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This research focuses on the unique phase behavior of non-spherical patchy colloids in porous environments.
Based on the theory of scaled particle (SPT), methods have been refined and applied to analyze the thermo-
dynamic properties of non-spherical patchy particles in a disordered porous medium. Utilizing the associative
theory of liquids in conjunction with SPT, we investigated the impact of associative interactions and connections
between the functional nodes of particles on the formation of the nematic phase. Calculations of orientational
and spatial distributions were conducted, which helped to understand the phase behavior of particles during
the transition from isotropic to nematic phase under the spatial constraints imposed by the disordered matrix
of the porous medium.
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1. Introduction

It is a big pleasure for us to dedicate this paper to our good friend and colleague Jaroslav Ilnytskyi
for his 60th birthday celebration. His work on computer simulations of liquid crystals and polymers is
very important in the physics of soft matter. Some of his studies, see, e.g., [114], are methodologically
related to the objectives of the present paper, specifically to computer simulations of isotropic-nematic
phase transition in different molecular models, in particular in the presence of porous media or colloidal
particles. M.H. is very happy that together with Jaroslav and other colleagues he was the coauthor of
a common paper [S] devoted to the development of the dissipative particle dynamics approach for the
study of morphological changes in block copolymer melts due to variation of intramolecular branching.

During the last decades, the study of complex colloidal particles with chemically or physically
patterned surfaces, commonly referred to as patchy colloids, has taken significant attention [6, [7].
Usually, such patchy colloids are modelled as hard spheres carrying a finite small number of attractive
sites arranged in precise geometries on the particle’s surface. The anisotropy and saturation of the
interaction between such particles lead to a wide range of physical phenomena. The patchy colloidal
system was considered to be confined in a random porous media. The influence of porous media on
the phase behaviour, percolation, and dynamical properties of confined patchy colloidal fluids were
considered [8, [9]].

Recently, in the theory of patchy particles, along with the study of spherical colloids, the study of non-
spherical patchy colloids has also become of considerable interest. The non-spherical shape of colloidal
particles significantly enriches the properties of such colloidal systems. In particular, due to the non-
spherical shape of colloids, there may be an orientational ordering of colloids and various associated liquid
crystal phases, which can be significantly enhanced and modified by additional associative interactions due
to the patchiness of colloids. Examples of such anisotropic patchy colloids are self-associated structures
that occur in micellar systems [10], in fibril formations [[L1]], in solutions of DNA molecules [[12]], and
in inorganic nanoparticles [[L3]]. The formation of associated clusters in non-spherical patchy colloids is
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often considered as the major reason for much of the interesting behaviors and properties of liquid crystal
systems. For example, association in liquid crystals has been considered as a possible cause of reentrant
phenomena in which less ordered phases reappear with decreasing temperature [[14].

There are two important features inherent to non-spherical patchy colloids. The first one is connected
with the rigid non-spherical core of colloidal particles, which leads to the formation of different orien-
tational ordered liquid crystal phases, the simplest of which is the transition between non-ordered and
orientationally ordered phases, known as the isotropic-nematic phase transition. The second feature is
connected with the decoration of colloidal particles by attractive sites, which leads to bonding between
colloidal particles. In this paper, we consider the simplest model of patchy colloids of non-spherical shape
as a system of spherocylinders with one sticky point at one end of the spherocylinder that simulates the
formation of chemical or hydrogen bonds between colloids. Due to this bond, the colloids can form dimers
of two antiparallel spherocylinders attached end-to-end. For the first time, such a simple patchy colloidal
model was introduced by Sear and Jackson [[15]. In their consideration, they combined the Onsager
theory [16]] in order to account for the effect of an anisotropic phase on the excluded volume interactions
between spherocylinders, and Wertheim’s multidensity formalism [17, 18] for the treatment of the effect
of dimerization of spherocylinders. If the bonding is strong enough, the hard spherocylinders will all
dimerize, and the phase behavior of dimerizing hard spherocylinders will be approximately the same as
for the hard spherocylinders of twice the length. As a result, it was shown [15]] that the nematic phase is
stabilized by dimerization relative to the isotropic phase. However, it should be noted that the Onsager
theory is based on the low-density expansion of the free energy functional truncated at the second virial
coeflicient level and is exact only for a very specific model of a hard spherocylinder fluid in which the
length of the spherocylinder L; — oo and the diameter D; — 0 in such a way that the non-dimensional
density of the fluid ¢ = ﬁnL%Dl is fixed, where p; = N1/V, Ny is the number of spherocylinders, and V
is the volume of the system [19]. In order to incorporate the higher-order contributions neglected in the
Onsager theory, in the next study [20] the authors used the Parsons—Lee (PL) approach [2122], which is
based on the mapping of the properties of the hard spherocylinder fluid to those of the hard sphere fluid.
The accuracy of the developed theory was demonstrated by the comparison with original Monte-Carlo
simulation data for the same model.

