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Operator perturbation theory and the symmetry properties of the axially symmetric XYZ; (Cs,) type molecules are used for
the determination of the spectroscopic parameters in the form of functions of structural parameters and parameters of the
intramolecular potential function. Several relations between sets of spectroscopic parameters of these molecules are obtained.
The ‘expanded local mode’ model and the general isotopic substitution theory are used to estimate the relations between
spectroscopic parameters of CH; D and CHD3, on one hand, and with the 7,; symmetric isotopic species, CHy, on the other
hand. Test calculations with the isotopic relations show that even without including prior information about the CH;D and
CHD; species, numerical results of calculations are in a good agreement both with experimental data and with results of ab

initio calculations.
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1. Introduction

For many years high-resolution rotational—vibrational (ro-
vibrational) spectroscopy has been and still continues to
be the source of the most precise and accurate information
about the structure and dynamics of molecules [1]. Informa-
tion that may be extracted from highly accurate experiments
in the microwave, infrared, and visible regions can then be
used in numerous ways to solve problems of pure and ap-
plied science in the areas of physical chemistry, astrophysics
and planetology, in the study of the Earth’s atmosphere, and
in dealing with environmental problems. Extracting phys-
ical information from high-resolution spectra is based on
the treatment of two closely connected problems: the mathe-
matical modelling of intramolecular interactions, first of all
in terms of the intramolecular potential energy hypersurface
(PES), and second, the methods of assignments of spectral
lines in experimentally recorded spectra. The assignment
of spectral lines often is a very complicated problem, espe-
cially for highly excited vibrational states with the presence
of numerous interactions.

As an illustration we may mention the methane
molecule and its different deuterated isotopomers. The
spectra of methane have been the subject of spectroscopic
study for about 150 years with an early mentioning of the
methane spectrum in 1862 [2]. High-resolution spectra of
methane and its isotopomers have also been analysed over
a period of more than 70 years, the recent publications

[3-8] being a guide to the extensive literature. It should be
mentioned here that, in spite of an extensive effort under-
taken during this time, only the region below 6000 cm™!
has been analysed in detail so far. Until recently, only some
restricted small wavenumber regions above 6000 cm™!
have been analysed with high resolution in [5,9,10] for the
CH4 molecule, and the CH-infrared-chromophore bands
of the CHD3; and CH3D isotopomers were partially anal-
ysed in [11-18], particularly also in view of the strong
CH stretching—bending Fermi resonance in CHD; [19].
More recently some systematic investigations of the high-
resolution spectra in the region above 6000 cm™! of both
methane, CHy, and its three deuterated isotopomers have
begun [4,6,20-28] (see also earlier papers [29,30]). The
most important difficulty in the study of methane spectra in
the shorter wavelength region resides in the assignment of
the numerous observable transitions and the further theoret-
ical analysis of the very complicated ro-vibrational struc-
ture of all of the methane isotopomers. In order to solve
this problem, one needs a prediction of line positions in the
short-wavelength region on the basis of spectroscopic pa-
rameters: rotational parameters, vibrational frequencies and
anharmonic coefficients, and different kinds of Coriolis-
and Fermi-type interaction coefficients.

It would be very helpful in such analyses to be able to
derive spectroscopic parameters for different isotopomers
of a molecule (say, CH3;D and CHD3), if the parameters of
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one isotopomer are known (say, CHy or of either CH3D or
CHD:3). This is in principle possible in the framework of the
adiabatic or Born—Oppenheimer approximation. The usual
approach consists of deriving a potential hypersurface for
the molecule on the basis of spectroscopic parameters of
one isotopomer. This implies solving the ‘inverse spectro-
scopic problem’ which is possible, even if some additional
constraints or approximations are necessary. One such con-
straint might be a predicted analytical structure of the po-
tential hypersurface with a sufficiently small number of pa-
rameters [31,32]. These are derived from the spectroscopy
of the main species (say, CHy), and then with the aid of
that potential hypersurface, the spectra of other species
(say, CH3D) can be calculated, best by variational meth-
ods. However, such a procedure is very difficult and costly
as well and at present hardly feasible for five-atom species
such as methane. Therefore, an alternative approach would
be to derive directly spectroscopic or effective Hamilto-
nian parameters of an isotopomer, given the spectroscopic
parameters of another isotopomer. This can be achieved
by ‘isotopic substitution theory’. The basic hypotheses and
assumptions of this approach are as follows:

(1) An intramolecular potential hupersurface being
written in terms of the ‘natural’, Ar;/Aa;, or sym-
metrised, S, vibrational coordinates has exactly the
same form for every isotopomer of a molecule in
the framework of the Born—Oppenheimer approxi-
mation.

(2) To express the spectroscopic parameters of a
molecule in analytical form as functions of force
field parameters, it is necessary, first of all, to
make a transformation from vibrational coordinates
Ari/Aay, or S, to normal-mode coordinates, Q)
(in other words, to make a transformation from the
Fj _j, or fi.. ., parameters to a set of k). In this
case, both the normal-mode coordinates and sets
of parameters k., will be different for different
isotopomers. The problem is how to connect the pa-
rameters k, , of different isotopomers with each
other.

(3) This problem was solved in [33,34] where it was
shown that a solution strongly depends on the
relations between so-called transformation coeffi-
cients, lyy, (the index N enumerates the nuclei of a
molecule, @ = x, y, z, and the index A enumerates
the vibrational modes), of the pairs of isotopomers
considered.

In the recent publications [35,36], we proposed the use of
the ‘expanded local mode’ approach [37-39] and isotopic
substitution theory (see, e.g. [34]) for the determination of
isotopic relations that allow one to predict with satisfactory
accuracy values of different spectroscopic parameters of
CH;D; on the basis of information about values of spec-

troscopic parameters of CHy only. In the present work, we
present analogous isotopic substitution results for the Cs,-
symmetric deuterated methane species, CH3D and CHD;.
In this case, because of the Cj, symmetry of CH3;D and
CHD3, we use for analysis theorems and statements of the
theory of irreducible tensorial sets [40—42] (see also [43]).

The present paper is organised as follows. Section 2
presents briefly the necessary information about sym-
metrised wavefunctions and operators which is essential
for further analysis. The effective rotational operator ma-
trix that can be used for the analysis of different polyads of
interacting vibrational states in the XYZj3 (C3,) molecules
is derived in Section 3. Section 4 presents general formulae
of operator perturbation theory which are used in Section 5.
In Section 5, we present general formulae that allow one
to calculate the most important spectroscopic parameters
of the effective rotational Hamiltonian in the form of an-
alytical functions of the structural parameters and param-
eters of the intramolecular potential energy surface of the
XYZ5 molecule. It should be mentioned that the equations
derived here give us the possibility to determine numer-
ous relations between different spectroscopic parameters
of the XYZ; molecule. Sections 6 and 7 present the ‘ex-
panded local mode’ information about the CH4 molecule
and some extraction from the isotopic substitution theory,
respectively, which are then used in Section 8 for the de-
termination of isotopic relations in the substitutions CH3D
«CHy4 and CHD3 «—CHy. Figure 1 shows the structure of
CHy4, CH3D, and CHD3, and the axis definitions used in the
present work.

2. Symmetrised operators and wavefunctions of the
XYZ; (C3,) molecule using irreducible tensorial
sets

The XYZ3 (C3,) molecule is a symmetric top, and its nine
vibrational modes have the symmetries 4; or E. In this
case, we have three non-degenerate modes ¢; (j = 1, 2, 3)
€ A, and three doubly degenerate modes g;, and ¢, (A =
4,5, 6) € E. The presence of degenerate modes in a sym-
metric top molecule leads to a complicated picture of their
ro-vibrational spectra, especially in excited overtone and
combination bands. Therefore, the most suitable approach
to study such molecules uses their symmetry properties on
the basis of theorems and results of the theory of irreducible
tensorial sets.

2.1. Rotational irreducible operators

(1) Irreducible rotational operators of the SO(3) group. In
accordance with general statements of the theory of irre-
ducible tensorial sets (see [40—42,44]), the basic first-rank
irreducible rotational operators R,SZ (K) (m=0,%1,...,£K)
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Figure 1. Equilibrium structures of the CH, (I1I), CH;D (I), and CHD; (III) molecules and axis definitions used in the present work. The
symbols x, y, and z refer to the axis definitions for the 7,; (II) and Cs, (I and III) symmetry groups used in the classification of the states.
The symbols in parentheses refer to the Cartesian axis definitions of the prolate and oblate symmetric top molecules. The figures are to

scale.

can be chosen to be of the following form:

1
1 .
R = —72(4. —il)=—J,.
1
RO — E(JX +ily) =1,
R =J. = Jp. (1)

In the operators R,iz(K), the following notations are used:
Q2 is the total degree of rotational operators J,, « = x, y, z
(for example, for @ = 1, R') ~ J,; for @ = 2, R*) ~
JoJp; etc.); the indices K and m indicate the irreducible
representation DX of the SO(3) symmetry group and its
mth line. Irreducible rotational operators R,% D can be
constructed from the corresponding irreducible rotational
operators anz(K) (m=0,%£1,...,£K)and Rll(l) (I=0,%£1)
of lower degree and rank in accordance with the general
rule [44],

Q+I(K+1 1 pQAK) pl(1)
i e = Z Cff}iﬂlerZ—z)Rl( ’ )
I=—1,0.1

where the C§ J,%l_'% ; are Clebsch—Gordan coefficients [42].

Irreducible rotational operators Ry®) with K < Q (in this
case, the parity of 2 and K must be the same; as was shown
in [44], operators R with different parities of the values
of Q and K are reduced to operators Rf,,z(K) = R,EE_I(K),
where the parities of the numbers Q2 and K are the same)

are constructed as

RVS’E(K) — er(K)(Rz(O))(Q_K)/Z, (3)

where
RO - L J2+1(J J_+J Jy)
- \/g 0 2 +J—- —J4+
1
= —ﬁ(Jf+Jf+JZ2). (4)

(2) Irreducible rotational operators of the Cs,, group. Differ-

: Q(K,nl") . s
ent rotational operators, R, , which are symmetries in
accordance with the irreducible representations, I', of the
C;, symmetry group, can be easily constructed from the
operators R,SZ(K) by using the following general relations
[44,45]:

nl'oc "'m

RS(K,YLF) — Z(K)Gm RQ(K). (5)
m

The so-called reduction matrix elements, )G, which
are presented in Equation (5), are determined by the point
group considered. In particular, for the C3, group, these ele-
ments, taken from [44], are presented in the Appendix A. If
one takes into account Equations (1)—(5) and the data from
the Appendix, then one can easily construct all possible ir-
reducible rotational operators of the C;, symmetry group.
For illustration, the first of them (for both the SO(3) and
the C;, symmetry groups) are presented in Appendix B.
The qualitative level structure and the nomenclature of
the rotational states are summarised in Figure 2 (see also
Appendix A).
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Figure 2. Nomenclature of states of different species for a given value of quantum number J: (a) J is divisible by 3; (b) J — 1 is divisible
by 3; (¢) J + 1 is divisible by 3. It should be noted that the indices »I" determine uniquely the index K and vice versa; for n4 the indices

are K=3nat0 <n < {%};fornEtheindicesareK:3n + lat0<n< [%;”],orl(:%n— “3;”)— latn > 1+ {@].The
symbol {B} denotes the integer part of the number B.
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2.2. Symmetrised vibrational operators

