ANHARMONICITY OF VIBRATION IN
MOLECULES

By K. S. VISWANATHAN
(Memoir No. 105 of the Raman Research Institute, Bangalore—6)
Received December 19, 1957

1. INTRODUCTION

ANHARMONICITY of vibration is responsible for several of the finer features
observed in the vibration spectra of molecules, viz., the uneven spacing of
the overtone levels of the different normal modes and the splitting of levels
that are degenerate in the harmonic oscillator approximation. The spec-
trum of the vibrational energy levels, when the effect of anharmonic terms in
the potential energy of the molecule is taken into account, has been the sub-
ject of several investigations, references to which can be had from the well-
known books on the subject by Herzberg! and by Wilson, Decius and Cross. 2
In a detailed and elaborate piece of work, Nielson® has considered the prob-
lem for a general molecule taking account of one more complication, viz.,
the vibration-rotation interaction in the molecule.

In the harmonic oscillator approximation, the normal modcs of vibra-
tion of the molecule are independent of each other and the energy of the
system is the sum of the energies of the (3n — 6) normal modes of the mole-
cule. When anharmonicity is taken into account, ‘product terms of the
third and higher powers in the normal co-ordinates are introduced in the
potential energy of the system, and. as a consequence the normal modes are
no longer independent but interact with each other. The standard pro-
cedure for obtaining the corrections to the energy levels due to the anhar-
monic terms is by the perturbation method applied to N = (31 — 6) varia-
bles and the results of the theory indicate that the energy levels get altered
by the introduction of additional quadratic terms in the vibrational quantum
numbers of the normal modes of the molecule. In the present paper, we
adopt a different method and follow a procedure well known in the treat-
ment of electronic motion in atoms and molecules, namely the method of
the self-consistent field proposed by Hartree. Each normal mode of the
molecule is assumed to be moving in the average potential field of vibration
of the remaining ones, and the eigenfunctions and energy levels of each of
the normal modes are calculated accordingly. Apart from the academic
interest of the fact that the Hartree method can be applied to the problems
of vibrational motion of the molecule, the procedure deserves attention
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since it enables one to regard a molecule as an assembly of anharmonic
-oscillators and calculate the anharmonicity constants in terms of the force
constants of the molecule, and also because it enables one to evaludte a
measure of the interaction exerted on each mode by the remaining ones.
" Thus it is shown in Section 2 that a normal mode of the anti-symmetric
. Species does not interact with the rest even in the first order of approximation.
-In Section 3, the question of degeneracy has been considered and eigen-

functions and energy values for the case in which one of the modes 1s doubly
degenerate have been evaluated. ' o

. 2 THe Enmoy Leves o

We start from the equilibrium configuration of the molecule, that is
the configuration in which the forces acting on each atom of the molecule
is zero. Referred to this state, the potential energy of the system will not
contain any terms linear in the displacements of the atoms. If further we

use normal co-ordinates, the potential and kinetic energies will not contain
any quadratic cross terms and we can write therefore
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........ In(N=3n—6 or 31— 5 as the case may ‘be) are
the normal co-ordinates of the system. We first consider the case in which

the system is non-degenerate. The constants Ay Agyueoi . Ayg in (2) are
then all different.

The wave function # (7,....4y) describing the state of the molecule is
given by the solution of the variational principle

ST =8[¢*HydV =0 _— 3
subject to the condition

Jg* 4dvV =1 Q)
where

H=(T+V) and dv_—.ﬁdm.v
=y
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We now try to approximate ¢ in terms of the  one normal co-ordinate *
wave functions ¥; (7;), each of which depending on one normal co-ordinate
only. We set

b = oy (1) s (7). Jox (1) )

where v, vy........ vy are integral numbers denoting the degree of excita-
tion of the different normal modes, each moving in the field of the rest. The
functions ¢, ;) are all assumed to be normalised, and the best possible
choice of these which approximate the physical system as closely as possible
are obtained as the solution of the variational principle (3). This leads to
the following set of differential equations which the ¥’s must satisfy.4

Hi — ) ¢y, =0 (6)
where

i = [ (T 4, *) H (I o) IT

Hy= [ (1 Yo, *) H(I o) 10 din ™

¢; i independent of the suffix / and denotes the energy of the whole molecule.

To evaluate the Hamiltonian of the i-th normal mode as well as to
determine its eigenfunction, we adopt the procedure of variation-iteration.
T'o a first approximation, we ignore the quartic terms in (2) and substitute
for all the wave functions ¥ (qr) (k5%i) in (7) the harmonic oscillator
eigenfunctions of these normal co-ordinates. The integrals that arise in
this process, like [¢*y, 11y dny have been tabulated in Wilson’s? book
and making use of these, we find that equation (6) reduces to

h? 2
{ 8a® i + (A — M) + Ay + A 7’

+ Aia‘”m3} oy, () = 0 (8)

where
AV = T (v + ) hvy;
1544

Ay® =1 E ! ammi gj:nm + %)’
m:éi

At =
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Ap =% ay; and

2
— 477' Vm.

m =4 | o

The upper suffix in the above indicates the order of approximation.

