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11 The harmonic oscillator

Suppose the Hamilton operator is given by

-~ n? d?
Hz)=——+V 1

(1) = 5 + V(@) (1)
where the potential energy is proportional to the square of the distance from
the origin, i.e., corresponds to the force of a spring

1
V(z)= 51@332 , (2)
with k being the so-called force constant. In terms of the frequency w , w =

v/k/m, the potential energy therefore can also be written as

2
mw*

Using now the following coordinate transformation

wm d? d?
q=+ax A= H@Zad—qQ ) (4)
the Hamilton operator reduces to
~ hw d? 9
i =5 {55+ )

In the corresponding Schrodinger equation,

{—j—; + q2} v(g) = hlq)d(q) = T=v(q) = e(q) (6)

the parameter € is a dimensionless quantity.

11.1 Creation- and annihilation operators

Rather than using ”traditional ways” to solve this differential equation in terms
of an asymptotic solution and a polynomial, the properties of the momentum
operator p ,

0
~_ .0 .
p=—ig (7)
shall be exploited, since according to the uncertainty relation
" 1 . . .
pd-= 3Pl =~ — ilpd_=1, (8)
and therefore
(¢+ip)(q—p) = ¢ +p* +ilp.al_ (9)
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(q—iD)g+ip) = +p" —ilpql_ . (10)

Using the following abbreviations

1 1 )
a ﬁ(q ip) = (4 aq) (11)
1 1 0
at=—@q—-ip) = —=(¢g— = 12
a ﬁ(q ip) 2(q aq) ; (12)
the operator /ﬁ(q) in (6) is given by
hq) =p*+¢* =aa +a'a (13)

and the Schrodinger equation therefore by

{@a’ +a'a} (q) = ev(q) - (14)
It is easy to show that the commutator of @ and @' is unity,

[@,a']_=aa' —a'a=1 |, (15)

since only (10) has to be subtracted from (9) and the result compared with (8).
Multiplying now the commutator from the right with ¥ (q),

{aa" —a'a} v(q) = v(q) - (16)

one can see that the obtain equation is of similar form as the Schrodinger equa-
tion (14). Adding and subtracting these two equations (14 - 16) yields the
following two equations,

N € 1
aa'p(q) = (3 +35)0() (17)
P e 1
aay(e) = (5 - 5)v(@) (18)
from which one immediately can read off that @@ and @'a have the same eigen-
functions as h(q) , however according to the eigenvalues (£ — 1) and (£ + 3),
respectively.
Multiplying (17) from the left with af,
1
d'a, ahi(g) = aalatu(e) ~ahe(e) = (54 At . (19)

=(@ar-1)

one easily can see that also a't(q) is an eigenfunction of iAL(q), but corresponding
3

to the eigenvalue (5 + 5):

€

aa' (@) = (5

+3) @wt) (20)
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Similarly, by multiplying (18) from the left with @,

@l awle) = (5 - 5)av(a) (21)
=(ata+1)
one obtains 5
d'a(@v(e) = (5 - 3) @(@) (22)

namely that ay(q) is again an eigenfunction of E(q) . Repeating these multipli-
cations with aTand @ from the left n times, one obtains the following remarkable
equations:

aat ((@)"w(a) = (5 + 5 +n) (@)6() (23
41 ((@)"0() = (5 — 5~ ) (@"6(0) (24)

Because of the last two equations afand @ are called step-up and step-down
operators, respectively, or more generally creation and annihilation oper-
ators. N .

Since the expectation value of h(q), < h(g) > has to be positive definite, i.e.,
cannot be negative,

<h(g) > = / o (@)h(a)(g)dq = / V(@ + @)e(q)dg =

o oo

= —/w*(q);l—;w(q)dqﬂL / v (q)q*(q)dq =

partial integration

— @215 [ (D) (M) s [v@vada
~ —00 —00
°° 2
<> = [ {58 s panzo (29
- >0

the annihilation operator @ can only be applied &k times, because otherwise the
eigenvalue

=Lk (26)

becomes negative and therefore would correspond to a negative expectation
value of h(g). If one denotes the wavefunction that belongs to the smallest
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possible eigenvalue by 1,(q) , then obviously the following relation has to be
valid

ao(g) =0 (27)

Multiplying now from the left with the creation operator af, one easily can see
that
al (@o(q)) = (@'a)yo(g) = a'(0) = 04hy(9) =0 . (28)

According to (18), however

~f €0 1
(@a)yo(q) = (5 - §)¢0(Q) 3
which implies that (28) can only be the case if
€y = 1 , (29)

because ¥,(q) = 0, ¥g, is not an acceptable solution, since the norm is identically
zero! The lowest energy eigenvalue of H(q), Ep, (see (6)) is therefore given by

hw hw
EO = 760 = 7 . (30)

11.2 Eigenfunctions

The eigenfunction ,(g) can be obtained by considering the explicit form of @
(11), which leads to the following differential equation

~ L (dyo(q) )
a =— + =0 , 31
0(0) = 5 (8D 1 gy (31)
whose solution can be guessed immediately:
Yolq) = coexp(—¢*/2) (32)
since 0 (0)
q
— = —corexp(=*/2) . (33)
q
The normalization constant ¢y follows from the normalization integral
/ bo(@)*¥o(9)dg = c5 / exp(—¢*)dg , —co=7"" . (34)
— 00 — 00

All other eigenfunctions, namely those belonging to higher eigenvalues of H (q)
can then be obtained by successive application of the creation operator af. For
11(q), for example one gets

01(0) = Latvg) = exatexp(—?/2) =
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— ¢ [\%(q - d%)} exp(—¢°/2) =

= —= [gexp(=¢*/2) + gexp(—¢*/2)] =

éln

=V2cigexp(—¢*/2) . (35)

In general therefore the n-th eigenfunction v,,(q) is given by

Cn  ~ Cn i\ 2
wn(Q) = G’Twn—l((ﬁ = (QT) wn,g(q) = =
Cn—1 Cp—2
C n
- 2 (qT
o (@) hola) (36)
or using the explicit form of at by
_ Cn d\" 2
Uale) = 7 (q dq) exp(—¢°/2) . (37)

This last equation can be rewritten by collecting the constant factors in N,, and
multiplying with unity from the left hand side in the following sense:

(@) = Noexp(—¢2/2) expla?/2) (q - diq) exp(—¢/2) =

= N, exp(—q¢*/2)exp(q*/2) (q - diq> exp(—¢?/2) =

=Hn(q)
=Ny, eXp(7q2/2)Hn(Q) . (38)

It can be shown that the explicit evaluation of the normalization constants IV,
yields

N, = j;_n = (2"l (39)
The functions H,(q),
H,(q) = exp(q°/2) <q - d%) exp(—=¢*/2) (40)

are the famous Hermite polynomials, which obey the following recursion
relations

H,11(q) = 2qH,(q) — Hy,(q) (41)

where p

H,(q) = d—an(Q) =2nH, 1(q) . (42)
As can be seen from the table below for the first few values of n the Hermite
polynomials are very simple polynomials in q:
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n  H,(q)

0 1
1 2q
2 4¢%2 -2
3 8¢%—12¢
Suppose P is the inversion operator, Pq¢ = —q, then from the above table,

but also from the general form of the Hermite polynomials, the symmetry can
be read off quite easily, namely

Py, (q) = cnexp(—q?/2)Hy(—q) = (=1)"¢, exp(—q®/2) Hn(q) =

= (=1)"n(a) - (43)

For the eigenfunctions 1,,(¢) themselves compact relations can be given in
terms of the creation- and annihilation operators

@', (q) = Vn+1¢,.1(q) (44)

a¢n(Q) = \/ﬁ'(/Jn—l(Q) (45)

as can be exemplified easily from the first two functions

éwl(Q) = C_lkoO(q) = {%(q - diq)] exp(—q*/2) =
= \\/Z qexp(—q2/2) . (46)
=T

It should be noted that the eigenfunctions are products of the exponential func-
tion of the argument —¢?/2 and a polynomial of order n (Hermite polynomial).
They have therefore n nodes (zero locations). Quite clearly eigenfunctions be-
longing to different eigenvalues E(q)7 aa' or a'a are orthogonal (orthonormal):

/ (@ ()0 = B (47)

For the first four eigenvalues the corresponding eigenfunctions are displayed

in Figure 17. From this figure one can in particular read off very easily the

inversion symmetry for the eigenfunctions (43). Note that the parabola in this
1

figure indicates the potential V(z) = k.
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Figure 17: Eigenfunctions of the harmonic oscillator

11.3 Eigenvalues

Finally, the eigenvalues E, of H (¢) can be obtained from the condition that
€0 = 1 (see (30)) and from the eigenvalue equation of aa! , see (17) and (20),

PR € 1
@', (0) = (3 +5)0u0) (48)
PO €n— 1 5
' @1, 1(0) = (5 + 5 + D@, () (49)
from which directly follows that
[ N e 1
(7+§)—( 5 +2+1) , (50)
or
€n =€p_1+2=¢+2n=1+2n (51)
i.e.,
E, = %“en = hw(n + %) (52)

11.4 Selection rules

The harmonic oscillator quite frequently serves in infrared spectroscopy (IR-
Spectroscopy) as the most simplest model of interpretation. For a molecule
such as

RC=0,
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where R denotes a rest such as C Hs3— or CgHys—, the oscillation of the oxygen
constituent in direction of the C-O bond can be considered to be a harmonic os-
cillation. According to chapter 10, the transition probability for an (absorptive)
excitation is proportional to

nm |dnm‘ 6( m - hw) ) (53)

where E,, — E,, is the energy difference between two eigenvalues of the harmonic
oscillator and d,,.,, is the expectation value of the electric dipole moment d = eq
(e , elementary electric charge),

oo

i = (dnm) = / Vi @eqbm(@dg - (54)

Omitting the normalizations for the eigenfunctions ,,(q) and %,,(q),
¥i(q) ~ exp(=¢*/2)Hi(q) ; i=mn,m

the electric dipole moment can easily be calculated using the recursion formulae
for the Hermite polynomials in (41) and (42)

qHy(q) = %Hm-&-l(Q) +mH,—1(q) (55)

o0

(o) ~ [ XD~V H (@) oo (0)d +

— 00

o0

+/exp(—q2)Hn(q)mHm—1(Q)dq:

/ (@) (9)dg +m / (@) (0)dg (56)

Since eigenfunctions to different eigenvalues of H (q) are orthogonal, this implies
that
=0; [n—m[#1
(dnm) ={ : (57)
#0; otherwise

The selection rules for the harmonic oscillator are therefore simply given by

|[An=n—m=+1]| (58)

and hence the "allowed” energy difference is given by

AE=FEp—Ba={(n+1+41/2) = (n+1/2)}hw=hw|  (59)
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12 Rotational motions - the rigid and the non-
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13 Quantum statistics and statistical thermody-
namics

13.1 Introduction

Phenomenological thermodynamics provides descriptions of a physical sys-
tem (gas, liquid etc.) based on empirical laws. Statistical thermodynam-
ics describes properties of a macroscopical systems in terms of the properties or
the interactions of its microscopical parts (particles). This implies that (1) the
microscopical properties have to be determined and (2) formal descriptions have
to be developed in order to map microscopical variables onto their macroscopi-
cal counterparts. Since the number N of particles of a macroscopical system is
very large, namely of the order of 103, it is impossible, but also unnecessary,
to give a one-to-one mapping between the variables in the microcosmos and the
macrocosmos. These mappings have to based on to averages or probability re-
lations. Averages over a macroscopical system, however, can only be performed
if the determination of the microscopical properties is adequate. In principle
one could think of the following scheme of descriptions

Micro-
“= scopical =
System
| Classical Mechanics | ‘ Quantum Mechanics ‘
!
Classical Statistics Quantur.n S'ﬂi}tlSthS
(Boltzmann) (Bose-Einstein or
Fermi-Dirac)
! T
Macro-
= scopical <=
system

An example is given in the following table, where m is the mass and u
the velocity of the particles and F,, the n-th energy eigenvalue of a harmonic
oscillator:
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Averaged translational
energy of a monoatomic
gas at a given
temperature T’

Ekin:%|u|2

!
Classical Statistics
(Boltzmann)

i

=

Micro-
scopical
System

Averaged vibrational
energy of a twoatomic
gas at a given
temperature T’

E,=hv(n+3)

!

Quantum Statistics
(Bose-Einstein )

Macro-
scopical
system

!

=
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13.2 A short reminder of the theory of probabilities

13.2.1 Relative frequencies

Let S1,59,...,5, be the results of n individual measurements,
Mn:{SI;S27-"7Sn} ’ (1)
and E4, FEs,...,FE,, incidences in M,. These incidences are subsets of M,
E; C M, If |E;| and |M,,| denote the number of elements in these sets, then
B

denotes the relative frequency (occurrence) of the incident E; in M,,. Quite
clearly such a relative frequency is determined by |M,,|. The probability

p(E;)
for the incidence E; is then defined by the following limiting procedure

p(E;) = lim hn(E;) . (3)
n—oo
The two possible trivial cases, namely E; = {0} (empty set) and E; = M,, imply
immediately that
0<p(E)<1 . (4)
If p(E;) > p(E;) then the incident E; is more probable than the incident E;, if
p(E;) = p(E;) then these two incidents have the same probability.
Consider for example that throwing a dice 20 times yields the following
results
My =1{2,6,2,2,3,1,5,4,2,2,3,5,4,6,1,6,6,4,3,5}

The incidence to throw a one, a two etc. was then

El = {15 1} E4 = {47474}
E2 = {25 2727272} E5 = {57575}
E; ={3,3,3} Es ={6,6,6,6}

or to have only even or odd numbers by

Al = {37 15 5; 3; 1,37 5}
Ay =1{2,6,2,2,4,2,2,4,6,6,6,4}

The relative frequency of a one was |E1|/|Mao| = 1/10 etc.

Per definition the direct sum of two incidents E; U E; is an incident that
either the incident E; occurs or the incident F;. From the above example one
immediately can see that

A1:E1UE3UE5 s AQZEQUE4UE6
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The probability for the sum of two independent incidents E; and Es, p(Fy + Es)
is therefore given by

. |E1] + | B .| B .| By
p(E1 4+ E3) = lim ————= = lim + lim =
=p(Er) +p(E2) (5)

i.e., for two independent incidents E; and Ej; the individual probabilities are
additive

p(E; + Ej) = p(E;) +p(Ej) . (6)
Finally if the direct sum over all independent incidents E; is denotes by
m
UEei=M, , (7)
i=1
then from (4) follows immediately that
P(By+ Byt -+ Ep) =p(M,) =Y p(E)=1 . (®)
i=1

13.2.2 Probability functions...

...of discrete variables Let Ei, Fs,---E, be characteristic ”states” of one
and the same object that can be mapped onto the numbers z1,25 ,---x, and
let p1, pa, - - - pn, denote the probabilities for the occurrence of these numbers. If
there exists a function defined as follows

pr = Wi(zg) 9)

then z is called a stochastic variable and W the probability function.

...of continuous variables Consider now for a moment a fortune wheel whose
hand can stop anywhere between 0° and 360°. In terms of relative frequencies
the probability for one particular position of the hand is identically zero. If,
however, one asks for the probability of a position between 180° and 180° + Az,
then this probability is given by
Ax
P=gg = W(180)Az . (10)

If therefore dW(x) denotes the probability for the occurrence of a variable of
coincidence in the interval « and z + dz then dW (z) is given by

dW(z) = w(x)dx (11)

where w(z) is the so-called probability density. In analogy to the definition
of relative frequencies in (9) the probability density is normalized to unity by

/w(x)da: =1, (12)
{=z}

where {x} denotes the range of z.
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13.2.3 Products of probabilities

The product AB of two incidences A and B is an incidence AB where A as well
as B occur. If the incidences A and B are ”statistically” independent, i.e., the
probability of A is independent of the probability of B, then

p(AB) =p(A)p(B) . (13)

Similar definitions apply for probability densities.

13.2.4 Averages ...

...of variables For discrete variables averages are defined by

N
T = ()= Zxkpk , (14)
k=1
whereas for continuous variables they are given by

7 = (z) = / w(z)zdz | (15)
{z}

The so-called standard deviation Az is then a ”traditional” measure for the
deviation of a single value of x from the corresponding average T,

Az =+/(T —x)? , (16)
whereas
Ar = 7% — 22 | (17)
is called a ”fluctuation”.
...of functions Let F(z1,22,...,2,) be an arbitrary function of the con-
tinuous stochastic variables z1, o, . . ., z, and let w(xq, 22, . .., ;) be the proba-

bility density for the product of the corresponding single incidences w(x1), w(x2),
..w(z,). The average of F, F is then given by

F= / / (1,22, ..., Tn)w(T1, X2, ..., Tp)dx1dTs . . . dTy . (18)
{z1,22,...
This equation can be written also in the following form
T /FW(F)dF , (19)
F

where W(F) is the probability density for the case that F(x1,2a,...,z,) as-
sumes exactly the value F',

W(F) = // 5(F = F(a1,09, ..., 20)) X

{z1,22,....2n}
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X w(x1,Ta, ..., Tn)dx1des .. dT,

and 6(x — y) is the Dirac distribution- (4-) function:
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13.3 Kinetic gas theory

In many aspects the (”classical”) kinetic theory of a gas of hard spheres was the
precursor to the atomistic picture that in the end lead to the famous Boltzmann
distribution. It is therefore worthwhile as a start to recall the main features of
this theory.

