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Abstract

The behaviour of metastable phases involved in phase transformations of a
simple fluid confined to a nanoscopic slit-pore is investigated within the mean-
field lattice-gas approximation. For small displacements 8p; (where i labels
lattice sites) of local densities about their values ,o? at the (metastable) minima
of the grand potential functional 2[p], the change in 2 is quadratic in Jp;.
The ‘force constants’ associated with the §p; are the elements of the Hessian
evaluated at the minimum (i.e., (32 /0pi 9p;)o). If the walls of the pore are
homogeneous, the Hessian reduces, in reciprocal space, to a single n, x n,
matrix, where 7, is the number of lattice planes parallel with the walls. The
complete phase diagram, including spinodals, is determined for n, = 3, in
which case the Hessian can be diagonalized explicitly. As the spinodal of
a given (metastable) phase is approached, a characteristic eigenvalue of the
Hessian tends to zero. The components of the corresponding eigenvector,
which are proportional to homogeneous density fluctuations in the lattice planes,
can indicate the nascent phase to which the metastable phase is transforming.
The new phase is not necessarily the globally stable one. This suggests that
sorption could take place via stepwise transformations involving phases that
are metastable on the timescale of the observation.
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1. Introduction

First-order phase transitions normally take place via metastable states. A classic example is the
gas—liquid transition at a temperature below critical [1]. In order to observe condensation in a
very pure sample of a gas on a ‘reasonable’ timescale, one must typically raise the pressure of the
gas considerably above the value at which the gas is in thermodynamic equilibrium with liquid
at the given temperature. For the metastable gas to condense, clusters (i.e., microscopic regions
of liquid) of a ‘critical’ size must form. Visible droplets result from rapid growth of critical
clusters through a succession of collisions with single molecules in the surrounding metastable
gas. The rate of droplet formation is thus controlled by the population of critical clusters,
which increases markedly with the degree of supersaturation of the metastable gas. Other
classic examples of phase transformations involving metastable states come readily to mind:
boiling of superheated liquid, crystallization of a pure supercooled liquid, and precipitation of a
dissolved solid from a supersaturated solution. In all cases, the course of the transition consists
in the creation and subsequent growth of nuclei of the new (stable) phase in the presence of
the existing metastable phase. The rate of appearance of the new phase is determined by the
steady population of clusters of critical size [2—4].

Over the past few years we have been studying phase equilibria of ‘simple’ fluids confined
to slit-pores with chemically heterogeneous walls [5-9]. Walls possessing quite simple
patterns (i.e., weakly and strongly adsorbing stripes that alternate periodically in one transverse
direction) can give rise to confined phases having surprisingly diverse morphologies: droplets,
vesicles, liquid bridges in addition to the ‘normal’ gas and liquid phases. We have also
examined the role played by nanoscopic liquid bridges in static friction [10]. Metastable
states involving these and similar new morphologically distinct phases could be responsible
for hysteresis observed in experiments on sorption [11] and friction [12]. The kinetics of phase
transformations in which new morphologies participate is consequently of great interest to us.
Any such transitions presumably proceed by formation and growth of critical clusters of the new
(stable) phase in the presence of the metastable one. In contrast to nucleation in homogeneous
phases, however, one must now account for heterogeneity of the confined phase [13—17].
From a theoretical viewpoint this is a daunting prospect. Before possible mechanisms of
cluster formation can be treated, however, one needs to know the complete phase diagram of
the system, including not only lines of coexistence but also limits of existence of metastable
phases, i.e. the spinodals.

One of the purposes of this article is to present such a complete phase diagram for the slit-
pore with chemically homogeneous walls, which is obviously a special case of chemically
heterogeneous walls. A numerical procedure for determination of the equilibrium phase
diagram has been developed and applied within the context of the nearest-neighbour lattice-
gas model [18], which yields a satisfactory semiquantitative description [8]. In the present
work we focus on a new approach to locating the spinodals. The previously developed
numerical technique yields the minima of the grand potential functional 2[p] of the local
density p = {p1, P2, ..., px} on the A sites of the lattice. For any given thermodynamic
state (specified by the chemical potential u, absolute temperature 7', and such additional
model parameters as the (discrete) distance n, between the walls and the details of the
chemical pattern which govern the interaction between fluid molecules and the walls), in
the vicinity of a first-order phase transition 2[p] exhibits several minima, the lowest of which
corresponds to the globally stable state. Other minima refer to metastable states. To locate
the spinodals we expand €2 up to second order in displacements §p of the local density about
the density p° at the (metastable) minimum. This yields a quadratic expression for the change
5Q = Q[p] — Q[p°] in the grand potential functional due to displacements in the A" possible
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‘directions’ in p-space. The Hessian matrix elements H;; = (322/0p; dp ;)o evaluated at the
minimum correspond to effective ‘force constants’ associated with the displacements. The
N normal modes and corresponding eigenvalues {A;,i = 1,2,..., N} can be obtained, in
principle, by diagonalizing the Hessian. The eigenvalue A; is the force constant associated
with the ith normal mode, which consists of a concerted displacement of all A/ components
of p. As the state of the system approaches a spinodal, the eigenvalue A4 associated with a
‘dominant’ mode becomes small, indicating that the mode becomes soft (i.e., the restoring
force becomes small). At the spinodal Ay = 0, the minimum becomes a saddle point and
the state becomes unstable. The dominant normal mode can provide information about the
direction of the phase transformation in p-space.

