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The use of inhomogeneous Ornstein-Zernike equations to analyze phase
transitions and ordered phases in magnetic systems is explored both in
bulk three dimensional disordered Heisenberg systems and in a simple
model for a two dimensional ferrofluid monolayer. In addition to closures like
the Mean Spherical Approximation, Hypernetted Chain and Zerah-Hansen
approximation, the inhomogeneous Ornstein-Zernike equation must be
complemented by a one-body closure, for which the Born-Green equa-
tion has been used in this paper. The results obtained prove that the
proposed approach can furnish accurate estimates for the paramagnetic-
ferromagnetic transition in the three dimensional Heisenberg spin fluid, re-
producing reliably the structure of the isotropic and ordered phases. In two
dimensions, the results are fairly accurate as well, both for the dipolar film
alone and in the presence of external perpendicular fields. At high densi-
ties/dipole moments the equation seems to predict a transition to a phase
in which the dipoles lie mostly in the plane and are aligned into vortex-like
structures. Evidence of this new phase is found in the simulation at some-
what higher couplings.
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Orientational phase transitions in topologically disordered magnetic materials
have attracted a considerable interest over the years. Depending on the dominant
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type of interaction, however, the experimental information is unevenly available.
Thus, in the case of leading magnetic dipole-dipole interactions, ferrofluids have
long been studied in detail [1]. On the contrary, the quest for liquid ferromagnetic
phases led by exchange interactions remained open until the advent of magnetic
levitation techniques [2]. Although evidence had already been found that Co/Au
melts exhibited a disordered paramagnetic phase [3], the systems involved lied more
properly in the glassy domain. Only recently [2], Albrecht and coworkers managed
to undercool a CoggPdyy melt under its Curie line at zero field levitated in an elec-
tromagnetic container in order to avoid nucleation. This type of experiences have
renewed the interest to the Heisenberg spin fluid, which is the simplest model that
can give a reasonable account of these phase transitions.

But not only bulk systems have attracted the interest of experimentalists, a great
deal of work has been devoted to magnetically active films. This field has been partic-
ularly active given the progress in epitaxial growth techniques. In this way, a variety
of systems have been manufactured by deposition of thin films (a few atomic lay-
ers) of paramagnetic particles (metal oxides) on solid (usually metallic) surfaces [4].
The leading interactions here are the Heisenberg spin-spin exchange and spin-orbit
coupling with the substrate, which gives rise to a field-like term known as surface
anisotropy. Nonetheless, these materials, though disordered, should more properly
be considered as two-dimensional glasses. On the other hand, two-dimensional mag-
netic fluid systems have also recently been studied by Zahn, Mendez-Alcaraz and
Maret [5,6] who prepared a two-dimensional colloid by means of an arrangement of
superparamagnetic colloidal particles (doped with Fe,O3) confined to a water/air
interface. The behaviour of this system is controlled by the magnetic dipole-dipole
interaction and can thus be considered an 2D ferrofluid.

In this context, it is not surprising that theoretical investigations have also flour-
ished in the last years. Particularly, renewed effort has been devoted to devise so-
lution methods for the inhomogeneous Ornstein-Zernike equation [7], being evident
that the classical isotropic homogeneous integral equation approaches could never
throw light into the problem of the structured phases despite its ability to delimit
the boundaries of stability in various relevant systems, such as the dipolar hard
sphere fluid [8,9] and the ferromagnetic [10] and antiferromagnetic Heisenberg spin
fluid [11]. Computer simulation [12-15] and density functional theory [12,16] were for
some time the only available alternative to study the thermodynamics and structure
of the orientationally ordered phases, until Sokolovska [17] presented the solution of
the Mean Spherical Approximation (MSA) for the continuum ferromagnetic phase
of the Heisenberg spin fluid, using Lovett’s equation [18] to relate the one and two
body correlation functions. Independently, Lado and Lomba [19] solved a reference
Zerah-Hansen approximation for the same system, but using the Born-Green equa-
tion to connect one and two-body density correlations. In fact, Zhong and Petscheck
[20], had already solved the Percus-Yevick(PY) approximation for a nematic fluid,
but the assumption of rotational invariance on the Ward identity in the zero field
limit, introduced a completely uncontrolled approximation in their formalism [21].
A more thorough study of the structured phases of the Heisenberg fluid was later
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presented by Lado, Lomba and Weis [22] and Perera [23]. The main difference be-
tween these works lies in the fact that Lado and coworkers made use of an expansion
of the correlation function in terms of special orthogonal polynomials constructed
using the one body density correlation as weight function. This approach, inspired
on Lado’s treatment of internal degrees of freedom [24], renders a set of equations for
the anisotropic fluid which is formally identical to that of isotropic systems. Aside
from this computational aspect, Lado and coworkers [19,22] use the BG equation as
one-body closure, while Perera [23] uses Lovett’s equation. Whereas both relations
are exact, the final results are not necessarily equivalent since the approximations
introduced via the two body closure will certainly propagate differently through
each one particle equation. More recently, Holovko and Sokolovska [21] have also
presented the solution of the MSA for the nematic phase of a simple separable po-
tential model using Lovett’s equation as one particle closure. On the other hand,
dipolar fluids have proven more cumbersome to tackle, given the theoretical diffi-
culties associated with the long range of the dipolar interaction, and the additional
complication derived from dependence of the potential on the orientation of the in-
terparticle vector, but also quite recently Klapp and Patey [25] have presented the
solutions of the Reference Hypernetted Chain (RHNC) equation and the MSA for
the dipolar hard sphere ferroelectric phases, using both Lovett’s and the BG one
particle closures. Along the same lines, Lomba, Lado and Weis [26] have also consid-
ered a two-dimensional ferrofluid formed by dipolar hard spheres lying on a surface.
Here, anisotropy results from the constraint imposed on the dipolar spheres, which
although able to freely rotate in space, must have their centers situated in the plane,
and from the presence of external fields. Spontaneous symmetry ruptures, though
sought, do not seem to occur in this system under the conditions studied, even if
there seems to be evidence of the formation of vortex structures for high couplings.

