A.l,
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WAVE PACKETS

We have seen that the free particle plane wave is not localized. We can however
construct a wave packet by superposing plane waves given in Eq. (6.18) as follows

1 [t :
U(r,t) = — A (k) etilke=w®i gp. 6.20
@) = —=[ am (6.20)
2
where w (k) = Zi
m

We take the amplitude function A (k) sharply peaked near k = ky and integrate Eq.
(6.20) about ky:

ko+Ak

U(x,t) = ™ A(k)expli (kx —w(k)t)] dk (6.21)

v

Introducing the variable & = k — kq

o) ~ wlo+d) = o) + (5) € = o+ (5) ¢
we get after integration

U (x,t) = A(z,t)expli(kor — wot)]. (6.22)
The amplitude function A (z,t) of the plane wave exp [i (koz — wpt)] is given by
24 (k) sin { [ — (%), 1] Ak}
- [z = (%), 1] ’

whose maximum at ¢ = 0 occurs at the origin x = 0 and is 24 (ko) Ak. Thus at
t =0 we get

(6.23)

Alx,t)

A (I,t - 0) - AO
where Ay = 2A (ko) Ak,
and 0 = x-Ak.

The amplitude function A (z,t = 0) is zero when

0, nmw
= = = —, = +1, +2, .-
* N A

The spatial extension of the packet is

2

Ar = (x41)— (v21) = 227 = AL (6.24)
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6/n ————— —>
Figure 6.1: Plot of f () as a function of 6.
Since
A
Ak = ?p, so Az-Ap = 2. (6.25)

With passage of time the mid-point of the wave packet moves with group velocity

o = () _ P
g dk ) ., m

which is also the particle velocity.

6.2 Rectangular Potential Well

This potential is dfined as

B 0, for —a/2 <z < +a/2
Viz) = {Vo, elsewhere ’ (6.26)
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Rectangular Potential Well

V(x)
Yo Vo
_________________________________________ E
Region I Region I1 Region III
> X
—-a/2 0 +a/2

Figure 6.2: The rectangular potential well in 1 dimension.

(i) Bound State Solution

For bound state 0 < E < V; the Schrodinger equation is given by

d%u 2
72 + kY = 0, for |z| < a/2,
d2
g;’;” —rr = 0, for |z] > a/2, (6.27)
2mkE 2m (Vo — FE
where k? = 2 and 7? = %. (6.28)

Here 1)1 11 refer to solutions in the Regions I and III, and 7 refers to solution in
Region II shown in Fig. (6.2).

The potential and the kinetic energies are invariant under reflection x+ — —z
and thus the Hamiltonian is invariant under Parity operation®. So both v (x) and
Y (—x) are solutions of the Schrédinger equation. We can also show that in the case
of one dimensional bound states (i.e discrete energy spectrum) none of the energy
levels are degenerate.

Proof:

If possible let ¢y and 1y are two solutions corresponding to the same energy F.

2See Chapter 11.
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Then
2m
1 = ﬁ(V—E)%
2m
y = ﬁ(V—E)%

Here ‘prime’ refers to differentiation with respect to x. Thus

" "
RS 2

(0 oy
or wgw’f — '1’1&2 = 0,
o] — by, = Constant.

Since for bound states both 1,1y — 0 at  — 400, so the integration constant is
zero and we have

Y _ Y

(T
thus 1, and 1 turns out to be doubly-degenerate.

Now since the potential in this problem is an even function of x, the solutions of

the Schrodinger’s equation have definite parity, hence need be determined only for
positive values of z.

or 1, = Constant X 19,

EVEN PARITY SOLUTIONS

Even parity solutions are given by

Y (x) = Beos(kr), 0<z<a/2, (6.29)
Y(x) = Ae ", x>a)2

Continuity of ¥ and % at x > a/2 yields

B cos <%) = Ae?, (6.30)
—kB sin (%) = —Aye /2
ka ¥ 2mVjy

. . k
Now let p be largest integer in 7, then

k k
pr < ; <(p+1Dm ie 0< <7a —p7r> < (6.32)
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and we also have

(ka) <ka )
tan({ — | =tan | — —pm | .
2 2

Now if 7/2 < (% — pr) < m, then tan (3ka) is negative and Eq. (6.31) cannot hold.
Thus we must have

k 1 1
0< <7a —p7r> <m/2, or prm< §]€0L < <p + 5) . (6.33)

The results of Eq. (6.31) and Eq. (6.33) is geometrically depicted in Fig. (6.3).
From Fig. (6.3) we have

2 2 VomVy’
k
or ka = (2p+1)m — 2arcsin " , (6.34)
mVo
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Now from Eq. (6.33) the maximum value of 22 is (p + ) 7 and the minimum value

ka . kh . .
of %+ is pmr. The minimum value of arcsin N is 0 and the maximum value is 7/2,

ie.

kh
< 7/2. 6.35
vanv, =7 (6.35)

Since Eq. (6.34) will have no solution unless the argument of arcsin is < 1 1.e.

0 < arcsin

k2h?
kK’h* < 2mV,, and FE = Ey < W.

Thus we have for even solutions k,(,+), for p =0,1,2, ---, | pt. ., corresponding to
the points of intersection of the straight line ka and the monotonically drcreasing
curves

kh
V2mVy
kii

Also from Eq. (6.34) putting the maximum and minimum values of arcsin NPTOTR

Copt1 (k) = (2p+1)7 — 2arcsin (6.36)

2pr <kfa < (2p+1)m

the + sign refers to even parity solution. Now &} < —VQmVO and for /2mVy > kh
Eq. (6.34) takes the following form (since for small Values of z, arcsin(x) ~ z):

kta = (2p+1)7, and

s
k;;lmx = E (2]9 -+ 1)
K202 wh?
Et = = st 1) (6.37)

with p = 0, 1, 2, -+,

Also ¢ (z) — 0 in this limit in the region = > a/2.
The normalized wavefunction is given by

2
Ut(z) = \/gcos <§ (2p+1) :L‘) , (6.38)
p = 0’ 17 2’ “ e
kh

vV2mVj

and 0 < arcsin < m/2.
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ODD PARITY SOLUTIONS

v () Csin (ikz), for z<a/2
vo= Aexp (—yx), for z>a/2 °

Then continuity of ¢ and dd—f at * = a/2 leads finally to the following:

ka vy [2mV

Proceeding in similar way as was done in the even parity case, and remembering

. ka B . ka B
co 5 = co 5 P

we have if 0 < (k—; — pm) < /2, then cot (1ka) > 0, so that Eq. (6.39) cannot hold.
Thus we must have

1
(p + 5) 7T (640)
ka2 —pn
Figure 6.4: Geometrical depiction of Eq. (6.39) and Eq. (6.40).
From Fig. (6.4), we get
ka kh
: ISR I
sin [(p )Es 5 ] ST
(p+1) ha arcsin i
T—— = :
P 2 V2mVj
kh
ka = (2p+2)—2arcsin NoTT (6.41)
with p=0, 1, 2, ---
and 0 < arcsin < 7/2.

mVy
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We have odd parity solutions
k;()_) with p= 07 17 27 T pI:laX’

corresponding to the points of intersection of the straight line ka and the monoton-
ically decreasing curves

kh

k) = (2 2)m—2 i . 6.42
C2p+2( ) ( D+ )7T arcsin \/m ( )
We see that
V2mV,
(2p+1)7r§k:]g*)a<(2p+2)7r and k, < ?7? 2
We can now combine Eq. (6.34) and Eq. (6.41) and write
, h
ka = nm—2arcsin ———, (6.43)
2mVy
B 1, 3,5 -+, (2p+1) for even parity solutions
where n = { 2, 4,6, ---, (2p+2) for odd parity solutions
Graphical solution of Eq. (6.43) is shown here in Fig. (6.5).
. ‘ ‘ ‘
X <t | f(X):4n\arCS1H
B f(X) =3 T - . X
=] arcsip (x)
| f
. (x) =5, ~ '
] aresin (x
¥
. (x) = Ix ~arcg; wﬁﬁun
<
=
0 0.2 0.4 0.6 0.8 1.0
X >
Figure 6.5: Graphical solution of Eq. (6.43). f(x) = nm — arcsin(x)

and the straight line is f (z) = ka = ma where = = 2’;’2%.
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(i) Unbound State Solution

In this case 0 < V) < E, so the particle is not bound. Assuming that the particle
is incident upon the well from the left. the solution of the Schrédinger equation in
the external regions * < —a/2 and x > a/2 are given by

Aetikr 4 Be=tkz for 1 < —a/2
viz) = {C’e”’mj for x> +4a/2 "’ (6.44)
where
2m (E — V;
k = —1—%0), and A,B,C are constants.

Since there is no reflector at large positive values of x there is no reflected term
of the form e~ in the region > +a/2. In the region x < —a/2, however, the
wavefunction consists of the incident wave e*™* of amplitude A and the reflected
wave e~ % of amplitude B, whereas in the region x > a/2, it is only the transmitted
wave of amplitude C. Inside the region —a/2 < x < 4a/2 the solution is given by

Y (xr) = Fet™ 4 Ge ' (6.45)
VomE
where = + ;n . (6.46)

Problem 6.1 Requiring that ) and % are continuous at x = +a/2 find the ex-
pressions for

(1). Reflection Coefficient

R = |B/AJ)%, (6.47)
(11). Transmission Coefficient

T =|C/A. (6.48)

Also check that T+ R = 1.

6.3 Rectangular Potential Barrier

We shall discuss this one-dimensional case in some details and introduce in an ele-
mentary way the S-matrix theory of collision.
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Rectangular Potential Barrier

V(x)

Region I Region | II Region III

—a 0 +a

Figure 6.6: The rectangular potential barrier in 1 dimension.

The potential is defined as

0 for z<—a Region 1
Viz) = Vo for —a <z <+a RegionIl . (6.49)
0 for +a<zx Region 111

Since the quantum mechanical barrier penetration occurs when E is less than Vj,
we shall study this particularly important case here.
The particle is free for + < —a and +a < x. For this reason, the rectangular
barrier simulates schematically, the scattering of a free particle from any potential.
The general solution of the Schrodinger equation for £ < V; is

Aetikr 4 Be=he  for < —q

Y(z) = Cet™™ 4+ De™™  for —a<z<+a . (6.50)
Fetike + Ge=** for +a<uz

where
where kh = V2mkE, and kh = /2m (Vp — E).
From the boundary conditions of continuity of ¢ and % at r = —a we have

Ae~*a 4 Betike — (Cetre L De™"  and
Ae—ika o Be-i—ika — % (Ce-l-ml _ De—"ia) . (651)
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These linear homogeneous equations can also be expressed in terms of matrices.

A B 1 14+ % €+na+ik:a (1 o %) 6—Ka+ik:a C

B - 5 1— % etra—ika (1 + %) e—ra—ika D :
Similarly the boundary conditions at x = a yield

C B 1 (1 o ﬁ) e—i—ma—i—ika (1 + @) e—na+ika F

D - 5 (1 + %) eJrnafika (1 _ %) efnafika G .

Combining these two matrix equations we get

A B (cosh 2Ka + %ﬁ sinh 2/{&) g t2ika —H'g sinh 2ka
B - —Z—;Z sinh 2xa (COSh 2ka — %sinh 2/{@) ¢~ 2ika
F
X ( o > . (6.52)
where
k Kk Kk k

= - — — d = - . .

€ p oo oand LT (6.53)

Problem 6.2 Calculate the determinant of the matrix in Eq. (6.52) and
show that it is equal to 1.

Letting G = 0 in Eq. (6.52) we obtain the particular solution which represents a
wave incident from the left and transmitted through the barrier to the right. A
reflected wave whose amplitude is B, is also present in the region z < —a.

Problem 6.3 Show that
F 672ika

I — : . 6.54
A cosh 2ka + % sinh 2ka ( )

|F/A|? is the transmission coefficient for the barrier. For a high and wide barrier
we have ka > 1 and

1
cosh 2ka = sinh 2ka = 562’“”
F|? A T
hence T = ‘Z ~ 16e* <k2+n2) . (6.55)

The matrix which relates A and B with F' and G in Eq. (6.52) has many simple
properties. We write the linear relations as

AN _ [ oa+if ar+ib F
(B) B <a3+iﬁg a4+iﬁ4)<G> (6.56)
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and compare this with Eq. (6.52). We observe that that the eight real numbers
«, [ in the matrix satisfy the conditions

=g, i =—Ps, acp=0a3=0, Sy =—fs. (6.57)
Thus the matrix in Eq. (6.56) can be written as
o +if i
. . . 6.58
< —iffy o1 —if ) ( )
Using the result of Problem (6.2) we have
ad+ 8 -0 = 1. (6.59)

Hence we have only 2 parameters that define the matrix and they are ka and ka.

It can be shown that the conditions Eq. (6.57) and Eq. (6.58) imposed on Eq.
(6.56) are consequences of the general symmetry properties of the physical system
being studied.

SYMMETRIES AND INVARIANCE PROPERTIES?.

Since the rectangular barrier, Fig. (6.6) is a real potential which is symmetrical
about the origin, the Schrodinger equation is invariant under time reversal and
space reflection. We can use these properties to derive the general form of the
matrix linking the incident wave with the transmitted wave.

We once again write the form of the general solution for ready reference

Aeth® 4 Be=hr  for < —q
VY (z) = Cet™ + De™™  for —a <z <+a .
Fetikz 4 Ge=#* for +4a <z

Instead of using the boundary conditions at * = —a and = +a, we regard that
the wavefunction on one side of the barrier, say for x > a, as given, then this will
give linear equation expressing the coefficienta A and B in terms of F' and G. Hence
we can express these relations in terms of the matrix M such that

(5) = (o) (8) o

Equivalently we can express coefficients of the outgoing waves B and F' in terms of
the coefficients A and G of the incoming waves which are then known

(2) = (2 8)(8) .

3See Chapter 11
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where S is known as the scattering matrix or the S-matrix .

The Eq. (6.61) describes the scattering phenomenon when knowing the incoming
waves one can calculate the outgoing waves. The symmetry properties can be well
formulated in terms of the S-matrix.

The S and the M matrices can be simply related if conservation of probability
is invoked.

In an one dimensional stationary state, the probability current density must be
independent of z.

: ho | L dy  d”
7 o {w dr dr 14
for the stationary state? % = 0 and j has the same value at all point z. This gives
AP = |BI* = |F|* —|G],
or |[BF+|F*? = |AP”+|G%

This is expected since |A[* and |F|*> measure the probability current to the right,
while |B|?> and |G|? measure the flow in the opposite direction. In matrix notation
we can write

(B F*)(?) T G*)S*S(é)
(2

A

or S$*S = I, a unit matrix.
Thus S is unitary.
Problem 6.4 Use the condition S1S =SSt =1 to prove the following.

|S11] = |Sa2| and |Sia| = |Sa1], (6.62)
1S l? + |S1)? = 1, (6.63)
511575 + S91555 = 0. (6.64)

Since unitary matrices are extremely important in quantum mechanical formal-
ism, we start with an .S of the form

g _ ue®  wve'
o xe®  we
with

0 <wu,v,w, z, and —71 < a, 3, v, 0§ < +m.

“from continuity condition, putting % =
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Problem 6.5 Show that S will have only one of the following forms.

e 0 0 P
L. S_<Oe”>’ors_(ei50)'

g ue'™ V1 —u2e”
V1 = w2eiletrth) ue’
Since the potential is real, if ¢ (x) is a solution then * (z) is also a solution.

So in addition to the solutions Eq. (6.50) we also have the following time reversed®
solutions:

11. (6.65)

Axe7he 1 Bretikz for g < —q
Py (z) = C*e " + D*et"  for —a <z <+a . (6.66)
Fre~the L Gretibe for 4q <z

Comparison with Eq. (6.59) reveals that effectively the directions of motion have
been reversed and the coefficient A has been interchanged with B*, and F' with G*.
Hence we may make the following changes in Eq. (6.61)

A +— B and F +— G*

to obtain equally valid equation

A* o Sn 512 B*
(o) = (s (7)) oo
Eq. (6.67) and Eq. (6.61) can be combined to yield the condition

A

$*S = 1. (6.68)

This condition together with te unitarity of S implies that S-matrix must be sym-
metric as a consequence of the time reversal symmetry.

Problem 6.6 From the Eq. (6.60) and Eq. (6.61) using the unitarity for a sym-
metric matrix
show that the matrix M has the following form

1 ST
M = (g 512 ) (6.69)

S12 57y

Also verify that det M =

5t — —t and complex conjugation
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Since the potential is an even function of z, another solution is obtained by
replacing x in Eq. (6.50) by —x

Ae~*= 1 Betihz  for g < —q
Py (z) = Cet™™ + De™™  for —a<z<+a . (6.70)
Femke 4 Geth®  for 4a <z

If Get™® is the wave incident on the barrier from the left, then Bet™® is the trans-
mitted and Ae~** is the incident from the right. Hence if we make the replacement
A<+— G and B «+— F in Eq. (6.51) we obtain

(%)= (5 &)%)

This relation can also be written as

B N 522 521 A
F - Sz Sn G )
Hence invariance under reflection implies
511 == 822 and S]2 = 521. (671)

If the conservation of probability, time reversal and space reflection symmetries
are to be valid simultaneously then the matrix M has to be of the following structure.

MH == M;27 M12 == —Mgl, det M = + 1.

We see that Eq. (6.57) and Eq. (6.58) are the results of very general properties,
shared by all potential that are symmetric with respect to the origin and vanish
at large values of |z|. For all such potentials that the solution of the Schrodinger
equation must be asymptotically of the form

e Aetikr 4 Be=he a9 1 — —0
Fetike 4 Ge a5 1 — 400

By virtue of the general arguments just presented, these two portions of the eigen-
functions are related by the matrix equation

A o ap +ify +ifs F
B o —Zﬁg o — Zﬁl G ’

with real parameters ay, £; and [y subjrct to the additional constraint

o + 6 - B =1
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The significance of the matrix method presented here is that it allows a clear
separation beyween the initial conditions which can be adopted to suit any particular
problem, and the matrices M and S which do not depend on any particular of the
wave packet used. Once either of the matrices are worked out as a function of
energy, all problems relating to the potential barrier have essentially been solved.

For example, the transmission coefficien 7T is given by % if G = 0, and therefore
1 2

This work is in its most elementary form of the S-matrix theory of the more
sophisticated scattering matrix theory of collisions.

6.4 Delta Function Potential

Consider a particle of mass m moving in an attractive o-function potential
Viz) = —go(x), (6.73)

where ¢ is a real positive constant. Integrating Eq. (6.73) one can verify that g has
the dimension of energy x length, or equivalently it is square of the electrostatic
charge. Though this is not a physical potential, but it serves as a useful toy model
and is known as one dimensional hydrogen atom.

The Schrodinger equation for this potential is

n* d*y (x)
@) = B ). (6.74)
Integrating Eq. (6.74) from —e to +¢, and taking the limit € — 0, we get
, dip drp 2m
1 — — | — —qg(0) =0 6.75
a[(4).. (%) ] o - =
since

/ﬂEw(:ﬁ)dx ~ FiY(0)2 — 0, as ¢ — 0.

—€

This potential problem admits of both bound and continuum solutions.
(i). Bound state solution is given when £ < 0 and the equation is

d*) (x)
dx?

2m

— &M (z) = — 7790 (2) ¥ (2), (6.76)

2m|E|
2 _
K=
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Since d(x) is zero everywhere except at x = 0, ¥ () must satisfy

&> (z)

dx?

W% (x) = 0

everywhere except at © = 0. Assuming ¢ (z) — 0 at x — +oo, we have

+r
o = {7 e o<t o
Since ¥ (x) is continuous at x = 0, we have A = B, and
+ra
v = {40 e S50 679
Using Eq. (6.76) in Eq. (6.75),
—2kA + 272;49 =0, or K = %
Since
[2m|E)| mg 2m|E|
K= o we have i 2
and the allowed energy is
E = - m_92 (6.79)
2h?

Energy is thus negative and there is only one bound state which can be nor-
malized as follows

+o00 +o00
1 = / [Y (2) |*de = 2|A|2/ e 2 dy (6.80)
_ 0

o0

or |[A* = k .. A = k.

. For continuum solutions we have E > (0. We assume that a particle is incident

from the left. The solutions may be written as

etk 4 re=ikr  when o < 0

w(x) - {t6+ikx when = > 0 ° (681)
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We have already chosen the normalization so that the coefficient of the first
term is one. Here k = v/2m£FE /h. Then the continuity at x = 0 and Eq. (6.75)

give
l+r =9 (07) = ¢ (07) = ¢ (6.82)
dvy dy 2mg
d | — — | = = ——=
an (dx)m (d33>0 h? )
) 2m 2m
or ik(t—1+7) = — hz%(()) = - h29(1+r), (6.83)
i
whence ro= k.
1-2;
1
and t = o
1_ZE
with a = %

R = [ = g my
1+ a? + k2 mg? + 2ER?’
T o_ ‘t|2 B 1 B k2 B 2ER?
ST T e T e
and we have
R+T = 1. (6.84)

6.5 Oscillator Problem by Schrodinger Method

Linear harmonic oscillator is one of the very few problems in quantum mechanics
which can be solved exactly. Its importance can hardly be over-emphasized. It has
got application in almost all branches of physics. From condense matter physics to
spectroscopy, from nuclear physics to quantum field theory we have to apply linear
harmonic oscillator in one form or other.

The Hamiltonian is given by

(6.85)
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where w = \/k/m, K being the spring constant. And the Schrédinger equation is

?  wPm2® 2mE
[@— 72 + 72 :|¢(.%’) = 0. (6.86)

Changing over to dimensionless quantities

mw 2F
£ =x —— ¢ — T (6.87)

we get, the second order equation
d? 5
|:d—£2 —f + €:| 7,/1 (z) = 0. (688)
We study the asymptotic behaviour of ¢(x) as £ — oo, when
d? )
ie €] ex -0
Thus for |{| — oo the wavefunction must have the form lim¢ o 9 (§) = exp (i%)

Of the two solutions we retain exp (—%), as the other one blows up as & — oo.

Then we seck a solution of Eq. (6.88) in the form

(&) = v(§)exp (—%) (6.89)

Substituting Eq. (6.89) in Eq. (6.88) we get
V' =260+ (e—1)v = 0, (6.90)

where primes indicate differentiation with respect to £. In order that Eq. (6.89) is
finite for & — oo, it is necessary that the solutions v should be polynomial of finite
order in £. Considering the power series solution of Eq. (6.90) of the form

v = iakfk, (6.91)
k=0

it is possible to show that unless the series terminates, i.e. unless a;, = 0 for all
k > n where n is some integer, the function v will approach infinity more rapidly
than exp (£2) and hence 1) = vexp (—£2?/2) will be infinite as £ — oo. We can verify
this by substituting Eq. (6.91) in Eq. (6.90) and then equating the coefficients of like
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powers of £ to zero. We get the following recursion relationships for the coefficients
Qp.
" o 2k — (e — 1)
2T Mk 2) (k1)

Thus once ag and a; are specified (and the two numbers may be chosen indepen-

dently) we can determine the rest of the coeflicients from this relation. Now a’““ — %

(6.92)

as k — oo. Comparing this with the limiting ratlo + of two successive terms in the
expansion of

=1
5“/ exp Z k_ 'y-i-2k:7
k=0

where 7 is arbitrary, we conclude that unless the series for v(£) terminates, v(§) will
approach infinity more rapidly than £7exp(£?) and (€) will approach infinity like
exp(£?/2). Substituting k = n into the recursion relation Eq. (6.92), we find that

e—1=2n, n=201,2, --- (6.93)

is the condition that the series will terminate at k = n.
To each value of n in Eq. (6.93), there corresponds a polynomial of order n,
which is called a Hermite polynomial,

H(©) = (-1 e (&) o (-€7). (6.94)

Thus the solution of Eq. (6.90), in the form of a polynomial of finite degree exact
up to a normalization constant IV, is

v, (§) = NoH, (§). (6.95)

Then the stationary states of a linear harmonic oscilletor is

2
5© = Noew(-5) Hu(6). (6.96)
with N, = (ﬁn!Q")_%,
+oo
and - Vn (f)d’m (f)dﬁ - 6n,m~

To each state which is represented by a wavefunction of the form Eq. (6.96) there
corresponds according to Eq. (6.93), one value ¢, = 2n + 1 (non-degerate). Using
Eq. (6.87) we find the value of the energy of a harmonic oscillator

B = ho (n + %) | (6.97)
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The energy of the ground state

1
Ey = —hw
2
is called the zero point energy. Since the potential energy of the oscillator is in-
variant with respect to the parity operation £ — —¢&, the stationary states can be
divided into even and odd parity, according as n is even or odd respectively.