In section 2 we describe the model system and determination of its phase diagram.
Section 3.1 is devoted to an outline of the general approach to location of spinodal lines.
This would seem to require diagonalization of an N x A matrix, which is clearly out of the
question for large \. However, in section 3.2 we show how translational symmetry in planes
parallel with the walls (in the case of chemically homogeneous walls) can be exploited to
reduce greatly the dimension of the Hessian. This is achieved by representing the Hessian in
reciprocal space by means of a discrete Fourier transform. In reciprocal space the Hessian
assumes block-diagonal form: a set of real, symmetric n, x n, matrices H(k), each one
corresponding to a particular value of the reciprocal vector k. Section 3.3 deals with the
special situation of principal interest to us, namely that only nearest neighbours interact. In
this case, H(k) can be decomposed into a k-independent matrix H' and the identity matrix
multiplied by a scalar function of k. As a consequence, only a single diagonalization of H’ is
required to obtain all the eigenvalues and eigenvectors. In section 3.4 we present an analysis
of the density—density response function, deriving in closed form its asymptotic dependence
on the distance between lattice sites.

Section 4 is devoted to a detailed analysis of the homogeneous slit-pore within the
nearest-neighbour mean-field lattice-gas approximation. The (reduced) thermodynamic state
parameters comprise /e, kgT /€ (kg Boltzmann’s constant), n,, and €y, /€, Where €g
and eg, are the respective magnitudes of the fluid—fluid and fluid—wall attraction. Complete
phase diagrams are determined for a narrow pore (n, = 3) with strongly attractive walls
(et /€ = 1.9). The eigenvalues and eigenvectors of H are obtained explicitly in terms of T
and p°(u, T). The behaviour of the eigenmodes as 1 approaches the spinodals is scrutinized
for several particularly interesting temperatures. The components of the dominant eigenvector
can indicate the ‘new’ phase toward which the metastable one is tending as the state of the
system approaches the spinodal.

2. Lattice-gas model of slit-pore

We begin by considering a quite general lattice model for a simple fluid confined between two
plane-parallel walls that are chemically patterned so that the (equilibrium) system is periodic
in both transverse directions (i.e., x- and y-directions). The positions of fluid molecules are
constrained to the sites of ann, x ny, x n, (=M x M x n;) simple-cubic lattice. For simplicity
we take the period to be the same in the x- and y-directions. The coordinates of a lattice site
are specified by the triplet of integers (m,,m,, m;). The lattice constant is set equal to the
effective molecular diameter o. Distance is then implicitly given in units of o. The hard cores
of the molecules are reflected in the restriction on the occupancy of any site to one molecule
at most. For convenience, we take M to be even and the coordinates of lattice sites to run
fromm = —M /2 to M /2 in the x- and y-directions. Periodic boundary conditions are applied
on the planes m, = £M/2 and m, = £M /2. The z-coordinate runs from m, = 1 on the
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‘contact’ layer of sites at the lower wall to m, = n, on the contact layer at the upper wall.
The interaction of a molecule at site i (m,, m,, m;) with the ‘external’ field of the walls is
represented by ®;. The potential energy of the lattice gas can therefore be expressed as

N N N
U(s) =1 ) ualis j)sisj + Y Disi Q2.1
i=1 j£i i=1
where ' = M an, the total number of sites, and s = (s1, 52, . . ., sy7) denotes the instantaneous
configuration (i.e., the ordered set of occupation numbers) such that
0, empty site
5 = P ste 22)
1, occupied site.

