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Abstract

Within the Onsager theory we study the planar isotropic—nematic interface of
fluids of hard rods. We present a method with which interfacial biaxiality
can be dealt with efficiently and systematically, and apply it (i) to the pure
hard-rod fluid and (ii) to a binary mixture of thin and thick hard rods. In the
one-component system we find a surface tension that is lower by 15% than
earlier estimates, and monotonic profiles of the density and the uniaxial order
parameter. The biaxial order parameter profile is non-monotonic. In the two-
component system we find the possibility of non-monotonic density profiles,
and a maximum in the surface tension as a function of the pressure.

1. Introduction

The experimental observation of a concentration-driven transition from an isotropic fluid to
an anisotropic fluid phase in suspensions of rod-like particles dates back to the 1920s and
1930s [1,2]. The distinction between the low-density isotropic phase and the high-density
nematic phase is the broken rotation symmetry in the latter; the rods in the bulk nematic phase
point, on average, along a specific direction, say 7, in space. The theoretical explanation of
this symmetry-breaking transition was given in the 1940s by Onsager [3], who modelled the
rods as hard rods and showed that the free volume per particle (i.e. a measure for the ‘packing
entropy’) is maximal in the nematic phase, while the orientation entropy is maximal in the
isotropic phase. The competition between these two contributions to the total entropy is such
that the system is in the isotropic phase at low enough density n < n;, and in the nematic
phase at high enough density n > ny. Co-existence of an isotropic phase (at density n;) and
nematic phase (at density ny) takes place when n; < n < ny. In this case the system is
inhomogeneous, and exhibits an interface that separates the co-existing bulk phases. Several
authors [4-12] considered a generalization of Onsager’s theory to include inhomogeneities
in order to study the isotropic—nematic interface. An important issue that appears in these
studies involves the numerical value of the surface tension as a function of the angle between
the interface normal z and the (imposed) nematic director 7 far from the interface. Another
issue concerns the equilibrium profile of the total density and the orientation order parameters
as a function of the spatial coordinate z running across the interface. In particular, Chen’s
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work in 1993 [7] seems to settle that (i) the lowest interfacial tension is obtained whenn L Z,
(ii) the density and uniaxial order parameter profile are monotonic functions of z, (iii) the
biaxial order parameter profile is small in magnitude and ignoring it (in order to reduce the
computational cost) hardly affects the numerical value of the tension. Recently, however, some
of these findings were challenged in [8], where it was argued that the equilibrium profiles are
non-monotonic and that the tension is higher, by about 50%, than reported by Chen [7]. This
is one reason why we revisit the problem here.

The other reason why we study the inhomogeneous pure hard-rod fluid is due to its role
as a stepping stone towards the study of interfacial phenomena in binary mixtures of hard
rods. To the best of our knowledge the interfaces of these systems have not been studied at
all, but the extremely rich phenomenology that occurs in bulk mixtures is expected to have
interesting repercussions for their interface properties. For instance, a bulk mixture of rods
of different lengths was shown to exhibit a strong fractionation at the isotropic—nematic phase
boundary [13, 14], a nematic—nematic immiscibility gap with interesting critical (consolute)
point properties, and an isotropic—nematic—nematic triple point [15-18]. Binary mixtures
of thick and thin rods exhibit qualitatively similar features, with a bulk isotropic—isotropic
co-existence regime in between a critical point at low pressures and an isotropic—isotropic—
nematic triple point at higher pressures, provided the diameter ratio of the two species is large
enough [19-21]. It is to be expected that the presence of critical and triple points in the bulk
phase diagrams leads to interesting wetting and capillary effects. Here we report some of our
first findings on the free isotropic—nematic interface of mixtures of thick and thin hard rods.

This paper is organized as follows. In section 2 we formulate the generalized Onsager
theory for a pure system of hard rods. Although the density functional formalism we adopt does
not differ from that in previous studies, our numerical implementation does differ somewhat. In
particular our perturbative treatment of the biaxiality that occurs in the interface is supposed to
be rather efficient. We calculate the equilibrium profiles and the tension of the free isotropic—
nematic interface for 7 1 Z. In section 3 we sketch the extension of the theory to binary
mixtures of rods of different diameters. In section 4 we discuss these results, and present an
outlook to future work.