In the present manuscript, we study the influence of random porous media on the properties of dimer-
izing hard spherocylinders. Random porous media are usually considered as quenched configurations of
randomly distributed obstacles [23]]. Similar to the bulk case, the description of dimerizing hard sphe-
rocylinders in random porous media needs to combine the Onsager theory and Wertheim’s multidensity
approach and generalize them for the patchy colloidal system in a random porous media. However, in
contrast to the bulk case, the application of the Parsons—Lee formalism for the improvement of Onsager
theory in the presence of porous media seems to be quite problematic because the Parsons—Lee approach
significantly uses the virial equation of state for the hard sphere fluid, the generalization of which for
the presence of porous media is currently impossible in an analytical form. Instead of the Parsons—Lee
approach, in this paper, we use the scaled particle theory (SPT) previously developed for a hard-sphere
fluid [24] and during the last decade extended to generalize for the description of a hard sphere fluid
in disordered porous media [25H33]]. The approach proposed in [25], referred to as SPT1, contains a
subtle inconsistency manifested when the size of matrix particles is considerably larger than the size
of fluid species. This inconsistency was eliminated in a new version labeled as SPT2 [28]]. As a result,
the first rather accurate analytical expressions were obtained for the chemical potential and pressure of
a hard sphere fluid in a hard sphere matrix. These expressions include three parameters describing the
porosity of the matrix [29} 130, 32| 33]]. The first one is related to the bare geometry of the matrix. It
is the so-called geometrical porosity, ¢g, that characterizes the free volume not occupied by the matrix
particles. The second parameter, ¢, is defined by the chemical potential of a fluid in the limit of infinite
dilution. It is the so-called probe particle porosity, which means the probability to find a fluid particle
in an empty matrix. The third parameter, ¢*, is determined by the maximum value of the fluid packing
fraction of a hard sphere fluid in a porous medium. It characterizes the maximum adsorption capacity of
a matrix for a given type of fluid. We note that for thermodynamic properties of a hard sphere fluid, SPT
produces the same result as the Percus—Yevick theory [34, 35]. A basic defect of such a description is
known to appear at higher densities where the theory needs some improvement, such as a semi-empirical
Carnahan—Starling (CS) correction [36} 37].
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In the present manuscript, we study the influence of random porous media on the properties of
dimerizing hard spherocylinders. The scaled particle theory was generalized for the hard spherocylinder
fluid 38, 139] and for the mixture of hard spheres and hard spherocylinders [40l i41]] for the bulk case,
in order to incorporate the higher-order contributions neglected in the Onsager theory. As a result, it
became possible to generalize the Onsager theory for the description of a more realistic model of the
hard spherocylinder fluid with a finite value of the spherocylinder length and a non-zero value of the
diameter. However, by comparison with corresponding computer simulation data [40, 41]], it was shown
that the accuracy of the SPT description reduces with the decreasing length L; of spherocylinders. This
reduced accuracy of the SPT description was improved by the CS correction within the framework of
the Parsons—Lee approach, which leads to a correct description of the isotropic-nematic transition in
the hard spherocylinder fluid, even at small lengths L; of spherocylinders [22]]. However, as we have
already noted, the generalization of the PL approach for the presence of porous media is problematic.
For the presence of disordered porous media, the SPT2 approach was generalized for the fluid of hard
convex body particles in disordered porous media [42] and was used for the study of the influence
of porous media on the isotropic-nematic transition in a hard spherocylinder fluid in disordered porous
media [43}144]] and in a hard spherocylinder-hard sphere mixture [45]. It was shown that a porous medium
shifts the isotropic-nematic phase transition to smaller fluid densities. However, similar to the bulk case,
the accuracy of the developed SPT description reduces with a decreasing spherocylinder length. To
address this, in [43] 144]] two types of corrections were introduced to improve the SPT description of a
hard spherocylinder fluid in disordered porous media. The first one is the CS correction, which improves
the description at higher fluid densities. The second one corrects the description of the orientational
ordering in a hard spherocylinder fluid at higher densities. This correction was formulated by comparing
the constants in the integral equation for the singlet distribution function of hard spherocylinders in
the SPT approach and in the PL theory in the bulk case. The CS and PL corrections constitute the
improvement of the SPT description of a hard spherocylinder fluid in disordered porous media. It was
shown that both corrections provide a correct description of the isotropic-nematic phase transition in a
hard spherocylinder fluid in disordered porous media, including the hard spherocylinder fluids with small
lengths of spherocylinders. The obtained results for hard spherocylinders in random porous media were
used as the reference system for the generalization of the Van der Waals equation for anisotropic fluids
in random porous media [44, 46} 47|, which was used for the description of the influence of the porous
media on the phase behavior of polypeptide solutions [48]]. A model of hard spherocylinders-charged
hard spheres mixture in random porous media was used for the description of the phase behavior of
electrolyte solutions in anisotropic solvents [49, 50].

