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The traditional formalism in liquid state theory based on the calculation of the pair distribution function is
generalized and reviewed for nematic fluids. The considered approach is based on the solution of orientation-
ally inhomogeneous Ornstein-Zernike equation in combination with the Triezenberg-Zwanzig-Lovett-Mou-Buff-
Wertheim equation. It is shown that such an approach correctly describes the behavior of correlation functions
of anisotropic fluids connected with the presence of Goldstone modes in the ordered phase in the zero-field
limit. We focus on the discussions of analytical results obtained in collaboration with T.G. Sokolovska in the
framework of the mean spherical approximation for Maier-Saupe nematogenic model. The phase behavior of
this model is presented. It is found that in the nematic state the harmonics of the pair distribution function con-
nected with the correlations of the director transverse fluctuations become long-range in the zero-field limit. It
is shown that such a behavior of distribution function of nematic fluid leads to dipole-like and quadrupole-like
long-range asymptotes for effective interaction between colloids solved in nematic fluids, predicted before by
phenomenological theories.
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Introduction

The pair distribution function g(12) plays central role in the modern fluid theory. It establishes
a bridge between microscopic properties modeled by interparticle interactions and the macroscopic
ones such as structural, thermodynamic, dielectric and other properties. For homogeneous fluids
the integral equation methods have been intensively used in fluid theory during the last decades
[1, 2]. This technique is based on the analytical or numerical calculation of the pair distribution
function by the solution of the Ornestein-Zernike (OZ) equation within different closures: Percus-
Yevick (PY), hypernetted chain (HNC), mean spherical approximation (MSA) and its different
modifications. In the presence of an external field the fluid becomes inhomogeneous and is de-
scribed by the singlet distribution function p(1) that appears instead of the bulk density of the
homogeneous liquid [3]. The external field determines the symmetry of the singlet distribution
function and its dependence on coordinates of the fixed molecule 1. The transition from homoge-
neous to inhomogeneous state leads to the broken symmetry of the system. As a result, the pair
distribution function of inhomogeneous fluids loses the uniform invariance and does not have the
symmetry of the pair potential. Besides external fields, the inhomogeneity can also be caused by a
change of the system symmetry as a result of phase transition. Such a typical situation takes place
in the case of crystallization, where at certain values of the density the periodic singlet distribution
function branches off the uniform one.

Thus, in the inhomogeneous case, the OZ equation includes the singlet distribution function
p(1) and, besides the closure for the OZ equation, an additional relation between singlet and
pair distribution functions is needed [143]. There are at least two exact relations that can be
used for this aim. It could be the first member from the hierarchy of the Bogolubov-Born-Green-
Kirkwood-Yvon (BBGKY) equation [1, 4] or the Triezenberg-Zwanzig-Lovett-Mou-Buff-Wertheim
(TZLMBW) equation [1,5-7]. We should note that in accordance with Bogolubov’s idea about the
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quasiaverages [8] for a correct treatment of the system with spontaneously broken symmetries, an
external field of infinitely small value should be introduced in order to stabilize the system.

For molecular fluids, the inhomogeneity can be caused by the broken rotational invariance in
addition to the break of the translational invariance. Such a situation appears at the phase tran-
sition from isotropic to nematic liquid crystal phase, when at certain thermodynamical conditions
the orientational-dependent singlet distribution function branches off the isotropic one. Similarly
to the crystallization case, the pair distribution function loses the translational invariant form as
a result of the broken symmetry. It loses its rotationally invariant form in the nematic case. The
change of the fluid from isotropic to nematic state in the absence of external fields induces col-
lective fluctuations, which develops orientational wave excitations, the so-called Goldstone modes.
This leads to the divergence of the corresponding harmonics of the pair distribution function in
the limit of zero wave vector k.

Recently much effort has been devoted to generalization of the integral equation theory to
orientationally ordered (anisotropic) fluids. In order to investigate the properties of molecular
fluids in the nematic phase some Ansatzes based on the construction of an effective isotropic state
are used [9,[10]. Another description of the isotropic-nematic phase transition is connected with the
application of the TZLMBW equation, with the assumption that the direct correlation function in
the nematic phase can be approximated to it by the form which is reduced in the isotropic case, i.e.,
by its rotationally invariant form. This procedure was used by Lipszyc and Kloczkowski [11] and
Zhong and Petschek |12, [13]. They made an attempt to calculate the single-particle distribution
function and the pair distribution functions in a self-consistent way on the basis of the OZ equation
and the so-called Ward identity. The Ward identity relates the singlet distribution function to an
integral of the pair direct correlation function. Later Holovko and Sokolovska [14] showed that
this is nothing else than the TZLMBW equation in the functional differential form. Treating the
direct correlation function in the PY approximation as the effective potential, Zhong and Petschek
[12,113] supposed that the direct correlation function should be rotationally invariant just like the
initial potential. In order to remake the PY closure in a rotationally invariant form, they used
a procedure named in [15] as an unoriented nematic approximation. It was shown that with the
modified PY closure, the Ward identity is implemented and yields an infinite susceptibility in the
limit of zero wave vector for the Goldstone modes. However, Holovko and Sokolovska [14] showed
that the requirement of the rotational invariance for correlation functions leads to an incorrect
conclusion about the divergence of the nematic structure factor in the limit of zero wave vector.
In contrast to the TZLMBW, the BBGKY equation does not reproduce the correct zero-field
divergence in the transverse susceptibility of nematic fluids [16]. Thus, it seems better to build a
theory using the TZLMBW equation instead of the BBGKY one.

The generalization of the integral equation theory for orientationally inhomogeneous molecular
fluids was formulated by Holovko and Sokolovska [14, [17]. In this approach the self-consistent
solution of the OZ and TZLMBW equations are used for the calculation of the pair and single-
particle distribution functions in nematics. The developed method does not impose any additional
approximations other than a closure for the OZ equation. A principal point of this approach is the
use of exact relations obtained from TZLMBW equation for the nematic phase. In accordance with
the Bogolubov idea [§] there was introduced an external field of infinitely small value which fixes
the orientation of the nematic director. It was shown that the application of TZLMBW equation
provides a correct description of the Goldstone modes in full accordance with the fluctuation theory
of de Gennes [18]. Only harmonics of the distribution function connected with correlations of the
director transverse fluctuations have to diverge at x = 0, the others being finite.

The developed integral equation approach was applied to the hard sphere Maier-Sauper nematic
model. There was obtained an analytical solution for this model in MSA approximation [14, [19],
which was used for the description of phase behaviour of the considered model [20]. The properties
of hard sphere Maier-Saupe model were also studied by numerical solution of orientationally inho-
mogeneous OZ equation in PY, MSA, HNC and reference HNC approximations [16, [21, 22]. The
considered integral equation theory was also applied to the investigation of a planar nematic fluid
in the presence of a disoriented field [23-26]. The obtained analytical results in MSA approximation
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for hard sphere Maier-Saupe nematic model were used in Henderson-Abraham-Barker approach
|1, 27] for the investigation of a nematic fluid near hard wall in the presence of orienting field
[28, 129]. These results were applied to the investigations of colloidal interactions in nematic-colloid
dispersions [30+35].

This paper reviews the recent studies of nematic fluids within the framework of integral equation
theory for orientationally inhomogeneous molecular fluids. This review is devoted to the memory of
Tatjana Sokolovska who passed away a year ago. The remainder of the paper is organized as follows.
The general formulation of integral equation, the orientational expansions of the pair correlation
and the singlet distribution functions are presented in the first section. The solution of the MSA
for hard sphere Maier-Saupe nematic model in the presense and in the absence of an external field
is discussed in the second section. In that section, thermodynamic properties and phase behavior
of this model are discussed. In the third section the integral equation approach is used for the
description of a nematic fluid near hard wall that interacts with a uniform orienting field. Some
aspects of intercolloidal interactions in a nematic fluid are studied by integral equation theory and
are also discussed in this section.

1. Integral equations for orientationally inhomogeneous fluids:
general relations

In this paper we consider a fluid of spherical particles with diameter ¢ having an orientation
specified by the unit vector w. The fluid is subject to an external ordering field of the form

v(1) = —W3VBPy(costy) with Wy >0 (1.1)

which favors an order parallel to the direction n, P»(cosd) = 2(cos? ¥ — 1) — is a Legendre poly-
nomial of second order, ¥ is the angle between vectors w and m, 1 indicates both position r; and
orientation w; of the molecule.

