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Weak hydrogen bonding competition between O-

H---w and O—H---Cl+

Hailiang Zhao, Shanshan Tang, Qun Zhang and Lin Du (iDkd

The weak intermolecular interaction between 2,2,2-trifluoroethanol (TFE) and 3-chloro-2-methyl-1-
propene (CMP) has been investigated by gas phase FTIR spectroscopy and DFT calculations. CMP offers
two hydrogen bond docking sites to the hydrogen bond donor: the chlorine atom (O—H---Cl) and the
C=C m electron system (O—-H---). DFT calculations suggest that MeOH approaches CMP in five
different orientations. The structural, energetic, and spectroscopic parameters of the most stable
structures in each orientation were studied, and their binding energies range from —25.5 to —19.5 kJ

mol™ . The docking to the 7t system is at least 1 kJ mol™! more favored than the docking to the chlorine
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atom. The equilibrium constant for complexation (2.3 x 1072) was determined from the experimental

and calculated intensity of the OH-stretching transition. The Gibbs free energy of formation was found

DOI: 10.1039/c7ra00901a

rsc.li/rsc-advances molecules (AIM) method.

1. Introduction

The study of intermolecular interactions is of great interest
since intermolecular bonding strongly affects the properties of
substances." Hydrogen bonding is one of the most relevant and
most studied intermolecular interactions in nature, governing
molecular conformations and thus biochemical functionality.
Hydrogen bonded complexes are fundamentally important for
understanding the nature of the hydrogen bond phenomenon.
Weak hydrogen bonds could form between an X-H donor and
- or Cl-electron acceptor. Understanding the nature of weak
intermolecular interactions still remains a challenging
problem.

A number of theoretical and experimental investigations
have considered X-H---m hydrogen bonding interactions in
a variety of different molecular systems.>® The hydrogen
bonded methanol-ethene complex, the most elementary
example of weak intermolecular alcohol hydrogen bonding to
a v system, has been studied recently with FTIR spectroscopy.>
The quantitative insights into O-H-- - interactions obtained for
methanol-ethene can help to advance the understanding of pre-
reaction complexes in olefin epoxidation,” hydroxyl radical
reactions,® electric field effects in O-H---7t contacts* and the
subtle donor-acceptor balance in methanol-ethyne.®* The O-
H---Cl hydrogen bond is less well investigated than O-H:--m. In
a previous study, hydrogen-bonded complexes of methanol with
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to be 9.3 kJ mol™t The nature of the non-covalent interaction was analyzed with the atoms in

different proton accepting and proton donating molecules
containing Cl, F, NH,, OH, OR, and COOH functional groups
have been modeled using DFT with hybrid B3LYP and M05-2X
functionals, recommended for modeling of system in which
weak dispersion interactions are important.’

The hydrogen bonding acceptor molecules have one more
docking site in some cases, hereby, there is a competition
between different docking sites. Much attention has been paid
on such competition for various hydrogen bonded complexes
recently. Methanol is shown to engage two nearly equivalent
solvation sites in 2,5-dimethylfuran, the electron-rich = cloud
and the electron-deficient oxygen site.” The OH group of
methanol prefers to coordinate a 2,5-dimethylfuran molecule at
its oxygen site, but largely because the methyl group simulta-
neously solvates the aromatic ring. The competing 7 solvation
by the OH group is only marginally less stable but shows
a significantly larger bathochromic shift in the experimental
infrared spectrum.' Similarly, anisole also can offer two
attractive hydrogen bond acceptor sites to an incoming
hydrogen bond donor: its oxygen atom and its delocalized
electron system. Infrared absorption spectroscopy in the OH
stretching fundamental range applied to a cold supersonic jet
expansion of anisole and methanol in helium shows that the
oxygen binding site is preferred." Subsequently, the effect of
ring methylation on the methanol-anisole complex has been
studied.'” The subtle balance between the two structures can be
varied in supersonic jets by one order of magnitude through
single to triple methylation of the aromatic ring and introduc-
tion of a single tert-butyl substituent, as evidenced by infrared
spectroscopy. It is interesting to investigate the competition of
two docking sites in one molecule.
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3-Chloro-2-methyl-1-propene (CMP) is a chlorinated deriva-
tive of highly reactive isobutene, due to a non-symmetrical
character and the induction effect of the methyl group which
raises the electron density at the double bond.™ In the present
study, we choose to study complexes of 2,2,2-trifluoroethanol
(TFE) as the hydrogen bond donor and CMP as the hydrogen
bond acceptor to investigate the competition between the weak
interactions of O-H---w and O-H:--Cl. Detection of weak
interactions such as O-H---w and O-H---Cl typically relies on
the sensitive vibrational signature of the donor OH bond and
the spectroscopic “red shift” that usually accompanies bond
formation. FTIR spectra of the TFE-CMP complex were
measured in the gas phase at room temperature, and the
investigation of the structural, energetic, and spectroscopic
parameters of the hydrogen bonded complexes was carried out
by DFT calculations. Quantum theory of atoms in molecules
(AIM) analysis was performed to understand the nature of weak
interactions in the TFE-CMP complex.