13.3.1 The ”molecular” distribution function

Let
f(r,u, t)dedydzdu, duydu, (22)
—_——A—

dr du

be the number of molecules (atoms, hard spheres), which are at the time ¢ at
r in the volume element dr and whose component velocities are in the intervals
[Ug, Ug +dug), [y, uy+duy] and [u,, u, +du.]. The six-dimensional space of the
coordinates x, y, z, U, Uy, u, is called phase space. Integrating over all velocities,

/// f(r,u,t)drdu =n(r,t)dr , (23)

{uz YUy 7uz}

yields the so-called particle density, namely the number of (velocity indepen-
dent) particles which at the time ¢ are located within the volume element dr.
Integration over the volume element dr,

/ / / n(r, t)dr =N (£) | (24)

determines the total number of particles at a given time ¢. Quite clearly the
molecular distribution function f(r,u,t) is not normalized to unity, but to the
number of particles. In the following only equilibrium situations shall be con-
sidered. Obviously the individual gas molecules can move around quite a bit,
the averaged number of particles per volume, however, shall be assumed to be
not time dependent ("steady state approximation”, "stationary state”),
i.e., to be a constant.

13.3.2 Atomistic picture of the pressure of an ideal gas

Suppose one wants to calculate the pressure p exerted by a monoatomic gas on
the walls of the container. Phenomenologically the averaged force F'| perpen-
dicular to a surface element AA is given by

FL = pAA . (25)
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This force can also be viewed as a time average in the interval [t,t + At] of the
forces exerted by the individual molecules hitting the wall:

— 1
pAA = (FL>905 on wall = Kt (Fl)gas on wall dt . (26)

At

If p, denotes the momentum of a gas particle perpendicular to AA, then the
force the wall exerts on to this particle is given by

dp1
(FJ—)wall on gas = W ’ (27)
and oppositely the force exerted by the gas on the wall by
dp.
(Fl)gas on wall — 7% ’ (28)
The equilibrium obviously is given by
(Fl)wall on gas — (FJ_)qas on wall - (29)
Combining therefore (26) and (28) one gets
d
pAAAL = / (—%) dt=(p1)1—(pL)2=—-Ap, (30)

At

where (p ) is the perpendicular component of the momentum of the particle
before the collision with the wall and (p )2 after the collision. From Figure 18
one can see that for one particular velocity u, whose direction forms an angle 6,
0 < 0 < /2, with the surface normal, all those particles with velocity u that are
within the length |u| At from the wall will hit the wall within the time interval
At, i.e., one can see that all those molecules that are within the volume element
dV = AA|u| Atcosf will arrive at the wall within A¢. If one assumes now a
distribution function of velocities, f(u), the number of particles actually hitting
the wall is given by

f(u)AA |u| At cosfdu . (31)

| —

av

Let m denote the mass of the particles then the momentum perpendicular to the
wall for one particular particle is given by m |u| cos# and the total momentum
therefore by this momentum times the total number of particles, namely

mjujcosf x f(u)AA|u|Atcosfdu = mAtAA (|u|200s20) f(a)du

The total momentum before the collision ((p. )1, (30)) is therefore given by

(p1)1 = mAtAA// |u\200529f(u)du ;0<0<w/2, (32)
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Figure 18: Atomistic picture of the pressure of an ideal gas

whereas after the collision with the wall the individual momentum is given by
— m|u|cosf and the total momentum by

(p1)e = — mAtAA///|u|QCOS29f(u)du ;m/2<0<m. (33)
Going now back to (30), one can see that by combining the last two equations,

PAAAL = (p1)1 — (pL)2 =

— mAAAL // af? cos20f(w)du ;0<0<r | (34)

or that the pressure p can be written as
p:mn// lul® cos20f(w)n"'du ;0<O<m |, (35)
N———

where n is the particle density as given by the total number of particles N
divided by the volume V and N is according to the ”steady state approximation”
a constant. By including the particle density n to the integral, the quantity
f(u)n~! is a probability density, since it is normalized to the ”total” particle
density, i.e., since

0< flun <1

Denoting now by %2 the average of the square of the velocity in z-direction
(direction of the surface normal), then the pressure is given by

p = mnu’ (36)
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If one finally assumes that the velocity distribution is isotropical, i.e., all di-
rections of the velocity, u,,u, and u,, are equally probable,

1l ——— 1
ﬂi:ai:aj:aﬁzg(ungungug):5# , (37)
one gets
1

p= ganQ . (38)

By denoting the averaged kinetic energy of a gas molecule (particle) by €,

_ m_.

€ = EUQ 5 (39)

for an isotropic velocity distribution the pressure is then defined by

2 2N_

P=gne = 3376 - (40)
Since the total number of particles N can be written as a multiple of the Avog-

ardo (Loschmidt) number L , N = vL, the pressure can be written also in

the following form

2vL
p = gvgt ) (41)

or alternatively one gets
2

If one compares this equation with the famous equation for an ideal gas,
pV =vRT (43)

where T is the temperature, one immediately can deduce that

_ _3/(R 3

or alternatively find an "atomistic-like” definition for the temperature
T=-k""¢ . (45)

In the last two equations k is the famous Boltzmann constant, k =1.38.10723
J/K. Using (39) and (44),

kT T T

4o BT _3RT _3RT o)
m mL I

where p = mL is the molecular weight [g] one easily can calculate the averaged

velocity V@? at a given temperature 7. For He at T=273 K one gets for example
V2 ~1300msec!.
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13.3.3 Maxwell-Boltzmann distribution of velocities

Suppose the velocity distribution f(r,u,t) is rewritten as a product of the par-
ticle density n(r,t) and a distribution F(r,u,t) normalized to unity,

f(r,u,t) =n(r,t)n(r,t) " f(r,u,t) = n(r,t)F(r,u,t) . (47)

In equilibrium this new distribution function has to be time- and space inde-
pendent, i.e., F(r,u,t) = F(u). By imposing the following two conditions,

F(u)=F(|lu]) = F(u) , (48)
F(u) = Fi(ug) Fa(uy) F3(u,) (49)

namely that F(u) is isotropical and that the components of the velocity are
mutually independent, F'(u) can be determined.
From (49) follows immediately that

In F(u) =In Fy (uy) + In Fo(uy) + In Fs(u,) (50)
which partially differentiated with respect to u, gives

OlnF(u) dinF(u) du  uydnF(u)  dlnFi(uy)

Ouy du  Ouy u du duy

; (51)

since u = | /u2 +uZ +u2. From the similar derivatives with respect to u, and

u, follows

ldnFw)  1dlFiu;)  1dinfw)  1dhFw)

u du Uy duy Uy du, U, du,

These expressions can only be equal to each other if they equal the same con-
stant, say —2v. For example,

1 dln Fy(uy)

— 9y . 53
R y (53)

The solution of this differential equation is simply given by

Fi(uz) = aexp(—yuz) (54)

where a and ~ are constants yet to be determined. The distribution function
F(u) is therefore given by

F(u) = a® exp(—7(uy +uy + u2)) = a’ exp(—yu?®) . (55)

Since F'(u) is normalized to unity, i.e.,

/ Fdu=1 , (du=uldusinfdids) | (56)
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a® has to be (y/m)3/2.
Finally the constant v can be evaluated! by determining the averaged square
of the velocity @2,

T 27

7 = [ W F(u)du = (y/n)%/? u* exp(—yu?)dusin 0dOdep =
/ [

= 47r(7/7r)3/2/u4 exp(—yu?)du = % . (57)

If one associates now this result with that for u? in (46), one gets

m
Y= %T (58)
i.e., F(u) is given by
m \3/2 mu? m \3/2 €t
F(u) = (27rkT) xp(—gpp) = (27rk:T) exp(=gp) - (59

where ¢, = mu?/2 is the translational energy. Equation (59) is nothing but the
famous Maxwell-Boltzmann (velocity) distribution.

13.4 Statistical mechanics
13.4.1 Phase space

For one particle the phase space, that is the collection of space (r)- and mo-
mentum (p) coordinates of this particle, is 6 dimensional. For N particles the
dimension of the phase space is 6/N. If one considers the phase space to be
partioned into cells of the volume do,

d¢ = dxdydzdp,dp,dp. (60)

then each particle (atoms, molecules) has to belong to one cell. If furthermore i
numbers these cells, then in each cell the number of particles IN; can be assumed
to be much larger than one, IV; > 1, since d¢ only has to be small as compared
to the macroscopical dimensions of the system. The fundamental problem of
statistical mechanics is to find out how these numbers N; can be related to the
phase space coordinates.

13.4.2 Microstates and macrostates

As is well-known from quantum mechanics, because of the uncertainty relation?,
the space- and momentum coordinates of a microscopical particle cannot be
determined simultaneously exact:

AzAp, = AyAp, = AzAp, ~ h . (61)

Ithe integral on the rhs of the following equation leads to a Gamma function
2see also the discussion in chapter 1
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This implies that the space- and momentum coordinates of such a particle can
only be pinned down to the volume h> in phase space. Such a volume shall
be called a subcell. It should be noted that while the volume of a cell, d¢, is
arbitrary, the volume of a subcell is fixed to h®. In general the volume of a cell
can be assumed to be large enough so as to contain a large number of subcells.
Quite clearly the number of subcells in a particular cell is given by

do

=%

The complete specification of all 6 coordinates of the subcell in which

a particular particle is located is called a microstate. The specification of the
number of particles in each cell of the phase space is called a macrostate.

In order to exemplify these definitions in the following 4 cells, labelled by

a,b,c and d are considered below, where each of these cells contains 4 subcells,

labelled by 1,2,3 and 4. The number of particles in each subcell is denoted after

the semi-colon.

(62)

cell a: L 112 0 cell b: L 2: 1
3: 0 4: 2 1 4: 0
cell c: L 0p 12 0 cell d: L2012 0
3: 0] |4 0 0] (4 0
Microstates Macrostates
one particle: cell a, subcell 1 number of particles in cell a: 3
one particle: cell a, subcell 4
one particle: cell a, subcell 4
one particle: cell b, subcell 2 number of particles in cell b: 2
one particle: cell b, subcell 3
one particle: cell d, subcell 1 etc
etc

Up to now implicitly only monoatomic gases were considered for which it
is sufficient to specify the subcell into which a particular atom is located. For
molecules for example, one has to deal also with internal degrees of freedom,
corresponding to vibrational® , rotational ¢ and electronic energies in addition
to the translational energies.

3see chapter 11
4see chapter 12
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Thermodynamical probabilities In the following the question will be ad-
dressed of how many microstates belong to one given macrostate. Suppose there
are only two cells, labelled by i and j, each of them partitioned into 4 subcells.
Suppose further that a 4-particle system shall be described. If IV; and N; denote
the number of phasepoints (particles) in these two cells then there are altogether
5 possible macrostates labelled by roman numbers:

T g i g Tt g i g Tt g
[4] [0] [o] [4]
I II 111 v v

I II III IV 'V
N, 4 3 2 1 0
N; 0 1 2 3 4

<

The number of microstates that belong to each macrostate is called
thermodynamical probability. However, before this number can be deter-
mined, one has to distinguish between

bosons: arbitrary number of phase points per cell and

fermions: only two phase points per cell.

The statistics that treats the case of two phase points per cell is called
Fermi-Dirac statistics, while the other case is the Bose-Einstein statistics.

13.4.3 Bose-Einstein statistics

Suppose one starts from the previous example of 4 particles in 2 cells, considers
macrostate 11

iy
and partitions each cell into 4 subcells. In cell ¢ the three particles can now be
distributed into the 4 subcells as follows:

EIRCIN RN FIEE R RN PR SR R0
(o] [of | [[of [ol | | [o} [of | [ 2] [o} ] | (i) [
LB B R e R e
o] [ | [[of ol | | [o} O} [ [o} ] | [2] [o]
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o] ) (B [ [ B of | [ [of] | [o [of

K 53 6 6 Y 6 B B
2] O] (L] Bl 00 Of) [ [o ] ] | O] [o]

As one can see there are 20 different arrangements (possibilities) to distribute
these 3 particles. The thermodynamical probability W; for cell i is therefore 20.
In cell j only one particle has to be distributed in 4 subcells. As one can see
from the arrangements below W; = 4.

njoificiolficisiflolo

The product of W; and W;, W = W;W; = 80 is the number of possibilities
to arrange macrostate I1. In general for an arbitrary number M of cells ¢ with
individual probabilities W; the total probability W is given by

w=][w: . (63)

Suppose that the subcells in one particular cell ¢ can be labelled by 1,2,3,. .., g;,
whereas the phase points (particles) in this cell are labelled by a,b,c, ..., N;.

For example
| lab | | 2cde | E | 4fgh

implies that in subcell 1 there phase points a and b, in subcell 2 phase points
¢,d and e, etc. By removing the boxes this gives a sequence of numbers and
letters that reflects exactly one particular occupation of these 4 subcells. For
the present example this sequence is 1lab2cde34 fgh. In general such a sequence
has to start with a number between 1 and g;. The following (N; +¢; —1) symbols
can then be arranged in an arbitrary manner. The number of permutations is
then given by (IV;+¢; —1)! The number of sequences that start with a number is
therefore g;(IV; + g; — 1)! All permutations, however, that result from a pairwise
interchange of phase points, like in the above examples lab and 1ba, represent
the same microstate and therefore have to be excluded. There are altogether N;!
such pairwise permutations of letters. Furthermore the numbering of cells has
to be in natural order, otherwise g;! double counting occurs. The total number
of microstates in cell 7 is therefore given by the following individual probability
Wi

_giWNitgi— D! (Ni+g;i —1)!
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and consequently the thermodynamical probability is defined by

(N; +g; — 1)
W = . 65
ll_Il gz—l'N' (65)

By taking the logarithm of W,

W — Z n(N; +gi — D! — In(g; — D! — In(N;1) § (66)
~ g; >~ gi

and using the Stirling formula,
In(n!)=nlnn-n , n>1 | (67)

one obtains the following expression,

M
InW ~ > " {(N; + g:) In(N; + g;) — gilng; = N;InN;} (68)

=1

where (g; — 1) was replaced by g;, since g; > 1.

Since particles in motion change their positions in phase space with respect
to time, the number of phase points NN; in the various cells also changes with
time. Quite clearly, if W has a maximum W0, then also In W is at its maximal
value. Considering therefore small finite changes 0 N; (finite, because the N; are
integer numbers!) and remembering that the number of subcells g; = d¢; /h> is
fixed by the uncertainty relation, such changes results in the following change
SlnW for InW :

M
SInW = {In(N; + g:)dN; + (Ni + g:)dIn(N; + g;)
i=1

N———

From the relations

SN ==, S(Ni+g) = 5 il (70)
one easily can see that
M M
D NS N; =Y (N + )5 In(N; + ;) = ZéN : (71)
i=1 i=1
which reduces (69) to
M
SInW =" {In(N; + g:)6N; —InN;0oN;} =
i=1
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Z N+g’ N; . (72)

=1
The set of N; for which §1n WU = 0, shall be denoted by {N?},

0
Sl WO = 21 +g’ SN, =0 . (73)

and obviously corresponds to the thermodynamical equilibrium. The variation
of the N;, however, is restricted by the following two conditions,

M M
> Ni=N=const — Y 6N;=0 , (74)
i=1 i=
M M
Zszi =U = const — Z(SNZ'Q‘ =0 , (75)
i=1 i=1

namely that total number particles and the total energy of the system has to
be constant, ¢; being the energy of an individual particle. This implies that
Lagrange parameters have to be used of the form

M M
)\1 Z(SNZ =0 5 )\2 Z(SNlGZ =0 s (76)
i=1 i=1
such that u
N? i
Z{ln( Zth )+/\1+)\26i}61\7¢=0 . (77)

i=1
Since in (77) each factor of N; has to vanish, by choosing for matters of con-
venience

AM=-InB , M=-8, (78)
one easily can see that
NP + g;
n(~—2 %) B~ fe; =0 | (79)
N;
from which immediately follows that
N? + g

In( ZB;?Q )=pPe — NO = Bexp(fBe;) —1 . (80)

The ratio of the number of phase points N; per cell and the number of subcells
(gi) is therefore given by
N? 1
kL . S (81)
gi Bexp(Be;) — 1

This ratio is called the Bose-Einstein distribution function.
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13.4.4 Maxwell-Boltzmann statistics

If the number of particles per cell is much smaller than the number of subcells,

ie.,
0

N
N < g — gZ < 1— Bexp(fe;)—1>1

K2

— Bexp(fe;) — 1 ~ Bexp(fe;) (82)
then N
gz = %exp(—ﬁq) , B>»1 . (83)

This last equation is exactly of the form of the Maxwell-Boltzmann distri-
bution (see also (59)). The inequalities in (82) imply that within a gedanken
experiment where the subcells become smaller and smaller, i.e. position and
momentum of a particle becomes sharper and sharper, the Bose-Einstein distri-
bution reduces to the Maxwell-Boltzmann distribution.