In the present paper, we use the obtained results for the hard spherocylinder fluid in random porous
media as the reference system for the study of the influence of porous media on the phase behavior of
dimerized hard spherocylinders. We show that due to association, the phase behavior of dimerizing hard
spherocylinders is strongly temperature-dependent, and a porous medium shifts the isotropic-nematic
transition to smaller fluid densities and lower temperatures. The paper is arranged as follows: In section 2,
we formulate the model of dimerizing hard spherocylinders in random porous media and present the
theory which combines the SPT approach for a hard spherocylinder fluid in disordered porous media
with the CS and PL corrections and the associative multidensity formalism for the description of the
dimerizing effects. The results and discussion are presented in section 3. We conclude in section 4.

2. Model and theory

In the present study, we examine the qualitative features of the phase behavior of dimerized hard
spherocylinder fluid in disordered porous media. To enable a comparison of our theoretical results with
the computer simulation data obtained in [20]] for the bulk case, we consider here the dimerizing hard
spherocylinder model with the same parameters as in [20]]. The schematic representation of the model
dimerizing hard spherocylinder is presented in figure [ The model is a hard spherocylinder with a
cylindrical core of length L;, capped at each end by hemispheres with a diameter D, and with a square-
well bonding site embedded in one of the hemispherical end caps at a distance rq = 0.25D from the
center of the hemisphere to the surface along the molecular axis, as shown in figure [I| The bonding
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sites mediate the association of the dimerizing spherocylinders, described by the site-site square-well
potential.

_ —€], r< 617
Gar (r) = { 0, r> 6, (2.1)

where r is the site-site distance between the bonding sites of two spherocylinders. The parameter €
represents the depth of the square-well and is used to define the dimensionless temperature 7% = kT /€|,
where k is the Boltzmann constant and 7 is the temperature on the absolute Kelvin scale. The parameter
&) denotes the width of the square-well and satisfies the following inequality [8]]: 6; < (1 — V3/2)D, =
0.134D, which ensures that only one attractive bond per site between spherocylinders can be formed.
In the study [20], the authors chose 6; = 0.5742D. In the present paper we use a similar value of the
potential parameter ¢ . That is why the bonding in the considered case was not saturable. However, it was
shown by computer simulations that in the considered case, for densities close to the isotropic-nematic
phase transition, the formation of trimers and larger aggregates is extremely rare. Therefore, in the present
theoretical study, we take into account only dimerizing clusters.

D. /
4

»
»

A

L.+ D,

Figure 1. (Colour online) Schematic representation of the model dimerizing hard spherocylinder.

We also consider that the model at hand is confined in a porous medium represented by a matrix
of frozen hard spheres (HS), characterized by hard-sphere obstacles of diameter Dy, and two types
of porosity, [28, 30] i.e., geometrical porosity ¢o and probe particle porosity ¢. For the HS matrix,
¢o = 1 — 19, where ng = npng /6 and ¢ is defined by the excess value of the chemical potential u{* of
the fluid particles in the limit of infinite dilution, i.e., ¢ = exp(=BuS*), where g = 1/kT.

As we already noted in the introductory part of the present manuscript, we combine the scaled particle
theory, generalized in [43|44] for the case of hard spherocylinders in porous media, with the multidensity
formalism from the theory of associative fluids [[15, [17, [18} 51H53]], in order to describe the associative
interactions. According to the multidensity formalism, the singlet density distribution function p; (1) can
be presented as the sum:

p1 (1) =p10 (1) +p11 (1), (2.2)

where p1o(1) and p;; (1) represent the singlet density distribution functions of monomers (nonbonding
part) and dimers (bonding part), respectively. We note that we use the conventional notations in the
theory of fluids in porous media [28] 30, 44]: the index “1” is used to denote the fluid component and
the index “0” to denote the matrix particle. We also use the index “s” for the scaled particle and follow
the conventional notations in the theory of associative fluids [17, [18}51H53]). In the case of two indexes,
the second index “0” corresponds to the nonbonded part and the second index “1” to the bonded part.
In , we also use conventional notations in fluid theory [37]]. The notation (1) = (r, Q) denotes the
coordinates (the positions r; and orientations Q) of a fixed spherocylinder. Here, Q = (6, ¢) represents
the orientation of a particle determined by the angles 6 and ¢. For a homogeneous nematic phase, the
singlet distribution functions p;(1) and p;o(1) are functions only of the angle between the molecular
axis and the preferred direction, the so-called nematic director. Thus,

pi1(1) = p1fi(Q1) = p1f1(61),
p10(1) = p10fi0(Q1) = p1ofio(61), (2.3)
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where p; is the total number density of spherocylinders, pi¢ is the number density of monomers, and
is the angle between the molecular axis and the nematic director. The functions fi () and f1o(Q2) are
normalized to unity:

