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ABSTRACT: Matrix isolation infrared spectra of a weak C—H--O hydrogen-bonded complex
between the keto—enol form of 1,2-cyclohexanedione (HCHD) and chloroform have been
measured. The spectra reveal that the intramolecular O—H---O H-bond of HCHD is weakened as
a result of complex formation, manifesting in prominent blue shift (~23 cm™") of the v_y; band
and red shifts (~7 cm™) of vc_o bands of the acceptor (HCHD). The v_y band of donor
CHCI, undergoes a large red shift of ~33 cm™". Very similar spectral effects are also observed for
formation of the complex in CCl, solution at room temperature. Our analysis reveals that out of
several possible iso-energetic conformational forms of the complex, the one involving antagonistic
interplay between the two hydrogen bonds (intermolecular C—H---O and intramolecular O—H---
O) is preferred. The combined experimental and calculated data presented here suggest that in
condensed media, conformational preferences are guided by directional hyperconjugative charge
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transfer interactions at the C—H---O hydrogen bonding site of the complex.

1. INTRODUCTION

Weak hydrogen bonds (HBs) have been the subject of intense
studies in recent years.'~** Of particular interest are the CH---
O hydrogen bonds,">~** which have been recognized as vital
for structural stability and functioning of many biological
macromolecules.””™>* A lot of effort has been devoted to
understanding the physical forces responsible for these weak
molecular interactions, particularly with respect to the ways
they differ from the conventional X—H-Y type hydrogen
bonds,>*'*7** where X and Y are two electronegative elements.

In earlier studies, the existence of CH:--O hydrogen bonds
was identified from crystallographic data, where shorter CH---O
contacts in comparison to the sum of the van der Waals radii of
respective CH groups and O atom were considered to be
indicators of presence of such hydrogen bond.”*** In recent
years, however, a variety of binary CH---O hydrogen bonded
complexes have been identified in liquid and gas phases using
vibrational spectroscopic methods, and infrared spectroscopy in
particular has emerged as the method of choice for studying
their spectroscopic properties.””~** A well-tested approach is to
correlate the experimentally measured spectral shifts of suitable
probe vibrational transitions at the hydrogen bonded sites with
predictions of electronic structure calculations to understand
the attributes of such bonding. Thus, quantum chemical
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methods have also established themselves as indispensable
components in studies of weak hydrogen bonding.”*~** An
intriguing spectroscopic feature displayed by many of such
complexes is the blue-shifting of the donor C—H stretching
fundamental (vc_g).">~****™*" Electronic structure studies
have suggested that the factors responsible for blue shifts are
not characteristically different from those responsible for red-
shifting of the donor groups (X—H) in conventional (X—H:-Y)
hydrogen bonds. A subtle balance of all the factors determines
whether the net spectral shift, in a particular case, would be blue

15-22
or red.

In this context, a pertinent question is whether it is
possible to predict intuitively the preferred mode of binding of
a weak donor (C—H group) when more than one apparently
similar acceptor site is present in the system. In the present
work, we have addressed this issue through the study of a
prototypical 1:1 complex between chloroform (CHCl;) as HB
donor and a cyclic a-diketone, 1,2-cyclohexanedione (CHD) as
HB acceptor, and the competing binding sites are clearly
indicated in Scheme 1.
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Scheme 1. Different Binding Sites on HCHD Molecule
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An oa-diketo functional group belonging to a six-member
cyclic ring is abundant in many natural products.*” It has been
shown in a number of recent studies that under experimental
conditions where the molecules are practically isolated, e.g, in
the vapor phase at low-pressure, in dilute solutions of nonpolar
liquids or in cold inert-gas matrixes, CHD exists almost
exclusively in monoenol tautomeric form (HCHD, Scheme 1)
stabilized by an intramolecular OH:--O hydrogen bond
between the adjacent keto and enolic groups.*® In the 1:1
complex with chloroform, the weak C—H donor group could
potentially bind to two different sites on the acceptor, ie the
carbonyl oxygen or the enolic oxygen, resulting in different
conformations of the complex (Scheme 1). In the former case,
formation of the intermolecular CH:--O HB is likely to weaken
the intramolecular OH:--O HB of the HCHD moiety since the
carbonyl oxygen then becomes the common acceptor of two
hydrogen bonds, i.e., the interplay between the two H-bonding
interactions is antagonistic. Spectroscopically, such weakening
of the OH---O HB is expected to lead to a blue-shift in the vo_y
band of HCHD, because the O—H bond is strengthened. On
the other hand, in the latter case, where the enolic group acts
both as HB donor as well as acceptor, mutual cooperative
effects could result in additional stability of the intramolecular
OH:--O HB, provided of course that weak intermolecular CH--
O H-bonding contributes to cooperative stabilization in a sense
similar to that in conventional hydrogen bonds. In this case, the
donor O—H bond of HCHD would be weakened, and the vo_y
frequency would thus be expected to undergo red-shifting.
However, it is apparent that without taking into account the
detailed interactions between the two molecules, it is not
straightforward to predict the conformational preference
qualitatively, or to predict whether one would be formed
exclusively over the other.