2. Experimental section

CMP (97%) and TFE (99.5%) were supplied by Aladdin and
Aldrich, respectively. All samples were purified and degassed
with several freeze-pump-thaw cycles on a vacuum line (base
pressure less than 1 x 10~* Torr) before use. All vapor pressures
were measured with Tamagawa CDG-800 pressure gauges.
Infrared spectra of the TFE-CMP complex and monomers at
room temperature were recorded with a Bruker Vertex 70 FTIR
spectrometer. For all the spectra, a KBr beam splitter and
a DLaTGS (deuterated lanthanum o alanine doped triglycine
sulfate) detector were used. The interferograms were averaged
over 128 scans with a spectral resolution of 1.0 cm ™. Gas phase
infrared spectra were recorded using standard multi-reflection
gas cell with 6 m optical path length (Infrared Analysis, Inc.).
Before each measurement, we waited for at least 30 min to let
the gas in the cell to reach equilibrium. The spectra analysis was
performed with OPUS 7.2 and OriginPro 9.0 software.

The chemicals were led into the glass cell on a vacuum line.
In the experiments, the gas adsorption of TFE or CMP on the
cell wall before measurement could reach 10%. The loss of
chemicals during the process of preparing the gas mixture was
another factor leading to the uncertainty on the pressures in the
cell. Practically, a pressure “calibration” procedure was per-
formed." We measured a pure TFE spectrum at a certain
pressure (nominal) immediately after filling the vapor into the
cell. In the spectral subtraction, a weighting factor was applied
to the pure TFE spectrum so that the TFE transitions matched
in regions where only TFE was absorbed. The product of the
nominal TFE pressure to the weighting factor is the “real” TFE
pressure in the cell. The pressures of CMP were also calibrated
in this way. By doing this, the contribution of the TFE and CMP
monomer spectrum can be completely cancelled from the
spectrum of their mixture, and the residue spectrum is from the
complex. The intensity enhancement of the OH-stretching
fundamental in the complex makes it possible to observe the
complex in the gas phase.
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3. Computational methods

All the DFT calculations were carried out with Gaussian 09
(Revision E.01) program package.'® Various structures of the
monomers (TFE, CMP) and the TFE-CMP complex were opti-
mized with B3LYP-D3 using aug-cc-pVTZ basis set on all atoms.
The B3LYP-D3 functional has been parameterized for
describing dispersion interaction.*® The harmonic vibrational
frequency calculations on the optimized geometries were per-
formed at the same level of theory to ensure the structures at
local minima and thus to evaluate the zero point vibrational
energy (ZPVE). As suggested in our recent work, a “verytight”
optimization convergence criterion and an “ultrafine” numer-
ical integration grid were used for the DFT calculations to
obtain reliable results.”” The “verytight” convergence criterion
uses a very small cutoff (root mean square = 1 x 10 ° a.u.) on
force constants calculations instead of the default cutoff (root
mean square = 3 x 10~* a.u.). Using this criterion not only
ensures adequate convergence but, provides more reliable
vibrational frequencies. When using “verytight” with DFT as is
the case in this study, “int = ultrafine”, which uses a more
accurate numerical integration grid, should be used as well.
Such calculation should provide reasonably good frequencies
and thus good thermochemical corrections to the electronic
energies for the hydrogen bonded complexes.* The binding
energies (BEs) are defined as the difference between the ener-
gies of the complex and the sum of the monomers, and are
corrected with ZPVE and basis set superposition error (BSSE).
The BSSE was corrected with the popular counterpoise (CP)
method."® Besides, calculations at the MP2/aug-cc-pVTZ level
have been carried out and compared with the B3LYP-D3 results.
The geometries and interaction energies with MP2 methods
were provided in ESI.T AIM analysis was carried out by utilizing
the AIM2000 program package.