It is our intention in this contribution to summarize the essential features of
the application of the inhomogeneous OZ approach to bulk Heisenberg magnetic
fluids, both with ferromagnetic [19,22] and antiferromagnetic [11,27] interactions.
The approach followed will be the one proposed by Lado and coworkers [19,22], al-
though we will attempt to make connections with other formalisms where needed.
The straightforward extension to deal with systems with three dimensional inter-
actions constrained in surfaces will also be sketched and its application to dipolar
ferrofluids illustrated. The next section will be devoted to a short presentation of
the method. Then section III will focus on the specifics of ferro and antiferromag-
netic spin fluids and finally in section IV we will briefly discuss the peculiarities of
ferrofluid monolayers.

2. The formalism

In order to make the derivations more explicit, we specialize here on the Heisen-
berg spin fluid. In the next section the specific features of the dipolar case in two
dimensions will be addressed.

The potential energy of a system composed of N hard spheres with embedded
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Heisenberg spins can be expressed

Uy =) [uo(rij) + uss(rij, wi, w;)] - (1)
i<j
Here ug(r) is the hard sphere potential for spheres of diameter o and ws4(7, w1, wo)
for r > o is the Heisenberg spin-spin interaction,

Uss (1, w1, we) = —J (1) 81 82, (2)
e—r(r/o—1)

rjo (3)
where § = 1/kgT, with kg Boltzmann’s constant and 7" the Kelvin temperature. The
orientations w = (6, ¢) of the unit spins § are referred to a uniform field B, which
defines the z direction. In the case of spontaneously broken symmetry in the zero field
case, following Bogolubov [28], one resorts to the infinitesimal field which stabilizes
the system [21]. In equation (3), the dimensionless coupling strength K may be read
as the inverse reduced temperature, K = 1/7*, while k is a dimensionless range
parameter. A positive K will favour parallel alignments (ferromagnetic ordering)
and a negative value will favour antiparallel alignment (antiferromagnetic ordering).

The key quantities needed for a complete magnetic and thermodynamic descrip-
tion of this system are the one-body and two-body density functions,

pI(r) =K

PV (r,w) = ﬁf(w)’ (4)
PO ) = s )l =), (5)

where p = N/V is the density, f(w) the one-body orientational distribution in the
interacting fluid, and g(r, w,w’) the pair distribution function of the inhomogeneous
spin system in an external magnetic field.

The basic equations that determine the distribution functions f(w) and g(r, w,w’)
are well known. The one-body density can be differentiated with respect to x = cos 6
to give

dBuss(r, w, w')
dx ’

I 0 @) (6)

the first member of a Kirkwood-Born-Green-Yvon hierarchy. Here fy(w) is the nor-
malized one-body orientational distribution of a noninteracting spin system,

d 1 lﬂM)] = —ﬁ/drdw'f(w’)g(r,w,w’)

eﬁﬂBO cos 6
s (37:Bo) [ BBy’

where g is the spin dipole moment. Calculation of f(w) from equation (6) requires
knowing ¢g. Alternatively, one can use Lovett’s equation [18] which connects the
one-body orientational distribution and the direct correlation function ¢(r,w,w’) via