Even Parity Odd Parity
Hy(§) =1 () = 2¢
Hy(§) = 48 -2 H3(§) = 8¢ —12¢

Hy(§) = 16¢% — 48¢€2 + 12

In the general case, the parity of the wavefunction is determined from Eq. (6.94).
The Hermite polynomials satisfy the simple recursion relationships

EH(6) = nat (§)+ 3Haia €), (6.95)
LAGES
i - 2nH,_; (€). (6.99)

These formulas are very useful in actual calculations. The mean value of £ in the
nth state is

+oo

since te integrand is an odd function of . Thus

<(A§)2>n = <€2>n_<§>i = <€2>n

+o0o
Using Eq. (6.96) and Eq. (6.98), we find
§hn = \/gwnl +4/2 ; 1wn+1 ; (6.101)
and hence

= GVl Dot (n43) vt VI D0 Tz (6102
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Substituting Eq. (6.102) in Eq. (6.100) and taking into account the orthonormality
of the wavefunctions we get

1 1 h
(€0 = nt g or (), = <n " 5) o (6.103)
or mean value of 2 in n = 0 ground state is
h
2 _
(%0 = 2mw

6.6 Linear Harmonic Oscillator by Operator Method

We shall now develop Dirac’s operator method to solve the harmonic oscillator
problem. The Hamiltonian of the linear harmonic oscillator is

B’ 1
H = ﬁ + émwzxz, (6.104)

where w is the angular frequency of the classical oscillator which is related to the

spring constant K by the relation w = /K /m.
We now define two non-hermitian operators

iy = $£[\/§%iz@m} . (6.105)

Problem 6.7 (i). Check that the operators in Eq. (6.105) are dimensionless.

(7i). Also show that G, and a_ are Hermitian adjoints of each other.
al. = a_, al =a (6.106)
+ - - +- :

(#i). Using the basic commutation relation

la_,a. = 1. (6.107)
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Now we express & and p, in terms of a, and a_:

i' == (d+ +Cl_) s

Pe = ‘\/m;w (ay —a-) (6.108)

and the Hamiltonian is

~

H = % (ara_ +a_ay). (6.109)

Problem 6.8 Using the commutation relation Eq. (6.107), show that

. 1
H = hw <a+a_ + 5) . (6.110)

We define the number operator N as

A~

N = aja_, (6.111)
so that

H = hw (N+%). (6.112)
Since

Nt =3alal = a,a. = N, (6.113)

the number operator N is Hermitian.
Problem 6.9 Show that

[H, di} — + hwis. (6.114)

Now the eigenvalue equation of H is

H|E) = E|E). (6.115)
From Eq. (6.114)

Hae||B) = Lhoae|E),
[ﬁai - aifﬂ E) = +hwi.|E), (6.116)

H(a:|E)] = a+H|E) + hwis|E)
= (E+hw)[aL|E)]. (6.117)
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From Eq. (6.117) we notice that the kets a.|E) are also eigenkets of H belonging
to the eigenvalues (E + hw).

Thus a, and a_ operating on |E) respectively raises and lowers the eigenvalue
E by hw and are called raising and lowering operators® Since H contains squares of
the Hermitian operators p, and Z, the expectation value of H in any of its eigenkets
cannot be negative and its eigenvalues are thus non-negative. If Fj is the smallest
of the eigenvalues of H and |Ep) is the corresponding eigenket, we must have

a_|Ey) = 0. (6.118)

For otherwise a_|Ep) would be an eigenket of H with values Ey — hw, which is lower
than Ej, contrary to the assumption that Ej is the lowest allowed eigenvalue.
Now from Eq. (6.110) and Eq. (6.118)

@a)lE) = NiB) = (-2 15
_ (EO - %) |Eo). (6.119)
Since the left hand side is 0, we get
Ey, = %, (6.120)

i.e. the lowest energy eigenvalue of the oscillator is Fy = %“, which is the ground
state energy.
We can now operate on |Ey) repeatedly with the raising operator G, and obtain

the sequence of eigenkets
|Eo), a+|Eo), a%lEo), - (6.121)

which are not normalized. The eigenket @ |Ey) has eigenvalues

1
B, = (n+§) hw, with n =0, 1,2, -, (6.122)

positive integers starting with 0.
If |E,,) be the normalized eigenket corresponding to the eigenvalue E,, and |E,, ;1)
be that corresponding to the eigenvalue E, 1, then from Eq. (6.121) we can write

Enit) = cnsidn|E, (6.123)

6In quantum field theoretic terminology they are called creation operator &' and annihilation
or destruction oparor a respectively.



78 CHAPTER 6. APPLICATION IN ONE DIMENSION

where ¢, is the normalization constant.

(Buri|Eni1) = lewn(Eldlay|E) = 1,

and since a\ = a_ from Eq. (6.106), therefore

|Cn+1’2<En’d—&+‘En> = L

(6.124)

(6.125)

Now
o H 1
i-te = 3513
. 1
and H|E,) = E,|E,) = <n+§) hw|E,),
a-ay|E,) = (n+1)]Ey).

Then from Eq. (6.125) and Eq. (6.126) we have
(n+1)|ena* = 1.

Taking ¢,,.1 to be real positive, we have
1

C = .
n+1 /—n T 1

(6.126)

(6.127)

(6.128)

ENERGY REPRESENTATION OF LINEAR HARMONIC OSCILLATOR

When the orthonormal complete set of eigenkets {|E,,)} is taken as the basis vectors
of the oscillator ket space then the representation is called energy representation.
This is a discrete representation and the matrix forms of H and N are obviously

diagonal in this representation:

o

and N =

>
O ONl-
Ol O
wijon O
O OO

Problem 6.10 Use Eq. (6.123) and Eq. (6.128), also orthogonality of

energy eigenkets and check the following forms of

0 0 O

A Vi 0 0 --- A
ay = 0 V2 0 - and a- =

00
10
0 2 (6.129)
the matrices.
0 vV1 0
0 0 V2 .-
0 O O e (6.130)
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(i) Time Evolution of Oscillator

From the Heisenberg equation of motion Eq. (4.47) we can write the following
equations for p, and Z of the linear harmonic oscillator.

dp, . 1. pz 1 2,2
a = an P, T
= —mw’i, and (6.131)
di L[ 2 1 L,
@ o |Pam T
P
_ P 6.132
- (6.132)

Since these are coupled equations we consider the time dependence of a, and a_:

da_

% = —jwa_, and (6.133)
da -

d_t+ = +iway, (6.134)

whose solutions are

i () = a(0)
ay (1) = a.(0)
Thus from Eq. (6.

(—iwt), and (6.135)

exp
exp (+iwt) . (6.136)

105

Pz t) ﬁx (O) +iwt . mw +iwt
= e iy | —x(0) e 6.137
Wy \/ —— 2 (0) (6.137)
and
t) Pz (0) e . [T —iwt
= e — iy —2(0) e ™", 6.138
hw \/ Vmhw 0 (6.138)
Eq. (6.137) is the Hermitian conjugate of Eq. (6.138). Equating the Hermitian and
the anti-Hermitian term in either equation we get
Pz (t) = Pz (0)coswt —mwz (0)sinwt, and (6.139)
) ) P (0)
t) = 0 t+ ——= t. 6.140
z(t) Z (0) coswt + o sinw ( )

These equations are analogous to the classical equations of motions, showing  (¢) , p, (t)
oscillating with the angular frequancy w.
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(i) Coherent State

Study of coherent states was pioneered by R. Glauber. We indicate some of the
features in this subsection.

From the expressions Eq. (6.139) and Eq. (6.140) one might conclude that (z)
and (p,) always oscillate with angular frequency w. However, that is not correct.
For example the expectation value (n|z (t) |n) with energy eigenkets |n) vanishes,
because & (0) and p, (0) change n by 1 and the states |n) and [n+1) are orthogonal.
To observe oscillations as in a classical oscillator we need to take a superposition of
energy eigenkets such as

‘Oé> = 00’0>—|—Cl|1>. (6141)

Then the expectation value («|z|a) does oscillate instead of being zero.

We now ask how can we construct a superposition of energy eigenkets that most
closely resembles the classical oscillator. In other words, we want a wavepacket
that bounces back and forth without spreading in shape. A coherent state is such
a wavepacket. It is defined as the eigenfunction of the non-Hermitian annihilation
operator a._

a_|la)y = ala), (6.142)

where « is a complex number in general.
We now prove a very useful identity

Aot = By [AB]+ g [A[AB]]+ S [A[A[AB]]]+ - )
Proof:
Let f(\) = MPBe, Making a Taylor Series expansion of f (\) and noting that
df (A)

- AF=FWA = [Arm],

d?(;;(}) B {A df()\)} ~ [,21

2

Fo) = B+ 2 [aB] 4 2 [AfAB]] +

from which Eq. (6.143) follows by setting A = 1.
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Similarly it can be shown, if A and B are two operators both of which commute
with [fl, E] ,
eheB = AtBr3[AD] (6.144)

We consider the unitary operator S, = exp (aiy + o*a_) and using Eq. (6.143)
we obtain

exp (ad, — a*a_)a_exp (—ady +a*a_) = a_ —al. (6.145)
Problem 6.11 Prove Eq. (6.145).

The unitary operator S, has the following properties
St =51 = 8.,
From Eq. (6.145)

Saa U= 4. —al,

Sd = 4.5, —aS,, (6.146)
a-[0) = @ 5,]0) — aS,|0),
[5 0)] = a[Saphal0)]- (6.147)

where |0) is the oscillator ground state. Thus S,|0) is the eigenket of a_ with
eigenvalue «.

" 5.0y = )
is called the coherent state.
Since
la) = S,|0) = exp(aiy —ara_)|0), (6.148)

using Eq. (6.143) and Eq. (6.145) one can show that

la) = exp(aay —a’a_)|0)
— exp <—%> exp (@) [0) (6.149)
= exp <—g) ; a—T,LAHO)
~ exp (-%) Y \‘;‘%W. (6.150)
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Thus the probability of finding the nth state is given by

jap2 @7
vn!

which is a Poisson distribution.
Again we have

. al’\ « a" .
a_la) = exp <—%)Zma_

[(nfa)]* = P, = e (6.151)

= o|a).

We shall add a note here about the notation used. The lowering operator a_
and the raising operator a, has been used remembering that they change the state
of the system from n to n — 1 or to n + 1 respectively. In all these transition a
field quanta (phonon or photon) are created or destroyed (annihilated) respectively.
That is why in field theory the corresponding operators are called creation operator
al or destruction (annihilation) operator a respectively.

6.7 Periodic Potential

This is the final example of one dimensional problems where we consider motion of
a particle in a periodic potential illustrated in Fig. (6.7). This is called the Kronig-
Penny potential which can be used as a model of interaction to which electrons and
ions are subjected in a crystal lattice consisting of a regular array of single atoms
separated by the distance [.

We have

Vietl) = V().
We use the unitary translation operator 7 defined in Chapter 3 and we have

TH)#T () = z+1, and
T () ]a") 2" +1), and (6.152)
() T (1

T = V(e+l) = V(z). (6.153)

(!
TV (x)
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Kronig—Penny Potential

V(x)

oA

............

Figure 6.7: The Kronig-Penny Model of periodic potential

Since the kinetic energy does not change under translation, the Hamiltonian does
not change under specific translation /, though it is not invariant under a general
translation y. Thus we have

THQO)HT () = H. (6.154)
Since 7 (1) is unitary, i.e. 71 (1) =T (1)~", we get
HT () = T()H, (6.155)

i.e. H commutes with 7 () and they have simultancous eigenfunctions. Since 7 is
unitary but not Hermitian its eigenvalue is a complex number with modulus unity.
If the barrier height between lattice sites is infinity the particle in the lattice is
completely localized as there is no penetration or tunneling. The ground state in
such a potential is one where the particle is localized at the n-th site say, |n), which
is eigenstate of H belonging to the ground state energy Ey, i.e.

H |n) = E,|n). (6.156)

The particle wavefunction (z/|n) is finite only in the n-th site. Similar states localized
at other sites also has the same energy. (n is the designation of the site not of energy
level.) So there are infinite number of ground states n, where n varies from —oo to
+00. Since

T = In+1), (6.157)
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we observe that |n) is not an eigenstate of 7 (I), though it commutes with H.
Thus there is an infinite-fold degeneracy and we have to construct the simultaneous
cigenket of H and 7 (I) by taking a linear combination of all the degerate kets |n)
with n varying from —oo to +oc.

We define
+o00 ‘
T) = Y "), (6.158)

where 0 is a real parameter in thg range —m < 6 < +7m. We now demand |¥) to be
simultaneous eigenket of H and 7T (1):

+oo
HIU) = E, Y e"n) = Eo|), (6.159)

+oo

T = Y e™hn+1)

n=—oo
+o00 +oo
_ Z ei(n—l)& |n> _ e—w Z ein& |77,>
n=—oo n=—oo

= e "0). (6.160)

Thus |¥) is so constructed that it is an eigenket of 7 (I) with an eigenvalue which
is a complex number with modulus 1. |¥) is thus parametrized by a continuous
parameter 6.

In a real situation barriers between adjacent sites are not infinitely high and there
will be quantum tunneling and therefore there will be leakage of wavefunction into
neighbouring sites. In that case the Hamiltonian is not strictly diagonal although
we have (n|H|n) = E, and all the diagonal elements are equal. One may then
assume nearest neighbour interaction used in solid state physics, which means that
one assumes that the non-diagonal elements of H are non-zero only for immediate
neighbours, i.e.

(n'|H|n) #0, onlyfor n'=n,n=+1. (6.161)
We define
(n+1/Hln) = — A, (6.162)

which is independent of n because of translational symmetry of H. Since |n) and
|n’) are orthogonal when n # n’; we get

Hln) = Eon) — Aln+1) — Aln — 1). (6.163)
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|n) is no longer an eigenket of H.
We again construct a linear combination

“+o00

T) = Y e"n). (6.164)

n=-—0o0

|¥) is clearly an eigenket of T (I). To see whether |¥) is an energy ecigenket, we
operate H on it:

+o0o
H|U) = Z ™ H|n)
B +o00 _ +00 ' +o00 _
= E, Z emn) — A Z emin4+1) — A Z emn —1
too 4 o
_ EO Z ezn0|n A Z —20+ +7,9 zn0|n>
= (Eo—2Acos0)|V). (6.165)

The energy eigenvalue now depends on the continuous parameter . The degen-
eracy is thus lifted as A is finite and we have a continuous band of energy eigenvalues
between Ey — 2A and Ey + 2A.

The energy eigenvalue equation is independent of the detailed shape of the poten-
tial as long as the nearest neighbour approximation is valid. As a result of tunneling
the denumerably infinite fold degeneracy is now completely lifted and the allowed
energy values form a continuous band between Fy+2A, known as the Brillouin zone.
In Fig. (6.8) we show schematically the formation of energy bands in the presence
of crystal potential.

E,+2A

Infinitely degenerate level
in the absence of
crystal potential

Eog -2 A

Continuous Energy Band

in the presence of

crystal potential

Figure 6.8: Formation of energy band in the presence of crystal potential.
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Chapter 7

Rotation and Angular Momentum

7.1 Introduction

The angular momentum operator is closely related to rotation in space. The quan-
tum mechanical definition of angular momentum differs from the classical definition
r X p of angular momentum. This expression is not sufficiently general as it cannot
yield spin angular momentum which does not have a classical counterpart without
having any coordinate representation.

We would start from the rotation of vectors in three dimensional Euclidian space
and from analogy construct the quantum mechanical rotation operator that operates
on a system ket to rotate it in its ket space. The quantum mechanical angular
momentum can then be identified as generator of this rotation in the ket space.

7.2 Rotation in Three Dimension

We note that whereas rotations about the same axis commute but unlike transla-
tions, rotations about different axes do not.
We recapitulate the rotation of a vector v in three dimensions having cartesian
s / / / : s
components v, vy, v. After rotation the new components vy, v, v, which are given
as a matrix equation:

/

Uy v

/ —

vy, =R v, |, (7.1)
/

v, v,

where R is a 3 x 3 real orthogonal matrix which operating on a column matrix
comprising of the old components v,,v,,v, transforms it to the new column of
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elements v, v/ v.. Since the length of the vector does not change, we have

x) Yyr Yz
Vvl vl = ’U;2+U;2+U;2,
and RRT = RT'R = I. (7.2)

Specifically we consider a rotation of the vector v about z-axis by an angle ¢.
We will follow the convention of active rotation when the vector (or analogously the
system ket) is rotated, unlike passive rotation when the coordinate axes are rotated
in opposite direction. Associating the motion of a right handed screw, a positive
rotation about z-axis means that the screw is advancing in the positive z-direction.
It can then easily be shown that

vl cos¢p —sing 0 Uy
v, = sing cos¢ 0 vy |- (7.3)
v 0 0 1 v,

For an infinitesimal rotation d¢ about z-axis, the matrix R, (6¢) is given by

11— 56 0

R.(5¢) = +op 11— ¢ |. (7.4)
0 0 1
Similarly
1 0 0
R,(0¢) = | 0 1-922 5 |, (7.5)
0 +6p 11—

and

Problem 7.1 Calculate the product matrices R, (6¢) R, (§¢) and
R, (0¢) R, (6¢) and check the following:

0 —(66)° 0

R, (50) R, (56) — R, (6¢) R, (6¢) = | (6¢)> 0 : (7.7)
0 0 0
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Thus the matrices R, (0¢) and R, (6¢) commute with each other, if terms of the
order of (6¢)” or of higher order are neglected. Now since with terms up to order

(69)*

A 1 —(6¢)* 0
R.(09)°) = | +(6¢)> 1 0 |. (7.8)
0 0 1

we can write Eq. (7.7) as

R, (56) R, (36) — R, (6¢) R, (6¢) = R.((69)*) —1I (7.9)

7.3 Rotation of System Kets

We shall now consider the rotation of a physical system in quantum mechanics. As
the physical system is affected by rotation, the ket vector representing the system
will transform accordingly. We introduce an operator D (R) corresponding to every
physical rotation R. Just as R operates on a column vector to transform it to a new
column as in Eq. (7.1), so does D (R) on a ket vector |«) to transform it to another
ket |a)g:

|@)r = D(R)]a). (7.10)

To obtain the explicit form of D (R) we examine the properties of infinitesimal
rotation d¢ in ket space. Just as in the case of infinitesimal translation dx’, the
unitary operator T (dx') = I — ik - dx’ was invoked in Eq. (3.25), we write

D(R) = I —iK-d¢p. (7.11)

D (R) should be unitary, so that the normalization of |a) remains unchanged. Since
terms in Eq. (7.11) should be dimensionless, we define the angular momentum
operator J such that

A~

K = (7.12)

ST

~

J,, is a vector operator corresponding to an infinitesimal rotation d¢ about the n-th
axis. Thus

. . J-n
D nop) = 1 —i -

for a rotation d¢ about the unit vector fi.

56 (7.13)
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A finite rotation can thus be built up by compounding successive infinitesimal
rotations about the same axis. Thus

. N
D.(¢) = lm [f—%(%)] (7.14)

The exponential form of the operator is equivalent to an infinite series

_ik:e
h

NN N2 .\ 3
1 (b 1 =i\ 1 [—ide
o () (22 3 ()

Thus for every rotation R in the Buclidian space, we can identify a rotation
operator D (R) analogously in the relevant ket space. We extend this correspondence
of ket rotation with the vector rotations in Section 7.2 by postulating the same group
properties for D (R) as for R. Thus we have:

D.(¢) = exp

(i). Identity:
R-I=R — D(R)-I=D(R). (7.17)
(ii). Closure:

(iii). Inverse:

RR'=1 — DR)D'(R) =1, 7.19)
and R-\1IR=1 = D' (R)D(R)=1. 7.20)
(iv). Associativity:
}?1 <R2R3) = <R1R2) Rg = R1R2R3 — D (Rl) [D (RQ) D (Rg)] =
[D(R1)D(Re)]D(R3) = D(R:1)D(Re)D(Rs).

(7.21)
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Then extending this analogy to Eq. (7.9) and making use of Eq. ( 7.13) we obtain
up to terms quadratic in d¢

[A— i (60) - 2% (d0)" + N

[I—ziw) o) -

- [I—ziw) L (ot + [I—z‘]—«w) e 56 4
A y -
= [-it 00 - 1. (7.22)

Equating terms of the order of (0¢) and (0¢)® separately, we get

[L, jy] — ihJ,, (7.23)
as the terms of the order of (§¢) cancel out. In general we have

[ji, j]} = il i, (7.24)

where ji, jj, Ji are the Cartesian components of J and €1 1s the permutation
symbol defined by

+1 if 4,7,k is an even permutation of 1,2,3
€ijk = —1 if 4,7,k is an odd permutation of 1,2,3 . (7.25)
0 if any two indices are equal

7.4 Eigenvalue and Eigenvectors of Angular Mo-
mentum

We have defined the angular momentum J; as the generator of infinitesimal rotation
about the i-th axis. We now define J?2 as

A~

J2 = T+ Jydy+ L, = T2+ J2+ T2 (7.26)
Problem 7.2 Use Eq. (7.24) and show that

[ﬁ,jk] — 0, k=1 2 3 (7.27)
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Since J2 commutes with each of jx, jy, J, but jz, jy, J, do not commute with
each other, we can choose J? and J, and find their common eigenkets

J2la,b) = ala,b), (7.28)
J.la,b) = bla,b). (7.29)

We now define the ladder operators
Jy = Ju£iJ, (7.30)
Evidently J are not Hermitian.

Problem 7.3 Show that

[L,j,} — o, (7.31)
Jide = J2—J2+hJ., (7.32)
and [jz,ji} . (7.33)

Now we have from Eq. (7.33)

jz +|a>b> = j+jz‘avb>+hj+’a7b>
= bj—&-‘aa b>+hj+|a'v b>
= (b+h) Jya,b). (7.34)

Similarly
J.J_|a,b) = (b—h)J_|a,b). (7.35)

rJ;husAJAi la, b) are the eigenkets of J. belonging to eigenvalues (b+£ h). In other words
Ji (J-) raises (lowers) the eigenvalue b by h, without changing the eigenvalue a of
J2. Since J? commutes with J, and J, we can write

J? [Ji|a,b>} - J. [j2|a,b>]
- a[jﬂa,b)}. (7.36)

Thus ji|a, b) is the simultaneous eigenket of J2 and J, with eigenvalues of a and
b & h respectively. We thus have

Jila,b) o« |a,b+h) = Nila,b=+h). (7.37)

N is the normalization constant.
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Since J? = J? + ij + J2 and because the expectation values of the squares of
Hermitian operators must be positive or zero, we have

() = (I + () + {2,
and (J2) > (J2),
S0) a > b (7.38)

If we operate J+ on any elgenket |a, b) of J2 and J, successwely n times then we
shall get another eigenket of J2 and J. with the eigenvalue of J, increased by nh
but the eigenvalue of J 2 remaining unchanged. But because of the inequality Eq.
(7.38) there exists an upper limit to the eigenvalue b of J;, designated as by, such
that

Tela, bua) = 0, (7.39)
J_Jila, bpax) = 0 (7.40)
Since
JoJ. = 2+l (jij — szy) = J2—J?—hJ., (7.41)
we have
(j2 ~ 2 hd, ) 10, baa) = O,
a—b, — by = O. (7.42)

Similarly from the same argument there is a lower limit b,,;, of b such that

j—|aabmin> = 07

JiJ |a,byim) = 0. (7.43)
and since
JoJ_ = J2=J+hl., (7.44)
we get from Eq. (7.43)
— Do + Bbin = 0, (7.45)

and from Eq. (7.42) and Eq. (7.45) we have

(bmax + bmin) (bmax — bmin + ) = 0. (7.46)
The equality Eq. (7.46) is satisfied for
— Dunin; (7.47)

bmax -
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the other solution is not physically admissible.
Thus

_bmax S b < bmax~ (748)

It is then possible to attain the eigenstate |a, byay) starting from |a, —byay) by suc-
cessively applying Jy on |a, —byay) say n times and we have

bmax - _bmax+nh, or
by = gh, n=1,2, - . (7.49)
Putting j = n/2,
L 1 3 . .
bpax = Jh, Jj = 2 1, 2 2, .-+, integers or half odd integers. (7.50)
From Eq. (7.42) we get
@ = bmax (bmax +0) = 7 (G +1)R% (7.51)

Since —bpax < b < byax we can define m such that
b = mh (7.52)
It then follows that the allowed values of m for a given value of j are
m = —j, —j+1, -~ ,7—1,7, (7.53)

which are 2j + 1 in number. In other words for a given value of total angular
momentum quantum number j there are 2j + 1 m-states for J,. The eigenvalue
equations for J? and J, are

J2lim) = j(j+1) R, m), (7.54)
13
j - 27 ) 27 9 ]

J.|j,m) = mhlj,m), (7.55)

m = _j7 _j+17 7]+17]
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7.5 Matrix Representation of Angular Momen-
tum Operator

The simultaneous eigenkets |7, m) of J2 and J, form a orthonormal and complete
set of states and can be used as basis vectors to obtain the matrix representation of
angular momentum operators. Obviously J? and J, are diagonal in this representa-
tion:

G| 25, mY = 55+ 1) B2, (7.56)
G /|G, m) = mhd; O, (7.57)

To obtain matrices for jx and jy we use
Jr = Jy£il,
We have from Eq. (7.37)
Jeljym) = Niljm+1), (7.58)

where N are the normalization constants and we have

NP = (j,m|JLJL]j,m) (7.59)
(4, m|JxJe|j,m) (7.60)
= Gom| (2= J2F hJ. ) |j,m) (7.61)
= [[(G+1)—m(m=E1)]r (7.62)
Ni = Vji(G+1)—m(m+1)h (7.63)
Thus
G m | Jelgm) = GG+ 1) —m(m =+ 1)h6 0m mer. (7.64)
In other words
(J), = VIGF D = m(m ot DBy b (7.65)
(1), = VIGHD = m(m = Dy bt (7.66)
J5,meg.m
And we have
~ 171~ o
b= 3 Ay (7.67)
o 1 o A
by = 5 {J+ - J,} . (7.68)
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We can now study the matrix elements of the rotation operator D (R). For a
rotation R specified by n and ¢, the matrix elements can be defined by

~

J-n

DI, (R) = (j,m'|exp [—i = <z5] 7, m). (7.69)

These are sometimes called Wigner functions after E.P.Wigner whose contributions
to the group theoretical properties of rotations in quantum mechanics are pioneer-
ing. We notice that the matrix elements in Eq. (7.69) is diagonal in the quantum
number j. This is because D (R) |, m) is still an eigenket of J2 with the eigenvalue
j(j+1)h*%

J[D(R)[j,m)] = D(R)J2lj,m) = j(j+1)h*[D(R)]j,m)]. (7.70)

This is so because J2 commutes all Jj, (and therefore with any function of J;). In
other words rotations cannot change the total angular momentum quantum number
7, only the projection quantum numbers change.