2. The one-component fluid

2.1. Density functional

Consider a one-component system of hard spherocylinders of length L and diameter D in a
macroscopic volume V' at temperature 7 and chemical potential . The thermodynamics
and the structure of this fluid can be described by a functional Q[p] of the one-particle
distribution function p(r, ®), where r denotes the centre-of-mass coordinate of the rods and
& the orientation of the long axis. The density functional 2[p] is such that (i) it is minimized,
for given (u, V, T), by the equilibrium one-particle distribution, and (ii) the minimal value
of the functional is the equilibrium grand potential [22]. Here we use the Onsager functional,
which in the absence of an external potential is given by

Blp] = / ardip(r, &)(loglo(r. &)L*D] — 1 — pu)
_%/drd&)dr'dd)’f(r, ;7' N plr, d)pr,d) )

with B = 1 (kT)™!, and f the Mayer function which equals —1 if the rods overlap and 0
otherwise [3,23]. Although the functional of equation (1) is a second virial approximation, i.e.
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cubic and higher order terms in p are being ignored, it is supposed to give accurate results for
rods in the ‘needle’ limit L/ D — oo [3,23]. In this paper we will adopt this limit throughout.
The minimum condition on the functional, §2[p]/8p (7, ®) = 0, leads to the nonlinear integral
equation

log[p(r, ®)L*D] — / dr'dd f(r, &7, &)p@', &) = B 2)

to be solved for the equilibrium distribution p(r, ®). Once p(r, ®) has been determined, it
can be inserted into the functional to obtain the minimum value

1 1
Bin = / ardap(r, &)~ 1+ loglo(r, )LD ~ 2f1). 3)

Note that €2,,;, = —pV for a bulk system in a volume V, with p = p(u, T) the pressure. In
the presence of a surface or interface of area A we have Q,,;, = —pV+yAwithy = y(u, T)
the surface or interface tension.

2.2. The bulk isotropic and nematic phase

The bulk isotropic and nematic phases are both homogeneous, and hence the corresponding
equilibrium distributions are of the form p(r, ®) = p(®). The stationarity equation (2) then
reduces to

loglp(@)L>D] + f A E@.8)p(@) = i 4
with E the excluded volume of a pair of spherocylinders given by
E(@, &) = — / dr' f(r, &, r', &) = 2L*D|siny| 5)

in terms of the angle y between @ and @', i.e. cosy = @ - &'. Solutions to equation (4) have
been studied in full detail over the years; here we give a brief overview of results needed and
used in this work. It is convenient to write p(®) = ny/(®), with n = [ ddp(®) the number
density, and ¥ (®) = p(®)/n the orientation distribution function. At low enough values of
Bu the only solution for p(®) is the isotropic distribution, with ¥ (@) = ¥; = (47)~" and
n determined uniquely by Bu through log[nL>D/(4m)] + (r/2)L>*Dn = Bu. At sufficiently
high B the isotropic distribution is unstable with respect to orientational ordering of uniaxial
symmetry [24], and the distribution resulting from equation (4) is then anisotropic, i.e. peaked
in the direction of nematic director n. The functional form of the nematic distribution v (&)
is not known analytically, but is easily obtained by solving equation (4) numerically (at high
enough Bu). The bulk nematic phase is of uniaxial symmetry, i.e. ¥ (@) = ¥ (), with 0 the
polar angle of @ with respect to the symmetry axis 7 [3,23]. Due to up-down symmetry we
have ¥ (6) = ¥ (w — 0), so that the numerical determination of {(6) need only be performed
for & € [0, 7/2]. The nematic distribution, as follows from equation (4), is calculated on
an equidistant -grid with Ny points 6; € [0, /2], where 1 < i < Ny. Using Ny = 200,
and the analytic expression y; = (4r)~! for the isotropic orientation distribution, one finds
bulk phase co-existence of an isotropic phase of density n; and a nematic phase of density
ny and orientation distribution ¥y (0) at B = Busny = 5.4815, with n;L>D = 4.189
and nyL>D = 5.336. The degree of orientational ordering is characterized by the standard
(uniaxial) nematic order parameter S = (P(cos®)), which takes the value S = 0 in the
isotropic phase and S = 0.7922 in the co-existing nematic phase [23].