In a recent matrix isolation study of a weak z-hydrogen
bonded complex between formic acid and benzene, we had
shown that while subtle variations in the intermolecular
geometry do not largely affect overall binding energy
predictions, experimental benchmarking is necessary to
decipher the most stable geometry of a weakly bound complex.®
In the present work, we provide convincing experimental data
showing that only one conformational species is formed,
although electronic structure calculations suggest possibilities of
three conformers within a narrow energy range. The findings
are interpreted in terms of short-range interactions at the site of
C—H--O hydrogen bonding, which influence conformational
preferences.

2. MATERIALS AND METHODS

2.1. Experimental Section. The apparatus used has been
described in detail elsewhere.*”*” CHD was procured from
Aldrich and purified further by vacuum distillation. The FTIR
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spectra were recorded at a resolution of 0.5 cm™ over an
average of 32 scans each using a Bruker IFS66S Fourier
transform infrared spectrometer, which is equipped with a
deuterated triglycine sulfate (DTGS) detector and a KBr beam
splitter. Spectral interferences from atmospheric water vapor
and carbon dioxide were minimized by purging the
spectrometer continuously with dry N,. To prepare matrix-
isolated samples, gas mixtures consisting of CHD vapor and
chloroform in ultrahigh pure argon (~99.998%) in proportions
of 1:1:500 were taken in a stainless steel chamber, and
condensed for about an hour onto a thin KBr window cooled at
~8 K by a closed cycle helium refrigerator (Advanced Research
Systems, Inc.,, model no. DE202). The deposition was carried
out through a stainless steel deposition needle of diameter 500
um, and a high precision needle valve (Swagelok) was used to
regulate the deposition pressure of the premixed gas into the
matrix chamber. On completion of deposition the spectra of the
preannealed matrices were recorded after allowing the
temperature to stabilize at 8 K. The matrix isolation condition
was always verified during the course of deposition by analyzing
the recorded FTIR spectra. The complex between chloroform
and CHD was synthesized by annealing the initially deposited
matrix to 27—30 K over about 30 min, and the spectra were
recorded after recooling to 8 K. The temperature of the cold
KBr substrate was monitored and controlled using a temper-
ature controller (Lake Shore model 331). A homemade
solution cell consisting of a pair of KBr windows and Teflon
spacers of different thicknesses (250—500 pm) was used to
study complex formation in CCl, solution. The solvent CCl,
was procured from Spectrochem India Pvt. Ltd., and purified
further by vacuum distillation.

2.2. Theoretical Calculations. The geometries of the
tautomeric forms of CHD and its complexes with chloroform
were optimized using the Gaussian 09 program package by
density functional theory (DFT) methods, including dispersion
corrected B97D and @B97XD functionals.***’ The para-
metrized M06-2X method which is known to account reliably
for disg)ersion interactions in weakly bound complexes was also
used.”’ All calculations were performed at the 6-311++G(d,p)
level of theory. Basis set superposition errors (BSSE) in
calculated binding energies of the complexes were corrected
using the counterpoise method of Boys and Bernardi.”' The
vibrational frequencies were computed by the same methods at
a harmonic approximation, and have been reported here
without the use of any scale factors, since the probes here are
the complexation induced spectral shifts, which are less than 1%
of the original frequencies. Natural bond orbital (NBO)
analysis was performed on the optimized structures to obtain
the populations in different bonding and antibonding orbitals,
as well as hyperconjugation interaction energies between
different orbitals on the donor—acceptor moieties.”” The
potential energy distributions (PED) of the normal vibrational
modes of the monomers and complexes were calculated
following the approach suggested by Pulay and Torok,>
using Gamess (US) program package.”* The localized
molecular orbital method (LMO-EDA) was used for
partitioning of the total interaction energies of the complex
into its electrostatic, dispersion, polarization, and exchange
constituents.”