In (2.1), u,(i, j) is the potential energy of attraction between molecules occupying sites i
and j. In general, u, (i, j) depends only on the distance between the sites.
The grand potential 2 is given by
Q=—p"'lnE (2.3)

in terms of the grand partition function [19]

N N N
E= Zexp{—ﬁ[% ZZua(l’, J)sisj + Z,u;s,}} 2.4)
K] i=1

i=1 j#i
where the sum on s is over all 2 allowed states. The local chemical potential 1; is defined
by
wi =@ —p (2.5)
and B = (kgT) .
Application of the Bogoliubov variational theorem [20,21] yields the following relation
for the grand potential in the mean-field approximation:

N
Q < Qlpl = Fia + Fox + Y thipi (2.6)

i=1
where Fiq and F, respectively, the ‘ideal’ and ‘excess’ contributions to the Helmholtz free
energy, are defined as

N
Fa=p") Ipilnpi+ (1= p)In(l = p)]

i=1

N N 2.7
]:ex = % Z Zua(ia ])plpj
i=1 j#i
In (2.6), Q[p] stands for the grand potential functional of the a priori unknown mean local
densities p; = (s;). The best estimate of €2 and of the density (vector) p = (o1, 02, ..., o) 18

determined by minimizing 2[p], since, according to (2.6), 2[p] is an upper bound of €2. The
necessary condition for 2[p] to be a minimum is

Q2

( [p]> —0 i=12....N 2.8)
i /o

where the subscript 0 denotes that the partial derivatives are evaluated at p°. Using the defining

expression for Q[p] in (2.6) and (2.7), we obtain from (2.8)

0Fe\ o7 .
—ﬁ(a—m>o_ln(1_pp)+ﬂu,. (2.9)




Phase transformations and metastability 5677

This form of the condition for the minimum is convenient for the analysis carried out in
section 3.4. Now using the definition of F. in (2.7) we can recast (2.9) as
0 N
B L > i Pl =0 i=1,2,.. N (2.10)
1—p) “= J
J#i
Formally solving (2.10) yields, of course, all extrema of Q[p]. However, the particular
iterative procedure that we adopt here, which is detailed in an earlier publication [8], gives only
the minima. The lowest minimum corresponds to the thermodynamically stable state, which
is the one appearing in an equilibrium phase diagram. Other minima correspond to metastable
states, such as the ones discussed in section 1 (e.g., the supersaturated gas) and via which
transitions to the stable state occur through nucleation. It is the analysis of the metastable
states that is the central concern of this article.

3. Theory

3.1. Stability limits

In order to investigate the stability of a given minimum p° in the grand potential functional,
we examine the ‘cost’ in free energy of small displacements in density §p; = p; — ,o? about p°.
To this end we expand [p] in a Taylor series about p°:

N 790 1 L 82
Qlp] ~ Q[p° (—) i — o)+ = (
[p] [p]+; ” O(p p,)+222 o0,

i=1 j=1

> (i — p))(pj = p) + -+
0

3.1)

ignoring contributions of degree higher than the second. Since Q[po] isaminimum, (3€2/9p;)o
vanishes. Thus, (3.1) can be recast compactly as

8Q[8p] = Qlp] - Q[p"1 = 3 8p" -H-3p 3.2)
where H is the (M x N') Hessian matrix with elements H;; = (32S2/dp; dp;)o; 8p is the
N-dimensional column vector whose elements are 8p; = p; — ,0? and 8pT is its transpose.
From (2.6) and (2.7) we deduce

02 F, 0% Fex —15;;

H,-,:( “) +< ¢ ) - 0’3 L+, ) (3.3)

00idp; Jo \0pidp; /o  p’(1—p)

where §;; is the Kronecker symbol.

Because u, (i, j) depends only on the distance vector between sites i and j, u,(i, j) =
u,(j,1). Since p? and u, are also real, it follows from (3.3) that H;; = H;; = Hj’.‘l-, where the
asterisk stands for the complex conjugate. Therefore, H is Hermitian and consequently can be
diagonalized by a unitary transformation. That is,

Ul"H-U=A (3.4)
where A is a diagonal matrix with elements A; (I = 1, 2, ..., N). Defining the column vector
of the normal displacement modes by

sQ=U"5p (3.5)

we can rewrite (3.2) as

A 8q; (3.6)

M=

1 T 1
5Q=15Q"- A 5Q =1
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where ¢; is the /th normal mode given in terms of the original displacements by

N

56]1 = Zuﬂ (S,Oj. (37)
j=1

In (3.7), u j; is the jth component of the eigenvector u; of H, which is the /th column vector of
U and the eigenvalue A; is the effective ‘force constant’ associated with the mode.