Because both the coordinates, g;, and conjugate momentum
operators, p; = —ihd/dq; (j = 1, 2, 3), are non-degenerate
and thus belong to the totally symmetric irreducible rep-
resentation A, we discuss here only doubly degenerate vi-
brations ¢, (A =4, 5, 6 and s = 1, 2) and their conjugate
momenta p;, . In this case, taking into account the proper-
ties of these operators (see, e.g. [44,46]), it is possible to
construct pairs of coordinates, g, g, = qx, = %(q; +4q;)
and gy g, = —q, = %(q; —q,) (A = 4,5, 6), that are
transformed in accordance with the first and second lines
of the irreducible representation £ of the Cs, group, re-
spectively. Similarly, pairs of momentum operators, p;, g, =
P = 3(p; + pH)and py g, = —ps, = 5(pf — p;), also
belong to the irreducible representation £. Here the oper-
ators ¢, /p;” and ¢, /p; are the creation and annihilation
operators that increase, or decrease, the value of the quan-
tum number / in the vibrational functions, where the |v /) are
eigenfunctions of a doubly degenerate harmonic oscillator:

+/+2 1/2
<v+1li1|qi|vz>=¢(”T) . (6

N2
(v—1111|qi|uz>=i(vj) : (7)

and

+1+2\"?
(v+lli1|pi|vl)=¢iﬁ<%> . (®

I\ 12
(v—llil|pi|vl):$ih(%) 9

The symmetry properties of the elementary (first-degree)
vibrational operators allow one to construct the sym-
metrised second degree, third degree, etc., of vibrational
operators. For the construction of such operators, one can
use the general relation from Refs. [40,41,44]:

g N

(A" @B =VIr1) (y ! Ff) A Bl (10)

Here [y] is the dimension of the irreducible representation
y (for the Cs, group, [41] = [42] = 1, and [E] = 2). The

y I I’
o s s

values ( ) are the so-called 3I" symbols of a point

symmetry group (see, for more details, Refs. [40,44]) which
satisfy the conditions

y L 1y _ (O T y\_ (L'
o s §s)  \s s o) \¢
_(_ 14
o

= (=1t ()’ I F)

o N N
(T T
—cymr (T ay

Here the indices s, s', and o denote lines of the correspond-
ing irreducible representations (the indication of lines is
omitted for the one-dimensional irreducible representations
A; and 45); (=) = (= 1)f = — (—=1)** = I; the symbol
® denotes the tensorial product. In this case, for the Cj,
group, the non-zero 3I" symbols are

(A1 A A =(A A A))=1, (12
A E E\_ (A E E\_ (A E E
1 1)~ 2 2)°7 1 2
A, E E 1
(£ o
E E E E E E 1
(1 2 2>=_<1 1 1)25' (14)

This allows one to construct any vibrational operator be-
longing to one of the irreducible representations of the Cs,
symmetry group.

2.3. Vibration—rotation Hamiltonian
in a symmetrised form

The information from the previous subsections allows us
to derive the vibration—rotation Hamiltonian of a molecule
in a form that will be adapted to the symmetry proper-
ties of a molecule. Before presenting the Hamiltonian in
this form, we point out that in agreement with general ro-
vibrational theory (see, e.g. Refs. [46—48]), the Hamilto-
nian of a molecule can be presented in the following form,
Equations (15)—(22), being valid for nonlinear polyatomic
molecules without large amplitude motions:

vil 1
H b—rot/hc = E ;wb (pﬁ +qg)
1
+5 2 Hap(e = Ga)lJp = Gp)
ap

+ ZkubcCIaQbQC‘l_ Zkttbchaqch'qd+ Tt

abc abced
(15)

The operators G, and fqpg in Equation (15) have the fol-
lowing form:

. o, 1/2 o, 12
Ga= Y 5 <w—a> Qapb_<w_b grpa| (16)

a,b>a
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and
1 1 e a ab
Shap =5 | Hip + D Hapda + D 1wepats + -
a ab
B¢ B¢
__ pe "B\ ~ap
= By —V2Y ( g ) 0"
3 BSBEBS\
+32 <1—y> @@ qugs+--+. (17)
2 172 )% %
2 yab \@a @y
where
g-:b = ZzeaﬂleﬂalNyb (18)

N By

(eapy being a completely antisymmetric tensor, €y, =

6yzx == 6zxy = eyxz = _Exzy = —€zhx = 1 and zero other-
wise):
drre\ V2
g =a’ (—h ) : (19)
and

ag® =2 " (8py — Bupbay) Y my Tiiglvys.  (20)
By N

ay’ = =23 my lyariy. @ # B, (21)
N

-1
h

e h . .
B, = drele, ~ drne {;m"’ [(rNﬂz) + (rNyz)]

(22)

In Equation (22) the indices «, 8, and y are all different. The
transformation coefficients, /gy, in Equations (18), (20),
and (21) are defined in vibration—rotation theory (see, e.g.
Refs. [46—48]) as coefficients which connect the Cartesian
coordinates of a nucleus in a molecule with mass-dependent
normal vibrational coordinates, Oy, as

—-1/2
VN/g = }’16\//3 —i—ZmN/ lNﬁbe.
b

In this case, the values 7, are equilibrium Cartesian coor-
dinates of a nucleus. One can show that the Hamiltonian,
Equation (15), being transformed to the symmetrised form
in agreement with the discussion above, will have the fol-
lowing form:

M

. T,
HY ™ (he) =~ ] XH:wa {(Pa ® P)™ +(ga ® q)"'}

! s
+5 2 2 @@L =G") @ (JT=GT )"} Vi
nm yy'y

(23)

The anharmonic part of the intramolecular potential en-
ergy surface, V,np, for the XYZ; molecule is presented in
Appendix C.

2.4. Symmetrised vibrational functions

Following the principles of the theory of irreducible ten-
sorial sets, a general vibrational wavefunction, vy o), for
the ZXY3(C3,) molecule can be constructed as

[vyeo) = |v1 vz v3){[|vs s ya4)
®lvs Is y5)]" & |vs Is ve) )Y - (24)

Here |v; v, v3) represents a wavefunction of the non-
degenerate vibrational modes g1, ¢», and g3. Wavefunctions
that depend on the doubly degenerate vibrational modes
G40, 450, OF oo (0 = 1, 2) are the tensorial products of
symmetrised elementary vibrational functions of the sepa-
rate degenerate modes, |v4 l4y4), |vs I5y5), of |vg [y 6) (the
elementary symmetrised vibrational functions, |v; [, y1),
A =4,5, 6, are presented in Appendix D). Using the gen-
eral formula, Equation (10), it is possible to show that the
symmetrised functions, Equation (24), can be presented in
the form of one of the following four combinations:

—i¢)
v, I+) = [vr v2 v3)([vala) vl lvuly)
=3 VY _lk>|vu _l,uHUu —1)), (25)
(—i%)
v, II1) = 7 [v1 v2 v3)(|vx — L)Vl vly)
* v v, = Loy — 1)), (26)
(—=i%)
[v, Olt) = 7@1 vy v3)(loali) v, — L) voly)
=+ |vi = D) lvel ) vy — 1)), (27)
(=i")
v, IVy) = 7 [vi v2 v3)(luada) vl ) vy — 1)
=g (VY _l)»>|vu _lu>|vvlv>)- (28)

Here the phases can be equal to 44, or £1; pairs of functions
(... = ...) where the signs + inside the parentheses are
related to the functions as transforming in accordance with
the E irreducible representation of the Cs, group, or belong
to the 4,/A4; irreducible representations, the relations being
not simply one to one.

3. Effective rotational Hamiltonian matrix:
symmetry properties

Following general vibration—rotation theory [44,46,47], the
Hamiltonian of a molecule can be reduced to a set of so-
called effective Hamiltonians, or, more generally, to a set
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of effective operator matrices of the form

HVib*rot — Z |Cl><b|Ha'b. (29)
a,b

Here |a) and (b| are the vibrational basis functions; the oper-
ators H% " depend on rotational operators, .J,,, only, and the
summation is carried out over all degenerate and interacting
vibrational states. In our case, because an XYZ3; molecule
has C3, symmetry, both the rotational operators, H* b and
the vibrational functions, |a) and (5|, in Equation (29) have
to possess properties of irreducible tensorial sets belong-
ing to the C3, group. Thus, they have to be wavefunctions
and operators as discussed in the previous section, and the
effective operator, Equation (29), has to be rewritten in the
form that takes into account the symmetry properties of
rotational operators and vibrational functions:

HVib—rOl — Z Z[(h} l y> ® (U/l/ y/|)n[‘ ® Hgll;yv’l/y’]A]?
vly '’y nl’

(30)

where, in agreement with the presence of three different ir-
reducible representations of the Cs, group, the indices y, y’,
and I" can take the values 4,4,, or E. In this case, different
combinations of the indices y, y’, and " in Equation (30)

lead to different forms of rotational operators H;’,E,,v,,,y,.

3.1. Diagonal blocks of A; and/or A, symmetry

General symmetry properties of the ZXY3 (C3,) molecule
allow one to obtain operators of diagonal blocks of 4; or
A, symmetry in the following form:

Hya,va, = [0VA) (A {EYM + A" (J7 + J7)
+ B2 — DYt — DY JRIE — DY I
FHM I Y Tt =Y IR
+HY IS+ LI+

1 1
+H:(EEUAA_{_EG;A‘AJZ_‘_E[U{AAJZZ_i___.> ,

(Jj_—JE)] +[(€"J, + € I, 02
+

teg I ), (R )]

+h’“A‘A(Jf+J<’)+~~-}. 31)

Here B4, ', D' DY, DYV H)M HI%, HYY,
H ,?A‘, Ll}A", . ... are the rotational and centrifugal distortion
parameters. The operators (J}r + J3) connect the rotational
states |Jk) and [JK') (—J < k, ¥ < J) with different val-

ues of the quantum numbers k, namely Ak =k — k' = &+

3 (the corresponding operators J,, J_, and Jy are given
in Equation (1)). They account, in particular, for the a;/a,
splittings of K = 3 (K = |k|) levels. The parameters € ;“ / E'JA*,
62* / e}?‘ , . . .describe the J and K dependencies of the main
€4 /e'A* parameter. The expression [. .., ...], denotes an
anticommutator.

3.2. Diagonal blocks of E symmetry

For doubly degenerate vibrational states, the H'Z-*£ opera-
tor is

1 2 3
HUEJ)E = HIEE),UE + HISE),UE + HIEE),‘UE’ (32)

where

HY = (WE)(WE)| + [VE>) (vE2 )| EVF
+AY (J2 4+ J7) + BEJ? = Dy I
—DYeJ?Jr — DI+ HYE IO+ HIETY 2
+ HYE T+ HYEIS+LVE B

1 1
(.

J: - JE)] + [(eVF T + €}E T J?
JF

+eptl+ ), (1 + Ji)]+}, (33)
H e = (WE)WE| = WEWED| 0" e + 13 1.2
L LI+ T+ i T2
TR VA A
Fniird] +o ), (34)

HS) 5= (WE)WEs| — WE)WED|[iAE, (J.— J0)],
+[BE (e + 0], +[CF (24 1)),
H[iD, (72 = )], + [P ()],
+[iGYE, (7 = I} + (WE) (vE,|
+E) wEID{[A, (Jp + J)],
+[iB"E, (J- = Jy)], +[icE, (17 - I2)],
F[DE (4 )] [ (7 ),
H[6 ()], 63)

1 1 1
AVE = o'+ za;ﬂ +akJ? + 5oz;,J“ +abeJ?J?

tag i+ al, I

+"'+a3KKJ2‘Iz4+""
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B = B°J+ By %+ BRI + By, I,
+ BT+
CVE 1yv+1y”z+y”z+1yv 74
2 2 J KYz 2 JJ
7 At SRR S F P Al S
D"E = 8YJ, + 850,07 + 8%} +8Y,J,0°
+ 8 JPI
P S S
2 2 JYz KYz 2 JJ
F Y ST+
G'E = 0", + 0V, J*+ 0302 +06Y,J.J°
+ OV TP+ (36)

In Equation (33), the EVE, AVE, ... €'V parameters have
the same meaning as the corresponding ones in Equation
(31) with one exception: although the operators (J3 + J2)
connect the rotational states |Jk) and |JK') with Ak = k —
kK = £ 3, they do not split a;/a, levels. The operator
HfE)’U p describes the k—/ splittings. Different operators,
(JE£JI),in HSE)W ¢ connect the rotational states |Jk) and
|JK'y where Ak = k — k' = £ n. Here, the operators with
n = 2m provide the a;/a, splittings of energy levels with
K=m.

