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A new program is described for fitting rotation-torsion energy levels in molecules like toluene, in which
the frame (CgHs) has C,, symmetry and the methyl top has C3, symmetry, i.e., for molecules where the
internal rotation barrier is expanded in cos6no, where o is the internal rotation angle and n=1,2,....
The program is based on the theoretical framework developed by Serensen and Pedersen in their appli-
cation of the Longuet-Higgins permutation-inversion group G, to the microwave spectrum of CH3NO,. It
is specifically designed for sixfold barrier molecules, and allows the user to select almost any symmetry-
allowed torsion-rotation term for inclusion in the fitting Hamiltonian. This program leads to a very suc-
cessful fit of transitions in the microwave spectrum of toluene characterized by J < 30, K, < 12, and by the
free-rotor quantum number |m| < 3. In these fits we included both published and rather extensive
unpublished new measurements, for which fits using other torsion-rotation programs have not been
very successful. The fit presented here uses 28 parameters to give an overall standard deviation of
7.4 kHz for 372 line frequencies, and results in a much improved value for the sixfold barrier for toluene,
Vs =13.832068(3) cal mol~".

Received 8 September 2009
Available online 29 October 2009

Keywords:

Toluene

Sixfold barrier
Internal rotation
Microwave spectrum

© 2009 Elsevier Inc. All rights reserved.

1. Introduction

Most torsion-rotation fitting programs consider an expansion
of the internal rotation barrier in cos3no, where « is the internal
rotation angle and n=1, 2, ..., since such an expansion applies to
the large class of molecules (like acetaldehyde) where the frame
(CHO) has a plane of symmetry. In this paper we are concerned
with molecules like toluene (CH3CgHs), where the frame (CgHs)
has C,, symmetry, and the internal rotation barrier requires an
expansion in coséna.

Wilson, Lin, and Lide wrote an early paper [1] on the group the-
oretical considerations necessary for treating a molecule like
CH3BF, under the assumption of a rigid top and rigid frame, and
came to the conclusion that a group of order 24 was appropriate.
Nearly a decade later, Longuet-Higgins showed in his paper intro-
ducing the concept of permutation-inversion (PI) groups [2] that
the correct group to use for this molecule is only of order 12 if
the top and frame are allowed to undergo structural distortions
during the internal rotation process. Serensen and Pedersen used
Longuet-Higgins’ ideas to develop the theoretical expressions and
computer program necessary for fitting the microwave spectrum
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of CH3NO; [3], and also confirmed the correctness of Longuet-Hig-
gins’ PI group Gy,. Much later these ideas were used as the starting
point for treatments of the infrared spectrum of CH3CH, [4] and
the S; «+ Sq electronic spectra of p-toluidene [5] and toluene [6,7].

In this paper we closely follow the approach of [3] to develop a
new computer program for fitting torsion-rotation levels in mole-
cules with a Csy, top and a G,, frame (and therefore, a sixfold bar-
rier), which allows the user to select essentially any symmetry-
allowed torsion-rotation term for inclusion in the fitting Hamilto-
nian. We then apply this program to fit a relatively large data set
containing old and new measurements of the microwave spectrum
of toluene.

Toluene was chosen for the first application of the program
since published and rather extensive unpublished data are avail-
able, and since fits of these data using other torsion-rotation pro-
grams available have not been very successful to date. Toluene is a
prolate asymmetric top with x = —0.59, and can be considered as a
prototype for molecules with nearly free internal rotation of a
methyl top with a sixfold barrier. The molecular structure, axis sys-
tem, and atom numbering used in the present work are shown in
Fig. 1.

The microwave spectrum of toluene was the subject of several
previous investigations [8-11]. In the seminal study for this mole-
cule, Rudolph et al. [8] assigned several low-] transitions in the
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Fig. 1. Schematic illustration of the molecular structure of toluene, showing also
the orientation of the axis system and the atom numbering used here. The
coordinate system used to define the quantities a? in Eqs. (1)-(3) has its origin at Cj,
so that the phenyl group has both an xz and a yz plane of symmetry. For positive Vg
and a sixfold potential of the form (1/2)Vg(1 — cos6a) the six equivalent minima
resulting from internal rotation of the methyl group will correspond to coplanar
orientation of the symmetry plane of the methyl group and the plane of the phenyl
ring, with one methyl proton in the plane of the ring. Alternatively, for a sixfold
potential of form (1/2)Vs(1 +cos6a) and again a positive Vs, the equilibrium
configuration will correspond to a perpendicular relative orientation of the methyl
group symmetry plane and the ring plane, i.e., the equilibrium configuration will be
that given by ab initio calculations and laser fluorescence experiments (see text).

m =0 and m =3 internal rotation states and measured the dipole
moment. Most importantly they derived the much cited value
Vs =13.94 £ 0.1 cal/mol = 4.88(3) cm™~! for the sixfold internal rota-
tion barrier. It should be noted, however, that their value was
determined from analysis of a specific splitting affecting m =3,
K =1 lines in the spectrum and was based on only two pairs of such
lines identified in the spectrum. Their results were supplemented
later by results for the deuterated [9] and the 3C [9,10] isotopo-
logues that allowed determination of the partial molecular geom-
etry of toluene. In the most recent study of the rotational
spectrum of toluene, the frequency ranges from 3.5 to 26.5 GHz
and 160 to 330 GHz were investigated with four different spec-
trometers [11]. In that study an analysis of the ground state
(m = 0) rotational spectrum of toluene was performed up to rather
high values of J < 92. Previous microwave spectroscopic work on
toluene has thus resulted in: a data set covering frequency ranges
from 3.5 to 26.5 GHz and 160 to 330 GHz; a determination of the
barrier height, partial geometry, and dipole moment; and a rather
complete analysis of the rotational spectrum of the m = 0 internal
rotation state.

The next natural step in studying the toluene spectrum was to
try to analyze the rotational spectrum of m # 0 states (m=1, 2,
and 3), lines of which were clearly present in records obtained in
the latest study [11]. Such an attempt was made by two of us
(ZXK. and H.M.) using the XIAM [12] and SPFIT [13,14] programs.
Although these programs allowed making assignments, which in
the majority of cases were confirmed by further analysis using
the new program described below, our m # 0 data could not be
fit to experimental error using either of the two programs.

In the present study we have fit within experimental error a
data set of 372 transitions with J < 30 belonging to m=0, 1, 2, 3,
and —3 states using 28 parameters, which gave an overall standard
deviation of 7.4 kHz. Because of the considerable gap between 26.5
and 160 GHz in the frequency range covered to date, we decided to
limit ourselves to J < 30 transitions, which constrained us to mea-
surements made in the frequency range from 3.5 to 26.5 GHz. In
the future we plan to supplement the presently available data set
by measurements in the 50-150 GHz frequency range, which will

permit us to go smoothly in J assignments from the lower fre-
quency range to higher frequencies. We note in passing that addi-
tion to the fit of high-J transitions already fitted in [11] for the
m = 0 state does not pose any problem for the new program.

The rest of the paper is organized as follows. In Section 2 we re-
view the group theoretical ideas necessary to take advantage of the
symmetry of this molecule. In Section 3 we give a brief description
of the structure of the computer fitting program. Experimental de-
tails and the data set treated here are described in Section 4. Sec-
tion 5 discusses qualitative understanding of the torsion-rotation
levels in toluene and Section 6 gives the fitting results and de-
scribes possible future work on this molecule.

2. Group theory

This section presents many of the ideas in [3], using in places,
however, somewhat different language and/or a somewhat differ-
ent level of detail.

2.1. Permutation-inversion group and coordinate transformations

At equilibrium, toluene belongs to the point group C;, but as is
now well known, when internal rotation of the methyl group
against the phenyl frame is considered, it becomes necessary to
use the permutation-inversion (PI) group G, shown in Table 1,
where the atom labels in Fig. 1 are used to indicate the permuta-
tion cycles. In addition, we use in Table 1 the shorthand notation
(ab) to represent the full set of eight permuted atoms in the phenyl
frame: (ab)(cd)(45)(67).

To set up symmetrized basis set functions and to determine
symmetry-allowed terms in the Hamiltonian operator, it is neces-
sary to apply these PI group operations to functions of the torsional
angle « and/or the three rotational angles y,0,¢. For this purpose,
we consider the usual [16] equation connecting laboratory-fixed
Cartesian coordinates R; for each atom to the center of mass R, to
the direction cosine matrix S~!(y, 0, ¢) relating the laboratory-fixed
X,Y,Z axes to the molecule-fixed x,y,z axes, and to a second direc-
tion cosine matrix S;'(2,0,0) describing rotation of the methyl
group,

Ri=R+S"(1.0.9)[S,"(%,0,00a’ - A(%). (1)

We define S{l(oc,0,0) to be the identity matrix for i # 1, 2, or 3, so
that a change in the internal rotation angle o does not affect the

Table 1
Character table for the permutation-inversion group® G;, appropriate for toluene
when internal rotation of the methyl group is feasible (see Fig. 1).

E (ab)(123) (123) (@ab)®  (23)*  (ab)(23)*  stat. wtS
14 24 7 14 3d g

A 1 1 1 1 5

Ay, 1 1 1 1 -1 -1 5

By 1 -1 1 -1 1 -1 3

B, 1 -1 1 -1 -1 3

E, 2 1 -1 -2 0 0 3

E, 2 -1 -1 2 0 0 5
E G 5] Gz Gy Cox Equivalent

rotation®

2 This PI group is isomorphic to the point groups Csy, D34, and Ds. Here we use a
notation that emphasizes the isomorphism with Cgy.

b (ab) in this table is a shorthand notation for the set of four permutations
(ab)(cd)(45)(67) in Fig. 1.

¢ This column gives the nuclear statistical weights for torsion-rotation levels of
the species indicated, for isotopically normal toluene, i.e., for 12C;!Hg.

9 These integers indicate the number of elements in each class. The classes of
order 2 contain the element shown and its inverse. The classes of order 3 contain
the element shown and two others obtained by replacing (23) by (12) and (13).