Vof(w) = /c(r,w,w')Vw/f(w')drdw'. (8)

folw) =

(7)
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Both relations are exact, but obviously will lead to different results as long as the
pair correlations functions are only approximated. In this regard, in classical liquid
state theory, the pair distribution and direct correlation functions are obtained from
the Ornstein-Zernike (OZ) equation and a closure relation respectively,

’V(leawlawz) = ﬁ /dr:sdw:s f(w3)[’7(7“137w1,w3) + C(T137w17w3)]0(7“32,w3,w2)7 (9)

c(r,wi,wy) = exp[—PLug(r) — Buss(r, wi,ws) + Y(r, wi, wa) + b(r, wy, ws)]
— 1 —y(r, wy,ws). (10)

The first of these connects the indirect correlation function v = g — 1 — ¢ with the
direct correlation function c¢. The second, or closure, relation expresses ¢ back in
terms of v and the model’s pair interactions. This relation must be supplemented
with an approximation for b, the so-called bridge function. This can be approximated
in various ways giving rise to a variety of closures, like the reference-hypernetted
chain (RHNC) closure [29] or the reference version of the Zerah-Hansen (RZH)
closure [30]; for r > o, these are

CRHNC<T, wi,wa) = exp[—Luss(r,wr,ws) + (1, wi, ws) + bus(r; ons)]
—1—7(r,wy,ws), (11)
P (r Wy W) = {exp (m(r) [—5%3(7“, w1, we) 4+ Y(r, wy, ws) + bus(r; O)D
— 1}/m(7’) — (7, wy, wa). (12)

In equation(11) bus(r; ous) represents the bridge function of a fluid of hard spheres
of diameter oyg. For the potential models considered in this contribution we have
simply used ops = 0. The RZH closure features a mixing function m(r) = 1 —
exp(—ar) with a parameter « that is fixed by requiring consistency between the
virial and compressibility bulk moduli [30]. In the limiting case of a — 0, the RZH
closure simply reproduces the MSA closure.

The usual approach for orientation-dependent functions such as v(r,wq, ws) is to
expand in spherical harmonics as both Sokolovska [17] and Perera [23] did, leading
to the appearance of matrix terms of the form

B = [ pf) Vi) Yig(w)d(w) (13)

(or A*# in the notation of Klapp and Patey [25] and Y** in Sokolovska’s work [17])
once the OZ equation is decoupled into its components. These terms appear both
in the equation itself and in the expressions to evaluate thermodynamic properties.
Here we will instead expand in modified spherical harmonics,

’Y(T,wl,WQ) = 4rm Z WllQM(r)th(wl)lem(WQ)’

l17l27m

Vim(w) = J%(—l)meimd’ﬂm(cos@). (14)
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The modified Legendre functions Py, (cosf) are explicitly constructed using the
Gram-Schmidt method with the orthonormality condition

%/_11 dz f(2) P () Py (z) = O, (15)

where f(cos ) is the one-body distribution of the fluid. Obviously this construction
eliminates the R** matrices from all subsequent expressions and as will be seen
yields equations for the coefficients completely analogous to those of the isotropic
integral equations.

Now, the OZ equation (9) deconvoluted by Fourier transformation and with the
pair functions expanded as in (14) becomes

’?l1l2M(k) = (_l)mp Zﬁ/hl?,M(k) + 6lﬂ?ﬂn(k‘)]61312771(k:)'
l3

The significant feature here is that this OZ equation for an inhomogeneous fluid in
an external field is now identical to that of an ordinary homogeneous fluid and so,
along with a closure equation, can be solved for g(r,w;,ws) with the same familiar
algorithms already used for homogeneous systems [31].

This solution for g(r,wy,ws) is obtained using the polynomials P,,,(x) generated
with the current f(z). We now return to equation (6) and update the one-body
distribution. In expanded form, this BG equation is

d. [f@] dPpym ()
a " lfou«)] =2 S Pl ()= 7 10)

Gt = = [ A0S gt ()t (1) (17)
I3

l17l27m

where the w1, (r) are the (known) coefficients of the spin-spin interaction
Ugs(T, w1, we), so that finally

In f(x) =In fo(x) + iaﬂ?lo(:p). (18)

=0

Here a; for [ > 0 is determined by numerical (Gaussian) integration of equation (16)
and ag by normalization.