3.3. Coriolis interaction blocks of the A;-E,
or A,-E, type

Coriolis interaction operators which connect vibrational
states of the 4;/4, symmetry, on one hand, and of the F
symmetry, on the other hand, have the following form:

Honwe = WA E{[IA™ Y, (04 — JO)],
+[BAE (T + T, + [CE (12 4+ 7)),
+ [l-DvAl,v’E’ (JE _ J}r)]+ + [FvAl,v’E, (Ji + Jf)]+
H[iGMAE (1 = T, )+ AN Byl {[AYAE,

(Jy + J))s + [iBYVE (I = J)], + [iC™VE,
(Jer _ JE)]Jr + [D‘UAl,U/E, (Ji + JE)L + [iFuAl,v’E7
(7 =IH], +[6 M (g 0] (37)

and

Hypy e = —[vA) (VB [{[i AV E (J. — T4
+[BVE (Jy 4+ T, +[CE (F 4+ T2)],
+[iDvVE (2 = 2)], + [FE, (0 4+ 0],
+[iGU 4 E (14— ID)], } + A (v Ey|{[AMVE,
J+ + J,)]_F + [iBUAz’U'E’ J_ — J+)]+ F[iCvAVE,

(]er _ JE)]+ + [DvAzqv/E’ (Ji —+ JE)]+
[ FE (=T, + [6ME (0 + )],
(38)

. i .
The operators AVAVE BVAVE  etc., can be derived

from Equation (36) by replacement of parameters ¥, B,
...with graiv'e, graive | Cete (i =1, 2).

3.4. Coriolis interaction blocks of the A;—A; type

The operator of the A,—4, Coriolis type interactions has the
following form:

Hyaway = AN Ag|{(n" 0V 22 0, 4 v 2 g 2

VA,V Ay 13 VAV Ay 4 VAV Ay 13 52

+ng S+ S+ )k JJ
VA,V Ay 45 VA,V Ay 6 vA,V Ay 43 74

+Nkk Sy I gy I

g L I ) 39)
3.5. Fermi interactions of the A;—-A;, A,—A>3,
or E-E type
In agreement with the general symmetry properties, oper-
ators of the Fermi-type interactions have exactly the same
form, as the diagonal operators, Equations (31)— (36), from
Sections 3.1 and 3.2. Of course, all the spectroscopic param-

eters, such as E*, 4%, ..., n"E, ..., a,. .., etc. should be

replaced by the corresponding interaction parameters, such
) , ;

as Forvy o pgvBVE oV, ete:

Hys,wa, = [0AR) (0 Ay {F40
+ FXA)L,U’A;L (sz + J‘%) + FgAl,v’ijzz _ Flv)qu;dv/Ak‘IA‘
_ngjz,v/A;QJZJZZ _ FL%*K”"“/A’“ ]Z4 + Flr;jn,vmje
i I T
FFRN S 4 g L (R,
—i—Fe”;A*’”/AJ* J.J? + F;ZA*’“’AA Pt (3 + )],
FESATA (IS 4 0 4, (40)

where A = 1 or 2 and
1 2 3
Hypve = HlEE),v’E + HliE),v’E + HIEE),U’E’ (41)

where

H' p = (WEN W E | + [VE>) (v Eo|){ FUEVE  FyEVE
(24T + FEVE— FpE gt — Ry a2

Z
L TR AR AR A
+FeR EPT 4+ FORRE IS 4+ (R

+ FE}UE.U’EJZJZ + Fé}(vE,v’EJ; 4. .)’ (Jj- + -]E)]-}- . _}’
(42)
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HS p = (WE)WEs| — WE) (v E ){nEVE ),
+n3E,v’EJZJ2 + n?(E,v'EJS + nz?v’EJZJ4

S R i I
vl Al A e A
+’7UKE1$%EJZ7+"'}, (43)
and
Y e = (WE) (0 sl — [0E W Ei{[i A5,

(Jo = Il + [BEVE, (Jp + Tl + [CVFVF,
L+ D)+ EDYEE (J2 = IDL + [FEF,
L+ IH] +[GYEE, (I = TD1)
+(VED) (v Es| + [E2) (0 E DA E, (T4 + Ty
HEBYEVE (J = I +CEVE (12 = )]y
+HIDEVE (I I A GFETE (= T
HIGYEVE (I + TH14, (44)
vEVE 1 v’ 1 v g2 v’ g2 1 v’ 74
A =« +§a1 J tag J; Ea“]
Fa ST o T al T+
Fafi
BYEUE = B+ B IS+ BT+ By T
+ By TP A
I N B / 1,
CvE,vE — Eyvv 4 57/Juv J2+V1]év JZZ+ EVJWJ) J4
PSR TR IRy TR
DUEVE = 6" T+ 8 LI+ 8y T2 4 84 T ¢
F OV TR
vEWVE 1 v’ 1 v’ 72 v’ 72 1 v’ 74
F =¥ +§KJ J: + kg JZ+§K”J
S Ll TR
GVEVE =9 I, + 0V I I + 0y TP+ 0 T
+O TR 4 (45)

4. Effective rotational Hamiltonian matrix:
perturbation theory

In this section, we present general formulae of the so-called
projection modification of operator perturbation theory (see
also [49]) that can be used then for the calculation of differ-
ent spectroscopic parameters of the effective Hamiltonian,
Equations (29)—(45). In that modification, the effective op-
erator matrix has the form of Equation (29) (or Equation
(30)), and the rotational operators H"/ on the right-hand
side of Equation (29) can be obtained in accordance with

the general equation

. R .
HY = B8y + 1))+ 5 3 IRk KAL)
k¢

{ L + ) (ilhlk) (kIR )
x 0 0 0 0 ! J
Ef —E;  Ej-E; kg9

1 1
X +
{<E? “EDE - ED) | (B - EDE - ED)

L Gllm) miAlk) (klL)
2 & (B — ED(E, — E))
1 (i|hlk) (k|h|m)(m|h|j) 4

- o 0h. 46
2 & (EY- E)EY, — E) (). @6

Here E! and |i) are eigenvalues and eigenfunctions of the
Hamiltonian Hy:

Holi) = E?Ji); (47)

H, is the zero-order part (operator of a sum of harmonic
oscillators) of the vibration-rotation Hamiltonian, Equation
(15) (or Equation (23)),

HY"™ = Hy + h. (48)

Q2;; is the space of states, /) and |j), which are degenerate
or interact with each other.

Using the symmetry adapted operators and wavefunc-
tions of Section 2 in the general equation (46) is complicated
even to second order, not to speak about third and higher
orders of operator perturbation theory. Therefore, for our
calculations, we used special codes realised on the basis
of the computer languages MAPLE and MATHEMATICA.
The results of our calculations for some of the most im-
portant spectroscopic parameters of XYZ3 molecules are
presented in the next section.

5. Some spectroscopic parameters of the XYZ; (Cs,)
molecule as functions of structural and PES
parameters

In this section, we use all the above information for de-
riving general equations which determine the most im-
portant spectroscopic parameters of the A"’ Hamiltonian
of the XYZ; (C3,) molecule as functions of its struc-
tural parameters (rky, 1y, &%y, and af y, ) and param-
eters k, of the intramolecular potential energy surface (see
Appendix C).
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5.1. Anharmonic coefficients, x,p /xmu

It is well known (see, e.g. Refs. [46,47]) that the vibrational
energy (E'A*, or EVF, in Equations (31) and (33)) of a
symmetric top molecule can be represented by the following

equation:
Z Wq (va ) Z Xab (va )
a<b

x (v,,+ ) > bl + (49)

A<p

where d = 1 for non-degenerate vibrations (denoted by the
indices i, j, [, m) and d = 2 for doubly degenerate vibrations
A, pw,v),a=ij,Lm, ..., A U, ..

With the representation of the anharmonic potential
as a Taylor expansion up to quartic terms, as given in
Appendix C, the use of the operator perturbation theory
from Section 4 with the operator, Equation (23) (see also
Equations (C.1)—(C.3)), and symmetrised wave functions,
Equations (24)—(28) (taking into account also the phase
coefficients of functions from Appendix D), allows one to
obtain the following relations for anharmonic coefficients:

3 1562, 1 ki
= _k‘ii‘ e 11 A ll] ”]
Xii 2 iiii 4 w; 2 Z Z 8(&)1 + 20)1

A @
k2
Z — (50)
P 8(w; — 2w;)
3kijikij;  3kjjikiij kiitk;ji
xij = kigjj — ji_ OKjjikiij Z Kiitkjjt

w; w; oy (0]

k2. k2
_ ijj + iy
!2((1), +2(,()J) Z(Q)J +2(,()l)}

2 2
+ kijj + klll
2(w; — 2wj) 2((1)] —2w;)

-y ot
foryf a),+a)]+w1 w; +w; —w

- : + : }, S

w—w; - -0+

2
3kiiiki. kiijkj. k2
Xip, = kijpp — ——— — E o

w; por j 2(w; + 2w,)

2
N W
2w —2wy) s 8 |w +wy+aw,

1 1 1

w; +w, —wy, w; — W, + wy w; —w; —wy

+——i———;—-B§(¢£Q)2, (52)

3 k> 15k> k2,
ke = ST S DR N Do
x = Sk = 2 20, 4w, 2 20,
i HUFEA

2
kkku.

_ Z ki . Z
- 8(w; + 2w;) o 8(wy + 2w,)

k'zu kiw
_ i - , (53
lZ 8(w; — 2w;) uZ# 8(wy — 2w,) (53)

1 ki ki
) @) ki
X = Ky 5K — > o

i

i

R, 2,
2wy +2w;) 2w, — 2w,)

_ kiw kiw
2(w;. —I— 2w,) 2w, —2w,)

,;\ 1 1
e .
w; + W + wy w; + W, —wy

1 1
w; —w, + oy w; — W, — Wy

I P e
o 8 lantoito, o top—o

1 1
W), — Wy, + wy W), — Wy — Wy

2 2
wk—i_wﬂ- eleX 2 B 2
+3ETPMWQ+§@M), (54)
21 k2 k2,
H =__k S T
Xl s, T+ 1w, +M# 20,

+ Z ki2M _ Z k/%w
- 8((1), =+ 26())\) s 8(6()“ + 20))\)

k2
l)L)L A
+ Z 8(w; — 2w;) Z)L 8(wy — 2wy)

+ BI(EE )% (55)

and

2
P 1) L S —
M - 16 loi+w+ow, o +o,—o,

1 1
) . }
w; —w, + oy, W — W) — Wy

N Ko [ 2 1 1
w, w,+2w, o, 2w,

K 2 1 1
+ )y —
2 lon oy +20, w—2w,
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s A_u{ 1 _ 1
vl 8 |lwy+ow,+w, wy+ow,—w

1 1
W, —w, + wy W), — Wy — Wy
+ B;(gflltz)z - ?'B;(é‘flltz)2 + 23;4‘;112 é‘Iilltz' (56)

It should be mentioned that Equations (50)—(54) agree with
the analogous general equations from Ref. [46]. However,
there are differences in the expressions for the x; ; param-
eters. In particular, these parameters in [46] have the fol-
lowing form (in Equations (57)—(58), we kept the notations
from [46]):

X, = —— {Zktttt + Z k,,s )

OGN B;”} (57)

and

sue = 2 (65260 2) BE, (58)

o

which is different from the corresponding equations (55)
and (56). Thus, we think that the corresponding equations
in [46] are not correct.