4. Results and discussion
4.1. Geometric analysis

Two conformers of 3-chloro-2-methyl-1-propene (CMP) were
found in the previous studies.'®*® The syn conformer (Fig. 1a)

(b) gauche-CMP

e

J

(d) gauche-TFE

(¢) trans-TFE

Fig. 1 The optimized structures of CMP and TFE at the B3LYP-D3/
aug-cc-pVTZ level.
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was 2.8 k] mol ™" less stable than the gauche one (Fig. 1b) by
molecular mechanics calculations.” Meanwhile, the Raman
band intensities as a function of temperature showed that the
gauche conformer was dominated in liquid phase with an
energetic preference of 2.5 & 0.5 kJ mol *.° In this study, the
gauche conformer was calculated to be 5.6 k] mol™* (B3LYP-D3/
aug-cc-pVTZ) more stable than the syn one. These results sug-
gested a gauche = cis conformational equilibrium, and both
conformers were considered in this study. Moreover, the iso-
lated gas phase TFE molecule has two conformers along the C-
C-O-H frame (Fig. 1c and d): a trans-conformer (noted as ¢-) and
a gauche-conformer (noted as g-). The gauche-conformer was
calculated to be much more stable than the trans with a relative
energy of 7.2 k] mol ™" (B3LYP-D3/aug-cc-pVTZ). Our previous
calculations showed that only gauche-TFE conformer was
preferred upon complexation.*

Hydrogen bonding competition occurs when the acceptor
molecule has more than one docking site. Investigations of
such competition can reveal the relative strength of the bonding
abilities in the acceptor molecule. A competition between
O-H---O and O-H:--7 docking sites has recently been reported
for several hydrogen bonded complexes.”>? The O-H--w
docking is slightly more favored in supersonic jet expansions as
compared with the O-H---O docking in the MeOH-anisole
complex.”® However, O-H---O docking is preferred in the
phenol-anisole and water-1,2-dimethoxybenzene.>**® There are
various ways where TFE can interact with CMP under consid-
eration. One sort of interaction consists an O-H:--7 hydrogen
bond in which the proton donating OH group approaches to the
7 system of the C=C group: (1) TFE reaches the C=C group on
the same side as Cl in gauche-CMP (Fig. 2a); (2) TFE is close to
the C=C group on the opposite side as Cl in gauche-CMP
(Fig. 2b); (3) TFE is towards to bonding the C=C group in syn-
CMP (Fig. 2d). The second sort of interaction, O-H:--Cl, involves
the approach of the OH group of TFE toward the Cl atom: (4)
TFE approaches Cl in gauche-CMP (Fig. 2¢); (5) TFE comes to Cl
in syn-CMP (Fig. 2e). Only the most stable structures in each
binding pattern are discussed, and other high-lying structures
are provided in the ESI (Fig. S17).

Selected geometric parameters along with the changes in the
OH and C=C bond length upon complexation are given in