13.4.5 Partition function

The constant B appearing in (81) and (83) can be obtained from the condition
that the number of particles has to be constant. Assuming now always maximal
probability, the superscript specifying the ”optimal” set of numbers IN; can be
dropped. From (74) follows immediately that

M LM
ZNi =N=5 Zgi exp(—fBe;) . (84)
i=1 i=1

The sum appearing on the rhs of this equation is called partition function
and traditionally is abbreviated by Z or @

M
7 = Zgi exp(—fPe;) . (85)

i=1
With this notation the constant B is given by

B=— 86

R (56)

and the Maxwell-Boltzmann distribution can be formulated as
N
N; = 7% exp(—pe;) . (87)

The evaluation of the constant 8 will be given in the following section.
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13.4.6 Entropy and thermodynamical probability

Consider an isolated thermodynamical system that is partitioned into two iso-
lated subsystems 1 and 2 with thermodynamical probabilities W7 and Ws.

S Sa
Wi Wa

Let S; and S5 be two functions such that in thermodynamical equilibrium
S=5+685 . (88)

S is called entropy. If there is a connection between this phenomenological
quantity S and the thermodynamical probability W = W;W, (in thermody-
namical equilibrium) then S has to be a function of W such that

S=51+5=f(W)=fWWz) = f(W1) + f(W2) . (89)

Quite clearly S can only be proportional to the logarithm of the thermodynam-
ical probability W, if

S=klnW . (90)
Going now back to (68)
M
MW =W => " (Ni+g)In(N; +gi) —gilng; — Niln N; (91)

i=1

the first term on the rhs of this equation can be rewritten as follows

K2 K3

(Ni +g:) In(N; + g;) = g:(1 + &) In (gi(l + &)) =

N; N,
Zgi(l-ﬁ-?) 1ﬂ9¢+1n(1+?) . (92)
1 K3

Using the following expansion of In(1+z) = z—22/2+23/34+--- ; (-1 <z < 1),
it is obvious that for g; > N, (Maxwell-Boltzmann distribution)

N; N;
_) =—

In(1+
gi i
and therefore
N2
(Ni +9:) In(N; + gi) = gilngi + Nilng; + N; + — =~

9i
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~g;Ing;, + N;Ing;, + N; (93)
In the case of the Maxwell-Boltzmann distribution (91) reduces therefore to

M M

anZZNilngi+Ni_NilnNi:ZNi(ln%J’_l) : (94)
=1 i—1 ‘

By using now in this equation the definition for the partition function Z (87),
which was derived from the condition that the number of particles has to stay
constant,

M
— =—exp(—f¢)— Im===Inh—+p¢ , Z= iexp(—Pe) , (95
o~ 7 OPh) N -y ;:19 p(=fei) 5 (95)

one gets for the entropy S:

M
S:kan:kZNi(ln%—kﬁq—kl) =
i=1

A M M M
:klnN;Ni—l—kﬂ;eiNi—l— ki_lNi:
- = =
=U

Z
= kNIn 5+ kBU + kN . (96)

From classical (phenomenological) thermodynamics, however, it is known
that in the case of only one type of particles the partial derivative of the entropy
with respect to the energy U at constant volume v is given by the inverse of the
temperature 7',

oS 1
(@)1 o
In evaluating this derivative,
oS kN dZ (0B op
20y Mt ee 2P k k et
(w),=7% &), o (5), %)
one can make use of the fact that
M
A Uz
B ;Q’gi exp(—fe;) = N (99)

since from the definition of the partition function

N
N; = - i exp(—pe;)
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it follows that

M N M
; GiNZ' =U = E ;glq exp(—ﬁq) . (100)
Using now the expression for dZ/df (99) in equation (98) one gets
oS\ _ EkENUZ (0p B
<%)v ~ZN <8U>v +RE+ RV <6U>

Comparing finally this result with the classical expression in (97) one can see
that obviously the constant § has to be of the form

=k . (101

v

1

P

(102)

Now all Lagrange parameters are evaluated and the Boltzmann distribu-
tion in (87) - and for that matter also the Bose-Einstein distribution - can be
completed:

N; = NZgl exp(—ke—}) . (103)
The partition function Z is then given by
M y
Z = izzlgi exp(—ﬁ) , (104)
and the total energy U by
NI ¢ . NKT?dZ ,dInZ
U=~ ;gifi eXp(_k_T) =~z dar_ NET dT (105)

13.4.7 Fermi-Dirac statistics

In contrast to the Bose-Einstein case, in the Fermi-Dirac case only two phase
points can occupy one particular subcell. If one imagines each subcell to be
split into two half-subcells, then the number of such half-subcells is given by

_ 240

gi=r (106)

where as should be remembered d¢ is the volume of a cell. Within this con-
struction in each half-subcell there can be only one phase point or none, i.e.,
these half-subcells can be either occupied or unoccupied. If NN; is the number of
particles in cell ¢ then there N; occupied and (IV; — g;) unoccupied half-subcells.
The number of microstates for each macrostate is then given by

gi gi 9!
W, — - g 107
(Ni) <gi - Ni) Nil(gi — Ny)! (107)
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and the thermodynamical probability by

W= ﬁl (}%) . (108)

By assuming as before in the case of the Bose-Einstein statistics that g;, N; > 1,
i.e., that the Stirling formula In(n!) = nlnn — n can be used, the logarithm of
the thermodynamical probability is given by

M
W =3 gilng; — NilnN; + (N; — g:) In(g: — Ni) . (109)
i=1

This probability has to be a maximum (see also (74))

M
SInW =Y —N;6InN; — In Ni6N; + (N; — g;)d In(g; — Ni) +
i=1
+1n(g; — N;)ON; =
M M g — N,
= ; —In N;6N; + In(g; — N;)ON; = ;m(lTi’)(sNi =0 (110)

under the condition that the number of particles and the total energy stays
constant (0N = 6U = 0), which implies that

M N,
Z{ln(glN ’)—1nB—Bei}6NZ—:O : (111)

i=1 v

where the same convention for the Lagrange parameters is used as in (82). For
the ratio of the "optimal” occupation N; ( = N?) and g; one obtains therefore
N; 1
—_ = (112)
9i  Bexp(Be) +1
The constant 8 can be obtained in a similar way as before (105), namely by
comparing the partial derivative of the entropy S with respect to the energy U
at constant volume v with its classical analogon:

1

b=

(113)

In order to determine the constant B in (112) g; and N; are thought to be
replaced by the following infinitesimal quantities

2 2
9i — 5z dxdydzdpydpydp. = 55dé (114)
N; — dN,dN,dN,dW,dW,dW, (115)
N——
d3W
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where dW,, dW, and dW, are probability coordinates that correspond to an
integration over p,, p, and p,. With this replacement (112) can be written as

2 1
AN, dN,dN,d*W = —————dadydzdp,dp,dp, . 11
v W = 38 Boxp(pe) 10 dydzdpadpydp (116)

Integrating now over z, y and z yields

2 1
1dpzdpydpz , (117)

Nd*W =d’N = —v———"——
dW=d h3UBexp(ﬁe)+

where v is the volume. For Bexp(fe;) > 1, this would lead again to the
Maxwell-Boltzmann statistics. For the Fermi-Dirac case, as given for example
by a system of electrons, this (unfortunately) is not the case. According to
Sommerfeld for fermions the constant B is of the form

B = exp(—€n/ET) (118)

where ¢, is a temperature-dependent reference energy,

kT

€m0

€m :€m0(1+( )2+) ) (119)

with €,,,0 being a constant. With this ansatz (117) can be rewritten as follows

d*N 2 1

S e S S 120
dpzdpydp.  h3 exp(e) + 1 (120)

p=

Expanding now the exponential in this equation in the usual power series,

€—€m, 1 e—e€pn 1 e—€my
o) = g Tyl
and truncating the series after the first term, one gets
2 kT
_2 _ 121
p h31}2/<:T+e—em (121)
From the limit of T'— 0, €, — €m0,
li =py = li uzl =
7P = Po T 3V R 2kT + € — €,
2 d(kT)/dT v
| -2 122
13100 d(2KT + € — ep)/dT B3 (122)
one can see that
v/h? ;€< émo
po=1{ (123)

0 5 €> Emo
The constant €,,¢ is called Fermi energy and is traditionally denoted by €z or
€f.
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13.5 Partition functions

In the Maxwell-Boltzmann statistics, which shall be applied in the following,
the partition function Z (85) is given by a sum over the exponential functions
only

Z = Zexp(—ei JET) . (124)

The energy ¢; in each cell ¢ can be thought to be the sum of the translational
energy €;rqans Of the center of gravity and an internal energy €;,¢, which in turn
can be considered to be decomposed into a sum of the rotational energy €,¢,
vibrational energy €., electronic energy e€.;, nuclear energy €,,. and chemical
energy €chem- In terms of such a decomposition the partition function is given
by

M
Z = Z exp(_(etrans + €rot + €vib + €el + Enuc + 6che'm)/kT’) =
=1

M
= Zexp(—etmns/kT) exp(—€pot /KT exp(—e€yin/kT) %
i=1
X exp(—¢€o1 /kT) exp(—€nuc/kT) exp(—€chem /kT) =
= ZtransZrothinelZnchchem . (125)

If therefore the various contributions to €; correspond to independent mo-
tions or can be considered to be independent from each other then the partition
function Z is a product of partition functions corresponding to the individual
energy contributions. In the following these individual partition functions are
discussed for some characteristic contributions to Z.

13.5.1 Translational partition function

For a particle (atoms, molecules etc.) moving in a three-dimensional box of
dimensions a, b and c¢ the energy eigenvalues are given® by

7.[.2 h2 n2 n2 n2
Ey onon = 24 Y4z . 126
x Ty, Nz 8m a2 + b2 + 02 ( )

The translational (Boltzmann) partition function is therefore defined by

= h?n2 = ﬁ2n§
Zivans = | D e gprs) || 2 expogm) | *

Ng= ny=1

> h2n?
X (Z exp(m)> . (127)

n,=1

Ssee chapter 3, equ.(3.67)
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Since the energy differences between two following eigenvalues,

h? 12

(g +1)2—n2) ~ — 128
gmira (e 17 —ng) ~ e (128)

are rather very small for macroscopical dimensions of a, b and ¢, i.e., since the
quantum numbers n,, n, and n, are quasi-continuous, the sums in (126) can
be replaced by integrals:

> h2n2 T h?n2 a(2mmkT)'/?
e M g, GETMEL) T g
D e SmkTa?) / P~ grTaz h (129)
0

ny=1

Identifying finally abc as the volume v, the translational partition function is
given by an expression, well-known from classical thermodynamics

(%

Lirans = 73 (27kaT)3/2 . (130)

13.5.2 Rotational partition function

For a heteroatomic diatomic molecule like the C'O molecule (covering symmetry
Coov), the energy eigenvalues of a rigid rotator® motion are given by

hQ mimso

_ = 131
21 ’ mi + mo ( )

€rot = ](.7 + 1)
where my and mg are the masses of the two atoms and R the (rigid) distance be-
tween them. These eigenvalues are (2j+1)-fold degenerated. The corresponding
partition function is then defined by

o . . @rot _
th—Z(Z]-i—l)eXp(—](]-l-l) T ), @mt_Qk:I ) (132)

Jj=0

Since ©,,; has the dimension of a temperature, it is sometimes also called the
characteristic temperature of the corresponding (rigid) rotation. For T >> ©,.,;
the sum in (132) can again be replaced by an integral

[ o B
Zoow = [@i+ Desp(=ilG+ D2 (133)
0

By replacing j(j+1) by £ ( (25 4+ 1)dj = d€ ), one immediately can see that the
partition function for a rigid rotation of a two-atomic molecule is given by

2AKT T

ZTOt B 7 B ®rot

(134)

6see chapter 12
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Since for a homoatomic diatomic molecule like Ny the covering symmetry is
Deon, i-e., a rotation over m perpendicular to the internuclear distance R leaves
the molecule invariant, a correction factor of 1/2 has to be augmented. For an
arbitrary diatomic molecule the rotational partition function is then given by

2 Dson
2IkT >
Zrot = —5 , kK= { ) (135)

2
kh 1 Co,

where x is sometimes also called symmetry correction factor. In general for a
molecule with three principal moments of inertia I, I and I3 and a symmetry
correction factor k > 1, the corresponding rotational partition function is given
by

(87T11]2 13)1/2

=3 (kT)3/% . (136)

Z’rot -

13.5.3 Vibrational partition function
Consider again a diatomic molecule such as CO or Ns. In this case there is only

one vibrational degree of freedom. The vibrational energy is then of the form *

1
Eup = hw(n+3) (137)

and the corresponding partition function is given by
- 1
Zyip =Y _ exp(—hw(n + /KT (138)
n=0

In general, however, the energy difference between two subsequent eigenvalues
(hw) is no longer small as compared to kT, and therefore the sum cannot be
converted directly into an integral. By factorizing the zero level contribution
hw/2, and making use of the geometrical series,

=l+a+a’+a2°+-- |

1—=z

one can see that the vibrational partition function

hw | — nhw
Zyib = exp(—=—=) exp(——) =
2kT kT
hw huw 2hw
= exp(—%—T) 1+ exp(—ﬁ) + exp(—ﬁ) + - , (139)

Tsee chapter 11

129



can (at least) be summed up in a closed form:

exp(— %)

(1- exp(—Z—;))
A polyatomic molecule with s atomic constituents has in general 3s — 6

vibrational degrees of freedom. Each degree of freedom corresponds then to a
so-called normal coordinate and a normal vibrational frequency w;.

(140)

sz'b =

13.6 Thermodynamical functions

Up to now it was assumed that like in a gas the macroscopic system consists
of a large number of particles (single molecules) that do not interact. The
discussed thermodynamical properties like the energy U or the entropy S corre-
spond therefore to the partition functions for those particles. For liquid or solid
systems, however, one has to take into account the interaction between these
particles.

Consider a collection of particles (molecules), which can be termed a ”super-
molecule”, and consider further that the macroscopical system can be viewed
as a collection of such ”super-molecules”, each of them having exactly the same
number of particles and the same volume:

00O
00O
00O

0O
0O
0O

0O
0O
0O

00O
00O
00O

If this set of L super-molecules is in thermodynamical equilibrium, then it is
called a canonical ensemble of super-molecules. As compared to the large num-
ber of internal degrees of freedoms, the three translational degrees of freedom
can be neglected. The internal energies F; of a super-molecule are considered
to be quantized, even so they are quite dense. Assuming for the equilibrium a
Boltzmann distribution of the kind

exp(—E1/kT)

W, = — , (141)
> exp(—E;/kT)
=1
the corresponding partition function
L
Z = exp(—Ei/kT) (142)

=1

is called canonical partition (”macroscopical”) function.
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13.6.1 Weakly interacting particles

If the super-molecule can be considered as a gas with very small interactions
between the individual molecules, then the internal energy E; is a sum of the
internal energies of the individual molecules numbered by «

Nq
E ~ Z Eani s (143)
a=1

where the subscript «;,,l denotes the m — th energy eigenvalue of the o — th
individual molecule that belongs to the [ — th energy eigenvalue of the super-
molecule. In this case the canonical partition function reduces to

Z = Zexp (—( ) Eu,.1) /kT) Z H exp(—Eq,, 1)/ kT =

=1 a=1 =1 a=1
No L
=TI >_ exp(=Ea,.0)/kT (144)
a=1 =1

For the model of an ideal gas, i.e., for the case that there are no interactions
within the super-molecule, the energy eigenvalues E, , ; are independent of [,

ie., E,,1 = E,, = E,. The corresponding canonical partition function is
then given by
No L
H Z Xp ozm>/kT -
a=1m—=1
L N
= % (Z exp(—Em)/k:T> = %ZN‘* , (145)
& \m=1 ol

where the factor 1/N,! arises from the fact that there are N, ! possibilities to add
up the energy eigenvalues for the super-molecule from N, individual molecules.
It should be noted that in (145) Z is the partition function for an individual
molecule.