Unfortunately we cannot use these literature values for the bulk IN co-existence in the
study of the IN interface. The reason is that the two phases must be treated on the same footing
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in the study of the interface, whereas the method with which the bulk values are obtained is
different in the two phases: the isotropic distribution is treated analytically, and the nematic
distribution numerically on a 6-grid. Moreover, the number of Ny = 200 grid points is too
large to be combined with spatial inhomogeneity. For that reason we chose to calculate the
IN bulk co-existence based on distribution functions that we determine numerically on an
equidistant -grid of Ny = 50 grid points in both the isotropic and the nematic phase. The
resulting bulk IN co-existence data are By = 5.4744, n;L>D = 4.185, nyL*>D = 5.327,
and the co-existing order parameters are S; = 0.0029 and Sy = 0.7915. Obviously these data
differ somewhat from the literature values given above, but the differences are small. The fact
that S; # 0 exactly is a harmless, purely numerical effect without any physical consequence
since §; < 1. These numerical values will be used in the study of the IN interface.

2.3. The free isotropic—nematic interface

We proceed and deal with the properties of the interface between the co-existing isotropic and
the nematic phase. We assume this interface to be flat, with surface normal z. The one-particle
distribution, which in this geometry depends on the coordinate z = r - Z and the orientation @,
is a solution of the stationarity equation (2), with u© = uy,

loglp(z, ®)L*D] + / dz/d&'K(z — 2y 0, 0 p (2, &) = Buin (6)
subject to the boundary conditions

p(z, &) =nyy (z > —0o0)

p(z, @) = nyYy (arccos( - 7)) (z = 00). O]

Here 71 is a fixed nematic director at z — oo. In equation (6) we defined the kernel K as
Kz—7,0,0) =— / dx'dy’ f(r, 0; 7', @) 8)

which was calculated explicitly for hard spherocylinders of arbitrary L/D in [25]. In the limit
L/D — oo of interest here the results obtained in [25] can be written as

0 |z12| > [A] +|B]|
M(|A|+|B|—| D 1Al = |B] < |z12| < |Al+]B]
K(z12.®1.@2) = )~ 4]AB| e S els ©)
£, 62) 212l < 1(1AI = IBD)
2/A| 121 &%
with the excluded volume E defined in equation (5) and A = %max(c?)l - Z,@y - Z) and

B = %min(c?)l . 2, 6?)2 . 2)

Note that the profiles that satisfy equations (6)—(8) depend nontrivially on 7 - Z. In all
cases where 71 is not parallel to z, the uniaxial symmetry about 71 is broken in the interface, i.e.
the distribution is a nontrivial function of the spatial coordinate z, the polar angle 6 and the
azimuthal angle ¢ of the orientation @ with respect to 7. Taking into account inhomogeneity
and biaxiality simultaneously is computationally demanding, and therefore approximations
that simplify or discard either one or both of these features have often been made. Instead of
solving the Euler—Lagrange equations (6)—(8), some authors treated the problem variationally
by e.g. imposing a step function for the total density [4], or a wider class of variational smooth
profiles with a finite width [5, 6]. It was argued and shown by Chen and Noorlandi [6], and by
Chen [7], who did solve the full Euler-Lagrange equations (6)—(8) numerically on a (z, 8, ¢)
grid, that the biaxiality of the interface profile is small and that it does not affect the numerical
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value of the surface tension y within the numerical accuracy. The results of [7] seem to
settle that the lowest tension is obtained when n L Z, that its numerical value is given by
By LD = 0.18110.002, and that the profile of the total density and the uniaxial nematic order
parameter are monotonic functions of the spatial variable z. Very recently, however, it was
argued by Koch and Harlen [8] that a refinement of the z-grid yields a nonmonotonic density
profile, and a significantly higher surface tension than that determined in [7]. This is one of
the reasons why we revisit the problem here, as already stated in the introduction.

Since there is no disagreement in the literature on the conclusion that the surface tension
is minimal when 7 L Z, we take this for granted here, and thus only consider the geometry
where n L zZ. We define the polar and azimuthal angle 6 and ¢ of & by cosé = i - ® and
sinf sing = Z - ®. This choice for the angles 6 and ¢ is identical to that in [7], and is such
that the one-particle distribution can exactly be written as the N — oo limit of