The (2§ + 1)x(2j + 1) matrix D/, (R) is referred to as the (2j + 1) dimensional
irreducible reprentation of the rotation operator R.

It is evident that matrices of fz, jy, jz, j+, J_ and J2 are all diaginal in the
quantum number j. We can thus construct an infinite number of representations
for these matrices corresponding to the values of j = %, 1, %, and having
(27 + 1) columns and rows labelled by the values of m and m' respectively. All these
representations can be taken together to form one single representation of infinite

rank with finite dimensional blocks for each j at the diagonal position.

7.6 Orbital Angular Momentum

In classical mechanics a particle with linear momentum p having a position coordi-
nate r has an angular momentum L about the origin

L =rXxp, (7.71)

with Cartesian components

Lx = YDz — ZPy, (772)
Ly = 2Pz — TPz, (773)
L, = xp, —yps. (7.74)

Since the quantum angular momentum is defined by the commutation relations
Eq. (7.24), it is pertinent to verify that Eq. (7.72), Eq. (7.73) and Eq. (7.74) satisfy
the same.
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Problem 7.4 Use the fundamental commutation relations between p; and z;
in Eq. (3.48) to show

(ii). From the relation L2 = L2+ [:2 + L2, show that

{I:Q,I:i] = 0. wherei = 1, 2, 3 (i.e. z, y, 2). (7.76)

EIGENVALUES AND EIGENFUNCTIONS OF [, and L2.

We have

L, = iﬁy — YDa- (7'77)

We would work out in coordinate representation for p, and p,. We thus have

L, = —ih (xg — y2> . (7.78)

rsin 6 cos ¢,
= rsinfsin ¢,

z = rcosb,
we may transform to spherical polar coordinates.

Problem 7.5 Use the inverse transformations

N
cosf = y Y
r 2+ y? + 22
tan¢ = J
T

(i) L= g, (7.79)

g 5 o0 d
(i1). L, = ih &ngf)%#—cotecosgba—(b : (7.80)
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(iii). L, = ih {— Cosgb —I—CotQSlngb qﬁ] (7.81)

(iv). and hence

A 1 9 0 1 /9
2 = - R 82
n [bm@ 06 (sm069> sin 6 <a¢) ] (7.82)
[You may use the following relationships.]
% = cos#b, ? = sinf#sin ¢, S—T = sin# cos ¢,
z y T
@ B _sin9 @ _ cosfsing @ _ cosflcos¢
oz r oy r T r '
@ _ 0 % _ cos¢ @ __ sing
oz dy  rsing’ or rsind’

Since L, = ih-Z 567 the eigenvalue equation becomes

i e(0) = 1.9(6), (7.83)

d¢
where the azimuthal angle ¢ lies between 0 and 27, ie. 0 < ¢ < 27 and [, is the
eigenvalue.

The solution of Eq. (7.83) is

B(@) = N-exp (”;f) (7.84)

Since ® is to be a single valued function of ¢ and ® (¢) = @ (¢ + 27) i.e.

o (120 il, (¢ + 2n)
p| =) = ep(——F—),

SO l, = mh, m =0, £1, +2 )
& (6) = Nexp(img), (7.85)
27
and VP [ @, (0)00 (0) d = 1, (7.56)
0
will give
1
NP = L
2
1
. (9) = exp (im¢),with m = 0, +£1, +£2, - . (7.87)

V271
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The eigenvalue equation for L2 is given by

—h? L9 Sm@a + - ! AN L2
sin @ 06 00 sin? 6 8¢5

where L? is the eigenvalue of L2.
We compare this with the one satisfied by the Spherical Harmonics Y, ,, (0, ¢):

1 9 0 INNAS
sinf 90 (Sln089> T e sin? 6 <3_¢5) i+

where [ =0, 1, 2, --- ; and |m|=0, 1, 2, ---, [

U(0,4) = 0, (7.88)

Yim (6.0) = 0, (7.89)

Thus the two equations become identical if the eigenvalue L? is set equal to
L* = 1(1+1)R% (7.90)

The explicit dependence of the Spherical harmonics on 6 and ¢ for positive values
of m is given as

Yz,m (9, ¢) = @l,m (9) (791)

\/12_7r exp (img) .

The real valued function ©;,, can be expressed as

O (0.6) = <—1>m\/<2l+ P oy (52) Peosd

2(l+m)!
(7.92)
where P, (cosf) = L Y\ (cos®6 — 1)l (7.93)
: ' \dcosf '

are called the Legendre polynomials.

Spherical harmonics for the negative m = —I, — (l—1), ---, —2, — 1 are
defined by the condition

L-m (0,0) = (=1)" Y75, (0,9). (7.94)

This particular phase of the Spherical Harmonics is called Condon-Shortley phase.
With this phase the expression of the orthonormalized Spherical Harmonics is

mylm [[204+1 (1 — |m])!] ™ sin™ g
Y, = (=1)2*t>=
tm (6,¢) (=1) \/[ 47 (I + |m])! 2 8

(dcos@) (cos?6 —1) . (7.95)
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Since Yy, (6, ¢) is the simultaneous eigenfunction of ﬁz = —iﬁa% and L? and it is
evident that

-f/z Yz,m(evgb) = mh Yi,m(eyé)v with m = _la_l+1vvl_ ]-»lv
(7.96)
L2 Y (0,6) = 11+ 1A Yy (6,6), withl=0,1,2,- (7.97)

The Spherical harmonics are orthogonal and normalized eigenfunctions of the
commuting observables L, and L? with orthonormality conditions

O=m p¢p=2m
/ / }/l:km (0, ¢) Y}/’m/ (9, (ﬁ) sin 0 d@d(b = 5l,l’(5m.m/~ (798)
0=0 ¢=0

The first few spherical harmonics are given in Table (7.1)

Table 7.1: Tables of Spherical Harmonics for [ =0, 1, 2.

1
v L 7.99
0,0 471', ( )
3 . ‘
Yisn = F 8 sin @ exp (£ig) ; (7.100)
T
3
Yio = — cos 0; (7.101)
’ 4m
Yoro — +4/224in2g (£2i¢); (7.102)
242 = || g sin” exp (£2i9); '
15 . .
You1. = F 3, Sin 6 cos 0 exp (£i¢) ; (7.103)
T
5 (3 1
}/270 = E (5 cos” 6 — 5) . (7104)



Chapter 8

Spin Angular Momentum

Early evidences show that elementary particles like electrons possess an intrinsic
degree of freedom which is akin to angular momentum but has no classical descrip-
tion like orbital angular momentum. This is termed spin and is denoted by s. O.
Stern and W. Gerlach demonstrated in 1922 that electron has a spin 1/2. We shall
consider this landmark experiment in the next section.

8.1 The Stern Gerlach Experiment

The Stern Gerlach experiment originally conceived by O. Stern and carried out in
collaboration with W. Gerlach, illustrates in a striking manner the necessity for a
radical departure from the concepts of classical mechanics and firmly established the
quantum nature of spin. In a sense the two-state spin % system is the least classical,
most quantum system and is often cited for its simplicity and clarity.

A schematic diagram is given in Fig. (8.1).

A beam of paramagnetic silver atom Ag*" is produced in an oven and collimated
by allowing the beam to go through a collimator. The beam is then subjected to
an inhomogeneous magnetic field by a properly shaped magnetic pole pieces. After
passing through the magnetic field the beam goes to the detector.

A silver atom is composed of 47 electrons and the nucleus. 46 of these electrons
form a spherically symmetric charge distribution having no angular momentum. The
47-th electron is a 55 electron according to spectroscopic notation having orbital
angular momentum / = 0. Thus ignoring the nuclear spin, the atom has the angular
momentum [ = 0. For a magnetic field in the z-direction we would expect classically
to see a continuous distribution on the detector screen about the undeflected direc-
tion z = 0. In case of a 55 electron, no splitting should occur and there should be
one spot on the screen as is shown in Fig. (8.1) as ‘Expected from Classical Physics’.
In the experiment itself, the beam was split into two distinct components, described
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The Stern Gerlach Arrangement

Inhomogeneous
Magnetic Field

Actual Observation

Expected from

Atomic Beam

M)

Magnetic |~ Actual Observation

Oven Collimator Pole Pieces

Classical Physics

Detector

Figure 8.1: Schematic arrangement of Stern Gerlach Experiment.

as ‘Actual Observation’. To explain this, it was postulated that the electron, in
addition to the orbital angular momentum, possesses an intrinsic spin angular mo-
mentum, which can assume only the values +h/2 and—#h/2 about an arbitrarily
chosen direction. The 47 electrons are attached to the nucleus which is very heavy
(about 2 x 10° times heavier than electron) and thus the atom as whole possesses
in Gaussian units a magnetic moment pg = gs5—S. Here e = electronic charge
in e.s.u., m = electronic mass, ¢ = the speed of light in vacuum, and for electron
gs = 2. The force on the electron passing through an inhomogeneous magnetic field
B, along the z-direction is

0B, .

e (8.1)
ignoring the component of the magnetic field B in directions other than the z-
direction.

The beam is then expected to get split according to the values of p,. Thus the
SG apparatus "measures” the z component of p or equivalently the z-component of
spin S up to a proportionality factor.

The atoms coming out of the oven are randomly oriented. If the electrons were
like classical objects, we would expect all values of p, to be present between +|pu
and —|p|. This would have given a continuous bundle of beams coming out of
the apparatus as shown in the central position of the detector screen. Instead, we
observe that the beam coming out is split in two distinct components corresponding
to two possible values of the z-component of S: S, up and S, down which we call S+
and 9| respectively. Thus the SG experiment provides the evidence of the existence
of a spin degree of freedom of electron.

F= -V(-u-B) = pu



8.2. MATRIX REPRESENTATION OF SPIN 103

8.2 Matrix Representation of Spin

Quantum mechanically we have already obtained the first non-trivial angular mo-
mentum quantum number j = 3 in § (7.4).

We shall use the the notation S for spin operator and S, for its component in
place of J and J, which are general notation for angular momentum defined by the
commutation relation Eq. (7.24). Similarly we shall use s in place of j and m in
place of m. We can work out using the formalism developed in § (7.5) the matrix

A2 A N
forms for the various operators S, S,, Si accordingly for s = % For s = %,
~ 92 N
have m, = —I—% and mg = —%, and accordingly the two eigenkets of S and S, are
|s =3, my,=+2) and |s = 1, m, = —1). They are orthonormal column vectors.

1 1 1 1 1 0
|8—§,ms_+§> - (0)7 a’nd |S_§7m5__§> - (1> (82)

Similar to Eq. (7.56) and Eq. (7.57) we now have

we

(s, s:ﬂ|5¢2|5, Sm)y = s(s+1) h25s,s'5ms,mg,

<s',m’s|§2\s,ms> = mshés’sldm&m;’

From these we can construct the diagonal matrices for 52 and S, in this basis and
obtain the matrices

5 3 10 5 1 1 0
2 TR2 = =
S 4h<01),andSZ 2h<0_1>. (8.3)
Similarly from Eq. (7.65) Eq. (7.66) we can write
A 0 1
] »
A 0 0
s = a(00). 6
It is then straightforward to obtain the matrices for
01
h( 10 > , (8.6)

o ders) - !
S, = %(s_s) - %h(? Bi), (8.7)



104 CHAPTER 8. SPIN ANGULAR MOMENTUM

8.3 Finite Rotations in Spin—% Space

We have obtained the eigenvectors of 52 and S, for spin % in the previous section.

The spin space is of demension 2 and the eigenkets |, +1) and |3, —1) can be taken

as the basis kets. Any arbitrary ket in this space can be expressed as a superposition
of these two base kets. We designate the spin up ket by |+) and the spin doown by
|—). Then the completeness condition given by the identity operator according to
Eq. (1.35), which in this case is

)+ =)= = L. (8.8)
Then

So = S+ +[=){~I] implies
1

~

S: = ShlH)H = [=(=1]. (8.9)
Problem 8.1 The state of a spin—% particle is given by

1 3 h
) = 31+ 1), where S.1%) = & 218

(i). What is the probability that the particle has a spin —% in the state |a)?

(ii). Obtain the expectation value of S. in the above state?
Problem 8.2 Show that the non-Hermitian matrices S+ and S_  become

(i). Sy = Hh+)(—| (8.10)
(ii).  S_ = hl=)(+]. (8.11)
(111). Using Eq. (8.10) and Eq. (8.11), show that

S = ShlIM-1+ ), (812)
Sy = hlld—] = =), (8.13)

(iv). Also show that S, and S*y are Hermitian.
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S’+ and S_ are the raising and lowering operators respectively that raises and lowers
the spin component by one unit of A.

We now consider a rotation of the ket |a) of a spin—% system by a finite angle ¢
about the z-axis. Then from Eq. (7.10)

l)r = D.(¢)|e), with (8.14)

S.
D.(¢) = exp <—ZE¢> : (8.15)
We now want to calculate how the expectation value of and operator, say S,
changes due to this rotation.
(@lSela) = (a]Sula)r
Sz

= (a!ei%gxe*i i o). (8.16)

We can evaluate Eq. (8.16) in two ways.

(i). METHOD 1. )
We use the expression Eq. (8.12) for S,. Then

FHG e = D ) (] ) e
= 2[RIl e ) (e ]
= g[(cos¢+isin¢)|+>(—|+(COS¢—isingb)\—)<+H
= Dcos o [+ )+ isin g [ (=] = =)+
= cos S, — sin@S,,. (8.17)

(ii). METHOD 2.
We can use Eq. (6.143), which follows from Baker-Campbell-Hausdorff lemma,
and get

. . 2
%298 iS¢ _ 4 9\ g ¢ 1 (ie

= cospS, — sin ¢S, (8.18)
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Thus
(S2) = {alSuladn = cosd(Sh) —sing(S,), (8.19)
(Sy) = (alSylajr = sin¢{Ss) +cos$(S,), (8.20)
(S.) = (alS:layr = (S.). (8.21)

The expectation value of S, remains unchanged as S, commutes with D, (9).

Eq. (8.19), Eq. (8.20) and Eq. (8.21) show that the rotation operator Eq. (8.15)
when applied to the state ket rotates the expectation value of & around the z-axis
by an angle ¢. The expectation values of the spin operators behave as if they were
classical vectors under rotation.

8.4 Pauli Two Component Spinor Formalism

The two component spinor formalism introduced by Pauli in 1926 make the manip-
ulations with the state kets of spin-1/2 system very convenient. We already know
how a ket (bra) can be represented by a column (row) matrix. One has only to
arrange the expansion coefficients in terms of a certain specified set of base kets into
a column (row) matrix. In the case of Spin = 3, we have

!+>:»<(1))5X+ \—):>((1))Ex, (8.22)
(H=(10)=x (-I=(0 1)=x". (8.23)

for the base kets and bras and an arbitrary ket |«) in this space is given by

o) = [ (ta) + ) (—la) = (éjzi ) and (8.24)
(@] = (al )+ +{al=)(~] = ((al+) (a]-)). (8.25)

The column matrix Eq. (8.24) is referred to as a two component spinor and is
written as

- (1) - (8) - exren.

where C'y and C_ are in general complex numbers. Similarly we have

X' = ({al+) (a|-)) = (Cr C). (8.27)
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The matrix elements (£|Sy|+) and (+[Si|—) apart from a factor of /2 are to be
equal to those of 2 x 2 matrices o, known as Pauli matrices

(84 = 5 (00)ey (£S5 = o (o) (8.28)

Then the expectation value (S;) can be written as

(S0) = (alSile)y = > > (alar){a|Sklaz){azla)

a1=+,— az=+,—

h
_ §XTUkX_ (8.29)

From the matrices for S, S, and S'y in Eq. (8.3), Eq. (8.6), Eq. (8.7) and Eq.
(8.28) we can write the Pauli Matrices as

01:(?é),agz(?gi)ag:(é_ol). (8.30)

where the subscripts 1, 2, 3 refer to x, y, z respectively.
The Pauli matrices oy, g9, o3 satisfy the following
ol = 1, (8.31)

oi0j+ojo; = 0 for i#j, (8.32)

where the right hand side of Eq. (8.31) is a 2 x 2 identity matrix. These relations
are equivalent to the anticommutation relations

{Ui,O'j} == 251‘0‘. (833)
Also we have
[0,05] = 2iejp0y, (8.34)

which is the commutation relation. Combining Eq. (8.33) and Eq. (8.34) we get
the set of relations

010y = —0901 = 103, (8.35)
0903 = —0309 = 107, (8.36)
0301 = —0103 = 109. (8.37)

We further note that
ol = o, (8.38)

7

deto; = —1, (8.39)
Tr (o) = 0. (8.40)
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Now consider o - a where a is a vector in 3 dimensions:

. L as a) — ’iag
o-a = Zalaz ( o tigy  —as > , (8.41)
which is thus a 2 x 2 matrix. We now consider a very important identity
(0-a)(c-b) = a-b+io-(axb). (8.42)

Problem 8.3 Use the commutation and the anticommutation relations Eq. (8.33)
and Eq. (8.34) and prove the identity Eq. (8.42).

For real components of a we get
(o-a)? = |a% (8.43)

Problem 8.4 Also from Eq. (8.43) show that

n I for n=even
(o-8)" = {a-ﬁ for n =odd (8.44)



Chapter 9

Addition of Angular Momenta

9.1 Addition of Two Angular Momenta J 1 and J 9

We shall treat the simplest addition problem, namely that of adding two commuting
angular momenta J; and Jo. Thus

J = J+7J,, (9.1)

where J; and J, are any two angular momenta corresponding respectively to the
independent subsystems .S; and Sy or sets of dynamical variables 1 and 2.
|71, m1) is the normalized simultaneous eigenvector of JZ and J;, and we have

Jeljmi) = gy (i + 1) B2 ma), (9.2)
Jizljr,ma) = mahlj,ma). (9.3)

Similarly for j22 and J,, we have

JBljaima) = ja (o + 1) 2|2, ma), (9.4)
Jaz|j2,ma) = mah|ja, ma). (9.5)

A normalized simultaneous eigenvector of jf, J;Z, jlz and jgz belonging respec-
tively to the eigenvalues j; (j; + 1) %, ja (j2 + 1) h?, myh and myh is then given by
the direct product

J1s Jos ma,ma) = |41, ma)|j2, Ma). (9.6)
For a fixed value of ji, m; can take one of the 25; +1 values —j;, —j1+1, -+, j1—
1, 71 and for a fixed value of jy the 27, + 1 allowed values of my are —ja, — ja +

1, ---, ja—1, jo. Hence for given values of j; and jo there are (2j; + 1) (252 + 1)
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direct products Eq. (9.6) which form a complete orthonormal set, i.e. a basis in the
product space of the combined system (1 + 2).

We rewrite Eq. (9.6) in a more instructive way by denoting ;, ,,, (1) in-
stead of [j1,m1) and 9, mg( ) instead of | 32,m2> Then the normalized simul-

taneous eigenfunctions of J12, JQ, le and JQZ corresponding to the eigenvalues
g (i + 1) B2, ja (jo + 1) h?, myh and moh are

wjl,jz;mlmm (L 2) - wjlﬂm (1) wjz,mz (2) : (9~7)
Now

jzwjlaj%mlva (17 2) = <j1z + J2z) %1 m1 % ma ( )

[t (O] Y (2) 4 iy (V) [Joctipma (2)]

mlhwjlmu ( )1/)]2 mo ( ) + m2hwj1,m1 (1) wj27m2 (2)
= (ml + m2) hwjlvj%mlme (L 2) ) (98)

which shows that 1}, jyum,.m, (1,2) is also an eigenfunction of .J, corresponding to
the eigenvalue (m; + my) h. In abstract notation

jz|j1,j2;m1,m2> = (m1+m2)ﬁ\j1,j2;m1,m2>. (9-9)

Now we consider the operator J?

~

J? = (-f1+j2>2 = j%+j§+j1'j2+j2'j1
= 24+ 32+27, T, (9.10)
Since all the components of J 1 commute with all those of J 5 and
0Ty = Jipdoy + Jiyday + Ji.Jos. (9.11)

Because jlz does not commute with ju and jly, J2 does not commute with j1z~
Similarly J? does not commute with J5,. Consequently the simultaneous eigenfunc-

tions of J2 and jz are eigenfunctions of J? and j22 but not in general of jlz and jgz.
Thus there are two complete but distinct descriptions of the system

(i). In term of the eigenfunctions of jf, j22, Ji. and Jo., given by Eq. (9.7) or

(ii). In terms of of the eigenfunctions of jlg, j22, J? and J.. This latter we denote
by the normalized wavefunctions ¢ (1,2), and we have

J15J2
m 2
J2i, (1,2) = (J+1)h ™ (1,2), and (9.12)
Loi, (1,2) = mhey, (1,2). (9.13)
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Like the functions ©j, j,.m,.m, (1,2) the functions ﬁleg (1,2) form a complete
orthonormal set and are another basis in the product space of the system (14 2).
These two basis sets are related by a unitary transformation which we discussed in

§ (2.2). Since the identity operator is defined by

I = Z |71, Jos ma, ma) (J1, Ja; ma, mal, (9.14)
mi,m2

|j1,j2;j7m) = Z |j17j2;m17m2><j17j2;m17m2|j17j2;j7m>7 (9-15)
mi,m2

or ¢ (1,2) = (1, o3 M, Maldn, Jo; 3, M)j, . (1,2).
1,72 ) J1, )25 M1, 2|1, )25 7, J1,J2;m1,ma 5

mi1,m2

(9.16)

The elements of the transformation matrix (ji, jo; m1, malj1, jo; j,m) are the
Clebsch-Gordan coefficients or Vector Addition coefficients.

There are many important properties of Clebsch- Gordan coefficients (known in
short as C-G coefficients), that we are now ready to study.

First the coefficients vanish unless

m = my + ma. (9.17)
To prove this, we first note that

(jz — i — j2z> J1, 253, m) = 0. (9.18)
Multiplying this with (ji, jo; m1, mso| on the left, we obtain

(m—m1 —m2) <j17j2;m1,m2’j1,j2;jam> = 0, (9~19)

which proves our assertion. (The Dirac notation is admirably powerful!)
Second, the coefficients vanish unless

1 —Jo| < J < i+ de (9.20)

This property appears obvious from the vector model of angular momentum ad-
dition, where we may visualize J to be the vectorial sum of J; and Js. It can
also be checked by showing that if Eq. (9.20) holds then the dimensionality of the
space spanned by {|j1,j2;m1,mg)} is the same as that of the space spanned by
{171,725 J,m) }. For (my, my) way of counting we get

N = (251 +1) (242 +1), (9.21)

because for given j; there are (2j; + 1) possible values of my; similarly for a given
value of jo. As for (j,m) way of counting, we note that for each j, there are (25 + 1)
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m values and according to Eq. (9.20), j itself runs from j; — j5 to j; + jo, where we
have assumed without loss of generality, that j; > jo. We therefore obtain

Jj1+72
N = > (2j+1)
J=j1—Jj2
Jitj2 Jitj2
-2y e 3
Jj=j1—Jj2 J=Jj1—J2
2jo+1) (1 +jo+j1—J
_ 2.(32 (11232 J1 ]2)+(2j2+1)
= (251 +1) (252 +1). (9.22)

Thus Eq. (9.20) is consistent. We thus have
= |jr—dal, i1 — ol +1, -+, jitia—1, j1+J2 (9.23)

The C-G coefficients form a unitary matrix whose matrix elements are taken
to be real by convention. An immediate consequence of this is that the inverse
coefficient (j1, j2; 7, m|j1, j2; M1, ma) is the same as (j1, jo; m1, ma|j1, j2; j, m) itself.

A real unitary matrix is orthogonal, so we have the orthogonality condition

Z Z<j17j2; ma, Mo |1, jos 3, M) (i, 2 My, Mol 1, 23 ;M) = Oy g Ormo my - (9-24)

Likewise
S S v dasma mal i, s o) G s may mali, i ') = 8y b (9.25)
mi1 me

As a special case of this we may set 7' = 7, m’ = m = my + my. We then obtain
Z Z |[(J1s Jos ma, malji, gos 4, m = my + mp) 2 = 1, (9.26)
mi me

which is just the normalization condition of |jy, jo; j, m).
G. Racah gave an expression for the C-G coefficients which are very convenient
for actual calculations

. 27+ 1) (41 + g2 — DG+ 51 — j2)!
<j17]2;m17m2|]1a]2;]7m> = 6m—m1+m2\/(] )(]l ]-2 j) (j /1 ]2) X

(J+ 1+ J2+1)!
\/(Jl+m1) (J1 —m)! (2 + ma)! (o — ma)! X

VIFmiG = 3

: j1+32*]*5)!
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1

X
(j1 —m1—8)!(j —j2 +m1 +8)!
1

(Jo +ma — $)I(j — j1 —ma2+ )1’

(9.27)

C-G coefficients can also be written in terms of Wigner 3 — j symbols.
We give here the first two examples of the Clebsch-Gordan coefficients.