J f1(Q)dQ = J S10(Q)dQ = 1. 2.4)

Here, dQ = ﬁ sin 8 d6 dy is the normalized element of body angle.
For the isotropic phase, f1() = f10(Q) = 1. The free energy of the system within the approximation
obtained in the framework of the first-order thermodynamic perturbation theory [[15} 20l I51H54] can be

written as the sum of three contributions:
pA = [ {1 ()i [or0 (1 A3] = pro (D} a1 + Bitse

- %Jplo(l)/?lo (2) gusc (12) fus (12)d1d2, 25)

where A is the de Broglie wavelength, gysc(12) is the binary distribution function of the hard sphero-
cylinders. The first term represents the ideal contribution to the free energy of the system of dimerizing
spherocylinders. It includes the contribution from orientational entropy

o (fis fio) = J FQ)In fio(Q)dQ, 2.6)

which appears from the first term in (2.5)) after substitution of (2.3).
The second term in (2.5) BAnsc accounts for the hard-particle interaction of the spherocylinders,

which in the Onsager limit reduces to the excluded volume integral in the form of the second virial
coeflicient [16}[19]

B, = % f F1(1) f1(Q2) Vexe (Q1, Q) dQ; dQ,

where

: 4
Vexe (Q1, Q) = 2L3D; sin(612) + 2nL DT + gwi
612 is the angle between the principal axis of two spherocylinders. The third term in ([2.5)) reflects the
associative dimerization contribution.

2.1. Hard spherocylinder contribution

To describe the second term — the hard spherocylinder contribution — the scaled particle method is
employed. This method involves introducing an additional spherocylindrical particle into the system of
hard spherocylinders in porous media, characterized by two scale parameters: diameter D and length of
the cylinder Lj:

DS =/15D1, Ls Z(ISLI. (27)

Between different approximations considered in the framework of SPT2 approach we restrict here to
the SPT2b1 approximation which is quite accurate at small, intermediate and higher fluid densities. The
expressions obtained using the scaled particle method for the pressure and chemical potential within the
SPT2bl approximation can be represented as follows [43] 144]]:

Bl = i)™ = (i fio) ~In(1 =) + [+ Afr() | L2
n1/éo
n(go—-¢) 1 (m1/¢0)”
" el —mifgw T AT 2B

(m1/0)°

- 28
(T —m/oo) 8)

v 2B(()
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A S B ) (@_ )@ )
(Pl) 1—n1/¢o ¢ ¥ ¢ ! m In(l =m1/¢0)
A(r(f)  mi/¢o N 2B(7(f1))  (m1/¢0)?

2 (1-m/¢0)? 3. (1-m/¢o)*’

(2.9)

where 171 = p1V] is the packing fraction parameter of the system of spherocylindrical particles, p; is
the density of spherocylindrical particles, and V| = (nD?/ 6) + (nLlD% /4) is the volume of the hard
spherocylindrical particles. We note that in we introduced the orientational entropy term o (f1, fi0),
defined by (2.6). The coefficients A(7(f1)) and B(7(f1)) are defined by the expressions.

6+ 6(y1 — D)*7(f1)

A =
(r(£1) o
’ _ 2
Pl [4+ 31— 1) r(fo]
¢0 3')/] - 1
— pﬂ (1 + 6’}/1 )
bo 3y1-1
, ’ ’ 2
_ Phaa1Powa +2P0a§6,1 + (@) ’ (2.10)
®o 2 (ol ¢0 bo
6y1 me)
B(r = |m/———--=
( (fl)) (3,}/1 -1 ®o
32y - 1) 3(y; - 1)? 0o 1P
[ -1 3= D) _lﬁ__pﬂ}’ @.11)
371 -1 371 -1 b0 2 ¢o
where
4 .
T(fl) = ; J fl(Ql)fl (Qz) sin ¥y, dQ2q dQ». (2.12)
oy = 6P0£?(/ll,:,/1x), )., = apog;:/lx)’ P, = —azg‘i‘g‘/{jﬁ), Pow = ‘92“)3(;/{5’“ are suitable derivatives at
as =1; =0.

polas, As) = exp | = Bud(as, Ay)] (2.13)

is the probability of finding a cavity in an empty matrix which is determined by the excess of the chemical
potential % (ay, A) of the scale particle at infinite dilution.