¢ As defined in [15]. See also Table 2 here.
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phenyl frame atoms. For the present paper, we ignore small-ampli-
tude displacement vectors, and consider the a? to be constant vec-
tors in an initial coordinate system that puts Crat the origin, the Cp~
C, bond along the z axis, and all atoms except H, and Hs in the xz
plane, as shown in Fig. 1. We also consider the methyl group to have
Cs3, symmetry for the purposes of defining coordinates, so that

0 —s[2n/3)(i - 1),0,0a} )
for i=1,2,3. The position of the center of mass A, defined by
A(0,0,0) = (l/M)Z,vm,Si’l (2,0,0)a?, 3)

is in principle a function of «, but for the symmetrical structure cho-
sen to define our coordinates, A is in fact a constant vector lying
along the z axis.

Table 2 gives the transformations of torsional and rotational
coordinates corresponding to the generating operators (ab)(123)
and (23)* for the group in Table 1, as well as for the alternate set
of generators (ab), (123), and (23)*. The equations above can be
used [16] to show that substitution of these transformations on
the right side of Eq. (1) does indeed lead to the desired PI operation
on the left.

2.2. Allowed terms in the torsion-rotation Hamiltonian

A general expression for the Hamiltonian we use may be writ-
ten as follows:

H=(1/2) 3 Binparo [Jijgj;’]gp;cos(azsa) n cos(3sa)p;}§lgjgﬁ"]

knpqrs
#(1/2) 5 B [ 2P sin(3t) + sin3eapi iR,
npqrt
(4)

where the Bypqrs: are fitting parameters; p, is the angular momen-
tum conjugate to the internal rotation angle «; J..J,.J, are projec-
tions on the x,y,z axes of the total angular momentum J. Allowed
terms in the torsion-rotation Hamiltonian must be of species A,
in the group G, of Table 1, must be Hermitian, and must be invari-
ant to the time reversal operation (which for a molecule with an
even number of electrons is equivalent to the complex conjugation
operation). Since all individual operators pg,Jx.Jy.JzJ% cos3sa and
sin3to used in Eq. (4) are Hermitian, all possible terms provided
by Eq. (4) will automatically be Hermitian. Therefore, we need only
check the terms for symmetry species and time reversal require-
ments. Table 3 gives the G;, symmetry species for the basic opera-
tors in Eq. (4), as well as their symmetry under time reversal. By
using this table, we find, for example, that both (J], +JJ;)sin3
and (J,Jx +JyJ;)cos3a are Hermitian, invariant under time reversal,
and of species A;, so each represents a possible term in the Hamil-
tonian. On the other hand, J,sin6o and (JJ, +J,Jx) each fail one of
these criteria, and so cannot occur in the torsion-rotation
Hamiltonian.

Table 2
Transformation properties® of the torsion and rotation® variables under various
operations of the PI group in Table 1.

E o 2.0,

(ab) -7 xtmo,¢

(123) o+ 273 2.0,¢

(ab)(123) o —27[6 x+m0,p

(23)* - T—yn—0n+d

¢ When the transformations of o, y, 0, and ¢ from a given row in this table are
substituted into the right side of Eq. (1), the PI operation on the left of that row is
obtained on the left of Eq. (1). (See [16] for more details.)

b Transformations of the rotational angles are used to determine the equivalent
rotations [15] given in Table 1.

Table 3
Symmetry species I' in G, and time reversal symmetry (+) or (—) for some torsional
and rotational operators.

r Torsional® Momenta® Laboratory©
A cos6o; (+) JxJvJz

Ay sin6or (+) Jz (=) P (=) Hxo [y, Mz

B, cos3a (+) Jy (=)

B, sin3o (+) Jx (=)

E; exp(xio)

E, exp(+2ia)

@ The column headed Torsional contains trigonometric functions of the torsional
angle.

" The column headed Momenta contains the torsional angular momentum and
the molecule-fixed components of the total angular momentum operator.

¢ The column headed Laboratory contains the laboratory-fixed components of the
dipole moment operator and of the total angular momentum operator.

2.3. Determination of the sign of Vg

Serensen and Pedersen were the first to recognize that the sign
of Vs can be determined from microwave spectra [3] when certain
torsion-rotation operators allowed in G, but forbidden in the group
G4 proposed earlier for molecules with a sixfold barrier [1] be-
come important, e.g., J,[pssin(3a) + sin(3o)p,] and Jy[pcos(3o) +
cos(3a)p,]. In their treatment of the CD3NO, spectrum, they
considered two potential functions, one of the form (1/2)Vs
(1 — cos6a), the other of the form (1/2)Vg(1 + cos6a). The first of
these has a minimum energy of 0 at o = 2nn/6 for integer n, and
a maximum energy of Vg at o =(2n + 1)7t/6 for integer n, whereas
the second has a maximum energy of Vs at o =2nmn/6 for integer
n, and a minimum energy of 0 at o= (2n+ 1)x/6 for integer n.
Serensen and Pedersen found [3] that the standard deviation of
their fits with the two different sign choices differed by a factor
of 5, when 67 lines with J < 10 were included, and that this differ-
ence rose to a factor of 100 when high-J lines were added. The sign
in the sixfold potential function can thus be determined from a fit,
and structural information about the methyl group orientation can
be obtained, which is quite different from the corresponding sign
in the threefold potential function appropriate for methanol-like
molecules. We now give a slightly more pictorial description of
how this happens.

From a physical point of view, the two terms in the preceding
paragraph arise because of changes in the perpendicular Coriolis
energy contributions caused by various bond-length and bond-an-
gle relaxations that occur during internal rotation of the methyl
group. These terms must be added to the Hamiltonian because
such structural relaxations along the internal-rotation path are
neglected in the highly symmetric definition of the internal-rota-
tion motion implied by Egs. (1)-(3). The influence of these two
Coriolis terms on the rotational energy levels of toluene can be
understood qualitatively as follows. If the potential energy func-
tion has the form (1/2)Vs(1 — cos6a), then the equilibrium confor-
mation occurs at o =0 and the top of the well occurs at 7/6, so
that the Jy[p,cos(3a)+ cos(3a)p,] term is nonvanishing at the
bottom of the well while the J,[p,sin(3x) + sin(3a)p,] term is non-
vanishing at the top. This corresponds to a b-axis Coriolis contri-
bution to the energy at the bottom of the well (in the coordinate
system of this paper) and a c-axis contribution at the top. If, on
the other hand, the potential energy function for toluene has
the form (1/2)Ve(1 + cos6a), then the equilibrium conformation
occurs at o = 7/6 and the top of the barrier occurs at o =0, corre-
sponding to a c-axis Coriolis contribution to the energy at the bot-
tom of the well and a b-axis contribution at the top. These two
“gyroscopic” situations are physically different, and can thus be
distinguished by examining the standard deviation of fits of
torsion-rotation transitions.
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Consider next for comparison the case of acetaldehyde CH;CHO,
with o =0 defined as the configuration where H; of the methyl
group eclipses the O of the aldehyde group. If the potential energy
function has the form (1/2)V3(1 — cos3«), then the bottom of the
well occurs at oo =0 and the top occurs at o = 7t/3. If the potential
energy function has the form (1/2)V5(1 + cos3«), then the bottom
of the well occurs at o= /3 and the top at o= 0. Thus for either
sign choice in the V5 potential, Jy[p, sin(3o)+ sin(3a)p,] is zero
and J,[py cos(3a) + cos(3a)p,] is non-zero at both the bottom and
the top of the well, i.e., the two different forms of the potential
function allow a b-type Coriolis contribution and forbid a c-type
contribution to the energy at both the top and bottom of the well.
The “gyroscopic” situations for the two forms of the V3 potential
function can therefore, not be distinguished simply by examining
the quality of fits to torsion-rotation transitions.

Further discussion of the determinability of the potential func-
tion sign as well as of our fitting results for toluene for both sign
choices is presented in Section 6.

2.4. Basis-set functions for the two-step diagonalization procedure

In both diagonalization steps of the present computer program,
we do not actually make use of the full PI group G;,, but operate
implicitly with a subgroup Gg of this group that does not distin-
guish between the subscripts 1 and 2 on the A and B species. This
group is isomorphic with the point group Cg, and has the advan-
tage, as explained in the footnotes of Tables 4 and 5, that symmetry
species identification and multiplication can be carried out using
integer arithmetic modulo 6, i.e., using arithmetic involving “only”
the integers 0, 1, +2, and 3.

Table 4 gives the character table for this Gg group, which can be
seen to contain complex characters. Since the introduction of sym-
metry species with complex characters leads to some changes in
the real group-theoretical equations most familiar to molecular
spectroscopists, we give in Table 5 the multiplication table for
the species of Gg in Table 4. We also note that Table 4 contains
two “separably” degenerate E species [17]. Briefly, a separably
degenerate E species is a reducible doubly degenerate representa-
tion with real characters that contains two irreducible non-degen-
erate representations with complex characters. Based on group-
theoretical considerations alone, the two irreducible representa-
tions with complex characters would be assumed to have different
energies at some level of measurement accuracy, but the time
reversal symmetry operation (which is essentially the operation
of complex conjugation for systems with integral electron spin) re-
quires them to have equal energies. We use the idea of separably
degenerate species here only to avoid redundant energy

29

Table 5
Multiplication? table for species of the subgroup G of G, needed to understand basis
set construction in the two-step diagonalization procedure used here.

r A B | E;_ Ey. E,
A A B Ei. E, Es. E,
B B A E, Ep. E, Ey.
Ei+ Ei+ E, Ea. A B Ei_
Ei_ Ei Ex+ A Ex Ev B

Ene Ey. E, B Ey. E, A

E; Ey Ei+ Ei_ B A Ea+

@ This multiplication table can be constructed simply by adding ¢ values of the
two symmetry species in a product to obtain the final ¢ value, i.e.,
o(I'y x T'2)=0a(I'1) + 6(I'y), where a(I") is defined in Table 4.

In the first diagonalization step we consider separately blocks in
the Hamiltonian matrix characterized by a given value of ; and K
in the basis set [exp(6s + a,)iaz] [KJM), where s is a positive or neg-
ative integer, so that the torsion-rotation (tr) symmetry species T
in Gg of all basis functions in any block is given by

"T ='T(a;) x "T(K)
oy = 0y + 0, modulo 6,

(5a)
(5b)

where ¢, is taken from the torsional basis function and ¢, =0 or 3
for even or odd values of K, respectively (see Table 4).