Table 9.1 Table of non-vanishing Clebsch-Gordan coefficients:
<j17 %; ml,m2|j1, %;jvm =mi+ m2>.

[ i) [ ma=+5 [ m=—3 |
Bty |y |y
a-d| yER | AR

Table 9.2 Table of non-vanishing Clebsch-Gordan coefficients:
<j17 17 my, m2|j17 17]7 m =1 + m2>'

[T ] wer | w0 [ w1 ]
. (J1+mai+1)(j1+mi142) (J1—mi1+1)(G1+mi+1) (G1—mi+1)(j1—m1+2)
ntl W "Eoe | TV mnen | TV e
. _JUitmat)(Gi—ma) my _|_\/ J1—mi+1)(ji+mi)
N 2j1(j1+1) G10G141) 2j1(j1+1)
. (ji—mi1—1)(j1i—m1) (J1—m1)(g1+m1) (J1t+ma)(Gitmi—1)
-l +\/ 21 (21 +D) VT A +\/ 271 G+ )

9.2 Addition of Orbital Angular Momentum and
Spin of a Particle

As a first example, we consider a particle of spin s. Let L be the orbital angular
mpmentum operator and S its spin operator. The total angular operator of the
particle is therefore J=L+S. We denote by my, ms and m the quantum numbers
corresponding to the operators L, S and J, respectively. In the position represen-
tation the simultaneous e1genfunct1ons of the operators L2 and L, are the Spherical
Harmonics Y, ,,, (6, ¢), with {1 =0, 1, 2, --- and my =—I, —1+1, --- , [—1, L
The simultaneous eigenfunctions of the operators S2 and S, are the spin functions
Xsm, (With mg = —s, —s+1, ---, s—1, s) which is represented by column matri-
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ces with (2s + 1) rows with zeroes in all rows except one. Hence the simultaneous
eigenfunctions of the operators L2, S2, L. and S, are represented by the product

wl75§m17ms = }/l,mz (07 ¢) Xs,ms- (928)

The allowed values of the total angular momentum quantum number j of the particle
are

= [l—s, [l=s/+1, -, I+s—1, [ +s. (9.29)

Denoting the simultaneous normalized eigenfunctions of the operators I:Q, §2, J2
and J, by y{;” we see that

Z,Sm = Z <l75;ml‘m5|l75;jv m>wl,s;ml,ms

mp,ms
= > (L simpmall ;5. m)Yim, (6, 6) Xam, (9.30)
my,ms
For a particle of spin s = % we see from Eq. (9.29) that for a given value of

the orbital angular momentum quantum number [ the total angular momentum
quantum number j can take values
1

1
JE B i 31
j l 2,l+2, (9.31)

except when [ = 0 (S state) in which case the only allowed value is j = % By using
the C-G coefficients in Table (9.1) we can write

l+m+1
1+ m + V 2l+12 Y, m—% (97 ¢)
R ' (9.32)

lFm+
:‘;l+12}/2m+ (0 ¢)

9.3 Addition of Two Spins

The second example we consider is that of two particles whose spin operators are
S; and S, respectively. Then

S = S, +8,, (9.33)

where S is the total spin angular momentum. If the two particles have spin 3 1 cach,
then the combined spin space has 4 dimensions. The simultaneous elgenfunctlons
of the operators 52 and S, for the particle 1 are two basic spinors « (1) and (1)
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corresponding respectively to ‘spin up’ (mg, = —i—%) and ‘spin down’ (mg, = —%) for
that particle. Similarly the eigenfunctions of S3 and S, for particle 2 are the two
basic spinors a (2) and 3 (2) corresponding respectively to ‘spin up’ (my, = +3) and

‘spin down’ (ms, = —%) for the second particle. The direct product eigenfunctions
WY, ja:mi.ms (1,2) are therefore in the present case the four spin functions
a(la(2), a(l)s(2), B(1)a(l), 8(1)3(2), (9.34)

which constitute a basis in the four dimensional system. If we denote by Mh
the eigenvalues of the operator 327 we see that Mg = ms, + ms,, so that the four
eigenfunctions Eq. (9.34) correspond respectively to the values My =1, 0, 0, — 1.
The allowed values of the total spin quantum number S are given from Eq. (9.23)

S =0, 1 (9.35)

If we denote by x s, the simultaneous normalized eigenfunctions of S?, Sg, 52
and S, are given by Eq. (9.15) and Eq. (9.34), for S =0

1

= —Ja(l 2)—-p (1) a(2)], 9.36
X0.0 ﬁ[()ﬁ() A1) a(2)] (9.36)
which is called singlet spin state. This has been constructed so that it is antisym-
metric in the interchange of the spin coordinates of the two particles. For S = 1,
we have

X1 = a(l)a(2), (9.37)
1

X0 = E[a(l)ﬁ@)—l—ﬁ(l)a@)], (9.38)

xi-1 = B(1)B(2). (9.39)

These are said to form a spin triplet state. These three states, which are symmetric
in the interchange of the spin coordinates of the two particles, are eigenstates of S,
corresponding respectively to the values of Mg = +1, 0, — 1.

For an example, the lowest state of the helium atom which contains two electrons
is a singlet state (S = 0) while the excited states can be either singlet or triplet states.
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Chapter 10

Applications 11

In this chapter we would consider motion in three dimensions. In § (10.1) we would
study Hydrogen Atom. And in the next section we would consider motion of a
charged particle in magnetic field, including Landau Levels and Aharonov Bohm
Effect.

10.1 Hydrogen Atom

As an example of three dimensional problem we consider the hydrogen atom con-
taining an electron of charge —e interacting with a point nucleus of charge +Ze by
means of Coulomb potential
Ze?
V) = —=—, (10.1)
,
where r is the distance between the two particles. We denote the electronic mass
by m and the mass of the nucleus by M. It is convenient to use the centre of mass
coordinate system as the potential is a function of the relative coordinate. The
relative motion of the two particles is described by the Hamiltonian
2 Z€2
H=2_2° (10.2)
21 r
in the centre of mass system (where the total momentum P of the atom equals
zero), where p is the relative momentum and p = ﬁz@ is the reduced mass. The
Schrodinger equation is given by

_h_ZVQ — Z_€2
2u r

} b)) = B, (103)
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We separate the solution of Eq. (10.3) in radial and angular parts

1/} (TJ 97 ¢) - RE,l (7”) Yi,m (9» ¢) (104)
ugy (r
- E’;ﬂ( )Yi,m (97 ¢)
where ug; (r) — 0 as r — 0. We have
dPug; (r)  2u Ze?  1(l+1)h?
W S — | F — = 10.
dr? h? N r 2ur? up (7) 0 (10.5)
d*ug; (r 2
or %() + h—/; [E—Veglug, (r) = 0, (10.6)
where
Ze?  1(1+1)R?
Vg (r) = — . + ot (10.7)

Since Vg — 0 at r — oo, the solution ug, (r) for positive energy is oscillatory at
infinity and will be acceptable eigenfunction. We shall have a continuous spectrum
for £ > 0 for unbound scattering states. These states are important in the analysis
of collision phenomenon between electrons and ions.

Now the solution to the Eq. (10.3) has to satisfy certain boundary conditions
relevant to the physical situation.

If for exampe E < lim, o, V' (r) then the appropriate boundary condition in this
case is

Y (r)—0, as r— oo. (10.8)

This means that the particle is bounded or is localized within a finite region of
space. From the theory of partial differential equations we know that the Eq. (10.3)
subject to the boundary condition Eq. (10.8) will allow non-trivial solutions only
for a discrete set of values of F. Thus the energy levels are quantized because of
the boundary condition ug; (0) = 0, because Rg; () has to be finite at every point
including at the origin. We introduce the dimensionless variable
8| E|

p = el (10.9)

and dimensionless energy

y o= (%2 [
h 2(E|

pc?
- 7 10.10
“\ 2Bl (10.10)

h - ! (10.11)
T = — x — .
WHERE = e Y 137
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is the fine structure constant. With these transformations we get

-2 e -0 (10.12)

> p
To obtain the solution we first consider the asymptotic region p — 0. We can expand
the solution ug, (p) in the vicinity of the origin as

upt(p) = p° Y _cp, co #0. (10.13)

k=0

Substituting Eq. (10.13) in Eq. (10.12) and equating the coefficient of the lowest
power of p to zero, we get the indicial equation

s(s—1)—1(l+1) = 0, (10.14)
so s = I+1, or —1.
The solution s = —[ does not give the right behaviour as p — 0. So we take s = [+1
and hence
ug; ~ p, as p— 0. (10.15)

Now for large p, the asymptotic equation is

1

as p — 00, whose solutions are proportional to exp (j:g) of which we retain exp (—%’) .
Thus the solution is of the form

usi(p) = exp(=5) £ (p). (10.17)

Substituting Eq. (10.17) in Eq. (10.12) we see that f (p) satisfies

& d o 1(+1) A B
|:d_p2 - d_p - p2 + ;] f (,0) = 0. (10.18)
We replace f (p) by g (p) such that
fo) = p"g(p) (10.19)

so that the correct boundary condition Eq. (10.15) for f (p) is satisfied as p — 0.
Then g (p) satisfies the following equation

2

d d
— r2+2-p)—+N—1—1 = 0. 10.2
pdp2+( + p)dp+( ) g(p) =0 (10.20)



120 CHAPTER 10. APPLICATIONS II

Now we expand ¢ (p) in an infinite series:

glp) = > Cre*, Co#0. (10.21)
k=0

We then have

o0

[k(k—1)Crp" '+ (20 +2 = p)kCip" '+ (A =1 —1)Cyp*] = 0, or

i{[k(k—lr1)+(2l+2)(k+1)]0k+1+()\—l—1—k)Ck}pk = 0.

k=0
(10.22)
So the coefficients Cy must satisfy the recursion relation
(k+1+1-X)
C = . 10.23
T kD) (k+20+2) " (10-23)
If the series Eq. (10.21) does not terminate then for large k
Ck+1 1
~ — 10.24

a ratio which is the same as that of the series p? exp (p) where p has a finite value.
In that case using Eq. (10.17) and Eq. (10.19) we deduce that ug, (p) has large p
an asymptotic behaviour

lim ug, (p) ~ pHiHPes, (10.25)
p—r00

which is not acceptable, because it blows up as p — oco.
The series Eq. (10.21) must therefore terminate, and ¢ (p) must be a polynomial
in p. If the highest power of of p in g (p) be p™, where the radial quantum number

n, =1, 2, ---is a positive integer or zero, then the coefficient C,,, ; = 0, and from
the recursion relation Eq. (10.23)

A= n+1+1 (10.26)
Introducing the principal quantum number

n=mn+I01+1 (10.27)
which is a positive integer (n =1, 2, --- ) since both n, and [ can assume positive

integral values or zero. Thus we see that the eigenvalue equation Eq. (10.12)
corresponding to the bound state energy spectrum (E < 0) are given by

A = n. (10.28)
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Then fronm Eq. (10.10) we obtain the bound state energy eigenvalues

po_ ok (Ze) _ 1(Ze) 1

o o2h? n2 2 a, n?
1 ,(Za)?

= _5“02%’ with n = 1,2, --- and (10.29)

2

a = < ~ —— 1is the fine structure constant and
he 137
h2

4 = —= = Zap, (10.30)
e H

where a,, is the modified Bohr radius for an atom of atomic number Z, and qy is the
Bohr radius.

Thus the energy spectrum Eq. (10.29) agrees with the main feature of the ex-
perimental spectrum. This agreement is not perfect and various corrections like
fine structure due to relativistic effect and electron spin, Lamb shift and hyperfine
structure due to nuclear effects must be taken into acount in order to explain the
details of the experimental energy spectrum.

DEGENERACY.

Since the energy eigenvalues FE, depend only on the principal quantum number
n (Eq. (10.29)) they are degenerate with respect to the quantum numbers [ and m.
Indeed, for each value of n the orbital quantum number [ may take on the values

0, 1, ---, n—1 and for each values of [ the magnetic quantum number m may take
the (20 + 1) possible values —I, —1+1, ---, +1—1, +1. The total degeneracy
of the bound state energy level FE, is given by
n—1
—1
Y@t = 2%+n = n2 (10.31)

1=0
The (21 + 1)-fold degeneracy with respect to quantum number m is a feature for any
central potential, occurring because of rotational symmetry. On the other hand, the
degeneracy with respect to [ is characteristic of the Coulomb potential and is called
accidental degeneracy.

WAVE FUNCTIONS OF THE DISCRETE SPECTRUM

The hydrogenic wave functions may be written as

Ungm (r,0,0) = Ry (r)Yim (0,0),  where (10.32)
Ry, (r) = NefgplLil:ll (p). (10.33)
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Here Liljll (p) are the associated Laguerre polynomials. The normalization constant

may be found by using the generating function to evaluate the integral

| e o) ap = I (10.34

So the normalized radial functions for the bound states of Hydrogen atom are

2Z\* (n—1-1 _,
R, (r) = — e 2p L2 (p),  with 10.35
‘) \/(n) s L () (1039
27 12
P = n—a#T7 and au = W (1036)

—= R,

Figure 10.1: Radial wavefunctions Ry, (1), Ras (1), Rap (1) of Hydrogen.

The first three radial functions Eq. (10.35) are given by
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and are shown in Fig. (10.1). Charge distribution within the atom is better depicted
by the functions |u,; (r) |* from Eq. (10.4) connecting w,; (r) and R, (r). These
charge distributions correspondining to the 3 radial functions of Eq. (10.37) are
shown in Fig. (10.2).

2
|u Is (I')l

|un,1 (r)l g

Figure 10.2: Charge Distributions |uys (1) |2, |uas (1) |2, |ugp (1) |* of Hydrogen.

10.2 Charged Particle in Magnetic Field

(i) The Landau Levels

We consider the motion of an electron, for example in a uniform external magnetic
field B. The Hamiltonian is

. 1 A\
H=— (f)+e—) , (10.38)

2m c

where the electronic charge is —e. We work in Coulomb gauge also called Landau
gauge and take B = Bk, along te z-axis. We take

A = (—Byi, 0, 0) , (10.39)

so that V- A = 0. (Coulomb or Landau gauge.)
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Here A is the magnetic vector potential, p is the canonical momentum and
T=p+ % is the kinetic momentum. Then

. 1 R eBy o 9
= — g — —— 10.40
2m[(p 2) i (10.40)
Since p, and p, commute with H , they are constants of motion:
dpe_  _ dP:
a = dt
and p, and p, are c-numbers we can then write the wavefunction as
b (w,y,z) = ePrlhet= g (y). (10.41)
Then ¢ (y) satisfies
41, )
e T _ —E =0 10.42
eB .
w. = —, is called the cyclotron frequency, (10.43)
me
k2h? »
E = E——2— kh = p, and 1y = Pe
2m mw

Finally since for this one dimensional harmonic oscillator £’ = (n + %) hw,

1 k2h?
E.. = = | hw. . 10.44
wo= () heet (10.49)
is the energy of the electron in magnetic field. These are called the Landau levels,
which are infinitely degenerate, since energy does not depend on p,. In Fig. (10.3)
we have shown the formation of Landau levels.

The wave function ¢ (z,y, z) is given in terms of the Hermite polynomials by

i 1
wn,kz (SC, Y, Z) X eE(px—"_pZZ)-H’n (a (y - Z/o)) exp |:_§ (a (y - yO))2:| )

(10.45)

mw,.

h

where o =

has the dimension of the inverse of a length.
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Collapse of Energy Band to Landau Levels

>
=]
g
= B=0 B#£0
= |
PPy Landau levels I
| N
Energy Band E= 0+ 172) FO)C i :
I
I

Figure 10.3: Collapse of continuum bands into Landau levels,

(ii) The Aharanov Bohm Effect

In classical physics, only the electric and magnetic fields are of physical significance.
The vector and scalar potentials are convenient mathematical devices to calculate
the fields. The potentials can be redefined through a gauge transformation without
changing the fields and hence without changing any physical laws. The use of vector
potential in quantum mechanics has many far-reching consequences as was shown
by Aharonov and Bohm (1959, 1961).

We consider (see Fig. (10.4) a particle of charge e going above or below a
very long solenoid perpendicular to the plane of the paper carrying a current j and
is surrounded by an impenetrable cylinder. Inside the cylinder is a magnetic field
parallel to the axis of the cylinder, so the particle paths P, and P enclose a magnetic
flux.

We use Feynman path integral method of calculating probability amplitude.
From classical mechanics the Lagrangian in the presence of magnetic field can be
obtained from that in the absence of the magnetic field denoted by LS)) as follows

dx\? edx
L _ M eXN g COX 10.4
cl 9 dt cl + ¢ dt ( 0 6)

The corresponding change in action for some definite segment of path from (z,,_1, t,,_1)
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Aharanov—Bohm arangement

Detector Screen

P
1
Solenoid
;
P 2

Figure 10.4: Arrangement for observing Aharonov-Bohm effect

to (zp,t,) is given by

tn d
SOmn—1) — SOMnn—1)+ E/ dtd—’t‘ ‘A (10.47)
¢ tn—1

Now

tn
/ dt— A = / A - ds, (10.48)
tn_1

where ds is the differential line element along the path segment. For the entire
contribution from x; to xy we have the following change

1Ajexp {Zw} - (ﬁe){p [Z%DX

e [N
) — A-ds). 10.4
exp (th /gc1 s> (10.49)

Thus the path integral along P, (i = 1,2) acquires an extra factor

exp (é /P A ds> . (10.50)

For the entire transition amplitude (zx,tx|21,%1) (Eq. ( 5.25))

D [x (t)] exp [z%} + [ Phlew P%] .

Py
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DIx ()] exp {@%} X exp {(z%) /}:NA'ds] +

Py Py

| Dix)ew P%} X exp {(%) /:NA-ds] . (10.51)

Py

The probability being modulus squired of the entire transition amplitude and hence
depends on the phase difference between the contributions from the paths P, and
P5. This phase difference due to the presence of B is then

XN XN
(o) [ aa] —|(0) o] - £faa

he X P, he X1 P he

e
= —9 10.52
a, (10.52)
where @5 is the magnetic flux crossing the surface bounded by P, and P, and there is
a sinusoidal component in the probability for observing the particle on the detector

screen with a period equal to

2mhe

le]

= 4.135 x 1077 Gauss cm?. (10.53)

This effect is purely quantum mechanical.

This was first observed by R. G. Chambers in 1960 using magnetic one-domain
iron whiskers and also later by Tonomura et al. with the help of a superconducting
film using electron holography.
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Chapter 11

Symmetry in Quantum Mechanics

Symmetry is a quality attributed to the physical world that helps to simplify the
study of physical systems as such. Thus we have seen in the study of hydrogen
atom how symmetry consideration could reduce the number of meaningful variables
needed to describe it from seven (6 coordinates and time t) to one, simply from
symmetry considration.

11.1 Symmetry Principle and Conservation Laws

In this section we discuss the connection between symmetry principles and conser-
vation laws. We designate the infinitesimal symmetry operator by & which can be

written as
€

§ = I-iG, (11.1)

where the Hermitian operator G is the generator of the symmetry operation and
€ is the infinitesimal transformation being studied. If the Hamiltonian is invariant
under S then

SH = HS, (11.2)
and GH = HG (11.3)

el

“ 1.
or — 0, (11.4)

from Heisenberg equation of motion. Thus G is a constant of motion. This means
that if H is invariant under translation (homogeneity of space) then linear mo-
mentum is a constant of motion. Similarly, the angular momentum is conserved
if the Hamiltonian is rotationally invariant (isotropy of space). These are geomet-
rical symmetries and finite operation can be achieved by successive infinitesimal
transformations.
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(i) Symmetry and Degeneracy

If some symmetry operator S commute with the Hamiltonian H they have common
eigenket.

[HS] — 0. (11.5)
If |n) is an eigenket of H with eigenvalue FE,,, then
i [$|n>} - S [HM - B, [S|n>} . (11.6)

Thus S|n) is also an eigenket of H with the same eigenvalue. Thus |n) and S|n)
are degenerate. If S represents a continuous transformation characterized by a
continuous parameter \, then S (A) |n) and |n) represent different states belonging
to the same energy E,. All such states S (A) |n) corresponding to the parameter A
are degenerate with |n).

We shall discuss discrete symmetries in the following two sections.

11.2 Space Reflection or Parity Operation

Space reflection or parity operation is reflection through the origin of the coordinate
system. Corresponding to such an operation, there is a unitary operator say P, also
called the parity operator. It is such that for a single particle (spatial) wavefunction

¢ (r)

Py (r) = ¢(-r), (11.7)
and for several particles
75¢ (ri,r2, -+ ,ry) = Y (-T1,—T2 -, —Tn). (11.8)

A~

The parity operator is Hermitian (P' = P), since for any two wavefunctions ¢ (r)
and ¢ (r) we have

[owPue /¢

- / [75¢ (r)]*¢ (r) dr (11.9)
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which can be generalized to wavefunctions of several particles. It follows from Eq.
(11.7) that

P2 =1, (11.10)

so that the eigenvalues of P are +1 or —1, and the cigenstates are said to be even
or odd respectively. Thus, if ¢, (r) is an even eigenstate of P and ¢_ (r) is an odd
eigenstate, we have

7%¢+(1'> = ¥ (=
Py_(r) = ¢_(-r)

We note that
[oi e = [v oo (- (11.13)
_ _/¢1(r)¢_(r)dr, (11.14)
s0 /wi(r)¢_(r)dr S (11.15)

= 4+, (r), and (11.11)
= —y_(r). (11.12)

Thus the eigenstates 1, (r) and 9 (r) are orthogonal, in accordance with the fact
that they belong to different eigenvalues of P. They also form a complete set, since
any function can be written as

V) = [ )+ v ()], where (116
ver) = S0+ (-r], and (11.17)
o) = SWE (), (1L.18)

Clearly ¢, (r) has even parity and ¢_ (r) has odd parity.

The action of the Parity operator P on the observables r and momentum p is
given by

PPt = —f, and (11.19)
PpP' = —p, (11.20)

We recall that Pt =P = P-1.

The parity operation is equivalent to transforming a right-handed coordinate
system into a left-handed one. From Eq. (11.10) we know that if the parity op-
erator commutes with the Hamiltonian of the system then parity is conserved and
simultaneous eigenstates of Hamiltonian and the parity operator can be formed.
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Except for weak interaction (which is responsible, for example, for the S-decay
of nuclei) parity operator commutes with the Hamiltonians of atomic and nuclear
systems

[75, H} — 0, (11.21)
and parity is conserved.

PARITY OF SPHERICAL HARMONICS

SAince L and P commute, the eigenfunctions of L2 and L, are also Aeigenfunctions of
P. The coordinate representation of the eigenfunction of L? and L. of a particle is
given by

Yagm (r) = Ra (1) Yim (60,0). (11.22)

Since the transformation r — —r is equivalent in terms of the spherical polar
coordinates (1,6, ¢) to the following

r T
0 — T—0 |, (11.23)
¢ T+ ¢

it can be shown that

Yim (0,6) — (=1)'Yim (0, 0)

under reflection and so

PYim (0,0) = (1) Yim (0,0). (11.24)

11.3 Time Reversal Symmetry

This discrete symmetry operation was formulated by E. P. Wigner in a seminal
paper in 1932. The term ‘time reversal’ is a misnomer according to Wigner who
called it ‘reversal of motion’. Before we examine the effect of this transformation in
quantum mechanics, we recapitulate how time reversal invariance occurs in classical
mechanics. We start from Newton’s laws of motion for a mass point

d*r
e

- —VV(r). (11.25)
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Since Newton’s equation is second order in ¢, we can associate to every solution r ()
of Eq. (11.25) another solution

r'(t) = r(—t). (11.26)

If, for example, there is a trajectory as in Fig. (11.1) and we let the particle stop
at t = 0 and reverse its motion so that the then (at ¢ = 0) momentum p = py is
reversed, pp — —Po; the particle then traverses backward along the same trajectory,
so that one cannot distinguish the two trajectories shown in Fig. (11.1). The above
reasoning is true if there is no dissipative force present.

Original trajectory Time reversed trajectory

Figure 11.1: Motion and time reversed motion.

We now consider the Schrodinger equation of wave mechanics

. 877Z} (I', t) hZ 2

h—r = |— t). 11.2

th—p 5V TV ()| ¥ (r.t) (11.27)
If ¢ (r,t) is a solution of Eq. (11.27), then ¢ (r, —t) is not a solution, since the time
derivative is of the first order. However ¢* (r, —t) is a solution as can be verified by
complex conjugation of Eq. (11.27).