N

Pz, 0,9) = ij(z, 0)cos(Zje). (10)
Jj=0

The distribution is thus characterized by the functions p;(z, ). On the basis of the small

biaxiality reported by Chen [7] we expect that |p;(z, 8)| rapidly decreases for increasing j,

so that accurate distributions are obtained for small N. Insertion of the parameterization (10)

into the stationarity condition (6) yields, after multiplication equation (6) by cos(2k¢) and

integration from ¢ = 0 to ¢ = 2 that

1 2 N -
Buwbio =5 [ dycoske)loal Y o, 6) cos2j) D)
T Jo

j=0

N
+/dz’/d9’sin9' Kim(z—7,6,0)pn(z', 0" (k=0,1,...N)
0

(11)
where the doubly azimuthally integrated kernels Ky,,, with k, m =0, 1, ... N, are given by

1 2 2
Kim(z—12,60,0) = 2—/ d(pf do’ cos(2kp) cosCm K (z — 7/, @, &). (12)
T Jo 0

For a given value of N, equation (11) constitutes N + 1 coupled nonlinear integral equations for
the N +1 unknowns oy (z, 8), (k = 0, 1, - - - N). This set of equations can be solved numerically
on a (z,0) grid, e.g. by iteration. Note that the numerical determination of the K,,’s, on a
(z —7,0,0") grid, need be performed only once, as it does not depend on p i(z,0).

By setting N = 0 we ignore any biaxiality in the interface, i.e. only the term j = 0,
which is independent of ¢, contributes in equation (10). The resulting equilibrium distribution
po(z, 0) is, from equation (11), the solution of

Bl =log[po(z,Q)LzD]+/dz//d9/sin0/Koo(Z —7,0,0)p0(Z,0). (13)

This is, essentially, the equation solved by Chen and Noorlandi in [6] on an equidistant grid
(zi,0), with N, = 40 points z; € [-5L,5L] and Ny = 41 points 8 € [0, /2], i.e. the
resolution is such that z;,; — z; = L/4 and 0;,; — 6; = 7/80. The profiles reported in [6]
are monotonic, and the surface tension y for the case of interest here, 7 L Z, is given by
By LD = 0.183 £ 0.002 [6,7]. When we solve this equation on approximately the same grid
as that of [6,7], i.e. with Ny = 50 and N, = 40, we obtain the value By LD = 0.187 £0.001,
where the uncertainty is estimated on the basis of the accuracy of the numerical ¢ integrations
in the calculation of K. A refinement of the 6 grid, i.e. increasing Ny, does not change the
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value of y within the numerical accuracy. However, gradually increasing N, from 40 to 500
(with the same interval z; € [-5L, 5L]) lowers y systematically. This can be seen in figure 1,
where we plot y as a function of 1/M with fixed Ny = 50, where M = N_/10 is the number
of grid points per rod length L (in the interval z; € [-5L, 5L]). On the basis of this figure we
conclude that the calculation with M = 50 has converged, and yields By LD = 0.1564+0.001,
which is about 15% lower than the estimate given in [6,7]. The uniaxially symmetric profiles
are monotonic, in agreement with [6,7]. However, these findings are in disagreement with
the claims in [8], where a refinement of the spatial grid yields a higher value for y and a
nonmonotonic density profile.

pyLD

G—>© uniaxial (N=0)
A—A biaxial (N=1)

0.18

017

0.16 -

0.15 L

0 0.1 0.2

1/M

Figure 1. Surface tension y of the free planar isotropic—nematic interface of hard rods of length
L and diameter D <« L as a function of M~!, where M is the number of spatial grid-points per
L (see text). For both curves the bulk nematic director is perpendicular to the interface normal.
The interface biaxiality is ignored in the N = 0 curve (o), and taken into account to lowest order
in the N = 1 curve (A). The significant levelling of the two curves for M > 20 indicates good
convergence for the M = 50 grid.

In order to study the effect of interfacial biaxiality we consider the Euler-Lagrange
equations (11) for N = 1, which we write as

p1(z, 9))
po(z,60)
+/dz’d9’ sin6'(Koo(z —2',0,0)p0(z', 0") + Kor(z — 2, 60,0 p1 (', 0"))

pl(z79) ’ 7 . / / / / /
=1, (2227 4 [ azde’sing (Km(z—z,e,e)po(z,e)
00(z, 0)

+ K —2.0,0)p1(.,6))