The iterations for f(w) and g(r, wy,ws) are continued until both functions are self-
consistently determined. We can now compute the complete magnetic and thermo-
dynamic properties of a Heisenberg spin fluid in a uniform magnetic field By = Bok
or in the ferromagnetic phase. In particular, we find for the longitudinal and trans-

verse magnetic susceptibilities the following:

Xz2/pBp® = ol [1 + Pilno(o)] + (z)0, [Pﬁloo(o) + Pﬁom(o)]
+ (@) [1+ phooo (0)] (19)

xwlobr? = 5 (1= () [1 = phan(0)]. (20)
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where 02 = (22) — (z)? for = cosf. In connection with the susceptibilities there
is an important aspect that deserves to be born in mind. It is well known that the
spontaneous symmetry breaking associated with the ferromagnetic transition gives
rise to transverse fluctuations, known as Goldstone modes, which reflect in a di-
vergence of the transverse magnetic susceptibility. It has been proved that Lovett’s
equation automatically reproduces the presence of Goldstone modes in orientation-
ally ordered phases [17,23,21], but this is not evident when the BG equation is used.
In fact, we have found that the MSA transverse magnetic susceptibility remains
finite in the ferromagnetic phases at zero field, whereas the RHNC equation breaks
down at small but finite fields, signalling the presence of a divergence. Therefore,
we have taken advantage of these features to obtain zero field results from the RZH
approximation. Being a hybrid between MSA and RHNC one can always obtain a so-
lution for @ = 0 and then increase its value until the divergence is reached. We have
found that the values in the immediate vicinity of the divergence agree extremely
well with zero-field computer simulation estimates. A more elegant approach would
certainly imply an analytic treatment of the divergence following Perera [23]. On the
other hand, one might perform the calculations at small field as Klapp and Patey
[25] suggested. Sokolovska [17] uses Baxter’s method to analytically solve the MSA
and consequently her treatment is not affected by the divergence.

3. Bulk Heisenberg fluids: ferromagnetic and antiferromagn et-
ic ordering

Here we present a set of calculations is for k = 1, po® = 0.7, K = 1/T* = 0 to
0.5, and two values of the external field, fuBg = 1 and 0, using the RZH closure.
We find for these cases that the one-body orientational distribution function f(x)
continues to be well described by the functional form of fo(x), but with an effective

field B,
efnBx
)= SnGuB) BB
In the limit By — 0, the effective field B is zero for K < K. and finite for K > K,
where K. = 1/T7 is then the computed Curie point.

For K > K., there is a singularity when By — 0 due to the presence of the
Goldstone modes. In fact, the By = 0 line corresponds in the By—M plane (where
M is the magnetization per particle) to the spinodal line that indicates the equilib-
rium between phases with positive and negative magnetization. Consequently, the
transverse susceptibility x,, (but not the longitudinal component x.,) will diverge
as By — 0, reflecting the negligible cost of rotating an ordered sample in the absence
of an external field.

Using Monte Carlo simulation, Nijmeijer and Weis [13] found that the paramag-
netic-ferromagnetic transition for po3 = 0.7 with the truncated potential occurs
at K. = 0.264 £+ 0.001. Our calculation in the paramagnetic phase and zero field
limit yields a divergence in .. at K.' = 0.2645, in excellent agreement with the
simulation value.

(21)
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Figure 1. Magnetization per particle M and second order parameter S as func-
tions of inverse temperature K = 1/T* obtained from MC simulation (squares
for BBy = 1, and white circles [2048 particle sample] and black diamonds [1372
particle sample] for SuBy = 0) and the RZH integral equation (solid lines). The
dashed lines correspond to a power law fit to the RZH data just above K. The
dash-dot curves represent density functional theory estimates.
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Figure 2. The pg)o (r) angular correlation function from simulation (open circles)
and the RZH integral equation (solid lines) for K = 0.5 with and without an
external magnetic field. The long-range limiting value 3M 2 has been subtracted
from both theory and simulation results to ease the comparison between the two
temperatures. The discontinuity at r = 2.5¢0 is due to the potential truncation.

In figure 1 we show the values of the magnetization per particle M = M, =
(cos®) and the second order parameter S = (Py(cosf)) obtained from the theory
and from a standard NVT Monte Carlo simulation using 864 (for By = 1), 1372 and
2048 particles (for By = 0), and averages over 4 x 10* configurations. Size effects
are noticeable for By = 0 close to the critical point. In the vicinity of the critical
temperature, one encounters convergence difficulties in solving the integral equation
as spin-spin correlations become long ranged. Both x ., and x,, in equations (19) and
(20) diverge, with y ., exhibiting the characteristic A\-type divergence of second-order
transitions.

In order to get an estimate of the critical inverse temperature from the ordered-
phase results, we fit the RZH magnetization in the vicinity of the critical temperature
(K < 0.3) to a power law,

M = a(K — K", (22)

which leads to a = 1.694, 8 = 0.397, and K} = 0.254. The fitted value of /3 is close to
the value § = 0.387 reported by Nijmeijer and Weis [13] and to the critical exponent
of the 3D lattice Heisenberg model, 5 = 0.362 4+ 0.004 [32] and § = 0.3639 + 0.0035
[33]. However, the available data from the integral equation magnetization are too
far away from K. to draw here any conclusion with confidence and this agreement
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might simply be fortuitous. Nevertheless, a similar fit carried out on the second-
order parameter S produces the same estimate of K' and so we might conclude that
this is the theoretical estimate of the critical inverse temperature derived from the
ordered-phase data. The agreement between the critical point estimates K.! = 0.2645
obtained in the isotropic phase and K@ = 0.254 obtained in the ordered phase can
be regarded as good.

