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and İsmail Özdemirb,c

aDepartment of Basic Education, Faculty of Education, Cumhuriyet University, Sivas, Turkey; bDepartment of
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ABSTRACT
A new benzimidazole based N-heterocyclic carbene (NHC) salt (1) was
synthesized by the reaction of benzimidazole precursor with alkyl
halide. The structure of 1 was determined by elemental analysis, FT-IR,
1H NMR and 13C NMR spectroscopy tecniques and X-ray crystallogra-
phy. The compound crystallized in the triclinic space group P-1 with two
molecules in the unit cell. The optimization of 1 was firstly performed
at B3LYP/6-311G++(d,p) level, then the theoretical spectral studies per-
formedandcomparedwith theexperimental values. Besides the frontier
molecular orbital energies and chemical reactivity analysis of 1, together
with the electrostatic potential and molecular electrostatic potential
analyses were performed at the same level of theory.

1. Introduction

N-Heterocyclic carbene (NHC) is a cyclic carbene species with two neighboring nitrogen
atoms. NHCs were first searched out in 1968 by Ofele, Wanzlick and Schonherr [1, 2]. In the
1970’s, Lappert submitted a series of complexes via cleavage of the electronically rich olefin
[3]. In 1991, the first isolated NHC was reported by Arduengo [4]. The synthetic process is
deprotonation of precursor azolium salt with sodium or potassium hydride in the presence
of KOtBu in DMSO [5–7]. Another developed method is based on deprotonation of the cor-
responding salts in liquid ammonia [8, 9]. Reaction of imidazol-2-thiones with potassium
metal [10], thermal elimination of methanol from adducts to form triazol-2-ylidene [11], and
elimination of phenoxides is other synthesis methods.

Recently, N-heterocyclic carbenes have been increasingly used as ligands in coordination
chemistry due to their strong electron-donating property. Moreover, NHCs have excellent
air and moisture stability [12]. N-Heterocyclic carbenes have been used in metal com-
plex catalysts for many important organic synthesis reactions such as hydrogenation [13],
hydroformylation [14, 15], C-C coupling [16, 17], olefin metathesis [18, 19], hydrosilylation
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Scheme . Synthesis of 1.

[20, 21] and etc. in pharmaceutical sciences [22, 23]. Also, recent studies have employed the
use of NHC ligands in order to reduce carbon dioxide into either methanol or formic acid
[24–27].

We herein report preparation, detailed X-ray structural analysis, spectroscopic charac-
terization and some theoretical properties of newly synthesized 1-(2-methyl-2-propenyl)-3-
(2,3,4,5,6-pentamethylbenzyl) benzimidazolium chloride hydrate molecule.

2. Materials andmeasurements

2.1. Synthesis

Benzimidazole (10 mol) was added to a solution of NaH (10 mol) in dry THF (30 mL), and
themixturewas stirred for 1 h at room temperature. 3-Chloro-2-methyl-1-propene (10.1mol)
was added dropwise upon to obtained solution and heated for 24 h at 60°C. Then, the THF
was removed under the vacuum. Dichloromethane (50 mL) was added upon the solid. The
mixture was filtered and the obtained clear solution was concentrated under vacuum. Then
the solution was distillated. The obtained 1-(2-methyl-2-propenil)benzimidazole (1 mmol)
and 2,3,4,5,6-pentamethylbenzyl chloride (1 mmol) were stirred in DMF (5 mL) for 24 h at
80°C. White products were collapsed. Following the completion of the process, the solution
was filtered, and rinsed out with diethylether and dried under vacuum. Crude product was
recrystallized from dichloromethane/diethylether mixture (Scheme 1).