Biry = loglpo(z, 6)L* D] + Iy (

where Iy(x) and I, (x) are defined, for |x| < 1, as

1 2 1 =22
Iy(x) = 2—/ dglog (1 +x cos(2¢)) = log itV o “zx
T Jo

27 —J1 — x2
Ii(x) = %/0 de cos(2¢) log (1 +xcos(2<p)) = % (15)
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Equation (14), with the boundary conditions given in equation (7), can be solved iteratively on
a (z, 0) grid. Note that the boundary conditions given in equation (7) imply that p;(z,0) — 0
for |z| — oo. From the solution of equation (14) we construct the profile of the total density
p() = f dwp(z, ®), the uniaxial nematic order parameter S(z) = %(3 cos? 0 — 1)(z), and the
biaxiality A(z) = (% sin? 0 cos 2¢)(z). Note that the latter coincides with Chen’s definition
of biaxiality in [7]. Combining this with our N = 1 parameterization of the distribution we
obtain

[ ddp(z. )3 sin? 0 cos2p) 3 [7* d0sin’ Opy (2. 0)
[ dap(z, @) 4 7246 sin 6po(z, 0)

Az) = (16)

The profiles p(z) and S(z) are almost identical to the ones obtained with the uniaxially
symmetric profile, and the resulting A(z) is shown in figure 2 for several choices of the z-grid
parameter M. It is seen that A(z) is nonmonotonic, with a positive value at the isotropic side
of the interface, a negative value at the nematic side, and a decay to zero in the two bulk phases.
The structure of A(z) we obtain is very similar to that obtained by Chen in [7]. The negative
dip is basically identical, whereas the positive peak in A(z) is a factor of about two smaller
than the result in [7]. Refining the z-grid from M = 4 to M = 5 yields a substantial change
in A(z), while further refinement to M = 20 and 50 hardly changes the biaxiality (although
it does change the resulting surface tension, see figure 1). These results provide support for
truncating the expansion in equation (10) at N = 1 without loss of quantitative accuracy. The
IN surface tension that follows from the biaxial N = 1 profiles is also plotted in figure 1. Itis
seen that y obtained from the biaxial profiles are substantially smaller than the corresponding
uniaxial ones in the case of the cruder grids with M < 20. The difference becomes vanishingly
small, however, in the case of the M = 20 and M = 50 grids. We therefore conclude that
By LD = 0.156 £ 0.001 for the Onsager model, and that the total density and uniaxial order
parameter profiles are monotonic.

0.015

0.012

0.009

0.006

0.003

0.003
5

Figure 2. Profile of the biaxial order parameter A as a function of the spatial coordinate z running
across the isotropic—nematic planar interface for several values of M, the number of grid points per
L. The system is isotropic for z — —o0, and nematic at z — oo. The M = 4 grid is clearly too
coarse, and comparing the M = 20 and M = 50 grid reveals good convergence.
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3. Binary mixtures of thick and thin hard rods

3.1. Density functional

We extend the density functional theory formulated in section 2 to the case of a two-component
system of hard rods of different diameters, D; and D,, but the same length L. We assume that
both rod species are in the needle limit, i.e. D; < L and D, « L, so that Onsager’s second
virial theory remains accurate. The ratio of the diameters, D,/D; = d, is assumed to be of
order unity here, and is the characteristic of the shape difference of the rods. For definiteness
we take species 2 to be the thicker species, i.e. d > 1. We leave d unspecified for the moment,
but will present explicit results for d = 3. The grand potential functional of the mixture is
written as

2
BQlo, ] =Y / drdirp, (r. &) loglps (r. ) L*Dy] — 1 — Bty
o=1

1 2.2 R R R X R R

-3 Z Z / drdddr'dd foo (1, &, 7', &) pe (v, &) po (', &) (17)
o=1o0'=1

where p, (r, ®) is the one-particle distribution and @, the chemical potential of species

o = 1,2. The Mayer function associated with the pair interaction between species o and

o’ is denoted by f,,. The minimum condition §2/8p, (r, @) = 0 yields the set of nonlinear

integral equations for the equilibrium distributions,

2
log[po (’I’, é))LzDo] - Z /d"'/dé\)/fna’("" (;)7 "'/a C?)/)Po’(”’/, 6)/) = IBMG' (18)

o'=1
A (formal) insertion of the solutions to equation (18) into the functional €2 leads to the minimum
value €2,,;, given by

2
Puin =2 [ ardop. a1~ 14+ St0lo0 &L D1 - 1) (19)

which is the equilibrium grand potential of the system for given w; and u,, i.e. for a given

composition. As for the one-component system we have €2,,,, = —pV for a bulk system of
volume V, with p(u, ua, T') the pressure. The tension y (i1, 12, T) due to an interface or
surface of area A follows from ,,;, = —pV + y A.