The probability po(as,As) is associated with two types of porosity [28l 130, 42| [44]. The first is
geometric porosity, defined as:

$o0 = po(as = A5 =0), (2.14)

which describes the free volume available for fluid molecules. In the case of a hard-spherical matrix, it
is given by:

¢o =1-no, (2.15)

where 19 = %nDSpo represents the packing fraction of matrix particles, pg is the density of matrix
particles, and Dy is the diameter of matrix particles.
The second type of porosity is defined at 1y = @y = 1, which corresponds to thermodynamic porosity.

¢ = polay = s = 1) = exp(—u?), (2.16)

which is described by the excess of the chemical potential of the molecules of fluid ,u(l) at infinite dilution.
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In this case we are considering [44]

¢ = (1—no>exp{—lﬁ° ]
77(% 9 22
(I-n )22
1
_ 2(1 )3(3y1—1)T (1+770+7]0)} 2.17)

where T = g—(‘),yl = 1+%
For the free energy, we can get an expression from the thermodynamic relationship

A
B2 = Buupr - P, 2.18)

The free energy, limited by fluid in the SPT2b1 approximation, is presented as follows:

BA SPT2bl
()

o (f1, fi0) +ln% =1 —In(1-n1/¢0)

(-8

+

1+—1n(1—771/¢0)]

A((f)) m/go  Blz(f)) ( /o )2
. 2.19
2 1—m/¢0Jr 3 1 —=1n1/¢0 @19
According to the [43]], we should add the CS terms to expressions ([2.8), (2.9), and 2-18).
SPT2b1-CS SPT2bl cs
T
P1 P1 P1
(Byy)STT2CS = (B1ay)SPT 4 (BAUY)CS 2.21)
SPT2b1-CS SPT2b1 cs
™
1 1 1
where
ﬂA_P)CS:_ (m1/90)° 53
5 T —m/d0 22
2
AunSS = 1_@) m/¢o _l( m/¢o )
(Bam) n( o0) " T=m/ee 2\T=m/do
m/go \’

2.24
(1 —771/¢0) (224

BAA\S ( 771) m/¢o 1( m/¢o )2
28 =mfr - ) A o R ) 2.25
( N ) ! o0) " T=migo 2 \T=m/go (223
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2.2, Associative contribution and the integral equations for the singlet distribution
functions

The free energy of the considered system is given by the expression (2.5), in which the first two terms
can be presented in the form (2.19). This expression includes contributions from hard spherocylinders
and from associative interactions. To complete this, we should determine the expressions for the singlet
distribution functions p(1) = p1f1(21) and p1o(1) = p1ofi0(£21). Both functions can be found from
the minimization of the free energy with respect to variations in these distributions. In particular, from
variation in p1(1), we have the generalization of a very known relation between p; (1) and po(1) in the
theory of associative fluids for the anisotropic associative fluids in porous media, which plays the role of
the mass action law (MAL) in the theory of associative fluids:

p1(1) = p1o(1) + p1o(1) J p10(2)gncs (12) fas (12) d2. (2.26)

In this relation, it is convenient, according to (2.3), to move from p;(1) and pio(1) to functions f;(1)
and f1o(1). Since in the isotropic phase the functions fi(1) = fio(1) = 1 and in the nematic phase
all spherocylinders are nearly parallel, in we can use the approximation f19(2) = fi0(1), for the
first time introduced by Sear and Jackson [15]]. Finally, due to the delta-like character of the associative
interaction, the relation (2.26) can be written in the form:

fiQ1) = fio( QDX + X2 fi(Q)p1 K F s, (2.27)

where X = pjo/p; is the fraction of monomers, F' = exp(Be;) — 1, and K is the geometric multiplier,
determined by the volume of overlap of the two interactive bonding sites [55]]. The contact value of the
binary function of hard spherocylinders gl‘";l"sr‘é will be approximated by the corresponding contact value
of hard spheres, which, with the help of previous works [8, 9], can be presented in the following form:

L 3om+mny 1 (6m+1n0)

giics = 4" = do—m  2(go—m)* 2 (go—m) "’ (2:28)
where § =2y, /(3y; = 1), 7 = o1/ 00.
After integration of equation (2.27) over the angles, we obtain the following equation for X:
1= X +X2p1KF f2g°™, (2.29)
where
1= f dQf2(Q). (2.30)

The second relation between fi(1) and fio(1) can be found from the minimization of the free energy
with respect to p1(1):

8
In fio(Q1) +1+C J F1(Q2) sin 912 dQ, = 0, 2.31)

where

m/éo [3(7’1—1)2 (1_@)
L=mi/¢o | 3y1-1 2¢0
/%o V(?’l—l)z( 671 _@)]
L—m/¢o 3yi—=1 \3yi—=1 0|

y = % is the Parsons—Lee correction introduced by us in [43]]. As aresult, we found that the functions fi ()

and f19(Q) are defined by the systems of equations (2.27)) and (2.31). Substituting from expression (2.27))
the equation for the unary function fj(€;) into expression (2.31)), we obtain the following equation for

the function fo(€;):