3. RESULTS AND DISCUSSION

3.1. Matrix Isolation FTIR Spectra of the Complex. The
spectral segments corresponding to vc—o and vg_y bands of
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HCHD in the FTIR spectra recorded under a matrix isolation
condition are shown in Figures 1 and 2. Assignments for all the
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Figure 1. vc_o segment of the FTIR spectra of matrix isolated HCHD
(red, trace a) and HCHD-CHClycomplex (blue, trace b) obtained
after annealing. The bands corresponding to complex formation are
marked with arrows.
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Figure 2. FTIR spectra in 1/o_g region of both matrix isolated HCHD
(red, trace a) and HCHD-CHCl; complex (blue, trace b) obtained
after annealing. Spectral fits both in the (i) absence and (ii) presence
of CHCI; depicted in the insets help to identify the band
corresponding to complex formation.

infrared spectral bands in the mid-IR spectrum of this molecule
have been discussed earlier.** The molecule has been found to
exist exclusively in monoenol tautomeric form (HCHD), and
the vc—o band appears as a doublet due to symmetric and
antisymmetric coupling of C=0 and C=C stretching modes,
both of which are infrared active and appear at 1685 and 1670
cm™, respectively (trace (a), Figure 1). The vo_y band of
HCHD tautomer in the annealed matrix appears as a double-
headed peak in the argon matrix, having maxima at ~3463 and
~3471 cm™!, and there is an additional shoulder at ~3478 cm™"
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(trace (a), Figure 2). The multiple bands could be attributed to
site effects within the argon matrix, or a weak polarization of
the O—H group by the matrix leading to small shifts.

As a result of complex formation with CHCl;, new bands
corresponding to vc—_o mode appear at 1678 and 1663 cm™'
[Trace (b), Figure 1], and both are red-shifted from the
monomer Vc—_o components by 7 cm™'. The shapes and
relative intensities of these two new features remain unaffected
for different mixing ratios of the two molecular components in
the predeposition gas mixture, and are therefore attributed to a
complex of 1:1 type. A noteworthy feature here is that the
relative intensity of the two vc_o components of the complex
is different from that of the bare molecule. Thus, the monomer
band at 1685 cm™ (vc—_o") is more intense compared to the
lower frequency component at 1670 cm™ (vc—o"). However,
in case of the 1:1 complex, the two corresponding bands at
1678 and 1663 cm™' appear with almost equal intensity. This
attribute is more clearly manifested in the spectra measured
under the liquid phase (see below).

Complex formation also gives rise to a new band at ~3486
cm™! in the vo_y spectral region, which appears at a blue shift
of ~23 cm™" with respect to the most intense monomer vq_y
band of HCHD at 3463 cm™' [Trace (b), Figure 2]. A peak-
fitting of the spectral profile in this region (shown in the inset)
confirms the existence of this broad blue-shifted feature. The
sign of the spectral shift indicates clearly that the intramolecular
O—H:-O HB of the molecule is weakened because of complex
formation. As stated earlier, this could happen only if C—H of
chloroform binds at the keto oxygen site of HCHD.

Spectral changes due to formation of the complex are also
discernible in the v¢_y region of CHCI, in the form of a broad
and red-shifted feature (Figure 3). A fitting of the spectral
profile reveals a new band with maximum at ~3021 cm™
(fwhm ~20 cm™), which is red-shifted by 33 cm™ from the
monomeric Vc_y band (3054 cm™'). Calculation predicts
many-fold enhancement in IR intensity of this band upon
complex formation. The large increase of v_y or v p intensity
of the CHCI; or CDCl; donor as well as extensive broadening
due to H-bond formation has been reported in a number of
previous studies in inert gas matrices and cryosolutions, as well
as in gas phase at room temperature.g’ﬂ’56 However, the origin
of the broadening has not been understood yet fully. We
propose that the width for the present system is contributed by
inhomogeneous broadening mechanisms originating from
intensity borrowing via anharmonic coupling of vc_y
(CHCI;) with (i) the overtones and combinations in the
fingerprint region, (ii) combinations with multiple low-
frequency intermolecular vibrations of the complex, and (iii)
C—H stretching fundamentals of HCHD. The predicted
changes in this regard are presented in Supporting Information.
It must also be noted that the bands at 3038 and 3045 cm™
correspond to the self-association complex of CHCl;, and we
have noted that their intensities are enhanced upon annealing
the matrix and on increasing the concentration of CHCl; in the
gas mixture.