Since the As depend on p°, they are implicit functions of the thermodynamic state variables
@ and T and also of the model parameters (i.e., n, €y, €5). As long as p° minimizes Q[p],
all As are positive and any displacement § p is countered by a ‘restoring force’. Note that this
latter statement holds for both local minima and for the global minimum. In other words,
knowledge of the As alone is insufficient to indicate whether the state corresponding to p° is
(globally) stable, or merely metastable. As the state approaches a spinodal, however, a certain
‘dominant’ eigenvalue, say A4, begins to decrease markedly, indicating that displacements in
the dominant normal mode are opposed by a sharply reduced restoring force. As the spinodal
is reached, A4 vanishes; the minimum turns into a saddle point and the restoring force vanishes.
The metastable state has reached its limit of stability.

Although the above analysis provides well-defined criteria for stability, it does not address
the physical interpretation of the dominant or ‘soft’ modes. From a mathematical viewpoint,
the dominant mode indicates the directions in p-space in which [ p] flattens most rapidly as the
spinodal is approached. One might therefore expect the dominant mode to give some indication
of the morphology of the phase beyond the spinodal. Indeed similar stability analyses within
the context of homogeneous binary fluids [22, 23] and polar fluids [24] have shown that the
dominant mode can be a reliable indicator of the nature of the ‘new’ phase. This experience
also suggests a further interpretation of the dominant mode, namely that its direction in p-space
may indicate the pathway from the metastable to the new stable phase.

In general, however, one appears to face the discouraging prospect of having to examine
the dependence of all ' eigenvalues of H on the thermodynamic state. However, if the system
possesses symmetries beyond those implied in the general description of the model given
in section 2, then it is possible to exploit these symmetries by expressing the Hessian in an
alternative (reciprocal-space) representation where it becomes block-diagonal. In the next
section we demonstrate how to carry out this simplification for the special case of a slit-pore
with chemically homogeneous walls.

3.2. The slit-pore with homogeneous walls

In the case where the walls are smooth on an infinitesimal scale, ®; depends only on the
distance of site i from either wall. Then, for the solutions po of (2.10) that minimize 2[p],
p° is constant in planes parallel with the walls. That is, the densities ,o? on all M? lattice
sites in a given plane z = m_, (m, = 1,2, ..., n;) are equal. Thus, equation (2.10) involves
only n, a priori unknown densities. If the lattice sites are labelled explicitly by the dual index
i = (R, m;), where the two-dimensional vector R = (m,, m,), then (3.2) becomes

sQ=1 ; D30 6p(Rom:) H(R,my; R, m) p(R',m) (3.8)

m; R m.

where the subscripts are now indicated in parentheses to ease the notational burden. Because of
the in-plane symmetry pointed out above, every lattice site in a given plane z = m, is equivalent.
The Hessian matrix elements therefore depend only on the vector difference R— R’ rather than
on both R and R’ separately. This can be seen more clearly by recasting H;; given in (3.3) in
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the dual-index notation as

B8R R Om. m
o, (L= p5)

where we have used that the pair potential depends only on the distance vector between sites

i =(R,m;)and j = (R',m). We can exploit the equivalence of sites within a given plane

to reduce drastically the effort of finding the normal displacement modes. This simplification

is effected by introducing the discrete Fourier transform (see appendix A).

We can therefore represent the Hessian in terms of the two-dimensional basis vectors
(see (A.6)) as

HR.m; R .m) =Y Hk m. m)¥(R—R). (3.10)
k

HR,m ;R ,m)) = +uy(R—R',m, —m) (3.9)

Likewise we can express the displacements of the local density as

Sp(R.mz) =) 85K .m:) Vi (R). @11
v

Note that A and 8/ stand for ‘partial’ transforms, still depending on the indices m, and m’,
of the two lattice planes involved. After substituting into (3.8) the expressions given in (3.10)
and (3.11), and simplifying the result, we arrive at

5Q = %ZZZSﬁ*(k,mZ)Mﬁ(k,mz,m;)8,5(k:,m;). (3.12)
k m; m’:
From (3.9) we obtain for the Hessian in reciprocal space
~ , ﬁ_lam—,ml ~ /
MH(k,m,,m) = ﬁ+Mua(kz,mz—m,) (3.13)
T o, (L= pp) -

using the relation given in (A.9). The Fourier component of the pair potential i, is specified
in section 3.3.

