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Abstract In this work, we have analyzed the experimental
pressure-temperature behavior at the isotropic-nematic phase
transition of the liquid crystals PAP, 5CB, MBBA, and EBBA
at 1 atm by using the HERSW Convex Peg model in conjunction
with the IPCM model. We have calculated the molecular volume
values for the hard and attractive cores from theoretical quantum
calculations at the PM3, PM6, B3LYP/6-311++G(d,p)//PM6,
and M06/6-311++G(d,p)//PM6 levels of theory. The results sug-
gest that the best theoretical prediction of the experimental
pressure-temperature behavior is obtained when the molecular
volume is evaluated at the DFT level.

Keywords Phase transitions - Isotropic-nematic - Convex peg

1 Introduction

A liquid crystal (LC) is an aggregation state whose properties
are intermediate between a crystalline solid and an amorphous
liquid [1]. It is important to mention that under appropriate
conditions, the axis of the molecules in an LC can be aligned in
a particular direction. Thus, if one modifies such direction, a
variety of arrangements and phase transitions may be obtained.
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Moreover, these LC phase transitions may be induced by
electric or magnetic fields [2—4]. These phase transitions have
technological importance because they can be used to modify
the optical properties of LCs without changing its composition
[5]. Therefore, the development of predictive theories that
allow the correct prediction of LC phase transitions is of great
fundamental and applied interest.

Specifically, PAP (4-4"-bis (ethyloxy) azoxybenzene), SCB
(4-pentyl-4'-cyanobiphenyl), MBBA (4—methoxybenzilidene—
4'-butylaniline), and EBBA (4—ethoxybenzilidene—4'-
butylaniline) liquid crystals have attracted a great interest in
view of their potential applications in scientific and technolog-
ical fields. These liquid crystals exhibit isotropic-nematic (I-N)
phase transitions which can be used in the fabrication of liquid
crystal displays (LCD) [6-10]. However, the presence of
heating lamps in such LCD may cause an increment on the
temperature, around of 50 °C. These operating conditions may
modify the optical properties of these LCs [11]. Also, in the
electronic industry, these LCs can be used as temperature indi-
cators to locate the precise site where an electronic component
fails due to overheating, short circuit, or even a bad design. If
one considers that in such place there will be an increment of the
current density, then a hot spot will be located in this site. Thus,
the sensibility of LCs to temperature gradients allows to iden-
tify, through a change in their coloration, the site of the fail by
mean of the technique so called liquid crystal thermography
(LCT) [12, 13]. In addition, the PAP, MBBA, and EBBA
nematic liquid crystals can be used as lubricants because they
are able to diminish the friction between surfaces [14]. For
example, the viscosity of MBBA exhibits a lower value in the
nematic phase in comparison to the isotropic phase [15]. Also,
in this LC, the nematic ordering and low friction coefficient
values are maintained when the temperature is above the
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isotropic-nematic transition temperature. Furthermore, it is
important to consider that the temperature of the isotropic-
nematic phase transition varies with the pressure, which is
related to changes in the density value [15, 16].

The above mentioned suggests a wide application of
the LCs as a function of the temperature of the system
[11]. Considering these facts, it is not surprising that many
efforts are being focused on developing thermodynamic
models, which may predict adequately their experimental
pressure-temperature behavior [10]. However, as far as we
know, a detailed knowledge about the behavior of the
isotropic and transition regions of PAP, 5CB, MBBA,
and EBBA at 1 atm, as a function of the temperature, is
missing [13]. Here, it is important to mention that a good
knowledge of the limit values of pressure and temperature
would allow us to identify the values of P-T where the
nematic order is obtained.

Onsager [3] demonstrated that repulsive interactions are
important in the prediction of the isotropic-nematic (I-N)
phase transition. On the other hand, Maier and Saupe [17]
proposed a model in which this I-N phase transition is driven
by anisotropy in the long range attractive forces. Initially,
Kimura [18] combined Onsager’s hard-rod model with aniso-
tropic dispersion forces. Some further progress has been made
in understanding the effect of hard-core [19-23], generalized
attractive potential [24-37], dipolar [38—43], or chiral [44—46]
interaction on the stability of various LC phases.