(i). SYMMETRY OPERATIONS IN GENERAL

Before we begin a systematic treatment of the time reversal operation we
consider a symmetry transformation given by

o) — &), |8) — IB). (11.28)

For operations like rotation, translation and even parity we require the inner
product (f|a) to remain unchanged:

(Bla)y = (Ble) (11.29)
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This is true in the above cases because the symmetry operators are unitary
and

(Blay = (B1U0la) = (Bla). (11.30)

. ANTI-UNITARY TRANSFORMATION

This condition is too restrictive for time reversal operation (which contains
a complex conjugation as well). In this case we have to use the less restrictive
and weaker requirement of the transition amplitude

[(Bla)] = [{Bla)l. (11.31)

The above requiremrnt is, of course, satisfied by unitary transformations. How-
ever, the following criterion

Blay = Bloy = (alB), (11.32)

which also satisfies Eq. (11.31) will define anti-unitary transformations as we
shall now see.

The transformation
o) — &) = la), [B) — [B) = 0IB), (11.33)

is said to be anti-unitary if § satisfies the following two criteria

(Blay = (Bla)* (11.34)
Ha) + ColB)] = Cibla) + C30|B), (11.35)

ale;
and 0 is called an anti-unitary operator.

—~ o~
o o
~— ~—

The relation Eq. (11.35) alone defines an antilinear operator.

It can be proved that

~ ~

0 = UK, (11.36)

where U is unitary and K is the complex conjugation operator. The complex
conjugation operator is defined as follows

K[Cla)] = ¢ [f(m] . (11.37)
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Thus
@) = Y lananla)
&) = iK|an><an|a>*
- imnxanw, (11.38)

where K acting on the base ket |a,,) does not change it since the elements of
the column matrix

0

are all real.
We now show that § = UK is anti-unitary and satisfies BEq. (11.35)

0[Cila) + CalB)] = UK [Ci]a) + Ca|B)]

U |CiR )+ C3K]3)]

CiUK|a) + C3UK|B)

Crl)a) + C10|5). (11.39)

So Eq. (11.35) holds.

Now |a) -5 |a)

= Y [0Klan)] (@l
= Y [Ulas)] {asla)”

n

3

- ¥ :U|an>} (a]an), (11.40)
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and |B) = 4|8)

= Y [Olaw)] (anl®).

m

So by dual correspondence

Bl = D (am|B)(an|UT, and (11.41)
(Bla)y = ZZ<am|5><am|UTU‘an><O‘|an>

= > (alan)(aalB)

)
). (11.42)

3

o

|
Al

is satisfied.

~— o~ o~

So Eq. (11.34

We could not evaluate (5| by considering 6 acting on (4| from the right nor
did we define 7. For that method was valid for linear operators in a ket vector
space which was also linear, whereas we are considering an anti-linear operator
here.

L 4
/
0 t —t t Time Axis
- to +t 0 0

Figure 11.2: Result of successive operations of Time Reversal é, Time evolution
T (t), Time Reversal © and Time evolution 7 (¢) on a state at time ¢.

We shall now present a formal theory of time reversal symmetry and associated
invariance. We denote time reversal operator by © whereas 6 denotes any
general anti-unitary operator

‘Ol> timegersal ‘6[> _ @|a> (1143)
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Since O|a) is to be a motion reversed state, for a momentum eigenstate |p’),
we expect @]p’ ) = | — p’) up to a phase. Likewise for angular momentum
eigenstate. We now schematically show the effect of time reversal and time
evolution 7 (¢) in Fig. (11.2). Starting with a state |«) at time ¢y, we consider
successive operations of time reversal © and time evolution 7 () reaching
the point —ty + ¢ on the time axis. Then operating by O and subsequently
operataing by 7 (t) we are back to the starting time ¢, where the state is |a).
Thus

T (1) OT (t)Ola) = |a). (11.44)
Instead of using Eq. (11.44), we shall consider infinitesimal time evolution of

a physical state |«) of a system at time ¢ = 0. Then at a slightly later time dt
the system will evolve to a state

la,tg = 0,t = 0t) = (i — z’T> |a), (11.45)

where (f - ZHT&) — 7T (6t) is the infinitesimal time evolution operator. Sup-

pose we first apply O at t = 0 and then let the system evolve in time by T (6t),
then the state at t = 6t would be

. It
(I—ZT> Ola).

If the motion is symmetric under time reversal we expect that the above state
ket would be the same as

Ola, ty = 0,t = —dt),

i.e. we first consider a state ket at an earlier time ¢ = —4dt and then reverse
the motion, 1.e. reverse p and J and we have

o Hot| o Al H(=61)
[I—ZT] Ola) = @[I—ZT] la), or (11.46)

—iHOBlo) = OiH|a). (11.47)
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Now if © were unitary then in Eq. (11.47) we could have calcelled i on both
sides [because then ©i = i©] and

—H6 = 6H. (11.48)

If |n) is an energy eigenket of H with eigenvalue E, then
i [é)ym} — O = — B, [éym} .

So O|n) would be an energy eigenket of H with energy —E,. This does not
make any sense, because for a free particle for example the energy spectrum
is positive semi-definite from 0 to +o0c. There is no state lower than a particle
at rest and energy spectrum ranging from —oo to 0 is physically unacceptable.
Free particl Hamiltonian is %, p can change sign but not p?, Eq. (11.48)
would imply

A1 PP p’

O %9 = o

Hence O cannot be unitary and Eq. (11.48) cannot be true. O is anti-unitary
and

Gifl|.) = —iOH|--)
for any arbitrary state |---). Then we have from Eq. (11.47)
OH = HO

[ﬁ, 6] = o (11.49)

MATRIX ELEMENTS (3|6|«)

We have indicated that it is best to avoid antiunitary operator acting on the
bra vector from the right. However, (5|0|a) is always to be understood as

(B0la) = ((8))- (Ola)). (11.50)
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(iv). OPERATORS UNDER TIME REVERSAL

Often it is convenient to describe operators corresponding to observables which
are odd or even under time reversal. We start with an important identity:

(BlAla) = (a|0ATO7"|3), (11.51)
Whgre A is a linear operator. This identity follows solely from the anti-unitarity
of ©.

Proof:
Define
) = Al|B). (11.52)

By dual correspondence

) &5 (BlA = (4], hence (11.53)
BlAla) = ()
= (&) [using Eq. (11.42)]
= <d|@/ﬂ|ﬂ>7 or
(Bldla) = (al (64'07) Ol8)
= (a|0AT671 ), (11.54)

which proves the identity.
Now if A = AT, i.e. Hermitian then

(BlAle) = (a|0A67'|3), if (11.55)
A0~ = +4 (11.56)

we say that the observable A is even or odd under time reversal according to
whether we have the upper or the lower of the signs in Eq. (11.56).

The expectation value of Ais given by
(a|Ala) = =+ (a|Ala), (11.57)

where (@|A|@) is the expectation value taken with respect to time reversed
state. As an example, we consider momentum operator under time reversal.
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Since this is motion reversal we expect that momentum operator should be
odd under time reversal.

OpO~' = —p, so that (11.58)
f)@ = —é)f), and
p o) = —Oplp)
- —p [é\p’>]. (11.59)

Thus O|p’) is momentum eigenket with cigenvalue —p’.

Likewise
Ox0' = x and (11.60)
X[@]x’)} — Oxx)
= % [é\x’>]. (11.61)

Thus O[x’) is an eigenket of the coordinate operator X with eigenvalue x'.

Using the relations Eq. (11.58) and Eq. (11.60) one can check the invariance
of the fundamental commutation relations

(&, pil[---) = hdig)---)

under time reversal.

Similarly to preserve
[ji,jj:| = 1h Ei,j,k jk,

the angular momentum operators must satisfy

A A A

eJo! = —J. (11.62)

. SPIN HALF PARTICLE

h

We first construct the eigenket of S - f with the eigenvalue 3. If the polar

and the azimuthal angles chracterizing n be 3 and « respectively, we can ro-

. 1
tate the spinor (

0 ) representing the spin up state first about y axis by angle
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A
Construction of ¢-n eigenspinor

&>y

Figure 11.3: Construction of o - nn eigenspinor.

 and subsequently rotate by an angle a about z axis and obtain the eigenket
of S- i with eigenvalue 2 as indicated in Fig. (11.3). Then

n;+) = exp <—iS;La> exp (—i%f) |+), and (11.63)

o< |0y —) (11.64)
= pla;—) (11.65)
(11.66)
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To obtain 1 we obtain |n; —) directly by the Euler rotation of spin up state
|+) as follows

In;—) = exp (—i%) exp (—iw) |+). (11.67)

From Eq. (11.65) and Eq. (11.67), setting 0 = UK, we get
O = nexp <—iM) K (11.68)
25\ -
R (%) K, (11.69)

since K operating on a base ket does not change it.

Problem 11.1 Expand exp (—zs—g”> and obtain Eq. (11.69) for spin 3 par-

ticles.

It can then be shown that

~

0% = +1, (11.70)

where the upper sign is for spinless or integral spin boson states and the lower
sign is for % odd integral fermionic states. Hence

~

6 = (-1)¥. (11.71)

i). KRAMER’'S DEGENERACY

If the Hamiltonian of a particle is invariant under time reversal then O com-
mutes with H. It then leads to the degeneracy known as Kramer’s degeneracy.
Because then the energy eigenket |n) and its time reversed state é\n) belong
to the same energy eigenvalue F,,.

Proof:

©H|n) = HOn) = E,|n). (11.72)
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If |n) and ©|n) represent the same state then they are non-degenerate differing
at most by a phase factor i.e

Oln) = ¢“In),
o) = ePOIn) = e Petn)
= |n). (11.73)

But from Eq. (11.71) for é odd integral spin this is not possible for which
0% =—1.

Thus for § odd integral spin particle, the states |n) and O|n) are distinct and
hence degenerate states. Thus considering electrons in crystals it is observed
that odd electron and even electron systems exhibit very different behaviours.
Odd electron systems exhibit this degeneracy known as Kramer’s degener-
acy which is a consequence of time reversal invariance as was pointed out by
Wigner. We have also seen for spin 1 system (electron) the spin up |+) and its
time reversed state |—) do not have the same energy in presence of a magnetic
field as in Stern-Gerlach experiment. Here Kramer’s degeneracy is lifted by
application of external magnetic field.
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Chapter 12

Approximate Methods

In quantum mechanics as in classical mechanics, there are a relatively few physical
problems that can be solved exactly. Thus one has to take recourse to approximate
methods. We start with semi-classical approximation in the next section.

12.1 Semiclassical Aprroximation or WKB Method

For particles moving in a sufficiently uniform fields, and for large values of momen-
tum, the equation of motion differs very little from Newton’s classical equation. We
would study the limiting transition from quantum to classical mechanics which is
formally analogous to transtion from wave optics to geometrical optics. This analogy
was used in early works that led to the formulation of quantum mechanics.

We represent the wavefunction as

Y (r,t) = exp [—S (r,t)] (12.1)
which when substituted in Schrodinger equation Eq. (4.20) will yield the following
equation

0S(r,t)  (VS(r,t))’ ih
T = 5 +V(r) — —V=5(r,1) (12.2)

2m
for a particle of mass m moving in a potential V' (r).
In the absence of the last term on the right hand side of Eq. (12.2) we have

05y (r,t)  (VSy(r, 1)
SR = S 1V () (12.3)
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This is a partial differential equation of the first order for the real valued action
function which is defined in terms of the Lagrangian L by the integral

¢
So(r,t) = /L(r,i‘,t')dt’.

The trajectory of motion is normal to the sutfaces of constant value of action. This is
evident from the fact that the momentum of the particle is given by p = V.Sq (r, 1).
By comparing Eq. (12.2) with Eq. (12.3) we see that the transition from the
quantum equation of motion to the classical one corresponds formally to the limit
h — 0. Since h is a constant quantity, such a limiting process is justified when the
terms containing £ in Eq. (12.2) are small in comparison with the other terms in
the equation. We investigate stationary states for simplicity’s sake.

Y (r,t) = u(r)exp (-%)

We can then separate out the explicit time dependence of S (r,t) as follows
S(r,t) = o(r)— Et. (12.4)
Hence Eq. (12.2) becomes

(Vo (r,1))

2m

+V(r)—E— Yo _ (12.5)

2m

Then neglecting i term we get the classical equation

(Voo (r, 1))

StV —E =0 (12.6)

for the function og (r), which is related to the classical momentum

p = Vo(r). (12.7)
This is possible if

(Voo (r)° > h|V30, (r)]. (12.8)

Thus the inequality Eq. (12.8) can be regarded as the condition under which quan-
tum mechanics goes over to classical mechanics.
Using Eq. (12.7), Eq. (12.8) gives the following inequality

p’ > AV .p| (12.9)
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For one dimensional motion the inequality Eq. (12.9) becomes

h(dp/dx) 1 0A

1 = 12.1
> P2 mor O (12.10)
A OX
A —_— 12.11
21 Ox ( )

In other words the variation of the wavelength over the distance % must be much
smaller than the wavelength itself. If the characteristic size of the system is denoted
by a, then 2—2 ~ % and Eq. (12.10) becomes

AL a.

We can also express Eq. (12.10) as follows

dz

PP = 2m(E -V (1)),

,  since (12.12)

Thus we conclude from Eq. (12.12) that the classical description of a quantum
mechanical system is approximately justified in the case of the motion of a particle
with a large momentum in a potential with small gradient.

If Eq. (12.12) is fulfilled we can develop an approximate method of solving quan-
tum mechanical problems based on the introduction of corrections to the classical
description. This method is also known as WKB approximation after the names of
Wentzel, Kramers and Brillouin who first used this method. We would now describe
this method.

WKB APPROXIMATION

This Approximation consists of a method of solving Eq. (12.5) for o (r) which
determines the stationary state wavefunction

u(r) = exp B—ia (r)] . (12.13)
The solution of Eq. (12.5) is written as an expansion in & as follows

o(r) = op(r) + (?) o (r) + (?)2@ (r) + - (12.14)

If the conditions Eq. (12.9) for semiclassical approximation are satisfied, then the
successive terms in the above series are much smaller than the preceding ones, and
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we can make use of the method of successive approximations in soving Eq. (12.5).
Thus substituting Eq. (12.14) in Eq. (12.5) and equating the coefficients of like
powers of A, we get the following set of coupled equations.

(Vo) +2m[V (r) — E] =0
(VO'l) . (VO'()) + %Vzo'o = 0
(Vo1)> +2(Voy) - (Vou) + V3o, = 0

(12.15)

Then by solving o (r) from the first equation and putting in the second equation we
can solve for o (r) and so on. Usually only oy (r) and oy (r) are calculated. We shall
illustrate the method for one dimensional case. Then Eq.(12.15) can be written as
o

—
0

2

(00) = 9% 200 = =9 204 = of +(0})°, (12.16)

where p* = 2m [E — V (x)] and prime denotes derivatives with respect to z. Then
o}, ol are obtained from the zeroth order

oy = £px) = £2m[E -V (2)] (12.17)

by simple differentiation. In particular we have from the second equation of Eq.
(12.16)

op = —Iny/p+InC. (12.18)

By integrating Eq. (12.17) we can determine oy, and taking into account Eq. (12.18),
Eq. (12.14) and Eq. (12.13), we get the WKB wave function up to terms of the
order of A% in the form

u(@) = mexp {% / V2m [E—V(x’)]dx’] +

{E_CW exp {_ﬁ /j V2m[E -V (x’)}dx'] : (12.19)

The region in which £ > V (z) is called classically permissible region where

k(z) = %\/2771 E—V (@]

is real and kh is the classical momentum of the particle as a function of the coor-
dinates. In this region the wavefunction Eq. (12.19) can always be written in the
following form

u(z) = %cos [ / xk(m’)dw’Jra], (12.20)

p
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where A and « are real constants. The amplitude of u (z) is proportional to the speed
of the classical particle. The turning points x; are the roots of the equation F =
V' (z), where the classical particle comes to rest, i.e p (x;) = 0, after that it moves in
the opposite direction. The wavefunction Eq. (12.19) becomes infinity at the turning
points. Thus this approximation is not valid for small values of momentum of the
classical particle. Supposing z( is a turning point, we can determine the distance
|z — x| for which this quasi-classical approximation may still be used. Expanding
about z = zy we have

P = 2m[E-V(x)] ~ 27”‘(%)

|z — xo].

Substituting in Eq. (12.12) we have

1
1| n? |’
|z — x| > §[m|ﬂ] or (12.21)
dx
h A
— — = — 12.22
o-ml > o = o (1222

where A is the wavelength corresponding to the momentum value at z.
The region £ < V (z) is called the classically forbidden area, since k (z) becomes
imaginary. Writing

k(r) = ix(z),
where x (z) = /2m[V (z) — E] is a real valued function and we can write Eq.
(12.19) in the form
8 L m [V (z') — E|dx’
U(l’) = me}{p[h/ \/2 [V( ) E]d :|+
C L[ ; /
mexp [—ﬁ/ V2m [V (x)—E]dx] : (12.23)

Neither Eq. (12.19) nor Eq. (12.23) is valid near the classical turning points brcause
u (x) becomes infinity at that point. Since valid wavefunction is to be continuous
and smooth for all x, the connection formulae should be obtained which can join
the two types of wavefunctions across the turning point. The standard procedure
is:

(i). Make a linear approximation to V' (z) near the turning point x;.

(ii). Solve the resulting differential equation exactly.
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(iii). Match the solution the other two solutions by choosing the various constants
of integration appropriately.

Since the calculation is rather technical and cumbersome we do not reproduce it
here. We however present the results of such an analysis for a potential well shown
in Fig. (12.1) from the standard literature. In Fig. (12.1) is shown schematically a
potential having two turning points x; and z5. The wavefunction must behave like
Eq. (12.19) in region II and like Eq. (12.23) in regions I and III. The connection
formulae for region I and region II can be shown to be achieved by choosing the
integration constants in such a way that

Figure 12.1: WKB wavefunction.

m exp [—% / S eV (@) = E]dx’] R
m o [7_11 /: V2m[E =V (2)]da’ — %] (12.24)

Similarly from region III to region Il we have

vl [ e —
2 1 [ , =
mcos |:_ﬁ/z V2m [E -V (2/)]da’ + 4] (12.25)
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Since the wavefunction in region II must be unique the arguments of the cosine
function in Eq. (12.24) and Eq. (12.25) must differ at most by an integer multiple
of m [not 27, because the signs of both sides of Eq. (12.25) can be reversed]. We
thus get a consistency condition

N VamE—V(@lde = (n+2)nh, n=0 12 (12.26)
I (+3)

If we ignore the factor %, then this is simply the quantum condition of old
quantum theory of A. Sommerfeld and W. Wilson written in 1915.

%pdq = nh, (12.27)

where h is Planck’s constant h and not Dirac’s h, and the integral is evaluated over
one whole period of classical motion from z; to x5 and back.

12.2 Rayleigh Schrodinger Perturbation

This cencerns with finding the modifications in the discrete energy levels and eigen-
functions of a system when a small disturbance (perturbation) is applied . It is
assumed that the time independent Hamiltonian can be written as

H = Hy+ H, (12.28)

where the unperturbed Hamiltonian H, o is simple in character and the corresponding
time-independent Schrodinger equation

Hy |n©) = EOp©) (12.29)

can be exactly solved. The other part H' is small enough to be regarded as a
perturbation of Hy. We assume that the set of eigenfunctions {|k”)} corresponding

to the set of eigenvalues {E,io)} of Hy form a complete orthonormal set such that

KONmO) = G (12.30)

@) or [m(®) may be discrete or continuous accordingly dy ,,, is extended to include
this possibility (i.e. then ¢ (k —m)).
The eigenvalue problem we have to solve is

Hln) = E,|n). (12.31)
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(i) Non-Degenerate Case

The assumption that H’ is small suggests that we expand the perturbed eigenfunc-
tions [n) and eigenvalues E,, as a power series in H'. To this end we introduce a real
parameter A, replace H by MH' and express |n) and E, as a power series in A in
Eq. (12.31). We assume that these two series are continuous and analytic functions
of A\, whose value lies between zero and one.

A =0 = corresponds to the unpertubed case,
A =1 = corresponds to full pertubed case,

The particular unperturbed energy level E,(lo) is assumed to be non-degenerate
with eigenfunction |n(?)), though other unperturbed energy states may be degener-
ate. Thus we have

limE, = EY and (12.32)
A—=0
lim |n) = |nl?). (12.33)
A—=0

We thus write
n) = [n@) + Aln®) + A2 @) + ... | (12.34)
E, = E’I(lO) + )\ET(LU + )\2E7(12) + (12.35)

From Eq. (12.31) we get
(ﬁo + )\ﬁl) (n@) + X My + XN @) + ... ) =
(E(O)_I_)\E(l)_l_)\? 2)_|_ ) X
(ny + X [p®)y + X n@)y + ..o ) . (12.36)

Since the expansion Eq. (12.36) is assumed to be valid for a continuous range of A,
we can equate the coefficients of different powers of A on both sides and obtain a
series of equations that represent successive orders of perturbation.

(HO—E(O)) n©@y = o, (12.37)
(HO—E(O)) nWy = (E,QD —H') ), (12.38)
(HO EO))] @) — (Enl)—H’> nW) + E@[pO), (12.39)
(HO E°>> O - (E,QU—H’) IneD) + E@|pe=2y 4

+ E®n0). (12.40)
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We note that any arbitrary multiple of |n(?)) can be added to any of the kets |n(*))
without affecting the left hand side of the equations and hence without affecting the
determination of [n(®)) in terms of the lower order terms. We choose the multiple so
that

Oy =0, for s > 0. (12.41)
Also since f[g is Hermitian
<n(°)]f]0|n(5)) — <n(s>,g0|n<o>>* — ET(L0)<n(0)’n(s)>
<n<0>y(ﬁ0—E,§°>> n®) = 0. (12.42)

Thus the inner product of (n(”)| and the right hand side of Eq. (12.40) is zero and
we have

E®) = (nO|H'|ntD). (12.43)
(i). FIRST ORDER PERTURBATION

From Eq. (12.43) the first order energy correction is
EWY = (nO) 7' |n©). (12.44)

To calculate [n(V) we expand it in terms of the complete set {|k(®)} of the
unperturbed Hamiltonian H,

n®) = 3" al) [K). (12.45)
k

Here the sum over k includes integration over continuous states, if any. Sub-
stitution of Eq. (12.45) in Eq. (12.40) for s = 1 yields

(o= EQ) S al} k@) + (A" = ED) |n®) = o, (12.46)
k
or (EZ(O) - Eflo)) afiz + (1O1H|nOY = EWg,,.
(12.47)
Forn #1
pg = H—l/” where (12.48)

EQ _EO’

H, (1O H |n©).
Forn =1
EYY = H,. (12.49)
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From Eq. (12.45) and Eq. (12.48) we conclude that the perturbation calcula-
tion is valid if and only if

/
l,n

——— | < 1, for [ # n. (12.50)
2O _ El(o)

Also from Eq. (12.41) and Eq. (12.45)
al) = Oy = o. (12.51)

SECOND ORDER PERTURBATION

The second order equation is from Eq. (12.39)

(Bo—EY) In®) = (ED —8) ) + EP ),

From Eq. (12.43)
ED = (nO|H|nW). (12.52)

Making use of Eq. (12.45) and Eq. (12.48)

B — Z<n(°)Iﬁ’lk(o)ﬂk(mlﬁ’ln(o))

0 0
N 2 N 2
5 (@A KO)| > i,

— = — (12.53)

0 0 0 0

LR A

The second order state ket |n(?)) can be obtained as follows
@) = 3" a?) K©). (12.54)
k

Proceeding as in the first order case and making use of Eq. (12.44) and Eq.
(12.48) we can obtain

0, (Ez(o) - Er(zo)) +Y Hialy - BVal) = EP6,. (12.55)
k
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Forn #1

ay = 7 i EO ZHZ iy — B (1)]

- 1 Z Hl/kHI/cn ﬁf@lﬁén
B9 _EO |22 E9 9 £ - g0
5 i 1, 1, ,

o 2
(B0 - B) (80 - E) (505"

(12.56)

Because of our choice of as% = 0, the perturbed state kets are not normalized.

From Eq. (12.34) putting A = 1 we get up to second order in H’:

A [ @) 750)|
B, = BY+ Ol n®) + Y

0 0
k#n Ev(w) - E;i )
and
/ Va1
”I’L> = |7’L(0) —|—Z|l(0) (0)‘Hln o o Hn,lHn,n .
In E, ( BO _ EZ(O)>
o H
Y T (12.57)
kn (E( ) > (ET(L — Ez( )>
We note that
| il
(nln) = 1+ kan (12.58)

— el
k#n (Eflo) — E,(CO))

to the second order in H' is not normalized. We can, however, normalize the

perturbed kets (to a given order in A) by multiplying |n) by a normalization
constant N (\), so that

[N (V) (nfn) = 1. (12.59)
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EXAMPLE

We consider the case of an one dimensional anharmonic oscillator whose Hamil-
tonian is

2
. 1 .
H = Qp_m + 5]%"2 + az® + ba?, (12.60)
2
A P 1 o
Hy = —+ =k 12.61
0 om M ( )
and H' = ax® + ba*. (12.62)

We shall assume here that b > 0 since otherwise the potewntial energy would
tend to —oo for & — +o00, and the energy spectrum would be continuous and
unbounded towards negative as well as positive energies.