In figure 2 we plot one of the averaged angular correlations most representative of
the orientational ordering and which in the isotropic case reduces to the standard h'*°
coefficient of the expansion of the pair distribution function in rotational invariants.
In the anisotropic case, the corresponding average can be related to the coefficients
of the expansion in special orthogonal polynomials by means of

() = 3(pP(12)/079'°(12))
= 3[(2)” gooo (1) + 2 (2) 0.9"°(r) + 2g110 — (1 = (2?))gina (r)] . (23)

We have found that both the structural and thermodynamics properties are
correctly predicted by the RZH equation in zero field. For finite fields the RHNC
equation is slightly better and has the advantage that properties like the free energy
can be directly evaluated from the correlation functions [22]. We are thus in a po-
sition to produce estimates for the phase diagram using the RZH equation at zero
field via thermodynamic integration, and applying a double tangent construction to
the RHNC free energies at finite fields. We also consider here a fully aligned spin
system, i.e., a spin fluid under the action of an infinitely strong external field. The
phase equilibria results are presented in figure 3, along with GEMC data. Comparing
the infinite field (i.e. pure Yukawa) and the zero field results in this figure, one notes
that the equilibrium densities are only slightly affected by the external field. We
have therefore chosen a relatively large field, SuBg = 16, to perform an additional
set of calculations at nonzero but finite field. The results obtained from the RHNC
approximation, seen in figure 3, although relatively good, are somewhat worse than
those obtained for the pure Yukawa; this is a direct consequence of the neglect of the
optimization condition for finite field. The situation is slightly worse using the RZH
equation in the zero field case. Here the use of thermodynamic integration based
on the energy route, which yields extremely good thermodynamics, is too time con-
suming, since it has to be performed for every density needed to map the isotherms
required for the double tangent construction. Consequently, we have used the virial
route starting from low density results, which is somewhat poorer, since RZH viri-
al pressures are not as accurate as the corresponding internal energies. Therefore,
we have only calculated two equilibrium points (each implies one hundred integral
equation solutions) which are shown in the lower part of figure 3.

Finally, both theory and simulation show that the effect of an external field
on the spin system (and presumably also on dipolar fluids [34]) is a considerable
increase in the critical temperature, while equilibrium densities are not significantly
affected; i.e., external fields tend to stabilize the liquid phase.

Now, if the sign of the coupling constant K in equation(3) is changed the sys-
tem will now exhibit antiferromagnetic behaviour. Already in [11] it was found that
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Figure 3. Phase diagram of the Heisenberg spin fluid in the presence of an ex-
ternal field (upper figure) and at zero field (lower figure). Simulation data are
shown as black circles and RHNC results as solid lines. In the lower figure, the
dash-dot line indicates density functional theory results taken from [12] while
white diamonds represent two equilibrium points obtained from thermodynamic
integration of the RZH results.
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Table 1. Computed order parameter and thermodynamic properties of the anti-
ferromagnetic Heisenberg spin fluid for po® = 0.8 and x = 6.

K (Py(cosbq2) a BP/p pU/N
RZH MC RZH RZH RZH MC
4.0 0 - 0 3.612 2.834 -
-5.0 0 - 0 2.034 4.144 -
) 0 - 0 0.625  —4.650 -
0.7 0 - 0 0.135  —-4.910 -
-5.8 0502 - 350 -0.303 -5.894 -
-5.9 0553 - 396 -0.685 -6.181 -
-6.0 0.581 0.65 424 -0.835 6470 7.8
-7.0 0.745 - -6.66 -3.170 -8.942 -