3.2. Bulk phase diagrams

Several authors studied the homogeneous, r-independent, solutions of expressions equivalent
to the Euler-Lagrange equations (18), e.g. for the case of rods of different lengths [13,15-18],
or for rods of different diameters [19-21]. The striking features of the phase diagrams
that were obtained for thick—thin mixtures are the strong fractionation that associates
the isotropic—nematic co-existence, and the possibility for nematic—nematic and isotropic—
isotropic demixing if d is large enough. In figure 3 we show the bulk phase diagrams ford = 3
in the p-x representation, where p is the pressure and x the mole fraction of the thicker species,
i.e.x = ny/(ni+ny) withn, = f dwps (@) the number density of species o in the homogeneous
fluid. The phase diagram in figure 3, which follows from €2,,;,, using the standard mechanical
and chemical equilibrium conditions, is identical to the bulk phase diagrams presented in [21],
apart from a very small numerical uncertainty that is invisible on the scale of the plots. The
grey area denotes the two-phase region; the pressure-composition representation is such that
the tie lines that connect co-existing phases are horizontal. The phase diagram for d = 3 in
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figure 3 is of the ‘spindle’ type, and exhibits a fractionation effect whereby the thicker rods
have a relatively strong preference for the nematic phase. The reason for this is that their
larger excluded volume interactions are more susceptible to orientational ordering. Below we
discuss the free isotropic—nematic interfaces associated with the state-points indicated by open
circles (o) in figure 3. The calculations should be seen as a stepping stone towards the study
of interfaces in more asymmetric mixtures, where triple points and critical points in the phase
diagram are expected to show interesting interface phenomena.

4
0.0 0.2 0.4 0.6 0.8 1.0
X

Figure 3. Pressure-composition bulk phase diagram of a binary mixture of thick and thin rods
with diameter ratio D,/D; = 3. The dimensionless pressure is p* = SpL? Dy, and x is the mole
fraction of thicker rods. The grey area denotes the immiscibility gap between the isotropic phase
I and the nematic phase N. We studied the isotropic—nematic interfaces at the states indicated by
open circles (o).

3.3. The free isotropic—nematic phase

We consider the interfaces that separate the co-existing isotropic and nematic bulk phases
in the binary hard-rod mixtures with diameter ratio d = 3. As in the one-component case
we assume that the interface is planar, and that the bulk nematic director is perpendicular
to the interface normal. The equilibrium profiles can then be written as p,(z,0,¢) =
Z?’:O Po,j(z,0) cos(2je), which is the two-component analogue of equation (10). Here we
restrict attention to uniaxially symmetric profiles, i.e. we ignore the ¢-dependence by merely
considering the j = 0 term in the expansion, and hence p,(z, 0) = ps.0(z,0) foro = 1, 2.
The equilibrium uniaxial profiles are solutions of

log[ps,0(z, ) L* Dy ] + Zfdz’/de/sin 0K (z—2,6,0)000,0) =Bus  (20)

where the kernels K, {)’0"' are related to the kernel K¢ of the one-component problem by
Dy + Dy

2D
Note that the simple scaling relation (21) between the one-component and multi-component
kernels only holds for rods of equal lengths; if the lengths are different the expression for K, (‘)’O"/
is more complicated.

Ky (z—7,0,0) = Ko(z—7.6,0"). 1)
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p1L2D1
(a) P'=13
3 F
P=12
P=12
Pyt
1 P'=9
P=6
P=5
0
5 3 1 1 3 5
z/L
(@)
sz2D1

(W)

Figure 4. Profiles of the total density of thin (a) and thick (b) hard rods (diameter ratio is 3) at
isotropic—nematic co-existence for several pressures p* corresponding to the state points indicated
in figure 3. The isotropic phase is at z — —oo, the nematic phase at z — oo. The profile of the
thin particles is not always monotonic.