We confine that in the interactions between the fluid particles, the orientational component
is essentially a Maier-Saupe term [36] and assume that the intermolecular potential v(12) can be
presented in the form

v(1,2) = vp(r12) + vo(r12) + v2(r12, w1, wa) (1.2)

where vp,(r12) is the hard sphere potential

oo, for r<o,
vn(r) = { 0, for r>o. (1.3)

The long-range attraction has an isotropic part

exp(—zor)

vo(r) = — Ao "

(1.4)
and an anisotropic part

exp(—zar)

va(r, w1, wa) = —As Py (cosd2) (1.5)

where Py(cos12) is the second Legendre polynomial, 12 is the angle between the axes of molecules
1 and 2. The parameters zg, zo and Ay, Ao determine the range and the strength of the coupling
interactions.

The molecular Ornstein-Zernike equation for orientational inhomogeneous fluids can be written
in the form [1H3]

h(1,2) = C(1,2) +/d3p(3)0(1,3)h(3,2) (1.6)

where d3 = drsdws, h(12) = g(12) — 1 and C(12) are, respectively, the total and direct correlation
functions.
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A some closure relation which relates the correlation functions C'(12) and h(12) to the pair
potential v(12) should be added. In this paper we will use MSA closure, according to which

h(1,2) = -1 for riz < o, (1.7)
C(1,2) = —pu(1,2) for r12 > O. (1.8)

Condition (1.7) is exact for the considered model since g12 = 0 for 712 < 0. The condition (1.8)
assumes that the long-range asymptote of C(12) = —Bv(12) is correct for the whole intermolecular
distance r > o.

For orientational inhomogeneous fluid p(1) = pf(w), where p is the number density of the
ordered phase, f(w) is a single particle distribution function which can be written in the form [37]

f(w) = 5 exp(~Bu(1) + (1) (19)

where the constant Z can be found from the normalization condition
/f(w)dw =1, (1.10)

8= kBLT’ kg is the Boltzmann constant, T is the temperature, C(1) is the singlet direct correlation
function, which is the first in the hierarchy of direct correlation functions.

By using the functional differentiation technique we can define the total and the direct pair
correlation functions as [37]

1ép(1)
T B p(1)6(1,2) + p(1)p(2)h(1,2) (1.11)
L 0v() 0(1,2)

65/}(2) ) ¢(1,2). (1.12)

where 6(12) is the Dirac §-function of all coordinates of the molecules 1 and 2. In accordance with
(1.9) the second of these relations can be written in the form of Ward identity introduced by Zhong
and Petschek [12, [13]

(50((4)1) /

- = dI’lgc r12,W1,wW2). 1.13

Sp(en) ( ) 1)

It is important to note that after the inclusion of an external field v(1), the system instead of

a rotational invariance possesses a rotational covariance [§]. This means that the Hamiltonian and
the average values, like correlation functions, are rotationally invariant if the external field and the
molecules are simultaneously rotated. As a result of this symmetry, one gets

Vplwr) = /drlgdwg%VW2’U(u}2), (1.14)
Vo, v(wy) = /drlgdwg%va((@) (1.15)

where for the considered case of linear molecules [38]

1

Vw = [I‘ X V] = *eﬁma—d) +e¢%

(1.16)
is the angular gradient operator, e, and e, are two orthogonal unit vectors perpendicular to the
unit vector .

Combination of the relations (1.11)—(1.12) and (1.14)—(1.15) yields integro-differential equations
for the singlet distribution function — the TZLMBW equations for spatially homogeneous but
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orientationally non-uniform systems
BV, v(w1) + Vi, Inplwn) = —ﬁ/drlgdwgh(rlg,wl,wg)p(wg)vmv(wg), (1.17)
BV v(wr) + Vi, Inp(wy) = /drlgdWQC(’l"12,wl,WQ)VW2/)(W2). (1.18)

From equation (1.17) it follows directly that to have a non-trivial solution for p(w;) the integral
J drizh(ri2,wr,ws) should diverge in the limit v(w) — 07. The divergence signals the appearance
of the Goldstone modes.

The equation (1.18) in the zero-field limit can be written in the form

Ve, Inp(wr) = /C’(wl,wg)vwzp(wg)dwg (1.19)

which is an integro-differential form of the Ward identity (1.13), C(w1,w2) = [ C(r, w1, ws)dr.

The next step of the integral equation theory for molecular fluids is usually connected with
spherical harmonics expansions for orientational dependent functions ¢(12) or h(12), ¢(12) and
f(w). Due to orientational inhomogeneity of the fluid the traditional orientational invariance tech-
nique [1, [38] should be slightly modified [14].

In uniaxial fluids, the orientational distribution function f(w) is axially symmetric around a
preferred direction n and depends only on the angle 9 between the molecular orientation w and
n. It allows us to write the relation (1.9) for f(w) in the form

flw) = %exp {ZBlYlo(w)} (1.20)

1>0
where the spherical harmonics Y}, (w) satisfy the standard Condon-Shortey phase convention [38].
The nematic ordering is defined by the parameters

S; = (P(cos?)) = /dwf(w)Pl(cosﬁ), (1.21)

where P;(cost) = 2”1 Y 0(w) are the Legendre polynomials.

In the space-fixed coordinate system with z-axis parallel to n the direct and total pair correlation
functions can be written in the form

flrownws) = D fh(r) Y (1) Yy, (02)Yia (wr) (1.22)
m,n,l
VA

where f(r,w1,w2) = h(12) or C(12), r is a separation vector of molecular mass center, w, being its
orientation.

Due to invariance of a uniaxial system with respect to rotations around z-axis, u+ A = v. Since
the pair potential (1.2) is independent of orientation of the intermolecular separation vector r, the
harmonic coefficients that survive in the expansion (1.22) have only [ = A = 0 and g+ v = 0. This
permits to attain notational simplification from six indexes to three. In the MSA for the considered
model, the expansion (1.22) reduces to

Fr,wi,wz) = fooo(r) + faoo(r) [Yao(w1) + Yao(wa)] + Y faou(r)Yau(w1) Yz, (wa). (1.23)
[u|< 2

It should be noted that for isotropic case fago(r) = 0.
Due to the uniaxial symmetry of a nematic the OZ equations for harmonics with different values
of p decouple. In the MSA for p # 0 harmonics, we have

haou(r12) = Cazpu(r12) + P(YQQM(W)M/022u(7’13)h22u(7"32)dr3 (1.24)
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with the closure

hggﬂ(’l“lg) = 0, r19 < O, (1.25)
1 1 _
CQQH(TQ) = ﬁ —AQ —e 22T12, T19 > O,
5 T12
where (...), = [ f(w .)dw. The spherical harmonics Y, (w) are normalized in such a way that
/ Y)Yy, (W)dw = Gmn by - (1.26)

For the case ;. = 0, we obtained a more complex OZ equation. In Fourier space it may be presented
in a matrix form

H(k) = C(k) 4+ C(k)pH (k), (1.27)
where
A hooo(k)  hozo(k)
H(k) = 1.28
() ( hooo(k)  haao(k) ) (1.28)
A Cooo(k)  Co2o(k)
Ck) = 1.29
(k) ( Ca00(k) Ca0(k), )’ (1.29)
. 1 (Yoo (w))w
p”@MWWWM»’ (1.30)
T 5. sinkr
hmn;t(k) =d4m | rodr 7 hmnu(r) . (1.31)
0
The closures of the equation (1.27) in the r-space are as follows for r < o:
hooo(?”) = 71,
ho2o(r) = haoo(r) = haoo(r) =0, (1.32)
and for r > o
e—Zo?“
Cooo(r) = PAo——,
Co20(r) = Cao(r) =0, (1.33)
1 67227’
Cao(r) = gﬂAz "

The space-fixed x, y, z-components of the angular gradient operator are given by V,, = il, where
1 is the angular momentum operator. Using the relations [3§]

(Vo)y = % : (1.34)