5.2.  Ro-vibrational coefficients, oc;‘)9

The ro-vibrational coefficients af are the parameters that

describe the main part of the vibrational dependence of the
rotational parameters, Bg:

v _ pe dp
BﬁzBﬂ—Za5<vb+7>+~-- (59)
b

To calculate the parameters abﬂ , one should take into ac-

count that for the XYZ3 (Cs,) molecule only the following
aZﬂ coefficients (see Equations (20) and (21)) are different
from zero: ¢ =a”, ai* (i = 1, 2, or 3) a; =a; =
a;; =a.,and a}* = —a)” = —a;) = —a;, (A=4,5,0r
6); and, additionally, B{ = B¢. Taking into account these
relations and the general eqliations (16)—(22), the use of
operator perturbation theory from Section 4 allows one to
obtain the following relations for the aZ’g coefficients:

3 (Bg) 2 342
B B ~pp
of =3 @) -2
\/5 ~ﬂﬁ (B;é‘z);\ )2
- ; wz/z (Bﬁ) kiij — ; Tw;
JFi

y {(wi +o) (0 =)
w; — Wy w; + w;)

~pp
=30 (55 "k

}(1 — 8p2), (60)

3 (Be)2

o =) = = (2B{(@T) + BI@))

\/_ ~XX
- Z 3/2 (B )2 kl)\.)»

i i

_ Z (B%M/tz)z {(wx + wu) (wk - wu)2 }
i Oru W), — Wy ;. + oy
(BEC,‘);\Z)Z (0r + @) (0, — i)
2w;w;, W), — w; W), + w;
and
3 Be(Be)z ~X ﬁ e ~XX
o = =S @ = ) (B ki
i @i
_y (chmf { (@ + 0, (@ — o) }
o wLWy W), — Wy w;, + oy, '
(62)

Equilibrium rotational parameters, Bg, and coefficients,
al’, are determined by Equations (19)~(22).

5.3. Centrifugal distortion coefficients D;, D,
Dy, and parameter €’

Centrifugal distortion coefficients D, Dk, Dk, and the
parameter €', which is responsible for the a/a, splittings
in (K = 3) rotational states in vibrational states of 4, or
A, symmetry, being calculated using the equations of Sec-
tion 4, have the following form:

e "’xx e2~xx 2
D?*:szZ{(B)z } Z{(B akl} ’
A

. l
1

(63)

Z(Be)2~xx
(,()

Djy = Djy = Z (BT — (BYa)

1
l

B¢ 2
s (w){z(B P@EP — (BP@E), (64)

A A

B¢ Zagcx_ B¢ Za;z 2
D[/}):DEZZ{( x) i w( z) i }

i

3 [ {oay

i

- ). ©3)

and

1 e~
=t =3 (B B (66)
w

A A
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5.4. Parameters of Coriolis splittings, 1'%,
Coriolis interaction parameters, y*41°"42,
and Fermi interaction parameters, n*"£>""¥

Using the (—2B¢GJ,) part of the Hamiltonian HY* ™' in
Equation (15) in the first-order term of operator perturba-
tion theory (Section 4), one can easily obtain the main parts
of three different types of spectroscopic parameters: param-
eters of Coriolis splittings n'%, Equation (34), parameters
nvArvA2  Equation (39), and parameters n" " E (n, m =
1,2, ... and n # m), Equation (43), which describe Corio-
lis and Fermi interaction, respectively, between vibrational
states having the same set of quantum numbers v,, but dif-
ferent sets of quantum numbers /,. In this case, the result
can be written as

nvr’vr, = _ZiBze(c/\gfl)nzl)” + cl"é‘/iluzl“ + C"é‘\flvzl‘))'
(67)
Here n'™'1" = pvEvE = pE js a parameter of the k—/
splitting in Equation (34), n*"*T" = »¥41v4> is a param-
eter of Coriolis resonance interaction in Equation (39),
n’T = punE.vmE iq a parameter of Fermi resonance inter-
action in Equation (43), A, u, v are different combinations
of values 4, 5, and/or 6, I,, I, and /, are vibrational quan-
tum numbers in wavefunctions (v1, vy, v3, V4, ls, Vs, Is5, Vg,
ls), and coefficients ¢, for the most common situations are

presented in Table 1. The following can be inferred from
Table 1:

(1) The dependence of parameters 1 - on the values of
quantum numbers /,/1,,/1, is not trivial.

(2) The general equation (67) allows to connect with
each other (and to make a prediction as a conse-
quence) not only parameters of the A/ splitting
in the E vibrational states, but also some Coriolis
and Fermi resonance interaction parameters. The
relations (67) do not depend on the values of the
quantum numbers v;/v,/v,.

As an illustration of the adequateness of the relations ob-
tained, we can mention the results of independent high-
resolution analyses of the vs and 2vs bands of the CHD;
molecule from Refs. [50] and [51]. In this case, the param-
eter =% from Ref. [50] is 3.565753 cm~! and n¥s=2%
from Ref. [51]is —2 x 3.596929 cm~!. One can see an
excellent agreement between both values. As one more il-
lustration, we can mention the results of a preliminary ro-
vibrational analysis of the vs 4+ vg hybrid band of 3CH;D
[52] which can be compared with the results of the analysis
of the fundamental bands vs and vg [53]. In this case, i/
splitting parameters in [53] are: %= = —2.643331 cm™!
and n¥='f =+ 6.283671 cm~!. As seen from Table 1, one
can expect that pUs=vs=14uvs=vs=142 — 1+ 8 927002 cm™!
and n¥=v=f = _3.640340 cm~'. And, indeed, the cor-

responding parameters obtained from a preliminary fit to
experimental data for the vs + v¢ hybrid band have the val-
ues +8.82 cm~! and —3.53 cm~!, a more than satisfactory
agreement between both pairs of values.

5.5. Parameters of the ay/a; (K = 1) rotational
splittings, y'E, Coriolis interaction
parameters, y***°E | and Fermi interaction
parameters, y " E-vmE

The parameters y*F which describe the a,/a, (K = 1) ro-
tational splittings in the vibrational states of £ symmetry,
the Coriolis interaction parameters y'4**£ and the Fermi
interaction parameters y""£-""E are the main parameters
related to the operators (J? + J2)/(J? — J2) in Equations
(35)—(36), (37)—(38), and (44)—(45). Using Equations (15)—
(22) and (46) it can be shown that all these effects can be
described by the parameters which have the form

yvr,vr’ _ d}(\v)y)L + d,(tv)yu + dl(,v))/v, (68)
where A, u, and v are different, and

3 (B;)ZBZe ~xz\2 3 e\2~xx k)»)h)h
Vi = —g o, (akf) — E(BX) a}\l —_

o7
2

— Z L Be)Zaxx k**ﬂ' _ Z (B;é-l);q)

w V2 wi/,z ; 4w;w;

y {(wi + w3)? n (0 — ;) } '

w; — w; w; + w;

(69)

(For y, or y, the index A on the right-hand side of Equation
(69) should be changed to u or v, respectively.) For v, +
v, + v, < 4, non-zero values of coefficients d) are
presented in Table 2.

As discussed in Section 5.4, Equations (68)—(69) allow
one to make predictions of different parameters on the basis
of known values of parameters y*='£ of the fundamental
bands (the latter can be determined with high accuracy from
the analysis of a;/a, (K = 1) splittings in the fundamen-
tal bands). This is especially important for the prediction
of resonance interaction parameters which are very often
determined from the fit with poor reliability. It is also seen
from Table 2 that the a;/a;, (K = 1) splitting parameters
y'E are non-zero for the fundamental bands, v;, but equal
to zero for the first overtone, 2v,, and combination, v, +
v, bands.

As an illustration of the adequacy of Equation (69),
we made a calculation of the y%=!£ and y¥='F parame-
ters for the CH3D and CHD3; molecules using the potential
parameters from Ref. [54]. The result is presented in Ta-
ble 3. As seen from Table 3, there is a very good agreement
between calculated and experimental values of the y's='%
(CH3D) and y*=!F (CHD;) parameters. The agreement
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Table 1. Values of non-zero coefficients ¢, Equation (67), used for the determination of parameters 7.

Lol L, c Cu c, T Lol 1, c Cu ¢, e
100 1 E 220 1 -1 A,/4,
200 -1 E 130 1 1E
300 -1 Ai/A4, 130 1 2F
400 1 E 130 1 1ERE
500 —1 E 230 —1 1E
600 -1 A4, 230 -1 2F
110 -1 —1 E 230 1E2E
110 -1 1 A4, 111 1 -1 1E
120 -1 E 111 1 -1 1 2F
120 -1 —1 A,/4, 111 — 1 3E
220 1 E 111 1 1 A,/4,

“In that column the type of parameter is presented: =k corresponds to the nVE kI splitting parameter of Equation (34); T =4,/4; corresponds to
the ?41-¥42 Coriolis interaction parameter of Equation (39); I'T = E/E corresponds to the n”%-¥ Fermi interaction parameter of Equation (43).

Table 2. Values of non-zero coefficients d, Equations (68) and (70), used for the determination of parameters """ and g*™-*T".

v b vl v, 1, r VA Bl .1, r e dy) ds)
11 00 00 E 11 00 00 E 2

20 00 00 A 22 00 00 E 4

11 11 00 E 11 11 00 A, 2 2

11 11 00 E 11 11 00 A, 2 -2

31 00 00 E 31 00 00 E 4

31 00 00 E 33 00 00 A, 243

31 00 00 E 33 00 00 A, 23

11 20 00 E 11 20 00 E 2

11 22 00 E 11 22 00 A, 2

11 22 00 E 11 22 00 A, 2

11 11 11 1E 11 11 11 2F 2

11 11 11 1E 11 11 11 3E 2

11 11 11 2F 11 11 11 3E 2
11 11 11 1E 11 11 11 A 2
11 11 11 1E 11 11 11 A, -2
11 11 11 2E 11 11 11 A, 2

11 11 11 2E 11 11 11 A, -2

11 11 11 3E 11 11 11 A, 2

11 11 11 3E 11 11 11 4, -2

U, l)\ vy IIL Vy l,, r T)’)\,T;\, T)’MZL ’JVA“, F d)(\) d;(t) dl())
40 00 00 A4, 42 00 00 E —43

42 00 00 E 44 00 00 E —4

20 20 00 A, 22 20 00 E 4

20 22 00 E 22 22 00 E 232

20 22 00 E 22 22 00 A, 2V2

20 22 00 E 22 22 00 Ay —22

11 31 00 E 11 31 00 A, 2 4

11 31 00 E 11 31 00 Ay 2 —4

11 31 00 E 11 33 00 1E V6

11 31 00 E 11 33 00 2E NG

11 31 00 A, 11 33 00 1E V6

11 31 00 A 11 33 00 1E V6

11 31 00 A, 11 33 00 2F -6

11 31 00 A, 11 33 00 2E -6

11 33 00 1E 11 33 00 1E 2
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Table 3. Values of some a,/a, splitting parameters, y'F, of the CH;D and CHD; isotopomers.