In our research group, it has been observed that the predic-
tion of the experimental pressure-temperature behavior of
PAP, 5CB, MBBA, and EBBA may be improved when the
molecular volume (V,,) is evaluated through quantum calcu-
lations, and this value is used in the thermodynamic predic-
tions [24-29]. Bearing in mind the importance of V,, in this
kind of studies, Garcia-Sanchez et al. [26] predicted the phase
diagram and the I-N phase transition for p-azoxyanisole
(PAA), 5CB, and 4-4'-bis (heptiloxy) azoxybenzene
(HOAOB). In this prediction, the estimation of the ¥, and
A=a/b (the convex peg model comprising a convex hard core
with semi-axis ratio a:b surrounded by a spherical square-well
of depth € and range Ab) was carried out by using semiempir-
ical and isodensity polarized continuous model (IPCM) cal-
culations [47]. Then, the V,, obtained was mapped into a hard
ellipsoid revolution volume of a convex peg molecule. The
results were in good agreement to the experimental pressure-
temperature behavior reported for I-N transition [10]. In other
work, Garcia-Sanchez et al. [29] evaluated the effect of the
potential range in the pressure-temperature behavior of PAP,
5CB, MBBA, and EBBA. In this work, it was found that the
prediction of the experimental data is improved when both
optimized parameters, ¥, and the potential range, are consid-
ered. In a different context, Gonzalez-Cabrera et al. [28]
analyzed the experimental pressure-temperature behavior in
the PAA I-N phase transition at 1 atm employing different

convex peg models (HERSW, HERSWS [24] and HERSWE).
In that work, a/b and V,, parameters were obtained in the
framework of the density functional theory (DFT) and the
IPCM method [47]. Additionally, the effect of varying the
geometry of the attractive contribution in the convex peg
model was analyzed, in order to predict the experimental
pressure-temperature behavior. The results suggested
that the convex peg model HERSW predicts quantita-
tively the experimental behavior for PAA. Moreover, in
these studies, the value of V,, was identified as a key
parameter during the prediction of the PAA I-N phase
transition [24-29]. Here, it is important to mention that
the V,, calculated in previous works by Garcia-Sanchez
et al. [24-29] was carried out considering an isolated
molecule. Thus, in the present work, we have analyzed
the influence of the intermolecular interactions in the
determination of the molecular volume value of PAP, 5CB,
MBBA, and EBBA and their effect on the prediction of the
experimental pressure—temperature behavior during the I-N
phase transitions of these LCs. We consider that this kind of
study is important to identify the parameters that direct the
liquid crystal behavior.

2 Theory

In this work, we have used the perturbation theory and the
convex peg HERSW model proposed by Gonzalez-Cabrera
et al. [28] which is expressed as

A _ Aideal AQ
NkT  NkT =~ NkT

Aexcess

Aattractive
1
NkT (1)

NkT

where £ is the Boltzmann’s constant, 7'is the temperature, V'is
the volume, N is the number of molecules, A;geq is the ideal
contribution to the free energy, 4, is a contribution to the free
energy coming from the loss of entropy due to the orienta-
tional order, Aqccss 1S the free energy of the reference fluid and
Aaractive 18 the attractive contribution of free energy. The ideal
contribution is given by

Aideal _ ln(
Nk~ Y

AM)-1. (2)

In this expression, A is the Broglie’s mean thermal wave-
length and p is the density (p=N/V). The orientational term of
free energy is given by the Onsager’s expression [3]:

A .
i = | 1@ wir@) ag ()

where f ({2) is the single particle orientational distribution
function for a solid angle {2. In the isotropic phase, f ({2) is
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uniform, whereas for a nematic phase, 1 ({2) is a no uniform
function. The hard core or excess free energy is given by

Aexcess _

(VEC((, ()
NkT 8V

4
(1-n)° @

4n — 3772]

In this equation, Vo=V, is the volume of the hard core,
n=pV, is the packing fraction, V../"“(€,8%) is the volume
excluded to one particle with orientation given by €2, due
to the presence of another particle oriented along €2;, and
the angular brackets represent a weighted average over the
molecular orientations.

The attractive contribution to the free energy is given by

<Vé\x(“Q] ) QZ)>
(VEE($21,42))

Aattractive __P { # j|
NkT 2

—1} (21, 2)), (5)

where ¢ is the square-well depth, A is the square-well range,
T"=kTJ= is the reduced temperature and <Vex)‘(Ql,Qz)> is
the excluded volume of two attractive cores with arbitrary

orientations §2; and {2,. On the other hand, it is possible
to consider that

<Vé\x(‘91792)> B Vgtrractive B <&>2
(VHC(21,0))y — vEC —\b )’

(6)

Here, V€=V, and V3" ig the volume of the attractive
core region, respectively, and b, is the semi-minor axis of the
attractive ellipsoidal shaped SW range [28].