LYo (@) = [m(m +1) — p(+ 1) Yo s (@) (1.35)

and expressions (1.20), (1.22) the y-component of (1.18) is obtained in the form

S VT DB+ BWav/30) [Yi (er) — Vi 1(w1)] ZZ/%%mwﬁ
l

’omnp

X Y, (w2) /I (I + 1) By [Yir 1 (w2) — Yir 1 (w2)] plws)dwadr . (1.36)
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Taking into account that only quantities independent of the azimuthal angle ¢ yield non-zero
average values and using the orthogonality of Y}, (w) one gets the following equation

L =CYL + fW>V301, (1.37)

where L is a column with L; = /I(l + 1) By, C and Y are matrices with elements
Con = / drCL0, (1), (1.38)
Yo = p/dwf(w)le(w)Y;1 (w), (1.39)

lis a column with d; 2. After integration by parts the equation (1.18) can be written in the form

OV, v(1) + V., Inp(wy) = — /p(wg)dwng2 Ca (w1, wa). (1.40)
Hence, .
L = CP + W,V/301 (1.41)

where P is the column with
P =p/I(14+1)(214+1)5;. (1.42)

Equations (1.37) and (1.41) connect the system order parameters S;, zero Fourier transforms of the

direct correlation function harmonics C11% (), the intensity of external field W5 and the coefficients

B of the single particle distribution function f(w). In the MSA approximation for the considered
model (m,n) = (0,2) and the equations (1.37) and (1.41) reduce to

By = CaYasBs+ fWaV5, (1.43)
By = 5pCaSy + fWaV5. (1.44)

As a result, for a single particle distribution function f(w) we will have

/3 Weff
flw) = L exp [8 W3 Py(cos )], (1.45)

Py

where Y
BWavb
welt = 2 72V9 1.46
e 1 — Ca2Ya2 (146)
D(x) is Dawson’s integral
T
2 2
D(x)=e" 7T /ey dy. (1.47)
0
In the absence of the external field Wy = 0 and in accordance with (1.44), (1.45)
1 = O Vo, (1.48)
B2 = 5[)022 SQ. (149)

Thus, in the absence of any field a the single distribution function f(w), the problem results in the
well-known Maier-Saupe equation [36]

/ P3(cos ¥) exp [ M S3P3(cos 9)] dw
Sy = (1.50)
/exp [M S5 P (cos 9)] dw

33002-7



M.F. Holovko

where 5
M = m (1.51)

After integration the equation (1.50) can be written in the form

3 1 1 1
_ 2 |-z 1.52
52 4 |:£CD(:C) :52} 2’ (1.52)
2
MSy, = §$2. (1.53)

The Maier-Saupe theory predicts a first-order phase transition from isotropic phase with Sy = 0
to nematic phase Sz # 0. From the OZ equation for p # 0 (1.24) using the equation (1.48) it
is not difficult to prove that in the absence of external field the harmonics with p = +1 have
a divergence. This divergence is connected with Goldstone modes. In the MSA approach for the
considered model, this is the harmonic haa (7).

2. Hard sphere Maier-Saupe model: MSA description

In this section we consider the analytical solution of OZ equation with MSA closure for the
model considered in previous section. The obtained results will be used for the description of
structure, thermodynamics, and phase behavior of this model. By the factorization method of
Baxter and Wertheim [19, [39] the integral equation (1.24) for p # 0 under conditions (1.25) can
be reduced to a system of algebraic equations

@222 = (1 Qulz)., (21)
27 G20, (22) [1 - Qzu(zz)} = gexp [—2z2 0] [1 — 2mga2,,(22)], (2.2)
—C = [1—-2mgau(22)] D (2.3)

where 1 = % mpo3, C and D are dimensionless coefficients of the Baxter factor correlation function

Qa2u(r) =

- m [Q()M(r) + De—%2r -

with the short-range part

_ | Cle™%2" —e™#20], r <o,
Qou(r) = { 0, reo (2.5)
QQH(ZQ) and §a2,,(22) are the dimensionless Laplace transforms of Q2 (r) and haa,(7)
o0
Q) = V)Pl [ (26)
0
5 Yo1(w)|?)y, 7 _
Gooi(z0) = W / e %2 by, ()t (2.7)
From the definition of the factor correlation function it follows that
1= (V)P [ Can(r)ae = 1Qu (= 0)F 28)
where
o0
_1_ 2 ikr
Quulh) = 1= p(Vau )P [ dre Q). (2.9)
0
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The joint use of (2.8) for 1 = 1 and (1.43) gives us the additional equation to determine p(|Ya1 (w)|?)w

W
Q21(k=0) = ﬁB 2 (2.10)
2
and in the explicit form
f=D+de, f=1- Wy (2.11)
By
where d = e %29 A (220). Here and below we use the symbols
1
A, (z) =e® —Zﬁxl. (2.12)
1=0

Formulas (2.11), (2.2), and (2.3) yield the expression for D

D= _2ia (b—i— Vb2 — 4ac) (2.13)

where
a = —dexp(—220)— (d—1)[d— fA}(—220)], (2.14)
b = (d- 1)% + [ [Ad(—220) f — d] + df exp (—220), (2.15)
c = f[2d—Af(z20)]. (2.16)

Now from equation (2.1) for x = 1 we can obtain the dependence between the ordering parameter

p{|Ya1(w)|?) and the system parameters 7, ﬁAg%, %22—0 and 290

2 —Z90
% 0 (Va1 (@)])e = %D 9 gAg(ZQU) D (1 _ %)} . (2.17)

In the absence of external field (W2 = 0) f = 1. If we put in this case (|Y21(w)[*) = 1 we will
obtain the instability condition of the isotropic phase with respect to the nematic phase formation
[14, 40]. If we put (|Ya1(w)[?), = 1.1142 we get the bifurcation of the nematic solution with the
smallest value of the order parameter So = 0.3236. Since this is the first order phase transition
these two conditions are not equivalent. In the presence of an orienting field (Wy > 0) the fluid
can exhibit only uniaxial paranematic and nematic phases. When Wy < 0, the same fluid provides
the phase transition into a biaxial nematic phase. At strong disorienting field (W — —oo) the
molecules align perpendicularly to the field and the phase transition into a limiting biaxial phase
takes place [23]. In [24] it was shown that the fluid becomes orientationally unstable with respect
to spontaneous biaxial nematic ordering under the condition

1 p([Yar(@)]?)up / Cza(r)dr = 0. (2.18)

This condition reduces to (2.17) after (|Y2;(w)|?). changes to (|Ya2(w)|?),. At the infinite field if
we put ([Ya2(w)[*)y = <2 equation (2.18) gives us the instability condition with respect to the
limiting biaxial phase [23].

Figure 1 shows dependence of the order parameter S; on the product (ﬁagn)fl calculated from
(2.17) at different values of z20. Here and below we consider that A,, = ana(zna)Q, where n = 0
and 2. This allows us to consider the mean field result as the Kac potential limit zo0 — 0 and/or
zoo — 0 [41]. For 290 = 3 and Bas = 1, n has a non-physical value. As we will see later, in this

region the system goes to crystallization.

33002-9



M.F. Holovko

014 (fan)”
0 : : : 3 ; —
0 | 2 3 4 5 6

Figure 1. The dependence of the order parameter S> on density n and temperature (ﬁag)_1
at different values of z20 calculated in the MSA approximation for nematogenic Maier-Saupe
model.