CH;D CHD;
Parameter Calculated Experimental [55] Calculated Experimental [50]
yU=1£/1073 cm™! —1.03 —5.87 —5.95
yU=1£/10"3 cm™! —16.90 —17.53 12.1 16.8

between calculated and experimental values of the ys='£

(CH3D) and y¥s='£ (CHDj3) parameters is not that good,
and the differences between calculated and experimental
values are 1.75 x 1073 cm™' for CH;D and 4.7 x 1073
cm™! for CHD3. However, even such discrepancies can be
considered as acceptable if one takes into account the fol-
lowing:

(1) In one case, the discrepancy is about 25% of the
absolute value of the parameter y 1E (CHD:3).

(2) In the case of the parameter y*='£ (CH3D), the
discrepancy is comparable with discrepancies for
the parameters y's='£ (CH;D) and y¥s='£ (CHD3)
even with different signs of experimental and cal-
culated values. It should be mentioned also that
we used in our calculations the ab initio PES from
Ref. [54], and the relatively large difference be-
tween the values for y5c'* and y2'E of CHD;

can be explained by possible uncertainties in PES

parameters.

As one more illustration of the adequacy of the results,
we compare the experimental values of the parameter
yU=1E = _0.5948 x 1072 cm™! from [50] with y¥=2f =
—0.4451 x 107* cm™! from [51] for CHDj3. As mentioned
above, in the framework of the approximation used, the pa-
rameters y'E of the first-overtone bands should be equal
to zero. And, indeed, the absolute value of the parameter
yU5=2E is less than 1% of the absolute value of the parame-
ter y"s='£_ The fact that the parameter y "= is not equal
to zero can be explained by the effects of higher orders.

5.6. Parameters B*E, Coriolis interaction
parameters B*4°F | and Fermi interaction
parameters B"E-7mE

The parameters 8°F, Equations (35) and (36), Coriolis in-
teraction parameters B4+ VE Equations (37) and (38), and
Fermi interaction parameters S""£:"£ Equations (44) and
(45), are the main parameters related to the operators [(J ;-
+J_),J;] + inthe equations mentioned. It can be shown that
all of these parameters can be expressed in the following
form:

g — d;v)ﬂx + d,(tv)ﬂu +d"B,, (70)

where the non-zero coefficients d+) have exactly the same
form as in Equation (68) and can be used from Table 2. In
their turn, the parameters 8, have been determined as

32 (BS)*B¢ o ~z K
b= T( @) + (B)(B)il pelE
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What has been said in Sections 2-5 is valid for every
symmetric top XYZ;3 (C3,) molecule. Moreover, it is also
valid for every symmetric top XY3 (Cs,) molecule taking
into account that there are only two doubly degenerate vi-
brational modes in XY instead of three in XYZ;.

6. ‘Expanded local mode’ approach applied
to the CH4 molecule

Here we apply results obtained in Section 5 to derive iso-
topic relations for substitutions of the type CH3;D <« CHy4
and CHD; < CHy4 in methane. In the present section, we
summarise very briefly some results obtained in Ref. [35]
for the CH4 molecule in the framework of the ‘expanded
local mode’ approach.

The classical local mode approach was extensively dis-
cussed in molecular spectroscopy originally by Mecke in
the 1930s [56], and again in the 1980s and 1990s (see, e.g.
[57-60], the discussion in [61], the review of the history in
[19], and the later review in [62]). The approach was found
to be very efficient for the study of the rotational-vibrational
structure of highly excited vibrational states of XY, (C,
symmetry), XY3(Cs,), XY4(Ty), and some other types of
molecules. By its basic statements, the local mode model
assumes the following:

(1) Deformation motions in the molecule are neglected.
(2) The mass of the central nucleus X is assumed
to be considerably greater than the masses m of
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the nuclei Y, i.e. in the limit, one has the ratio
m/M = 0.

(3) The equilibrium angle between bonds X-Y is
fixed for the XY,(Cy,), XY3(Csy), and XY4(Ty)
molecules.

(4) In the intramolecular potential function, only
changes in the bond lengths are taken into account;
the dependence on changes in interbond angles is
neglected.

As a result, the local mode approach allows one to derive a
set of simple relations between spectroscopic parameters of
the molecule considered (see, e.g. Refs. [56—-62]). Unfortu-
nately, the above-mentioned limitations of the model are too
serious, particularly because the deformation motions are
not taken into account. It is clear that the deformation mo-
tions are important for understanding the processes taking
place in the molecules.

The presence of the deformation motions can be taken
into account by using the extension of a classical local
mode model (‘expanded local mode’ approach) which was
derived in Ref. [37] and applied to asymmetric [37,38,63],
symmetric [39,64], and spherical top [35,36] molecules.
The key point of the ‘expanded local mode’ model is the
possibility to present the transformation coefficients, /5,
of a molecule in the form of simple analytical expressions.
If one takes into account that spectroscopic parameters of
a molecule are functions of these Iy, transformation coef-
ficients (see, e.g. Refs. [47,48]), one may hope that these
spectroscopic parameters also can be expressed in a simple
form. In this case, all the results of the classical local mode
model are reproduced by the ‘expanded local mode model’
for the corresponding molecules. Moreover, the ‘expanded’
model provides the possibility to consider the deformation
motions as well, and to produce numerous additional sim-
ple relations between different spectroscopic parameters of
the molecule considered.

As to CHy, it was shown in Ref. [35] that its transfor-
mation coefficients /y,; can be estimated with good accu-
racy (with less than 2% error) by a very simple form (see
Table 4 which is reproduced here for convenience from
[35]). Moreover, a set of simple approximate relations be-
tween different force field parameters are also fulfilled with
good accuracy:

Fys  Fu _ 4Fyn  3Fy _ 2Fy

22— = = = , 72

267 272 97p? 67p2 190, 72)
2 Fou — 7 Fory — Fass = 0. Fias — Pe F
sPau=—3Fm=—3Fu=pFu=—Fn

2
0
= —peF234 =20, F304 = 76533 = p; Fa4

3 3

P, P,
= —2 2F = £ F = i F
Pe I'134 90 111 90 333
3 2
1Y 1Y
= 2 Fi33=—-%F, 73
90 133 30 11 (73)

and

Faga40) = 2Faa4401) = 2 F224402) = 4F2022

=— 137,0(3 Fs44401) = —@FMMZ)

=— 197/)“3 Fy3aa0) = — 577/062 F33aa01)

= 247’062 Fr334 = —247'03 Fo331)

= — 127’05 F330) = 187'03 F333401)

= 187'063 F333400) = %le = %Flm

- %Flm = 7—(;; 3333(1) = ;)—g 33332)- (74)

All the other Fjj; parameters are equal to zero, or close to
zero, with a good accuracy of 1% —3%. The value p, is the
equilibrium distance between the nuclei C and H.

7. Some results from the isotopic substitution theory

As was shown in [34], the following three statements are
correct for an arbitrary isotopic substitution in a polyatomic
molecule:

(1) A set of equations allows one to determine all har-
monic frequencies, ., of an isotopically substi-
tuted molecule as functions of harmonic frequen-
cies, w,, of a mother molecule and a set of coeffi-
cients A,; or, conversely, to determine coefficients
Agp as functions of harmonic frequencies of the
mother and substituted molecules:

Z Abawgaac = abcwf. (75)

Here a . (or o) are additional coefficients which
are also determined from a solution of the set of
equations (75) and additional relations:

Ay = Zaacabc- (76)

(2) From the statements above, the second equation
(76) can take the following form (my and m,
are the masses of atoms before and after isotopic
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Table 4. Transformation coefficients, /y,, of CHy4 in the ‘expanded local mode” model.*

Na/A 1 2, 2, 3, 3, 3, 4, 4, 4,
lx V24 A V3A 3V3B —42B —442B 4/3B 328 3V2B
2x —V2A —A —3A 34/3B —42B 42B 4./3B 34/2B —342B
3x —JV24A -4 —J/3A 3V3B 4y2B —42B 4/3B —342B 3428
4x V2A A V3A 3v3B 42B 42B 4/3B —3J2B —32B
5x 0 0 0 —6B 0 0 —8B 0 0
1y —2A -4 V3A —4+/2B 3V/3B 4+/2B 3J2B 4/3B —3V2B
2y V2A A —V34 —4/2B 3V/3B —42B 3v2B 4/3B 3v2B
3y —24 —A4 V3A 4+/2B 3V3B —4y2B —3J2B 4/3B 3v2B
4y V24 A —/3A 4+/2B 3V3B 4+/2B —32B 4+/3B —3v2B
5y 0 0 0 0 —6B 0 0 —8B 0
1z —V24 24 0 —4/2B 4v2B 3V3B 3V2B —342B 438
2z —V2A 24 0 42B —4/2B 34/3B —34/2B 34/2B 4/3B
3z J2A —24 0 —42B —42B 34/3B 3V2B 3v2B 4/3B
4z V2A —24 0 4V2B 4/2B 3V3B —32B —342B 438
5z 0 0 0 0 0 —6B 0 0 —8B
“Here A = Tj@’B: %

substitution): of a substituted molecule also can be obtained in a simple

mhy —m
A =00 = YN ()

m
Na N

and this determines the 4, coefficients via trans-
formation coefficients, [y.,, of a mother iso-
topomer. Usually these transformation coefficients
are known for every mother isotopomer.

(3) The third statement can be written as

mny
loya = D Kiy (m—>
ab N

and it provides the possibility to calculate the trans-
formation coefficients of a substituted isotopomer
as functions of the characteristics of a mother
species. Here K is the matrix that provides a
rotation of the molecular equilibrium coordinate
axes from a mother species to a substituted one un-
der isotopic substitution. In Equations (75)—(78), «,
B,y =x,y,zand a, b, c enumerate the vibrational
modes.

1/2
Inab(@ Dap, (78)

The relations (75)—(78) allow one to obtain the transfor-
mation coefficients ly,, of any substituted molecule if one
knows the corresponding coefficients /y,; of a mother iso-
topic species. Unfortunately, because of the complexity in
the general case, results can be obtained only in numeri-
cal form. On the other hand, if the coefficients /y,; of a
mother molecule and the coefficients (e~ '), on the right-
hand side of Equation (78) have relatively simple values,

one may expect that the transformation coefficients [},

form.

8. Isotopic relations for CH;D and CHD;

In the present section, we use the results derived above to
obtain relatively simple isotopic relations between some of
the most important spectroscopic parameters of CH3;D and
CHD3, on one hand, and the spectroscopic parameters of
the mother molecule, CHy, on the other hand. In order to
do so, we shall first discuss the transformation coefficients

In,q» Coriolis coefficients ¢, ro-vibrational coefficients

aff"s , and normal mode force field parameters of the CH3;D
and CHDj; isotopomers.

