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Layer-by-Layer Surface Ordering near a Continuous Transition
in Free-Standing Liquid-Crystal Films

T. Stoebe, ' R. Geer, ' ' C. C. Huang, ' and J. W. Goodby
' School of Physics and Astronomy, University of Minnesota, Minneapolis, Minnesota 55455

iSchool of Chemistry, The UniversityH, ull HU6 7RX, England
(Received 11 June 1992)

High-resolution heat-capacity experiments on free-standing films of the liquid-crystal compound
3(10)OBC near the smectic-A-hexatic-8 phase transition have been conducted. The hexatic-B phase
has been found to propagate into the smectic-A phase through a series of layer transitions, each appear-
ing to be continuous. Furthermore, the evolution of the layer-by-layer transitions is shown to be incon-
sistent with recent theory regarding the fluctuation-induced forces of the highly anisotropic smectic
phases.

PACS numbers: 64.70.Md, 61.30.—v, 64.60.Kw

Surface melting has been of increased interest to both
experimentalists and theorists over the past ten years
[1-3]. More recently, surface ordering in liquid-crystal
films has also generated numerous research projects and
interesting papers [4-7]. The two phenomena are closely
related and are predicted to exhibit the same universal
behavior depending on the range of the relevant interac-
tion and the relative roughness of the interfaces of the
system in question. In both surface freezing and surface
melting, the penetration length I. of the surface phase is
predicted to diverge logarithmically, L(t) —log(1/t) as a
function of reduced temperature (t =~T —T, ~/T, )near.
the bulk transition temperature (T„) for systems dom-
inated by short-ranged (decaying exponentially) forces.
In systems dominated by long-ranged forces (decaying
algebraically), the surface region should diverge as a

power of the reduced temperature, L(t)-t ', where

p = I/v is related to the order of algebraic decay of the
long-range force. Rough interfaces cause the surface re-

gion to grow continuously, whereas smooth interfaces
favor layer-by-layer growth [8]. The reports, to date, on
each of the four possible combinations of smoothness and
range of interaction have been on systems undergoing
first-order transitions exclusively. In this Letter we

present the first data that exhibit layer-by-layer, power-
law growth of the surface region near a continuous transi-
tion and discuss the results in light of recent theoretical
predictions regarding the form of the interaction between
the smectic layers in our system,

The experiments were performed on free-standing films

of the liquid-crystal compound 3(10)OBC (a member of
the n-alkyl-4'-n-alkoxybipheny1-4-carboxylate, nmOBC,
homologous series). The films were prepared in the oven
of our recently constructed ac calorimeter (described in

Ref. [9]) and the heat capacity was measured as a func-
tion of temperature for films 60, 30, and 6 molecular lay-
ers in thickness (scanning rates —15 mK/min). The data
are shown in Figs. 1(a)- 1 (c) [10]. The thicknesses of the
two thicker films were determined by examining the
chromaticity of reflected white light and have estimated
errors of +'3 and ~ 2 layers, respectively [11]. Since,
for films thinner than 12 layers, the reflectivity (measured
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FIG. 1. (a)-(c) Heat capacity as a function of temperature
for 60-, 30-, and 6-layer free-standing films of the liquid-crystal
compound 3(10)OBC near the SmA-HexB phase transition.
The temperature axis is expanded in the insets to make the lay-

er transitions more apparent near the large interior anomaly.

using a 0.63-turn HeNe laser as the light source) scales as

N, where N is the number of smectic layers, the thick-
ness of the 6-layer film could be determined exactly [12].

Heat-capacity studies on bulk samples of 3(10)OBC
have been completed previously; the data exhibit large,
relatively symmetric anomalies near 66'C corresponding
to the smectic-A-hexatic-8 (SmA-HexB) phase transi-
tion [13]. The SmA phase is the higher-temperature,
disordered, phase and can be thought of as a stack of
two-dimensional liquid layers. The HexB phase is often
characterized as a stack of layers in which there is order
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among local lattice orientations (bond orientational or-
der) but no long-range positional order. Because there
was no detectable thermal hysteresis (down to the 3-mK
resolution of the bulk calorimeter) and the data were in-

dependent of the direction of the temperature scan, the
bulk Smh-Hex8 transition in 3(10)OBC was determined
to be continuous.