For p = 0, using the factorization method of Wertheim-Baxter [18, [39], the integral equation
(1.27) under the condition (1.32-1.33) can be reduced to the system of integral equations

217 Cij(r) = —q;(r) —l—Z/dtq;k(r—l-t)pqujl(t), (2.19)
k,l

2mr hj(r) = fq;j(r) + 27 Z / dt(r — t)hie(Jr — t|) praqu; (1) (2.20)
el

It follows from the asymptotic behavior of the factor correlation functions that ¢;;(r) has the form
(1,7 =10,2)
ai(r) = ay(r) + Y Dem (221)

n=0,2

where the short-range part

las(r—0)?+q(r—o)+ 3 CZ-(;I) (e_z’”r - e_ZnU), r<o,

q% (r) = n=0,2 (2.22)
0, r> 0.
Below we shall use the following designations for dimensionless properties
(n) P (n) (n) _ P )

Cij- = Z Cij ) dij = gDij ) (2.23)

Gij = 2 | ih 0500, ~Znlg 2.24

Gij(zn) = > [hij (t) + biodjo] te t, (2.24)

Qijlzn) = p/q,-j(t)e—zntdt. (2.25)

0

Finally, we obtain a system of algebraic equations for coefficients of factor correlation functions
and Laplace transforms of a pair correlation function harmonics

Z [51'1 - QFZQM(Z”)SM} dl(;-L), (2.26)
k

l

_ Cgﬂ

12
2n +1

1 N .
BAn = Gindjn = Yy [% —ZSMQW”)], (2.27)
k l
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i - 6 _ 0 7
QWZgik(zn) [5kj — ZSMQU(’Z”)] = ;ne Zn0 [ J . + J 2‘| 51-0
k l

< (m)
_ m:ZO2 ﬁ cij exp (—(2m + 2zn)0), (2.28)

P, p is given by (1.30).

ph[lmfk) b)

0.03
L(0)=136
oo | |7

0.01 -
0 . T

0.01 ¢ 1 2 3 4
0.02 -
-0.03 +
-0.04
-0.05
-0.06
-0.07

{ S

S(k) c)
1o r

Figure 2. The harmonics of the pair correlation functions in the Fourier space and the structure
factor for nematogenic Maier-Saupe model in isotropic phase (zoo = 220 = 1, Bao = 0.1, Bas =
1, n=0.28).

In (2.27) we should expect that multiple solutions occur, of which only one is acceptable [42].
To choose the physical solution one can utilize the condition

det [1 - S‘Q(s)} #0 for Re s > 0. (2.29)

Using the obtained analytical solution of OZ equation for the considered model it is possible to
calculate the structure factor and harmonics of the pair correlation functions. In figures 2 and 3 one
can see the structure factor, and the Fourier-transforms of the pair correlation function harmonics
himnu(k) for the isotropic and nematic phases correspondingly in the absence of the external field.

33002-11



M.F. Holovko

ohy,, (k) a) ph,,, (k) b
0.05 005
iy () —2 500 Phy,, (0) =146
0.03 | 0.03
ko
L e ko
0 /.J\v/\vmv....._ 2% oo+ /\ o
L Pt P s S
001 g 1 2 3 4 5 L
-0.01 ¢ 1 2 3 5
003
-0.03
005
007 | -0.05 |
009 L 007 b
Phoga (K) c)  phy, (k) d
0.7 ] phyy(0)=13.5 0.11
05 r 0.09
03 - ko | o007t
01 K /’1\\ T e 4-? o 005 =
wl [\,
1 2 3 4 5 0.03 |
03 ko
‘0.5' 001_ |/\\-I,I-h.._‘__!_—_.—_.!__-__\2?z
07 - -0.01 5 \/ 2 3 5
00 - -0.03
11 - 005 L [Plon(®)=-115
Py (K el Sk f)
004 16
Phyy (0)=9.0 14
il ko| 12
2n
0 < I 1 vﬁ B 1
D 1 \/ 2 3 4 5 08
002 r
06
00 r 04
02
0.06
0
008 b 0 1 2 3 5

Figure 3. The harmonics of the pair correlation functions in the Fourier space and the struc-
ture factor for nematogenic Maier-Saupe model in the nematic phase (zo0 = z20 = 1, Bag =
0.1, Baz = 1, n = 0.315).

The structure factor of the system

‘We should note that

S(k) =

1+ p/f(wl)h(k:,wl,wg)f(wg)dwldwg

= 1+ p [hooo(k) + 2ho20(k)(Yao(w))w + ha2o(k) (Y20 (w))2)] -
in iSOtl"OpiC phase hQQ()(k) = hggl(k) = h222(l€) and h2()()(k) = h()g()(k) = 0

(2.30)
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In the nematic phase the contributions of these harmonics are very important. One can see in
figure 3 that in the nematic phase the off-diagonal elements hago(k) = ho2o(k) at small k have
comparable to hago(k) absolute value and opposite sign. Due to this the contributions of different
harmonics into S(k) compensate at small k and S(k) in this region behaves similarly to isotropic
case (figure 2). The small peak at small k in the nematic phase (figure 3) in S(k) is attributed to the
appearance of additional interparticle effective attraction due to parallel alignment of molecules.
It is important to note that haoy(k) is the only harmonic that tends to infinity at k = 0 and this
harmonic does not give any contribution to the structure factor which is finite at £ = 0.
Using equation (1.24) it is possible to show [14] that

(200)? 4

Ya1(w)|?)w ho21 (k — 0) — 2.31
P (Y21 (w)[")w hoar ( ) (ko)? [(200)2C exp (—220) — 2] (231)
which implies the asymptotic behavior
1 200)2 o
hag1(r — 00) — — . (220) 5 - (2.32)
6 [(220)2C exp (=220) — 2] n ([Ya1(w)[?)u 7

It can be shown that this harmonic is connected with the correlations of the director fluctuations.
This result confirms the prediction from the fluctuation theory of de Gennes [1§].
Now we consider the thermodynamic properties. The structure factor at k = 0 gives us an

isothermal compressibility
1/ 0p
== =S5(k=0). 2.33
(3, -5 s

The average energy of interparticle interaction at the absence of external field is calculated by

o

PAE ﬂpr/err/dwlf(wl)/dwgf(wg) [vo(r) + va(r, w1, ws)]
0

N

X | gooo(r) + haoo (1) Yao(w1) 4 ho2o(r) Y20 (w2) Z hagy (1) Yoy (w1)Ys), (wz)]
w

Ay A
nN— 6 [QOOO(ZOU) + 2\/_Sgh200(200) + 552h220(2()0)} + 129 ﬂ 0

X |583g000(220) + 2V552(|Ya0(w) *)whaoo (220) + (<|Y21(W)|2>w)2h22u(z2‘7)] :

(2.34)

Similarly, we can calculate the virial pressure

BAPv

S = ,(3p§7rjr3dr/dw1f(w1)/dwzf(wz){9000(7’) + haoo () Yao (w1)

+ ho2o(r)Yao(w2) + Z hoou(r)Yay, (w1)Yg’L(w2)] % [vr(7) + vo (1) + v2 (1, wiwa)]

m

1 BAE
= 4n[gooo(c+) + 2v/585ha00 (04) + 5S§h220(0+)] + gﬂT

A 0
+4n Tzoa [9000(200 + 2V/582h200(200) + 5S2hag0(200)

A 0
+4n 7228 [5529000(220 ) + 2v/585(| Yoo () |?)es hia0o (220)

+ Z (Y21 (w h22u(220—)} (2.35)
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where gooo(r) = 1+ hooo(r), gooo(2n0) and hyn,(zn0) are Laplace-transforms of corresponding

functions at z,0.
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Figure 4. Some isotherms of equation of state for nematogenic Maier-Saupe model.
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Integral equation theory for nematic fluids

Some isotherms calculated using the equation of state (2.35) are presented in figure 4 for three
different regimes [43]: 1. The isotropic attraction is stronger than the anisotropic one (g—g = 2);

2. Isotropic attraction is absent (ap = 0); 3. Strong anisotropic attraction and isotropic repulsion

a2

are denoted by N and I correspondingly. At the first case when isotropic attraction is stronger than
the anisotropic one at smaller densities and lower temperature (Sap = 1) there is condensation
between two isotropic phases which disappears at high temperature (8ag = 0.9). In the second case
when isotropic attraction is absent at high temperature (Saz = 0.9) we observe the weak isotropic-
nematic phase transition. At the lower temperature (Baz = 1) we observe condensation in the
nematic region. In the third case (g—g = —0.7) at the lower temperature (Sas = 4.25) we observe
the liquid-gas phase transition between two nematic phases. The entire liquid-gas coexistence region
including the critical point is within the nematic region.

For the description of phase diagram we need to have the expression for the chemical potential
of fluid which can be obtained by generalization of the Hoye-Stell scheme [44]. Unfortunately, this
problem has nor been solved yet. We will consider it in a separate paper. Here we will instead use
the density functional scheme developed by us in [20] for the chemical potential and the expression

(2.35) for the pressure. For simplification we consider the case ag = 0.

(% = 70.7). For simplification we consider that zgo = 290 = 0.5. Nematic and isotropic branches
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Figure 5. Phase diagram of nematogenic Maier-Saupe model for different values of z20 in the
plane density-temperature.
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(0.532:0.136)

Figure 6. Phase diagram of the nematogenic Maier-Saupe model for different values of z20 in

the plane temperature-pressure.