-8.0 0811 0.81 -8.65 -5.589 -11.232 -12.7

the paramagnetic-antiferromagnetic transition occurs at much lower temperatures
(higher couplings) than the the ferromagnetic transition. This was particularly evi-
dent given the difficulties encountered by the simulation to attain antiferromagnet-
ic ordering, which apparently takes much longer to build. This is connected with
the fact that, whereas the propagation of ferromagnetic ordering is energetically
favourable (all layers of parallel particles tend to lower the energy of the system)
in the case of antiferromagnetic interactions successive layers of ordered spins have
opposing contributions, i.e., first neighbours are antiparallel (lowering the energy)
whereas second neighbours being parallel tend to increase the energy, and so on.
The conditions for the formation of antiferromagnetic phases are then too severe to
be easily handled by the simulation procedures and hinder the convergence of inte-
gral equations. However, we have found that decreasing the range of the interaction
translates into a considerable lowering of the critical K.. Thus, whereas isotropic
RHNC calculations indicate that, at po® = 0.8, the transition occurs for K, ~ 10
for a screening factor k = 1, changing this to x = 6 (which implies that practically
only nearest neighbours are involved in the interaction) reduces the critical coupling
to K. =~ 4.3. Nonetheless, these conditions also pose important problems to the sim-
ulation procedures, in particular since the low temperature combined with the short
range translates into a certain ‘sticky’ character that induces a considerable amount
of clustering. Thermodynamics and order parameters obtained for this model using
RZH and simulation for various states are collected in table I. These results are still
very preliminary but indicate that despite the difficulties the method can still be
applied to antiferromagnetic systems. It turns out that the one particle distribution
function in these systems follows a functional form

2
ax
[§]

flz) = 2eD(1)’ (24)

where D(t) is a Dawson’s integral and a > 0. In the relative large region around
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the antiferromagnetic transition the integral equation experiments considerable con-
vergence difficulties, and we have found that a simple density functional theory of
the type developed in [12] predicts this transition to be slightly first order. All this
clearly indicates that the antiferromagnetic system deserves further study.

4. Ferrofluid monolayers

The interaction energy for a configuration of N sphere centers r; with embedded
three-dimensional magnetic moments p; in a plane area A is

U= ZUO(TU’) + Zudd(rijawiawj) - ZIJ’]' - Bo, (25)
J

i<j i<j

where )
Udd(l"12,w1,w2) = —% [3(f12 : I:'q)(f"u : ﬂ2) - ﬂ1 : ﬂ2] (26)

12

is the dipole-dipole potential, and B, a uniform magnetic field perpendicular to the
plane. Even in the absence of the magnetic field, the planar arrangement of the point
dipoles produces anisotropy.

With the particles laying on a plane and placing the x-axis along the intermolec-
ular axis, (26) reduces to

2
3 . )
Uga(r12, 61,62, 0) = —% 5511191 sin 6, cos(¢1 + ¢2)

1
+ 3 sin 0y sin 0y cos(¢1 — ¢2) — cos 0105 , (27)

where 6; denotes the angle formed by dipole ¢ with the plane normal and ¢; is the
azimuthal angle. Clearly one can consider this as purely one dimensional problem
with particles carrying an additional internal degree of freedom quantified by #;. We
can then simply make use of the expressions introduced in the previous section with
minor changes to reflect the different symmetry of the problem and the reduction in
dimensionality. Thus, first we will have to expand the correlation functions in our
new set or orthogonal polynomials as,

y(r,wl,w2):47r Z VZLllng(r)yl1M1(w1)yl2m2(w2)' (28)

l1,l2,m1,m2

Similarly, Fourier transforms, which will be used to deconvolute the OZ equation,
are also conveniently expanded with the x axis along the planar vector k. A two-
dimensional Fourier transform of the correlation functions is then evaluated as fol-
lows. Choose the z axis along k. Then using (28) we have

A(12) = /drfy(12)e”"°°wr

= 47 Z /0 dr "2 (r)

l1,l2,m1,m2
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2 ) .
X dep,ethreosereilmi—ma)ery) (5 )V, (wWn)

= 4 Z fVlTllng yllm1<w1)ylzm2<w2> (29>

l1,l2,m1,m2

where

Fmama () = gim—m2 /0 Ar 7 (1) i ) (BT (30)

Here, J,,(x) is the Bessel function of order m generated by the integral over ¢,.
Similarly, an inverse transform is

Ty (1) = W/ dk k™ (k) Ty —may (k7). (31)

It follows from the circular symmetry of the system that |m; —ms| must be an even
integer.

We find by calculation that in this case the angular distribution function can be
cast into the form

fla) = %exp (Bu?Ka? + puBr) | (32)

In equation (32), K and B are effective values of the magnetic surface anisotropy
and external magnetic field, respectively, while the normalization constant C'is given

by
C = lﬁelﬁ/m [erf (2@ — b) + erf (2@ il b)] : (33)
4V a 2\/a 2\/a
where a = Bu?K and b = BuB. In contrast with the antiferromagnetic fluid, here
a < 0 reflecting the symmetry of the angular distribution at zero field.