3.2. Complex Formation in CCl; Solution. To validate
the observations in matrix, the complex between HCHD and
CHCI; has also been studied in CCl, solution at room
temperature. Figure 4 shows the vc_q and v_y regions of the
IR spectra measured for different ratios of the binary solution
mixtures. With increase in HCHD to CHCl; mixing ratio, the
maxima of both the vc_g components show distinct red shifts
of ~4 cm™" (Figure 4 (upper panel)). The spectral fit, shown in
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Figure 3. FTIR spectra depicting complex formation in v_; region of
CHClI,. Traces (a) and (b) depict the spectra recorded after annealing
the matrix containing only HCHD and CHCI; vapors in argon,
respectively. Trace (c) depicts the spectrum of the annealed matrix of
mixed vapors of HCHD and CHCI; in argon, where the asterisk marks
the band due to complex formation. The spectral fitting in this region
is shown in the inset. The fitted bands 1 and 2 correspond to self-
association complexes of CHCl,.

the inset, indicates development of two similar new features for
the complex in the lower wavenumber side, and the magnitude
of these shifts are comparable to those observed in argon
matrix. Second, the complex formation effect on relative
intensities of the two vc—_o components is more vividly
manifested here, i.e., the lower frequency vc—o component of
the complex appears much more intense with respect to the
higher frequency component, compared to its relative intensity
in the base molecule (HCHD). Thus, with increasing complex
concentration in the solutions (curves 1 — 4), the overall
intensity of the higher frequency component is reduced, but
that of the lower frequency component is increased. An
interpretation of this effect has been presented in section E in
terms of changes in the potential energy distributions of the
two normal modes upon complex formation.

The effect of complex formation on the vg_y transition is
shown in the lower panel of Figure 4. With the increase in
chloroform concentration, the band undergoes broadening, but
the maximum is visibly shifted to higher frequency. Spectral
fitting (inset) indicates that the vo_y band of the complex
appears at ~15 cm™" higher frequency compared to that of the
monomer. Thus, the changes brought about by complex
formation in this medium are consistent with those observed
under matrix isolation conditions.

C. Complex Formation Effects Predicted by Theory.
The optimized structures of two tautomeric forms of the bare
molecule, CHD and HCHD, are shown in Figure Sa. The
tautomer HCHD is predicted to be ~3 kcal/mol more stable,
and it was shown previously that all the bands in the infrared
spectrum of the matrix isolated sample could be assigned
exclusively to this tautomer.*® Therefore, in the present

6015

—11
0.37 :1?0
1673 —1:20
1658 // \
g 0.29 ///Z/%%’,///////////Z//% U3
'g 1655 1660 1665 1670 1675 1680 1685
Q0
< 0.1
0.0 = T T T T
1650 1660 1670 1680 1690
—1:1
—1:5
0.16 —1:10
—1:15
8 3420 3440 3460 3480 3500
g 0.08
3
Q0
< 0.04
0.0

T T T T T T T T T
3420 3440 3460 3480 3500
Wavenumber (cm1)

—
3400

Figure 4. FTIR spectrum of HCHD-CHCI; complex in CCl, solution
recorded for four different concentrations of CHCl; in the ve—g
region (upper panel) and vy region (lower panel). Curve fittings with
Lorentzian functions showing bands corresponding to the complex are
depicted in the insets.