In figures 5 and 6 we present a phase diagram for the considered model at the planes n —

kT

T, (density-temperature) and

KT _ % (temperature-pressure) at different zoo. Dash-dotted

line corresponds to the stability condition for the isotropic phase. As we can see, this condition
overestimates the region of anisotropic phase. This overestimation increases with the increase
of zo0. But we should take into account that with the increase of zo0 the accuracy of MSA
decreases. For zo0 = 0.5 at high temperature we observed a weak nematic transition of the first
order. With decreasing temperature, the jump of density at the phase transition increases and at
low temperature the orientational order is accompanied by condensation. The peculiarity of this
condensation is that it occurs without a critical point. It means that there is no phase transition
“nematic — condensed nematic”. In figure 7 the temperature dependence of the order parameter at
the phase transition region is presented. In figure 5 the dotted line represents the crystallization

—
%!

o
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w
2

..

Le
0 6.5

Figure 7. Temperature dependence of the order parameter S at the phase transition region for

the nematic phase.
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Integral equation theory for nematic fluids

transition line. It was obtained using the Hansen-Verlet criterion [45]. According to this criterion
the fluid becomes unstable when the height of the main peak in the structure factor S(k) becomes
equal to 2.9 + 0.1. Figure 6 gives evidence of the existence of temperature at which three phases
coexist (isotropic, nematic, and solid). As we can see with the increase of z50, the triple point shifts
to the region of higher pressure and lower temperature. Since with the increase of temperature the
density of crystallization increases we can see that at high enough temperature the crystallization
can forestall the nematic transition. We can note that for not so large value of zo0 the phase
diagram presented in figure 5 agrees quite well with the results of [16] obtained in the framework
reference HNC and from computer simulation.

Kxo

(z0) TV a)
- =1
07 % A
25,,
20 1
15 +
10 -
5_
—
049 -
44 , zo=11 2,0=05 zo=0001
21 . o 7 7 ]c,,V
0 +— —p—y + ¥ t : —+ 1 =
06 08 1 12 14 16 18 2 22

Figure 8. The dependence of reduced elastic constants on density and temperature.

Let us consider the elastic properties of the considered model. Formal expressions for elastic
constant in biaxial nematics in terms of direct correlation function have been given by Poniewiersky
and Stecki [46]. It includes three elastic constants K3 (splay), Ko (twist) and K3 (bend) [47]. Since
for the considered model correlation functions depend only on the angle w2, the description of
elastic properties reduces to one-constant approximation

8K, = 8K, = K3 = 8K = %pQ / drdw; dwar? f(wy) f(w2)ne (W1)ne (wa)Ca (rywiws) — (2.36)
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where f(w1) = g‘(f(():) .
In the MSA approximation

BK = 1O7Tp25'22/7“4dr0221(r). (2.37)

Another way of calculating the elastic constants is connected with the application of the theory of
hydrodynamic fluctuations [46]. In this way in one-constant approximation

(Vo1 (@) )
(Yoo (w)))Z -

The results of our calculations are presented in figure 8. It is important to note that in our
calculations both expressions (2.37) and (2.38) give the same results.

The effect of a disorienting field on the phase diagram and on the elastic properties of the ordered
fluids was studied by us in [23, 24]. It was shown that a disorienting field significantly increases the
region of an ordered fluid. In the case of a strong disorienting field when the temperature decreases
the orientational phase transition of the second order becomes a transition of the first order at a
tricritical point. A disorienting field increases the ordering and the elastic properties of the model
under consideration.

1 1
= — lim k2h221 (k‘)

3~ 3im (2.38)

3. Application of the integral equation theory to colloid-nematic dispersi-
ons
In this section we review the results of recent publications of T. Sokolovska, R. Sokolovskii
and G. Patey [28435] about the generalization of the integral equation theory for colloid-nematic

systems. The starting point of this generalization is the OZ equations for a two-component mixture
of colloidal and nematic particles

heo(12) = Coo(12)+ / d3po(3)Cec(13)hoo (32) + / d3px (3)Con(13)hen (32),  (3.1)
hex(12) = Con(12)+ / d3po(3)Coo(13)hon (32) + / A3px (3)Con(13)han(32),  (3.2)

hnn(12) = CNN(12)+/d3pc(3)CNc(13)hCN(32)+/d3PN(3)CNN(13)hNN(32) (33)

in combination with TZLMBW equations for density distributions of colloidal and nematic parti-
cles, respectively

ﬁch(l) —l—VIan(l) = /d2000(12)vpc(2) —‘y—/dQCCN(lQ)VpN(Q), (34)

BVon(1) + Vin px(1) :/dQCNC(12)Vpc(2)+/d20NN(12)VpN(2), (3.5)

where the label 1 denotes the coordinates (r1,w;) for nematogen and for spherical colloids 1 = (ry).
Here we consider a dilute nematic colloids case for which OZ equations (3.1)—(3.3) reduce to

hs(12) = Con(12) + [ d3px (3)Cwn (13) i (32) (3.6)
hex (12) = Con(12) + / d3px (3)Con (13)han (32), (3.7)
hee(12) = Coc(12) + [ dBox(3)Cox(13)hxe(32) (3:5)

in combination with the usual TZLMBW equation (1.18) for a nematic subsystem

ﬂvwlUN(l) + le hle(].) /d2CNN(12)vw2pn(2) (39)
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Equation (3.6) coincides with equation (1.6) for bulk nematic fluids. Equation (3.7) describes
nematic fluids near colloidal particles. The function px (1) [1 + hne(12)] gives distribution of a
nematic fluid about a colloidal particle. This function takes into account all the changes at a given
point ry induced by a colloidal particle at the point ro. These include the changes in the local
density and in the orientational distribution of the nematic fluid. Equation (3.8) describes the
colloid-colloid correlations. It gives the colloid-colloid mean interaction force which at the HNC
level is conveniently given by

ﬁwcc(12) = 61}00(12) + 000(12) - hcc(12), (310)

where v (12) is the direct pair interaction potential between colloidal particles.

For nematic we consider the same model as in the previous sections. This is the model of hard
spheres with an anisotropic interaction in the form (1.2). For simplification we put here 4y = 0.
The nematogen interaction with the external field is given by (1.1). The model colloidal particles
(C) are taken to be hard spheres of diameter R. Van der Waals or other direct colloid-colloid
interactions could be included through the vce(12) term in equation (3.10). We consider the size
of a colloid to be much larger than the size of a nematic particle. The properties of a nematogenic
fluid near the surface can then be described in the Henderson-Abraham-Barker (HAB) approach
[27]. This approach reduces to equation (3.7) in the limit R — oco. In this case we can switch from
the colloid-nematic distance to the colloid-surface distance s15. The interaction of nematogens with
the surface of a colloidal particle (anchoring) is modeled as was done for the flat wall case 28, [29]

v (12) _ —Acexp [_ZC (512 - %0’)] Pg(w, §12) for s19 > lo‘, (3 11)
NC 0, for s12 < 50, )

where s12 is the vector connecting the nearest point of the surface of colloid 1 with the center of
nematogen 2, and §15 = 2% Note that the positive and the negative values of A¢ favor respectively
the perpendicular and the parallel orientations of nematogen molecules with respect to the surface.
The strength of the nematogen-colloid interaction is determined by Ac and z¢.