Internal energy The internal energy of a system of N weakly interacting
particles (molecules) can be formulated as

N
U= ZNiEi =NE , (146)

i=1
where F is the averaged energy per particle,

N N N

N; >_ exp(—E;/kT)
i=1

s

=1
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Since according to (99)

9z _ —iE-e (—E;/kT) B8 =1/kT (148)
8ﬁ ., — i:1 i €XP 7 ) - 9
the internal energy can be written as
oz dnZ
= _N =— 14
v ( n ) ( - ) , (149)
or alternatively as
OlnZ
U nR(@(l/T))U , nR , (150)

where R is the ideal gas constant. For the specific heat at constant volume one

gets therefore
1 /oU R (0*°InZ
v=—|—=] == =—= . 151
o= (), =7 (e, 1oy

Entropy The entropy of a system of weakly interacting particles is given by
(see also (96))

S:kNln(%)+k5U+kN:kN(1n(%)+1)+% : (152)

or alternatively using the ideal gas constant and (150) by

A4 1 /0lnZ
- In(=) - = =——= 1 1
s=or () -7 (70777, +1) 159
In terms of the macroscopical partition function 7 the entropy can be written
as
~ 1{0mZz
S=k|{InZ — = | =—— 154
(n T (8(1/T)> ) ’ (154)

where because of the Sterling formula the one in (153) can be omitted.
Helmholtz free energy Using the definition for the (Helmholtz) free energy

F,
F=U-TS |, (155)

it is now easy to see that

F = —nRT (m(%) + 1) oo F=—kTlnZ . (156)
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Pressure, Gibbs free energy and enthalpy By recalling the following

famous thermodynamical definitions,

G=U-TS+pv=F+pv ,

_ (2
r=-\z), -

it is again easy to show that the pressure p is given by

= nRT (81112) ’
ov ),

and the Gibbs free enthalpy G therefore by

G = —nRT (m(%) +1-v (ag;z) )
T

For the enthalpy H,

H=U+pv ,

olnZ olnZz
H =nRT <<8lnT>v * <8lnv)T) ’

one finally gets

(157)

(158)

(159)

(160)

(161)

(162)

13.7 Summary of thermodynamical functions for weakly

interacting particles

In summarizing all the above expressions for the various thermodynamical quan-
tities or functions, one can see at one glance the overall importance of the par-

tition function in statistical thermodynamics:

v= ‘“R(ci%)
o= 72 (3w,
eon(e -3 (358

F = —nRT (m(g) + 1)

N

= nRT (81nZ>
ov )r

G = —nRT (m(%) +1-v (ag;z) >
T

olnZ olnZz
= ((5i7), + (i),
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15 Second Quantization

The concept of operators, functionals, and the isomorphism between the ab-
stract Hilbert space and the L, function space, i.e. the space of all quadratic
integrable functions, became quite familiar in quantum mechanics. In fact most
of this book is confined to this concept, which is summarized in chapter 14.
Since the so-called second quantization, which is not a new or another form
of quantization, but a very elegant and efficient way to describe n-particle
systems, is perhaps less known than the ”first” quantization, this chapter deals
with its general concepts in quite some detail.

15.1 The n-particle space

Suppose 1,, is an element of the abstract Hilbert space H,, that corresponds
to a quantum mechanical system of n identical particles. The configurational
space representation of this element is continuous,

Y(x1, T2, T3, ooy Tpst) = (X1, T2, T3, oy Tn | U, (1)) (1)

where x; = (r;, 0;) comprises the space- and spin coordinates of the i-th particle.
In configurational space the resolution of the identity and the orthogonality
relation is given by

/// /|xn, , T3, T2, T1){(X1, T2, T3,y vy Ty, | dxrdzodrs..dx, =1 | (2)

(xh ., xly, @b, @) | T, T, T3, ey Ty) = 0(w1 — 27).0(p, —2h) . (3)

o
Rather than using continuous representations in most cases discrete rep-
resentations are needed, as given for example in terms of a basis formed by the
eigenfunctions of an (Hermitian) operator with a discrete eigenvalue spectrum.

Let {¢(x)} be a complete and orthonormal set of one-particle wave func-
tions,

p(w) = (x| @) = (| k) (4)
(Di | ¢;) = (i k) =0di; (5)

Dolren =D I kkI=1 | (6)
k=1 k=1

then the transformation to a discrete representation of v, can be expressed
by the following generalized resolution of the identity, where k; stands for all
indices k in (6) for the i-th particle,

S N knoknts ko k) (ks ko, s ko, | =

k1,k2,....kn
=Y kns ko1, ko k) (kg oo k1, b [ =1 (7)
{ki}
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such that
’(/Jn(.’El,LL'27 ey Ty t) =

= Z<.’L‘1,$2, ey Ly | k‘n, ..,k‘g,k‘l> <k‘1, k‘g, k‘n | wn(t» =
{ki}

= by, (@1)Sn, (32) .y, (Tn)cn (b, bz, . hon3 t) =
{ki}

= Z¢{ki}($1,$2,...,ZL’n)Cn(kl,kQ,...kn;t> . (8)
{ki}
The functions ¢, (k1, ka2, ...k,;t) are now the transformed n-particle wave func-
tions and the set of discrete variables {k;} is called a configuration. As is
well-known a system of n identical particles can be either a system of bosons
or of fermions. This additional symmetry (permutational symmetry) helps
tremendously to simplify (8).

15.1.1 Configuration interaction

For bosons the occupation numbers n; of a particular (one-particle) state ¢,
can be 0, 1, 2, .. , whereas for fermions they are restricted to 0 and 1. These
occupation numbers n; specify how often a particular argument x; (one-particle
wave function ¢,(x;)) occurs in a given function ¥ (z1, %2 , .., Tis ..., Tn;t) -

Bosons Because of multiple occupations, for a particular configuration {k;}
there are more contributions of the same kind to the sum in (8), namely exactly

n!

(9)

Boson wave functions, zbf(xl, T, ..., Tpn;t) , have to be symmetric with respect

to permutations of the coordinates x1, 2, ..., T, , i.e. have to be invariant with
. . (n)

respect to the symmetrization operator O; "’ |

n 1
O == P (10)
PeS,

where S, is the permutational group,
wf(xl,xg, oy T3 t) = Og”)wf(xl,xz, ey T3 t) =

=Y 0y, (21) by, (w2)--- by, (wn )l (k1 ko, .. hons t) =
{ki}

!
= Z Wfiwogm%(xl)%(xg)...%(xn)cf(kl,kg,...kn;t) . (11)
&z, minalonil
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It should be noted that the permutational group is of order n! There are only two
one-dimensional irreducible representations, namely the trivial representation
and the so-called alternating representation, where each permutation is repre-
sented by ep , see also the below case of fermions. Permutating e.g. (21,2, 3)
in the alternating representation, ep is in turn 1, -1 and 1. The symmetrization
operator projects! onto the subspace of totally symmetric states, the antisym-
metrization operator onto the subspace of totally antisymmetric states. The
index (z) indicates that the coordinates are permutated.

In (11) {k;} now denotes the set of all different configurations, the summa-
tion is therefore restricted to only those configurations! Denoting {k;}’ simply
by K, equation (11) can also be written as

U (21,82, s Tni t) = Y SR (X1, 2, w0 )R (1) (12)
K

where

n!

O ¢y, (1) by, (2)-- ., () (13)

B —_— —_—
Ok (21,02, Tn) = nylngl.. gl

is a normalized and symmetric product of single particle wave functions
(Hartree product) and

Because of the normalization of the n-boson wave functions,

<w5($1,$2,..-,$n;t) | @[JE(.’IH,ZEQ, ,.’En,t)> =1 ’ (15)

the sum over the squares of Ef?(t) has to be unity,

Y lEol =1 . (16)

Fermions The n-fermion wave function 1/15 (z1,22,...,Zn;t) has to be anti-
symmetric with respect to permutations of the coordinates x1, xs, ...,y , i.e.
has to be invariant with respect to the antisymmetrization operator O((LZ),

n 1
O((zs) = ﬁ Z ePP(ac) ; (17)
PeS,
O((l’;)wg(xl,xg,...,xn;t) :zbg(xhacg,...,xn;t) . (18)

Isee for example the discussion in the book by Jansen and Boon, p 233 ff
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For fermions the occupation numbers n; are restricted to the set {0,1} . Using
as before a discrete representation,

1/)5($1,£L’2,...,$n;t) =

=Y 0oy, (21)n, (w2)--- by, (wn)ch (K1, ko, oo t) (19)
{k:i}

it turns out that the transformed functions cf (ki, ko, ...k,;t) have the same
symmetry as the original wave function,

ng)ci(kl,k}%...kn;ﬁ) :Ci(kl,k%...kn;t) . (20)
Since according to (17) O™ acts on the z coordinates, the functions cF (k1 ko, ks t)
are only determined up to the sign, the set {ki,ka,...k,} that characterizes a
configuration has to satisfy an additional condition in order to specify configu-

rations uniquely, namely k1 < ko < ... < k;, , i.e. this set has to be naturally
ordered. Denoting such a naturally ordered sequence of arguments k; by K

K={k <ks<..<kn} , (21)

K is also called an ordered configuration. Altogether there are n! such
ordered configurations. The n-fermion wave function in (19) can therefore be
written as

¢5($1; x2, ,.Tn,t) =

= > nlO ¢y (1), (22)-0p, (wn)ch (ku, ko, ooinst) =

{k1<ka<...<kn}

= Z¢f{($1,$2,...,x7l)6§(t) i (22)
K
where
Oic (1, T2, ooy 2n) = VIO oy (21)y, (32) .0y, (2n) (23)

is a normalized and antisymmetric product of one-particle wave func-

tions (Slater determinant) that belongs to a particular ordered configuration

K. The transformed functions % (¢) comprise the remainder of the right hand

side of (22),
Th(t) = Vnlel (ki ke, o knit) (24)

Because of the normalization for the n-fermion wave function,
F F
(W (X1, T2y ey T3 8) | Uy, (@1, Ty ooy T3 8)) = 1, (25)

Y kol =1 . (26)
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Equations (12) and (22), rewritten below in a more compact form

Z ¢§($1, L2y eny xn)E[B;'(t) ;bOSOnS
K
Vn (@1, @25 s i t) = { (27)

S bhe (w1, @2, oy )T (t) 5 fermions
K

represent nothing but the so-called configuration interaction for an n-particle
system of either bosons or fermions. It should be noted that in both cases this
interaction includes all possible (allowed) configurations.

15.2 The occupation number representation

Each configuration corresponds to a set N of occupation numbers,
N ={ny,na,...,nn} , (28)

for which the following sum rule applies

ini =n , (29)
i=1

where n is the number of particles. Because of this unique relation a set K =
{k1, k2, ..., ks } can be mapped uniquely onto a set N = {ny,na,...,n, }.
15.2.1 Bosons

Using these sets of occupation numbers N for Bosons equation (12) can also be
formulated as

’l/JE(ZEhLEQ,...,LEn;t) :Z(ﬁg(lEhZEQ,,Zﬁn)fﬁ(t) ) (30)
N
where
¢)ﬁ(z17$27"'7xn) = <$17$25 ey Ty | Uz "'7”2;n1>B -
= LO(”)CL’ x Tn | k ko, k1 )5 (31)
- ?’Ll'?’LQ' s 1y L2y -eey My eeey V2,5 V1 )
and

|
IR = (o, om0 (0) = [ el (b o hs) - (32)

The function f£(t) is called occupation number representation of an n-
boson wave function for a given set of occupation numbers N.
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15.2.2 Fermions

For fermions one similarly obtains from equation (22)

VE(x1, 29, oy s t) = Zq&ﬁ(whxg, ) fR() (33)
N
where
¢§($1ax25 7xn) = <131,£L’2, sy Iy ‘ nn7~-'7n27n1>F =
\/EO(SZ)<Z15$2’ ey Ty | kn, -~-ak2; k1>F ) (34>
and
FR®) = (niyma, ceoynn | 0 (8) = Vnlel (ky ko, ooy knit) o (35)

In (34) ¢&(x1,20,...,2,) is a Slater determinant corresponding to a set of
occupations numbers N and f£(t) is called occupation number represen-
tation of an n-fermion wave function.

15.3 The Fock space and the occupation number space
15.3.1 The abstract Fock space

The abstract Fock space or ”graded” Hilbert space H is the direct sum of
all n-particle Hilbert spaces,

H=HyoH o Hy & .. H, D ... , (36)

where the ”zero-particle” space Hy is the (one-dimensional) space (field) of all
complex numbers. In (36) H; is the abstract one-particle Hilbert space,
Hs; = Hi ® H;y is the abstract two-particle Hilbert space, and in general
H, = H,, 1 ® H; is the abstract n-particle Hilbert space, where ® denotes
the tensorial product. For bosons the symmetric tensorial product has to
be taken, for fermions the antisymmetric. The n-boson space (HZ) and the
n-fermion space (H!") are formally subspaces of the abstract n-particle Hilbert
space,

H} =O{"H, (37)

HY =O\VH, . (38)

as

If T 57 denotes the identity operator in the Fock space?, then this operator can
be written as the sum over all projections Py, into the subspaces H,,

Iz = ZPH" , (39)
n=0

o0
where the projection operator Py, = > | n)(n | in turn is the identity operator
iy

in the n-particle Hilbert space H,,.

2In the following all operators in the Fock space are denoted by hats, all representations
(matrices) of such operators are underlined and carry a hat! The same applies to a basis
(vector) in the Fock space, it is underlined and denoted by a hat.
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15.3.2 Realizations of the abstract Fock space

The configurational space The abstract Fock space can be represented by
the space H(® of all quadratic integrable functions of the variables z1, z2, ..., Tp, ...
. In the configurational space H(®) the identity operator (39) is given by

N oo oo
I = ZPHff) = Z/d"m | Ty ooy o, 1) (X1, Ty ooy T |- (40)
n=0 n=0

The occupation number space In order to use the concept of occupation
numbers for a realization of the abstract Fock space, two different kinds of
representations can be constructed. By selecting in each (n-particle) subspace
H,, a basis of vectors

{|nz>}:{\ nl,ng,..ni,...;m} , (41)

such that the following sum rule is fulfilled

ini =n , (42)
i=1

the identity operator (39) can be represented by

Aﬁ(@ = ZPHéd) = Z Z | 75y may )Ny, nay | , (43)
n=0 n=0 | {in)}

where the superscript (d) stands for discrete. H(@ is sometimes called the
discrete occupation number space.

If one omits the sum rule in (42) as condition and considers the following
orthonormal set

{‘ n> :‘ "'>n2,n1> ;<m ‘ TL> = 6m1n15m2n2'-6mini"" } ) (44>
then the representation of the identity in the Fock space is given by
fﬁ(o) = Z | "'7”27n1><n1)n2)"' | 9 (45)
niy,ma,....

i.e. the set {| n)} is a realization of a basis in the Fock space and contains the
basis sets for the subspaces H,, as subsets. H©) is called occupation number
space. If one considers now the following subspaces R;, ¢ = 1,2, ..., namely the
Hilbert spaces corresponding to the occupation numbers n;, 7 = 1, 2...., where ¢
numbers the one-particle states (¢,(x;)),

Ri={lm)} (16)

F:

then for fermions these subspaces (R; {] 0),] 1)}) are two-dimensional,

whereas for bosons the dimensionality of these subspaces (R = {| 0),] 1),]
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2),...}) is infinite. According to the resolution of the identity in (45), the occu-
pation number space H(®) can be written as the following tensorial product of

subspaces, R
g =RI®R®.R®.. |, (47)

where of course for fermions the antisymmetric and for bosons the symmetric

tensorial product has to be taken.

15.4 Representation of states and operators in Fock space
15.4.1 Abstract Fock space

States Let nn be an orthonormal basis in the abstract Fock space,

ﬁ:{|0>a| 1>7|2>a"'7|n>7"'} ) (48)

I3

B=1 . Iz=>Inn| . (49)
n=0

where iﬁ (unit matrix) is the representation of the identity operator I i in H.
Any arbitrary element ¢ € H can then be represented in this basis,

b= "In)n|p=>"|nw, =0 , (50)
n=0 n=0

where ¢, = (n | ¥ is its component in the (abstract) Hilbert space H,,. The
column vector 7 is of the following form

Y,
(G
o= (51)
¥y,
The norm of @ € H is defined by
19 12= {319} = {ad a0} =" @I d =YW, v . (2
n=0

where (1,, | 1,,) is the "traditional” scalar product® in the (abstract) n-particle
Hilbert space H,. If ¢ is a pure n-particle state, say ¢, then this state is
represented by

o~

oy (53)

IS

on = n)(n| oy =

3see also chapter 14
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where

do=1 om0 | - (54)

A very particular case is the so-called vacuum state ’(ZO, which formally is
identical to the zero basis vector | 0)

Do =] 0)(0 | g =[0)(0]0) =|0) =0z, . (55)
=1
where
1
N 0
Yo=10 (56)

clearly is normalized to unity.