9
SR oY,

(a) TFE—gauche-CMP (¢) TFE—gauche-CMP

(b) TFE-gauche-CMP

(d) TFE-syn-CMP

(e) TFE—syn-CMP

Fig. 2 The most stable structures of the TFE-CMP complexes ob-
tained at the B3LYP-D3/aug-cc-pVTZ level. The dashed lines denote
the O—H---m and O-H---Cl hydrogen bonds.
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Table 1. For an X-H proton donor molecule (X = a highly
electronegative atom such as N, O, or F), the typical feature is
the elongation of the X-H bond.?® The Aroy and Arc—¢ data for
the O-H---w and O-H---Cl hydrogen bonded structures (Table 1)
are all positive, indicating elongation behavior.”” For Aroy, the
values of the O-H-- 7 and O-H---Cl structures are similar, and
they are in the range of 0.0036 to 0.0054 A. This is close to
a previous study on the H,O-aromatic ring (benzene, phenol,
indole, and imidazole) complexes, where the two molecules
interact with each other via O-H---w hydrogen bonding inter-
actions and the Argy of the H,O molecule upon complexation
was obtained at 0.0007-0.0048 A (MP2/6-31+G**).2° However,
the Aroy of the traditional O-H---O hydrogen bonds was
calculated to be much larger at 0.0079-0.0131 A (B3LYP-D3/aug-
cc-pVTZ) in alcohol (MeOH, EtOH, TFE)-ethylene oxide (EO)
complexes.”* The Argy is the largest in TFE-gauche-CMP (b)
upon complexation. Moreover, the C=C bonds are also elon-
gated by 0.0025 to 0.0035 A for the formation of the O-H---7
hydrogen bonded structures. The corresponding values for the
O-H---Cl bonded structures are only about 0.0005 to 0.0007 A.
These results clearly imply that the O-H:--7 hydrogen bonding
interactions have large influences on the C=C bond. For
reference, calculations at the MP2/aug-cc-pVTZ level predict
similar geometries as B3LYP-D3 method, but with slightly larger
Aroy values and smaller intermolecular hydrogen bond
distances (see in ESI}).

The calculated BE, enthalpy of formation (AHjeg ), and
Gibbs free energy of formation (AG5eg ) at the B3LYP-D3/aug-
cc-pVTZ level for all structures are listed in Table 2. The calcu-
lated ZPVE could reach as large as 3.8 k] mol . The BEs for the
TFE-CMP structures are very close to each other. Complexes of
t-butyl alcohol with cyclohexene, cyclopentene and norbornene
were theoretically studied and the O-H:---7 hydrogen bonded
complexes were found with BEs of —22.8 to —19.7 kJ mol ™"
(B3LYP-D3/def2-TZVP).>* The BE of the O-H:--m hydrogen
bonded MeOH-ethene complex was calculated to be —11.0 kJ
mol ™" (B2PLYP-D3BJ/VTZ).> On the other hand, BE of the
traditional O-H---O hydrogen bond was calculated to be —21.3
and —30.0 k] mol ™" (B3LYP-D3/aug-cc-pVTZ) for MeOH-EO and
TFE-EO (g), respectively.”* The traditional O-H---O hydrogen

Table 1 Selected geometric parameters of the most stable TFE-CMP
structures at the B3LYP-D3/aug-cc-pVTZ level (angles in degrees;
lengths/distances in A)

O-H:--7t/Cl C=C
Structures Aro” fo— 6° Arg_c?
TFE-gauche-CMP (a) 0.0037 — — 0.0025
TFE-gauche-CMP (b) 0.0054 — — 0.0031
TFE—gauche—CMP (C) 0.0052 2.3675 150.2 0.0005
TFE-syn-CMP (d) 0.0046 — — 0.0035
TFE-syn-CMP (e) 0.0036 2.4405 173.4 0.0007

“ Aron = T'ecomplex — T'monomen 1 the change in the OH bond length upon
complexation. Intermolecular hydrogen bond distance.
¢ Intermolecular hydrogen bond angle. a Arc—c = Tcomplex —
is the change in the C=C bond length upon complexation.

T’monomer)
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Table 2 Calculated binding energy (BE), zero point vibrational energy (ZPVE), basis set superposition error (BSSE), enthalpy of formation
(AH39s ), Gibbs free energy of formation (AGgs «) and equilibrium constant (K;Z'C) at 298 K for the most stable TFE-CMP structures®

Structures Type BE® ZPVE BSSE AHjos ¢ AGYss K3e

TFE-gauche-CMP (a) O-H--m —22.3 2.9 0.9 —20.5 16.0 1.6 x 1073
TFE-gauche-CMP (b) O-H---t ~-19.5 3.0 1.2 -18.0 17.4 8.7 x 1074
TFE-gauche-CMP (c) O-H:--Cl —21.5 3.2 1.0 —20.0 17.9 7.3 x107*
TFE-syn-CMP (d) O-H--m —25.5 3.8 1.1 —24.5 16.1 1.5 x 1073
TFE-syn-CMP (e) O-H:--Cl —24.3 3.3 1.1 —23.0 15.5 1.9 x 1073