We start with solving the OZ equation (3.7) for the wall-nematic correlation function with the

MSA closure

hWN(‘§|d)1; 51) = 717 s1 < 50’,

o o 1
Cwn (8|en, s1) = —Pown (8|1, 81), 81> 57 (3.12)

After application to correlation functions hAwn and Cwy orientational harmonics expansion

Fwn(8l@1, s1) = fo00 (s1) + F300 (51)Y20(8) + fono (1) Ya0(w1) + D f3n (51)V2u(81) Yau (wn).
“w

(3.13)
OZ equation (3.7) reduces to the system of equations for harmonics coefficients 7\,’2’%(51) For p#0
hyay (1) = C33p (s1) + p(| ¥, (w)*)e /h;’gﬁ(@)cﬁ(m)drg (3.14)
and for u =10
hio (s1) = CH0Y (s1) + /dr2pzhx\f{\(ﬁ(32)<|n'0(w)%0(w)|>w0§%(ﬁ2) (3.15)
,i/j/

where the indices can be 0 or 2.
To solve equations (3.14) and (3.15) we can directly follow the Baxter-Wertheim factorization
technique developed for calculating the wall-particle distribution functions [48]. As a result, for
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s> 10 and for 1 = 0, equations (3.14) and (3.15) can be written correspondingly in the form

/ (s = r)pg(r)dr = dwn [1— QT(ZC)T1 e 708 4 ( (1) 8 ) [1—q(s=0)]
’ (3.16)
and for u # 0
hays (5) = p{|Yau(w 7 has 7) g2, (r)dr + L Y. 2o (50 = 5)] (3.17)
" ! ) ul ! 5 T 1= p(You(w)P?),, q22u(20)

where the matrix gwn(s) has the elements gZVJVN(s) = 6000 + hS-N(s), Pwn has the elements
’UIVJVN = 5/105125 Qexp[ azc} The matrices p and Baxter functions ¢(r) and go2,(r) and its
Laplace transforms q(z¢) are discussed in previous sections. The right-hand sides of equations (3.16)
and (3.17) determine the contact values of §"VN (5 ) and h22“ (%a) for u # 0. One can solve
equations (3.16) and (3.17) at any distance s using the Perram method [47], for example.

The wall-nematic distribution g"WN(12) in the form (3.13) can be used to examine the structure
near the wall. Using this distribution function it is reasonable to introduce the density profile which

is defined as
p(8ls) = /gCN(§1|w131)pN(w1)dw1. (3.18)

In contrast to the usual fluids, the nematic density profile depends not only on the distance from
the wall s1, but also on the wall orientation S.

Noting the tensorial nature of orientational ordering near the wall, it is useful to define a
generalized order parameter

S(d) = / Po(is - d)p (@)dis (3.19)

where d is an arbitrary unit vector. For the considered nematic model the unit vector dp, that
maximizes S(d) is chosen as a director. In the presence of an aligning field the bulk director is
always parallel to this field and S(d,,)/p = Sa. The density-orientational profile of the generalized
order parameter can be defined as

S(§1, Sl,CZ) = /Pg(d)lci)pN(wl)gWN(él,sl,wl)dwl. (320)

For a large distance from the wall s; the distribution function g“N(81s1,w;) tends to 1 and S (CZ)
tends to the bulk value S(d) = psyPo(d 7). By analogy with the bulk definition, the unit vector d,,
that maximizes S(s, §,d) at a given distance s; can be taken to define a local director. The vector
field d,,(s1, 8) gives the director field configuration (the defect) around the wall. The maximum
value Sy, (s1) = S(s1,d,) gives the degree of local ordering at s;.

From the investigation of |28, 29], for an orienting wall special long-range correlations were
identified that are responsible for the reorientation of the bulk nematic at the zero external field.
These correlations become stronger as the wall-nematic interaction is increased in range. They
become longer ranged as the orienting field is weakened. The local director orientation can vary di-
scontinuously with the distance from the wall when the orienting effect of the field and wall-nematic
interaction are antagonistic. At high densities, when wall-nematic interaction favors orientations
perpendicular to the surface, smectic-like structures were observed.

An important property that can be calculated from (3.18) is the adsorption coefficient which
describes the surface density excess. In contrast to usual fluids, for anisotropic fluids the adsorption
coefficient depends on the surface orientation § with respect to the external field and has the form

I'(s) = /d81/dw1fN (w1) [N (s,w1,81) = 1] . (321)

ml»a
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Above we introduced a generalized order parameter (3.20) related to a certain direction d. The
adsorption excess per unit area associated with this order parameter is given by

[(3,d) = p/dsl/dwlpg( 1-0) [¢VN (510, 51) — 1] f(wr). (3.22)

The maximum of this function gives information about the direction in which particles are mostly
reoriented, and the minimum indicates the direction which they mostly abandon.

There is a significant flaw in the HAB description of the MSA approach due to ignoring the
non-direct interaction between colloid and nematic in the case of the inert hard wall (Ac = 0).
This problem has recently been solved in the framework of the inhomogeneous equation theory
[50] (the so-called OZ2 approach [3]).

Now we can return to colloid-nematic systems described by equations (3.7)—(3.8). To this end,
we can use the results that had been obtained for a nematic near hard wall. We need to introduce
the center-center colloid-molecule vector ris which is parallel to §; and whose length is s; + %R,
where R is the diameter of the colloidal particle. For example, the colloid-nematogen interaction
v°N(12) can be expressed in terms of the vector connecting the nearest point on the surface of
colloidal particle 1 with the center of nematogen 2. This transformation is the simplest for a
spherical colloid

’UCN(12) = ’UCN(I‘lg,wg) = ’UWN(S =Ti9 — %R,d} = (:)2)

— Acexp [—zc (m Lo R))] Py(f1z - @2). (3.23)

For a sufficiently large colloidal particle, curvature effects are unimportant (for micron and submi-
cron colloids), which suggests an ansatz that the direct correlation function Ccn(12) can be taken
from the wall-nematic solution

CCN(I'12,C;JQ) = CWN(S =TIi2 — R,(I) = AQ). (324)
This was found to be a good approximation [31), 132] because the wall-nematic direct correlation
function is truly short-ranged outside the surface, while inside the core it rapidly tends to a function
of Wy that depends only on bulk properties. Thus, the direct correlation function is not very sensitive
to the surface curvature.

Now the nematic distribution around a colloidal particle and colloid-colloid mean force potential
can be found from equations (3.7) and (3.9) by means of the Fourier transformation. As we already
discussed in the previous section, the correlation functions CNN(12) and ANN(12) in the MSA
approximation can be presented in the form (1.21) and the corresponding OZ equation reduces to
equations (1.24) and (1.27) for harmonics haa,,(r) when p # 0 and for harmonics ANN(r) when
p = 0. The colloid-nematic correlation functions h°N(12) and C°N(12) can also be written as a
spherical harmonic expansion

FON(r1a,wa) = fioo (r12) + f3o0 (r12)Yao(F12) + fog0 (r12)Yao (w2)
+ Z fgczl:i(ﬁz)yzu(ﬂz)yzu(wz)- (3.25)

[u|<2

The axial symmetry of the bulk nematic allows equation (3.7) to be factorized into equations with
different p. These equations can be Fourier transformed to obtain k-space equations in terms of
Hankel transforms of harmonics of the correlation functions

o0
ggﬂ(k) = 4mi™ / r2dr o (kr) frm,, (1), (3.26)
0
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where j,, () is a spherical Bessel function. After Fourier transformation equation (3.7) for spherical
harmonic coeflicients can be written in the following form for p =0

HON(k) {1 - [)C‘NN(k)} = 6N (k), (3.27)

where the hat denotes matrices with elements
CN () = dmim / P2dr o (kr)OSN o (1), (3.28)

0
HEN (k) = 4mim / P2dr o (kr)RCY o (1), (3.29)

0

The matrix CNN(k) can be expressed in terms of the bulk Baxter functions (2.21)
1— pNONN () = {1 - SNQ(—ik)} {1 - SNQT(ik)} . (3.30)

One can then immediately solve equation (3.27) for the Hankel transforms of harmonics A o (7).
Similarly for u # 0

h22,¢(k) [1 - P <|Y2u| > CQQ,J C22u( ) (3.31)
and in terms of Laplace transforms
Ry, (k) [1 = Qa2 (—1k)] [1 — Q22 (ik)] = Oy (K). (3.32)
Finally, using the inverse Hankel transformation
(= [
—1 m .
hom,(r) = 4m @) / K2k j (k) hio . (K) (3.33)
0
the total pair correlation function can be found in the r-space
hN(r12,w2) =D Wl o(r12) Yino (F12) Voo (wa) + > bS5, (r12) Yo (712) Vs, (ws). (3.34)

mn n#0

In this numerical calculation for CN(rys,ws) the ansatz (3.24) was used.
The non-direct part of the potential of the mean force for a pair of colloidal particles can be
written in the form

— Bw®C(12) = hec(12) — Coc(12) Z BwCC (r12)Yio(F12). (3.35)

1=0,2,4

After spherical harmonic expansions of the correlation functions using Fourier transforms of the
coefficients of correlation functions in accordance with (3.8) we can write