(2.32)

8 .
In f1o(Q1) = —1—CX;Jf10(92)SIH?912d92

8
- ;CszlKFgcom‘[ f5(Q2) sin ¥, dQ,. (2.33)
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After the normalization, equation (2.33)) can be represented in the form:
Ji0 (1)
o exp [-2CX [ fi0 (Q2) siny12dQy | exp [-2Cp 1 K g™ FX? [ f7 (Q) siny12dQ, |
8 [exp [-2CX [ fi0 (Q2) siny23dQ, | exp [-ECp K g FX? [ f2 (Q) sin y23dQ; | dQ;

. (2.34)

This equation is solved numerically by generalizing the iterative procedure proposed in [56]] for a more
simple case when the associative interactions are absent. Now, the expressions for free energy, pressure,
and chemical potential can be written as the sum of two terms:

ﬂ_A — ,BAref + ﬂAas
Nj N Ny’
,BP B ﬁPref N ﬁpas
P1 P1 p1 -’
Bri = B + Butt, (2.37)
where the first term has a form similar to that for hard spherocylinders in porous media, with a modifi-

cation in the entropy term o ( f) to o (f1, fi0), as defined by (2.6). In accordance with thermodynamic
perturbation theory, the associative terms can be written as follows:

(2.35)

(2.36)

A X 1
'B_las _ (mx SEg 5) , (2.38)
as cont
BEE L xy (1420 (2.39)
o1 2 0p1
1 6111 cont
Bt = [mx -5 (1= X)pla—zl] : (2.40)

3. Results and discussions

In this section, we illustrate the theory presented in the previous section for the dimerizing hard
spherocylinder fluid in a hard sphere matrix. During this study, we aim to elucidate the influence of
associative interactions and porous media on the isotropic-nematic phase transition in the system of
dimerizing hard spherocylinders. It is noted that, according to the results of computer simulation [57], in
a system of hard spherocylinders, only an isotropic phase is observed at L;/D; < 3.7, and a transition
from isotropic to nematic phase is observed at L;/D; > 3.7. In order to check the accuracy of our
theoretical predictions, we also compare the obtained theoretical results with the data from computer
modelling [20] for the dimerization model of hard spherocylinders in the bulk case. For this purpose,
we consider spherocylinders with an aspect ratio of L;/D; = 5. We also select interaction parameters
between patches, as in the case of computer simulation [20]. In theory, the specific geometry of the
bonding site is not provided, whereas in simulation studies, this area is strictly defined. The bonding
volume of the overlap of two sites K = 5.17 X 10’4D?, and the temperature 7* = k7' /€; = 0.1429. This
temperature corresponds to the depth of the square-well €| = 7kT, indicating that the formed bonds will
be relatively strong. Figure[2]shows the dependence of the fraction of monomers X on the packing fraction
of hard spherocylinders n; at L;/D; = 5 with one sticky point site. A matrix is modelled by a frozen
configuration of hard spheres randomly located in space with the packing fraction o = 0.1, 0.2, 0.3.

Figure [2] also shows data from computer simulation [20] in the absence of a matrix (79 = 0).
Theoretical curves qualitatively reproduce the data from computer simulations but slightly underestimate
the value of the fraction X, particularly in the nematic region. The results of improving the theory are due
to the improvement of the expression (2.28)) for the contact value of a binary function. Both theoretical
and computer data show a jump of X in the area n7; of the order of 0.345 (theory) and n; = 0.351 for the
simulation. This jump is due to the phase transition from the isotropic phase to the nematic phase. As the
matrix packing fraction increases, the value of X decreases and the jump of X shifts toward smaller 7.
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Figure 2. (Colour online) The fraction of monomers X as a function of 771 for the dimerization of hard
spherocylinders with an aspect ratio L1 /D = 5. Data points, representing results from simulations [20],
are plotted alongside the curves derived from theoretical models. These curves correspond to the isotropic
and nematic phases. The colors of the curves indicate various packing fractions of the matrix, represented
by 179 = 0 (red color), 0.1 (magenta color), 0.2 (blue color), and 0.3 (green color).

Figure3|shows the dependence of the parameter of nematic order S, for the same system. S, is defined
as:

S, = j £ (Q)P>(cos §) dQ, 3.1)

where P;(cos 0) is the second Legendre polynomial.

0.8

0.6 4

S,

0.4 4

0.24

OO T T T T T T T
0.0 0.1 0.2 0.3 0.4 0.5 0.6 0.7
n

Figure 3. (Colour online) The nematic order parameter S, as a function of 1 for the dimerization of
hard spherocylinders with an aspect ratio of L1/D; = 5. Data points represent results from computer
simulations [20], while the curves are based on our theoretical calculations. The colors of the curves
indicate various packing fractions of the matrix, represented by 19 = 0 (red color), 0.1 (magenta color),
0.2 (blue color), and 0.3 (green color).