8.1. Transformation coefficients, Harmonic
frequencies, and equilibrium rotational
parameters of CH;D and CHD;

As a first step in the analysis, we (in accordance with Equa-
tion (78)) determine the transformation coefficients /)y,
for both CH3D and CHDjs. In order to realise this

(1) the set of equations (75)—(76) should be solved with
the values 4, determined by Equation (77); and

(2) the elements, K, , of the matrix, which provide
a rotation of the molecular equilibrium coordinate
axes from a mother species to a substituted one,
should be determined. The latter problem is solved
easily, and the corresponding matrix is obtained in
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Table 5. Transformation coefficients, /},,, of CH;D in the framework of the ‘expanded local mode” model.”
Noa/b 1 2 3 4 5 6 7 8 9
1x —-47C -5C 17C 63C 0 14C 0 5C 0
2x 23C 3C -9C 15C 28C —40C 31C 24C —11C
3x 23C 3C -9C 15C —28C —40C -31C 24C 11C
4x 0 0 0 -C 0 18C 0 51C 0
S5x 0 0 0 —-26C 0 11C 0 -36C 0
ly 0 0 0 0 -2C 0 —-58C 0 30C
2y 40C 5C —15C 28C 47C 31C —4C —-11C 11C
3y —40C -5C 15C —-28C 47C =-31C —4C 11C 11C
4y 0 0 0 0 —-C 0 18C 0 51C
Sy 0 0 0 0 -26C 0 11C 0 -36C
1z 16C 2C 43C —-23C 0 34C 0 38C 0
2z 16C 2C 43C 11C 20C —-17C —-29C —-19C -33C
3z 16C 2C 43C 11C -20C —-17C 29C —-19C —-33C
4z 5C —80C —12C 0 0 0 0 0 0
5z —-15C 31C -32C 0 0 0 0 0 0
a |
Here C = R
the following form: B w? B w2 B a)gz
. . . 64 +4sqrt3  14+5V3 11+2V2
Ky Ky, K5, 81
K K5y K
e e e
K. K, Kz for CHD;. The [}, coefficients are presented in
Tables 5 and 6. The equilibrium rotational param-
V2/3 =J1/6 —/1/6 eters, B, can also be obtained very easily on the
0 —J1/2  J1/2 (79) basis of Equation (79) in the following form for
J1/3 0 J1/3 J1/3 CH;D:
23B =23BY = 17B) = 17B¢ (82)
both for CH3D and CHD;. From a solution of the
Equations (75) and (76), one can obtain harmonic and
frequencies, w,, oy, coefficients, and, as a conse-
quence, the transformation coefficients, /'y, ,, from 61B° = 613;8 = 76B.° = 38B¢ (83)
Equation (78). In this case, for the harmonic fre-
quencies, the following results are obtained: for CHD;.

2 2
O _ % _

2
w;

2
@y

120~ 32 81128v3 72-283

2

!
2
!

w

wz

2

119+2v3 66+

_ 3
V3 6+10V3
2 2

_ @y _ a)5 _ “)6

119463 14493  1410V3
(80)
for CH;D and
w o ©] o
120 32 814+28/3 72-28V3

o} w0

122433 524643 5453

To illustrate the quality of our results, Table 7 presents
numerical values of the harmonic wavenumbers of the
CH;D and CHD; species estimated using the isotopic rela-
tions (80)—(81) (column I). In this case, the ‘basic’ ‘exper-

imental’ value of the parameter w;(CHy) = 3040.38 cm

-1

was taken from Ref. [35] (here we used the parameter w,
of CHy4 as the ‘basic’ value in isotopic relations; however,
one can also use another harmonic frequency of CHy as the
‘basic’ value). For comparison, values of the same param-
eters obtained from ab initio calculations [54] are shown
in column IV of Table 7. It should be noted that in spite of
the fact that the values of harmonic frequencies in column
I were obtained without any information about the CH3;D
and CHD3; molecules, the results used for comparison can
be considered as quite satisfactory. Columns II and III of
Table 7 present the result of analogous calculations using
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Table 6. Transformation coefficients, /},,, of CHDj; in the framework of the ‘expanded local mode’ model.”

Na/b 1 2 3 4 5 6 7 8 9
Ix 2C —46C 20C 60C 0 6C 0 16C 0
2x —-C 23C —10C 15C 26C —6C 7C —42C 34C
3x -C 23C —-10C 15C —26C —6C -7C —42C =34C
4x 0 0 0 -0.7C 0 70C 0 —14C 0
5x 0 0 0 =37C 0 —18C 0 32C 0
ly 0 0 0 0 —0.4C 0 —10C 0 —62C
2y -2C 40C -17C 26C 45C 7C 2C 34C —4C
3y 2C —40C 17C —26C 45C -7C 2C —34C —4C
4y 0 0 0 0 -0.7C 0 70C 0 —14C
Sy 0 0 0 0 -37C 0 —18C 0 32C
1z 0.1C 16C 38C —22C 0 37C 0 9C 0
2z 0.1C 16C 38C 11C 19C —18C -32C -5C -8C
3z 0.1C 16C 38C 11C —19C —18C 32C -5C 8C
4z —83C -9C —11C 0 0 0 0 0 0
5z 24C -17C —44C 0 0 0 0 0 0
“Here C = ﬁ

the isotopic relations (80)—(81), but with the values of the
‘basic’ parameters w4(CHy) = 1345.3 cm™! and w;(CH4) =
3036.2 cm~! which were taken from the ab initio calcula-
tions [54]. One can see that the differences between values
of the same quantities in columns I, II, and IV are no more
than 0.05%. All the values in column III are smaller than
the values of the corresponding parameters in columns I,
IL, and IV by 2-4 cm™! (about 0.15%-0.20% which can be
considered to be a more than satisfactory accuracy of the
predictions).

Table 7. Harmonic wavenumbers of the CH3;D and CHDj;
molecules (in cm™!).

Parameter I ° e ve
CH;D
) 30714 3070.9 3067.2 30714
w) 2284.2 2283.8 2281.1 2285.2
) 1340.3 1340.1 1338.5 1339.8
w) 3157.1 3156.6 3152.8 3156.8
w; 1509.7 1509.5 1507.7 1508.1
a)’6 1187.9 1187.8 1186.3 1188.1
CHD;
o8 3130.2 3129.7 31259 3130.5
w; 2192.3 21919 2189.3 2191.3
) 1025.8 1025.6 1024.4 1025.4
a)ﬁ1 23374 2337.1 23343 2337.0
a); 1321.2 1321.0 1319.4 1321.4
a)/6 1055.5 1055.4 1054.1 1055.5

“Calculated with Equations (80)—(81) (the ‘experimental basic’ value of

the parameter w;(CHz) = 3040.38 cm ™! was taken from [26]).
bCalculated with Equations (80)—(81) (the “ab initio basic’ value of the
parameter w4(CHy) = 1345.3 cm™! was taken from Table I (column “cc-
pVQZ’) of [54]).

¢Calculated with Equations (80)—(81) (the ‘ab initio basic’ value of the
parameter w1(CHz) = 3036.2 cm™! was taken from Table I (column “cc-
pVQZ’) of [54]).

. . ' ogr
8.2. Anharmonic coefficients, x, /xlklﬂ,

and ro-vibrational coefficients, oc;ﬂ , of CH;D
and CHD;

The equations obtained in Sections 5.1 and 5.2, on one hand,
and the information from Equations (72)—(74) and Tables 5
and 6, on the other hand, allow us to obtain the following
approximate relations between anharmonic coefficients for
CH3DI

B 7 h 7, 34
X N —— = ——— = — X, = —X
! 3°¢ 32 wemp? 1071 5712
15, 3, 13, 11, 9 ,
=5 = Exm = Exls = ?xlé = Exzz
, , 15 14 , 9,
=2xp = —Txy = 375 = 5% = 5
/! / ! / 2 ! 3 /
=354 = Sx35 = Ox36 = 35X = 305 = 54
= Tx§s = dxsg = —92xge = —x,;, = X,
= 51x,’416 = —34x,’515 = Engls = _18’“1/616’ (34)
and the following relations for CHD;:
7 7 h 1, , 32,
N 3B S T e — 5 T %2 T 5%
28 ! 3 / ’ 7 ’ 4 !
= _?xm = EXIS =25x5 = gxzz = _gxz3
8 ’ ’ 6 / 7 / 3 / !
= 55t = 3xy5 = 5726 = 2% T 5N = 9x35
! 3 ! 7 / 3 /
= —12x3 = %44 = 3 Mas = 56 = —30x55
= —245x5, = Txge = —gxl’414 = —65x;,;, = 17x],,
/ 27 / /
= —40x,, = ——x, = 25x;, - (85)

2
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Table 8. Anharmonic parameters, x; , (in cm™).

CH;D CHD;

Parameter Calc.* [547° Exp.° Calc.d Calc.c [547 Exp.°
1 2 3 4 5 6 7 8
Xy —17.876 —17.197 —5.321 —62.565 —59.221 —58.994
X{, —1.840 —1.878 —2.555 —2.086 —2.204 —2.905
X5 —1.668 —0.981 4.884 —-9.776 —9.731 —9.193
X1y —75.078 —72.771 —99.022 2.234 2.184 2.337
X5 —19.251 —19.016 -9.179 —41.710 —20.855 —21.111 —21.367
Xi6 —5.688 —5.612 —7.233 —0.501 —0.309 —1.406
X}, —34.758 —31.167 —27.944 —8.938 —8.826 1.139
X3 —6.257 —6.739 —7.312 15.641 15.727 3.096
Xhy 1.788 1.639 —7.730 —39.103 —37.352 —42.727
X5 —3.337 —3.331 —3.522 —4.171 —4.017 —5.220
X3 —22.345 —22.266 —17.587 —10.428 4.813 4.674 —2.489
X33 —6.952 —6.802 —7.759 —7.150 —7.230 —6.188
X3y —10.428 —9.440 —10.517 —8.342 —8.449 —6.977
X35 —2.503 —2.033 —2.908 —1.390 —1.029 —2.795
X6 —2.086 —1.091 —3.073 1.043 1.638 3.445
X)y —31.283 —31.611 —32.402 —20.855 —18.601 —16.349
Xis —18.770 —14.611 —8.373 —7.150 —7.195 —8.454
Xy —8.342 —7.686 —9.304 —8.342 —8.402 —11.044
Xis —1.788 —1.874 —4.417 0.417 —4.813 —4.604 —4.552
X5 —3.128 —4.068 —5.090 0.051 0.055 4919
Xgg 0.136 0.261 0.261 —1.788 —5.688 —5.500 —5.306
)61’4,4 12.513 12.636 28.539 8.937 8.252 8.560
xl’4,5 —1.788 —1.721 —7.062 0.193 —0.060 3.584
x,’4,6 —0.245 —0.230 3.160 —0.736 —0.729 1.143
x,’sl5 0.368 0.384 2.380 0.313 5.403 5.095
x[5,6 —5.001 —5.056 —4.684 0.927 0.921 5.894
xl’ﬁ,6 0.695 0.645 1.516 —0.501 3.128 3.251 2.871
“Calculated with Equation (84) (the ‘basic’ value of the parameter x| (CHy) = —12.513 cm™! was taken from [54]).
bTaken from Ref. [54].
“Taken from the analysis of experimental data, Ref. [6].
dCalculated using Equation (85) with x1;(CHy) = —12.513 cm™!.
¢Calculated using Equation (88) with x1(CHg) = —12.513 cm ™.
In Equations (84) and (85), x;; is one of the anharmonic for CH3D and
coefficients of the‘mother’ CH4 molecule. In accordance
with [35], the parameter x;; can be connected with the h? 39 ., .
other x,, anharmonic parameters of CH, (see Equation Yy =— 167 p*em3/? Fl2 = _%“1 = —2a;
(18) of [35]). This implies that, in principle, any of the x; , i

PR 11 42 13 25 18
parameters of the CH4 molecule can be used as the ‘basic ——a' = = = e = ——af
value in Equations (84)—(85) for the numerical estimation S 25 2 2 5
of anharmonic parameters x;, of the CH;D and CHD; = —§a’1 = EO['Z = —Ta? = ﬁa'z = _ga'z (87)

527373 4250 256

isotopomers.
Analogous relations for the ro-vibrational coefficients
oef were obtained in the following form:

Y3 = ——hz = —Z(X,x = —g(x,)‘
1671,0“cm3/2F111/2 : 2577
= 20:/3)‘ = —ﬂaf = ﬁa;‘ = —Ea/g‘ = —iot,Z
25 25 25 571
21

= —305/2z = ga;z = —30{;5 = —O[,SZ = ?Otg (86)

for CHD;. Again, as in Equations (84)—(85), Y3 is one of
the four ro-vibrational parameters of the CH4 molecule,
and it is connected with the other three ro-vibrational pa-
rameters of CHy by Equation (19) of [35]. When the re-
lations (84)—(87) were derived, we took into account the
presence of resonance interactions between pairs of vi-
brational states, (..v1..vs5..)/(..v; £ 1..v5 F 2..), (..v3..v5..)/
(..v3 £ l..vs F 1..), for CH3D, and interactions between
pairs of states, (..v1..v5..)/(.v; £ l.vs F 2..), (..v2..v6..)/
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(.vy £ 1.vg F 2..), (..v3 v4 v5..)/(.v3 £ 1vg F 1lvs £ 1..),
(..U3..U6..)/(..U3 + 1..1)6 F 1), for CHD3.