_ﬁwCC = PZ Z Z Cr(ijml\iu hg(;n ;t(k) <Y"H(w)Y;'u(w)> m”(]%) m’ “(A)

mn n'm’

=D > [has (k) = Crra (k)] Yoy (k) Yo, (), (3.36)

mn [

where indexes m,m’,n,n’ are equal to 0 or 2.
Note that [38]

=2 [ E] (7)
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Figure 9. (a) Maps of the director d,,(r) and the local ordering Sx(r) in the isotropic regime
(n = 0.2) and zero external field fWs = 0. The colloidal particle is shown as a white circle of
radius %R = 25. The axes denote the distance from the center of colloidal particle in units of
o. The director field is indicated by bars showing the director orientation. The local ordering
%SN(I‘) is shown by color, red regions are more ordered. Positions where 1 Sx(r) equals the bulk
order parameter Sz are shown by thin black lines. (b) The potential of mean force Swcc(12)
at n = 0.2 and SW2 = 0. One colloidal particle is shown as a white circle of radius %R and
the grey stripe of width %R surrounding it denotes the region inaccessible to the center of the
other colloidal particle due to the hard-core repulsion. The center-center distance in units of o
are indicated on both axes, and the color code is shown on the right. The blue regions are most
attractive. The positions where the potential changes sign Swcc(12) are shown by solid black
lines.

and expression (3.36) can be rewritten in the form (3.35). In (3.37) I changes from 0 to m +
! !

m/. It means that [ = 0,2, 4. < ZFL—WLLL é ) and < nz)gnol > are the corresponding Clebsch-Gordon

coefficients @] Due to the axial symmetry the contributions from different u are separated again.

Some results of such calculations taken from m, lﬁ] are presented in figures 9-12 for perpendi-
cular anchoring (A¢ > 0). These illustrate the assorted structure and interactions that can occur
in nematic colloids under different conditions. Pictures labelled (a) are maps of the local ordering
and director field around single colloidal particles. Note that the local ordering in the bulk is pSs,
where p and Ss are the bulk density and the order parameter. Pictures labelled (b) present the re-
sulting potentials of mean force between colloidal pairs. Equilibrium configurations of two colloidal
particles are defined by absolute minima of the potential of mean force shown with blue. We plot
the results for two densities n = %7‘(‘,00‘3, which describe two different regimes. n = 0.2 corresponds
to an isotropic phase at zero external field, whereas at n = 0.35 the fluid is a stable nematic.
One can see that in the isotropic regime the external field promotes the chain formation of colloids
along its direction (figure 10). In the nematic regime tilted chains of colloidal particles (figure 11)
can be transformed by increasing the external field, which promotes colloidal aggregation in the
phase perpendicular to the field direction (figure 12). In sum, a rich variety of equilibrium colloidal
structures can be promoted by different fields without changing the composition of the system.

Finally we consider the long-range behavior of colloid-colloid interactions ﬂ3__4]] These interac-
tions result from colloid-induced distortions of nematic order and have been mainly described in
the framework of phenomenological elastic theories ﬂgl], @] which address the director distribu-
tion around a single colloidal particle. In the integral equation theory in MSA approximation, the
asymptotes connected with elastic behavior are determined by the OZ-relations among harmonics
with g = £1. In the k-space these are
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.

A miwEL,

gk
=

Figure 10. As in figure 9, but at non-zero external field SW2 = 0.1. The field is directed along
the vertical axis.

Figure 12. As in figure 11, but at non-zero external field SWs = 1. The field is directed along
the vertical axis.

h221(l‘~') = 221(k) 221 (k) P<|Y21 (w)| 2> 221 (k), (3.38)

h221(k) = 221(k) 221(k <|Y21 (W)l 2> 221 (k) (3.39)

= 221(k) 221(]“)/’<|Y21 CL’)|2>w 221 (k), (3.40)

hisi (k) = O (k) = Coy (k)p(|Yar(w)[?),, koo () (3.41)
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The equation (3.38) gives

NN 0221( )
") = T w2, O] .

In the limit £ — 0 in accordance with (1.43)

oW,

— p{|Ya1(w)[*),, Cozn (k) = By

+ k2B% + O(kY), (3.43)

where )
o (Mm@P), 5K
[15p83]
the elastic constant K is given by (2.37). Now if we put (3.43) into (3.42), after the inverse zeroth-
order Hankel transformation, we will have

(3.44)

nir) = PR CT (3.45)
where the decay length
1/2
& = [K/(Wap$:3V5)] (3.46)

and the prefactor
3B3
ArpfK
In zero-field limit W5 = 0, £ — oo and the result (3.45) coincides with our result (2.32) from the
previous section.
For a sufficiently large spherical colloidal particle, the ansatz (3.24) was suggested. Noting that

Ja(z) = f—; (1—’?—24—---) at zero field

C = [dmpB? (|Ya (w)[?), ] = (3.47)

_ hWN _ 1
CSN (k) 222 —qm =221 :(;)Z 29) BR3E? + O(k*) (3.48)
where AN (s = $0) is the contact value of h3%) (s). From (3.34)
-1
h221(k) 0221( ) [1 - p<|Y21(w)|2> 0221( )] (3.49)
Now using (3.48) and (3.43) in the limit £ — 0 we have
47 hpN(s = La) .
hsy (k) = ———2—2-R? k?). .
i) = — 35 52T R+ O (3.50)
Inverting the Hankel transform
T , T 917 . 31
G i /k: dkja(kr) = I3 (3.51)
0
one finds ) s
- 1 W¥N(s=1L0) R
hen(12) == 221 (5 = 50) [Ya1(F12) Y5, (w2) + c.c.] (3.52)

10 Bzc 3,

where c.c. denotes the complex conjugate of the first term within the square brackets.
For a pair of colloidal particles labelled by subscripts C and C” from equations (3.40) and (3.41)

we have
0221( )p (|Yar (w)[?),, C (k)

s () — O () = =1 Y O R

(3.53)
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At zero field and small k equation (3.53) takes the form

, 1 1.1 1  R3R’®K2
h$si (k) — OS5 (k) — p([Yar(w)[?) (47r)220h¥§1§( 3 )Zch%IN(S*_O—)T'

5 (3.54)

The contribution of u = +1 terms to the Fourier transforms of colloid-colloid potential of mean
force is

WSS (k) — €55 )] [Yar (0¥ () + e = [hé?ﬁ'( ) OS5 ()] 2|1+ V¥anlh) - Yl )

=8 > wi(k)Yio(k). (3.55)

1=0,2,4

Although in k-space three terms occur on the right-hand side of equation (3.55), at zero field the
Y40(1Ac) term alone determines the asymptotic behavior of the potential of mean force in r-space. Us-
ing the inverse Hankel transformation for I = 4 and noting that k2,0 (k) becomes 105Y40(#) /(471%)
in r-space we obtain

rco &7 h Loy N (s = Lo RR”
31 (5 = 50) hin™ (s = 5 )p<|Y21(W)|2>w

Bweer (1) Yo (7). (3.56)

15 zZC zc
This result was obtained taking into account only the “elastic harmonics” (1 = £1) in expansion
(3.36). It is assumed that elastic deformations of the director field are dominant at long distances.
However, this assumption becomes unsatisfactory near phase boundaries where fluctuations in local
ordering are large.