3 Methodology

In general, to evaluate the free energy, the functional must be
minimized with respect to f({2). In the isotropic phase, f({2)
takes the value 1 because the orientational term of the free
energy (Eq. 3) gives zero for this phase, substituting this into
the full expression for the free energy (Eq. 1), the necessary
integrals can be evaluated and a closed expression for the
isotropic free energy is obtained. In the case of a nematic
phase, we have to consider the Eq. 1 as a free energy

Table 1 Molecular volume

obtained for PAP, 5CB, EBBA, System Level of theory Individual molecular ~ Molecular ab  alb, by\/b
and MBBA at different levels of volume 0.08 volume 0.002
theory electrons/A’ electrons/A*
5CB PM3 80.08 [25,28] 326.14 37 1834 2018
38 1.883 2,018
5CB PM6 80.25 327.53 37 1832 2.020
3.8 1.881  2.020
5CB B3LYP/6-311++G(d,p) 80.19 257.60 37 2065 1.792
38 2121 1.792
(5CB)s B3LYP/6-311++G(d,p)/PM6  76.37 305.54 3.7 1850 2.000
MO06/6-311++G(d,p)/PM6 76.37 305.54 3.7 1850 2.000
3.8 1900 2.000
EBBA PM3 89.07 [25] 371.60 3.0 1468 2.043
EBBA PM6 92.42 396.09 3.0 1449 2.070
EBBA B3LYP/6-311++G(d,p) 94.55 305.84 3.0 1.668 1.799
(EBBA)s  B3LYP/6-311++G(d,p)/PM6  96.14 358.93 3.0 0804 3.733
MO06/6-311++G(d,p)//PM6 96.14 358.93 3.0 0804 3.733
MBBA PM3 89.15 [28] 371.90 3.0 1469 2.042
MBBA PM6 82.85 343.14 3.0 1474 2035
MBBA B3LYP/6-311++G(d,p) 82.82 34148 3.0 1477 2031
(MBBA)s  B3LYP/6-311++G(d,p)/PM6  81.52 330.48 3.0 149 2013
MO06/6-311++G(d,p)//PM6 81.52 330.48 3.0 149 2013
PAP PM3 81.05 268.04 36 1979 1.819
PAP PM6 81.17 331.30 3.6 1782 2.020
PAP B3LYP/6-311++G(d,p) 81.26 268.61 36 1980 1.818
(PAP)s B3LYP/6-311++G(d,p)//PM6 ~ 83.95 32091 3.6 1841 1955
MO06/6-311++G(d,p)//PM6 83.95 32091 3.6 1841 1955

@ Springer
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functional of /(§2), which must be minimized with respect to
this function. In this work, we have used a numerical minimi-
zation through the Onsager’s trial function:

_ acosh(acosf)

1) ; (7)

sinh v
where « is a variable parameter. Normally, in this process, a
temperature is chosen and the free energy is minimized over a
range of 7. The minimized values for « are fitted to a poly-
nomial in 7 and substituted back into the free energy for the
nematic phase expression.

Once we have obtained the free energies for the isotropic
and nematic phases, the reduced pressure P and chemical
potential ;2 can be calculated by using the usual thermody-
namic relationship, given by

and
o) — fideal a) — Alded
k%:ln(n)w(aH(A( )4 ), [at )817A )], 9)

where o(«) is obtained by substituting the trial function into
the expression (3) and integrating. The isotropic-nematic
phase transition is then evaluated by ensuring, at a fixed
temperature, that the chemical potential and pressure of each
phase are the same. In the expressions above mentioned, note
that the value of the molecular volume is an important factor
to obtain a good experimental prediction of the isotropic-
nematic phase transition. In previous works, we found that
the molecular volume may be related to the space occupied by
a molecule under its minimal energy geometry configuration.

PV, 5( Ae) — Aideal) Thus? the occupied volume dependg on. the S.IZG of the 'atoms
T nl 1+ 778—17 ) (8) forming the molecule where such size is a direct function of
the molecular electronic density. It has been reported that the
(a) (b)
1800 / 1800
1500 / 1500 //
1200 —EXP 1200 / —EXP
T 900 )
£ / £ P
600 / —*-THEORY 600 / —+—THEORY
300 / 300 /
0 - : : 0 , ‘ .
310 330 350 370 390 310 330 350 370 390
T T
(c)
800 /
600
/ - 3601841
5 400
o
200 / / —+— THEORY
0+
430 460
T
(d) (e)
3000 2400 /
2500 2000 /
2000 / —EXP 1600 w—EXP
% 1500 % 1200 /
: / = /
1000 800
—+—311.668 / —THEORY
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0 : : 0 . . .
350 375 400 425 310 340 370 400

TIK]

TIK]