¢ Obtained at the B3LYP-D3/aug-cc-pVTZ level; energies are in k] mol "

bond is stronger than the O-H---7 hydrogen bond. The BEs
indicate that TFE-gauche-CMP (Fig. 2a) is 2.8 k] mol~" more
stable than the one on the opposite side as Cl (Fig. 2b), and only
slightly more stable by 0.8 k] mol™" than the O-H---Cl TFE-
gauche-CMP structure. The BEs demonstrate that the two TFE-
syn-CMP structures are more stable than the three TFE-gauche-
CMP structures. The O-H---w TFE-syn-CMP structure is also
slightly more stable by 1.2 kJ mol " than the O-H:-Cl TFE-syn-
CMP. In either gauche-CMP or syn-CMP structures, we may
notice that the O-H-- 7 structure is more stable than the cor-
responding O-H---Cl structure. The MP2 calculated results
show the same trend as the B3LYP-D3 method. The uncorrected
BEs of MP2 are generally 3-5 k] mol ' more negative than the
corresponding B3LYP-D3 values (see in ESIT).

4.2. Experimental and calculated OH-stretching spectra

The gas phase spectra of TFE-CMP were measured in the IR
region (3200-3650 cm ™ ') at room temperature. The absorption
bands of the complex are different from the bands of the
monomers, due to the formation of hydrogen bonds. The
spectra of TFE, CMP, and their mixture in the 3200-3650 cm ™ *
region measured with the 6 m path length cell are presented in
Fig. S2 (ESIY). Difference spectroscopic method was used to

0.15 5
(0]
[&]
S 0.10-
£
2 b
Q
<
0.05 |
0.00 -
T T T T T
3540 3560 3580 3600 3620

Wavenumber / cm™

Fig.3 Spectra of the TFE-CMP complex in the 7oy band region. A6 m
path length cell was used. (a) 18 Torr TFE + 28 Torr CMP; (b) 15 Torr
TFE + 20 Torr CMP.
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. ¥ BE corrected with ZPVE and BSSE.

observe changes in hydrogen bonding by subtraction of indi-
vidual monomer spectra from the spectrum of their mixture
(Fig. 3). Although small amount of the TFE-TFE dimer exists in
the spectra of the mixture, the influence was minimized by
subtracting the contribution of the dimer from the mixture
spectra.**> The spectra in the OH-stretching region obtained
with the 20 cm path length cell are very weak (Fig. S3 in ESIt). It
can be noticed that stronger bands are formed at higher pres-
sure (Fig. 3), and the contour of the complex bands is the same
at different pressures. On the other hand, the integrated
intensity of the vibrational bands of the complex is proportional
to the partial pressure of the complex in the infrared absorption
spectra. The integrated absorbance of the complex band is
plotted against the product of the pressures of the monomers
and the results are well reproduced by a linear fit (Fig. S47). The
integration region for TFE-CMP is 3525-3632 cm™'. Conse-
quently, the straight line confirms the formation of 1:1
complex. The deconvolution fitting of the absorption bands of
the complex has been carried out and the best fit would be
fitting into one Lorentzian function (Fig. S5 in ESIY}).

The observed spectra for the TFE-CMP complex are in good
agreement with previously published spectra of the TFE-EO and
TFE-ethylene sulfide (ES) complexes.*® The red shift (A7), an
indication of the hydrogen bond strength, is obtained as the
frequency difference between the associated and free OH-
stretching vibrations. The observed OH-stretching funda-
mental transition frequencies of TFE and TFE-CMP were
measured to be 3658 and 3606 cm ', respectively. The red shift
of the OH-stretching fundamental transition of TFE-CMP was
obtained to be 52 cm ™. This result is in line with early studies
of the O-H-- -7 hydrogen bonding interactions: (i) the harmonic
red shifts of the OH-stretching fundamental transition of ¢-butyl
alcohol with cyclohexene, cyclopentene and norbornene were
observed at 63 to 80 cm™" in supersonic jet expansions;* (ii) in
an FTIR spectroscopic study of the MeOH-ethene complex, the
red shift of the OH-stretching fundamental transition of MeOH
was observed at 45 cm™'.> As compared with the traditional
O-H---O hydrogen bond, the red shift of the OH-stretching
fundamental transition of TFE was observed at 155 cm™' in
TFE-EO (g) by FTIR.*' It shows that the traditional O-H---O
hydrogen bond is stronger than the O-H:--m hydrogen bond.