In the second diagonalization step we must consider together
all functions of different K having the same torsion-rotation sym-
metry “T" (i.e., having the same o). Tables 4 and 5 indicate, for
example, that basis set functions [exp(6s+ oy)ix] |[KJM) having
0:=0 and K=even must be put in the same “I"=A matrix
(o4 =0) as functions having o,=3 and K= odd, or that torsion-
rotation basis functions having ¢,=+1 and K = even must be put
in the same I" = "E;, matrix (o, =+1) as functions having ¢, = -2
and K = odd, etc. Because separably degenerate species correspond
to degenerate energy levels for a Hamiltonian without external
fields, it is only necessary to diagonalize blocks with “T" = A, Eq,,
E,., and B in the second step, corresponding, respectively, to our
choice of g4=0, 1, 2, and 3 in the program.

2.5. Torsional and rotational labels for eigenvectors after the first
diagonalization

For the internal-rotation Hamiltonian with a sixfold barrier,

H = Fp2 + (1/2)Vs(1 + cos 6a), (6)

we can consider two limiting cases for the torsional labels, just as
for the threefold barrier problem. In the high barrier limit, all levels

computations. of interest are well below the top of the barrier Vj, and their ener-
Table 4
Character table for the subgroup Gg? of G, needed to understand basis set construction® in the two-step diagonalization procedure used here.
c @! @ c Ct c exp(6s + op)io |KjM>
r &(I) E (ab)(123) (123) (ab) (123) (ab)(123)? o K
A 0 &> =2 =2 &0 &> &0 0 Even
E. +1 &0 &t &2 &3 ot &5 +1
Ei_ =1l &2 Gt &2 g3 ot &> =il
Eas +2 & g2 g4 & g7 g* +2
E, =2 &0 &2 g &0 &2 g =2
B 3 g2 & 2 & e & 3 0dd

2 This PI group is isomorphic to the point group Cs, with the PI elements along the top of the table corresponding to C%, with p=0, 1, 2, 3, 4, and 5. Every element is in its
own class. All irreducible representations are therefore non-degenerate, and some have complex characters. The irreducible representations with complex characters can be
combined in pairs to give reducible representations with only real characters (e.g., E; =E;+@® E;_ or E; =E;. & E;_). These are called separably degenerate E species. To
illustrate the simple structure of the character table, all characters are expressed as powers of ¢ = exp( — 27i/6). The exponents n of ¢" in the column headed by (ab)(123)
define an integer o(I") = n modulo 6 associated with each irreducible representation I" of this PI group.

b The last two columns indicate the symmetry species of torsional functions of the form exp(6s + &,)io, where s and o, are integers, and of the symmetric-rotor functions
with even and odd K. Note that the o, values in the exp(6s + )i column agree with the ¢(I") values in the same row.
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gies are essentially those of a harmonic oscillator, given by (v + 1/
2)hv, with v = (36FVs)""? (when F and V; are in their appropriate SI
units). In the low-barrier limit, all levels of interest are well above
the top of the barrier, and their energies are essentially those of a
particle on a ring, given by Fm? Molecules with a sixfold barrier
and a CHs top are normally close to the low-barrier limit, so we
have used m as a torsional label at all stages of our fitting program.
(Note, however, that replacing the CHs top in any given molecule by
a much heavier CF3 top, could result in a change from low-barrier to
intermediate or high barrier.)

The m labeling scheme after the first diagonalization step is
based on energy ordering, rather than on eigenfunction composi-
tion. The exact scheme is as follows. For the lowest eigenvalue in
a matrix characterized by g,=0, 1, 2, or 3, we choose m = g;. For
the next four eigenvalues in ascending energy order, we choose
m=o,—-6, 0,+6, g, — 12, o.+12. Extension of the m labels to
higher eigenvalues follows the same pattern. While the m labeling
scheme described above provides a unique and easily programmed
set of labels, the m label for a given level does not always corre-
spond to the m = 6s + g, value of the torsional basis function with
the largest coefficient in the eigenfunction for that level. This is
especially true for states with m =3, 6, etc,, i.e,, for 0 #m=3
or 6 modulo 6.

K labels for eigenfunctions after the first diagonalization are
automatic, since each matrix in the first step is characterized by
a fixed value of K.

2.6. Torsional and rotational labels for eigenvectors after the second
diagonalization

The labeling scheme after the second diagonalization begins by
using eigenfunction composition to determine the m state (as de-
scribed above) to which a particular level belongs, and then uses
the usual asymmetric-rotor energy ordering scheme to assign rota-
tional K, K. labels within a given m state. Our asymmetric-rotor Kg,
K. labels are thus based on energy ordering. They are unique and
easily programmed, but they frequently do not correspond to the
K value of the rotational basis function with the largest coefficient
in the eigenvector when such a dominant component exists. Some
additional aspects of the torsion-rotation labels described above
are discussed in Section 5.

Because our K labels after the second diagonalization are based
on energy ordering, rather than on eigenvector composition, inten-
sities for transitions between all eigenvectors in each pair of J and
J’ manifolds are calculated in the program (see Section 3), to pre-
vent overlooking strong transitions involving unexpected changes
in m or K.

2.7. Recovery of the 1 and 2 subscripts on the A and B functions after
the second diagonalization

It is sometimes desirable to put the 1 or 2 subscript on a given
eigenfunction from the “T" = A or B symmetry block, i.e., it is some-
times desirable to work with symmetry species of the full G;, PI
group. This can be done by taking the expectation value of the
symmetry operation (23)* since an expectation value of +1 indi-
cates A; or By, while a value of —1 indicates A, or B,. Of course,
if an A;/A, pair or a B;/B, pair is degenerate to within machine
round-off error, then the eigenvectors returned by the diagonaliza-
tion algorithm will be random linear combinations of the subscript
1 and 2 states, leading to expectation values of +p and —p, respec-
tively, where —1 <p< +1. The magnitude of p will approach unity
only if the splitting is orders of magnitude larger than machine
round-off error. These incompletely resolved degeneracies will
arise frequently and systematically for high-K, states with small
asymmetry doublings.

Table 2 indicates that for our first-stage basis set of
[exp(6s + oy)ia] |KIM), the matrix elements of (23)* are given by
Egs. (7a) and (7b), respectively, for basis functions with ‘A
(o,=0) and ‘B (o, = 3) torsional symmetry:

(A;SK'] | (23)" | 'AisK]) = 8(s', —s)o(K', —K) (1) ¥ (7a)
(‘B:s'K'] | (23)" | 'B;sKJ) = (', —s — 1)s(K', —K)(=1Y 7. (7b)

Applying Egs. (7a) and (7b) to the second-stage eigenfunctions, we
calculate in our program the expectation value for (23)* for g,,=0
and 3 and thus determine A;/A; and B;/B; labels for non-degenerate
states.

3. Structure of the computer program

The computer program uses the two step diagonalization proce-
dure of Herbst et al. [18], similar to that implemented in BELGI
[19,20]. In the first step a set of torsional calculations is per-
formed with a relatively large torsional basis set of the form
exp[(6s + a,)io] for each value of K in the range —Jimax < K < +maxs
and for each of the four different values of isig=0; (isig=0,
+1, +2, +3). In this step only Hamiltonian matrix elements diagonal
in K are considered, and usually only the main purely torsional ef-
fects together with the torsion-rotation coupling about the inertial
a axis are taken into account. In the second step a reduced torsional
basis set is used, which is obtained by discarding all but the lowest
several torsional eigenfunctions for a given K and isig from the
first step. Although the size of the basis set in the first step can
be varied by choosing a value for ktronc (where |s| < ktronc),
and the number of torsional eigenfunctions kept in the second step
may be varied by choosing a value for nvt, we currently use 21 ba-
sis functions in the first step and 9 in the second, as it is often done
in fits using BELGI [21]. In the second step, a separate matrix of
dimension (2] + 1)*nvt x (2] +1)*nvt is built for each pair of
(isig=ay, J) values, and all desired asymmetric-rotor and tor-
sion-rotation K mixing effects are taken into account.

In the Hamiltonian matrix of the second diagonalization step
we group together basis set functions of given K value, in contrast
to BELGI, where the basis set functions are grouped by torsional
quantum number. Because interaction terms are normally limited
to some maximum value of |AK|, this leads to a banded structure
for the matrix, which becomes more pronounced as J increases,
and which permits the use of efficient diagonalization routines that
take advantage of this special matrix structure. We use the DSBRDT
routine from the Successive Band Reduction (SBR) package [22] to
reduce the banded matrix to tridiagonal form and then use the cor-
responding LAPACK [23] routines to get eigenvalues and eigenvec-
tors of the obtained tridiagonal matrix.

In the program, matrix elements for specific terms in the gen-
eral expression of Eq. (4) are calculated, which the user selects
via sets of k, n, p, g, 1, s, t integer indices in the input file. During
input, each set of k, n, p, q, 1, s, t integer indices is checked for con-
formity with time reversal and symmetry requirements, to prevent
accidental introduction of symmetry-forbidden terms into the
Hamiltonian. It is also possible at input to define a linear combina-
tion of several different terms as a sum with fixed coefficients, with
that sum then being multiplied by one fitting parameter. A conven-
tional weighted least squares fit is carried out, with special treat-
ment for blended transitions, where an intensity-weighted
average of calculated (but experimentally unresolved) transition
frequencies is put in correspondence with the measured
blended-line frequency.

Intensity calculations for rotation-torsion transitions are simi-
lar to those in BELGI [20,21]. Such intensity calculations are partic-
ularly important for the low-barrier case of toluene, because
normal asymmetric-rotor selection rules are not always a good
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guide for deciding the strongest lines. For this reason, the program
calculates all possible AK,, AK, transition frequencies and intensi-
ties allowed by symmetry in G, for a given pair of upper and lower
state J values, and displays all transitions with intensities above a
user-set cutoff.