2.2. Experimental details

The synthesis of 1 was carried out under argon in flame-dried glassware using standard
Schlenk line techniques. Chemicals and solvents were purchased from Sigma Aldrich Co.
(Dorset, UK). The solvents used were dried by distillation over the drying agents and were
transferred under Argon. Elemental analyses were performed by the Turkish Research
Council (Ankara, Turkey) Microlab. Melting point was determined using Electrothermal
9100 melting point detection apparatus.1H NMR and 13C NMR spectra were recorded
using a Varian As 400 Mercury spectrometer operating at 400 MHz (1H), 100 MHz (13C) in
CDCl3 with tetramethylsilane as the internal reference. Yield: 84%, mp 201–202°C, ν(CN):
1556 cm−1. 1H NMR (399.9 MHz, CDCl3) δ (ppm): 1.75 (s, 3H, NCH2C(CH3)CH2), 2.29,
2.27 and 2.24 (s, 15H, CH2C6(CH3)5-2,3,4,5,6), 2.49 (border s, 2H, H2O), 4.85 (s, 1H,
NCH2C(CH3)CH2), 5.06 (s, 1H, NCH2C(CH3)CH2), 5.36 (s, 2H, NCH2C(CH3)CH2), 5.87
(s, 2H, CH2C6(CH3)5-2,3,4,5,6), 7.33–7.29 (m, 2H, NC6H4N), 7.57–7.47 (m, 1H,
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Table . Crystallographic data of 1.

CCDC deposition number 

Crystal data Data collection

Chemical formula CHN.Cl.HO Diffractometer STOE IPDS
Color/ shape Colorless/ Prism Reflections collected 
Formula weight . Independent/observed refl. /
Crystal size (mm) .× .× . Absorption correction integration
Wavelength (Å) MoK

α
, λ = . Tmin , Tmax ., .

Temperature (K)  F 
Crystal system Triclinic Rint .
Space group P - θ range (°) .� θ � .
Unit cell parameters Index ranges −� h� ,−� k� ,
a, b, c (Å) .(), .(), −� l� 

.() Refinement
α, β , γ (°) .(), .(), Data/restraints/parameters //

.() Goodness of fit on F .
Volume (Å) .() Final R indices [I> σ (I)] ., .
Z  
ρmax,
ρmin (e/Å

) ., -.
Density (Mgm−) .
μ (mm−) .

NC6H4N), 7.84 (d, 1H, NC6H4N, J = 7.6 Hz), 11.04 (s, 1H, NCHN).13C NMR
(100.5 MHz, CDCl3) δ (ppm): 17.1 (CH2C6(CH3)5-2,3,4,5,6), 19.7 NCH2C(CH3)CH2),
48.4 (CH2C6(CH3)5-2,3,4,5,6), 53.5 (NCH2C(CH3)CH2), 113.7 (NCH2C(CH3)CH2),
115.3 (NCH2C(CH3)CH2), 124.9, 127.0, 127.1, 131.5, 131.8, 133.6, 134.0, 137.4
and 137.8 (NC6H4N and CH2C6(CH3)5-2,3,4,5,6), 143.8 (NCHN). % Anal. Calcd. for
C23H29N2Cl.H2O: C, 71.39; H, 8.08; N: 7.24. Found: C, 71.41; H, 8.10; N, 7.26.

2.3. X-ray crystallography

Crystallographic measurements were carried out on STOE IPDS II diffractometer using
MoKα radiation (λ = 0.71073 Å). The structure was solved by direct methods using
SHELXT-2016 [28] and refined by a full matrix least squares procedure using SHELXL-2017
[29]. All H atoms were placed in geometrically idealized positions and constrained to ride
on their parent atoms with C–H distances in the range 0.93–0.97 Å. The DFIX restraints of
O—H = 0.82 Å and H—H = 1.35 Å were applied for OH2 distances. The final period of
refinement process results in R1 = 0.0695 and wR2 = 0.1796 for the observed reflections.
A summary of the crystal data and refinement parameters of the compound are listed in
Table 1. Molecular figures were generated using PLATON [30] and ORTEP-3 [31].