In order to study the IN interface of the d = 3 mixture we solve the minimum condition in
equation (20) for the distributions p,;(z, 8) ona N, x Ny grid (z;, 6;), with1 <7 < N, =200
and 1 < j < Ny =30, and z; € [-5L,5L] and 0; € [0, /2]. The chemical potentials (i,
are chosen on the IN binodal, such that the dimensionless pressures p* = ,8pL2D1 =356,
9, 12, and 13. This corresponds to the state points indicated by open circles (o) in figure 3.
The resulting total density profiles p, (z) = f dwps0(z, 0) are shown in figure 4, where panel
(a) displays the profile of the thinner species and panel (b) that of the thicker species. For
z — —oo the system is isotropic, and for z — oo it is nematic. The first observation is that
the profile for the thicker species (o = 2) increases monotonically from a low density in the
isotropic phase to a higher density in the nematic phase for all pressures p* on the binodal.
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This is not surprising given the higher total density of the nematic phase and the tendency of the
thicker rods to reside in the nematic phase. In contrast, the total density profile of the thinner
species (o = 1) is only monotonically increasing in the pressure regime p* > 13, where it
is essentially a one-component system of thin rods. At lower pressure p* < 12, i.e. at higher
concentrations of thicker rods, p;(z) decreases from a higher value in the isotropic phase to
a lower value in the nematic phase. Figure 4(a) reveals that this decrease is not necessarily
monotonic, since the profiles at p* = 12 (see inset) and also p* = 9 show oscillatory features.
The thinner rods adsorp preferentially to the interface in this pressure regime. We also studied
the profile of the uniaxial order parameters S, (z), but these only showed monotonic behaviour
between the isotropic and nematic bulk values. The surface tension of the IN interface is
shown in figure 5 as a function of the dimensionless pressure p*, with p* € [14.1/3, 14.1],
i.e. in the pressure regime of the immiscibility gap of the bulk phase diagram of figure 3. The
tension is seen to be a nonmonotonic function of p*, with a maximum at p* =~ 12. This
implies that the interface of the binary mixture is relatively stiff compared to that of the pure
components. Note that the tension at p* = 14.1 and p* = 14.1/3 is that of the pure system,
with By LD, = 0.156.

BILD,

0.3 - J

02 5

Figure 5. Surface tension of the isotropic—nematic interface of the binary thick—thin hard-rod
mixture with diameter ratio 3, as a function of the dimensionless pressure p* € [14.1, 14.1/3],
i.e. the pressure regime of the immiscibility gap in the phase diagram of figure 3. The calculated
points (o) are based on uniaxial profiles, i.e. N = 1, on a grid with Ng = 30 and M = 5 (see text).
The numerical uncertainty is smaller than the symbols.

4. Summary and outlook

We calculated the structure and tension of the planar free interface between the co-existing
isotropic and nematic phase of hard rod fluids in the Onsager limit. We restricted attention to the
case where n L z, with i1 the bulk nematic director and Z te interface normal. We showed that
the surface tension y of the one-component system is given by y = (0.156£0.001)kT /(L D),
where L and D denote the length and diameter of the rods, respectively. This value is lower by
about 15% than a previous estimate by Chen [7], and we argued that the difference is due to the
finer spatial grids used in the present study. This conclusion is in contrast with that of [8], where
a finer grid is argued to yield a higher surface tension than that of [7]. The profiles we obtain
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for the total density and uniaxial order parameter are monotonic, whereas the biaxiality profile
has a richer structure (see figure 2). These findings are in good agreement with those of [7],
even though we treat the biaxiality perturbatively here in order to reduce the computational
cost. The monotonic density and uniaxial order parameter profiles are in disagreement with
the recent claims in [8].

The reduction of computational costs caused by the perturbative treatment of the interfacial
biaxiality allows for a systematic study of the IN interface in binary mixtures of hard rods. We
presented our first findings here for a binary mixture of thicker and thinner hard rods of the
same length, with the diameter ratio of the two species equal to 3. The bulk phase diagram,
shown in figure 3, is of the spindle type. Despite this simple bulk phase behaviour this system
does exhibit interesting interface structure, since we found nonmonotonic density profiles at
p* ~ 12 inthis case. At this pressure the IN surface tension was also found to be maximal, see
figure 5. We plan to extend these calculations to the IN interface of more asymmetric mixtures,
where we expect new interfacial phenomena (e.g. triple-point wetting) due to presence of triple
and critical points in the bulk phase diagram. We also plan to consider wetting and capillary
phenomena in these systems by introducing external potentials that describe the effect of walls
or substrates.
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