Further M = [(IT Pp*p) H (IT )1 dy; and by substitution of the
harmonic oscillator wave-functions in this we get

N
€ = 12 (vg + 1) hyy.
=1

Hence the cigenvalue. of the i-th mode (e (Y — AD), is equal to
(vi +%) hv;. The first order approximation therfore does not introduce

any corrections to the eigenvalues of the different normal modes from their
- harmonic oscillator values.

From (8) it follows that the Hamiltonian of the oscillator contains an
anharmonic cubic term whose coefficient is the same as the coefficient of
73* in the potential energy of the molecule and also a term linear in 7;. The
linear term arises out of the process of averaging terms of the type =;n?
and it gives a measure of tke action exerted by the other normal modes on
the i-th one. It further suggests that the vibrations of the remaining modes
tend to displace the equilibrium position of the i-th one from the place it
occupies in the equilibrium configuration of the molecule as a whole.

The coefficient of the linear term is much smaller than the coefficient
of the cubic one and their ratio is of the order of 1/y ~ 10-%5. But since
the region wherein the displacement of the oscillator has a finite probability
is of the order of y—%, both these terms are of the same order of smallness.

If the i-th mode belongs to an antisymmetric species of vibration of the
molecule, all the coefficients of the type amym; and a; should be equal to
zero. This is because the potential energy, including third and higher order
terms, should be invariant under all the symmetry operations of the mole-
cule and there will be at least one operation which will change the sign of
a normal co-ordinate falling under an antisymmetric species of the mole-
cule. Thus from (9) it follows that 10 a4 Jirst approximation a normal mode

belonging to the antisymmerric species of vibration of the molecule does not
interact with the rest and also it suffers no anharmonicity.

The first order eigenfunctions of (8) may be obtained by the perturba-
tion method. The normalised eigenfunctions are given by

P, = Ay O + a5 Oy _® L PAON AR + By Oifiy 12
+ ai+3(°)¢v,~x~s(°) (10)
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where
_ fi fi?
4=~ g T e
with
1 . ]
fi=g vi(vi— 1) (03— 2) &® +v; (3vse; + §3)*
+ (@i + 1) [B(vi+ 1) a5 + Bi]?
+ ;1;(”7: + 1) (05 + 2) 05 + 3) %32;
iy = gﬁli—g%;ﬁ [vi (03 — 1) (v; — 2)] a3;
G0 = gy 08 G+ B a1
iy = fiv; (8)/ 3)-_1, (vi + 1)*[3 ('U':. -+ 1) aq + Bil
iy = 5"571;1—(%23? [(vi + D (v; + 2) (vi+ 3] o
and

m%f '

The upper suffix in (10) denotes the order of approximation. The zeroth
order functions are chosen as the harmonic oscillator eigenfunctions.

To obtain the eigenvalues and eigenfunctions correct to the second order,
we substitute the first order eigenfunctions (10) in (7). We now take into
account of the quartic terms in the Hamiltonian also. After considerable
simplification, the wave function: of the ith mode can be written as

n2
{ fop2 b’? e + Au( i + A12(2)7112 + A&am’h + Az4‘2’m } ‘/’va

l
b

= Wiy, (12)
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where -

2 — yv 2 (v 4+ %) .
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In the above the accent indicates that the sum excludes the term. ! or m == i.
The quantities Ry, Ky, T; and Qg are given by
R;=3Qu1+ 1) ag + By;

_Kl = 30&12 { (v1 + %)* —i-g%} +"'f12azﬁ-z (v + 3+ B%;

Ty = 30a; {(vl + 3+ 60} + 6.1+ B); (15)

Q1=K+ do1(or — 1101 = 2) Goia + f or
— vl (vy + 1) ooy + Bz) (3vz + log 4+ BY)
+ 3w+ 1) (oy + 2) (v + B+ 1D+ Bile
W;2 gives the expression for the energy of the ith normal mode.

- The energy of the whole molecule is

6 = E (v3+ %) hvy + 2 ' (8y13) th ‘ 24;;glhva

T - Y Z HimRon (v1+3)
! laém

47m V:Ihvm .