The heat-capacity signature of 3(10)OBC in the free-
standing film geometry is considerably richer than the
aforementioned bulk samples since the films undergo a
series of transitions due to the ordering effects of the
film-vapor interfaces (see Fig. 1). By examining e-beam
diffraction data on thin films [14] and the evolution of the
heat-capacity data as a function of film thickness, it is

clear that the anomaly near 74'C corresponds to the
Smh-HexB transition in only the two outermost surface
layers of the film [15]. The anomaly near 67'C is due to
the SmA-Hex8 transition of the two layers adjacent to
the two outermost layers. The next two layers become
HexB near 66.3 C and the transition temperatures of the
subsequent layers converge near the bulk SmA-HexB
transition temperature yielding a large anomaly [16].
3(10)OBC appears to be unique among the other
nmOBC compounds that exhibit the SmA-Hex8 transi-
tion, in that four (as opposed to three) individual layer
transitions can be resolved above the bulk transition tem-
perature. This is presumably due to the fact that
3(10)OBC has the longest total alkyl chain length, and
therefore the weakest interlayer coupling. As in the bulk
samples, the data on the 3(10)OBC films are independent
of the direction of the temperature scan and none of the
peaks exhibited any thermal hysteresis (down to the 7-
mK resolution of the film calorimeter). In fact, films only
two layers thick have been studied extensively; the heat-
capacity anomaly, similar to the surface transitions of the
thicker films, was successfully fitted by a simple power-
law form, C~-t ' [l7]. The transitions appear, there-
fore, to be continuous and the surface region grows in a
layer-by-layer fashion consistent with the smooth nature
of the smectic interfaces.

This is an intriguing result since such behavior would

be predicted to be impossible for an ordinary system un-

dergoing a continuous phase transition. Unlike the case
of a first-order transition, where the IIuctuations may be
abruptly terminated when the system changes phase, the
correlation length for the fluctuations of a critical transi-
tion should diverge. A conventional continuous transition
that establishes hexatic order over a macroscopic area in

the L- Y plane should therefore also establish hexatic or-
der over a macroscopic distance along the Z axis. Since
even the 60-layer film is less than 180 nm thick (far less
than the characteristic lateral dimension for the hexatic
order =1 mm [18]), any continuous transition should
penetrate the entire film at the transition temperature
and no individual layer ordering would be possible. The
fact that it does occur in our system can be understood to
be a consequence of the extreme anisotropy inherent in

the smectic phases and the ordering eAects of the film-

vapor interfaces. The intermolecular interactions are
much stronger within the planes of the layers than along
the layer norrnals (the Z axis). In fact, the layers must

be so weakly coupled that the layer boundaries act as
barriers to the fluctuations in the Z direction, confining
each surface transition to a single smectic layer. It is

only when the boundary conditions of the interior layers
become similar (i.e., near the bulk transition tempera-
ture) that they undergo the phase transition at the same
temperature, resulting in the large interior anomaly. An

interesting result of such strong anisotropy is that the

separate layer transitions can all be regarded as eA'ec-

tively two dimensional.
As mentioned in the introduction, the temperature

dependence of the penetration depth of the surface re-

gion, L, is dependent on the form of the dominant inter-

molecular interaction. The calculation is straightforward
[19]. Since the surface Hex8 phase appears at a temper-
ature higher than the bulk SmA-Hex8 transition temper-
ature, the system free energy must be reduced by replac-
ing the SmA-vapor interfacial coefficient (yzv) with the
sum of the SmA-HexB and HexB-vapor interfacial co-
efficients (ygit+yitv). If the surface region is not ma-

croscopically large, the mean-field free energy reduction

per unit area (denoted here as bFi) will be a function of
L due to the truncation of the interactions across the in-

terfaces. For power-law forces between interfaces vary-

ing as (I/distance) t', it is given by

bFi =by(1 —aL ' ~),

where Ay= y~y
—

y~q
—

yqy and a is a constant of order
unity. This eA'ect competes with the increase, proportion-
al to L, in the system free energy per unit area due to the
lower entropy of the surface Hex8 phase (denoted here as
8F2). At the bulk transition temperature (T, ), SF' =0
and, for T & T„BF2 can be expanded in terms of
t =(T T, )/T, . To —lowest order, BF2 can be expressed
as 8F2=pLt and, therefore,

SF„i=SFi+BF2 =Ay(1 —aL ' ~)+pLt,
where p is also a constant of order unity. Minimizing
BFtpt with respect to L yields the desired result:
L=t ' . In a typical system dominated by van der
Waals type forces, p =3 so one would expect L to diverge
algebraically with exponent v = I/p =1/3.

The smectic films are not typical systems, however, and
they may not be dominated by simple van der Waals type
forces. The fluctuations of the smectic phase are altered
by the imposition of the boundary conditions arising from
the film-vapor interfaces. This change in the fluctuation
free energy induces an interaction between the interfaces.
This is an example of a fluctuation-induced force, often
referred to as a Casimir force. By examining the eftect of
boundaries on the orientational fluctuations in the highly
anisotropic smectic phase, Ajdari, Peliti, and Prost [20]
recently determined that this force should decay as (dis-
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Thickness
(layers)

TABLE I. Transition temperatures ( C) of the transitions from Fig. 1.