As can be seen, the order parameter for the bulk case agrees well with the data from computer
simulation [20]]. In the presence of the matrix, the curves for the order parameter are shifted toward lower
densities. The location of isotropic-nematic transition is confirmed by the variation of the nematic order
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0.0 0.1 0.2 0.3 0.4 0.5 0.6

Figure 4. (Colour online) The pressure P* as a function of fluid packing fraction for dimerizing hard
spherocylinders with L /D = 5. The curves represent isotropic and nematic branches obtained from
the theory. The colors of the curves indicate various packing fractions of the matrix, represented by
1o = 0 (red color), 0.1 (magenta color), 0.2 (blue color), and 0.3 (green color). The points represent the
computer simulation data. The black curve represents the theoretical results for the bulk case from [20].

parameter S5 (figure [3)) and the fraction of monomer X (figure[2) as function of packing fraction ;.

Figure[3]illustrates the effect of disordered porous media on the fraction of monomers X as a function
of pressure P in nondimensional form P* = PV|/kT, where V| = %nD? + %nLlD% is the volume of a
hard spherocylinder. The most striking feature of this figure is the exceptionally clear isotropic-nematic
transition for the dimerizing spherocylinders. The degree of association is predicted accurately by the
theory in the isotropic and nematic phases, as is its first-order jump at the nematic phase. In the presence
of the matrix, the curves are shifted toward lower pressures. Figure [] illustrates the effect of porous
media on pressure as a function of density for the dimerization of hard spherocylinders. For the bulk
case (n70 = 0), the theoretical results qualitatively reproduce the computer simulation data up to the point
n1 = 0.482, P* = 5.78 corresponding to the nematic-smectic A transition. This point cannot be predicted
by the considered here Onsager-like theory. The influence of matrix packing fraction n79 = 0.1,0.2,0.3
was studied, and the data from computer simulation [20]] in the absence of a matrix (579 = 0) are
also presented. It is shown that with increasing matrix packing fraction 7, the isotropic-nematic phase
transition shifts to lower densities, with this effect being more noticeable for pressure (figure[d). In figure[5]
the theoretical results obtained in [20] are also shown by black curves. As we can see, there is a good
agreement between our theoretical results and theoretical results obtained in [[20] only in the isotropic
phase. However, in the nematic phase, our theoretical results are in better agreement with simulation
data. This is not surprising because in [20]], a trial function was used for the description of the singlet
distribution functions f; () and fio(Q;). As known [[19], the trial function approach overestimates the
nematic ordering at the isotropic-nematic transition.

Finally, figure [6] presents the phase diagram of the isotropic-nematic phase transition. The phase
transition predicted by the theory, as illustrated in figure [6] by lines, is qualitatively consistent with the
results of Monte Carlo modelling [20]. At high temperatures, the transition densities correspond to those
expected in a system of simple monomers without dimerization. At very low temperatures, where dimers
predominate, the transition density is much lower and exhibits little sensitivity to temperature changes.
Dimerization stabilizes the nematic phase relative to the isotropic fluid. Only within a narrow temperature
range does the density change rapidly. In this region, dimerization greately affects the density ranges
near the isotropic-nematic (I-N) transition zone, where there is also a noticeable expansion of the two-
phase area. The theoretical conclusions summarized in figure [6] indicate that the reduced temperature
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0.0 T T T T T

Figure 5. (Colour online) The fraction of monomers X as a function of nondimensional pressure P*
for dimerizing hard spherocylinders with L;/D| = 5. The curves correspond to isotropic and nematic
branches obtained from the theory. The colors of the curves indicate various packing fractions of the
matrix, represented by 19 = O (red color), 0.1 (magenta color), 0.2 (blue color), and 0.3 (green color).
The points represent computer simulation data. The black curve represents the theoretical results for the
bulk case from [20]].

T* = kT /e; = 0.1429 corresponds to the region where dimerization will have the greatest influence on
the I-N phase transition. The presence of a porous medium leads to a shift in the phase transition density
to lower values.