discussion, we consider only the HCHD tautomer of the
molecule. Calculations predict three distinct conformers for the
1:1 complex of HCHD with CHCl;, and their optimized
structures and corresponding stabilization energies (AE,) are
shown in part (b) of Figure S. In conformer I of the complex,
the carbonyl oxygen is the common acceptor of two hydrogen
bonds, whereas in conformer II, the enolic group acts as the C—
H---O HB acceptor to CHCl;. In the latter case, the C—H
donor of CHCI; is positioned above the plane of the HCHD
ring and binds almost perpendicularly to the enolic oxygen. It is
notable that unlike conformer I, where the C—H donor binds
laterally to the carbonyl oxygen, the shape of conformer II is
different. As mentioned before, the former is a case of a
bifurcated H-bond, leading to weakening of the intramolecular
O—H--O HB, whereas in the latter, the same may be
strengthened through a cooperative H-bonded linkage
involving the weak C—H--O contact. Conformers I and II
are predicted to be nearly iso-energetic at the B97D/6-311++G
(d,p) and ®@B97XD/6-311++G (d,p) levels of theory. However,
for calculations using M06-2X method at the same level,
conformer II is predicted to be more stable by ~1.3 kcal/mol
(Table 1). A third conformer is also predicted at both levels of
theory, where the carbonyl oxygen once again acts as the
common HB acceptor, while one of the chlorine atoms on
CHCI; binds to the enolic hydrogen, giving rise to a planar
doubly H-bonded interface. Conformer III is predicted at all
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Figure S. (a) Optimized structures and relative energies of the diketo and monoenol forms of 1,2-CHD and (b) optimized structures and
stabilization energies of three conformers of HCHD-CHCI; complexes calculated at B97D/6-311++G(d.p) level of theory.

Table 1. Summary of Binding Energies (AE,) and Predicted Spectral Shifts of the Probe v_g, ¥c—o, and ¥_y Bands
Corresponding to the Three Conformers of the HCHD-CHCI; Complex, Obtained at Various Levels of Theory”

Voo (em™) Yoy (em™) Vo (em™)
Avc—o (em™) Avg_yy (em™) Avg_y (cm™)
AE, [Avc—q (obs)= [Avg_y (obs)= [Avc_y (obs)=

(kcal/mol) monomer  complex 7,71 monomer complex +23 ] monomer complex -33]

Con -1 B97D 54 1641.3, 1628.6, —-12.7, —11.7 3584.2 3598.0 +13.8 3100.2 3053.8 —46.4
1666.7 1655.0

wB97XD 6.0 1760.8, 1753.2, -7.6, —19.1 3762.0 3767.3 +5.3 3204.1 3167.9 —36.2
1788.2 1769.1

Mo06-2X 5.6 1763.2, 1759.8, —-3.4, —21.0 3781.2 3786.8 +5.6 3197.1 3231.5 +34.4
1807.8 1786.8

Con-1I B97D 52 1641.3, 1644.8, +3.5, + 3.3 35842 3562.0 —22.2 3100.2 31159 +15.7
1666.7 1670.0

@wB97XD 6.0 1760.8, 1760.6, —-02, + 1.6 3762.0 3740.1 -21.9 3204.1 3193.7 —10.4
1788.2 1789.8

MO06-2X 6.9 1763.2, 1766.1, +2.9, + 5.7 3781.2 37453 -35.9 3197.1 3227.7 +30.6
1807.8 1813.5

Con-III B97D 4.5 1641.3, 1634.6, —6.7, —6.9 3584.2 3610.0 +25.8 3100.2 3131.6 +31.4
1666.7 1659.8

wB97XD 4.7 1760.8, 1753.2, -7.6, =9.6 3762.0 3770.1 +8.1 3204.1 3219.8 +15.7
1788.2 1778.6

MO06-2X 4.8 1763.2, 1757.1, —6.1, —15.2 3781.2 3769.1 —12.1 3197.1 32403 +43.2

1807.8 1792.6

“The observed shifts in argon matrix are denoted in parentheses in columns 6, 9, and 12.

levels of theory to be of somewhat higher energy compared to Theoretically predicted spectroscopic shifts of vg_y and
conformers I and II. Below, a comparison of experimental Vc—o transitions of the HCHO moiety for the three probable
conformers are presented in Table 1. At the B97D/6-311+
+G(d, p) level, vo_y blue shifts of 13.8 and 25.8 cm™ are
predicted for both conformers I and III, whereas a red shift of