2.4. Computational details

In the present work, all theoretical calculations were performed using the Gaussian09W pro-
gram [32]. The first-hand geometry of the compound was taken from the X-ray diffraction
results. Geometry optimization was firstly performed using the density functional theory
with B3LYP. The 6–311++(d,p) basis set was assigned to all atoms. Vibrational wavenum-
bers were computed at same DFT level and no imaginary wavenumber modes were obtained.
A scaling factor of 0.9679 [33] was applied to obtain a better agreement between the opti-
mized and experimental wavenumbers. The 1H and 13CNMR chemical shifts were calculated
within the GIAO approach [34] and converted to the TMS scale. The default solvation model
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Figure . (a) The molecular structure of 1with thermal ellipsoids at % probability. Dashed lines show the
intermolecular O˗H···Cl hydrogenbond. (b) The optimized geometry of the compoundobtained at BLYP/-
G++(d,p) level.

IEF˗PCM [35] was preferred to include the effect of solvent on the theoretical NMR param-
eters using chloroform. Since experimental 1H NMR chemical shift values are not available
for individual hydrogen atoms of CH2 and CH3 groups, we have presented the average of
the computed values for these hydrogen atoms. In order to investigate the reactive sides of 1,
electrostatic potential (ESP) and molecular electrostatic potential (MEP) analyses were per-
formed by B3LYP/6–311G++(d,p) method. We also calculated the HOMO-LUMO energies
and chemical reactivity parameters of the compound at the same level of theory.

3. Results and discussion

3.1. Molecular geometry of NHC salt 1

From the single crystal X-ray diffraction analysis, it can be inferred thatNHC salt 1 crystallizes
with a water molecule in the asymmetric unit. The experimental and optimized molecular
geometries of the title compound are shown in Fig. 1 and selected geometric parameters are
given in Table 2.
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Table . Comparison of some important geometric parameters of 1with the experimental data.

Parameters
Bond lengths(Å) XRD DFT –G++(d,p) Related experimental data

N-C .() . .()a, .()b, .()c, .()d

N-C .() . .()a, .()b, .()c, .()d

N-C .() . .()a, ,()b .()c, .()d

N-C .() . .()a, .()b, .()c, .()d

N-C .() . .()d

N-C .() . .()d

C-C .() .
C-C .() .
C-C .() .
C-C .() .
Bond angles (o)
N-C-N .() . .()a, .()b, .()d

C-N-C .() . .()d

C-N-C .() .
C-N-C .() . .()d

C-N-C .() .
N-C-C .() .
N-C-C .() .
Torsion angles(o)
C-N-C-N .() − .
N-C-C-C .() .
N-C-C-C − .() − .
C-N-C-C − .() − .
C-N-C-C .() .
N-C-C-C .() .
N-C-C-C − .() − .

a,b,c,d: Taken from Ref. [], [], [], [], respectivily.

According to X-ray diffraction data, NHC salt 1 crystallized in triclinic space group
P -1 with two molecules in the unit cell. The benzimidazole ring system is nearly planar
with the maximum deviation of 0.022 Å (C2) from mean plane. The N1—C1, N2—C1,
N1—C2 and N2—C7 bond distances [1.323(4), 1.323(4), 1.390(3) and 1.389(3) Å, respec-
tively] andC1—N2—C7,C1—N1—C2 andN1—C1—N2bond angles [107.9(2), 107.9(2) and
111.1(2)°, respectively] are similar to those found in related benzimidazole compounds [36–
39]. The pentamethylbenzyl ring plane is almost perpendicular to this plane with an angle of
87.69°. This angle has changed to 79.37° in the optimized geometry. The orientation of the
compound changed noticeably with the optimization. In around 2-methyl-2-propenyl chain,
while theN2—C8—C9—C10/C11 torsion angles were experimentally observed at 145.0(4)°/-
34.6(5)°, computed at 124.17°/-60.01° for B3LYP. The orientation of pentamethylbenzyl ring
was defined by torsion angles N1—C12—C13—C14 [101.2(3)°] and C2—N1—C12—C13
[154.1(3)°], but these torsion angles in the optimized structure have been calculated at 91.19°
and 160.29°, respectively.