A comparison between our Monte Carlo data for f(x) and the results from the
RHNC, integral equation is displayed in figure 4 for various external fields. Given
that the magnitude of common magnetic dipoles is appreciably smaller than that of
their electric counterparts, we have only considered a relatively moderate reduced
dipole, p* = (Bu?/c®)1/? = 1. The agreement seen in the figure between the inte-
gral equation and the simulation results is excellent. The most noticeable feature
observed is the breaking of the symmetry of the distribution with respect to the
plane (x = cosf = 0) due to the external field. We have found that obviously the
response of the dipoles to the field is weaker at higher densities. This effect of density
is readily understandable, since the dipole-dipole interaction favouring head-to-tail
alignments increases the tendency of the dipoles to remain in-plane. The same effect
can also be seen in the zero-field truncated Gaussian distribution of figure 4, which
becomes progressively more sharply peaked about x = 0 as the density increases,
approaching a fully coplanar distribution. A similar effect can be induced by an
increase of the dipole moment.

As to the pair structure of the system, in dipolar fluids, in addition to the center-
to-center pair distribution function g®°(r) = ¢g¥0(r), the most significant angular
correlations are represented by the ensemble shell averages — projections of the
normalized two particle density p®(12)/p?>- of the standard rotational invariants
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Figure 4. Angular distribution function f(cos#) in a ferrofluid monolayer of dipo-
lar hard spheres at po? = 0.8 and various external fields. Open circles denote MC
data and solid line RHNC results. The dotted line tracking the MC points is a
least squares fit (LSF) whose coefficients are shown in the figure.
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@"'% = 1, - fr, and "% = 3(fu, - ) (fty - T) — 1, - fiy, which in the isotropic case reduce

to the coefficients h''°(r) and h'*?(r). These quantities are connected respectively

to the relative orientation of a pair of dipoles at a given separation and to the

contribution of a given spherical shell to the dipolar excess energy. In terms of the
mimso

calculated coefficients g;7}""*(r) of this work, the relevant averaged quantities are
given by

P (n)/r = 3(P(12)/079"(12))
= 3[(@)? g0 (r) + 2 (2) 020 (r) + o291 — (1 — (#?)gli(r)] (34)
and

P (r)/p* = §<p<2><12)/p2¢“2<12>>
= =2 [ 6 + 200)0.0800) + S280) + 51— g
- 20— el o). (35)

wiw2

2

The correlation functions obtained from the RHNC integral equation are com-
pared with MC simulation data in figures 5-6 for various densities and external fields.
It can be appreciated that the optimized RHNC integral equation provides an excel-
lent description of the microscopic structure of the dipolar fluid, with and without
external field, except in the case of po? = 0.8. Here the integral equation renders a
much more pronounced orientational structure while the spatial ordering is exactly
reproduced. This discrepancy will be further discussed below when analyzing the
thermodynamic properties. The behaviour at large separations is well reproduced,
including the crossover of () () and py'?(r). We have also found that the contact
values of the correlation functions decrease slightly as the field is augmented; this
is due to the fact that the out-of-plane alignment induced by the field introduces
repulsive dipole-dipole interactions. This effect is obviously less significant at low
densities.

It is worth noting that we have encountered convergence problems in the RHNC
solutions for reduced densities above 0.8. As can be seen in figure 7, this corre-
sponds to a region where the transverse (i.e., in-plane) susceptibility starts to rise
appreciably and where the orientational order (see figure 6) predicted by the integral
equation is more pronounced than what is actually found in the simulation. This
orientational structure disagreement is in consonance with the discrepancies in the
behaviour of the transverse susceptibility depicted in figure 7. Thus, whereas the
increase in the theoretical susceptibility and the difficulties in convergence seem to
indicate that the system might be close to some sort of in-plane order-disorder tran-
sition, the simulation predicts no anomalous behaviour for these high density states.
Nonetheless, at somewhat higher dipole moment the simulation results start to show
a clear head-to-tail in-plane alignment of the dipoles with the formation of vortex
structures, as can be appreciated in figure 8. It thus might happen that the integral
equation underestimates the value of the transition dipole moment. Alternatively,
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p0°=0.7, BuB=4, Bii/o’=1

pklm(r)

rlo

Figure 5. Radial projection ¢g°°(r) and angular projections pgg”(r) = p%Ql)O(r)

& p%Ql)Q (r)/p? of the normalized pair density function p(2)(12)/p* in a ferrofluid
monolayer of dipolar hard spheres at po? = 0.7 and SuBy = 4. Here and in

figure 6 the angular projection curve with the largest contact value corresponds
to ,0(121)2(7“) for fuBy = 0 and ,0(121)0(7“) for fuBy = 4. Open circles denote MC data
and solid lines represent RHNC results.
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Figure 6. Same as figure 5 for po? = 0.8 and BuBy = 0.
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2

X /PBU

2

X+/PBU

po’