Table 8 (columns 2 and 5) illustrates the suitability of the
relations (84)—(85). In this case, as in the previous subsec-
tion, only the single initial parameter x;; = —12.513 cm™!
of the CHy species was taken from Ref. [54] as the ba-
sic one. For comparison, values of the corresponding x,’\ﬂ
parameters obtained on the basis of ab initio calculations
from Ref. [54] are shown in columns 3 and 7 of Table 8.
If one takes into account that the values of the x;, pa-
rameters in columns 2 and 5 were calculated without any
information about CH3D and CHD3, and with using only
one xq; parameter of the CH4 mother molecule, one can
find a satisfactory agreement in most cases, with the excep-
tion of the parameters x5, X34, X5, Xgq, X and x;; of
CHD:s. The discrepancies in the values of these parameters
can be understood if one takes into account the following:
to produce the isotopic relations, Equation (85), we took
into account the presence of resonance interactions of the
type (..vy..v5..)/(.v; £ 1..vs F 2..) and (..v3..v6..)/(..v2 £
1..vg F 2..). In [54] these interactions were not taken into
account. To check the correctness of the approach used in
the present study, we also derived isotopic relations anal-
ogous to relations, Equation (85), but without taking into
account the resonance interactions mentioned. The results
are as follows:

3 13, 13, 11,

/ _ = _ - P — / _
gxls = Xa6 = —Xs5s = —— X6 = —4x; = X11.

5 5 5
(88)

Column 6 of Table 8 shows the result of estimating the
corresponding parameters on the basis of Equation (88).
One can now find a good agreement of the results with the
values of the parameters in column 7.

For comparison, columns 4 and 7 of Table 8 present ex-
perimental values of the x} , anharmonic coefficients from
Ref. [6]. Again, one can find a satisfactory agreement be-
tween the parameters in most cases. However, one can see
large differences between estimated and experimental val-
ues of the parameters x|, X1y, X5, X35, X/,,> X1, for CH3D,
and of the parameters x5,, x5, X)¢, X5, )cl/5 ;, for CHD;. Inthe
second case, the presence of discrepancies can be explained
by the neglect of interactions of the type (..v;..v4..)/(..v2 £
l..vg F 2..) in [6]. It is more difficult to explain the dis-
crepancies in the values of parameters xjs, x;,;,, and x; ;.
of CH3D. One possible reason may be a strong correla-
tion between the corresponding parameters which can lead
to incorrectly fitted values. In any case, further analysis is
desirable.

To illustrate the quality of the relations derived for the
ro-vibrational coefficients a;ﬂ , we will consider results of
the high-resolution analyses of the bands vs, vs, and vg
of CH3D [50]. Column 2 of Table 9 presents values of
parameters a,/,ﬂ (B =x,z b=3,5, 6) predicted on the

Table 9. Some a;ﬁ parameters of the CHD; molecule.

Parameter Calc.” Exp.? Exp.¢

1 2 3 4
aj/em™! 0.0152 0.0788 0.0194
ag/em™! —0.0100 —0.0104

a/em™! —0.0051 —0.0046

ag/em™! —0.0190 —0.0207

ag/em™! —0.0027 —0.0343 —0.0036
agi/em™! 0.0288 0.0284

“Calculated by the relations in Equation (87).

bExperimental values from Ref. [50].

¢“Experimental’ values corrected in accordance with Figure 3 (see text for
details).

basis of relations (87). The values of the corresponding
o parameters obtained from the fit of experimental data
[50] are shown in column 3. One can find a satisfactory
agreement between predicted and experimental values for
the parameters %', o', o, and o . At the same time,
the predicted values of the o' and «* parameters differ
very much from the corresponding experimental values. To
understand the situation, it is necessary to take into account
the following:

(1) The band vs was considered in Ref. [50] as an
isolated state. As is found from the discussion fol-
lowing Equation (87), resonance interactions also
were neglected in deriving the relations for the co-
efficients ot and .

(2) The bands v3 and vg have been considered as in-
teracting in [50]. In this case, it follows from the
symmetry properties of the XYZ; (Cs,) molecule
that the interaction is described by the operator,
Equation (37). This implies that this interaction, on
one hand, does not affect the C*=D and Ce=D
(as a consequence, the o5’ and o) parameters, but,
on the other hand, strongly connects the parameters
B@=D and B@=Y (o} and ") with each other.

To illustrate these points, Figure 3 shows the dependence of
the experimental values of o5 (curve A) and o (curve B)
on the value of the resonance interaction parameter, o’ (see
Equation (37) and remarks after Equation (38)). The dashed
horizontal lines (1) and (2) correspond to the values of the
o5’ and o parameters predicted with the relations (87). The
dashed vertical line I indicates the experimental value of the
Coriolis interaction parameter, o’ = & =1.701 cm™!, from
Table 10 of Ref. [50]. In this case, the crossing of the line I
with the curves A and B indicates the experimental values
of the parameters «f" and ;" from Ref. [50]. To construct
the curves A and B, we took experimental ro-vibrational
energy levels of the states (v3 = 1) and (vg = 1) from
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Figure 3. Dependence of the experimental values of o5 (curve
A) and g (curve B) on the value of the resonance interaction pa-
rameter, «’. The dashed horizontal lines (1) and (2) correspond to
the values of the parameters o' and " predicted with the relations
(87). The dashed vertical line I indicates the ‘experimental’ value
of the Coriolis interaction parameter, o’ = & =1.701 cm™!, from

Table 10 of Ref. [50]. The dashed vertical line II corresponds to

the value of the resonance interaction parameter, @ =1.836 cm™',

obtained from the theoretical prediction in the present paper on
the basis of isotopic relation.

Ref. [50]. Then, we changed the value of the resonance
interaction parameter, &, in steps of 0.01 cm™! and, for
every fixed value of the parameter &, made a fit of the same
set of spectroscopic parameters. As the analysis showed
(and as one would expect because of a strong correlation
between the parameters «5" and o*, on one hand, and the
resonance interaction parameter, &, on the other hand), the
quality of fits (judged by the rms deviation) was practically
unchanged for all fits, but the values of the o and of
parameters obtained from fits were changed in accordance
with the curves A and B. It should be mentioned that the
vertical dashed line Il in Figure 3 corresponds to the value of
the resonance interaction parameter & =1.836 cm™! which
was obtained from the theoretical prediction in the present
paper on the basis of the isotopic relations. One can see that
the curves A and B cross the lines (1) and (2) very close

Table 10.  Centrifugal distortion coefficients D, D', ., D}, and
parameter €’.

CH;D CHD;
Parameter Calc.“ Exp.? Calc.© Exp.¢
D,/107* cm™! 0.503 0.526 0.479 0.495
D’ /1074 cm™! 1.189 1.264 —0.372 —0.383
D /107* cm™! —0.761 —0.790 0.130 0.134
€/107* cm™! 0.030 0.032 0.054 —0.289

“Calculated with Equation (89).

bTaken from the analysis of experimental data, Ref. [65].
“Calculated on the basis of Equation (90).

Taken from the analysis of experimental data, Ref. [66].

to the line II. This implies that the fit, being made with the
theoretically predicted value of the resonance interaction
parameter &, gives the ‘experimental’ values of the off
and o parameters very close to the theoretically predicted
ones. The values obtained for the parameters o5 and o'
are shown in column 4 of Table 9. One can see a reasonably
good agreement between the o’ values presented in the
second and fourth columns.

8.3. Centrifugal distortion coefficients D',
D'y, D, and parameter €’

As follows from Equations (19)—(22), the coefficients a-
are proportional to (B¢)~!'/2. This implies that both the
centrifugal distortion coefficients, D, Dk, Dk, and the
parameter €’ are proportional to (Bf)3 J@?. Indeed, the use
of Equations (71)—(74) in (54)—(57) leads to the following
result for CH3D:

B 8 13 11 27

Ze = 2D = D)y =——Dj=—c (8

o =230 T gl = TPk =g (89
and to

B} 42 54 31

Ze _ Zp = / D) =3¢ (90)

W 125777 125 /KT 25

—

for CHDj3. Here B, and w) are the parameters of the mother
CHj4 molecule. Values with ‘prime’ belong to isotopically
substituted species. Table 10 illustrates the validity of the
relations obtained. The results of the calculation with iso-
topic relations are shown in columns 2 and 4 of Table 10.
Columns 3 and 5 present the corresponding experimental
values for the ground vibrational states from Refs. [65]
and [66]. One can find a satisfactory agreement of all re-
sults with the exception of the parameter €’ of CHD;. The
discrepancy between the ‘calculated’ and ‘experimental’
values of the parameter ¢’ can be explained by the fact
that in Ref. [66] the value of € was not varied, but was
fixed. The variable parameter in [66] was /5. As discussed
in Ref. [66], the parameters €’ and 4}, as determined from
the fit, are strongly correlated: a change of the parameter
€’ will lead to a change of the parameter A} without any
change of the quality of the fit. Taking into account also
the good agreement between calculated and experimental
values of all other parameters in Table 10, one can conclude
that the value €’ = 0.054 x 10~* cm™! is probably correct
for CHD3, and the large deviation of the ‘experimental’
value —0.289 x 10~* cm™! from the calculated value is
an artefact from the fit.

oI’ ol oI’
’ )

8.4. Isotopic relations for y
and ’Brvl",vl“’

Y

As in the previous sections, the use of Equations (80)—(83)
in equations (67)—(71) allows one to obtain the following
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Figure 4. A small part of the high-resolution spectrum of the v, + vg band of >?CH;D in the region of 3330-3340 cm~!. The upper
trace shows the experimental spectrum as decadic absorbance 1g(/y//) [6,8] with the experimental conditions: absorption path length, 10
m; sample pressure, 3 mbar; instrumental resolution, 0.0027 cm~!; temperature, 80 K. The lower trace presents a simulated spectrum

obtained with the use of parameters estimated on the basis of the isotopic relations. Assignments of transitions, Jxr—J %,

r» are shown in

the upper trace: J, K, T" are the quantum numbers and symmetry of the upper ro-vibrational states; J, K, I’ are the quantum numbers and

symmetry of the lower ro-vibrational states (see [4,6,8]).

simple relations for the coefficients n*l*T", 3/*Tvl,
BIT for CH3D:
95 17
Be=—10/=—/=——/,
1= 49" = o0
h2
Yim —— 38y, =32y!
1671,04cm3/2F111/2 N °
/ ! 7 28 7
=2y, =158, = —8B5 = ?136’
and
37 89
Be:—6/=——/:—/’
4= 755 = 0
n? 28
Vim——— gy =y
1671,04cm3/2F111/2 s
= —42y5 = 18, = 7B5 = 308

for CHD;.

and

oD

92)

93)

94)

To illustrate the validity of the relations derived here,
we compared the result of calculations with these relations
and the experimental data from Refs. [55] and [50]. In par-

/ \ calc s\ eXp
ticular, (%) — 2231, (%) — —2.310 for CH;D,
5 5

/

/ \ calc exp
and (%) ==3.007, (%) = ~3.097 for CHD;.