In the molecular structure of 1-(2-methyl-2-propenyl)-3-(2,3,4,5,6-pentamethylbenzyl)
benzimidazolium chloride hydrate, the atom O of water molecule acts as hydrogen-bond
donor to atom chlorine with the parameters H···Cl = 2.329(12) Å and O-H···Cl = 169°. The
intermolecular bond has been calculated more strongly with H···Cl = 2.210 Å and O-H···
Cl = 175°. The intermolecular hydrogen bond which formed between the atom C12 in main
molecule and the atom O1 in the molecule at (x, 1+y, z) supports the crystal packing of the
structure, as seen in Fig. 2. The geometric parameters of these interactions are listed in Table 3.
There are also π ···π stacking interactions between the benzimidazole ring systems in the
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Table . Hydrogen bonding geometry of 1 (Å,°)

D-H···A D-H H···A D···A D-H···A
O˗HA···Cl .() .() .() 
C˗HBOi . . .() 

D: donor; A: acceptor. Symmetry codes: (i) x, +y, z

molecules at (x, y, z) and (1-x, 2-y, -z) with the corresponding ring-centroid separations being
3.5334 and 3.5879 Å (Fig. 3).

3.2. Spectroscopic data of NHC salt 1

The 13C and 1H NMR spectra of NHC salt 1 in CDCl3 are shown in Figs. 4–5 and chemical
shifts are listed in Table 4 together with the calculated values. 1H peaks are labeled as singlet
(s), doublet (d) and multiplet (m). Chemical shifts and coupling constants are reported in
ppm and inHz, respectively. The isotropic shielding values were used to calculate the isotropic
chemical shifts (δ) with respect to TMS [δiso(X)= σ TMS(X) – σ iso(X)]. The calculated 1H and

Figure . A partial view of the packing of 1, showing hydrogen bond interactions as red dashed lines
(H atoms in hydrogen bonds have only been showed in main molecule).

Figure . A view of the packing of 1 from c face. Green lines show theπ–π interactions between the centres
of rings. H atoms have been omitted for clarity.
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Figure . C NMR chemical shifts of 1 in CDCl.

Figure . H NMR chemical shifts of 1 in CDCl.

13C chemical shielding of TMS at B3LYP/6-311G++(d,p) level in CDCl3 are 31.97 ppm and
184.66 ppm, respectively.

The unknown chemical properties of the complicated compounds can be clarified by the
isotropic chemical shifts of the elements. The benzimidazolium salt has an acidic NCHNpro-
ton which came to at 11.04 ppm as a singlet in the 1HNMR spectrum. And the chemical shift
of the corresponding carbene carbon was appeared at 143.8 ppm in the 13C NMR spectrum.
These chemical shifts have duly been calculated at 12.66 ppm and 154.0 ppm in B3LYP. In
aromatic rings, the chemical shifts corresponding to carbon and hydrogen atoms are usually
observed in the region of 100–160 ppm and 6–8 ppm, respectively [40, 41]. In the present
work, aromatic protons on the benzimidazolium ring were appeared at 7.33–7.29, 7.77–7.47
and 7.84 ppm, respectively. Aromatic carbons at the benzimidazolium ring and pentamethyl-
benzyl were monitored 124.9, 127.0, 127.1, 131.5, 131.8, 133.6, 134.0, 137.4 and 137.8 ppm,
respectively. Methyl substituted benzylic proton and carbon were detected at 5.87 ppm as a
singlet and 48.4 ppm and calculated 5.51 ppm and 52.1 ppm, respectively. Methyl protons
on the benzylic group signaled three different singlet that are 2.24, 2.27 and 2.29 ppm. And
carbons of these methyl groups came to 17.0, 17.1 and 17.3 ppm at the 13C NMR spectrum.
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Table . Experimental and calculated H and C NMR chemical shifts δ(ppm) from TMS.