Operators An operator j, defined in Fock space, can be represented in the
following way

A=S"S"0G ARk =Y [DAwik | =ada' . (57)
i=0 k=0 =0 k=0

o~

where A;i is the ik-th element of the matrix A,

A()[) AOI e A[)n
AlO All te
A= (58)

Ao 0 o Apn

The operator A maps an element 17} € H onto an element ?q; €H ,
Ap=¢ . (59)

Represented in the basis . this mapping yields

[mq ﬁ@ = ﬁ@ — A@ Zi or: f:Aikwk =¢;, . (60)

k=0
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Figure 18: Mappings between Hilbert spaces

This looks pretty much like ”ordinary” matrix algebra with a slightly more
fancy notation. It is not! Maybe this is partially the source of a rather common
misunderstanding of the concepts of the second quantization, because the matrix
elements A;x are in general mappings from the k-particle Hilbert space
onto the i-particle Hilbert space (see also Figure 18). Quite clearly in
order to define the adjoint operators (A;;)" = (A")x;, one carefully has to
keep track of properly defined scalar products.
Consider first the following elements in the Hilbert space H;,

Vi Awthp, € Hi 5 Yy € Hy (61)
where the scalar product
(Wi | Aiwtop) = W | Aintop)m, (62)

is of course well-defined, which is indicated by the additional subscript H;. The
domain of the mapping A;;, D4,,, however, is the space Hy,

Dy, =H, . (63)

Since 1, € Hj can always be expressed as a linear combination of elements
Xi € Hy , the scalar product in (62) is also a linear functional £(1)},) g, defined
in Hk,

LWy)a, = (W | Airtop)m, - (64)
Consequently, according to the Fischer-Riesz theorem? there exists one and only
one element ¢, € Hj, , such that

L), = (% | Yr)me (65)

4see also chapter 14
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where the scalar product (¢, | ¥;)m, is defined in Hj. If one defines now the
adjoint operator Azi such that

o = (AN, = (k| AT | i)y, (66)

then obviously the following crucial equation is valid

Wi | Antby)m, = (ANt | 1) m, (67)

It should be noted that on the lhs of the last equation there is a scalar product
in the (abstract) Hilbert space H;, whereas on the right hand side it is a scalar
product in Hy!

Obviously according to (67) two kinds of operators in the abstract Fock space
can be distinguished, namely

A =0 i #k first kind (order) or diagnoal operators
(68)
Aik 70 i #k second kind (order) operators

15.4.2 The configurational space g

In the configurational space H(© the basis n is given by
n={0),{z1},{z1, 22}, ... {z1, 22, ..., z0}, ...} (69)

from which elements and operators in H© can be constructed.

Elements Representations of elements in H(© are obtained in the following
way

@ = Z/dnx | Zpy ooy T2y 1) (X1, T2y oy Ty | @ :ﬁ@ ) (70)
n=0

(1,22, s Ty | Y =, (21, T2, ..y Ty)

where @ and the vacuum state io are of the form

Yo 1
Y1(21) 0
~ Yo(x1, T ~ 0
y — . 2( 1 2) 7 go — ) (71)
The norm of such an element in H(© is given by
1512 = [dav;@ranab(oran ) - (72)
n=0
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Operators In a similar way representations of operators in HE are obtained,

A= ZZ//dixdky | iy ooy o, 1) Ak (Y1, Y2, s Uk | (73)

=0 n=0

where the matrix elements are mappings from one subspace of H© to another
one. These mappings are general functions of the following kind

Aip = (@1, 22, .., T | Aik | Y1, Y2, -, Yi) =

= Aik(T1,T25 s T3 Y1, Y25 o Yk) - (74)
The adjoint operators are then defined according to (67) as

/di$¢:($1,$2,...,$i) X

X [/dkyAik(:rl,zg,...,zi;yl,yg,...,yk)1/1k(y1,y2,...,yk)} =
/dkxwk(xl,xg,...,xk) X

X |:/diyAchi(z17x27~-~7xk;y17y2a"'ayi)dji(ylay?v"'7yi):|* : (75)

15.4.3 Occupation number space representations

If one wants to construct representations in the discrete occupation number
space (see (41)-(43)) the corresponding basis is defined by

A ={10),| 1)y m)} (76)

&)
where the basis | n) =| n;n1,na,..), >, n; = n, refers to the sum rule restricted

i=1
sets of occupation numbers. In terms of this basis a general element in the Fock
space is then described by

o0

0= Inf =a 99" f =D, (77)

n=0
and has the following norm

o0

1212 =218 =S 1) (78)

n=0

Representations of operators are formulated in a similar way as before,
namely,

R oo oo N T R
A= pAPw | =aWA" @9) AP =G|y . (1)

1=0 k=0
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where the adjoint operators are given by

(a)' = (@) (50)

Consider now for a given set of occupation numbers {n;} the corresponding
projection operator

e’}
| ...,ni,...ng,n1,><n1,n2,...,ni,... ‘ ,Zni;&n , (81)
i=1
then R
w?{(;)i} = <TL17TL27...7’I’LZ‘, | TP (82)

is the component of QZ in this (one-dimensional) subspace. In principle therefore

the matrix element of the Fock space operator A corresponding to the sets {n;}
and {n}},

A{m}’{n;} = (n1,n2, sy | A | yml, ol ml,) (83)

maps the component wgi)i} into a component 1/15{072 A% The adjoint representation

can formally be written as

A]L{n,_}{m} = (ny,nb,..,n, .| A | ooy, omoyny,) (84)

15.5 Creation and annihilation operators in the abstract
Fock space

15.5.1 Annihilation operators

An annihilation operator g(d)), where ¢ is an arbitrary element from the one-
particle Hilbert space, ¢ € Hy, is an operator of second kind with the following
representation in the Fock space

0 bo1(e) 0 0
0 0 b(@) 0 -
Boy=| 0 00 bl (85)

where the matrix elements have the following meaning:

bn-1,n(0) = (n — 1| 0(¢) | n) = v/n( | (86)

The operator by,_1 ,(¢) is defined in H,, and maps an element v, € H,, into an
element in H,_1,
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o1 (@) = Vnlo [9,) 5 (S]¢,) € Hoor (87)

If therefore b(¢) acts onto an element ) € H, then in each subspace H, one
particle is removed by means of the one-particle state ¢ . The annihilation oper-
ator b(¢) is only unique if ¢ describes a system of non-distinguishable particles
such as bosons or fermions,

vy =0 | ¥y | (88)
(@l yr) =00 | ) . (89)

15.5.2 Creation operators

The adjoint operator of the annihilation operator 3(¢) is the creation operator
and is defined in terms of its matrix elements

D100 = ([b0) [ n—1)=vax ; x€H, . (90)
If 4, _, € H,_1, then the operator bl)nfl(x) maps t,,_; into an element € H,,
D1 (0% 1 = VX, 1 - (91)

It should be noted that x,,_; is the direct product of x and v,,_;. The creation
operator is also an operator of second kind in the Fock space with the following
matrix structure

0 0 0 0
blo(x) 0 0 0

b () = 0 b . 0 0 (92)
0 0 byup(kx) 0

Since the mapping is from H,,_; onto H,, (anti-)symmetrization with respect
to the permutational group has to be performed in each subspace. If therefore
| nP) and | nf') are properly symmetrized basis sets in H,,,

[ nf) =00 [n) (93)
|n") =0 |n) | (94)
then the following symmetry conserving property for creation operators is valid

B/F
[bhaa00] el = VROl (95)

where B
b)) = (1 OV (00 [ =) (96)
F ~

[t 00] = n [ OWB (00L ™ =1 (97)
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15.5.3 Commutator and anticommutator relations

From the representations of b(¢) and b'(x), ¢, x € Hy in (85) and (92), one can
see that the product operators bf(x)b(¢) and b(¢) bf(x) are operators of first

kind in the Fock space, i.e., are diagonal operators,

blo(x)bo1(9) . 0 0
o 0 b b 0
B (0B(6) = 0 e e
bo1 ()bl (x) 0 0
~ o~ 0 b12(¢)b21(X) 0
b(¢)b!(x) = 0 0 bz3(¢)b:§2(X)

(99)

For an arbitrary element @ € H the action of these product operators is therefore

confined to a particular Hilbert space H,,

(n [ 5T 00B(@) [ )ty = (n |B1(x) [ n = 1){n = 1| () | )iy,

= bIL’nfl(X)bn*Ln (QS)wn ’

(100)

(n [ 5@ (x) | ), = (n | D(9) | n+1)(n+ 1|0 (x) | n)e, =

= b1 (D)D) 1 0 ()Y,
Bosons
b, 1 0010 (S)0E = nx(e | ¥E)

b1 (D] 1w COVE = (& | X)VE +nx(o | ¥F)

(101)

For bosons it can be shown that the last two equations yield

(102)

(103)

which subtracted from each other define the commutator of the creation and

annihilation operator in Fock space,

[b(6).81 00| = (@ 10In

(104)

where 1, B is the identity operator in the boson-part of the Fock space. By simply

reading off the respective matrix structures, one can see that

[b(0),500] = [5(@).5100] =0
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Fermions Explicitly evaluated for fermions equations (100) and (101) give
bl 1 (b1 (@)1 =nx(o [ ¥7) (106)

bn,n+1(¢)bjz+l,n(X)w5 = <¢ | XWS - nX<¢ | '(/J71j> ’ (107)

from which one can see that in this case the anticommutator of the creation and
annihilation operator in Fock space is of the following form

[b(6).5(00)] . = (61 0T (108)

+

where I now is the identity operator in the fermion-part of the Fock space. In
a similar way one obtains the equivalent forms of (105), namely

[b6),500] = [B(9).51(0)] =0 (109)

+ +

Quite clearly, for bosons as well as for fermions, a special case arises if the one
particle functions ¢ = ¢, and x = ¢; are orthogonal, (¢; | ¢;) = d;;-

15.6 Creation and annihilation operators in the occupa-
tion number space

Acting on the vacuum state 7,7}0 =| 0), @0 € fl, the creation operator yields the
following result

b (@) = b (¢)a'0, =| 1)(1 ] B1(#) | 0)(0 | 0) =

1
= Dblo(@) =l Do =¢y | (110)
namely a pure one-particle state in H (see (54)),
0
S
¢pr=n|o | - (111)

By repeated application of the creation operator bt (¢™") on the vacuum state,

ANQpy <Oy — 1 ~

bl (¢ )b (7). B (™) | 0) = VnlOT) 677" e, (112)

a pure n-particle state in the Fock space can be generated. If one chooses now
an orthonormal set of one-particle functions, then by means of the last
equation and by making use of the transformation described in (4)-(8) a suitable
basis for representations in the occupation number space H( can be obtained.
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15.6.1 Bosons

Let | ny,na,... : n)Z be a pure n-boson state,
| ny,ng, ... :n)P e HO (113)
0
ni,Ma, ... n>B = QBQN =(]0),| 1), ..)B ( ﬁ)n , (114)

then by using (32) this state is given by

1 n

This state, however, as was said before can be only obtained by means of
the creation operators in (112). Abbreviating for a moment bf(¢;) by bg and

3(@) by Bi, the pure n-boson state has to be derived from repeated application
of the creation operator on the vacuum state

| n,ng, s ) B = %1’ [E{]"l J%Q' [Z;]”Z o) (116)

By acting with Bj or 31 on the pure n-boson state one can show that

EI | n1,na,...: n>B =vn;+1]|ny,ng..on;+1,...:n+ 1>B , (117)
b | m,ng, . in)P = g | nayng,mni — 1, in— 1P (118)

According to the general commutator relations for the creation and annihilation
operator in (104)-(105), these relations are now given by

0B =0T, . [bubs] = [el] =0 (119)

where the product operators 31.32 and jo have the following properties (see also
(102) and (103))

Z)\j/l;l | n1,m2, oy gy s )P =y | n1,n0, o mg, )8 (120)
bib;[ | n1yngy ey Mgy e s ) B = (ng 4+ 1) | 1,00y ey gy o i m)B (121)

Because of equation (120) the product operator /b\j/b\z is also called number oper-

ator IV;, which, however, is only defined in certain subspace of H) , namely R;
, see (46). The sum over these number operators N,

or

N =3 N; (122)

i=1
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is again an operator in the Fock space and is generally called the number
operator N. The properties of N follow from (120),

N | N1y My ey Mgy e s ) B = N |n)B =n|n)? . (123)

According to this equation , the number operator N has the following represen-
tation in H(©),

[n)(n | N [m)(m | =m|n)(n|m)m| =m (124)
=1 =1
000
. 010
N=[o0 0 2 (125)

15.6.2 Fermions

For fermions the procedure is pretty much the same as for bosons with the excep-
tion that only ordered configurations (22 ) can be used. Let | nq,na, ..., n;, ... :
n)¥ be a pure n-fermion state and K = {k; < ka... < k,} such an ordered con-
figuration, then

| n1ynay e g, et )T = B (0, )0 (4,) -0 (0,) 1 0) =
= m) (@) = m) {VAIOW ey, 6y, } - (126)

By acting now with bf(¢,;) = a or b(¢;) = b; on this pure n-fermion state, one
gets

/l;j | N1y My ey Mgy e s )T =
= (=1 (1 = ng) | n1,ngy ey + 1, cn 4+ 1DE (127)
and R
bi | n1,ng, ., ng, .. n)E =
= (=1)%mn; | ni,ng,.con; — 1, ... :n — 1T (128)
where

i—1

S = ng . 129
2 (
k=0

The anticommutator relations follow from the general relations in (108) and
(109),

{b“bj] =oyly, [E@} {bj,bjhzo (130)

The definition of the number operator is the same as for bosons

~ [ee]
blbi = > N; (131)
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15.7 Field operators

In H 1(6), H£C) cH (©)| the projection operator for one particle states is given by

PHI(“) = / | z)(z | dx (132)

where as is well-known | ) strictly speaking is not normalizable in H;. Formally,
however, a pure one-particle state in H(®) can be written as

0 o
| z) T
S\ 0 — 0
7) = = , 133
| z) 0 0 (133)
| z) = Z/d”x | Ty ooy T2, 1) {(T1, T2y ooy Ty | T) =
:/mm@u@mp:
0
0(x — 1)
_ (o) 0
-7 : 134
n 0 (134)

where 0(z — 1) is the Dirac Deltafunction (4,).
If one denotes now the creation and annihilation operators in the ”tradi-
tional” notation by

~

Ul2)=bl(z) , V(z)=ba) |, (135)

then according to the general form of such operators they have the following
matrix elements

bil,n_l(w):ﬁOi’}lsx , (136)
bp1n(z) = V(x| . (137)

The operators \T/T(x) and \T/(x) are usually called field operators. According
to (134) the representations of the matrix elements of the field operators (in
configurational space) are given by

bl (02) = VnOL) 8z — 20) (138)

br—1,n(0z) = \/E/dxné(x —xz,) . (139)
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(0,) maps a pure (n—1) particle function € Hffjl

onto an n particle function € H,(LC),

The matrix element bl,,kl

bl,nfl(él)wnfl(xlax% ...7.17”71) =

= \/EOS;ZS(S(:B — Ty 1 (21, X2, ey Tn—1) (140)

whereas by b,_1,,(d;) an n particle function is mapped into a (n — 1) particle
function

bpn—1,n(02)0, (21,22, ... Tp) = \/ﬁ/dxné(x — )V, (21, Tay ey Tp) =

=, (21,22, o, Tn_1,T) (141)

where in the last equation = now has to be viewed as a (dummy) parameter.