1-st order energy correction of the n-th state is

BY = a(@),,+0 (",

)

= /+OO (az® + ba?) [ (2)|" d. (12.63)

oo

2
Since the wavefunction 1), has definite parity ‘wr(f)) is always even function

of x and 23 being odd az® term will contribute zero to the integral

+oo
EW = / b [0 ()| de. (12.64)

oo

Using oscillator wavefunction it can be shown that

(2Y),., = %“4 (2n® +2n+ 1) (12.65)

and the first order energy shift is

. .y 3b (.,
EY = b(ah) = T =) (2n*+2m+1). (12.66)

The calculation of second order correction to energy is left as an exercise.
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(ii) Perturbation Calculations for Degenerate Energy Lev-
els

In the previous calculations we have assumed the initial unperturbed energy level
EY to be non-degerate, having one eigenket |n(?)). Now we consider the case when
there are two independent kets say [n(?)) and |m®) having the same unperturbed

energy EY). The level is doubly degenerate. In this case

L = (O1H )
nl 0 0
EO _ gO

cannot be calculated for I = m unless (m©@|H'[n®) = 0. We consider the case when
(mOH'|n©®) £ 0. The initial kets [m®) and [n(?)) are orthogonal to the ket [(©)
with eigenvalue E,(CO) =+ EY. Although they need not be orthogonal to each other it is
always possible to construct their linear combinations that are mutually orthogonal
and normalized to unity. We can take any such pair of linear combinations of [n(?))
and |m(©) as the initial states. If the perturbation removes the degeneracy in some
order then for finite A there will be two perturbed states having different energies.
Since the perturbed wavefunction |n) and energy E,, are assumed to be continuous
analytic functions of A as A\ — 0, each of the two states will approach a definite
linear combination of [n(®) and |m®). Out of the infinite numbers of orthonormal
pairs of linear combinations, the particular pair can be obtained as follows. Let

C’n|n(0)> + C’m|m(0)>

be the initial unberturbed state. Putting this in Eq. (12.38) we get
(ﬁo - E,gO)) n®) = (E§> - Ef’) [Caln @) + Cop|m )] . (12.67)

Taking the inner product of the above equation successively with (n(®| and (m(®|
we get two equations which can be written in matrix form as follows

( (MO m©®)y — B (mO)| 7 [n©) ) ( Con ) ( 8 ) (12.68)

(nO|H'|m©®) nO|H'|n©®) — B Ch
The solutions for non-trivial ), and C), of these homogeneous algebraic equations
exist if and only if the secular determinant of their coefficients are is zero, namely

= 0. (12.69)

<m(0)|[§p|m(0)> —_ g <m(0)|ﬁ/|n(0)>
<n(0)‘ﬁ/|m(0)> (n(O)‘ﬁ/,nw» .y 5O
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This is a quadratic equation in Efll) having the roots

EO % [ m®) + (0O )] =

1 N . 2 R
5\/[(W@((J)u{rym(o» _ (n(O)\nyn((J))] 14 ‘(m(0)|H’|n(0)>

(12.70)

Both the roots of EY are real, since the diagonal matrix elements of the Hermitian
operator H' are so. The roots are equal if and only if

(mO|H'/m®) = O H[n), and (mO|H'|n®) = 0. (12.71)

and in that case the degeneracy is not removed. Then the coefficients C,, and C,,
cannot be determined in the first order calculation.

If on the other hand neither of the two equations above are stisfied then the two
values of B calculated from Eq. (12.70) are distinct and each can be used in turn
to calculate C,, and C,, from Eq. (12.68). We can thus obtain the desired pair of
orthonormal combination of the unperturbed wavefunction [m(®) and |n(®).

Now to calculate the first order wavefunctions we consider the equation Eq.
(12.38)

(A~ E9) 3 ali®) + (8~ BP) (Cun®) + Culm®)) = 0, (1272)
l#n,m
and we obtain

o) (E,g‘”—Egm) = — (EOH MmO, — (KO H | O)C,. (12.73)

This gives ai}}c for k # n,m and also we have from Eq. (12.42) for s =1

a) =0 = all). (12.74)

n,m n,

REMOVAL OF DEGENERACY IN THE SECOND ORDER

If the two values of ES obtained in the first order calculation are equal, one must go
to the second order to check whether the degeracy is removed. For this we proceed
in the similar fashion as above and obtain from Eq. (12.39)

> (O H KDY — EPC,, = 0, (12.75)
k#m,n
S O HEY G, - EPC, = o, (12.76)

k#m,n
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Again we have taken af},L =0= aﬁ},Zn.

Substituting aS}c from Eq. (12.74)

Z <m(0)‘[:[’|k(0)><k(0)|[:f/|m(0)> _pole 4
(0) (0) N
k#n,m En _Ek
O F7'1EON (O | T/ 11,(0)
3 (m™] |(0) A (Ol [ >Cn - 0, (12.77)
k#n,m En _Ek
O EON (EO) | [0
5o LR e,
k#n,m Ln _Ek
O F71E©OY (L) F|,0)
[Z GOV po o (1279
k#n,m En _Ek

Again to obtain the solutions for ), and C, we have to equate the secular
determinant corresponding to the Eq. (12.77) and Eq. ( 12.78) to zero which will
yield roots for E?) which are of the same general form as Eq. (12.70).

Analogous to Eq. (12.71) we have as the conditions for the roots in the second
order being equal the equations

‘(m(0)|f[’\k(0)>’2 ’(n(o)]ﬁ’|k(0)> 2

ktnm B0 _ E/(go) - k;;m O _ E,go) (12.79)

and ) (O FO)EOH ) (12.80)
kstn,m EY — EY

Thus unless both of Eq. (12.79) and Eq. (12.80) are satisfied, the degeneracy is
removed in the scond order.

All the foregoing calculations can be similarly extended and generalized to higher
orders and also for the case in which the initial state is more than doubly degenerate.

12.3 The Variational Method

The variational method that we now discuss is very useful for estimating the ground
state energy Fy when unlike the perturbation calculation, we do not have any knowl-
edge of the exact solutions to a problem whose Hamiltonian is sufficiently similar.

In this method an arbitrary trial function |¢) is used to calculate the expectation
value of H

(H) = (¢|H|¢). (12.81)
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|¢) can be expressed in terms of the complete set of eigenfunctions {|n)} of H:

o) = ZA In), where Hln) = E,|n). (12.82)
L (9lH|g) = ZZA w{n| H|m)
= Z|An| E,. (12.83)

Replacing FE,, in Eq. (12.83) by the lowest eigenvalue Ej
Ol10) = S IALEL > B Y I (12:84)

If |¢) is normalized

(8]6) ZIAI

(H) > Eq. (12.85)
However, if |¢) is not normalized, then

(6]1]0)
Bo = ey

In actual application of the method one uses a trial function ¢ that depends on
a number of parameters. These parameters are varied until the expectation value is
minimum. This will give an upper limit for the ground state energy of the system.
The fit of the energy will be closer, the closer is the trial function to the eigenfunction.

(12.86)

GROUND STATE OF HELIUM

Problem 12.1 The Helium atom consists of nucleus of charge +2e surrounded by
two electrons. Use a Hamiltonian
- h? 1 1 e?
H= ——(Vi+V)) -2 (—+— ) +— 12.87
2m( 1+ 2) © ’f'1+7“2 +7"12’ ( )
where r; and 7o are the radial distances of the two electrons from the nucleus, and

r12 = |r1 — ro| is the distance between the two electrons.
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Choose a trial function

73 A
Y (r,ry) = ﬂ_ageXp {—G—O(Tlﬁ-ﬁ)} )

with Z asthe variation parameter, to minimize (H) and obtain value of Z and the low-
est upper limit for the ground state of Helium.

Hints:

(i). The expectation value of each kinetic energy operators can be taken as %22

(ii). Each of the potential energy term will yield —22(1—22.

(iii). You can take the expectation value of the interaction energy term to be 5825
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Chapter 13

Methods for Time Dependent
Problems

When the Hamiltonian of the system depends on time, the solutions of the Schrodinger
equation are non-stationary. Thus the concept of bound states with discrete energy
levels and stationary eigenstates should be modified. There are three ways to make
these modifications corresponding to the particular kind of approximations, depend-
ing on the nature of time dependence of the Hamiltonian. They are:

(i). the time dependent perturbation,
(ii). the harmonic approximation,
(iii). the adiabatic approximation,
(iv). the sudden approximation.

We discuss them in subsequent sections.

13.1 Time Dependent Perturbation
In this case we have to work with the Hamiltonian
H(t) = Hy+ H'(t) (13.1)

having a simple part which is independent of time and is exactly solvable. The
eigenvalues and eigenfunctions of H

Hyln) = E,|n) (13.2)
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are completely known. H’ is the smaller part which depends on time and is the
perturbing Hamiltonian. If initially one of the eigenkets |i) of H, is populated at
time ¢ = 0, (when H’(t =0) = 0,) H’(t) causes transition between eigenkets as
time goes on, so that states other than |i) become populated as this is no longer a
stationary problem.

The time-dependent Scrédinger equation is given by

0 N
iﬁam,to;w = H|a,to;t) (13.3)

where |a) is the state vector at time ¢. |a) can be expressed in terms of the complete
set {|n) exp (—if2t)} as follows

S C (1) Inye (13.4)

with the expansion coefficient C,, depending on time. Substituting of Eq. (13.4) in
Eq. (13.3) yields

Zihdc bt 4 ZCnEn|n>e_iET?t = ZC” (ﬁo + 8 (t)) In)

(Eny

e i, (13.5)

Using Eq. (13.2) in the right hand side of Eq. (13.5) and taking inner product of
the equation with |k) one gets

2 dCL (1)

. e~ Zc S| HY ), (13.6)

where the orthonormality of |n) has been used.
Introducing Bohr’s angular frequency

E, - E,
Wen = — ", (13.7)
Eq. (13.6) reduces to the following
dC (t) a1 - .
ol (th) Z<k|H (t) |n)Cy (t) exp (iwg nt) (13.8)

n

The group of Egs. (13.8) is equivalent to the Schrodinger time dependent Eq. (13.3).
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INTERACTION PICTURE

We notice that the time evolution of the coefficients and hence of the system
is happening through H', the perturbing Hamiltonian. We have discussed time
evolution in Table 4.1 of Chapter 4. In the interaction picture, the time evolution of
quantum system happens through the time evolution of state vector and dynamical
variables. We define the interaction picture state ket as follows

o toit)r = oMot 1), (13.9)

which coincides with |a, tg;t)s at ¢ = 0. For observables represented by operators
we define

A (t) = eHot/h fge—iHot/h, (13.10)
Thus
o (t) = efot/hg () e=tHot/h, (13.11)

where H’ (t) is the perturbing Hamiltonian in the Schrodinger picture. We already
know the connection between the Schrédinger and the Heisenberg picture:

ayr = MMty t)s (13.12)

and Ay (1) = etHt/h J ge=iHt/M, (13.13)
The basic difference between the pair of Eq. (13.9) and Eq. ( 13.10) defining the
interaction picture and the pair Eq. ( 13.12) and Eq. (13.13) defining the Heisenberg

picture is that Hy appears in the former and H appears in the latter exponentials.
Thus the time evolution of the state ket in interaction picture is given as follows.

9 A
zhala,to;th = Zha [eHOt/ﬂOéato;ﬂs}

= —Hye ot/ o 1y t) g + etHot/ (ﬁo + o (t)) o, to; t)s

= MU (1) o to: ) (13.14)
— [eiﬁot/hﬁ/ (t) e—iﬁot/h] |:eif]0t/h|a7 tO; t>S:|
= H';(t)|a,to; t), (13.15)
which is a Schrédinger like equation with the total Hamiltonian H being replaced
by HI] (t)
Also from Eq. (13.10) we get
d - A oA
—Ar = (i) [Ar o) (13.16)

where A; does not depend explicitly on time.
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Table 13.1 The three types of description of evolution of quantum states.

Heisenberg Interaction Schrodinger
Picture Picture Picture

State Vectors No change FEvolve by H Evolve by H
Observables Evolves by H | FEvolve by H No change

FIRST ORDER PERTURBATION

Now we return to Eq. (13.8), replace H by AH' and express the coefficients C),-s
as power series in \:

Co(t) = CO@#)+ AW (1) + XN2CP () + (13.17)

We assume, as in the time-independent case, the series is a continuous analytic
function of A, for A between zero and 1. From Eq. (13.17) and Eq. (13.8), equating
coefficients of corresponding powers of A and setting A = 1, in the final results we
obtain

iclio) (t) = 0, icr(s-s—l) t) = (ih)fl Z<k‘ﬁ/ (1) |n>Cff) ) piknt

13.1
dt dt * (13.18)

n

These sets of equations can in principle be integrated successively to obtain
approximate solutions to any desired order in the perturbation.

The first equation of Eq. (13.18) shows that to the zeroth order all the coeffients
C,EO) are constant in time. These values are the initial conditions of the problem
specifying the state of the system before the perturbation is applied. We shall
assume that all except one of the coefficients C,EO) are zero, so that the system
is in a definite unperturbed energy state. This need not violate the uncertainty
principle since the infinite lapse of time before the perturbation is applied makes
the determination of the original energy of the system possible with great precision.
We can then put

d (k—m) for a continuum energy spectrum

0 _ —
G = {klm) = { Okm for a discrete energy spectrum (13.19)
Then from Eq. (13.18) using Eq. (13.19) we get in the first order
d _ . ,
GiCF (0 = ()™ (K[H (1) [m)e™s, (13.20)

dt
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where wg,, = (Ey — Ep,) /h. The solution is

cW(t) = (ih)_l/t (m|H' (') |m)dt’ (13.21)
and C\V (1) = (in)™" / t (K| H' () [m)e™smt at’. (13.22)

where we have taken the initial time ¢, in Eq. (13.3) as —oo. The integration
constant is so chosen that Cly’ (t) and C,il) (t) vanish at t = —o0.

Thus to the first order in the perturbation, the transition probability correspond-
ing to a transition m — k, namely, the probability that the system initially in the
state m be found at time ¢ in the state k # m is

t 2
P () = |G = h? / Hi () e™em? dt! (13.23)
We also have
C () ~ O+ 0N (1)
t
~ 1+(m)—1/ (m|H' (') |m)dt
to
: t
A exp —1/ H _(t)dt']. (13.24)
hoJ, ™

So that |C1(71) (t)|? ~ 1 and perturbation principally changes the phase of the initial
state.

13.2 Harmonic Perturbation

This is the case when H’(t) depends harmonically on time except being turned
on at one time and off at a later time. We designate these two times as 0 and tg
respectively and assume

(k|H' (t')|m) = 2 (k|H'|m) sinwt’. (13.25)

(k|H'|m) is independent of time and w is positive. From Eq. (13.25) and Eq. (13.22)
we can obtain the first order amplitude at a time t > #:

]{; ﬁl i(wk,m+w)to -1 i(wk,mfw)to -1
_ () e - . (13.26)

Wt >t) =
b (t2t) ih Wem + W Wem — W
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The first term is important when wy,,, = —w or E, ~ E,, — hw and the second
term is important when wy,,, =~ w or B, ~ E,, + hw. Thus the first order effect of
a perturbation that varies sinusoidally in the time with angular frequency w is to
transfer to or receive from the system the quantum of energy fw on which it acts.
We now consider the situation when the initial state m is a discrete bound state
and the final state k is one of the continuum set of dissociated or ionized states
so that Ey > E,, and only the second term in Eq. (13.26) needs to be taken into
account. The first order transition probability to the state k after the perturbation
is removed is given by
2
Pl =t) = |cf (t = to)
2

t% ‘(k’ﬁ/|m> sin2 [% (w;mm — w) t()]
= = ; 5 (13.27)
[5 (Whym — w) to]

. 02
The function *; 0

0.

where 0 = % (Wkm — w) to is plotted in Fig. 13.1 as a function of

Figure 13.1: Plot of f (#) = Si’o}# where 0 = %(wkym —w)tp.

The height of the main peak increases in proportion to #3 and its breadth de-
creases inversely as %y, so that the area under the curve is proportional to ty5. Thus
if there is a group of states k having energies nearly equal to E,, + hw and for which
(k|H'|m) is roughly independent of k then the probability of finding the system in
one or another of these states is proportional to .

We are interested to calculate W, ., transition probability per unit time and this
implies that a transition has taken place after the perturbation has been on for a
time ty is proportional to tg.
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(i) Fermi’s Golden Rule

The spread of energy of the final state to which transitions occur is connected with
energy uncertainty in the following way:. H' can be looked upon as a device that
measures the final energy of the system by transferring it to one of the state k.
The time available for measurement is gy, so that the uncertainty in energy is ~ tﬁ
Also the energy conservation is given by Ej ~ FE,, + hw and suitably modified by
uncertainty in principle is a mutual consequence of the calculation and need not be
inserted as a separate assumption.

If now p (k) is the density of final states such that p (k) dE} is the number of
final states with energies between Fj, and Fj + dFE}y, then the transition probability

per unit time is given by integrating Eq. (13.27) over k and dividing by to:
_ L () ’
Wim = t_ Ck (t > to) p (Ek) dE;,. (1328)
0

Since the breadth of the main peak in Fig. 13.1 becomes small as t; becomes large
and regarding (k|H'|m) and p (k) as quantities independent of FEj, so that they are
taken outside the integration sign of Eq. (13.28). Then substituting Eq. (13.27) in
Eq. (13.28) and changing the integration variable to @ = 3 (wgm — w) to from Ej,
and extending the limits of integration to x = 00 to obtain

2

Wi = = p (k) (K1) (13.29)

where we have used the standard integral value

T gin? &
5 dr = .
_ T

[ee]

This expression of Wy, is independent of ¢, as expected.

The equation Eq. (13.29) is the Fermi Golden Rule of probability of transition.

If there are several different groups of final states ki, ko, --- , having about
the same energy E,, 4+ hw, but for which (k;|H’|m) p (k;) although nearly constant
within each group, but differ from one group to another, then Eq. ( 13.29) with &
replaced by k;, gives the transition probability per unit time ¢y for the ith group.

(ii) Ionization of Hydrogen Atom

We now consider how the first order perturbation theory as discussed above can be
applied to calculate the probability of ionization of a hydrogen atom initially in its
ground state, when placed in an electric field which varies harmonically with time,

E(t) = 2&psinwt. (13.30)
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and the perturbing Hamiltonian is
H () = er-E() = eE(t)rcosb, (13.31)

where the polar axis and £ are in the direction of positive z axis, and 6 is the angle
between the position vector r of the electron and &.
The initial ground state of Hydrogen atom is given as follows

1 _=
rIm) = u(r) = e . 13.32
(r{m) (r) NCT (13.32)

The final states should correspond to the motion of a positive energy electron
in the Coulomb field of proton which is a scattering state. For simplicity’s sake the
final states are taken to be free particle plane wave states given by

1 —ik-r
(rlk) = ﬁe ) (13.33)

using box normalization, Ak being the momentum of the ejected electron.

DENSITY OF FINAL STATES p (k)

The number of states between k and k + dk

3
dn = L 3k2dksin0d0d¢
(27)
27.2 2
dEk:d(hk> :hk:dk:
24 7
dn ul?
p (k) iE, 87r3h2ksm 0dOdo (13.34)

We have expressed the polar angles 0, ¢ of k with respect to some fixed direction
which for convenience is taken to be that of the electric field £.

The matrix element is then given by using Eq. (13.25) and Eq. ( 13.31) and
relevant equations

—ikr cos 6’

(k|H'|m) = rcos@’e o dr. (13.35)

65() /
— | e
Vral?

We plot the coordinates and angles for the integration of matrix element in Fig.

13.2, where 6’ is the angle between r and k and 0" is the angle between r and €
while 6 denotes the angle between k and the electric field £.
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¥/

Figure 13.2: Coordinates and angles between k,r and €

Since
cos0” = cost cosf+sinf sinfcos (¢ — ¢) (13.36)
and d®r = r%dr d(cos®')d¢ . (13.37)

Putting these values in Eq. (13.35) and integrating over ¢’ gives zero for the second
term in Eq. (13.36). Then from the first term of Eq. (13.36) one gets

. 2meokal cos
||y = — i—omeCokagcost (13.38)

Va3 (1 + k2a2)?

This equation, together with Eq. (13.34) for p (k) finally gives the probability
per unit time that the electron of the Hydrogen atom from the 15 state is ejected
into the solid angle d€) = sin 0dfd¢, from the extression Eq. (13.29).

256uk3e2E2a7

oo 220uhe 50“06 cos? sin 0dOdo. (13.39)

mh? (1 + k2a3)

13.3 Adiabatic Approximation

This approximation is applicable when the Hamiltonian is slowly varying with time.
In this case, we expect that that the solutions of the Schrodinger equation can be ap-
proximated by the stationary eigenfunctions of the instaneous Hamiltonian, so that
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a particular eigenfunction at one time goes over continuously into the corresponding
eigenfunction at a later time. Thus if the eigenvalue equation

H () u, (t) = E,(t)uy (1) (13.40)

can be solved at each instant of time it is expected that that a system that is in a

discrete non-degenerate state u,, (0) with energy E,, (0) at t = 0 is likely to be in the

state 1, () with energy E,, (t) at time ¢, provided that H () changes very slowly

with time. The wave function v satisfies the time dependent Schrodinger equation
0

ihso () = H (1) (t). (13.41)

We expand ¢ in terms of the w, (¢)s in Eq. (13.40) which form a complete set:

Z Ch ( t) exp [(ih)_l /Ot E, () dt’] . (13.42)

uy, (t)s are assumed to be orthonormal, discrete and non-degenerate. From Eq.
(13.42) and Eq. (13.40)

> [%t(t)un (t) +Cn (1) aug—t(t)} exp {(z’h)_l /0 t E, () dt’] = 0, (13.43)

n

where Eq. (13.40) has been used. Then

dCSz(t) - ZC ) (k|7 exp [(ih)‘1 /0 (B, (') — By (t'))dﬂ]

(13.44)
) o LOUy, g
with (k|n) = / Uy —d’r
We also get from Eq. (13.40)
OH (t) ~ o Ou, (t) OB, (1) duy, ()
TUn ( ) + (t) 875 - 8t Unp, (t) + En (t) 615
Then
2Dy — (.0 - B ) ). (13.49

CHOOSING PHASES

Since the u,-s are normalized

(njn) =1, = (n|n) + (n|n) = 0.
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Since the two terms on the left hand side of the second equation are complex con-
jugate of each other, each is purely imaginary. We can thus write

(nfn) = ia(t),

where « is real.
Since the phases of the eigenfunctions are arbitrary at each instant of time we can
change the phase of u,, by amount 7 (¢). For the new eigenfunction u/, = wu,, exp [i7y (t)],

(uplin,) = (unlin) +iy = i(a+7).

Thus choosing

v(t) = —/ a(th)dt’

will make (u |@),) = 0. We can assume that all phases have been chosen in this
way and omit the primes.
Then substituting Eq. (13.45) in Eq. 13.44) we obtain

de _ —Z n>exp[ /twk,na’)dt'] (13.46)

n#k k,n <

This group of equations Eq. (13.46) is equivalent to the time dependent Schrédinger
equation Eq. (13.41).

To estimate the value do;t(t) , we assume that all the quantities (C,, wy, Uy, (1), %—i[)
that appear on the right hand sise of Eq. (13.46) which are expected to be slowly
varying in time are actually constants in time. I, further, the system is assumed to
be in state m at ¢t = 0, we can put C, () ~ én, m. Thus

aH

dCy () —1 oH iwWhmt
i (hwi.m,) k prk . for k#m,

which can readily be integrated and we obtain

Ce(t) = (z’hw,%’m)fl <k: %—[t{ m> (ermt —1) . for k#m. (13.47)

Eq. (13.47) shows that the probability amplitude for a state other than the initial
state oscillates in time and does not increase steadily with the long periods of time
even though H changes by finite amount.
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13.4 The Sudden Approximation

In this section we shall consider the case for which the Hamiltonian H changes very
rapidly. Let us first consider the situation in which the Hamoltonian H changes
instantaneously at t = 0 from f[o to Hl where both HO and 1:11 are independent of
time. Thus for ¢ < 0 we have H = HO with

Hopl = EOw. (13.48)
For t > 0, H = f[l and we have
Hiol) = EVg. (13.49)

The subscripts emphasize which Hamiltonians we are dealing with. The sets of
eigenfunctions { ,(CO)} abd {gf);l)} can be assumed to form complete orthonormal

sets (which need not be only discrete), so that we can express the general solution
of the time dependent Schrodinger equation in terms of them as follows

B

v(t) = ;c,(go)w,(go)exp —1 % , for t<0 (13.50)
EMt]

and ¥ (t) = En:d;%g})exp — % . for t>0, (13.51)

where summation implies sum over the entire set (discrete plus continuous) of eigen-

functions. The time independent coefficients cg)) and d\ for a normalized 1 are re-

spectively the probability amplitude of finding the syatem in the state wlio) att <0
and in the state ¢\ at ¢ > 0.