Atom Experimental Calculated Atom Experimental Calculated

H(HO) . s .
a

C . .
H . s . C . .
H . d, J= .Hz . C . .
H .–. m . C . .
H .–. m . C . .
H .–. m . C . .
H(CH) . s .

a
C . .

H(CH) . s, . s .
a

C . .
H(CH) . s .

a
C . .

H(CH) . s .
a

C . .
H(CH) . s .

a
C . .

H(CH) . s .
a

C . .
H(CH) . s .

a
C . .

H(CH) . s .
a

C . .
H(CH) . s .

a
C . .
C . .
C . .
C . .
C . .
C . .
C . .
C . .
C . .

a: average (the atom numbering according to Fig.  used in the assignment of chemical shifts.)

Theoretical 1H and 13C chemical shifts of methyl groups on the benzylic group were calcu-
lated in the range of 2.21–2.69 ppm and 19.0–20.2 ppm, respectively. In the calculated spec-
trum, –CCH3 protons belonging to 2-methyl-2-propenyl which detected at 1.75 ppm shifted
to higher field, and NCH2 protons shifted to higher frequencies. Terminal –CH2 on the 2-
methyl-2-propenyl came to 4.85 and 5.06 ppm as two different singlets. Carbons of 2-methyl-
2-propenyl were detected at 53.5, 115.3, 113.7 and 19.7 ppm and calculated at 59.1, 154.8 122.6
and 19.9 ppm, respectively. The recorded chemical shifts of NHC salt 1 are mostly compatible
with the calculated values and the previously reported results [42]. Also, protons of water on
the NHC salt 1 gave a border singlet at 2.49 ppm.

The experimental and theoretical IR spectra of NHC salt 1 are shown in Fig. 6 and some
characteristic vibrations were given in Table 5. The experimental spectrum of the com-
pound contains some characteristic bands of the stretching vibrations of the C=N, C–H and
C=C groups. Evident of formation of the benzimidazolium salt 1 was ν(C=N) bound which
showed a peak at 1557 cm−1 and calculated at 1522 cm−1. While the stretching vibrations
of C–H bonds have three or four peaks in the region 3000–3100cm−1, the C=C stretch-
ing vibrations usually occur in the region 1400–1625cm−1 in the literature [43]. Vibra-
tions belonging to the C–H aromatic stretching were observed 3069, 3096 and 3111 cm−1.
Aliphatic C–H stretching vibrations of methyl group were viewed at 2941 and 2914 cm−1.
Peaks at 1609 and 1662 cm−1 are C=C stretching vibration modes. These peaks were cal-
culated with strong intensity at 1588 and 1652 cm−1. It is known that the OH vibrations of
nonhydrogen-bonded or a free hydroxyl group occur strongly in the 3550–3700 cm−1 region.
If an intramolecular hydrogen bonding presents, the O–H stretching band would reduce to
3200–3550 cm−1 region, due to the sensitivity of the OH group vibrations to the environment
[44].While the nonhydrogen-bondedO1–H1B stretching vibration occurs at 3756cm−1 in the
calculated spectrum of NHC salt 1, there is a strong peak at 3407 cm−1 corresponding to O1–
H1A stretching vibration.
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Figure . FT-IR spectra belong to experimental (red) and optimized (blue) structures.

3.3. HOMO-LUMOand chemical reactivity analyses

Frontier molecular orbitals which called as HOMO (highest occupied molecular orbital) and
LUMO (lowest unoccupied molecular orbital) have an important role in molecular interac-
tions. While the HOMO energy symbolizes the ability of giving an electron, LUMO energy
represents the ability of getting an electron. Since the energy gap between these orbitals is
closely related to electron conductivity, it is a critical parameter to define the molecular elec-
trical transport [45]. The energy gaps are also liable for the chemical and spectroscopic prop-
erties of organic molecules. In order to explain the energetic and chemical reactivity of NHC

Table . Some experimental and calculated vibrational frequencies (cm−) of 1.