A convenient check of the program code for many of the higher-
order terms was obtained by verifying that eigenvalues E and W of
the Hamiltonians H and H(1+pH), respectively, satisfy W= E(1 + BE)
to machine round-off error. For example, if

H=F(P, — ,ojz)2 +(1/2)Vs(1 — cosba) (8)
has eigenvalues E;, and if

H+pH* =F(P,—pJ,)*+(1/2)Vs(1 —cosbu)
+BF? (P, — 4P, p],+ 6P, p*J — 4P, p*J; + p*J)
+BFVs(Py— pJ.)* — (1/2)BFVe{(Ps— pJ,)*,cosboc}
+(1/8) V(3 — 4cosbo+cos120), 9)

where {A,B} = AB + BA, has eigenvalues E; + pEZ, then there is a high
probability that all terms in these two expressions are correctly pro-
grammed. Because of the peculiarities of our two-step diagonaliza-
tion algorithm, where some operators are included in the first step,
with a larger torsional basis set, while others are introduced only in
the second step, with a truncated torsional basis set (as described
above), the numerical check to machine round-off precision de-
scribed in this paragraph is possible only if the torsional basis set
is not truncated in the second step. Furthermore, agreement to ma-
chine round-off error could not be achieved for a (variable) range of
the highest-energy eigenvalues because eigenvalues of the square
of an operator with off-diagonal matrix elements are not exactly
equal to the square of eigenvalues of that operator, when those
eigenvalues are determined by diagonalizing matrices set up in a
truncated basis set.

It is our intention, after this program has been tested by appli-
cation to a few more example molecules, to make it available for
general use on the PROSPE website [20].

4. Experimental

The ground state (m = 0) data used in this work are a subset of
the measurements published in [11], in that only transitions with
J < 30 and K,< 12 were used. The higher m measurements were
made with three of the spectrometers used in [11]. The majority
of the measurements were carried out at room-temperature with
two different Fourier transform (FT) waveguide instruments in
Kiel. Transitions in the 8-18 GHz region were measured with a
spectrometer using a rectangular absorption cell and capable of
automatic scanning [24,25]. The scanning feature was crucial in
commencing the assignment since it allowed recording of broad
regions of the spectrum centered on successive relevant multiples
of (B + C). Those regions were expected to contain the free-rotation
bandheads formed by low-] R-branches and were the key to initial
assignment of the higher m states. Transitions in the 18-26.5 GHz
region were measured with a Fourier transform waveguide spec-
trometer employing a 36 m long circular waveguide cell [26]. This
region was used to confirm the assignment of lower-/ R-branch
transitions and both regions were used in searches for Q-branch
transitions.

The third spectrometer was the pulsed supersonic expansion
Fourier transform cavity spectrometer in Warsaw [27], operating
at 2-18.5 GHz. Although the efficiency of cooling obtained on
supersonic expansion is so high that it normally prohibits observa-
tion of vibrationally excited transitions in this spectrometer, there
is a special case when those transitions involve a lower state of

symmetry having different nuclear spin statistics from those of
the ground state. This phenomenon of cooling of populations to
the lowest A-symmetry and lowest E-symmetry states allowed
observation of strong m=1 transitions in the supersonic
expansion.

For weighting purposes in the least squares fits, where we take
weight= (1/uncertainty)?, transitions in the data set were
assigned a frequency uncertainty of 2 kHz for the supersonic
expansion measurements and 5 kHz for the waveguide FT mea-
surements. For weaker transitions, uncertainties were increased
to 4 kHz for supersonic expansion and 10, 20 or 50 kHz for wave-
guide data.

5. Qualitative understanding of the energy levels

The low-barrier torsion-rotation energy levels of toluene for
various m states can be understood qualitatively by examining lev-
els obtained from an approximate Hamiltonian containing only the
lowest-order torsional and rotational terms and having the z axis
along the principal a axis,

H=F(P, - pJ,)* + (1/2)Vs(1 + cos6a) + AJ> + BJ> + -, (10)

together with the concept of an approximate effective rotational
Hamiltonian H,,(rot). For each m, we obtain the effective rotational
Hamiltonian by taking the expectation value of Eq. (10) in a free-ro-
tor basis set to obtain [28]

Hp(rot) = (m|H|m)
= (1/2)Vs + Fm® — 2Fpm], + BJ; + CJ>
+(A+p?F);. (11)

We will compare the approximate energy levels from Eq. (11) with
those calculated from constants obtained from our global fit and
plotted against J(J + 1). The four panels of Fig. 2 show such calcu-
lated toluene levels for |m| =0, 1, 2, and 3, though the levels dis-
played are actually reduced levels of the form E(m, J, K)-
0.5(B+ C)J(J + 1), so that a large part of the J-dependence has been
removed.
For m=0, Eq. (11) becomes

Hy(rot) = (m = 0|H|m = 0)
=(1/2)Vs + B2 + > + (A+ p°F)J2 (12)

which, as is well known [28], has the form of an asymmetric-rotor
Hamiltonian with Aep=A + p°F. For toluene, the Aer modification is
slight. Our fitting results give a value of Agz=0.1911 cm™! (which is
in complete agreement with the asymmetric-rotor fit carried out for
m’'=m’” =0 transitions in [11]), as well as p*F=0.0066 cm~! and
A=0.1845cm™".

For low-] levels, where the term (1/2)(B — C)(J2 — J;) represent-
ing asymmetric-rotor effects can be neglected, the eigenvalues E of
Eq. (12) give rise to reduced energy levels of the form

E(,K) = (1/2)(B+O)J( +1) = (1/2)Vs + [Aey — (B+C)/2]K?,
(13)

where K is the angular momentum projection along the principal
a axis. As the eigenvalue of J, in Eqgs. (10) and (11), K is taken in
this section to be a signed quantity. Fig. 2(a) does indeed show,
as expected from Eq. (13), a series of nearly straight, nearly
horizontal lines, with the line beginning on the left with a
point at J=K having an approximate reduced energy of (1/
2)Ve + [Aegr — (B+ €)[2]K% Deviations from horizontal straight line
behavior at low K are due to asymmetric-rotor effects. Asymme-
try splittings can be seen for K=7 and below on the scale of this
figure.
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Fig. 2. Reduced energy levels E-(1/2)(B+ C)J(J + 1) for torsional states of toluene with m=0, 1, 2, and +3 plotted against J(J + 1) (though the abscissa is labeled in J), as
calculated from our program. Most of the reduced energy levels can be organized into nearly straight, nearly horizontal lines. The lowest-J level of each horizontal line is
circled, and K labels are given near the circled points where space permits. These K labels are determined by setting K = J for the circled points. Panel (a) shows that the circled
levels for m = 0 increase in energy as K2. Panels (b) and (c) show that these levels for m = 1 and 2 fall on curves resembling a parabola tilted to the right. Panel (d) shows that
the circled levels for |m| = 3 fall on a similar tilted parabolic curve, except that a gap of (1/2)Vs~2.5 cm ™! has been opened at J = 0 by the sixfold barrier term (see text). Levels
on the part of the tilted parabola starting below the gap in panel (d) are called m = +3 levels in the program. Levels starting above the gap are called m = —3. Torsion-rotation
energy levels with m = 0, +3, and —3 belong to non-degenerate A symmetry species in G, and their K values are unsigned, indicating that a pair of K A levels have the same
energy on the scale of this figure. Torsion-rotation energy levels with m = 1 and 2 belong to doubly degenerate E species. K values on the left limb of the inclined parabolas in
panels (b) and (c) are all negative (for positive m), while those on the right limb are all positive. Note also how the parabolas gradually become wider on going from m = 0 to

|m| =3.

For the |m| =1 states, Eq. (11) becomes
Hiq(rot) = (m = £1|Hjm = £1)
= (1/2)Vs + FF2pH, + A+ p* P2 + B2 + 2. (14)
Interactions between m = +1 and —1 states vanish, since
(m=F1Hm=4+1) =0, (15)

which is just an expression of the fact that matrix elements of cos6o
within the two |m| =1 torsional states vanish. Thus, for the |m|=1
states, we need consider only m =+1 by itself, since: (i) the upper
and lower signs in Eq. (14) give rise to the same expressions when K
takes all values —] < K< 4/, and (ii) m=+1 and —1 do not interact.
However, the presence of the term linear in J, in Eq. (14) means that
eigenvalues of Eq. (14) will not resemble those of an asymmetric rotor.

For low-J levels, where asymmetric-rotor effects can be ne-
glected, the eigenvalues E of Eq. (14) for m = +1 give rise to reduced
energy levels of the form

E(JLK) — (1/2)(B+ C)J( + 1) = (1/2)Vs + F — 2pFK + [Aqg

— (B+0)/2)K?, (16)

where K is again taken to be a signed quantity. This expression can
be compared with the low-] m = +1 reduced energy levels calculated
from our fitting constants and shown in Fig. 2(b). As predicted by
Eq. (16), most reduced energy levels in this figure organize them-
selves into nearly straight, nearly horizontal lines, whose |K| value
can be determined from the lowest J value (left-most point on the
line). Furthermore, the curve connecting the first point of each
straight line, i.e., the curve connecting the circled J = [K| levels in
Fig. 2(b), has the form of an inclined (and distorted) parabola,
whose lowest point is predicted (by differentiating Eq. (16) with re-
spect to K) to occur at K~ + pF[[Agr — (B + C)/2] = 1.6. This predic-
tion is in reasonable agreement with Fig. 2(b), where the two lowest
lines for m = +1 have K= +1 and K = +2. More information on parab-
olas can be found in related discussions [29,30] of nearly free-rotor
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torsion-rotation energy levels plotted against K. Note finally that
the splitting patterns of these J = |K| levels cannot be forced into
an asymmetric-rotor-like pattern, since normal asymmetry split-
tings (as in Fig. 2(a)) nearly vanish when J = |[K|, whereas no pairs
of nearly degenerate J = |K| levels with the same |K| can be found
in Fig. 2(b).

Using arguments similar to those for |m| = 1, the reduced energy
level expression for |m| =2 is found to be

E(,K) — (1/2)(B+ O)J(J + 1) = (1/2)Vs + 4F — 4pFK + [Ayy
— (B+0)/2)K? (17)

This expression can be compared with Fig. 2(c), which gives the
|m| = 2 reduced energy levels obtained from our fit. Eq. (17) predicts
that the reduced energy levels in Fig. 2(c) will organize themselves
into straight horizontal lines, with the lowest-energy point of the
inclined parabola connecting the circled ] = |K| levels occurring at

~ +2pF|[Agr — (B+ ()[2] = 3.2. This predicted behavior is again in
reasonable agreement with the observed behavior in Fig. 2(c),
where the two lowest lines for m = +2 have K= +3 and K= +4. The
|m| = 2 splitting patterns can also not be forced into an asymmet-
ric-rotor-like pattern.