The calculated C=C and OH-stretching fundamental tran-
sition frequencies and the red shifts of the TFE-CMP structures
are summarized in Table 3. The increase of intensity (fp/fy) of

This journal is © The Royal Society of Chemistry 2017
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both the O-H:--7 and O-H:--Cl bonded conformers was calcu-
lated to be 6-8 times stronger than that of the monomer. The
red shifts of the OH-stretching fundamental transition were
calculated in the range of 85-126 cm '. In the gauche-CMP
structures, the red shift of the OH-stretching fundamental
transition with respect to the monomer in O-H---1 structure
(TFE-gauche-CMP (b), 126 cm ™) is greater than that in O-H---Cl
structure (TFE-gauche-CMP (c), 115 cm ™). The same trend was
obtained for the syn-CMP structures. The results imply that the
O-H---m hydrogen bond is stronger than O-H---Cl. Moreover,
the C=C stretching vibrational transitions of the O-H:--w
bonded TFE-CMP structures were calculated to be red shifted
by 8-12 ecm ™! with respect to the corresponding CMP monomer,
which is similar with the C=0 stretching transition: red shifts
of 21-34 cm™ " were observed between phenol derivatives and
methyl acetate/methyl chloroacetate in carbon tetrachloride
solution by FTIR spectroscopy.*® The red shifts are caused by
electronic charge released from the C=0 bond to the hydrogen
bond donor during the hydrogen bond formation.** However,
due to the very low intensity of the C=C stretching vibrational
band, it could not be recorded with FTIR in the present study.

4.3. Equilibrium constant for complex formation

The thermodynamic equilibrium constant (K.q) of the
complexation between TFE and CMP at a certain temperature
can be determined as following:

0 0
com; X 7AG

- poeple /p e:exp( ) )
prre/P° X pemp /P RT

where p° is the standard pressure (1 bar = 0.99 atm). prpy and
Pcmp are the vapor pressures of TFE and CMP, respectively. The
partial pressures of the complexes in Torr, were determined
from the measured integrated absorbance and calculated
oscillator strengths (feac) of the fundamental OH-stretching
band, as following:**-¢

TJA(ﬁ)dﬁ

_ -
Peomplex = 2.6935 x 10 (K™ Torr m cm) T T

(2)

Table 3 The C=C and OH-stretching vibrational frequencies (cm™3),

red shifts and calculated relative intensities in the most stable TFE—
CMP structures at the B3LYP-D3/aug-cc-pVTZ level

Observed

Calculated O-H Calculated C=C O-H

Structures 7 AP folfil B AP folfu® ¥ LV
TFE-gauche-CMP (a) 3714 90 6.1 1700 8 1.1 3606 52
TFE-gauche-CMP (b) 3678 126 7.9 1697 10 1.4
TFE-gauche-CMP (¢) 3689 115 7.0 1706 2 0.9
TFE-syn-CMP (d) 3689 114 7.8 1709 12 1.2

TFE-syn-CMP (e) 3719 85 6.0 1719 3 0.9

“ AV = Pmonomer — Vcomplex- b folfu represents the increase of intensity
due to the complex formation.
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where T is the temperature in K, JA(]?)df; is the integrated

absorbance in em ™, [ is the optical path length in meters and
Jealc is the oscillator strength calculated at the B3LYP-D3/aug-cc-
pVTZ level. The full band as the experimental intensity of the
OH-stretching fundamental transition was used. This method
has been widely used in similar studies.'**7:*12937-39