Assignments
a

KBr BLYP/–G++(d,p)

ν (O–H) ,
ν (C–H) as 
ν (C–H) s 
ν (Caromatic–H) s – 
ν (Caromatic–H) as 
ν (C–H) as  –
ν (C–H) s  –
ν (C–H) as 
ν (C–H) as 
ν (C–H) s 
ν (C–H) as 
ν (C–H) s 
ν (C–H) s 
ν (C–H) 
ν (C=C) , ,
ν (C=N)  
α (O–H) 
α (C–H)  
γ (C–H)  
ω (C–H) 
ω (O–H) 

a; ν: stretching, γ : rocking, α: scissoring ω: wagging.
s: symmetric, as: asymmetric.
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Table . Calculated HOMO-LUMO energies and chemical reactivity
descriptors of the compound.

Molecular properties (eV) Calculated values

HOMO energy, EHOMO − .
LUMO energy, ELUMO − .
Energy gap,
E .
Ionization potential, IP .
Electron Affinity, EA .
Electronegativity, χ .
Chemical hardness, η .
Chemical potential, µ − .
Electrophilicity Index, ω .
Global softness, S (eV)− .

salt 1, some characteristics such as hardness (η), chemical potential (μ), softness (S), elec-
tronegativity (χ) and electrophilicity index (ω) were calculated using HOMO and LUMO
energies. The calculated results are listed in Table 6.

The hardness and softness are decisive criterions to define chemical reactivity or kinetic
stability of a molecule. While the soft molecules have small energy gaps, the hard ones have
large energy gaps [46]. So it can be said that the hard molecules are more stable than the soft
ones. Electronegativity states the ability of an atom or a functional group to pull electrons or
electron density towards itself. The energy lowering due to maximal electron flow between
HOMO and LUMO orbitals can be evaluated using a factor called as electrophilicity index
[47].

The energy and compositions of some selected molecular orbitals are given in Table 7 and
the pictorial representations of molecular orbital distributions are shown in Fig. 7. In LUMO,
the charge density is mainly localized over the benzimidazole ring with contributions of 97%.
Whereas HOMO is fully characterized by a charge distribution on atom chlorine (94%). The
calculated energy gap for NHC salt 1 is the medium energy gap which value of 3.62 eV and
shows the high electrical activity of the compound.

Table . Energy and compositions of some selected molecular orbitals.

‘% of composition
MO E(eV) Cl HO Benzimidazole CHC(CH) CHC(CH)CH

LUMO+ − .     
LUMO+ − .     
LUMO+ − .     
LUMO+ − .     
LUMO+ − .     
LUMO − .     
HOMO − .     
HOMO- − .     
HOMO- − .     
HOMO- − .     
HOMO- − .     
HOMO- − .     
HOMO- − .     
HOMO- − .     
HOMO- − .     
HOMO- − .     
HOMO- − .     
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Figure . Contour plots of some molecular orbitals of 1.

3.4. Mulliken and natural population analyses

Mulliken analysis that calculates the effective atomic charges is the most common popula-
tion analysis. Mulliken charges are used to understand the charge distribution on the chem-
ical bonding [48]. Atomic charges affect the electronic structure, dipole moment, molecular
polarizability and more a lot of behavior of a molecular system. Atomic charges obtained by
Mulliken population analysis and natural charges obtained by natural bond analysis for the
title compound are listed in Table 8. The absolute values of the natural charges of all hydrogen
atoms on the basis of NPA are normally positive. The absolute value of the natural charges
is negative at all the heteroatoms in the molecule. The carbon atoms of pentamethylbenzyl
are more negative when compare with the other aromatic carbons. This is in agreement with
electrostatic potential lines (Fig. 8).

Figure . (a) Molecular electrostatic potential (MEP) of 1. (b) Electrostatic potential (ESP) of 1.
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Table . Calculated net charges by Mulliken population method and natural population analysis.