T, (bulk)
(~ O.0l)

60
30

6

'See Ref. [26].

66.231
66.015
65.751'

66.34
66. 12

66.493
66.283
65.982

67.136
66.953
66.613

74.03
74.04
73.94

tance) (p=2) instead of the inverse cubic van der
Waals type force (p =3) predicted between the interfaces
of an isotropic fluid [21]. Moreover, they determined
that the excess free energy density due to this force for
symmetric boundary conditions, such as those in free
standing films, is given by

kb T((2)
L 16m k]

where g is the Riemann zeta function, L is the film thick-

ness, k] is a Frank constant, and 8 is the bulk modulus.

This free energy form infers a penetration length

=(ki/8) '/ that can be used to compare the strength of
this interaction to the van der Waals type interaction.

Using nominal values for k i (k i
=5 x 10 dynes) [22]

and 8 (8 =1 && 10 dynes/cm ) [23] X is found to be l = 7

A. . Because ). is smaller than the 30-A separation be-

tween the smectic layers and this interaction decreases

much more slowly than the van der Waals type interac-

tion, it should dominate over length scales as small as the

interlayer spacing. Because the dominant force decays as

(distance) (p=2) the calculation from the preceding

paragraph gives v,h= 1/2 and the surface HexB region

should grow as L(t) = t '/ in the 3(10)OBC films.

This discussion is motivated by the fact that the ex-

ponent v=1/p is an experimentally accessible quantity

since the temperatures of the individual layer transitions

can be used to follow the propagation of the HexB phase

into the SmA phase [24]. The transition temperatures of

each anomaly shown in Fig. 1 were determined with high

resolution [25] and are shown in Table I (L =1 corre-

sponds to the outermost layer). These data were then
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used to construct the plots of L vs t = [T,(L) —T, l/T, ex-.
hibited in Fig. 2. The three data sets were fitted by the
expression L =Lot ' and the fitted curves are superim-
posed on the data in Fig. 2 [26]. The agreement between
the data and the fits is clearly quite good but, to more
closely examine this point, the 60-, 30-, and 6-layer data,
as well as their respective fits (and fitting parameters),
were replotted as log(L) vs log(t) in Figs. 3(a), 3(b), and
3(c), respectively. The linearity of these plots confirms
the long-range nature of the dominant intermolecular in-

teraction and the consistency of the fitting parameters, L0
and v, strongly supports this analysis. These results,
therefore, appear to be highly reproducible and the excel-
lent agreement in v for the three film thicknesses (vbo

v3o =0.32 +' 0.01, vb =0.3 1 + 0.02) implies that the
form of the interaction does not change in this range of
film thickness [27]. Furthermore, these exponents are
clearly incompatible with the exponent, v, h= 1/2, result-
ing from the theory proposed by Ajdari, Peliti, and Prost.

0.0

0.6
31 +0.02

32 +0.02—

5.7~] cC

0.000 0.008 0.016 0.024

(T,(L) - T,)/T,

FIG. 2. Plot of L vs [T,(L) —T, l/T, and the respective fitted
curves from the three data sets listed in Table I (after convert-

ing the transition temperatures into K). The agreement is

clearly quite good.
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FIG. 3. (a)-(c) Plot of log(L) vs log[(T, (L) —T, )/T„l for

the 60-, 30-, and 6-layer films, respectively. The linearity of
these plots establishes the power-law form of the dominant in-

termolecular interaction, while the slope v determines the ex-

ponent of the power-law decay. The consistency of the 10
fitting parameter supports the fit results (see text).
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They are, however, consistent with the exponent v=1/3
expected for systems dominated by van der Waals type
forces.

In conclusion, we have accurately measured the heat

capacity of a series of continuous surface Smd-HexB
transitions preceding a continuous bulk SmA-HexB tran-
sition in a number of free-standing 3(10)OBC liquid-

crystal films. To the best of our knowledge, this is the
first report of a system in which, due to the highly aniso-

tropic nature of its layer structure, the surface region

grows in a layer-by-layer fashion near a continuous tran-
sition. The transition temperatures were obtained with

high resolution and the surface region was found to
diverge algebraically [L(t)-r ], consistent with the
long-ranged nature of the intermolecular forces of the
smectic phases for the entire range of film thicknesses
studied. The experimentally determined exponents (v, pl

= I/3) are not consistent with recent theory on the na-

ture of IIuctuation-induced forces in the smectic phases

(vth = I/2). It should be noted, however, that the experi-
mental exponents are consistent with forces having the
same distance dependence as van der Waals forces, sug-

gesting that the dominant interaction in these films de-

cays algebraically as (distance)
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