Suppose now a pure n-particle state is denoted by | xy, ..., 2, 1) with the
following formal representations in the abstract Fock space H and in the con-
figurational space H(), respectively,

0 0
0 0
Oﬁ?isxl‘%Q"'xn , O.g’/LZ,S Hl (5(.’17m - .'Em) R (142)
0 "=
0

then as before with all other representations this state has to be generated from

the vacuum state by means of repeated application of the creation operator
bi(z) (135),

b (2,) | 0) =l 2) , B (ae1)bi(@n) | 0) = V208 | @nor,z,) . (143)

s/as

i.e. is given by

1 ~ ~ ~

| @1, @0, ooy @) T = —=bT (21)bT (22)..07 (2) | 0) . (144)
vl

If one compares this result with the corresponding equations for the occu-

pation number space representations (112), (115) and (127), one can see that

the operators bf(¢;) and bf(z) are obviously related to each other by the same

K3
kind of general transformation (7) as discussed for n particles states right at the

beginning of this chapter,
| 21, @y ey @) = bF (21)...0F (2,) | 0) =

= Z | klak27 "'7kn><knakn—1a kl | X1, 7x27"'7$’ﬂ> =
{ki}
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1 ~ ~
= —=b (g, b (By,) | O)kin b1, oo | @1, @,y ) . (145)
{ki} \/m

The relation between the field operators and the creation and annihilation
operators is therefore given by

?N@=;@WM@MwE;@@M> (146)
Rm:;@wﬂw»z;@u@ (147)

or (assuming orthogonal one particle functions) oppositely by

b1(9;) = [ dug,()bf () (148)
b(¢;) = [ dwe} (2)b(x) (149)

According to these relations, the commutator (bosons) or anticommutator rela-
tions (fermions) for field operators can be defined

@@Lﬁ@ﬂ :5@-fﬁﬁ3;@@%ayﬂ :@H@ijﬂ =0/ (150)

~

=d(x — z’)ng ; [b(x)vg(xl)}

@mﬁ@ﬂ :W@ﬂmw}ZO(wn

+ + +

from which one clearly can see that in the configurational space the number
operator is given by

~

N = / bt (2)b(z)dz . (152)

15.8 A second quantization formulation for diagonal op-
erators in Fock space

Suppose an operator A in Fock space is of first kind,

Ay 0 0
R 0 Ay 0 -
A= 0 0 Az - , (153)

and the representations of its matrix elements in configurational space,

Apn = (n| // A zdy™ | 1y ey Tn) Ann(T1s ooy Ty Y1y ooy Yn ) Y1y ooy Yn | M)
(154)
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are for example of the following form
n
Ann(zlv'ﬂxn;yh"vyn) = yl?' 7y7l H 5 . (155)
m=1

Furthermore, it shall be assumed that the function A(yi,...,y,) can be written
as a sum of the form

M
n
A(yla ayn) = p Zl }A(yll,ylw "'7ylk> ) k<n aM = (k) . (156>
1,5tk

The matrix elements in (155) can now be reformulated in terms of creation
and annihilation operators. Consider first only one term in (156), A(y1, ..., Yx) »
to be used in (155),

k
n | //dnxdny | L1yeeey T ylv' 7yk H 6 ylv' 5 Yn ‘ TL> =
m=1

%<n|/dnxﬁ(m1)...ﬁ(%)|o>A(x1,...,xk)<o\Z(xn)...Z(xl)\n> (s

By developing the integral step-wise, one gets

(n—k)

!<n\ / dF bt (z1).. b1 (@) Ay, .., 2e)b(my) - b(ze) [n) . (158)

n!

If one finally sums according to (156), the matrix elements of the operator A
are given by

(n|A|n) = <n|l/d%bf(xl) B (@) A, oo 2 )b(n) B1) | 0)

(159)
and therefore the operator by

~

A= kl| / bt (20). 5 () Az, oo 2 )b(@r) - Blz1) . (160)

15.8.1 The Fock formulation of the Hartree-Fock equations

Suppose as an example for the above general formulation that the Hamilton
operator H,, for a n-particle system is restricted to two-particle interactions

only,
- 1
Hnn = X;hz + 5 ;gij ) (161)
i= £
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then the corresponding operator in Fock space, H can be formulated immedi-
ately using (160),

- / dab (@) h(2)b(z) + ; / / daydasb (2105 (w2)g (1, w2)b(z2)b(21)

(162)
or 1
H=) bl h| )b+ 5 Y bbl(ij | gr2 | kL)brbr . (163)
i, 4,k
In order to evaluate the expectation value of H in Fock space,
N PR o0
{0170} =3 | Hunth,) (164)

n=1

each term in this sum has to be evaluated,

(W | Hunthn) = (0, | {<n | / dzb' () h(z)b(z) | n>} |, +

Wl {01 5 [[ dordesd @B @algtar,eafbeaiilon) 1) 10) - (105)

For x = 2’ the first term on the rhs of the last equation can be rewritten as
(¥, | {(n | /dwa(w)h(w)b(x) | n)} | ¥n) =

Z/dw h@) (@, | (n | b (@)b() | n) | ¥,,) ; (166)

=T (z30)

=z’

where T'(M) (z, ) is the so-called first order density matrix :

T (@5a') = (W, | (0| B (@)b(a') | n) | ,) =

n
mn !
Z/d xipy (1, T2, ..oy Tn) E Oz — )b, (21, T2, oy 20, 2 Bp g1, oy Tn) =
=1

:n/w;(x,ajg,...,xn)¢n(x'7...7xn)dx2dx3...darn : (167)

In a similar way the second term in (165) can be rewritten,

(W | (| / / darydeo b (0B (22)g (1, 22)B(22)B() | 1) | ) =
://g(:zcl,xg)F(2)(:1cl,xz;xl,xg)dxldxg , (168)
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where 1"(2)(371, Z9;x1,x2) is the so-called second order density matrix,

F(Q)(l'l,l'g;.’l?l,xg) =
_ ]' m ./, % / /! / /
=3 dra' (2], xh, xh, .., xl) X

n
X Z §(x1 — x4)8(we — X)), (2], Y, 25, oy 2h) =
kAl=1

= (Z) /wZ(xl,xQ,xg,...,x;)wn(xl,xg,xg,...,m%)dmé...dm’n . (169)

15.9 Quantization of matter fields - the relation between
first and second quantization

The time-dependent Schrodinger equation for a single particle moving in its own
field is given by

(h(z) + V() Y(z,t) = ih%d}(az,t) , (170)

where © = (r,0) comprises the space (r) and spin (o) coordinates. The one-
particle operator contains the kinetic energy and some potential term U(r),

h(z) = —%W +U(r) (171)

and V(z) is the so-called self-interaction contribution,
_ o [Ty
The so-called time evolution operator U = U (%),

bs(t) = Uyg(0) = Uy (173)

which transforms any operator A\S in the Schrédinger picture into an operator

QH(t) in the Heisenberg picture’,

; (174)

has the property that A
Ulv=0U"=1 . (175)

Transforming therefore the operator on the lhs of (170) into the Heisenberg
picture one gets

(hH(x, t) + Vi (a, t)) -0 (h(m) + 17(:,;)) ot (176)

5In the following the Schrédinger and the Heisenberg picture are specified by indices S and
H, respectively.
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If one attempts to replace in (170) ¢ (z,t) by the field operator EH(ac, t),
where the index H indicates that this is an operator in the Heisenberg picture,
this equation now reads as

(hH(x, £) + Vi (z, t)) ba(,t) = ih%@H(x, . (177)

which in turn applied to an arbitrary element 171 € H yields

o~

(hH(x,t)+x7H(x,t))3H(x,t)@H:m% (bH(x,t)@H) . an)

By multiplying this equation from the left with the evolution operator U one
gets

() + 7(@) Ba)ste) =it (D@0 ) Ds(t) . 179)
since R A A
UAppy = UUTAsUd g = Agipg(t) (180)

The rhs of (178) can now be rewritten using again the evolution operator

mg@mmm@:m%@me@@gz

= in (bu(e07) (1) (181)

d [~ ~ O [~ O /mim o~
5 O _5Y ¥ _59 1
ihs (bH(x,tWH) i (U b(x)UdJH) ih= (U b(x)ws(t)) . (182)
from the last two equations one obtains therefore the relation
O /~ o\~ O fmim N\ ~
i T — ih= T
i (b (2. )0T) D (t) = ih (U15()) Dst) (183)
which multiplied from the left with U leads to the following equation

mﬁﬁ&,(m, 0T Pg(t) =

a1
~ (o0t \~, ~ L0 (o~
— ihU <7>b(x)¢s(t) + b (b(x)ws(t)) . (184)
| ——
_n
In here H ,
~ oUt
H = *ZHUW , (185)

is a Hermitian operator in the Fock space H such that
9~ .
Hyp = zhaw , YeH . (186)
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This property follows directly from the transformation 17) s(t) = U 17) 0

(%) Us(t) = (%) by = (%) Us(t) = (%—[tjﬁT> bs(t) . (187)

and from the unitary properties of the evolution operator, namely Uot = 1,

O/~ OUT~  ~, 00U
- 1 J T‘ J = —I J 1 / T— =
ot ( ) ot + ot 0 - (188)
It is therefore easy to see that
~ . oU Ut~
H =hU 5 thU 5 H (189)

If therefore U is a diagonal operator in Fock space, which implies that the
number of particles is not changed with respect to the time variable ¢, then also
‘H is a diagonal operator in H.

Using now (184) , (185) and (189) in equation (179) one finally gets

(E(x) + V(@) + ﬁ) (E(x){ys(t)) - m% (3(:0)1715(75)) : (190)

Equation (190) can also be formulated in the following way using only operators
and the definition of H in (186),

~

o . P 9~ SN
(h(x) —i—V(x)) b(z) = (—Hb(x) —l—ihab(x)) - [b(x),H} . (191)
By transforming this last equation into the Heisenberg picture one gets

01 [ba). H] T = [bwant). Fr|_ =

— Ut (ﬁ(x) n ?(x)) UUb(z)0 = (?LH(;E, £) + VH(x,t)) bu(zt) . (192)

This, however, is nothing but the lhs of (177),

(BH(:E, £) + Vi (z, t)) bar(,t) = ih%@H(x, . (193)

i.e., one finally can comprise the essence of the second quantization by
means of an equation of motion for the field operator in the Heisenberg
picture

9~ ~ _
ihsbu (1) = [bH(x,t),HHL . (194)
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15.9.1 A configurational space formulation of the second quantiza-
tion

Using a configurational representation of (190),

- . N~ 9 e~
(b@) + V(@) + H) k)b (1) = iz (B ®) . (195)
E(@ and V() are of the following form in H(©)
0 0 0 0
~ A(C) O Vll(xl,m) 0 O
V(.’E) =n 0 0 ‘/22(£E1,£E2,SC) 0 ’ (196)
0 0 0
hoo(x) 0 0 0
—~ ~(¢) 0 hll(x) 0 0
h(z) =1 0 0  hy(z) 0 : (197)
0 0 0

If one takes therefore the projections into the subspaces
1, B HSY  HE, . c HO
the various components of (195) are found. For n = 0 one gets
(0] h(z) +V(x) +H | 0)(0[bz) | {1 | s(t) =
= (0| h(z) + V() + H | O)bor () (1) =

= (hool@) + Voo(z) + Hoo)bor (52)s (a1,8) = ih(et) . (199)
= h(z) = Yy (,t)

By comparing this equation with the definition for H in (186), one easily can
see that in ch)
H(z) = h(x) . (199)

For n = 1 one similarly obtains
(1| h(z) + V() +H [ 1)(1 | b(x) | 2)(2 | vst) =

= (1| h(@) + V(@) + H | Dbia(2)tsy(t) =
= (h11(z) + Vir(z1, ) + Hi1(21)) bi2(02) (21, 22, 1) =

2 0
= (o) + o + o) ) alon ) = i slon ) L (200

|r — 1]

H(zy,z) = h(z) + H(z) + a (201)

|r — 1|
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In general, for an arbitrary n one obtains a recursion formula for the operator
H,

H(@1, 22, ooy T, @) = h(@) + H(@1, @2y oy T0) + Y e . (202)

It should be noted that F therefore is nothing but the Hamilton operator
for an n-particle system in the ordinary (first) quantization.
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16 Resolvents and Green functions

In this chapter basic properties of resolvents and of Green functions are briefly
reviewed. These properties are the formal basis of scattering theory to be dis-
cussed in one of the following chapters.

16.1 Resolvents

Consider the eigenvalue equation

H|y)y=e|y) | (1)

where H (Hamiltonian) is a linear Hermitian time-independent (differential)
operator. The resolvent of H, G(z), is defined by

G(z)=(z—H)"" | (2)

(z-H)(z-H)"' =1, (3)

where z is a complex variable. G(z) is an analytic function of z, whose singu-

larities constitute the eigenvalue spectrum of H. If A(z) is the square of the

distance from z to the closest eigenvalues of H, then the norm of G(z), || G(z) ||,
is given by

I1GG) I =1/A0) (4)

which implies that G(z) is bounded in the whole complex plane except the
eigenvalues of H.

G(z) and H have the same eigenfunctions, since by subtracting both sides
of (1) from z | ¢) and multiplying the left-hand side with G(z), one gets

-H)[¢Y)=(E-9ld ,
G(2)(z—H) | ) = (2=e)G(2) [ ¢)
[ ) =(z=e)G(2) [¢¥)
G |y =(z=e)""¥) . (5)

16.2 Resolvents and symmetry

Suppose for simplicity that the eigenvalue spectrum of H is only discrete
€< e <ez3 << €p

If P; denotes the projection operator onto the eigenspace of ¢;,

Pily) =) , PiPj=d (6)

> P=1, (7)
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then by a similar manipulation as for eqns (5), one can show that

(z—e) 'R ¥) =GP | ¥) - (8)
Quite clearly, summing over all ¢ yields
1
D GEP0) =GE) |¥) =D =P ) (9)

which can be written as an operator equation as

Gz) =Y. ——P, | (10)

—~ (2 — &)

or in terms of Dirac’s ’bra’ and ’ket’ notation

zZ—E&;

If C; (see also Figure 16.1) denotes a contour in the complex plane encircling
the i-th eigenvalue of H, by means of the Cauchy integral formula the projection
operator P; can be expressed as

1

Furthermore, if C' is a closed contour in the complex plane circumscribing a

subset of eigenvalues ¢;, €41, , €;4, With corresponding projection operators
P;, Piy1,- -+, Piyn, one gets
HP I/GUd (13)
= 2)zdz
7 2mi Jo )

where Pc is the projection operator onto the direct sum of the corresponding
eigenspaces.

G(z) has simple poles precisely at the positions of the discrete eigenvalues
of H. If H has (also) a continuous spectrum, side limits of the resolvent have
to be formed:

z=€e+id , 0>0

Gﬂngw—ﬂimﬂ , (14)

i.e. the resolvent is expressed as a limit of operators in Hilbert space. The
meaning of (14) is as follows: if z tends to € from above the real axis, Im(z) >
0, (z — H)~! tends to G*, whereas if z tends to € from below the real axis,
Im(z) <0, (z— H)~! tends to G~. For each eigenvalue of H in the continuum,
G(z) has a branch point. For G(z) the continuum therefore corresponds to a
dense line of branch points, i.e. to a branch cut.
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16.3 Green functions

Any representation (representative) of a resolvent is called a Green function.
Usually such representations are denoted by a small or capital G with the span-
ning vectors of the representation appearing either as arguments or subscripts.
For example G(r,r’, 2),

Gr,v',2)=(r| (z—H) 1) , (15)

is called the configuration space representation (representative) of (z — H)™!.
It is extremely useful to adopt from the outset the Dirac notation

i) = (x| @), @[(r)=(®;|x) , (16)
DoI@@i] (@] @) =4y (17)

/dr\r><r|=1 7 (18)
(r|ry=6(r—1") . (19)

Switching representation is then simply a matter of using the resolution of the
identity (7) and (18). If, for example, H has only a discrete eigenvalue spectrum
of eigenvalues ¢; with corresponding orthonormal eigenstates | ®;), then the
configuration space representation in (15) can easily be switched into what is
called the spectral representation of the resolvent G(z):

LR SIS ML
1
(z =€)
]Gy ey = (e @) 2l Did g gy =

= (z—¢)

_Zr|¢) @‘r>zzw . (20)

Z_Ez (2_62)

Of course, eqn (20) can be obtained directly by taking the configurational rep-
resentation of (11).

(z—H)™'|®;) = | @)

16.4 The configuration space representation of Gy(z)

If the Hamiltonian H has (also) a continuous spectrum the problem of finding
representations of G(z) is much more involved. Suppose H is the Hamiltonian
for a free particle, Hy,

Holp)=p"|DP) , (21)
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1

(z—Ho)™" | p) = Go(2) | p) = - —z 1P (22)
z=e+id . (23)

/dp|p><p =1, (lp)=dp-p) . (24)
(r|p)=(2m) " explip-r) | (25)

then from (22) the configuration space representation of Gy(z) can be obtained
by again using the resolution of the identity:

(r]Go(2) | 1) =/<r | P)(p | Go(2) | P')(P’ | r')dpdp’ =

1 1
=353 /exp(ip ‘r) P exp(—ip-r')dp . (26)
By setting R = r — r’ and changing z to k%, where Re(x) > 0, one gets

(r[Go(2) | 1) = Go(R, 2) =

2 ™ 00

1 y 2
- d@/sin@d@/wp2dp:
873 K2 — p2
0 0 0
_ 1 OOL exp(ipR) — exp(—ipR)
~ 4r? | ipR k2 — p?
0

p’dp =

11 pexp(ipR) d
27 R 27i K2 — p2 ’

— 00

(27)

where © and ® are the angles between p and R. The value of the last integral
is not changed by using a semicircular contour in the upper half of the complex
plane. Rewriting the integrand in (27) as v(p)/w(p), where v(p) = pexp(ipR)
and w(p) = k? — p?, one can see immediately that v(p) is a regular function,
whereas w(p) has a simple zero location at x? = p?. The residue is therefore
given by the value of v(p)/w’(p) at p?> = k. According to the two roots of p?,
the contour integration yields the following situation:

Im(z) Pole Residue
§>0 p=k —exp(ikR)/2
§<0 p=-k —exp(—ikR)/2
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The configurational representation of Go(z) is therefore given by

(r] Gol2) | ¥') = Golr,1', 2) = —— {exp(z‘nR) . >0 o

" 4nR | exp(—ikR) ; §<0

Since this representation depends on the sign of the imaginary part of z, its is
not well defined. From (28) one can see that

Go(r,r/,z)* = Go(r,r/,z*) . (29)

The configurational representations of the side limits (14), however, are well
defined:

exp(+ie!/2R)  €>0
e=0 . (30)
exp(—|e\1/2 R) e<0

1

(r| Gg(e) ') = Gg(r,x',e) = ~47R

It should be noted that, because of (3), similar formal’ operator equations
pertain for G (¢)

(e = Ho)Gg (€) = G (e)(e = Ho) =1 (31)

which, however, do not imply that (¢ — Hp) has an inverse!