observations with the predictions of electronic structure theory

is presented to determine which of the three conformers is

actually formed within an argon matrix and also in CCl, 22.2 cm™! is predicted for conformer II. The predicted spectral
solution. shifts are similar for the two other levels of theory. However, as
6016 DOI: 10.1021/acs.jpca.7b05615
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discussed in the previous section, we did not find any indication
of red shifting for this vibrational transition in the infrared
spectra measured both in CCl, solution and argon matrix.
Furthermore, the same level of theory predicts red shifts of ~12
and ~7 cm™ for the vc_, transitions of conformers I and III,
which is also in accordance with our observation. On the other
hand, a small blue shift is predicted for this band in the case of
conformer II, which has not been observed in the measured
spectra. Thus, although conformer II is nearly iso-energetic
with conformer I, no experimental evidence in favor of the
former was obtained. In the v_g region, blue shifts of 15.7 and
31.4 cm™" are predicted at the B97D level for conformers II and
I1I, whereas a red shift of 46.4 cm™" is predicted for conformer
I, which agrees with the observed red shift of ~33 cm™. A v¢_y
red shift of 10.4 cm™ is predicted at the wB97XD level for
conformer II, but the lack of corresponding spectral signatures
for the other two probe bands vg_y and v-—g in both media
confirms the absence of this conformer. Also, a blue-shift of
Vc_y is predicted for conformer I only for the M06-2X method,
but because no indication of v_y blue shifting was observed,
and calculations at the other two levels predict red shifts very
close to the experimental value, we could infer at this point that
under both experimental conditions, conformer I is formed
exclusively.

The predicted changes in geometric parameters of the
HCHD moiety of conformer I are also consistent with the
spectral changes. At the B97D/6-311++G(d, p) level of theory,
the O3--H21 intermolecular hydrogen bond distance of
conformer I (2.103 A) is predicted to be shorter compared
to that of conformer III (2.194 A), or the O7--H21 hydrogen
bond distance (2.369 A) of conformer II, implying that the
donor—acceptor moieties approach each other more closely for
the complexes in the former case compared to the latter two,
leading to tighter binding at the H-bond site. Furthermore, the
intramolecular O3---H15 hydrogen bond of HCHD moiety in
conformers I and III is weakened, as observed from its
lengthening from 2.115 A in the monomer to 2.122 and 2.190
A, respectively, upon complex formation. In contrast, the same
for conformer II is decreased to 2.105 A, and frequency
calculation predicts red shifting of its O—H stretching
fundamental, which has not been observed. Also, in conformers
-I and III, a slight lengthening is also predicted for the C1=03
bond along with a red-shifting of its stretching frequency, since
the carbonyl group is the common acceptor of two hydrogen
bonds. On the other hand, the same bond is predicted to be
shortened by ~0.001 A for conformer II, accompanied by small
blue shifts of its stretching transitions as discussed before.
Furthermore, for conformer I, the C—H bond in CHCI, is
lengthened from 1.089 to 1.092 A, in accordance with the
observed red shift of the v._y band, whereas calculations
predict shortening of the C—H bond in case of conformers II
and III. The geometric predictions are similar for all other levels
of theory.

D. Factors Contributing to Conformational Prefer-
ences. We have argued above that under both the physical
conditions, experimental data suggest exclusive presence of
conformer I. The important issue now is to find an explanation
for origin of preferential stabilities of conformer I over
conformers II and III. As pointed out previously according to
gas phase calculations, the overall energy stabilization of
conformer II is the same as that of conformer I, and higher than
that of conformer III. But it should be emphasized that overall
stability is contributed by electrostatic and dispersion
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interactions between all pairs of molecules on the two
complexing moieties. In fact, the partitioning of the total
binding energies of the three conformers carried out at the
MO06-2X/6-311++G(d,p) level using the LMO-EDA method
(Table 2) shows that the dispersion component is much more

Table 2. Partitioning of the Total Intermolecular Interaction
Energy into Its Various Components Obtained from Energy
Decomposition Analysis at the M06-2X/6-311++G (d, p)
Level for All Three Conformers of the HCHD-CHCI,
Complex

conformer I  conformer I conformer III

energy (kcal/mol)

electrostatic energy —7.54 —7.66 =711
exchange-repulsion energy +12.13 +18.24 +10.89
polarization energy —2.26 —1.95 —2.56
dispersion energy —7.96 —15.56 —6.20

enhanced for the nonplanar conformer II (~15.5 kcal/mol) of
the complex compared to the planar conformers-1 and I (~6—
8 kcal/mol), which could primarily be responsible for the larger
binding energy of the former species. However, despite the high
magnitude of dispersion interaction in conformer II, its
stabilizing contribution to overall binding energy is largely
compensated by the destabilizing exchange-repulsion factor,
which is highest for conformer IL. At the MO06-2X/6-311+
+G(d,p) level, the magnitude of this repulsive interaction is
predicted to be +18.2 kcal/mol for conformer II, which is much
higher than that for conformer I (+12.1 kcal/mol) or
conformer III (+10.9 kcal/mol). In the presence of a
surrounding medium like the argon matrix or a nonpolar
solvent like CCl,, dispersion interactions may become less
relevant in guiding intermolecular orientations at the binding
site. of the complex compared to directional short-range
interactions like exchange-repulsion.