Now, since Eq. (13.41) is first order in time, the wavefunction ¢ (¢) must be a
continuous function of ¢ and is thus true particularly at t = 0. We therefore equate

the two solutions Eq. (13.50) and Eq. (13.51) at ¢ = 0 and obtain

SO0 = 3 a®ew, (13.52)

k n

or ) = 3 (o 0”). (13.53)
k

This relation is an exact one for the ideal case of an Hamiltonian H changing instan-
taneously at t = 0. In practice, however the change in H happens during a finite
time interval 7. If this time 7 is very short then we may in the first approximation
set 7 = 0 and continue to use Eq. (13.53) to obtain the probability amplitude d$});
this procedure is known as the sudden approximation.
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We can derive a simple criterion of the validity of the sudden approximation as
follows. We assume that H = H() for t <0, H= H, for t > 7 and that during the

period 0 < t < 7 we have H = H; where H; is also time independent. If { l(z)}

denotes a complete, orthonormal set of eigenfunctions of ﬁi, such that
Hin(Z) - El(z)Xz(l) (13.54)

(0) (0) ,iﬂ
Dk Cr o, for t <0,
B £
and (1) = § 5 xl(” Y 0< t < (13.55)
y TL)
anS} %l)e_lEht7 for T < t,

()

where @, -s are also time independent. Using continuity of wavefunction at ¢ = 0
we get

Z 0@ = Z a?y (13.56)

k !

or al(i) = Z c,(co) <Xl(i) | w’(co)> : (13.57)

k

Similarly, the Continuity ofp(t)att =71 yields

Za(Z) O —i T Zd(1)¢ 1), —i” (13.58)
From which we obtain

| (0 os),
dP = 3 a <¢,<}> | xf”> 617( =) , (13.59)
!

and using Eq. (13.57) we can write

505

a =SS (0 1) (o) e (13.60)
k l

This exact relation Eq. (13.60) reverts to sudden approximation Eq. (13.53) if
7 is small compared to W
n —H
We now return to Eq. (13.53). If the syatem is initially for ¢ < 0 in a particular

(0) A
stationary state wa exp [ E‘;L t] where w,ﬁo) is an eigenstate of Hy. Then cg)) = Ok.as

so that the probability amplitude of finding the system in the eigenstate QSS) of H,
after the sudden change in the Hamiltonian has occurred is

dP = (sV[pl”). (13.61)
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EXAMPLE

We consider a charged linear harmonic oscillator acted upon by a spatially uniform
time dependent electric field € (¢). The Hamiltonian is therefore

H() = s + i - E(t) (13.62)
T Tomdr2 2 T ‘ .
nrd* 1 2 1 2
— ot ke a () — Ska (1), (13.63)
with a (t) = %(t)

At t = 0 the electric field is switched on suddenly, i.e in a time 7 much shorter than
w™l, where w is the angular frequency of the oscillator, and afterwards it assumed
to have the constant value &. Thus

H = H, L + ka2 when ¢ < 0 (13.64)
= = —— - 1 .

0 omdz? 20 e ’
. . noa? 1 2 1,
H = H1 = —%w+§k (I—a) — Ea s When t > T, (1365)
where @ = —qio - ;{i}g (13.66)

The Hamiltonian Hy is that of a linear hatmonic oscillator.

Problem 13.1 Assume that the oscillator is initially (at ¢ < 0) in its ground state
Zﬁo (.%')

(i). Show that EY = (n+3) hw — L = 0,1, 2, ---

2mw?

(ii). Calculate d from Eq. (13.61)



Chapter 14

Scattering Theory 1

Introduction

In a collision problem, the energy of the incident particle is specified in advance,
unlike the bound state case where the boundary conditions on the wavefunctions at
large distances give rise to the quantization of energy into discrete energy levels of
the system. In the scattering problems the behaviour of the wavefunction at large
distances is obtained in terms of the energy of the incident particle. We discuss
some of the simpler theories in this chapter, deferring some of the formal theories
for the next chapter.

14.1 Scattering Experiments: Cross Section

We shall be concerned primarily with collision in three dimensions in which a particle
collides with a fixed force field or two particles collide with each other.

We consider an incident beam of monoenergetic particles from a source which is
collimated by a slit so that all the particles in the beam move in the same direction.
The beam is scattered by the target and the number of particles scattered per unit
time in the direction specified by polar angles (6, ¢) is measured. Thus to study
the interaction between protons and nuclei of atoms of gold, a proton beam is
allowed to interact with a target consisting of of a thin film of scatterer to ensure
single collisions. Since quantum mechanics does not allow the concept of a well
defined trajectory the angle of scattering cannot be calculated precisely and only
the probability, of scattering into a certain direction can be predicted. To count the
scattered particles in a collision experiment a detector is placed outside the path of
the incident beam. If the detector subtends a solid angle df2 at the scattering centre
in the direction (0, ¢), the number of particles NdS) entering the detector per unit
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time is proportional to the incident flux F', defined as the number of particles per
unit time crossing a unit area placed normal to the direction of incidence. Assuming
that the beam is uniform and that the density of particles in the beam is uniform
and is sufficiently small so as to avoid interference between the beam particles, the

differential scattering cross section j—g can be defined as
do N
= = 14.1
ds) F ( )

The total scattering cross section is defined as the integral of j—g over all solid angles

do I T (do
= — 1 dO = — | si ) 14.2
Ototal /(dﬂ) d /0 dqﬁ/o (dQ) sin 0d0 ( )

Since N is the number of particles per unit time, while F'is the number of particles
per unit area per unit time, the dimensions of g—g and of o.a are those of area.

RELATIONS BERWEEN ANGLES IN THE LABORATORY AND
THE CENTRE OF MASS SYSTEMS

The relations between the scattering angles in the laboratory system and in the
centre of mass system can be obtained from the definitions of the co-ordinate sys-
tems translating the laboratory frame in the direction of the incident particle with
speed so as to bring the centre of mass to rest. In Fig. 14.1 we show a particle of
mass m, and initial speed v to the right colliding with a particle of mass msy that is

Laboratory Frame an

Figure 14.1: Laboratory Frame: in which the incident particle my has velocity v,

the target particle ms is initially at rest, and the centre of mass (c.m) has speed
/. miv
v= m1im2'
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initially at rest in the laboratory frame. The centre of mass then moves to the right
with the speed v/ = mﬁl%za according to the law of momentum consevation.

Then in Fig. (14.2) we show that in the the centre of mass system the particles
of masses m, and ms approach the centre of mass with speeds

Q
Centre of Mass Frame &V &Y
X
AR
Q
N
/. Q\
L Q"
m Centre of Mass ,’)
= oo @ -- - . m2
m 2 v // m 1 VvV
W 7’
m, + 1, N\ v . m;+m,
Vv
&N

Figure 14.2: Centre of Mass Frame: in which the two particle of masses m; mo
approach the stationary centre of mass with speeds manj;z and m?ani:]nQ respectively.
After the collision they recede from the stationary centre of mass again with the

same speeds but in an spherical angle (0, ¢) from the original line of approach.

movU
v":v—v':—andv':—
mi + Mo mi + Mo

miv

respectively. For elastic collision which we take to be the case here, the particles
recede from the centre of mass after collision with the same speeds as is depicted in
the figure. From the vector diagram in Fig. (14.3) we obtain

v"cosf+v = wvycosfp, (14.3)
v'sinf = wv;sinfy,
¢ = oL

From the first two of Eq. (14.3) we get

sin 6 v my

tanf, = ————— = — = _— 14.4
anvL T+ cosf’ ’ v My’ (14.4)
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Laboratory to Centre—of-mass frame transformation

Figure 14.3: Laboratory to the Centre of mass frame transformation: in which we
show the vector addition of velocity v of the canter of mass in the laboratory frame
to the the velocity v” of the observed scattered particle in the centre of mass frame
to give the velocity vin the laboratry frame.

CROSS SECTIONS

The relation between the scattering cross sections in the laboratory and the centre of
mass frames is obtained by equating the number of particles scattered in d€) about

(0, ¢) and in d€;, about (6r, ¢r):

do _ do\ .
(E>Lsm 0rdf;, = (%) sin 0d6. (14.5)
Problem 14.1 Use Eq. (14.3) Eq. (14.4) and Eq. (14.4) to obtain
do _ [1+ 72+ 27 cos 9]% do . (14.6)
) |1+ cosf)| dQ

14.2 Potential Scattering

We now consider the scattering of a beam of particles by a fixed centre of force. The
Schrodinger equation

ih%w (r,t) = {—%VQ + V(r)} P (r,t) (14.7)
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describes the motion, m being the mass of the particle. Since V' (r) does not depend
on time, we look for stationary solutions

W t) = ulr)exp <—z%) (14.8)

Here u (r) satisfies

h2
[—%V2 +V (r)] u(r) = Eu(r), (14.9)
where E, the energy of the incident particle has definite value
2
Y 1 2
E = om = ™ (14.10)

v being the incident velocity and p the momentum of the incident particle.
We write Eq. (14.9) as

(V2 + k> = Vg ()] u(r) = 0, (14.11)
p
here k = =
where 2
is the wavenumber of the particle and
2m
Verr (r) = w2V (r) (14.12)

is the effective potential.

We shall consider short range potential Vg (r) which either goes to zero beyond
a certain distance or decreases exponentially with r, in which case for large r, Vg (r)
can be neglected in Eq. (14.11) and it reduces to the free particle equation

(V2 + K] u(r) = 0. (14.13)

In the asymptotic region r — oo w (r) must describe both the incident wave and
also the scattered particles, so that

lim u (r) — Ui (r) + uge (1) (14.14)

r—00

We take the direction of the incident beam as the z-axis and the incident wave
can be represented by a plane wave

Uine (r) = exp (ikz). (14.15)

Since Uiy (r) is normalized to unity, it represents a ‘beam’ with one particle per unit
volume which travels with a velocity v = 2 and the incident flux F is

F = v (14.16)
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Now, far away from the scattering centre the wave function wug. (r) should be a
outward moving spherical wave having the form

eikr

use (r) = f(k,0,9) (14.17)

7/. )
where (1,0, ¢) are the spherical polar coordinates of the scattered particle. Thus for

large 7, u (r) must satisfy the asymptotic boundary condition

ikr

ulr) — €™+ f(k0,0)° (14.18)

mat
f(k,8,0) is called the scattering amplitude .

Now, the probability current density for the stationary state Eq. (14.8) is given
by

. ho, .

jr) = — ig [u* (r) Vu(r) — (Vu* (r))u(r)]. (14.19)
For large r, the radial current of the scattered particles in the direction of (6, ¢) can
be obtained from Eq. (14.19) and Eq. ( 14.18) and is given by

ki lf (k,0,¢)
L= _M. (14.20)
m r
The number of particles entering the detector per unit time, Ndf) is then
kh 9
NdQ = — |f (k,0,9)|" dQ, (14.21)
m
and the differential scattering cross section is given by
do N N 2
a9 - F " o - |f (k. 0,9)". (14.22)

14.3 The Method of Partial Waves

When the scattering potential is central, i.e. V (r) = V (r), there is complete sym-
metry about the direction of incidence (which is taken as the z-axis) so that the
wavefunction and hence the scattering amplitude depend on 6 but not on ¢, the
azimuthal angle. Then w (r,0) and f (k,0) can be expanded in terms of Legendre
polynomials, which form a complete set in the interval of cos# between +1 and —1,
ie.

-1 < cosf < +1.
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Thus

u(r,0) = i Ry (k,r) P, (cos®), (14.23)

=0

and f(k,0) = Zfl ) P, (cosb). (14.24)

Each term of Eq. (14.23) is called a partial wave, which is a simultaneous eigenfunc-
tion of the orbital angular momentum operators L2 and L, belonging to eigenvalues
[ (I 4+ 1)A? and 0 respectively. In spectroscopic notation [ = 0, 1, 2, 3, --- partial
waves are known as s, p, d, f, --- waves.

The partial wave amplitudes f; (k) in Eq. (14.24) are determined by the radial
function R; (k,r) as will be known now.

The radial wavefunction R, (k,r) satisfies the equation

® L 2d U+

- ’ = 14.25

R 2 Ve () + k7| Ry (k,7) 0, ( )
2m k2h?
where Ve (1) = ﬁ‘/(r) and £ = Sy

For potential less singular than r=2 at the origin, the behaviour of R;(k,r) near
r =0 can be determined by the power series expansion

= rsZanr". (14.26)

n=0
Indicial equation gives two solutions with s = [ and s = — (I +1). Since the
wavefunction u (r,0) must be finite everywhere including the origin » = 0, the
solution with s = [ is the correct one to keep. In the other case for s = — (I + 1) the

wavefunction blows up at » = 0. For sufficiently large r, say for r > d, the potential
Ve () can be neglected and the equation satisfied by R; (k,7) is given by
> 2d I(+1

— === L+ )+k2 R (k,7) = 0. (14.27)

dr?  rdr r?

The linearly independent solutions of Eq. (14.27) are the spherical Bessel and
spherical Neumann functions j; (kr) and n; (kr). The general solution will be a
linear combination of these functions, so that the radial function R; (k,r) in the
region 7 > d(where Vg (1) can be neglected) is given by

Ry (k,r) = By (k)ji(kr)+ C(k)m (kr), for r >d. (14.28)
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Using the asymptotic expressions for j; (kr) and n, (kr) we can write

: 1 . l l
rll)rgo Ry (k,7) —> o [Bl (k) sin (k‘r - g) — Cy (k) cos <k:r - g)] . (14.29)
which can be re-written as
: 1 . I
Tlggo Ry (k,r) — A (k) 7 5in <kr Y + (k)) (14.30)
where 4, (k) = /B (k) +C? (k). (14.31)
Ci (k)}
and 9;(k) = —arctan . 14.32

The real constants 0; (k) are called phase shifts and characterize the strength of the
scattering in the [-th partial wave by V.g at energy F = % This is so, because if
Ve i zero, the physical solution of Eq. (14.25), that is the solution which behaves
like r! at the origin. is the function j; (kr) which has the asymptotic form Eq. (14.30)
With 61 (k‘) =0.
Since f is independent of ¢, the asymptotic form of u (7, ) for latge r is
) eikr
limu(r,0) — ™ + f(k,0) - (14.33)

r—r

and expanding e™** in terms of P, (cos )

o0

et = N2+ 1) i (kr) P (cos) (14.34)
=0
— i(zlﬂ)ilism - P, (cos?). (14.35)
— kr 2
Thus
lim R (k,7) — (2l+1)z’lisin - +1f (k) (14.36)
r—00 ! ’ kr 2 r ! : .

Equating Eq. (14.36) with Eq. (14.30) we have

1 lm 1
'l_ 1 _— — —_— 3 f—
20+ 1)1 o sin (k:r 5 ) + rfl (k)exp (ikr) =

A (k) % sin (kr - %T ) (k)) . (14.37)
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Problem 14.2 From Eq. (14.37) show the following
Aj(k) = 21+ 1) explid; (k)] (14.38)
1 .
fi(k) = (20+1) Ee%W sin [0, (k)] . (14.39)

Hint: Extress Sine terms as complex exponentials and equate separately coef-
ficints of e**" and e~*" from both sides.

Thus we have

f(k,0) = Y fi (k)P (cos0)
— ﬁ i 20 + 1) {exp [2i6; (k) — 1]} P, (cosb), (14.40)

which depends only on the phase shifts §; (k) and not on the normalization of the
radial function given by A; (k) in Eq. (14.38).

To understand the significance of the phase shifts we write the asymptotic form
of R (k,r) given by Eq. (14.25)

—i(kr—11) +i(kr—12)
; L —io(k) (€2 77 e 77
Tlggo R, (If, 7“) — 22]{3Al (k) e . S (/C) .
(14.41)
where S; (k) = expl2id; (k)] (14.42)

The first term on the right hand side in Eq. (14.41) represents an incoming
spherical wave and the second term an outgoing spherical wave. S; (k) is called the
S-matrix element whose modulus is unity in the present case. This is so, because
in the elastic scattering the number of particles entering the scattering region per
second must be equal to the number of particles leaving the region per second. As a
result the effect of the potential is to produce a phase difference between the ingoing
and the outgoing spherical waves. The S-matrix can be generalized to describe non-
elastic scattering process as well. Then the conservation of probability is expressed
by requiring S-matrix to be unitary.

THE TOTAL CROSS SECTION

This can be calculated integrating the differential cross section Eq. (14.22)

Otot = / /|f (k,0)dQ = 27r/+1d((:039)f* (k,0) f(k,0). (14.43)
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Using Eq. (14.40) and the orthogonality of the Legendre polynomials:

+1
2

/_1 d(cosO) P, (cos) Py (cosl) = mdl,l’- (14.44)

we get
Otot — Z gy (1445)

where 0, = 2l 1 )]
4

_ kZ (20 + 1) sin® 4. (14.46)

Problem 14.3 Use Eq. (14.39), Eq. (14.40) Eq. (14.43) and Eq. (14.44) to prove
Eq. (14.45) and Eq. (14.46).

14.4 The Optical Theorem

We shall now show that the total scattering cross section is related to the forward
angle scattering amplitude f (k,0 = 0).

From the generating function of Legendre polynomial it follows that P, (1) = 1
for all [; so from Eq. (14.40) we have

— L S 2151 _
fk6=0) = k;
Now
2 T
(k0 =0)= [ (k0=0)] = = > 2+ 1)sin’ 6 = o
=0
(14.47)
S %%f(k,@:@). (14.48)

where & denotes the imaginary part of the argument. This relation Eq. (14.48) is
known a optical theorem that connects the total cross section to the forward angle
scattering amplitude.

To understand the physical significance of Eq. (14.48) we observe that in order
for scattering to take place, particles must be removed by an amount proportional
to o from the incident beam, so that its intensity is smaller behind the scattering
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region (6 ~ 0) than in front of it. This occurs only by interference between the
two terms in the asymptotic expression Eq. (14.18). It can be shown by actual cal-
culation of this interference term that optical theorem holds much more generally,
namely when f (k) depends on ¢ as well as on 0 and o includes inelastic scattering
and absorption as well as elastic scattering.

CONVERGENCE OF PARTIAL WAVE SERIES

The expression of oyt in Eq. (14.45) or that of f (k, #) are useless unless the series in
[ converges rapidly. We see in Eq. (14.25) that as [ increases the centrifugal barrier
becomes more important than Vg (r), so for sufficiently large I, Vog can be neglected
and the corresponding phase shift §; or the partial wave amplitude f; is negligible.
If [,ax 1s the maximum of [ which contributes to the series then [,,,, increases as the
energy increases. We can estimate the number of important partial waves following
a semiclassical arguments as follows. If the range of potential is a, beyond which it
vanishes then an incident particle having an impact parameter ‘b’ will be deflected

or not according to whether b < a or b > «a.

///a Range of Field

Scattered Beam

Unscattered Beam

i
|
|
|
) i
- |
Impact parameter 3 b Tl L,
! { Ny
S Y

Figure 14.4: Geometrical depiction of Impact Parameter b and range a of scattering
potential.

The magnitude of angular momentum L in classical mechanics of a particle of
linear momentum p is L. = p - b, so that if L > p - a then the particle will be
undeflected. In the limit of large [, L can be set equal to [A, and setting p = kh, we
see that scattering in the [-th partial wave is expected to be small if

b > ka. (14.49)

It can also be shown that in the limit of & — 0 only [ = 0 wave is of importance.
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Scattering length may be defined as

o1
a = —Ilgli%ztanéo,

and lim f — —a,
k—0

d
£ == 012, Otot — 471'0[2.

SCATTERING THEORY 1

(14.50)
(14.51)

(14.52)



Chapter 15

Scattering Theory II

15.1 The Lippmann Schwinger Equation

In this chapter we deal with formal theory of scattering. We start with the scattering
process in a time independent formulation. The Hamiltonian is assumed to be given
as usual by

H = Hy+V. (15.1)

where Hj is the kinetic energy operator

A ]32
Hy = —. 15.2
0 2m ( )
In the absence of the scatterer, V would be zero and the energy eigenstates would
just be the free particle states |p). The presence of V' causes eigenstates to be
different from free particle states. For elastic scattering there is no change in energy
and we are interested in obtaining a solution to the full Hamiltonian Schrédinggr

equation with the same energy eigenvalue. Thus if |¢) be the energy eigenket of H

Hol¢) = El|o), (15.3)

then the basic Schrodinger equation we wish to solve is
(fo+ V) lw) = El). (15.4)

Here, we denote the eigenstate of Hy by |¢) instead of |p), because we may later
be interested in free spherical wave rather than plane wave state. |¢) may stand for
cither. Both Hy and Hy + V exhibit continuous energy spectra and we look for a
solution to Eq. (15.4) such that [¢)) — |¢) as V' — 0, where |¢) is the solution of
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the free particle Schrodinger equation Eq. (15.3) with the same energy. Formally,
we may argue that the desired solution is

WOZE %WW+W (15.5)

if for the time being we ignore the fact that the operator - is of singular nature.

We note that (E — H0>, applied to Eq. (15.5) 1mmed1ately ylelds Eq. (15.4). To
obtain the right equation one makes E slightly complex and the correct equation is
given by

1
E — Hy + ie

[WF) = |¢) + V). (15.6)

This is known as the Lippmann Schwinger equation. The physical meaning of
the 4 sign will become evident by looking at (x|y*) at large distances. Eq. (15.6)
in position representation becomes

(xlpt) = <x|¢>+< i ]w>

_ <xy¢>+/d3x'<x !

E — Hy + i
where we introduced the unit operator [ d*x'|x’)(x/|. This is an integral equation
for scattering because the unknown ket |¢)*) appears under the integral sign. If |p)
stands for a plane wave state with momentum p, we can write

X ) (x

|

) (15.7)

eip'x/h

(27rh)% (15.8)

(x|¢) =

Unlike the bound states, the plane wave states Eq. (15.8) are not normalizable and
are not really a vector in Hilbert space. We have delta function normalization in
this case given by

/d?’x(p']X) xlp) = & (p—-p). (15.9)

However, in momentum basis the Lippmann-Schwinger equation takes the form

(Pl = (pl6) + o IV 107 (15.10)
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We now proceed to evaluate the kernel of the integral equation Eq. ( 15.7) defined

by
h? 1
Gy (x,X) = —<X‘A— x'>.
£ (0x) = o0 E — Hy + ic
It can be shown that
1 eiik|x—x’|
G N = ——
+(%,%) A |x — x|’
242
where F = Q
2m

To evaluate Eq. (15.11) we proceed as follows:

h2< ‘ 1
2m E—H():l:ZE

<p’

/2 .
E—g—mj:@e

where Hy has acted on (p/|.

Now
! 1 " o 53 (p/ o p//)
p ’2 . p - 72 R
E— =+ ie E— = +ie
ip’-x/h —ip”-x'/h
/ e'? "ot €
x[p') = ——7 plX) = ——75.
o) = o W =

Then the right hand side of Eq. (15.13) becomes

32 dp! eXP [ip/'(’;x/)}

2m J (27h)’ E -2 +ie

We write £/ = % and set p’ = qh to obtain

h?
X/> — %/d?)p//diip// <X‘ p/> %
1

N>®”f%

1 >, am i exp [ig |x — x| cos 0]
— d d d 0
(2@3/0 g q/o ¢/1 (cos ) = e

1 1 +o00 q [€+iq|x—x'| _ e—iq|x—x’|]
L, .
82 |x — x| J_oo —k? + ¢? Fie

(15.11)

(15.12)

(15.13)

(15.14)

(15.15)

(15.16)
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Figure 15.1: The contour in the complex g-plane for evaluating Eq. ( 15.16).

To evaluate the integral in Eq. (15.16) we note that that the integrand has poles in
the complex ¢-plane at

qg = —k—ie, and ¢ = k + ie. (15.17)

We choose a contour as in Fig. 15.1. Since the integrals on C, Cy and C' can be
shown to be zeroes in the limit R — oo and » — 0, we have from the method of
residues I in Eq. 15.16 becomes

I - 1 exp [Lik |x — X|]

_ 15.18
47 |x — x/| ( )

Thus the kernel G4 in Eq. (15.11) is the same as the Green’s function for the
Helmholtz equation

(V?P+£)Ge(x,X) = & (x—x). (15.19)
Finally we get from Eq. (15.7)
exp [£ik |x — X/|]

() = (xlo) — 2 [ @ (V). (15.20)

4 |x — x|
The wavefunction (x|t)*) in the presence of the scatterer can thus be written as
the sum of the incident wave and a term representing the effect of the scattering
through V.

At large distances the spatial dependence of the second term can be shown to
be ‘”(p(rﬂ provided that the potential is of finite range. This means that the
positive solution (negative solution) corresponds to the plane wave plus an outgoing
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(incoming) spherical wave. We are here interested in the positive solution. If the
potential is local which means it is diagonal in x-representation, then

KV = V()6 (x —x") (15.21)
and (xX'|V])*) = /dBX"<X’\V!X"><X"\¢i> = V(x) (x]y*). (15.22)
Eq. (15.20) now becomes
2 (fik
<X‘wi> _ Xlgf) m/d3 ,eXp |XZ ‘§/| DV(X’) <X,W}i>' (15.23)

We try to understand the physical content of the equation. The vector x is
naturally directed towards observation point where the wavefunction is evaluated.
The source point X’ is confined in the bounded region for a finite range potential,
where potential is non-zero. The detector is placed always very far away from the
scatterer at r which is greatly larger than the range of the potential.

Observation Point

P

Figure 15.2: The geometry of scattering. We have r = |x|, 7’ = |x/| and r > /. «
is the angle between x and x’.