For |m| =3 the calculation of the effective rotational Hamilto-
nian is somewhat different [28], because Vscos6a has nonvanishing
matrix elements within the |m| =3 torsional states (i.e., between
m=+3 and m=-3), leading (when this term dominates other
interactions) to sum and difference torsional eigenfunctions. With-
out this interaction we obtain from Eq. (11) the effective rotational
Hamiltonian

Hys(rot) = (m = £3|H|m = +3)
= (1/2)Vs + 9F F 6pF], + (A+ p*F)J2 + B2 + (.
(18)

Introduction of the (1/2)Vscos6a interaction between the close-ly-
ing m = £3 components, gives the off-diagonal matrix elements

Hs(rot) = (m = £3|H|jm = 53) = (1/4)Vs, (19)

and leads to a 2 x 2 diagonalization, giving the pair of effective rota-
tional Hamiltonians

Hs. (rot) = (1/2)Vs + 9F + (A+ p*F)J> + Bl: + (J;
+[(1/16)V2 + 36F2p2] /2. (20)

The square root in Eq. (20) will obviously give rise to rather compli-
cated energy level patterns for |m| = 3 levels. Some simplification of
Eq. (20) can be achieved when either the Vs term or the FpJ, dom-
inates, since then the square root can be expanded in a Taylor series,
but these cases will not be considered here since neither term dom-
inates for toluene.

Eq. (18) would predict a diagram very similar to Fig. 2(b) and
(c), with the lowest point on the parabola occurring for K ~ 4.7.
The effect of the off-diagonal (1/2)Vscos6a interaction in Eq. (19)
is to open up a gap of (1/2)Vs between the K=0 levels with
m=+3 and m = —3 and to slightly modify the shape of the inclined
parabola. This is in good qualitative agreement with our calculated
|m| =3 levels, as shown in Fig. 2(d).

Up to this point we have been considering torsion-rotation lev-
els in Fig. 2 only for low J. As is well known, at very high J and very
low K,, the rotational levels of a prolate asymmetric-rotor regroup
themselves into K. clusters [31]. The same phenomenon occurs
here, as illustrated by the torsion-rotation levels at the bottom
right in each of the four panels of Fig. 2, but the K. spacings are
slightly modified by torsion-rotation interaction. The spacing can
be understood by considering a Hamiltonian with the z axis along
the principal c axis, i.e., by performing (x, y, z) — (¥, z, x) on Eq. (10)
to obtain

H =F(P, - pl,)* + (1/2)Vs(1 + cos6a) + Al + BJ% + (>
= (1/2)Ve + FP} + (1/2)(Aeg + B)* + [C — (1/2)(Aeg + B))J?
—2FpP,J, + (1/2)(Aey — B)(I)Z< —]ﬁ) + (1/2)Vegcos6oa.
(21)

(Since K is now the projection of J along the principal c axis, we call
it K. in this paragraph to avoid confusion.) A second-order perturba-
tion calculation (with the last three terms in Eq. (21) as the pertur-
bation), gives a value of 2.24 cm™! for the spacing between the
K.=19 and 20 toluene levels with m = 2 and J = 20. This value differs
by only 2% from the value of 2.20 cm~! calculated by the program.
This good agreement demonstrates that the K,,K. labels used in the
program have their usual connection to asymmetric-rotor energy
level patterns and selection rules for levels with high J and high
K.. The various panels in Fig. 2 indicate, however, that the K,K; la-
bels used in the program do not have their usual asymmetric-rotor
meaning for levels with low J and low K,. Since there is no K, K.
labeling scheme which will provide straightforward physical mean-
ing for the whole range of rotational quantum numbers, we use in
the program (and in the tables of line frequencies below) the unique
and simply automated labeling scheme described earlier, while rec-
ognizing that these K,,K. labels from the program must be changed
in an appropriate way when trying to extract qualitative under-
standing of the energy level pattern for some ranges of rotational
quantum numbers.

6. Discussion of the molecular constants determined in the fit

Table 6 presents the m = 1, 2, 3 and m = +3 < m = —3 transition
frequencies of toluene used in the least squares fit, together with
their assignments, measurement uncertainties and observed-
minus-calculated (o—c) residuals. The m =0 lines can be found in
[11]. (All lines included in the fit and their residuals are given in
the computer output in the archived material.) Transitions in Ta-
ble 6 are grouped into spectroscopic branches. The random distri-
bution of residuals along these branches suggests that any
quantum number-related model inadequacies are below measure-
ment accuracy. An overview of the results in Table 6 is given in Ta-
ble 7, where measurements are divided on the left according to
upper and lower torsional state, and on the right according to as-
signed measurement precision. It can be seen that we have satis-
factory observed-minus-calculated residuals for each category of
lines, although there is somewhat better ] quantum number cover-
age and more measured lines for m = 0 and +3 states, than form =1
and 2 states. This slight disproportion is a consequence of: (i) fre-
quency range limitations, (ii) the previous very thorough study of
the m=0 spectrum, and (iii) the energy level structure of the
m =+3 state (see Fig. 2d), which puts many Q-type transitions
within the frequency range of our current study.

Table 8 gives the set of molecular constants determined in the
fit, both in the Byupqrs: Notation of Eq. (4) and in a more descriptive
notation [32]. Although a great deal is known about the low-order
constants of toluene from previous work, some additional remarks
are of interest. It can be seen that our set of 28 constants consists of
2 pure torsional constants, 8 pure rotational constants, and 18 tor-
sion-rotation interaction constants. In terms of the ordering
scheme introduced by Nakagawa et al. [33], which is extensively
used for torsion-rotation Hamiltonians with threefold barriers
(see for example [21,32]), we have used terms up to 8th order, with
the number of terms distributed between the n =2, 4, 6, and 8 or-
ders as 5, 14, 8, and 1. This is consistent with the number of deter-
minable parameters of 5, 15, 32, and 59 for n=2, 4, 6, and 8, as
calculated from the difference between the total number of sym-
metry-allowed Hamiltonian terms of order n and the number of



34

Table 6

Assignments?,

measured transition frequencies®,

from the fit for m =1, 2, and #3 states.
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and observed-calculated residuals®

Sym’ ] K&’ K¢ Sym” ]’ Ka” Kc” Frequency MHz o—c kHz
m=1

E1l 3 2 2 El 3 0 3 9262.3282(10) 6.2
E1l 4 2 3 El 4 0 4 10933.4502(5) 6.2
E1l 5 2 4 El 5 0 5 13585.9639(5) -5.0
E1l 6 2 5 El 6 0 6 16888.9835(5) —-3.7
E1l 7 2 6 El 7 0 7 20452.0941(5) -9.4
E1l 8 2 7 El 8 0 8 24054.7970(5) -4.0
E2 2 1 2 E2 1 0 1 8480.8605(2) -0.5
Efl 3 0 3 El 2 0 2 12399.1203(2) -0.9
E1l 4 0 4 El 3 0 3 16004.8103(2) 1.5
E1l 5 0 5 E1 4 0 4 19453.4022(5) 6.0
Efl 6 0 6 El 5 0 5 22877.8998(5) 29
E1l 7 0 7 El 6 0 6 26323.3065(5) 35
E2 4 1 3 E2 4 1 4 8955.1421(10) -10.5
E2 5 1 4 E2 5 1 5 11995.8529(5) 0.1
E2 6 1 5 E2 6 1 6 15669.3021(5) 2.1
E2) 7 1 6 E2 7 1 7 19596.7464(5) -2.5
E2 8 1 7 E2 8 1 8 23516.9640(5) —-4.2
E2 3 1 3 E2 2 1 2 12292.1155(2) 1.3
E2 4 1 4 E2 3 1 3 15834.1902(2) 22
E2 5 1 5 E2 4 1 4 19301.7052(5) 5.6
2 6 1 6 E2 5 1 5 22779.2947(5) 48
E2 7 1 7 E2 6 1 6 26268.4603(5) 42
E2 4 1 3 E2 3 1 2 17879.7694(2) 0.6
E2 5 1 4 E2 4 1 3 22342.4015(5) 1.7
E2 6 1 5 E2 5 1 4 26452.7376(5) 0.5
E2) 2 2 1 E2 1 1 0 8584.3803(2) -0.4
El 3 2 2 El 2 1 1 13103.3936(2) -1.0
Efl 2 1 1 E1l 1 1 1 8613.5419(2) -0.8
E2 3 2 1 E2 2 2 1 12930.5248(2) -1.2
E1l 4 2 3 El 3 2 2 17675.9299(4) -0.9
E1l 5 2 4 El 4 2 3 22105.9273(5) 6.2
E1l 6 2 5 El 5 2 4 26180.9212(5) 6.0
E1l 5 2 3 El 4 2 2 21957.8667(5) 5.2
E1l 6 2 4 El 5 2 3 26695.9192(5) 6.2
E1l 3 3 1 E1l 2 2 0 12894.2410(2) -2.6
E2 4 3 2 E2 3 2 1 17344.1273(4) -2.1
E1l 6 2 4 El 6 2 5 11606.8165(20) 0.7
E1l 7 2 5 El 7 2 6 13239.1058(10) -2.2
E1l 8 2 6 El 8 2 7 16044.7996(50) 39.9
E1l 9 2 7 El 9 2 8 19712.6112(20) -9.6
E1l 10 2 8 El 10 2 9 23809.9313(20) -15.9
E2 9 3 6 E2 9 3 7 15946.2065(20) -13.0
E2 10 3 7 E2 10 3 8 17105.9352(10) 9.0
E2 1 3 8 E2 1 3 9 19578.7349(10) -7.8
E1l 4 3 1 E1l 3 3 1 17240.7550(4) -2.3
E2 4 4 1 E2 3 3 0 17202.7294(4) -39
E1l 5 4 2 El 4 3 1 21629.4650(5) -14
E2 5 3 3 E2 4 3 2 21855.9046(5) -14
E2 6 3 4 E2 5 3 3 26489.6701(5) -0.5
E2 6 3 3 E2 5 3 2 26118.7716(5) -1.1
E1l 5 5 1 E1l 4 4 0 21510.7065(5) -53
E2 6 5 2 E2 5 4 1 25927.3926(5) -6.3
E1l 6 4 3 El 5 4 2 26073.3138(5) -0.6
E1l 14 4 10 E1 14 4 11 22877.6780(50) -20.1
E2 5 4 1 E2 4 4 1 21549.5355(5) -2.8
E2 6 6 1 E2 5 5 0 25818.4078(5) -10.8
E2 15 5 10 E2 15 5 11  24628.6842(20) 11.8
E1l 6 5 1 E1l 5 5 1 25857.7234(5) -8.8
m=2