16.5 Side limits and Dirac delta functions

In general the Hamiltonian has a discrete spectrum {e;} and a continuous spec-
trum {e;}. Using the following notation for the resolution of the identity

ESCARY AL STHE SIE ST AR (32)

k

then from the spectral representation of G(z), z = e+, one can see immediately
in (20) that
G(r,v',2)* =G(r,x', 2*) (33)

which in turn implies that, for the side limits G*(r,1’, €),
Gt(r, v’ e)* =G (r,r',e) . (34)
Taking therefore the difference of G*(r,r’,¢) and G~ (r,r’, ¢):
G(r,t',e) = GT(r,r',¢) — G~ (r,r',¢) = 2iIm[GT (r,1,¢)] (35)

it can be understood that 6(r7r/, €) is the discontinuity of the spectral repre-
sentation of G(z) across the branch cut of G(z).
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Since formally the Dirac delta function d(e — €g) can be expressed by the
following limiting property (see, in particular Messiah 1969)

. 1 ’
o, {ﬁ] =rr L_ ] F imd(e — o) (36)

where PP stands for principal part, G(r,r’, €) or Im[G*(r,r’, ¢)] can be written
as
G(r,r',e) = —2m'z<r | D) (P | v')V0(e —€)
k

Im[G*(x,x, )] = 1Y _(r| ®p)(®p | ¥)0(e —€r) (37)
k

Integration over r of the diagonal elements (r = r’) of a configurational space
representation defines the trace (Tr) of this representation. Since, however,

/(r | ©1) (P | r)dr :/(@k | £)(r | ®x)dr =

I AECIIE SR AL S
one gets directly the density of states per unit volume, n(e),

Tr [Im[GE(r, 1, ¢)]] = $7r26(5 —€)
k
n(e) = Zé(s —ex) = Fr 'Tr [Im[Gi(r,r/, o] . (38)
k

16.6 Resolvents and perturbation theory

Suppose the Hamiltonian H is given in terms of an unperturbed Hamiltonian
Hy and a perturbation operator AV, where A is a suitable (real) parameter,

H=Hy+\V . (39)
Let G(z) and Go(z) be the resolvents of H and Hy, respectively,
Giz)=(z—H)™"" | Go2)=(z—-H,)™" . (40)

Then G(z) can be expressed in terms of Gy(z) as

G(z) = I 1 _z-H, 1 B
T z—H z—Hy—XNV z—H,|z—Hy—\V|
1 z—H, +A\V—-AV] AV 7
T Lo H,| z-Hy-\V }_Go(z){l+z—Ho—/\V]_

= Go(2) [+ A\VG(2)] = Go(2) [1 + G(2)AV] = [1 + G()AV] Go(2) . (41)
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On the right-hand side of (41) G(z) can be substituted by the value of G(z) on
the left-hand side:

G(z) = Go(2) 1+ AVGo(2) [1 + AVG(2)]]

Repeated application of this procedure yields the following series for G(z):

oo

G(2) =Y N'Go(2) [VGo(2)]" . (42)

n=0

The convergence radius of this series is defined by the norm of the operator
AVG,(2), i.e. ||A\VG,(2)|| . The series is absolutely convergent if

AV < Ao(z) (43)

where Ag(z) is the square of the distance of z to the closest eigenvalue of H,,.
Choosing in particular A to be unity, (41) can be reduced to

G(2)=Go(2)[1+VG(2)] , (44)

G(z) =1+ G(2)V]Go(z) . (45)

Formally, these two equations can also be obtained by using the operator identity
A'=B 1+ B 1 A-B)A™!

with A =2z — H and B = z — Hy for (44) and A and B interchanged for (45).
Equation (44) (or for that matter (45)) is called the Lippmann-Schwinger
equation for the resolvent G(z).
Defining Q(z) as
Qz)=[1+VG(z)] , (46)

the Lippmann-Schwinger equation can also be written as

[G(2) = Go(1)22) = A=)Go(2) | (47)

On the left-hand side of (47) the definition of G(z) can again be used to give
Q(2)Go(2) = Go(2) [L + VG(2)] = Go(2) + Go(2)VG(2) =

= Go(2) + Go(2)VQ(2)Go(2)
Uz) =14+ Go(2)VQ2) (48)

which is yet another way to formulate a Lippmann-Schwinger equation.
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16.7 The T-operator
For many purposes it is convenient to define the following operator T'(z) as

T(z)=V+VGR)V . (49)

T(z) is an analytic function of z and has the same properties as G(z), namely
a pole for each discrete eigenvalue of H, H = Hy+ V, and a branch cut for the
continuum. Multiplying from the left with G,(z) one gets

Go(2)T(2) = [Go(2) + Go(2)VG(2)]V = Go(2) 1+ VG(2)|V =
G,(2)T(2) =VG(z) =G(z)V (50)
which can be written in terms of (44) as
Go(2)T(2) =VGu(2)[1+ VG(2)]

T(z)=V+VGo(2)T(z) . (51)

Equation (51) is usually called the Lippmann-Schwinger equation for the T
operator. because of the definition in (49), side limits can be taken as in the
case of G(z):
Jim, T(e£id) =T (e) =V +VGE(e)V . (52)
Similar to G(z) the adjoint operator of T'(z), T'(z)f, is given by
T()' =T(=*) (53)

and T'(z) can also be expressed in terms of the operator Q(z) as

|T(2) = V1 +VG(2)] =VQ(2) = Q2)V | (54)

16.8 The Lippmann-Schwinger equation

The usefulness of the T operator can be seen by considering the following ho-
mogeneous and inhomogeneous problems

(e = Ho) | ®(e)) =0 , (55)

(e = Ho) [ W(e)) =V | ¥(e)) , (56)

where | ®(¢)) is an eigenstate of Hy to the same eigenvalue € as (56). Because
of eqn (31), the general solution of eqn (56) is given by

| U (e) = [ (e)) + GF (V| ¥F(e)) . (57)
Using eqn (57) iteratively,

| UE(e)) = | 2(e)) + GF(V [| @(0)) + GF ()V | ¥F(e))] , ete.
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one gets
| U5(0)) = | @(e)) + G5 ()T (e) | ¥(e)) = [L+ G5 ()T ()] | ®(e)) , (58)
or, using eqn (50)
| () = [L+GH(V] [ 2(e)) (59)

or, using eqn (46)

| v () = 2% (e) | (e)) ] (60)

Equations (58) - (60) are usually called the Lippmann-Schwinger equation.
In each of these three equations the solution of H = Hy + V, | ¥¥(e)), is given
in terms of the (known) unperturbed eigenstate | ®(e)).

16.9 Green functions and perturbation theory

In principle all that is necessary now is to form representations of the vari-
ous Lippmann-Schwinger equations discussed previously by making use of the
‘resolution of the identity’.

The configuration space representation of the Lippmann-Schwinger equation
for the resolvent G(z),

G(2) = Go(2) 1 +VG(2)]
is given by

(r|G(2) [r) = (v | Go(2) [ ')+
(61)
+ [[{x | Go(2) [ ri)(r1 | V[ x2)(r2 | G(2) | x')dridrs
However, since in reality V will be a potential given within the framework of

the local density functional, the representation of V' in configuration space can
be assumed to be diagonal

|V Ix) = 8(c—x)x | V| 1) = b( — ')V (x)
This reduces (61) to
(r|G(z) [ 1) = (v | Go(2) [ )+
(62)
+ [ | Go(2) [2") (" | V [ x")(r" [ G(2) | x')dx”
or
G(r,v',z) = Go(r,r', 2) + /Go(r,r”,z)V(r”)G(r”,r’,z)dr” (63)
In particular from the more ’traditional’ form (eqn(63)) one can see that the

Green function G(r”,r’, z) satisfies an inhomogeneous integral equation, where
the integral kernel is given by Go(r,r”, 2)V(r”).
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In momentum space the corresponding representation of eqn (44) can be
similarly found:

(p|G(2) | p) = (p|Gol2) | P)+

+ [P | Go(2) [ P1)(P1 | V | p2)(p2 | G(2) | P')dp1dp2

Using the relation

(64)

x| p) = Wexpup v (65)

where d = 1,2, 3 is the dimensionality of the problem, one easily can show that
eqn (64) is the Fourier transform of (61).
Turning now to eqn (58), which in configuration space representation is given
by
(x| o*(e) =(r|®(e)) +(r| Gi(dVil D(e))
= (r[®(e)) + (v [ G5 ()T=(e) [ 2(e)) ~

one can see immediately that by using | p) as eigenstates of Hy (eqn (21)) one
gets the equation

(66)

Holp)=p"lp) , p=Ve ,
(r| U=(p)) = (x| p)+ (v | GT(0)T=(p) | P) - (67)

16.10 Green functions and scattering theory

Suppose that the representation of V' in eqn (67) is diagonal in configuration
space and that V(r) decays rapidly as r approaches infinity. Equation (67) can
now be interpreted in terms of a scattering formalism: an incident particle of
_ 2 . . . . .
energy € = p? in state | p) is perturbed by V(r) resulting in a modified state
| £ (p)), which will be analyzed as r approaches infinity. Using explicitly the
representation of | p) in configuration space (eqn (65)) and the resolution of the
identity, eqn (67) is simply given by

(e | w=(p)) = (2m)%/* {exp(ip - 1)+

(68)
JIx | G5 p) | v)(x' | T*(p) | ") exp(ip - r”)dr'dr” }
Since
Ir — /| ot (r-)/r+0(r7 2% |, (69)

where O(x) stands for ’orders of x’ the free-particle Green function (r | GZ(p) |
r’) (eqn(30)) can be written as

] GE@p) | 1) — —SPERT)

. . exp (Fip(r -v')/r) [1+O(r™ )] . (70)
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As 7 goes to infinity, (r | UF(p)) has the asymptotic form

(r| ¥£(p)) — (2m)~3/2 {exp(ip - 1)~ (exp(Lipr) /4mr) x

T—00

< [ exp (Fip(x - x')/r) (' | T%(p) | ) exp(ip - ")dr'dr” }
(71)
Because of the factor exp(=xipr)/r only (r | ¥*(p)) is physically acceptable, i.e.
only the side limits G (p) and T (p) have to be considered. Inspecting now the
argument of the first exponential in the integrand, ip(r - r’)/r, one can see that
pr/r is a vector of length p but with direction r/r. Denoting this vector by py,
the double integral in eqn (71) is nothing more than a change of representations

ﬂ&mwaH#@u%mmwwwzw%n#@m>

(72)
Equation (71) can therefore be written in th form
(r | U=(p)) — (2m)77/2
» (73)

x {exp(ip - 1) + (exp(ipr) /) [-2n*(ps | T*(p) | P)] }

ie. (r| U*(p)) can be identified as the familiar scattering wavefunction in
elementary collision theory, usually written as

(r| U*(p)) — (2m)7%/2 lexp(ip - 1) + f(Ps. P (74)

T—00

)exp(ipr)

The quantity f(py,p) is the so-called scattering amplitude. The scattering
amplitude is proportional to a momentum space representation of T (p), (p |
T*(p) | p’), in which p and p’ have the same length: p? = (p')? = €. For this
very reason this particular representation of 7% (p) is called the 'on the energy
shell T-matrix’.
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17 Relativistic quantum mechanics

17.1 Minkowski-space

Suppose the set of space-time vectors is given by
M ={a"} (1)
jat a? a®) = (a0 2%) = (et r) (2)

n=0123 , k=123,

ot = (2°

where 20 = ct is the time component and r = (2!, 2%, 23) the space component

of an arbitrary space-time vector z*. For any arbitrary pair of elements z,y € M
the scalar product in M is defined as follows

3 3
(€, 9) = > wuy" = woy’ — > _ary® (3)
pn=0 k=1

and in particular therefore the norm as
2| = (z,2) = 2o2° — (r,r) . (4)

The metric in M is said to be pseudo-euclidean, since the metric tensor g,
is of the following form

1 0 0 0
0 -1 0 0 10
— — v
=10 0 -1 o0 _<0 13>_g ‘ (5)
0 0 0 -1

The set M is sometimes also called Minkowski space.

In M a vector a is called contravariant (usually denoted by e.g. a*) if it
”transforms like a space-time vector” z* and covariant (usually denoted by
e.g. a,) if transforms like 9/0z*. The transformation of a contravariant vector
by means of the metric tensor g, yields a covariant vector:

3
a, = Zgwa” = gua” (6)
v=0

while by the opposite procedure a contravariant vector is obtained:

3

at = Zg””a,, =gua” . (7
v=0
It should be noted that in either case ag = a°. The implicit summation over

repeated indices as indicated in the last two equations is usually called the
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Einstein sum convention. Quite clearly this implies e.g. for the product of the
metric tensor with itself that

3
Zgﬂpgw =gupg”™ =6," . 6,7 ={ 0 7
p=0

a unit matrix is the result.

A vector a* is called a space-like vector if its norm a,a* < 0 and oppositely
a time-like vector if the norm is positive.

Defined in M the gradient can be written as a covariant vector J,,,

0 o o0 o0 0 7]

0“5033“ :(8950’8371’0332’0303):(8015’ ) )
or as contravariant vector o*
0
b= (—. -V 1
0= (oY) (10)
whereby
1 02 1 02
=] — 2 .V =~ _
0,0" =0 292 V-V 290 A (11)

usually is called D’Alembert operator.

If A = A(r,t) denotes the vector potential and ¢ =¢(r,t) the scalar potential
then the electromagnetic field can be written as the following contravariant
vector A

At = (¢, A) (12)

such that the electric and magnetic field, E and H, respectively, are given by

0A
H=(H; H,H,) =rotA . (14)
The so-called electro-magnetic field tensor F),,, formally written as
0A 0A

F,=—-=t 15

. Ox#  Oxv (15)

is an antisymmetric tensor in M, whose elements are given by the components
of E and H,

0 E, E, E,
—-E, 0 —H, H,
-E, H, 0 —H,
-E, -H, H, 0

F, = (16)

The gradient and the electromagnetic field vectors finally can be combined to
yield the following four component vector D,,

D, =0,+ieA, = (% +iep, V —icA) (17)
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17.2 Poincaré and Lorentz transformations

Poincaré transformations are inhomogeneous linear transformations that pre-
serve the quadratic form z,z", i.e. the norm in M. Such a transformation is
defined by obtained

(") = Q" x¥ + at (18)

where (x”)' is the transformed vector, 2* , a space-time point operation (2,
which keeps the origin invariant, and a* a translation. If denotes (2 | a) the
operator that maps z* on (z*)’,

Q] a)z" = Q" 2 +a* = (z*) (19)

then the matrix Q* , is the representations of the corresponding space-time
point operation, whereby matrices like €, and Q*” can be obtained by using
the metric tensor g,, such as in the following transformation

QW — ngQup

From the condition that the norm is left invariant and that the transformations
are real, the properties of the matrices 2, ¥ can be deduced, namely

1
= (20)
QW =Q,,0M =5 | (21)
det | QY | =41 . (22)

The set of operators (2/a) forms a group, the so-called Poincaré group,
P={(Qla)/ (Qa)(|d)=(QQ|Q +a)} |, (23)

in which the identity element (¢ | 0) has the following representation for the
pure space-time point operation e

po=(g 1) - (24)

Similarly the pure time-inversion operator (T' | 0) and pure space inversion
operator (J | 0) are defined by the representations of their corresponding space-
time point operations

D(T):<_01 105) , D(J):(é _013) . (25)

The set of operator (2 | a) for which Q% > 0, i.e., which preserve the
direction of time, form a subgroup P C P of index two:

P={@a) /0" >0} , (26)
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since the complement (P — P) is defined by
(P=P) ={(Qla) / (Q]a)=@]a)(T|0)} . (27)

P is called orthochronous Poincaré group, which in turn has a subgroup of
index two, namely the so-called proper orthochronous Poincaré group P,
which is the set of time conserving transformations for which det | Q*, | = 1:

P, ={(@a) /0" >0,det | Q" | =1} . (28)

In terms of left cosets, the Poincaré group P O P O P, can therefore be written
as
P={P(T|0)P} |, (29)

P={P..(J|0)P,} . (30)

These three Poincaré groups contains as corresponding subgroups all those op-
erations for which the translation a = 0:

L={(Q|a)}={L.(T|0)L} (31)

L=AL:,(J|0)Ls} . (32)

L is called Lorentz group, L orthochronous Lorentz group and L, proper
orthochronous Lorentz group.