As an illustration of the quality of the results, a small
part of the high-resolution spectrum of the v, + vg band
of CH;3D is presented in Figure 4. The upper part of Fig-
ure 4 shows the experimental Fourier transform infrared
spectrum recorded at ETH Ziirich with the Bruker IFS 125
prototype (ZP 2001) at 80 K in a collisional-cooling cell
[4,6,8]. The bottom part of Figure 4 presents a predicted
spectrum obtained with the spectroscopic parameters as
estimated from the isotopic relations derived here. The rel-
ative line strengths necessary for the comparison were cal-
culated using only one dipole parameter and then calibrated
with the strongest transition at 3337.5950 cm™!. A simple
Doppler profile was used for the line shapes. Noting that
the prediction does not result from a fit, the agreement
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Figure 5. An overview spectrum of the 3v, band of '>?CHDj5. The upper trace shows the experimental spectrum (the spectrum has been
recorded with the Ziirich Fourier transform infrared spectrometer Bruker IFS prototype ZP 2001 [4,6,8,68,69] as decadic absorbance
lg(y/I) with the experimental conditions: absorption path length, 10 m; sample pressure, 3 mbar; instrumental resolution, 0.0027 cm™';
temperature, 80 K). The lower trace presents a predicted spectrum obtained with the use of parameters estimated on the basis of the

isotopic relations.

with experiment is more than satisfactory for the overall
pattern. One can see, however, that the wavenumber scale
at the bottom of Figure 4 is shifted by about 15.7 cm™!.
This difference of about 0.4% between the experimental
and calculated band centres of v, + v¢ can be considered
as a satisfactory agreement, remembering that the accuracy
of the isotopic relations was estimated to be within 0.1%—
0.2% for the harmonic frequencies of the vibrations and
somewhat less satisfactory for the anharmonic coefficients.
Thus, applying a constant shift, one obtains an adequate
prediction for the patterns which can be easily recognised
in the experimental spectra. In this way, the results of the
present paper can be helpful in the future in numerous
cases for the assignment of transitions in excited vibrational
states.

In further support of the above statements, we show in
Figure 5 a prediction for the second stretching overtone
band, 3vy, in the region 8560-8680 cm™! together with an
experimental spectrum recorded at ETH Ziirich with the
Bruker IFS 125 prototype (ZP 2001) at 80 K [4,6,8,68,69].
The bottom part of Figure 5 presents a spectrum obtained

with the spectroscopic parameters which have been esti-
mated from the isotopic relations without any adjustments
to the experimental data for CHD3. Again even in this high
energy range, the relative line strengths have been success-
fully calculated using only one dipole moment parameter.
A simple Doppler profile was used for the line shapes. The
prediction for the pattern of relative line positions is excel-
lent. Of course, the band centres are less well predicted by
the isotopic relations, the difference between experimen-
tal and predicted values of the 3v; band centre being about
30 cm™!. The accuracy of the isotopic relations is estimated
as 0.1%-0.2% for the harmonic frequencies and some-
what less for the anharmonic coefficients. Thus, a shift of
30 cm~! for the region of 8600 cm™! agrees with such
an estimate for the accuracy. A small part of the spectrum
shown in Figure 5 is presented in Figure 6. One can see
a more than satisfactory agreement between experimental
and predicted spectra. Small discrepancies in line strengths
can be explained by the line intensities in the simulated
spectrum being estimated using one dipole moment param-
eter only. These examples should provide ample illustration
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Figure 6. A small part of the high-resolution spectrum of the 3v; band of '?CHD; in the region of 8660-8670 cm™'. The lower trace

presents a predicted spectrum obtained with the use of parameters estimated on the basis of the isotopic relations. Assignments of

!

transitions, Jxr—Jy -, are shown: J, K, I' are the quantum numbers and symmetry of the upper ro-vibrational states; J, K, I'” are the
quantum numbers and symmetry of the lower ro-vibrational states (see refs. [4,6,8,68,69] for the experiments and also caption to Fig. 5).

for the potential usefulness of the present theory in helping
to assign spectra.

9. Conclusions

Using operator perturbation theory, the low-order Taylor ex-
pansion of the intramolecular potential hypersurface, and
symmetry properties of the C3, symmetric molecules in
the framework of the ‘expanded local mode’ approach, we
determined a set of relations which allow one to connect
different types of spectroscopic parameters (parameters of
diagonal blocks, Coriolis, and Fermi interaction parame-
ters) for various isotopomers of XYZ3 and also XY (C3,)
molecules. Numerous isotopic relations are derived for the
CH;D «<-CH4 and CHD; «<—CHy substitutions in methane.
We have illustrated the success of these relations with ex-
amples comparing spectroscopic experiment with theory.
The obvious advantage of the simple analytical relations
derived here is that they allow us to predict (or connect) di-
rectly the spectroscopic parameters of the effective Hamil-
tonians of different isotopomers, without passing through
expensive numerical calculations of energy levels using

the multidimensional potential hypersurface. The disadvan-
tages are related to the approximate nature of our results,
depending on the model Hamiltonian used here. In partic-
ular, the uncertainties for the parameters obtained with the
isotopic relations can be estimated to be between 0.1% and
0.4%. As a consequence, one finds a corresponding shift in
absolute band positions between predicted and experimen-
tal spectra. However, the relative accuracies of predicted
line positions are considerably better than their absolute
values (as demonstrated by the examples shown in Fig-
ures 4—6). The reason is an error of only 0.1%—0.4 % even
for the largest of rotational/centrifugal parameters which
leads to a small error in predicted spectral patterns com-
pared to the error in harmonic frequencies which leads to
shifts in the band centres.

The importance of our results can be seen in light of
the following observations. In the analysis of the high-
resolution ro-vibrational spectra of highly excited states,
it is often necessary to include many interacting vibra-
tional levels. In such a situation, there frequently arise
correlations between various parameters of the diago-
nal and the resonance coupling parameters in the blocks
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corresponding to the polyads of strongly coupled levels, as
given by Equations (39)—(45). These correlations then pre-
vent the unambiguous simultaneous determination of all the
parameters of the effective Hamiltonian to a fit of the ex-
perimental data. By using the numerous simple theoretical
relations derived in the present work, one can then remove
many of the correlations and ambiguities. Thus, it is pos-
sible to provide an analysis of spectra of one isotopomer
by using theoretical predictions obtained from the relations
to spectroscopic parameters of another isotopomer. It is
also possible to use the theoretical relations derived here
in a simultaneous analysis of spectroscopic data for several
different isotopomers. Finally, the theoretical relations de-
rived in the present work can also be used for a consistency
check of spectroscopic parameters derived independently
for different isotopomers. Thus, we think that the results of
the present work will prove useful in many spectroscopic
analysis in the future. Further interesting applications of the
general approach described here would concern '3C Substi-
tution in CHy, given the recent progress in the high resolu-
tion spectra and analysis of methane isotopomers [67—70].
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Appendix A. G-matrix elements for the C3,
symmetry group

—iy _
DGR =T (14850 PGy + (=18, ),

—i)/+1 _
DG, = SO (1= 265 0)(1+8x.0) ™ 2(Ban +
(_ 1)(./+3N+1)8m,—3N)>

Y

DGyp = %(Sm.3N+l + (=DYENDS, v,
RPVaS)

NGy = Sal l)ﬁ Gman+1 + (=DUBVS, _aniny),

Ggm
(N+1H{(—1)/3DEI
(=DUBMS, _3n12),

J _ (=t

DG 1+-1ypE = 77 Bmianiz +
_)UHINED
(=1 m

—i)
= %(sm,3N+2 +

‘—(3N+2))-

The index N takes the following values:

N=0,1,...,{J/3} for the states of 4, and 4, symmetry;
N=0,1,...,{(J— 1)/3} for the states of E symmetry.

The nomenclature of the rotational states is shown in Figure 2.

Appendix B. Symmetrised rotational operators

In this appendix, we present the first (with the degree €2 < 3) non-
zero irreducible rotational operators of the SO; and Cs, symmetry
groups that have been used in the present paper.

B.1. Rotational operators symmetrised in the SO;
symmetry group

In accordance with Equations (1)—(3), the symmetrised rotational
operators, R (0 < Q < 3, and 0 < K < 3), can be obtained in
the following form:

1 1
R =—J, = —E(JX —iJy) Jy|Jk) = 72(1(] +1)
—k(k + 1)2|Jk + 1)
1(1) 1 , 1
RV =7 = 72(1,6 +idy) J_|Jk) = 3(1(1 +1)
—k(k = 1) |Jk — 1),
R =y JolJkY = k|Jk)

(B.1)
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3, 1
22) _
R, 2 e %12

2(2)
R = 437 [Jo, J+],
R
Ry =J¢

1
R = ——J2, (B.2)

V3
3 5
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3 V15
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3(3) V3
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3
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1
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Ry = j:ﬁJZJi

1
3(1) 2
RO = 2y, (B.3)
0 ﬁ
where J2 =" J2

B.2. Rotational operators symmetrised in the Cs,
symmetry group

The use of the results of the above subsection in the general rela-
tions, Equation (5), allows one to determine rotational operators
symmetrised in the C;, group:

R — g — .

1(1,E) i
ROB - L —yy=1
: V2 *
1(1.E)
2 ﬁ( +) X ( )
r0A) _ I’
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3 1
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N
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Appendix C. Anharmonic part of the
intramolecular potential energy
surface of the XYZ;3; molecule

Here we present the anharmonic part of the intramolecular poten-
tial energy surface of the XYZ; molecule in symmetrised form:

Van = Vo + VS 4+, (C.1)

anh anh

where

3
Vi = D kingigiqi + Y kinnGi(@n G + 9390,
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+ E k)»/,l,l)(q)\.] Q;u CIVl
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4
V=Y Kijindid;qidm

i<j<l<m
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Appendix D. Symmetrised wavefunctions of the
doubly degenerate harmonic oscillator

(w0a)=|v0);

(v6p#0a) = %(w 6p) + v —6p)),

(v 6p ax) = —%uv 6p) — v — 6p));

(w6p+1e)= %av 6p+1) v —(6p+ D)),

(0 6p+1e) = (v 6p+ 1) + v — (6p + D))

7
(060 +2e) = (10 6p+2) + 0= 6+ )
(W6p+2 )= _/li(lv 6p+2) — v —(6p +2)));
(60 +3a) = (v 6p+3) =l = ©p + ),
(W6p+3a)= —ﬁuv 6p +3) + v — (6p +3));
©6p+4e)= (0 6p+4)+ 0= 6 -+4)
(W6p+de)= %(Iv 6p +4) — v — (6p +4),
©6p+5e) = 75(v6p+5) — 0= 6+ 5).
(v6p+5e)= —%(Iv 6p +5) + v — (6p + 5)).

Here, in the symmetrised functions (v /y), the value / > 0. At
the same time, functions |v /) are the eigenfunctions of a doubly
degenerate harmonic oscillator (see, e.g. Equations (I1.9) and
(II1.10) of Ref. [46]),and I = —v, —v + 2, —v + 4,...,v — 4,
v — 2, v in those, |v /), functions.
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