Fig. 1 Comparison among theoretical prediction of HERSW model and experimental data of pressure-temperature behavior in the I-N phase transition
at 1 atm [9] of (a) 5CB with a/b=3.7, (b) 5CB with a/b=3.8, (c) PAP with a/b=3.6, (d) EBBA with a/b=3.0, and (¢) MBBA with a/b=3.0
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value of the electronic density may be evaluated employing
the accepted theories of the quantum chemistry [24, 28].
Also, in the present work, we have analyzed the influence
of the intermolecular interactions caused by the presence of
other molecules on the individual molecular volume. The
systems (PAP)g, (5CB)g, (EBBA)s, and (MBBA)g were opti-
mized employing the semiempirical PM6 method [48, 49].
The geometries optimized at the PM6 level were used to
calculate the value of the molecular volume occupied by the
electronic density at 0.08 and 0.002 electrons/A*, and it was
related with the molecular volume of the hard and attractive
cores for each LC considered in the present work. To analyze
the influence of the electronic correlation in the volume occu-
pied by electrons, we carried out quantum calculations at the
B3LYP/6-311++G(d,p)//PM6 and M06/6-311++G(d, p)//
PMB6 levels. In all the calculations, we used the IPCM model
[50-52], Q-chem ver. 3.0 [53] and Gaussian 09 [54] packages.

4 Results and Discussion

Table 1 reports the values of the molecular volumes for the
hard and attractive cores (0.08 and 0.002 electrons/A, respec-
tively) obtained at different levels of theory. Note, that the
molecular volume for the attractive core of the isolated PAP,
5CB, MBBA, and EBBA molecules are greater than when
they are part of a cluster. This fact may be explained in terms
of the intermolecular interactions generated when two or
more molecules are interacting. Thus, the presence of
functional groups in these LC may favor the apparition
of attractive or repulsive interactions, which will cause the
increment or decrement of the molecular volume value.
Table 1 reports the values of a/b [25, 28] for 5CB, PAP,
EBBA, and MBBA liquid crystals.

Here, it is important to mention that a traditional hybrid
functional as B3LYP is not able to take into account weak
interactions which are very important during the interaction of
two molecules. In this sense, the functional M06 is able to
analyze the effect of these non-covalent interactions [55]. In
order to compare the values of the volume enclosed obtained
through both functionals, we calculated the value of the
volume enclosed by the electronic density at the B3LYP/6-
311++G(d,p)/PM6 and MO06/6-311++G(d,p)//PM6 levels.
Similar values of the volume enclosed by the electronic
density were obtained at both levels of theory. This result
suggests that the molecular volume is highly dependent on
the molecular geometry. Although in this work we have
used the PM6 geometry, it is interesting to note that the
use of high levels of theory as M06/6-311++G(d,p)/PM6
do not improve appreciably the prediction of the molecular
volume based on the electronic density.

Figure 1 shows a comparison of the theoretical values
obtained in the present work with the experimental data [10]

@ Springer

reported for SCB, PAP, EBBA, and MBBA. Observe that the
theoretical results, at different levels of theory, closely follow
the experimental results. Thus, in Fig. 1, we present only the
best prediction for each case. The best prediction is ob-
tained at the DFT level. Specifically, for SCB with a/b=
3.7, alby=2.065, and b,/b=1.792 (Fig. la), for SCB with
a/b=3.8, a/b,=2.121, and b,/b=1.792 (Fig. 1b), for PAP
with a/b=3.6, a/b,=1098, and b,/b=1.818 (Fig. 1c), for
EBBA with a/b=3.0, a/b,=1.668, and b,/b=1.799
(Fig. 1d), and finally, for MBBA with a/b=3.0, a/b,=1.477,
and b,/b=2.031 (Fig. le). As observed in Fig. 1, the experi-
mental pressure-temperature behavior is predicted adequately in
the I-N phase transition for all cases analyzed in the present
work. The above mentioned indicates that the theoretical pre-
diction of the experimental pressure-temperature behavior is
improved when the molecular volume is evaluated through
quantum calculations. Also, the perturbation theory proposed
by Gonzélez-Cabrera et al. [28], make simpler the expression of
the Helmholtz free energy (Eq. 6), because this theory only
requires the expression <V,./"“(£,,Q,)> and not <V, \(2,€0)>.

5 Conclusions

In this work, we have analyzed the experimental pressure-
temperature behavior at the isotropic-nematic phase transition
for PAP, 5CB, MBBA and EBBA at 1 atm by using an
extension of the HERSW convex peg model in a perturbation
theory to second order. Additionally, we have obtained the
values of the molecular volumes for the hard and attractive
cores from theoretical quantum calculations at the PM3, PM6,
B3LYP/6-311++G(d,p), and M06/6-311++G(d,p) levels con-
sidering the presence of intermolecular interactions. In gener-
al, we found that the best theoretical predictions for experi-
mental data are obtained at the DFT level.
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