Atom
–G++(d,p)
Mulliken charges

–G++(d,p)
Natural charges Atom

–G++(d,p)
Mulliken charges

–G++(d,p)
Natural charges

Cl − . − . H . .
O − . − . H . .
HA . . H . .
HB . . H . .
N . − . H . .
N . − . HA . .
C − . . HB . .
C . . HA . .
C − . − . HB . .
C − . − . HA . .
C − . − . HB . .
C − . − . HC . .
C . . HA . .
C − . − . HB . .
C . − . HA . .
C − . − . HB . .
C − . − . HC . .
C − . − . HA . .
C . − . HB . .
C . − . HC . .
C . − . HA . .
C . − . HB . − .
C − . − . HC . .
C . − . HA . .
C − . − . HB . .
C − . − . HC . .
C − . . HA . .
C − . − . HB . .
C − . − . HC . .

3.5. Electrostatic potential (ESP) andmolecular electrostatic potential (MEP) analyses

ESP and MEP analyses of NHC salt 1 were performed by B3LYP/6-311G++(d,p) method
at the 0.02 isovalues. Figure 8a,b shows the molecular electrostatic potential and contour of
electrostatic potential for the title compound. The colour code of MEP map is in the range
between the -7.352 a.u. (darkest red) and 7.352 a.u. (darkest blue), and potential increases in
the order red < orange < yellow < green < blue.

The MEP mapped surfaces shows the charge distributions of molecules in three-
dimensional and helps to determine the relative polarity of molecules and nucleophilic and
electrophilic reactions [49, 50]. The contour maps are drawn in the molecular plain two
dimensionally and used to show lines of constant density or brightness. The electron rich
lines around oxygen and chlorine are theoretically potential active sides of the molecule and
justify the intermolecular hydrogen bonding of NHC salt 1 as shown in the packing diagram.
The green region shows the close to zero ESP value and characterize the C–C and C–N bonds.

4. Conclusion

Firstly, to obtain benzimidazole precursor, benzimidazole and 3-chloro-2-methyl-1-propene
were reacted. Then, 1 was prepared and fully characterized by elemental analysis, X-ray crys-
tallography, FT-IR, 1H and 13C NMR spectroscopy techniques. In addition, the molecular
geometry, vibrational frequencies and 1H and 13C NMR chemical shift values of the com-
poundhave been calculated usingDFT/B3LYPmethod. In the 1HNMRspectrumof 1, the sig-
nal for the acidic carbene proton at the 2-position in the benzimidazolium ring was observed
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in the expected range. In the FT-IR spectrum, the characteristic bands assigned to the
ν(O–H) and ν(C–H) vibrations of the compound were recorded in agreement with the pre-
viously reported results.

Although the discrepancies between the experimental and optimized geometric parame-
ters, theoretical calculations support the solid state structure of 1. This can mainly attributed
to the solid state interactions in the crystal structurewhich are absent in the quantummechan-
ical modeling of the compound. The most negative potential areas in MEP are on oxygen and
chlorine atoms and the X-ray analysis showed that these atoms act as acceptor in intra and
intermolecular hydrogen bonding of compound. The electron rich lines around oxygen and
chlorine in EPS are theoretically potential active sides of the molecule and verify the MEP
map. Although the N atoms have high electronegativity, these atoms are concealed by high
positive atoms in the region. The net charge distribution of title compound was calculated
by the Mulliken and natural population methods. MEP, Mulliken population analysis, NPA
results are consistent with each other related to chemically reactivity of molecule. The results
of HOMO-LUMO and chemical reactivity analyses support the high electrical activity of the
compound. The energy and compositions of some selected molecular orbitals were also cal-
culated. The low energy unoccupied orbitals of the compound, from LUMO to LUMO+2,
have π∗ character and are concentrated on benzimidazole ring. The high energy occupied
orbitals (HOMO—HOMO-2) of the compound have π character on Cl (p) orbitals. It would
be heplful in next studies to understand the nature of electronic transitions in the compound.
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