Another important short-range local interaction parameter
here is the hyperconjugative charge transfer between the filled
lone pair orbital n(O) on the acceptor site of HCHD and the
higher lying vacant ¢*(C—H) orbital on the donor CHCL;.** Its
importance in determining conformational preferences and
spectral shifts has recently been emphasized for both
conventional and nonconventional HB variants.”””* NBO
analysis at the B97D/6-311++G(d, p) level (Table 3) shows
that the magnitude of this interaction is larger for conformers-I
and III [n(03)— 6*(C17-H21) = 5.1 and 2.2 kcal/mol,
respectively], where the carbonyl oxygen is the acceptor, than
for conformer II where the enolic oxygen is the acceptor
[n(07)— 0*(C17—H21) =1.4 kcal/mol]. The strength of the
C—H--O intermolecular H-bond is therefore expected to be
highest for conformer 1. This difference is reflected also in C—
H bond lengths in the optimized geometries of the conformers,
as discussed previously. Of course, another competing factor is
the effect of such intermolecular interaction on the O—H---O
intramolecular H-bonding interaction in HCHD. In the case of
conformer II, calculations suggest a slight increase (0.1 kcal/
mol) in the hyperconjugative interaction between n(O3) and
6*(07-H1S) [n(03)— ¢*(07—HI1S)= 2.5 kcal/mol] from
its monomer value (2.4 kcal/mol) because of cooperative
enhancement of the O—H--O interaction by the weak C—H--
O intermolecular interaction. The same energy parameter is
somewhat lowered for conformers I and III (2.1 and 1.6 kcal/
mol, respectively), because in these cases, the intermolecular H-
bonding interaction becomes competitive with the intra-
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Table 3. Relevant Inter- and Intramolecular Hyperconjugation Energy Parameters Obtained from NBO Analysis on Geometries
Optimized at Various Levels of Theory”

complex I complex II complex IIT
hyperconjugation energy (kcal/mol) B97D wB97XD Mo06-2X B97D wB97XD MO06-2X B97D wB97XD MO06-2X
n[03(07)]— ¢*(C17—-H21) 5.1 63 3.0 14 2.1 14 22 37 2.9
n(03)— ¢*(07—H15) 21(24) 33039 23026 25024 4139 2726 1624 2839  2.1(26)

“Values in parentheses denote corresponding energy parameters for the HCHD monomer.

molecular interaction. However, it is evident that the extent of Table 4. Integrated IR Intensities and Potential Energy
weakening (0.3 kcal/mol) of this intramolecular hyper- Distributions (PEDs) of Selected Vibrational Modes of
conjugative CT parameter for conformer I is much lesser HCHD and Their Changes upon Formation of 1:1 Complex
than the stabilization due to the intermolecular n(03)— with Chloroform, Predicted by Calculation at B97D/6-311+

6*(C17—H21) interaction (5.1 kcal/mol). Also, cooperative +G(d,p) Level
stabilization in conformer II involves a bent intramolecular O—

. molecular frequency integrated IR mode description
H---O hydrogen. bond, Wheregs the 1nt§rmolecu1ar C—H:--0O Species (i) Intensity (km/mol) (PEDs)
-hyd-rogen bond is nearly linear in all predicted conformers, .and monomer 1665.5(ve_o?) 2113 Veros (613),
it is therefore the strength of the latter that guides Vescs (27.1)
conformational preferences. 1639.8 (Ve—o®) 100.0 Veacs (36.2),
In the matrix isolation experiment, the orientational Ver-os (27.7)
A
distributions of the two complexing molecules are likely to be conformer I of  1655.0 (vc—o") 129.0 Vea-cs (42),
t > . L. complex Vei-o3 (36)
random when the gaseous mixture is deposited initially on the B
K K . . 1628.6 (vc—o®) 262.5 Vci-o3 (44),
cold KBr window. On annealing the matrix for a longer time Veacs (27)

period (15—30 min), chloroform and HCHD molecules diffuse
toward each other to form the complex. However, as
mentioned earlier, in a medium of Ar atoms, as well as CCl,
solution, the dispersion component of total energy is likely to
be very similar for all three possible orientations of CHCI, 4. CONCLUSION
about HCHD, and conformational selectivity is guided solely
by the short-range hyperconjugative interactions and exchange-
repulsion factors.