The TFE-syn-CMP (d) structure (O-H---7) is the most stable
one based on the binding energy. Its oscillator strength (7.09 x
10~°) was used to determine the pressures of complex. A plot of
Dcomplex agaiNst prrg X pemp is shown in Fig. 4. The equilibrium
constant (K.q) for the TFE-CMP complex is obtained from the
slope of the least-square fitting of these data. The measured Kq
at room temperature for TFE-CMP is 2.3 x 10 2. This value is
smaller than the previously reported thermodynamic equilib-
rium constants of the MeOH-EO, EtOH-EO, and TFE-EO
complexes (2.7 x 107%,2.9 x 1072, and 3.0 x 10~ ", respectively)
determined with the same approach.? The K4 value reveals that
the hydrogen bonding in the TFE-CMP complex is weaker than
the alcohol-EO complexes. The calculated equilibrium
constants are significantly underestimated as compared to the
measured value. The calculated thermodynamic equilibrium
constants are strongly functional dependent. For example, for
TFE-EO (g), the predicated values are 2.7 x 1073, 1.6 x 1072,
and 5.5 x 10”2 with B3LYP, wB97X-D and B3LYP-D3, respec-
tively.>* The Gibbs free energies of formation (AGo,) can be
obtained according to eqn (1). The AGo, of TFE-CMP was
obtained to be 9.3 k] mol™'. The AG3s « values in Table 2 are
slightly overestimated by several k] mol ™.

4.4. Topological analysis

The topological analysis was performed using the wave-
functions calculated at the B3LYP-D3/aug-cc-pVTZ level. The
AIM plots of the TFE-CMP structures with bond critical points
(BCPs), ring critical points (RCPs), cage critical points (CCPs)
and electron density paths are shown in Fig. 5. The topological
parameters, including electron density p(r), Laplacian Vp(r) at
the BCPs, and change in atomic charge Ag(H) at the H atom are

RSC Adv., 2017, 7, 22485-22491 | 22489
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Fig. 5 AIM plots of the TFE-CMP complexes obtained at the B3LYP-
D3/aug-cc-pVTZ level. The bond critical points, ring critical points and
cage critical point are represented by the red, yellow and green balls,
respectively.

Table4 AIM parameters (a.u.) of the BCP in the most stable TFE-CMP
structures calculated at the B3LYP-D3/aug-cc-pVTZ level

Structures Type Ag(H) p(BCP) V>p(BCP)
TFE-gauche-CMP (a) O-H-7 0.013 0.0113 0.0446
TFE-gauche-CMP (b) ~ O-H---7 0.018 0.0132  0.0496
TFE-gauche-CMP (c) O-H:---Cl 0.028 0.0134 0.0645
TFE-syn-CMP (d) O-H-- 0.022 0.0128  0.0513
TFE-syn-CMP (e) O-H--Cl  0.018 0.0117  0.0547

listed in Table 4. There are three criteria for a hydrogen bond: (i)
the existence of a BCP; (ii) the electron density p(BCP) in the
range of 0.002-0.040 a.u.; (iii) the Laplacian V’p(BCP) in the
range of 0.014-0.139 a.u.*>** The electron densities at the BCPs
are in the range of 0.0113-0.0134 a.u. and the Laplacian
V>p(BCP) of the structures is in the range of 0.0446-0.0645 a.u.
for all the structures. All the values for the two types of bonds
are within the hydrogen bond criteria along with the existence
of BCPs (Fig. 5).

Due to the interference of the CF; group in TFE, several types
of hydrogen bonds formed in the TFE-CMP structures: O-H---
7, O-H---Cl, C-H:-O and C-H:---F. Consequently, the AIM
analysis indicates the existence of RCPs in TFE-CMP, with the
formation of a multi-membered ring. Furthermore, CCPs are
formed by these hydrogen bonds with O-H---7 and O-H:---Cl as
the dominant interactions. The remaining interactions are
weak non-covalent interactions known as cooperative hydrogen
bonding interactions, which play an important role in deter-
mining the structure and properties of materials.*>** In general,
the cooperative hydrogen bond interactions make positive
contribution to stabilize the structures. The formation of RCPs
and CCPs stabilizes the complexes.

5. Conclusions

In summary, the hydrogen bonding interaction between TFE
and CMP has been investigated by gas phase FTIR and
dispersion-corrected DFT calculations. The competition
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between O-H--- and O-H---Cl binding sites were studied, with
the 7 docking site is slightly favored over the Cl docking site by
about 1 k] mol " in binding energies, relatively larger changes
of OH bond length and red shifts of the OH-stretching funda-
mental transition upon complexation. The red shift in the OH-
stretching transition for the TFE-CMP complex was observed at
52 cm™ ' by FTIR. AIM analysis shows that the electron densities
and the Laplacian of the electron densities for the five most
stable structures fall in the range of hydrogen bond.
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