ﬂllmm RERS
Z’ By ym O+ D @n+3) (16)
l< [ ) .
Remark
We shall define W™ by

m %iim ammi (Vm + ) Ry
W e i D Rt T

-+ f;"";‘}’ (Vm + %) (vi H} (17)

W™ denotes the average 1nteract10n energy of the ith and mth modes correct
to the second order of approximation. The energy of the whole molecule
is related to the energy of the 1nd1v1dual modes by means of the relation

«®=F Wit -1 3 ZW”“ - (18)
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3. DEGENERACY

We now consider the case of degeneracy of vibrations. For the sake
of preciseness, we consider the case in which one of the modes of vibrations
of the molecule is doubly degenerate and the remaining modes are all non-
degenerate. The more general cases can be discussed on exactly the same
lines. Let us denote the modes that are degenerate with one another by the
suffixes (N — 1) and N so that ¥N-1= vy. Our problem then is to evaluate
the energy values and eigenfunctions of the degenerate mode and to find a
measure of its splitting due to anharmonicity.

Let us fix our attention on a state j
of the molecule are excited by v,, v,,
The degeneracy of the overtone level

(Uni). It is well known that the e
may be written as

n which the different normal modes
...... Un-2 and vy quantas respectively.
of the doubly degenerate mode is then
igenfunctions for the degenerate mode

m = Nppers/2p ' Fpy (Vyxpn) etils®x (19

where Fyp, ' (/ygpy) is a polynomial of degree vy in py [= (g ? -+ ],
and Iy is an Integer which can assume the values vy,

UN-g> UN—yq....1 OT 0
depending on whether vy is odd or even.

Now the symmetry of an overt
falls under a species I' of the molecy
a linear sum of the irreducible r
molecule. Thus the wave-functio
operation, like a linear sum of
the molecule. Or, alternatively,
above (vy + 1) wave-functions i

one level of degree vy of a mode which
le is given by (I")*™ and this is in general,
epresentations of the point group of the
ns (19) will transform, under a symmetry
the different irreducible representations of
one can form linear combinations of the
n such a way that the resulting functions
ne of the irreducible representations of the

symmetry group of the molecule

Let us suppose that the struc

ture of the level under consideration is given
by Zn™I'™ where I'™ stands
'Y .~

for the yth species and n» is the number of

times this species ocours in the reduced representation of the level. Tt has

wave-functions which either belongjto different
to different matrix representations of the same
ergy levels and thus the maximum number of
- o evel can be split up by the anharmonic terms
is Znm,

species can have different en

Let us now subject the set of wave-functions

Lo ¢ (19) to an orthogonal trans-
formation and obtain a new set of functions .2 (s=1,2,....v5) such
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that each one of these fall exciusively under one of the irreducible representa-
tions of the symmetry group of the molecule. In symbols,

o Oy , _
¥ = ? 1Csm'yall’m (s=1,2,....004) ' (20)
where
('DN-!- ) ’
3 (Com9)2 = 1 e (21)
and
vN‘i‘l N Pt . .
2 Csm¥Cym¥* =0 (s 5")

In the above the upper suffix y denotes the irreducible representation
I'™ ynder which 5" falls, and a denotes the matrix representation of the
irreducible representation. All functions with different y and & may there-
fore be expected to have different energies.

The wave function for the ifh 'mod_e 1s now given by
(Hi — &) by, = 0 (22)
where
Hi = [ (I §*p,) H (IT 4y,) I iy, (22 )
. kR ki ki

In evaluating the above expression, we may notice that the potential
energy of the system does not contain the factors ny_; or gy individually, but
involves these only through the sum of their squares (i.e.) through

(xa® -+ ®) = pat.
Thus, we have |
AijN—1 = Ofin = 0
(Gj=12,... N — 2)_5 ON—1 N-1 N-1 = axny = 0;

BijkN—l:Bi_’ikN:----=BiNNN==O,,” |
(13.]3k=1,2,.N—-2) .
and

@ iN-1 Nw1 == OjNN s ﬁijN—I Nl = BijNNs etc.
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The first-order energy values and eigenfunctions may be obtained by substi-
tuting the harmonic oscillator wave functions for the non-degenerate modes
and the function 7% for the degenerate one. We get 0 =% (v; -+ dy/2) hy;
where the sum is over all modes with distinct frequencies and d; denotes
the degeneracy of.the ith. mode. The wave- cquatlon is given by the same

formule (8) and: (9) With thls dlﬁ“erence that the constants Az and A0
get modified in this by .

=g G %2) h VJ
and ’ | B
amml (vm, . %m) .
'Ym

A 1 — %. 2 (23)

The first order wave equatlon is therefore st111 g1ven by (10) with this change
that.B; should be defined here by

Bz 2’ Smmi ('Um + dm‘)
= 7

(24)

Ym

For the dégéﬁ;rat_ef mode, the wave équatioh. is givén_‘ by

h2 £ 22 @ o My | ‘___ LT
{“87:72 Py E-. bm«) Wi + PN}‘ﬁvu—jO ‘_,_(25)

where =
W = (oy+ D).