E1 4 0 4 El 3 0 3 16650.3153(5) 4.5
E1 5 0 5 El 4 0 4 20024.7641(5) 2.6
E1l 6 0 6 El 5 0 5 23276.7219(5) 0.5
E1l 2 1 2 E1l 1 0 1 8506.5453(5) —-43
E2 3 1 3 E2 2 0 2 12685.1587(5) -0.7
E2 2 1 1 E2 1 1 1 8546.1911(5) 2.0
E1l 3 1 2 E1l 2 1 2 12843.5234(5) 3.6
E2 4 1 3 E2 3 1 3 18067.7461(5) 5.1
E1l 2 2 1 E1l 1 1 0 8558.4457(5) 1.0
E2 3 2 2 E2 2 1 1 12853.1851(5) -1.2
Efl 4 2 3 El 3 1 2 17272.4147(5) -1.1
E2 5 1 4 E2 4 1 3 22807.7538(5) 5.2
E2 5 1 4 E2 5 1 5 7980.2960(5) 16.0
E2) 6 1 5 E2 6 1 6 12196.5462(10) 10.3

Table 6 (continued)

Sym’ ] Ka' Kc Sym” ]’ Ka” Kc” Frequency MHz o—c kHz
E1l 32 1 E1 2 2 1 12856.4233(5) -3.1
E2 4 2 2 E2 3 2 2 17200.4659(5) -14
E1l 5 2 3 El 4 2 3 21888.3302(5) 2.6
E2 3 3 1 E2 2 2 0 12857.8606(5) 1.0
E1l 4 3 2 El 3 2 1 17176.8127(5) -4.9
E2 5 3 3 E2 4 2 2 21602.0872(5) -1.9
E1l 7 2 5 El 7 2 6 8201.6323(10) 2.6
E1l 8 2 6 El 8 2 7 11720.0595(10) 7.8
E1l 9 2 7 El 9 2 8 16043.6560(20) 30.7
E1 6 2 4 El 5 2 3 26835.8920(5) 3.8
E2 9 3 6 E2 9 3 7 8393.5233(10) -1.8
E2 10 3 7 E2 10 3 8 10678.2165(10) 5.1
E1l 4 4 1 E1l 3 3 0 17160.2968(5) -0.5
E2 5 4 2 E2 4 3 1 21493.4136(5) -39
E1l 6 4 3 El 5 3 2 25915.0748(5) -24
E2 4 3 1 E2 3 3 1 17166.1039(5) -1.6
E1l 5 3 2 El 4 3 2 21527.0910(5) -1.0
E2 6 3 3 E2 5 3 3 26076.8963(5) -1.1
E2 5 5 1 E2 4 4 0 21464.2653(5) 1.8
E1l 6 5 2 El 5 4 1 25806.7500(5) -14
E1l 1 4 7 El 11 4 8 9653.7309(10) 4.0
E1l 12 4 8 El 12 4 9 10446.0553(10) -20.3
E1l 13 4 9 El 13 4 10 12575.8724(10) -14
E1l 5 4 1 El 4 4 1 21475.2409(5) -1.6
E2 6 4 2 E2 5 4 2 25844.6009(5) -29
E2 6 5 1 E2 5 5 1 25783.9441(5) -0.7
il 6 6 1 E1 5 5 0 25769.0899(5) 0.0
E2 14 5 9 E2 14 5 10 11738.9981(10) -0.6
E2 15 5 10 E2 15 5 11 12316.9362(10) 16.7
E2 16 5 11 E2 16 5 12 14168.9632(10) -9.5
m=3

Al 20 1 19 A2 20 0 20 8566.7622(5) 1.2
A2 21 1 20 Al 21 0 21 9427.5950(10) -3.6
Al 22 1 21 A2 22 0 22 10289.4040(10) -1.7
A2 23 1 22 Al 23 0 23 11149.3240(10) -3.0
Al 24 1 23 A2 24 0 24 12004.9952(10) 12.7
A2 25 1 24 Al 25 0 25 12854.3920(5) 0.0
Al 28 1 27 A2 28 0 28  15350.1059(10) 3.7
A2 2 1 1 Al 1 0 1 7967.0542(5)" -29
B1 3 1 2 B2 2 0 2 12604.6570(5) -0.9
A2 5 3 3 Al 5 0 5 9095.6028(10) -2.6
B2 2 2 0 Bl 1 1 0 8577.8119(5) -1.9
Al 32 1 A2 2 1 1 12013.2625(5)¢ =27
B2 4 2 2 Bl 3 1 2 16787.3770(5) —4.7
Al 5 2 3 A2 4 1 3 21558.8323(5) 0.0
B1 20 2 19 B2 20 1 20 8566.7622(5) -3.0
B2 21 2 20 B1 21 1 21 9427.5950(10) -5.4
B1 22 2 21 B2 22 1 22 10289.4040(10) -2.5
B2 23 2 22 Bl 23 1 23 11149.3240(10) -3.3
B1 24 2 23 B2 24 1 24 12004.9952(10) 12.6
Al 2 2 1 A2 1 1 1 9086.8284(5)¢ 3.7
B2 3 2 2 Bl 2 1 2 12779.7250(5) -0.5
B2 5 2 4 Bl 4 1 4 20787.3809(5) -0.8
Al 7 3 4 A2 7 1 6 14726.7553(10) -17.2
Al 5 2 3 A2 5 1 5 8907.1705(10) 9.2
Al 5 0 5 A2 4 1 3 12641.8804(10) 11.6
A2 6 3 3 Al 6 1 6 11348.4271(20) -36.2
B2 17 3 14 BI 17 2 15 17230.2461(10) -9.1
Al 12 4 9 A2 12 2 10 8283.8315(10) 0.6
A2 13 4 10 A1l 13 2 11 10116.9392(10) -23
Al 14 4 11 A2 14 2 12 11955.2468(10) 4.3
A2 15 4 12 Al 15 2 13 13768.4827(10) 6.4
Al 16 4 13 A2 16 2 14 15534.8515(10) 1.1
A2 3 3 1 Al 2 2 1 13685.1489(5)¢ 2.3
B1 4 3 2 B2 3 2 2 17212.9680(5) 1.2
A2 5 3 3 Al 4 2 3 21689.4823(5) -23
B2 6 2 4 Bl 6 2 5 9191.5159(10) 14.4
B1 7 2 5 B2 7 2 6 13508.8314(10) 9.9
B1 3 3 0 B2 2 2 0 12978.1748(5) -0.2
B1 5 3 2 B2 4 2 2 20975.8900(5) -1.5
B1 12 3 9 B2 12 3 10 8075.5276(10) 0.0
B2 13 3 10 B1 13 3 11  10002.1513(10) 1.4
B1 14 3 11 B2 14 3 12 11894.2178(10) -1.9
B2 15 3 12 BI 15 3 13 13736.9888(10) -1.0
B1 16 3 13 B2 16 3 14 15519.0073(10) -12.3
B2 4 4 0 Bl 3 3 0 17504.6262(5) -2.6
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Table 6 (continued)
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Sym’ ] Ka' K¢ Sym” J' Ka” Kc” Frequency MHz o—c kHz Sym’ ] Ka Kc Sym” J' Ka” Kc” Frequency MHz o—c kHz
Al 5 4 1 A2 4 3 1 2040400195 _09 A2 4 1 3 Al 3 1 2 18151.0691(5) 24
B2 6 4 2 Bl 5 3 2 25251.3970(5) _31 Al 5 1 4 A2 4 1 3 226439567(5) 05
Al 4 4 1 A2 3 3 1 18339.0350(5) 16 Al 2 1 2 A2 1 1 1  7977.7921(5) 43
B2 5 4 2 Bl 4 3 2 217782628(5) 26 A2 3 1 3 Al 2 1 2 119549221(5) _37
B2 8 4 4 Bl 8 3 5 11540.1694(10) 242 Al 4 1 4 A2 3 1 3 159194783(5) _25
Bl 9 4 5 B2 9 3 6 12847.4094(10) -39 A5 1 5 Al 4 1 4 198698834(5) ~19
B2 104 6 Bl 10 3 7 15103.1536(10) 16 Al 6 1 6 A2 5 1 5 23807.0282(5) 27
A2 17 4 14 Al 17 3 15 172380231(10)  -92 Al 5 1 4 A2 5 1 5  83632376(10)  -49
A2 19 4 16 Al 19 3 17 204056316(20)  —6.3 A2 6 1 5 Al 6 1 6 11658.1096(10) 133
Bl 7 5 2 B2 7 3 5 11707.2490(10) —13.1 Bl 10 2 8 B2 10 2 9  84732851(10) —132
Bl 7 5 2 B2 7 3 5 11707.2409(20) -212 B2 11 2 9 Bl 11 2 10 11610.0573(10) 1.0
Al 8 5 3 A2 8 3 6 133935743(10) 112 Bl 3 2 2 B2 2 2 1 128128261(5) 43
Bl 10 6 5 B2 10 4 6  94959485(10)  —12 B2 4 2 3 Bl 3 2 2 17063.1099(5) 05
B2 116 6 Bl 11 4 7 11119.4047(10) 26 Bl 5 2 4 B2 4 2 3 212958534(5) —01
Bl 126 7 B2 12 4 8 12593.9917(10) 038 B2 6 2 5 Bl 5 2 4 25507.0299(5) 0.1
B2 13 6 8 Bl 13 4 9  14043.0591(10) 12.1 B2 3 2 1 Bl 2 2 0 12892.0270(5) 25
Bl 146 9 B2 14 4 10 15510.0435(10) 31 Bl 4 2 2 B2 3 2 1 17260.0325(5) _38
B2 15 6 10 Bl 15 4 11 16931.0419(20) 26 B2 5 2 3 Bl 4 2 2 216854289(5) 19
A2 8 5 4 Al 8 4 5 10975.0034(10) 166 Bl 6 2 4 B2 5 2 3 261759618(5) 0.4
Al 9 5 5 A2 9 4 6 132128309(10) 108 A2 4 3 1 Al 3 3 0 17144.8780(5) 0.9
Al 115 7 A2 11 4 8 18153.3049(10) 18 Al 5 3 2 A2 4 3 1 21456.0109(5) 55
A2 14 5 10 Al 14 4 11 26035.0939(50) 128 A2 6 3 3 Al 5 3 2 25787.6472(5) 02
A2 5 5 1 Al 4 4 1 230527093(5) 14 Al 4 3 2 A2 3 3 1 17140.6250(5) 30
Bl 6 5 2 B2 5 4 2 26506.2276(5) ~13 A2 5 3 3 Al 4 3 2 21441.1666(5) 23
A2 6 5 1 Al 5 4 1 24852.0239(5) ~03 Al 6 3 4 A2 5 3 3 257483042(5) ~19
Al 7 4 3 A2 7 4 4  96456970(10) —10.8 Al 15 3 12 A2 15 3 13  9789.6866(10) 12
A2 5 5 1 Al 5 4 1  81953487(10) 32 A2 16 3 13 Al 16 3 14 13169.6608(10)  -53
Al 125 7 A2 12 5 8  85930173(10)  -0.1 Al 17 3 14 A2 17 3 15 17084.4930(10) 7.0
A2 135 8 Al 13 5 9 113266102(10) 26 A2 18 3 15 Al 18 3 16 214188830(10)  -09
Al 145 9 A2 14 5 10 138128818(10) 11 Al 19 3 16 A2 19 3 17 25984.0791(10) 7.2
A2 15 5 10 Al 15 5 11 15945.1104(10)  —9.1 Bl 5 4 2 B2 4 4 1 21439.5091(5) 6.2
A2 8 6 2 Al 8 5 3 12121.0905(10) 6.7 B2 6 4 3 Bl 5 4 2 25747.1714(5) 29
Al 9 6 3 A2 9 5 4 111145309(10) 8.8 B2 19 4 15 Bl 19 4 16 9032.6251(10)  -58
A2 10 6 4 Al 10 5 5 11193.2896(10) 83 BI 20 4 16 B2 20 4 17 12273.9621(10) 2.4
Al 116 5 A2 11 5 6 124482405(10) 115 B2 5 4 1 Bl 4 4 0 21439.7281(5) 13
A2 126 6 Al 12 5 7 14660.7734(10)  -2.6 Al 235 18 A2 23 5 19 88653682(10)  -38
Bl 23 6 17 B2 23 5 18 171751262(10)  —42 A2 245 19 Al 24 5 20 120763057(10)  —1.2
Bl 29 6 23 B2 29 5 24 20814.0646(20)  -3.7 Al 6 5 2 A2 5 5 1 25739.3154(5) 117
B2 19 6 14 Bl 19 5 15 19614.5295(20)  —0.5 A2 6 5 1 Al 5 5 0 25739.3154(5) ~02
Al 6 6 1 A2 6 5 1 111658759(10) 6.4 33