E. Effect of Complex Formation on v¢_q Intensity. It
has been pointed out in Section 3.1 that the two vc—g
components of HCHF are affected differently upon complex
formation. The intensity of the higher frequency band v is
lowered while that of the lower frequency component vc—q"
band increases (Figure 1). Interestingly, the same is also
predicted by the electronic structure calculations. To under-
stand the origin of these effects, we have performed potential
energy distributions of the normal modes corresponding to the

changes upon hydrogen bonding, in addition to the obvious
effect of electronic charge reorganization.

A CH---O hydrogen-bonded complex between chloroform and
monoenol tautomeric form of 1,2-cyclohexanedione has been
investigated using infrared spectroscopy and quantum chem-
istry methods. The complex was studied both in an argon
matrix at 8 K, and also in CCl, solution at room temperature
(25 °C). Calculations at different levels of theory predict three
CH--O hydrogen bonded conformers of the complex. In
conformers I and III, the C—H bond of chloroform (HB
donor) binds to the carbonyl oxygen of the acceptor (HCHD),
whereas in conformer II the binding is at the enolic site.
Infrared spectra reveal that because of complex formation, the

Uc—o band of acceptor undergoes an ~7 cm™' red shift in
two Vc—o fundamentals of both the monomer and complex at =0 . cep 8 Y
argon matrix, while the v5_i; band undergoes an ~23 cm™ blue

the B97D/6-311++G(d, p) level. It is seen that complexation shift. Similar shifts are also observed in CCl, solution. The

causes a significant change in potential energy distribution of Ve—o transition of both the bare HCHD and the HCHD-
the two modes.

In case of the monomer, the potential energy distribution
corresponding to the component A corresponds to 61% C=0
stretching and 27% C=C stretching, whereas for component B
the contributions of the two local vibrations are 27% and 36%,
respectively (Table 4). Obviously, the former appears more

chloroform complex appears as doublet due to symmetric and
antisymmetric coupling of adjacent C=0 and C=C bonds in
the enol tautomer. Complex formation with chloroform causes
a significant change in the intensity ratios of the two
components, which is attributed to alteration of the potential
energy distribution of the local vibrations in the complex. A red

intense in the IR spectrum because of higher contribution of shift of ~33 cm™" is also observed in the argon matrix for the
C=0 stretching local mode, and the calculated relative Vc_y transition of the donor CHCIl;. The observations match
intensity for infrared fundamentals of the two modes is ~2:1. closely with the predicted shifts of the three probe transitions of
In the case of the complex (conformer I), the contributions of conformer I of the complex, where the carbonyl group is the
the two local vibrations in the higher frequency component common acceptor of both the intramolecular O—H---O and
change to 36 and 42%, respectively. On the other hand, in the intermolecular CH--O hydrogen bonds. No experimental
lower frequency component, the contribution of C=O evidence is obtained in favor of the higher energy conformer
stretching is increased to 44% from 27%. Clearly, complex 111, or even conformer II, which is iso-energetic with conformer
formation causes a significant reversal of the contribution of I, although in conformer II the O—H---O hydrogen bond is
C=O0 stretching in the two normal modes of the molecule, and predicted to be cooperatively enhanced by the intermolecular
the relative intensity calculated for the two IR active CH:--O linkage, and the dispersion stabilization is highest
fundamentals of the complex is altered. Thus, the observation among all three conformers. The exclusive preference of
is a clear manifestation of the important attribute of intensity conformer I under both the physical conditions is attributed to
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stronger hyperconjugative charge transfer effects at the site of
the intermolecular CH:--O hydrogen bonding. The observation
therefore underlines the precedence of local stabilizing factors
over longer range dispersion and other interaction energies in
guiding conformational preferences of weak CH---O H-bonded
complexes, particularly in condensed media like argon matrix
and CCl, solution.
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