We see that in the ﬁrst order apprommatlon, anharmomc1ty does not affect
the degenerate mode at all e : '*

The Hamﬂtoman as well'as the elgenvalue for the degenerate mode
correct to the second order may be obtained by substituting the wave func-
tions given by (10) and (24) in the vananonal prmmple (6) One gets

(R o, N
{ 87r2 h'q N-1+37]N)” .

S

~ i °:~ - i sl

"\.

— ,WN‘” + Ayt PN 1 ANurﬁﬁc} N (26)
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where
Ax® = & B
At = ’\N 4 Z‘ ol R, - Z Bt (01 + %) .
Ayihvy an ’
N—z
W= ok Dt ) SO Dr,

+ D) gﬁ””;m Ox+D@n + D

__l_ ABNNNN {(vN + 1) _+_ _%_} ﬁN;:N

V1 ) ‘ :
X {§1 (Csm¥)%m?} 27)

Since the last term in the above may be expected to be different for functions
with different y and a (i.e.) for wave functions falling under different irredu-
cible representations or different matrix representations of the same irreducible
representation, each level of the degenerate mode will get split into not more:
than (Xn?Y) sublevels.

“The enérgy"’of‘ the whole molécule is .. -

W= Z o W*‘Z ) i
T aim (”z+“‘)
e
T 2: iy Rp

y;%vz 4ym Yihvm,
) mséN
N3 ﬁ ‘ '
T 161}1/1112 {('U + %)2 'l- %}
ﬁumm ) ( + dm)
4‘)’le vm
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+ R o+ 17+ 3y — By

UN 1
X {2 Com™®tlmt} (28)

Nielson has givéh explicit expressions for the vibrational energy levels of
the molecule. His formula for the energy of the molecule may be written as

G vy, vy,....)
= 2, (_'Ui + %i)hva + X Xxi
+ . k .
i >
X’f(vi + %’) (vk + %;—‘) + .?kgigik ;! k (29)

In the above, the cross coefficient gik of the azimuthal quantum numbers
I3 and I depends on the vibration-rotation interaction of the molecule which*
is a feature considered in Nielson’s work. This explains the absence of the
cross terms in the quantum number ‘I’ in the equation (28). Further, as
has been pointed out by Herzberg, the formula (29) gives in general a splitting
into fewer levels than what a group theoretical theory would indicate. This
is because the wavefunctions used in the evaluation of energy in (29) are the
functions (19) and not linear combinations of these falling under’ different
representations of the point group of the molecule. A comparison of (28)
with (29) however indicates that the difference is only slight and consists in

the replacement of gj; by a coefficient gu¥* depending on the symmetry of
the state of the sublevel. ' '

For a F;olecule with several degenerate modes of vibration, the sym-
metry of a ‘general wvibrationa] level is given by the formula

P=@»X@E» X o)

where the ‘X’ denotes the direct product multiplication of groups and
V1, Vy. . .. 5 are the degrees of excitation of the modes 1, 2,. .. . frespectively.
T is a linear sum of the different irreducible representations of the molecule,
and thus by forming linear sums of products of the wavefunctions of the
type (19) which fall exclusively under one of the matrix representation of an
irreducible representation of the symmetry group:.of the molecule, one can
evaluate the energy levels of the molecule. If one adopts the standard
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perturbation method involving N variables, the expected energy levels may
be written in the form

G (D, v,. ... vy)
= D (i )t 5z e
2. i k2>i
4 F A -
- X ('Ui -+ QJ) (?Jk + -2@) + ZZ_'ké’igik“’“ Ii I (31)

In the above, all coefficients x;;¥® pertaining to non-degenerate modes will
be independent of y and aq, but the coefficients x;;7% pertaining to degenerate
modes and the-coefficients g;¥® will, in general, be different for levels of
different symmetries.

The author’s. thanks are due to Professor Sir C. V. Raman for his kind
interest in this work. : .
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SUMMARY

. The presence of anharmonicity entails the interactions of the normal
modes of vibrations, which are independent in the harmonic oscillator
approximation. The method of Hartree has been applied to study the mutual
interaction of the normal modes, each assumed to be moving in the average
potential field of the rest, and to evaluate their wave functions and eigen-
values. It is shown that, to a first order of approximation, normal vibra-
tions belonging to the antisymmetric species do not interact with the rest
and suffer no anharmonicity at all. The wave functions and eigenvalues
of the different normal modes have been evaluated correct to the second
order. The question of degeneracy has been considered and expressions
have been given for the energy values of the different sublevels into which
an overtone level of a degenerate system may be expected to split up
according to group-theoretical considerations. :
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