These are results for the case when external field is absent and & — co. But the correlation length
also influences the orientational behavior of the effective colloid-colloid interaction. The so-called
quadrupole interaction (3.56) that determines the long-range behavior at infinite £ transforms into
a superposition of screened “multipoles77 when ¢ is finite [34]

—Bwcer (1) o, 27 & —C(R, ZC)C(RIaZC/)P<|}@1(W)|2>w (3.57)
72K0(§) - ng(E)Pg( )+ - K4(€)P4(f)
where
C(R,zc) = %@50) [g + Rﬂ , (3.58)
Kol(z) = e:  Ko(x) = % (3432 +a?) e, (3.59)

1 A
Ky(z) = — (1054 105z + 452° + 102° + z*) e ™.
xd

In the latest publication of T. Sokolovska [35] the problem of wall-colloid interaction in nematic
solvents was discussed for “quadrupole” colloids. At weak field this interaction was obtained in the
following form

WN CN lO’
6wWC(€) <|Y721( )|2>w h221 ( )h221( 2 )
ZWZC
1 S — 10’ sin L R—4 3
xexp[g( 5 )] (219)5 [8€+R} (3.60)

This is a new type of an effective force acting on colloidal particles in the presence of an external
field. In contrast to the so-called “image” interaction [53] that is always repulsive at long distances,
the force identified in [35] can be attractive or repulsive, depending on the type of anchoring at
the wall and colloidal surface (AY, AS). The effective force on a colloidal particle decreases with
the distance s from the wall as exp(—s/§).
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4. Conclusions

The generalization and application of modern liquid state theory to the nematic and other liquid
crystalline systems opens up new possibilities for the development of microscopic theory of liquid
crystals. The leading role in this theory is played by the pair and singlet distribution functions, the
knowledge of which makes it possible to describe the structure, thermodynamics, phase behavior,
elastic and other properties depending on the nature of intermolecular interaction. A traditional
way of calculating the pair distribution function is connected with the development of the integral
equation theory which usually reduces to the solution of OZ equation with a corresponding closure
relation.

In this paper we present the review of the integral equation theory for orientationally ordered
fluids. The considered approach is based on self-consistent solution of OZ equation for the pair
distribution function together with the TZLMBW equation for the singlet distribution function.
It is shown that such an approach correctly describes the behavior of correlation functions of
anisotropic fluids connected with the presence of Goldstone modes in the ordered phase in the
zero-field limit. Due to this peculiarity in the orientationally-ordered state, the harmonics of the
pair distribution function connected with correlations of the director transverse fluctuations become
long-range ones in the zero-field limit. It is important to note that these harmonics do not give a
direct contribution into the structure factor of nematic fluids. This phenomenon ensures the finite
value of the structure factor in the limit of zero wave vector. The presence of Goldstone modes in
an ordered phase is responsible for some specific properties of anisotropic fluids such as its elastic
properties, multipole-like long-range asymptotes for effective interaction between colloids solved in
nematic fluids and so on.

The capabilities of the formulated approach are illustrated through analytical results obtained
in the framework of the mean spherical approximation for the Maier-Saupe nematogenic model.
Out of the equation of state we select three types of phase diagrams depending on the ratio between
isotropic and anisotropic interactions. For a strong isotropic attraction, we have the following phase
transition between translational homogeneous phases: isotropic gas — isotropic liquid, isotropic gas
— nematic and isotropic liquid — nematic. For a strong anisotropic interaction we observed a phase
transition only between phases with different symmetries. In the isotropic repulsion case we also
observed the nematic gas — nematic liquid phase transition. Using the Hansen-Verlet criterion [45]
for crystallization, the point of coexistence of isotropic, nematic and crystalline phases was found.
The effect of the disorienting field can significantly increase the region of the ordered fluid [23, 24].

The integral equation approach was also extended to a description of nematic fluid near a
planar wall and a colloidal surface, as well as to colloidal-colloidal interaction in the presence of a
uniform orienting field. The function pnc(w,r12) = pf (w) [1 + Anc(w, r12 = r1 — ra)] provides the
distribution of nematic fluid about the colloidal particle. This function takes into account all the
changes at a given point r1 induced by the colloidal particle at ro. They include the changes in
the local density and in the orientational distribution of the nematic fluid. The function pnc(w,r)
defines the density-orientational profile of the generalized order parameter

So(r,d) = / Py(wd)pno (w, r)dw (A1)

which is connected with the director field configuration around the colloid dy that maximizes
Sc(r,d) at a given point r.

The application of anisotropic integral equation theory opens up new possibilities for the de-
scription of intercolloidal interactions in nematic solvents. Contrary to elastic theories [51, |52]
which describe intercolloidal interactions only for asymptotically large distances, when correlation
lengths are much larger than the particle size, the integral equation theory can describe the in-
tercolloidal interactions at small and intermediate distances in the presence of an external field.
These interactions are important for the description of colloidal phase diagrams and structure as
well as other colloidal properties in order to be controlled with external fields. In contrast to phe-
nomenological elastic theories, the integral equation method does not assume boundary conditions
at colloidal surfaces but instead calculates them. From investigations of potentials of the mean force
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for pairs of identical colloidal particles with perpendicular anchoring [33] it was concluded that
effective colloid-colloid interactions are determined by three main factors, namely the phase tran-
sition in confined geometry, depletion effects and elastic interactions between the nematic coating
surrounding the colloidal particles. Varying the external field shifts the relative importance of these
factors and significantly alters the effective interactions. In the framework of the integral equation
theory it is also possible to involve colloidal particles of different size and form, ranging up to
wall-colloid interactions. Effective potentials for colloidal pairs with asymmetric anchoring (e. g.
perpendicular and parallel) are of interest as well. This can be also attributed to the effect of the
presence of a third species in nematic colloids. A small amount of the second solvent (e. g., alkane
impurities) can play a crucial role in opening the biphasic regions, and the consequent colloidal
network formation [54].

In this paper we restrict ourselves to the consideration of the Maier-Saupe nematogenic model.
The considered approach can be used for other anisotropic fluids. In [55, |56] this approach was
used in the theory of magnetic fluids. This method can be also applied to several other interesting
cases, such as the nematic phase of hard convex bodies, as well as dipolar and ferro-fluids.
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Teopis iHTerpanbHNUX piBHAHb AJIN HEMaTUYHUX PNIoIAiB

M.d.[onoBko

IHCTUTYT di3ukun koHaeHcoBaHux cuctem HAH Ykpainu, Byn. CeeHuiubkoro, 1, JIbsig, 79011, YkpaiHa

TpaauuiiHiii dopmaniam y Teopii piavH, wWo 6a3yeTbCsi Ha po3paxyHKy napHOi GYHKLUii posnoainy,
y3arasbHEHUn Ha HemaTuyHi nMMHU. PosrnsaoyBaHwii nigxin 6a3yeTbCs Ha PO3B’A3KY OpieHTaLiiHO-
HeoZHopiAHOro piBHAHHSA OpHwTeliHa-LiepHike B noeaHaHHi 3 piBHAHHAM TpaiiuiHbepra-LiBaHuira-
JloseTta-Moy-bada-BepTraiima. lNokasaHo, WO AaHWIi NigXia KOPEKTHO OMUCYE MOBEAIHKY KOPENAUiiHUX
PYHKUj aHi3oTponHuX dnioiagis, 06yMOBNEHY HASBHICTIO rONACTOYHIBCbKUX MOJ, Y BMOPSiAKOBaHin dasi
NMpw BILCYTHOCTI YNOPSIAKOBYHOHOIO 30BHILLUHBOIO nosis. My 30CepeaXyeEMOCb Ha OBrOBOPEHHI aHaniTu-
YHMX pe3ynbTaTiB oTpMMaHux y cnisnpaui 3 T.I. COKoNOBCbKOK B paMkax cepenHbo-cdepnyHoro Habnu-
XEeHHs Ans HemaTtoreHHoi mozeni Maiepa-3ayne. MpeacrtaesneHa dasosa giarpama ujei mogeni. Beta-
HOBJIEHO, LLIO B HEMATMYHOMY CTaHi rapMOHIKM NapHOi KopenauinHoi dyHKLIi, NOB’A3aHi 3 KopenauiaMm
dnykTyaujii nonepeyHnx Ao HanpsiMKy AMPEeKTopa, CTaloTb AanekKoCSXXHUMN Npu BiOCYTHOCTI BMNOPSAKO-
Byto4oro nons. MokasaHo, Wo Taka nosefiHka OyHKUii po3noainy HematuyHoro GnAigy NpMBOAUTL A0
OUNoJIbHO- Ta KBaAPYNONbHO-MOAIGHNX [ANEKOCSXKHUX aCUMNTOTUK ePeKTUBHOT MiDKKOSI0iAHOI B3aEMOAi
B HEMaTU4HUX dtoigax, nependayeHoi paHiwe GeHOMEHONOMNYHUMM TEOPIAMU.

Knio4oBi cnoBa: napHa QyHkLis po3noainy, Teopis IHTerpaabHNX PiBHsIHb, HEMaroreHHa MoAe b
Maiviepa-3ayne, mogum lonacToyHa, KO0igHO-HeMarnyHa CyMiLLl
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