B2 10 7 4 Bl 10 6 5  10506.5090(10)  —8.0 Al 22 0 22 A2 22 4 18 15970.8547(10) 5.4
il 7 5 B 118 6 G 32 A2 23 0 23 Al 23 4 19 13852.9884(10) 6.1
B2 127 6 Bl 126 7 122451335(10) 05 Al 24 0 24 A2 24 4 20 11479.6572(10) 7.6
A2 227 16 Al 22 6 17 14668.1114(10)  —74 RS =R . el 154
Al By 7B 286 18 12200 =l Bl 22 1 22 B2 22 5 18 15973.7345(10)  —46
Bl 156 9 B2 15 6 10 21611.7102(20) =03 B2 23 1 23 Bl 23 5 19 13853.8788(10) 6.4
B2 15 70 8 Bl 1> 69 - 89558813(10) 2a Bl 24 1 24 B2 24 5 20 11479.8750(10) —15.7
Bl 16 7 9 B2 16 6 10  91433928(10) 8.8 B2 25 1 25 Bl 25 5 21 89565853(10)  —29.1
&8s 1A 187 i SR =7 Al 16 0 16 A2 16 7 10 11579.2446(10) 6.1
Al e 1l M 197 13 1BEER oS A2 221 21 Al 22 7 15 11251.3890(10) 109
BI 21 8 13 B2 21 7 14 14581.6366(10) 12 N o hm m w6 e 10
o Be 8 Al 187 8 RIS 107 Bl 26 2 24 B2 26 8 18 15458.6873(20) 15.8
A I A 20 S B2 27 2 25 Bl 27 8 19 137922804(10) —168
Al 218 14 A2 21 7 15 131150151(10) 47 B o o b m THeamn o
L2 289 1 m e 1 1ZdaEd) =iy B2 22 2 21 Bl 22 8 15 11726.6687(20) 8.1
LB 289 1 m 288 15 1Z2lIEi) =& Bl 23 2 22 B2 23 8 16  8088.9963(10) 19.8
Bl 24 9 15 B2 24 8 16 145369535(10) —135 B D6 M oo 1 LeeamElin 06
AL 15 8 7 A2 15 8 8 9360.0884(10) {02 Al 28 3 26 A2 28 9 20 11241.2957(10) 14.1
g; }s g ; gf }3 g g }gggzggg‘igg; 421'2 A2 293 27 Al 29 9 21 79745918(20)  -45
B 159 5 B 18 9 10 1aesa0410) s Al 27 3 24 A2 27 12 15 10526.6805(10) —13.6
Al 22 10 13 A2 22 9 14 14203.6053(10) 209 m=+3— -3

o Al 21 6 15 A2 21 1 20 114384671(10) —105
B2 0 2 B2 1 0 1 SS1321745) 82 R R
73 0 3 B 2 0 2 228N =3 B2 16 9 8 Bl 16 1 16 10564.4233(10) 6.1
Bt 4 0 4 B2 3 0 3 16877.7193(5) -2.8 Al 18 11 7 A2 18 1 17  81243007(10) 14.1
B2l 0FE 5 BIE A H0R 4 20061.6415(5) =13 A2 19 11 8 Al 19 1 18 14479.9208(50) 465
H 6 0 6 B 5 0 5 2EEINE =03 B2 22 12 11 Bl 22 2 20 96692884(10)  —69
A2 2 1 1 Al 1 1 0  90974572(5) 03 A2 21 10 12 Al 21 2 20 100529627(10) 0.3
a3 1 2 M@ 2 1 1 HERIEE) =1l Bl 28 8 21 B2 28 2 27 11141.5703(10) 32

(continued on next page)
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Table 6 (continued)

Sym’ J  Ka' Kcd Sym” ]’ Ka” Kc” Frequency MHz o—c kHz
B2 29 8 22 Bl 29 2 28 14012.7732(10) 7.5
B2 26 11 16 Bl 26 3 24 11167.1221(10) —-6.2
B1 29 14 16 B2 29 4 25 10964.8262(10) -1.7
Al 30 12 19 A2 30 4 27 8732.9536(10) -3.7

@ The eight assignment columns give the upper state () torsion-rotation sym-
metry in Gy, and J, K, K. rotational quantum numbers followed by the same
quantities for the lower state (”).

P The measurements are given in MHz; their uncertainties are given in kHz in
parentheses. Measurements for m = 0 transitions can be found in [11].

€ The o-c values are residuals in kHz from our final least squares fit. The full fit is
given in Table S1 of the electronic supplementary information.

4 The m=+3, K=+1 doublet lines of the type that were used in [8] for barrier
determination from their splitting. Note that m = —3 lines of this type have tradi-
tional K, labels (essentially because m= -3 levels with /=K in Fig. 2 increase
monotonically in energy, similar to m =0), but that m = +3 lines of this type are
given non-traditional K, values by the labeling algorithm of the program (see text).

symmetry-allowed contact transformation terms of order n—1
[33].

There is a correlation problem involving the F and p parameters
that should be discussed in connection with Table 8. Initially the
parameter p was treated in the fit as an adjustable parameter. (This
is the way the p parameter is treated in BELGI [19,20].) Neverthe-
less in our final fit we decided to use the form shown in Table 8,
where the F(P, — pP,)? +AP§ part of Eq. (10) is regrouped as

Table 7
Summary of the least squares fit.

Organized by torsional state Organized by measurement precision

m* m?* # ¢ mms?  unc® # jj- rms?
0 0 91 30 3.7 2 26 5 15
1 1 58 15 8.0 4 6 5 3.1
2 2 44 16 7.4 5 169 30 3.4
-3 -3 46 24 4.6 10 147 30 8.3
+3 +3 107 29 8.3 20 19 29 14.5
+3 5=3) 33 30 13.5 50 5 21 29.6

2 Upper and lower state free-rotor quantum number m.

> The number of transitions in a given category. The total number of transitions is
379, some of which are blended.

¢ The maximum J in a given category.

4 The root-mean-square obs-calc residual for a given category in kHz. The overall
rms is 7.4 kHz and the overall weighted rms is 0.75.

¢ The assigned measurement precision for a given category in kHz.

 The number of measured lines in each category. Some of the lines correspond to
blended transitions. The total number of different line frequencies is 372.