Thus for r > '

Ix—x| = Vr2—2rcosa+ 12

/ 12
T T

= r 1—2—cosa——2
r T

= r—r'cosa

= r—x-x, (15.24)

(NI

where X = unit vector along x = ﬁ (15.25)
x

Also we define k' = kx so that for large r

. ) . S
ptikl=x'| _ ke | Fik'x (15.26)
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1

Replacing —— by L we use |k) instead of [p) where k = 2.
Because |k) is normalized as (k|k’) = 63 (k — k') we have

6ik-x
(x[k) = 7
(2m)>
Finally at r — oo
1 2m eikr )
+ 3 —ik’-x +
) k) = 5 T [ )Y () ()
1 ik-x eikT !
= e K| (15.27)
(2m)? r
where the amplitude of the outgoing spherical wave is
efz‘k’-x’ . -
V() (x]57)
(15.28)

1 2m :
k k/ — 2" 3/d3 /
FK) = e [ 6
— 20 T IVIY)
T T R '
Similarly it can readily be shown that (x|¢~) corresponds to the original plane

wave in the direction of k plus an incoming spherical wave with
—ikr 2

‘ and amplitude — yym (2m)° h—T(k']VW*)

is defined as follows

spatial dependence
’
do

The differential scattering cross section 42
No. of particles scattered in df) per unit time
(15.29)

No. of incident particle crossing unit area per unit time

do
dS)
CP2jede
|jinc|
(15.30)

= |/ (kK) [
where js. and ji,e can be calculated from the definition of probability flux
(15.31)

h
j = 5= VY= (V9

m
using the scattered and incident wavefunctions respectively from Eq. ( 15.27).
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15.2 The Born Approximation

The expression for the scattering amplitude in Eq. (15.28) is not useful as it contains
the unknown ket |¢)*). If the scattering is not very strong, we can replace (x'[¢)")
appearing under the integral sign by (x'|¢) as follows

otk X!
(X[ — Xlg) = 7 (15.32)
(2r):
The first order Born approximation is given by
1 2m . : A
1 o 3 i(k—k')-x
fYKK) = - il I x/ e KXY (x| (15.33)

The integral is the three dimensional Fourier transform of the potential V' with
respect to q and ¢ = |k — k'|. For elastic scattering |k'| = |k| and ¢ = |k — K| =
2ksin@/2. The angular integration can be carried out explicitly and

q=2Sin 0/2
q

Figure 15.3: Transfer of momentum in a scattering through angle 6. q =k — k'.

12m 1 [~ . .
f(l) (9) _ ___m_/ V(T’) [ezqr o e—zqr] 7"2d7"
0

= ——= rV (r)singr dr. 15.34
ae v (15.34)

15.3 The Higher Order Born Approximation

We use the transition operator T defined by the following

V™) = Tg). (15.35)
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Multiplying the Lippmann-Schwinger’s Eq. (15.6) by v,
Tlo) = Viv™) = VIg) +V—a——T|9). (15.36)

Since |¢)-s are momentum eigenstates which form complete set, Eq. (15.36) can be
written in operator form
~ N 1 ~
= V4+V———T7. (15.37)
E — H o 1 1€
We now write the scattering amplitude f (k,k’) from Eq. (15.28) and Eq. (15.35)
with |¢) as momentum eigenkets
1 2m

fk k) = _Eﬁ(%)g (K'|Tk). (15.38)

A

Now the iterative solution for 7" is

A - ~ ~ ~ 1 ~ 1 ~
' = V+V——m—V+V - V - V
E — HQ“‘ZG E—H0+i€ E—H0+i6

. (Z S HOHJ )v (15.39)

and correspondingly the expansion of f (k,k’) is
FleK) = > " kK)
n=1

12
with f™ (k, k) = _Eﬁ_?(%)g <k’

k>.

where n is the number of V operators appearing in the expression and also denotes
the order of Born approximation. Thus

R 1 R n—1
e
E — Ho + 1€

(15.40)

1 2m
fOMX) =~ n) <k/ V‘ >

1 2m - 1 .
@ (kK) = ——=—(2r 3<k’ 1% - 1% k>
[ e ) E — Hy +ic

— (15.41)
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Introducing the identity operator [ d*|x’)(x'| at relevant points and using the locality
of V' we can write

12
f(2) (k,k/) _ 0 7;” (2) /d3 //dS // k/’X <

1 2m , ,/ —2 /x/
- —Eﬁ/dg / Ve >[h2G*( <)
V (x") etikex” (15.42)

Second Born Approximation

k

Figure 15.4: Schematic description of 2nd order Born scattering process.

Physically Eq. (15.42) can be interpreted using Fig. 15.4 as follows. The incident
wave interacts at x” since V' (x”) is appearing, and then propagates to x’ via the
Green’s function G, (x/,x”) and subsequently a second interaction occurs at x/,
because of V (x'). Finally the wave is scattered in the direction of k’. Thus f® is
a two step process, likewise f® and so on.
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Chapter 16

Relativistic Wave Equations

16.1 Introduction

A relativistic wave equation describes the motion of a particle that has speed ap-
proaching that of light. A characteristic feature of relativistic wave equation is that
the spin of the particle is built into the theory from the start and cannot be added
afterwards as Pauli added electron spin to Schrodinger non-relativistic equation. In
the next section is described a spin zero particle known as Klein Gordon equation.
The subsequent section will deal with Dirac equation describing spin 1/2 particles.
We shall continue to use three dimensional vector notations rather than the the
four dimensional notation of special relativity theory. However, the invariance of an
equation under Lorentz transformation can usually be inferred from its symmetry
between the space coordinate and time.

16.2 The Klein Gordon Equation

This equation follows from the relativistic energy expression for a free particle of
mass 1.

E?* = p* +mPch. (16.1)

Using the operators

E = ih% and p = —ihV, (16.2)
Eq. (16.1) becomes

0 2 2v2 2 4
N — "V +m ™. (16.3)
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Eq. (16.3) has plane wave solutions of the form
P (r,t) = Aexpli(k-r—wt)], (16.4)

which are eigenfunctions of the operators £ and p in Eq. (16.2) with eigenvalues
hw and hp respectively.
Now Eq. (16.4) satisfies Eq. (16.3) if

hw = £ Vh22k* + m2ch. (16.5)

The £ in Eq. (16.5) is due to the ambiguity in the sign of the energy resulting from
the classical expressiom Eq. (16.1)
The continuity equation

OP (r,t
£+V.S(r’t) =0 (16.6)
ot
is invariant under Lorentz transformation. Eq. (16.6) results if we define
ih oY o*
P(r,t) = -
(r?) 2me? {w ot ot ]

and S (r,t) = % WV — V],
(16.7)

However, P (r,t) defined in Eq. (16.7) is not necessarily positive definite and
hence cannot be interpreted as position probability density. But it, when multiplied
by the charge e, can be interpreted as charge density, since charge density can have
either sign so long as it is real.

The Klein Gordon equation suffers from two defects: lack of existence of a posi-
tive definite probability density, and occurrence of negative energy states. For a free
particle, whose energy is constant, the latter difficulty may be avoided by choosing
only positive energy for the particle and simply ignoring the negative energy states.
But an interacting particle may exchange energy with its environment, and there
would then be nothing to stop it cascading down to negative energy states emitting
an infinite amount of energy in the process. This, of course, is not observed, and so
poses a problem for the single particle Klein Gordon equation. For this reason Klein
Gordon equation was discarded and Dirac looked for an equation to replace it.



16.3. THE DIRAC RELATIVISTIC EQUATION 201

16.3 The Dirac Relativistic Equation

Dirac started with the wave equation

oY (r,t .

m% = Hy(r,t) = Bo(rt). (16.8)
The classical relativistic Hamiltonian for a free particle should be the positive square-
root of the right hand side of Eq. (16.1). Dirac modified the classical relativistic
expression for energy and hence for the Hamiltonian in such a way as to make it
linear in space derivative (i.e. linear in momentum). Thus the free particle Dirac

Hamiltonian is

H = co-p+ fmc. (16.9)
One can justify the linearity of p and mc? in the expression for H as follows. In
the relativistic limit, m?c? term in Eq. ( 16.1) can be neglected and E ~ pc. In the
non-relativistic limit the momentum term can be neglected and E ~ mc?. Thus the
Hamiltonian can be a linear combination of pc and mc? in regions away from both
the limits.

From Eq. (16.9) and Eq. (16.8) one gets the wave equation

(E—co-p—pmc®)(r,t) = 0, (16.10)
ie. <zh% —ca-p— /Bmc2> Y (r,t) = 0, (16.11)

We note that the wave equation is justly linear in space and time derivatives.

Since we are considering the motion of a free particle, all points in space time
must be equivalent, i.e. the Hamiltonian should not contain terms that depends on
the space coordinate or time, as such terms would give rise to force. Also, the space
and time derivatives are to appear only in p and E. We thus conclude that o and
[ are independent r,¢,p and E and hence commute with them. However this does
not neccessarily mean that a and 5 are numbers, since they need not commute with
each other.

We now require that any solution ¢ of Eq. (16.11) shall also be solution of the
Klein Gordon relativistic Eq. (16.3), We therefore multiply Eq. (16.10) on the left
by

(E+ca-p+ Bch)
and get
{E? — & [a2p} + alp, + oipi] —mPc'p?
—c? w0ty + ayan) papy + (o + azay) pyp. + (0 + @po) pop.]
—mc* (a3 + Bag) pa + (ayf + o) py + (. + o) p2} ¢ = 0,
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where E and p are differential operators given by Eq. (16.2). Eq. (16.11) agrees
with Eq. (16.3) if a, 5 satisfy the relations

2 2 2 2 2

a, = o, =a;, =0 = I,
g0y + oy = 0, + 00 = 00, + aga, = 0,
arﬁ + Baz - ay/B + ﬁay - azﬁ + ﬁaz 0.

(16.13)

MATRICES FOR a AND f

It can be shown that they are even dimensional and there are no set of four mutualy
anti-commuting 2-dimensional operators. So the minimum dimension is 4. Since
the squares of all the four matrices are unity, their eigenvalues are 1 and —1. Thus
choosing [ arbitrarily diagonal in a particular representation we write

) 10 0 0
I 0 01 0 0

b= (o —f) 00 -1 0 (16.14)
00 0 -1

It can then be shown using the properties of & and /3 given Eq. (16.13) that

a = ( U ‘7) (16.15)

o 0

where o-s are the 2 x 2 Pauli spin matrices:

/(01 (0 =i /10
“\10)% = Vi o) %= o -1)

Og
Thus
0 001
0 o, 10010
0y <Ux 0) 0100 | (16.16)
1 0 00
0 0 0 —
B 0 oy 0 0 2 O
Qy <0y O) =0 Zi 0 o , (16.17)
1 0 0 O
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0 0 1 0
00 o.) |0 0 0 —1

a, = (02 0) -1 0 0 o (16.18)
0 -1 0 0

(16.19)

Problem 16.1 Verify that the four matrices in Eq. (16.14) to Eq. (16.17 ) sat-
isfy Eq. (16.13).

FREE PARTICLE SOLUTIONS

We now consider the wave equation Eq. (16.11) where ax and /3 are 4 x 4 matrices
which operate on ¢. Thus the wave function v itself has to be a column matrix
with four rows, namely

(r,?)
by = | 2 gr, ti . (16.20)
(r,¢)

The free particle wave function Eq. (16.11) is then equivalent to four simultaneous
first order partial differential equations that are linear and homogeneous in the four
P-s.

Plane wave solutions of the form
Y;(r,t) = ujexpli(k-r—wt)], j=1,2 3, 4 (16.21)

can be obtained where u;-s are numbers. These are eigenfunctions of energy and
momentum with eigenvalues fuv and kh respectively. Substitution of Eq. (16.20)
and the matrices for o, § in Eq. (16.11) give the following equations for the wu;-s,
where E = hw and p = kA are now numbers:

(E — ch) u + 0 - uy — cpoug — ¢ (P — ipy) Us
0-ur + (E —me®) uy — ¢ (py +ipy) us + cpsus
—cpuy — ¢ (py — ipy) uz + (B —mc?) ug + 0 - uy
—c (P + 1py) U1 + cprua + 0 - uz + (E — mcz) Uy =

I
o oo o

(16.22)

These algebraic equations are homogeneous in the u;-s, and hence have non-zero
solutions only if the secular determinant of the coefficients is zero.
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Problem 16.2 (i). Show that the secular determinant is [E? — m?c* — p?c?| where
E and p are numbers.

(i1). Choose Ey = ++/p*c? + m?c* for any momementum p and show that the two lin-
early independent solutions are given by

cp- ¢ (p: +ipy)
I, == ]., - 0, - ) - 9
b 2 s E. + mc? u4 EL 4+ mc?
(16.23)
c (px - ipy) —CPz
I1. =0 =1 = Y e
" 1 s E, +mc?’ u4 B, +mc?’
(16.24)
Similar solutions can be obtained for negative energy F_ = —\/c2p? + m2ct.
These are given by
cp: ¢ (px +ipy)
111. = — = = -5 =1 =0
Uy E_ - mc27 U2 E_ — m62 , U3 , Ug )
(16.25)
c (pw - Zpy) —CP:
1V. = -2 = ——— uz3 = 0 =1
Uy E —me2’ U2 E —me? us y Ugq
(16.26)

We have 1fy) = A% with

2p?
Ay = 1+ ————
- \/ (Ey £ me?)?

(the upper set of signs corresponds to cases I and II and the lower set of signs
corresponds to the cases III and IV) where 1 is the Hermitian adjoint of v, and
is a row matrix with four columns. Thus the four solutions can be normalized by
dividing them by the corresponding A.

We now define three new spin matrices o,, 0,0, as the 4 x 4

o = <‘5 g) (16.27)

We shall very soon see that %ha" can be interpreted as the operator that represents
spin angular momentum.
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CHARGE AND CURRENT DENSITIES

We can obtain a conservation equation by multiplying Eq. (16.11) on the left by
T, the Hermitian adjoint equation

—z’haa—f —ihe (V1) - a—'Bme® = 0

on the right by v, and taking the difference of the two results. We then obtain

% (V1) +cV - (Wlay) = 0 (16.28)

or 88—]; +V.-S(rt) = 0, (16.29)
which is the continuity equation Eq. (16.6) with

P =y, S = c(vay). (16.30)

Since P is never negative, it can be interpreted as position probability density.

The second of Eq. (16.30) indicate that cac can be interpreted as a particle
velocity. To verify this we calculate the time derivative of position vector r in the
Heisenberg picture, using Eq. (16.10)

Z—j - %( ﬁ—ﬁx) = a,. (16.31)

SPIN ANGULAR MOMENTUM IN CENTRAL FIELD

We consider the motion of an electron in a central field. The Hamiltonian is

A

H = ca-p+pBmé+V(r), (16.32)
L oY -~
dih— = H.
and ¢ T P

We might expect that the orbital angular momentum L = r x p would be a
constant of motion. However it turns out that the total angular momentum rather
than the orbital angular is a constant of motion.

Problem 16.3 (i). From Heisenberg equation of motion calculate [Lm, H } to show that

dL,

i
a

- [LIH] = —ihe(cupy — ayps) . (16.33)
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(i1). Show that

o, o] = 2ia,
and [0],a,] = —2iwy,
so that
. do-lz / - .
ih o [O’x,H} = 2ic(opy — ayp:). (16.34)

Thus L, + ’220; and similarly all the three components commute with H and are
constants of motion. Identifying go" as the spin angular momentum we observe
that the total angular momentum J = L + S is a constant of motion where

h
S = 5o’ (16.35)

is the spin angular momentum.

16.4 Conclusion

We have seen that in Dirac theory of electron the position probability density is
positive.

Also Dirac electrons have negative energy states. Dirac’s solution to this problem
relies on the fact that electrons have spin 1/2 and therefore obey Pauli’s exclusion
principle. Dirac assumed that the negative energy states are already completely
filled up and the exclusion principle prevents any more electron being able to enter
the ‘sea’ of negative energy states. This ‘Dirac sea’ is the vacuum; so on Dirac’s
theory, the vacuum is not ‘empty’, but an infinite sea of negative energy electrons,
protons, neutrinos, neutrons and all other spin 1/2 particles!

Now this ingeneous theory makes an important prediction. For suppose there
occurs one vacancy in the electron sea - a ‘hole’ - with energy —|E|. An electron
with energy E may fill this hole, emitting energy 2F.

e~ + hole — energy, (16.36)

so the ‘hole effectively has charge +e and positive energy and is called a positron,
the antiparticle of electron. This theory thus predicted the existence of antiparticles
for all spin 1/2 particles, and in time e™, p, i1, 7 were observed.

Despite the resolution of negative energy states, Dirac equation is no longer a
single particle equation, since it describes both particles and antiparticles. It is then
only consistent to regard the spinor ¢ as a field such that v gives a measure of
the number of particles at a particular space-time point. This field is obviously a
quantum field!
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Appendix

A.1 Expansion in a Series of Orthonormal Func-
tions

We consider a free particle in a bounded volume of space €2, whose orthonormal
wavefunctions are

1 .
P (r) = ﬁ expi(k-r)]. (A.1)

Suppose we wish to approximate a function f(r) by a linear combination of
iy (r) with |k| < kg, i.e we wish to find complex numbers ay such that in some
sense

f(r) = Zakwk (r) for r within

k

and where |k| < ko. We consider ¢ as fixed and omit it for the present from
argument of .
Define

2

A = /Qf— > ah| dr, (A.2)

[k|<ko

Q
A is obviously a good measure of the precision to which f is approximated by

Zk akwk-

where \/z is the root mean square error.
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We minimize A with respect to ayx to get “least” values of ay.

*

A —/Q f—zaki/fk - Zak/¢k/ d’r

k| <ko |k’ |<ko
/|f|2d3r— Z ak/wkfdgr_ Z ak//f ed’r
k| <Ko |k/| <Ko
+ > apag / P dr
K], [k’ <ko @

SAGES {ak [visarva | 5 wkdi‘*]

|k<ko
+ E aik(ak’ék K
kI, [k’ [<ko

|f (r) [Pd’r — f ()i (
/Q |k|<ko / )

+ 3 Jo [
|k|<ko
/wl’; (r)) f (r) d’r, for all  |k| < ko.
Q
and its minumum value is

Ay = /|f W dr- 3 | [t

Now let kg — oo, then the “best” value for ay for |k| < ko is when
ax = [, Vg (r) f (r) d’r, which is unchanged as ko — oo.
Since Api, > 0 we get

A will be minimum for

k| <ko

Z ay]? < / |f (r) Pd®r Bessel Inequality.
" Q

If Y, ax¥k (r) is a continuous function of r, then

Apin = 0, if and only if f(r) = Zakwk (r).

k

APPENDIX

(A.3)

(A4)

(A.6)
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Also
Buw = 0 = Ylad? = [ 1w P
k
Thus

r) = S, = S|af = / f () Pr. (A7)

We say that ¢y (r,t) is a complete orthonormal set <= for any continuous absolute
square integrable function f (r) for which ), axtx (r) is continuous.

fr) = Zaklﬁk (r,t), where

a () = / Ui (5,1) f () d°r.

If the functions 9y (r,t) of Eq. (A.1) are a complete set, then taking f (r) = ¢ (r, 1),
the wavefunction, we have

Y (r,t) = Z axy (r,t),  where (A.8)

o) = [viwov@er (A9)

Then for a normalized wavefunction v (r,t) we have
Sl = [l Par = 1, (A.10)
k

which is the criterion for Eq. (A.1) to be a complete set.

A.2 Fourier Series

Consider a single-valued, periodic function f (z) defined in the interval —7 < x <7
and determined outside this interval by the condition f (z +27) = f(z), so that
f (z) has the period of 27r. The Fourier Series corresponding to f (x) is defined to
be
1 oo
@) = 34 + 3 " [A, cos (nz) + B, sin (nz)]. (A.11)

n=1
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Provided f (z) and f’ (x) are piecewise continuous in the interval (—m, ), this series
converges. The constants Ay, Ay, ---, A,, --- are determined by multiplying
both sides of Eq. (A.11) by cos (mx) and integrating over the interval —7 to +.
We find

1 [T
An = — f(x)cos(mzx) de, m=0,1,2, - . (A.12)
7T —T
Similarly by multiplying Eq, (A.11) throughout by sin (maz) and integrating, we find
1 [T
B, = — (x)sin(mzx) de, m=1,2 ---. (A.13)
T

—T

Since cos (nz) and sin (nx) can be written as complex exponentials exp (£inz), the
Fourier expansion Eq. (A.11) can also be written in the following form

1 &
r) = — C,, exp (inx) . A.l4
F@) = 52 Cresp i) (A14)
The coefficients (), can be found directly using the relation
1 [
o expli(n—m)x] dr = by, (A.15)
T

where 6, ,,, is the Kronecker Delta Symbol defined as

1 if m=n
Opm = {0 it mAn (A.16)

Thus multiplying both sides of Eq. (A.14) by \/LQ? exp (—imz), integrating over x
and using Eq. (A.15), we get

1 o .
Cp = E/w f(z)exp (—imzx) dz, (A.17)

where m is a positive or negative integer or zero.

A function f(x) defined in some other interval (—L,+L) and periodic with
pertodicity 2L, so that f(x+2L) = f(x) can also be expanded in a Fourier
Series by making change of variable x — mxz/L. We then have

“+oo
flx) = \/% Z Cy exp [inmx /L], where (A.18)

I :
Cn = \/ﬁ/—L f(x)exp [—immz/L] dz. (A.19)
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A.3 Fourier Transforms

Frequently, the functions with which we have to deal are not periodic, but are defined
for all real values of x;, —oc0 < x < -+ oo. Such functions can also be expressed
in terms of complex exponentials by taking the limit L — oo in Eq. (A.18) and
Eq. (A.19). As L increases in value the difference between successive terms in the
series Eq. (A.18) becomes smaller and smaller, and the sum over n can be replaced
by an integral:

1 oo

f(x) = Nl Cyexp [inmx /L] dn. (A.20)
Letting
k = nr/L (A.21)

and defining a new function
g(k) = LC,/m, (A.22)

the integral Eq. (A.20) can be written as

1 [t ,
f(x) = \/_Q_W/—oo g (k)exp [ikz] dk. (A.23)

By taking the limit L — oo in Eq. (A.19) we find

g (k) = \/%_ﬂ/ Oof(:l:) exp [—ikx] dx. (A.24)

The integrals Eq. (A.23) and Eq. (A.24) are known as Fourier Integrals. And
g (k) and f (z) are Fourier Transforms of each other. A function f (z) can only be
expressed as a Fourier Transform if the infinite integrals Eq. (A.23) and Eq. ( A.24)
converge. This will be the case if f(z) and ¢ (k) are square integrable functions,
which means that

+o0 +oo
/ If () dz < oo and/ lg (k) |* dk < oo. (A.25)

—00 —0o0
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A.4 The Dirac Delta Function
By inserting ¢ (k) from Eq. (A.24) in Eq. (A.23) we get

fl@) = % _ OO{ _ @) exp [—ika] d:v’}exp k) dik (A.26)

+o0o

or f(z) = f@)o(x—2a), (A.27)

where in Eq. (A.27) the order of the integrals has been reversed and the function
0 (z — 2') has been defined by

+00
§(z—2a) = % /_ exp [ik (x — 2')] dk. (A.28)

This procedure is open to question since integral in Eq. (A.28) does not converge.
However, P.A.M, Dirac introduced this function attaching a meaning to it and it is
known as Dirac delta function.

The main properties of the Dirac delta function are the following:

/ F(2)0(z — o) dv = { g ol g C:ELO << xc(; oj xl()) > b (A.29)
(ii). d(x) = o(—= (A.30)
(iii). xd(x) = 0. (A.31)

Actually the Delta function is defined by these properties. Any function that satisfies
these properties is defined as Delta function. From these properties follow others.

Hor) = (@), a0, (A.32)
F@)d(@—a) = f(a)d(x—a). (A.33)
/5(a—x)5(x—b)d,x — S(a—1b). (A.34)
5lg(2)] = Z m(s (- ) (A.35)

where g(z;) =0, but ¢ () % 0.
lm of (ax) = 6(z), if [ f(s)dr=1. (A.36)
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Example A.1
Sle—a)e—b] = gl —a)+d—b).
for a#b
Example A.2
§(z*—a”) = 2\1a] 0(x—a)+d(z+a).

Example A.3 Since f f exp[—2% =1, so

lim —— exp [—a*z?] =4 (z).

a—-+0o0 e

The derivative of the delta function

§(2) = 6 (),

can also be given a meaning, since

/abf(x)é’(x)dx - /5

= /')

where the 2 = 0 point is assumed to lie in the interval (a,b). Otherwise

/f §(x—ux9) de = — f'(x9), a < zy < b

We have further properties of Fourier transforms from Eq. (A.23)

/m!f(w) Pde = % +ood:c {/+Oog*(k)exp(—ikx)dk] x

—0oQ0 —0oQ0 —0oQ0

« [ /_ ) exp (iKx) dk’]

o

213

(A.37)

(A.38)

(A.39)

(A.40)

(A.41)

(A.42)

_ /_+Oog*(k)dk/_+oo (k) dK {;ﬂ/Jrooexp( (k— k) z) da

[ee]

_ /fmg* (k) dk/+oog(k’)5(k— k) i’

(o]

oo

(A.43)
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This result is known as Parseval’s theorem.
One can generalize Fourier’s transforms to functions in three dimensions:

f(r) = e )5/2/ g (k) exp [ik - 1] d°k

g(k) = 273)3/2 / F () exp[—ik 1] d°r (A.44)
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