Figure 7. Longitudinal and transverse magnetic susceptibilities of a ferrofluid
monolayer in the RHNC approximation (lines) and from MC simulation (sym-
bols). Solid lines (circles) correspond to SuBg = 0, dotted lines (squares) to
BuBy = 1, and dash-dotted lines (diamonds) to SuBg = 4. The error on the MC
results for the susceptibilities is about 5%.
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Figure 8. Planar projection of simulation snapshots of a ferrofluid monolayer
for two different dipole moments without external field. The arrows indicate the
projection of the three dimensional magnetic dipole.

it could be the case that the ordering process for a low dipole moment in a finite
system is an extremely slow one that is only captured by the simulation at lower
temperatures, although calculations for various systems sizes and lengths of the run
do not seem to support this possibility. The situation thus remains inconclusive,
though we are of the opinion that the lack of convergence in the integral equation
procedure is indicating the onset of some in-plane ordering.

In summary, in this contribution, it has been shown that the inhomogeneous
Ornstein-Zernike relation, coupled with a one body relation, either BG or Lovett’s
equation, is a powerful tool to study orientational transitions and orientationally
ordered phases in a wide range of systems and physical conditions. Still, a more
thorough comparison between different one body closures remains to be done and
our information on the antiferromagnetic system is far from complete.
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Mipxip iHTerpanbHNX PiBHSIHb A0 OPIiEHTALIMHNX
da3oBux nepexoais y ABO- i TPUBUMIPHUX
HeBnopsAKOBaHUX CUCTeMax

E.Jlomba ', ®.Jlapno?, Ox.Ox.Beic?®

IHCTUTYT ®I3NYHOI XiMil

CeppaHo 119, E-28006 Mapgpia, Icnanis
Lep>xaBHuin yHiBepcUTET NiBHIYHOT KaponiHu,
27695-8202, CLLA

NabopaTtopisa TeopeTn4HOI Pi3unKu,

Mapwnabkuin yHiBepcutet, 91405 Opcein, PpaHuis

OtpumatHo 1 cepnHa 2000 p.

BukopucTaHHa HeofHOPiIOHWX piBHAHb OpHwTeliHa-LlepHike ona BuB-
YeHHs pal30BUX NEPEXOAIB | BNOPAAKOBaHMX ¢pa3d B MarHiTHMX CUCTEMAX
DOCHIOKYETLCS K Y HEBMOPSAKOBAHWX raii3eHbepriBCbkMx CUCTEMAx Tak
i B NpOCTii Mmogeni ona ABOBUMIPHOro ¢opepodoigHoro MoHolwapy. He-
ofHopigHe piBHAHHA OpHLwWTENHa-LlepHike, KpiM Taknux 3amMumKaHb K ce-
penHbochepuyHe, rinepnaHuioroee i HabnmxeHHs 3epa-faHceHa, My-
CUTb OYTN JOMOBHEHE OAHO-YAaCTMHKOBUM 3aMUKAHHSAM, AN KOro Oy-
J10 BUKOPUCTAHO B i1 cTaTTi piBHAHHA BopHa-IpiHa. OTpumaHi pesynb-
Tatn OOBOAATL, WO 3aMpornoHOBaHUM Niaxig, MoXxe AaBaTth TOYHI OLiH-
KN ona nepexony napamarHeTuk-depomMarHeTuk B TPUBUMIPHOMY rain-
3eHbepriBCbKoOMy CniHOBOMY (nitoifj, HaAiMHO BiATBOPIOOYM CTPYKTYPY
i30TPONHOI | BNnopsaakoBaHoi ¢as. Y ABOX BUMIpax, pe3ynstaTtu €, 6es-
YMOBHO, TOYHUMW SIK AN AMNOJbHOI NNiBKW ©6€3 Nons, Tak i B NPMUCYTHOC-
Ti 30BHILLHIX NepneHanKynsapHO HanpassieHnX Nonis. NMpu BUCOKMX ryCcTu-
Hax/AMnoJibHNX MOMEHTax PiBHSAAHHSA NepenbayaoTb nepexia 0o dasu, B
AKi Unoni 1exaTb B OCHOBHOMY B MJIOLLMHI | yTBOPIOKOTb BUXOPOMNOAiGHI
CTPYKTYpU. HaaBHICTb Lj€ei HOBOI pasu € 3HanaeHa Npu AELLO0 CUMBHILLUX
napamMmeTpax npu MoaentoBaHHI.

KniouoBi cnoBa: iHTerpasibHi piBHSIHHS, oepomMarHiTHi nepexoau,
aHTngepomMarHeTnam, AnnosibHI rMaiBKu

PACS: 61.20.Gy, 68.15.+e, 75.10.-b, 75.30.-m
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