FP2 + (A + p?F)P? — 2FpP,P,, with the corresponding fitted param-
eters in the program being Booooz00=F, Boiooio0=—2Fp and
Bo200000 = Aer — 1/2(B + C), instead of F, p and A —1/2(B+C). The
two forms give an identical root-mean-square (rms) deviation of
the fit, but the regrouped constants are less correlated, i.e., when
F, p and A — 1/2(B + C) are floated, F and p are highly correlated
with each other (correlation coefficient —0.9997) as well as both

Table 8
Fitted parameters from the toluene |m| < 3 data set.
ntr? Operator® Parameter™© Value® (cm™1) Eq. (4) term®
220 P2 F 5.466956(51) Booooz00
211 PP, —2pF —0.379765511(92) Bo1oo100
202 P2 Actt — (1/2)(B+C) 0.1199611083(65) Bo200000
P (1/2)B+0) 0.0711555699(17) B1onooco
Pg 71’? (1/2)(B-C) 0.01281837326(83) Boo20000 — Booo2000
440 (1/2)(1+cos6a) Vs 4.83783617(94) (1/2)(Booooooo * Boooooz0)
431 PP, Om 0.07238(11) x 103 Bo100300
(1/2){P,sin3a)P. D3 ~8.5536(26) x10 Booo101
422 PiPZ F —0.3677(13) x 10°° B1o00200
p2p? Fx —3.592(27) x 10~ Bo200200
(1/2)(PaPy + PyPg)cos30t Dsab 0.2048(18) x10~3 Bo110010
413 P,P.P? o 0.11250(16) x 10~ B1100100
P,P3 Pk 0.1279(43) x 10 Bo3zoo100
(1/2){Pa, (P — P2)}P,, Poe 0.05124(18) x10°° Bo120100 — Bo102100
404 —p* Ay 0.0041957(98) x 10~° —B2000000
_p2p? A 0.012096(71) x 106 —B1200000
—Pf} Ak 0.02647(22) x 107 -Bo4oo000
_2P2(P? — P?) 5 0.0013451(28) x 1076 —2(B1020000 — B1002000)
_{P?, (P2 — P2)} Sk 0.014971(44) x 10°¢ —2(Bo220000 — Bo202000)
651 Pzpa D 2.268(11) x 107 Bo100s00
642 pPip2 Fmk —0.1848(30) x 107© Bo200400
PAp? Foy 0.00198(14) x 10°° B1000400
P%cos6o Ve —5.5186(11) x 1076 B1000020
(1/2)(PyPc + PcPp)sin6o Depe 8.6517(68) x10° Boo11002
633 pp3 Pk 0.0330(18) x 107 Bo3zo00300
624 PPt Fri —~1.036(54) x 107° Bo4oo200
p2p2p? Fk 0.1244(81) x 10~° B1200200
853 psp3 o — -1.97(16) x 107° Bosoos00

2 n=t+r, where n is the total order of the operator, t is the order of the torsional part and r is the order of the rotational part, respectively.

b (A B} = AB + BA. The product of the operator in the second column of a given row and the parameter in the third column of that row gives the term actually used in the
torsion-rotation Hamiltonian of the program. The numerical value of the parameter determined in the present least squares fit is given in the fourth column of that row.

¢ Parameter nomenclature based on the subscript procedures of [32]. Note, however, that a few higher-order parameters differ by a factor of 2 from Table 2 of [32] to

simplify their correspondence to the coefficients Bynpgrs: in the Hamiltonian of Eq. (4).

4 All values are in cm~". Statistical uncertainties are shown as one standard uncertainty in the last two digits, type A, k=1 in the notation of [36].
€ This column is included as an aid to the reader in understanding how the terms of the Hamiltonian are coded in the program. If each Bynpqrs: coefficient in this column is
multiplied by its appropriate partner expression from Eq. (4) and then artificially set to +1.0, the operator in column 2 is obtained.
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Table 9

Comparison of selected fitted parameters with previous results.
Parameter This work Previous work Refs.
Ve (cm™1) 4.83783617(94) 4.88(3) [8]
Vs (cal mol™1) 13.8320679(27) 13.94(10) [8]
F (MHz) 163895.2(15) 166726.46% [8]
p 0.03473281(32) 0.03436362° [8]
Aer=A+Fp*> (MHz)  5729.53387(21) 5729.47685(22) [11]
B (MHz) 2517.475482(57) 2517.478322(52) [11]
C (MHz) 1748.905156(56) 1748.856375(43) [11]
A (kHz) 0.12578(29) 0.125438(14) [11]
A (kHz) 0.3626(21) 0.37914(58) [11]
A (kHz) 0.7935(65) 0.8101(27) [11]
5 (kHz) 0.040324(85) 0.0401403(48)  [11]
ok (kHz) 0.4488(13) 0.44741(17) [11]

2 Calculated in [8] from an assumed value of I, = 3.14 uA2,
> Given by I,/l,, where I,=Vq+1I,, and I', results from A’ =5729.325(60) MHz
fitted in [8].

being correlated with A — (1/2)(B+C) (correlation coefficients
+0.994). No large correlation between the Boooo200, Bo1oo100 and
Bo2ooo0o parameters is observed in the regrouped case.

In Table 9 we compare some of our parameters with previ-
ously determined values [8,11]. The presently determined height
of the sixfold barrier, Vs =4.8378362(9)cm™!, is in good agree-
ment with Vg =4.88(3) cm™! determined by Rudolf et al. [8]. The
33 transitions of the m=+3 < m= -3 type that were measured
and fit in the present study add considerably more confidence
to the Vg value, since the gap between m =+3 and m = —3 states
is known to be directly connected to the height of the sixfold po-
tential barrier. This is a rather different situation from that in [8]
where the splitting in two pairs of J=3 < 2, jm| =3, |[K| =1 transi-
tions constituted the basis for evaluation of V. Even though tran-
sitions of this type are no longer the sole basis for the
determination of Vg we have also considerably extended mea-
surements of such transition pairs, and remeasured the four tran-
sitions from [8] at the greater precision offered by the waveguide
FTMW spectrometer used in the present study. The pertinent
transitions are identified in Table 6 and are also listed separately
in Table S2. We note finally that a number of very different
exploratory fits of the present data set gave Vg values that were
stable at the level of 107> cal/mol, even though the F values from
these fits differed by as much as 8%. We hope that addition of
transitions with higher m values (see below) will give an F value
that is as stable as the present Vg value.

J=21

LL|H‘L| .L]] AL |

The values of Agy, B, C, and the quartic centrifugal distortion
constants are in good agreement with those from the recent
m =0 study [11]. The level of the current understanding of the low-
er-/ room-temperature spectrum of toluene is illustrated in Fig. 3.
All R-type transitions in the plotted spectra are accounted for up to
|m| =5, even though the current fit is up to |m| <3. All but the two
strongest lines in the /=2 < 1 region appear to follow an approx-
imate intensity profile consisting of two free-rotation type wings,
one to low- and the second to high-frequency from the free-rota-
tion band center at 2(B+ C)=8532.7 MHz (see Fig. 12.14 of [34]
for an oblate top case). In the ] = 3 «— 2 region there is a much larger
number of strong lines to high-frequency from the corresponding
band center at 3(B + C ) =12799.1 MHz, although there is a discern-
ible clustering of unassigned |m| > 5 lines around this frequency.

It is also of considerable interest to discuss the cos3o and sin3o
structural relaxation terms determined in our study and the possi-
bility of determining the sign of the Vs potential term from micro-
wave data alone. Although our fit of the current data set does
indeed prefer the plus sign in the sixfold potential function, the dif-
ference between fits with plus and minus signs is not very pro-
nounced. The fit with a plus sign gives an rms deviation of
7.4 kHz, whereas the fit with a minus sign gives an rms deviation
of 8.9 kHz. Moreover, if several m =2 Q-type transitions from the
region where m=1 and m = 2 levels start to overlap are excluded,
then a fit without any cos3« or sin3 relaxation terms at all can be
obtained with only a slightly larger rms deviation of 9.9 kHz,
meaning that these structural relaxation terms are only marginally
important for the current dataset. The explanation for this fact pre-
sumably lies in the relative lack of Am # 0 interactions in the cur-
rent data set. From the point of view of the Hamiltonian matrix, the
cos3a and sin3a relaxation terms appear as AK=1 interaction
terms between different m states, and it is expected that these
terms will be most important in the region with overlapping en-
ergy levels from |m|=1 and |m| = 2. (Serensen and Pedersen had
numerous transitions involving levels in such overlap regions
when they determined the sign of Vg in their nitromethane study
[3]). In our current dataset only a few m = 2, Q-type transitions fall
in the region with overlapping |m|=1 and |m|=2 energy levels,
and probably many more transitions from this region will have
to be included in the fit before we can see striking differences be-
tween fits with the plus and minus sign choice in the potential
function.

Summarizing this issue we can say that the present microwave
data set does not allow a determination of the sign of the Vg poten-
tial function with good confidence from the rms deviation of the fit.

J=32

IJ JII.

LT

i

---4

|

3 -3

3 \ | 1
2 0 -3 2 |22
cale. |
3
2

AR | - - - - I & 5 & 5 ]

8500 8550 12800 12850 12900
frequency /MHz frequency /MHz

Fig. 3. Comparison of the observed room-temperature rotational spectrum of toluene in the vicinity of two successive low-] bandheads of R-type transitions with a
calculation from the current fit. Dashed lines indicate assigned Q-type transitions falling in these regions and the diamond symbols mark lines that are in the current fit.
Values of m are marked for all transitions with |m|<3. The remaining strong lines in the prediction are for |m|=4 and 5 and are seen to have clear counterparts in the spectrum,

although |m|>4 transitions are outside the scope of the present stage of the analysis.
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Nevertheless, the sign of Vs preferred by our current fit, which cor-
responds to the equilibrium configuration in which one hydrogen
atom of the methyl top is perpendicular to the plane of the phenyl
ring, rather than lying in the plane of the ring, is in agreement with
ab initio calculations [6,35] as well as with the results of an S;-Sg
fluorescence study of toluene [7]. We hope that expansion of our
data set to higher J will allow us to make a more definitive state-
ment on the sign of Vg obtained from microwave data only.

In the future we plan to test the model and the program further
by including toluene transitions involving higher values of |m| and J
in our fits. For the purpose of going up smoothly in J assignments,
we plan to supplement the presently available data set by mea-
surements in the 50-150 GHz range, which will fill the gap in cur-
rent coverage. Also there are still many lines in the available
records which remain unassigned, some of which certainly corre-
spond to higher |m| and J transitions.

In conclusion, the present fit is the first fit to experimental accu-
racy of a rather extensive data set of |m| <3 transitions in toluene.
This fit can also be taken as a demonstration of the correctness of
the new program on the example molecule toluene.
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