It should be noted that the subset of operators of the Poincaré group that
corresponds to pure space translations only also forms a subgroup, the so-called
Euclidean group:

POE={(Q]a)/Va® =0} . (33)

The corresponding subgroup of the Lorentz group is the familiar Rotation-
Inversion group in the three-dimensional vector space Rs.
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17.3 Postulates of relativistic quantum mechanics

Missing
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17.4 Dirac equation

For a single particle of charge e and mass m the relativistic Hamilton function

is given by!
H=ep++(p—eA)2+m? (34)

where ¢ is the scalar potential, A the vector potential and p the momentum.
Assuming now as discussed in the previous section that the probability density
p =11 is positive definite then it follows immediately that the corresponding
Hamilton operator H has to be Hermitian, since:

| % 9 g3 = 5 [@He - v da=o . (35)

For the sake of simplicity in the following discussion only the Hamilton
function in the absence of a field shall be considered:

H=\/p>+m? . (36)

Since the lhs of (35) is linear in §/9t (= 8/0z° in (9)) this implies that also
H on the ths of (35) has to be linear with respect to 9/9z*, k = 1,3, i.e., with
respect to components of the momentum operator p. This condition is usually
called the condition of relativistic covariance. If one replaces according
to the correspondence principle E — i9/0t and p — —iV, one immediately
can see that the condition of linearity cannot be fulfilled in a straightforward
manner, since the square root is not a linear operator. The Dirac problem,
but also the problem of Pauli’s spin theory, however, can be associated with a
special polynomial algebra.

17.4.1 Polynomial algebras

Let Py(z) be a second order polynomial of the following form

—aglzl'fl?]"‘aggz.’ﬂ , 4,7=1,2,....,m (37)

i#]

where the a;; are elements of a symmetric matrix. Consider further that the
linear form

m

j=1

satisfies the condition
Py(z) + L*(z) =0 , (39)

then the set of coefficients {c;} has to satisfy the following properties?:

) Zj : [Oéi,Oéj]+ = —2(122] 5 (40)

Lfor a discussion of classical relativistic dynamics see e.g. the book by Messiah
25ee in particular the paper by Raghavacharyulu and Menon, 1970
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) #] : [Cki, aj]+ = —a21[ s (41)
where I denotes the identity element in {c;} and [,] anticommutators. The

set of coefficients {«;} is called an associative algebra. Two special cases carry
famous names, namely

a1 = a3 = 0 — [Oéi, Oéj]+ =0 s (42)
the so-called Grassmann algebra® and
agnn =0, ap=-1 — |oga5)y =20 (43)

the so-called Clifford algebra. Comparing now with (36) one can see that
exactly the case of the Clifford algebra is needed in tackling the problem of the
linearization of the square root:

Py (p) L(p)

In the following first the case for m = 2 and 3 (Pauli spin theory) is discussed
by considering the smallest groups with Clifford algebraic structure and only
then in a similar way the Dirac problem (m = 4) is addressed.

17.4.2 The Pauli groups

For m = 2 the smallest set of elements o; that shows group closure? is given by
GU'=? = (4], +oq, tag, Tagas} . (45)

This group is of order 8 and has 5 classes (C;), namely C; = {I}, Cy = {-I},

Cs3 = {£a1}, Cy = {£as}, C5 = {fajas}. There are therefore 5 irreducible
(m=2)

%

,i=1,5) of dimensions n; such that

inf =8 . (46)
i=1

This implies that 4 irreducible representations (F(mzz),i =1,...,4) have to be

i
one-dimensional and one two-dimensional. Since one-dimensional representa-
tions are commutative, i.e., do not satisfy the conditions of a Clifford algebra,
only the two-dimensional representation (FémZQ)) is of help. The matrices for

this irreducible representation are listed below:

m=2 1 0 m=2 0 1
s (1) . rre—s(1 1)

3this is exactly the algebra of creation and annihilation operators for fermions, see also
chapter 15
4for the discussion in the following sections see also chapter 18

representations (T’
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m= 0 — m= ;0
Il 2)(ia2):i(i OZ) R S 2)(ia1a2):i(é ) . (A7)

Using this set of matrices it is easy to show that it indeed forms a representation
of Gggm:m and that these matrices are Clifford algebraic. For the case of m = 2
the problem of the linearization of the square root is therefore solved:

FEG () (7)o

For m = 3 the smallest set of elements ¢; forming a group is given by
G%m:j) = {:i:]7 :|:Oé1, :|:Oég, :|:Oé3, :I:alag, 2120110437 :|:Oé20(3, iOqOQOég} . (49)
The order of this group is 16. It has 10 classes, namely
Cy ={I}, Cy={-TI},
Cg = {:l:Oél}, 04 = {:EOLQ}, 05 = {:l:Ozg}
CG = {:l:al()ég}, 07 = {:I:alag}, Cg = {:l:agag}
Co = {aqagaz}, Cio = {—a1aza3}, (50)

and therefore 10 irreducible representations,

10
dn?=16 (51)
=1

of which 8 (Fgm:?’),i = 1, 8) are one-dimensional and two (I‘Z(-m:?’),i =9,10) are
two-dimensional. Again only the two-dimensional irreducible representations
are Clifford algebraic.

For oy and as one can use the same matrix representatives as in the m = 2
case,

I (@) =T (1), T8 () =T (as) (52)

provided that the corresponding matrix for as is defined by
ry" " (as) = ="~ ()6 (az) - (53)

The second two-dimensional irreducible representation (1"(1:)”:3)) is by the way
the complex conjugate representation of Fém:3). It is rather easy to proof that
these two irreducible representations are indeed non equivalent.

For the m = 3 case the problem of the linearization of the square root reduces

therefore to the following matrix equation:

/P33Ry () = (54)

= plrg()ng) (041) + szg(;m:3) (042) + p3rgm:3)(043) . (55)
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The matrices

m=3 0 1 m=2 0 —1
Fé d)<041)501=(1 0) , FS(, 3)(a2)502:(. OZ) ,

Pé’”-?’)(ag)_oz—(é _01> : (56)

carry a famous name. They are the so-called Pauli spin matrices, usually - as
indicated in the last equ. - denoted simply by 01,09 and o3. For m = 2,3 the
corresponding groups are called Pauli group (as indicated by the index P).

17.4.3 The Dirac group

For m = 4 the following subset of the Clifford algebra forms the smallest group
G =Y = (£, +a; (i < 4), 2oua; (i < §), Tasajay (i < j < k),

tajasazay = fas} (57)
where ”traditionally” the elements «; are usually also denoted by 7,. The order
of this group is 32. It has 17 classes,

Gy = {I}v Cy = {_I}v

Cs_¢ = {:l:Oéi | 1 < 4}, Cr_12 = {:l:OéiOzj | 1< < 4},
013716 = {:I:aiajak | 7 < ] <k S 4}, 017 = {:I:alaga3a4}, (58)

and therefore 17 irreducible representations. As can be checked in analogy
to (46) 16 of these irreducible representations (Fgm:4),i =1,...,16) are one-
dimensional and one is four-dimensional (I‘Y;:Zl)). Again only the matrices
of the four-dimensional irreducible representation satisfy the conditions of the
Clifford algebra. The following matrices

ey =a=n=( 0 G) st . o)

Oi

e =s=n=(¢ ) (60)

where the o; are the Pauli spin matrices and 1, is a two-dimensional unit matrix,
are irreducible representatives of the elements «; € ngm:4). These particular
representatives, usually denoted simply by «; and 3, are called Dirac matrices,

ngm:4) Dirac group.
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17.4.4 Relations between the Dirac group and the Pauli groups

The subgroup structure The Dirac group contains the Pauli groups as sub-
groups,
GE;n:Q) - Gg:’m:3) - G([;n:4) , (61)

whereby ngmﬂ) is a normal subgroup in ngm:zs) and ngjl). This implies that

) in terms of GEDmZQ),

in a coset decomposition of ngzzl
G = {165 asGE Y, au G L asauGE VY (62)
left and right cosets are identical,

OégGgngQ) = {iOé3, :l:OégOél, iagag, ioz3041a2} =

= {:l:Oég, :|:Oé1(13, :|:Ck20[3, :EOQO[QOQ;} = GS:,mZQ)Oég (63)
and that GEDmZQ) consists of complete classes of G(gl:él) (58) denoted for a mo-

ment as C; (ng:4) )

Gy = (GG, (G

m= m= m= (64>
O3(G5=Y), Cu(G =), G5 (G =)

It should be noted that G\7"=* is not a normal subgroup in G7"=*  since
Cir(GE™Y) = GG U GG ) (65)

Subduced representations The set of matrices
m=4 m=2 m=4 m=2
r{r=2(GE =) = {rr="(a), va € G¥"="}

and (m=4) [ A(m=3) (m=t) (m—3)
L= NG ™) ={N7 (), Va e G}

of course also forms a representation for Ggpmﬂ) and Gst,m:3)7 respectively, which,
however, is reducible. Such representations are called subduced representa-
tions. Reducing these two representations (for example by means of the or-
thogonality relation for characters), one finds the following decompositions into
irreducible representations:
m=4 m=2 m=2 m=2
@) = G (66)
and (m=1) | 4(m=3) (m=3) (4 (m=3)y | [(m=3) 4(m=3)
LG =Ty (G )+ Ty (Gp) . (67)
=1y (G ) + (6 )

Since the irreducible representation Fg?jl) of G%njl) always sub-

duces only the group of the Pauli spin matrices (and their complex
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conjugates), there is no way to deal with the problem posed by (36) in
terms of 2 x 2 matrices only, i.e., to linearize properly the square root
v/p?2+m? for a three-component vector p! In other words: there is
no other ”truely” relativistic description but the one using the Dirac
matrices.

One can summarize the properties of these three groups very compactly in
the below short table:

m  Group-  # of # of one- # of two- # of four-
order classes dimensional dimensional dimensional

1rreps 1rreps 1rreps
2 8 5 4 1 0 (68)
316 10 8 2 0
4 32 17 16 0 1
2mtt m? 41 2m

The so-called fundamental theorem of Dirac matrices, namely that a
necessary and sufficient condition for a set of 4 matrices 7} to be Dirac matrices,
i.e., to be irreducible and Clifford algebraic, is that they have to be obtained
via a similarity transformation W from the matrices in (59,60):

V=Wl W i=1,4 (69)
is in the context of the Dirac group nothing but the Schur lemma for irreducible
representations.

17.5 The Dirac Hamiltonian

In terms of the postulates of relativistic quantum mechanics a Hamilton operator
corresponding to the Hamilton function in (36) can now be formulated

oY

h—=H 70
7 Ot Dw ) ( )
where Hp is the so-called Dirac Hamiltonian:
Hp =ca-p+ pmc (71)
or using h=c=1,
Hp=a-p+pm , (72)
3
@-p= Z%pk . (73)
k=1

Equation (70) is not symmetrical with respect to the space and time derivatives
(see also (9) and (10)):

(i%—owp—ﬁm)d;:(il4%+ia‘V—Bm>¢:0 : (74)
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Multiplying however from the left with 5 and denoting the resulting set of Dirac
matrices by y*,

=077 = (%) =8 @) (75)

a covariant form of the Dirac equation is obtained
(v*(i0u) =m)¢ =0, (76)

whose Hermitian conjugated form is given by

(i)t — myt =0 . (77)
If one defines now the following quantity 1,
=9 =yl =990 (78)

then (77) can be rewritten as
(=107 —my® =0 . (79)
Multiplying now (76) from the left with ¢ and (79) from the right with ),
(B, — iy = 0
(=i0u) " — mipy = 0
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18 Group theory and quantum mechanics
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19 Time-dependence

189



20 Single-site and multiple scattering

20.1 The muffin-tin approximation

Suppose that the potential Vs (r) in a Schrodinger- or Dirac-type Kohn-Sham
Hamiltonian can be written as follows:

Vepp(r) =V(r) = Zveiff(l‘i) = ZVZ(I‘Z) ; (1)

ri=r—R; ,
where the ’individual’ potentials V;(r;) are loctaed at positions r; such that the
domains of any arbitrary pair of potentials V; and Vj, A; and A;, are disjoint
in the tensorial space of spin and configuration

A NA;j=0 , Vi

The positions R; can be positions of Coulomb singularities and can also refer
to ’empty’ sites. Equation (1) can be viewed from a very pragmatic standpoint,
namely as a partioning of the configuration space into regions of different phys-
ical interest. For a semi-inifinite crystal, for example, one can thus talk about
"bulk’ regions, ’surface’ regions, and a 'vacuum’ region. Within an infinite crys-
tal, the positions R; are quite 'naturally’ provided by the real space lattice. The
application of eqn (1) can be greatly simplified by using the approximation

Vi(ri) , |ril < R
‘/;(rz) = ) (2)

constant , otherwise

i.e. by using spherical symmetric potentials V;(r;). This approximation is tra-
ditionally called the muffin-tin approximation, and R’ is correspondingly
refered to as the muffin-tin radius for the i-th sphere. In addition, for all fur-
ther applications it will be assumed that all individual potentials V;(r;) are
‘regular potentials’:

1im0 r2Vi(r;)) =0 Vi o (3)

ri—
Clearly, the great advantage of the muffin-tin approximation is that in each do-
main A; the corresponding Hamiltonian H; has very useful constants of motion,
such as L? and L., for example, in the case of a non-relativistic approach. It
seems most appropriate therefore to discuss first the scattering from a single
finite range spherical potential well and then adress the multi-centre problem
by joining the various single-site solutions together. In the following a single
site finite range potential V(r),

V(r) ;v < R
V(r) = , lim ?V(r)=0 |, (4)
constant , otherwise 0

will be considered from various standpoints. First of all, however, the case of
zero potential has to be considered.
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20.2 The zero potential case
20.2.1 The non-relativistic zero potential case

In the absence of a potential V(r) the radial Schrodinger equation is simply

given by
2 I(l+1)
(Fz- 52+ ne -0 )

P(r)y=rR(r) , p*=2 , €>0 . (6)

Equation (5) is an ordinary second order linear differential equation and there-
fore has two linear independent solutions. The regular solution must behave
like /1 (see for example Messiah 1969). The regular solution of (5) is given as
2j1(z), where z = pr and j;(z) is a spherical Bessel function (Abramowitz and
Stegun, 1972):

Ji(z) = (7T/22)1/2Jz+1/2(2) ) (7)

l
(8)

1(2) -
z) — ——
The other solution, which behaves like r=! (Messiah 1969), is conveniently cho-
sen to be z times a spherical Neumann function, n;(z) (Abramowitz and Stegun,
1972):

m(z) = (1/22)*Nigayo(2) (9)
ni(z) — —z 20— 1) (10)

As r approaches infinity the spherical bessel and neumann functions show the
following limiting behaviour:

gi(z) lz:;o sin(z —In/2)/z (11)
ny(z) IZ:;O —cos(z —1In/2)/z . (12)

However, as r approaches infinity the centrifugal term in (5) vanishes and the
solutions should behave like exp(4ipr), which in fact implies that they behave
like 4 [ny(2) £ij;(2)]. The Hankel functions h*(z) (Abramowitz and Stegun,
1972) as used traditionally in scattering theory (see, for example, Lloyd and
Smith 1972),

WH(2) = (n/2) Hify 5(2) . 05 (2) = i) imu(z) (13)
show the required asymptotic behaviour (multiplied by a phase factor exp(+im/2).
They refer also to the irregular solutions: A (z) and h~(z) behave asymptoti-
cally as ’incoming’ and ’outgoing’ spherical waves, respectively. Like the Bessel
and Neumann functions they are functions in general of a complex argument z.
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The spherical Bessel and Neumann functions are summarized for the first few
values of [ in the following table.

Spherical Bessel and Neumann functions

l Ji(2) mu(2)

0 sin(z)/z —cos(2)/z

1 sin(z)/z? — cos(z)/z —cos(2)/2% —sin(z) /=2

2 sin(2)(327% — 271 — 3272 cos(z2) —cos(2)(3273 — 2z71) — 327 %sin(z)

For € < 0, p in eqn (6) is purely imaginary. In this case the regular and
the irregular solutions are the so-called modified Bessel functions 4;(pr) and the
modified Hankel functions k;" (pr), respectively:

alpr) = (=) julipr) (14)

k' (pr) = (=0)~'h " (ipr) (15)
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