0.9 1
0.8
0.7 1
0.6 4

0.5 1

0.4 H

0.3

0.2 1

0.1 1

0.0 T T T T T 1
0.15 0.20 0.25 0.30 0.35 0.40 0.45

bl

Figure 6. (Colour online) The temperature dependence of the isotropic-nematic phase transition obtained
from the theory for dimerizing hard spherocylinders with L1 /D1 = 5. The reduced temperature is defined
as T* = kT /€. The red lines correspond to the bulk case, while other colors indicate cases with different
packing fractions of the matrix ¢ (similar as in the previous figures). The left-hand branch corresponds
to the end of the stable isotropic phase, and the right-hand branch to the beginning of the stable nematic
phase. The points are taken from computer simulation [20]].
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4. Conclusions

In this article, we have presented a study on phase transitions in the system of dimerizing hard
spherocylinders taking into account the influence of a porous medium. The porous medium is considered
as quenched configurations of randomly distributed hard spheres. The developed theoretical approach is
based on the combination of the recently developed in our previous works scaled particle theory for the
description of a hard spherocylinder fluid in random porous media [43] 44]], with Wertheim multidensity
formalism [[17,[18]] for the treatment of the effects of dimerization of spherocylinders. We note that in order
to check the accuracy of our theoretical predictions, we compare the obtained theoretical results with
the data from computer modelling [20] for the dimerization model of hard spherocylinders in the bulk
case. However we should note that computer simulations for dimerazing model of hard spherocylinder
fluid in porous media are needed for subsequent progress. Using a combination of theoretical analysis
and computer modelling, we were able to gain a deeper understanding of how associative interactions
and properties of the porous matrix affect the isotropic-nematic phase transition. It was discovered
that dimerization effectively promotes the stabilization of the nematic phase. This is confirmed by
comparing theoretical predictions with computer modelling data for a bulk case. The study showed
that the porous medium causes a shift in the phase transition to lower density values. Increasing the
packing fraction of the matrix enhances this effect. The analysis of temperature dependencies indicates a
significant influence of dimerization on the phase transition, especially at low temperatures where dimers
predominate. This research not only expands our understanding of the fundamental aspects of phase
transitions in colloidal systems but can also provide new prospects for the development of materials
with specific properties. Future studies will focus on exploring the impact of more complex particle
shapes and a variety of associative interactions on the system behavior. We should emphasize that
Wertheim extended his formalism to account for polymerization for description of a flexible chain of
hard spheres [51} 152} [58]]. We note that in [59, 60] the phase behaviour of hard spherocylinder fluid
with possibility of polymerization between spherocylinders were considered but without the presence
of porous media. Thus, the possibility for investigation of polimerizable hard spherocylinder fluid in
presence of porous media is possible. However, we should note that in the framework of the considered
approach, the orientational ordering is connected only with a nonspherical form of colloids. Associative
interactions stabilize the ordering but cannot be the source of ordering due to flexibility of clustering
in Wertheim formalism. Another important aspect of generalization of the considered theory can be
connected with introduction of stiffness parameters in the framework of the approach developed by
Binder group [61]].
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Dimerizing hard spherocylinders in porous media

AnmepusauiiiHi TBepai chepounniHgpm B nopuctomy
cepepoBuLLi

B. I. LUmoTonoxa, M. ®@. lonoBko

IHCTUTYT Qi3nKM KOHAEHCOBaHMX chcTeM HauioHanbHOI akageMmii Hayk YkpaiHu, Byn. CBeHuiLybkoro 1, 79011
J1bBiB, YKpaiHa,

Lle gocnigkeHHs 30CepefXyeTbCa Ha YHiKanbHil $a30Biii NoBejiHLi HechepnUHMX MASMUCTUX KONMOIAIB Y
nopucTux cepegoBuLlax. Ha ocHoBi Teopii MaclwTabHoi YacTuHkM (TMY) 6yno BAOCKOHaNEHO MeTOAMKY Ta 3aCTo-
CoBaHo ii AN aHanisy TepMOAMHAMIYHUX BAACTUBOCTEl HeChepUUHMNX NAAMUCTAX YaCTUHOK Y HeBMOPsAKOBa-
HOMY NOPUCTOMY CepejoBULLLi. BUKOPMCTOBYHOUM acoLiaTUBHY Teopito PiAnH B NOEAHaAHHI 3 TMY, Mun gocnignan
BM/IMB acoLiaTVBHMX B3aEMOZIiN Ta 3'€HAHHSA MidXK QYHKLiOHaNbHMMM By3N1aMM YacTMHOK Ha npoLec popMyBaH-
HSt HeMaTry4Hoi ¢pasun. bByno NnpoBegeHO po3paxyHKMN OpiEHTALIAHMX Ta MPOCTOPOBIX PO3MOAiNIB, AKi A0NOMOrn
3po3yMiTu Ga3oBy NOBEAIHKY YaCTUHOK MPW Nepexoji Bif i30TPOMHOI A0 HemMaTNYHOI Ga3n B yMOBax MPoCTopo-
BOr0 06MexeHHs, CTBOPEHOro HeBMopPsAAKOBaHOK MaTPULIEKD MOPUCTOro CepejoBMLLa.

KnrouoBi cnoBa: niamucti Konoigu, cepounniHapy, Aumepun3allis, HeBrnopsaAKOBaHi MopucTi cepefoBuiLya,
reomMeTpuY4Ha NoOPUCTICTb, MOPUCTICTL MPOBGHOI YacTUHKMN
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