We now observe that since different reciprocal vectors k are not coupled in 6€2, we can
recast (3.12) as

5= 8%y (3.14)
k

where
8 = 18p" (k) - MH(K) - 8p(k). (3.15)

In (3.15) we used the compact notation introduced in section 3.1, the dagger denotes the
Hermitian adjoint, and the elements of H(k) are H (k, m_, m’) (see (3.13)). The sum on k
in (3.14) runs over the M? blocks, where the contribution of each block is given by (3.15). In
other words, in reciprocal space the original M?n. x M’n, Hessian H(R, m.; R/, m’,) reduces
to block-diagonal form, where the M? blocks are labelled by k and each block has dimensions
n. x n.. Because the lattice is centrosymmetric it follows that H is real and symmetric and
can therefore be brought to diagonal form by a unitary transformation in the same fashion as
detailed in section 3.1. The result is

5 =1 L)) (3.16)
=1

where now the eigenvalues A;(k) and the corresponding normal modes

n;

qi(k) =Y s 85(k, m2) (3.17)

m,=1
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depend on k as well as on the thermodynamic state variables and model parameters implicitly.
Note that because of the argument presented in section 3.1, the state corresponding to
{,02_, m, = 1,2,...,n;} is thermodynamically stable or metastable as long as A;(k) > 0
for all / and k.

3.3. Nearest-neighbour interactions

In the special case of principal concern to us, where only nearest-neighbour interactions are
taken into account, the pair potential in real space takes the form

ud(R - R,’ m; — m;) - _GH[Sm:,mQSR—R’,dH + SR,R’ ((Sin:—m;,l + 8111z—m:,,—1)] (318)

where —eg; is the potential energy of attraction between neighbouring molecules and d is a
vector from reference site R to one of its nearest neighbours in the x—y plane. Using (A.6),
(A.9), and (A.10) we obtain for the pair potential in reciprocal space

ik - d
Miiy(k, m., m.) = —eff[(smz,m; Zexp(—mT> I +5mzm;,1] (3.19)

d

The sumin (3.19) is over the unit vectors (€, 0), (€, 0), (—é,, 0), (—é,, 0). Combining (3.13)
and (3.19), we arrive at the following explicit form for the reciprocal-space Hessian:

iod ’ /3718111z,m’, 27Tkx 27Tkv
MH(k,m;,m)) = ——————— — 2| oS +cos = ) |8m..m:
N M M o

o (1 —p% )
— €it[8m, m;—1 + S, m+1]- (3.20)

Noting that the k-dependence of MH appears only on the diagonal and that the dependence
is identical for all elements, we can rewrite (3.20) as

MH = MH + & (k)1 (3.21)
where 1 is the identity matrix, the elements of M H:
MI:I/(mzv m;) = (‘)3718# - fo[gm.,m’,—l + 8m.,mi+l] (322)
om. (1= pp) o o

are independent of k, and the scalar function ® (k) is defined by

2k, ) <271kv )}
+cos 2. (3.23)
M M

It follows immediately from (3.21) that MH is diagonalized by the same unitary transformation
as diagonalizes MH. 1In other words, the two matrices have the same eigenvectors.
Furthermore, the eigenvalues of MH are given by

ri(k) = A+ P(k) (3.24)

O(k) = 2¢q |:cos<

where 2 is the /th eigenvalue of MH'.

The task of determining the eigenvalues of MH(k) therefore reduces to that of
diagonalizing the single n, x n tridiagonal Hermitian matrix MH’. The latter does not depend
on k; its eigenvalues and eigenvectors are functions only of the thermodynamic state variables
and the model parameters. Note also from the functional form of ® (k) given in (3.23) that
the eigenvalues of MH assume their lowest numerical values at k = 0, regardless of /. We
therefore expect the harbinger of the spinodal to be a k = 0 normal mode and restrict our
attention primarily to the long-wavelength limit henceforth.
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3.4. Correlations in the local density

Added insight into mechanistic aspects of the transition may be achieved by studying the
behaviour of density fluctuations as the spinodal is approached. Along the ‘quasistatic
trajectory’ of the metastable minimum, equation (2.9) holds. That is, everywhere along the
trajectory we solve (2.9) to obtain the local density p° as a function of ;1 and T. We can also
regard /1, or j1;, as a function of p° and differentiate both sides of (2.9) with respect to ,0}) along
the trajectory to obtain

0% Fex 3ij <3Mi> .
- - RN~ Bug, 3.25
ﬂ<3ﬂi 3Pj)o P (1= p) F j /o puatt- ) 329

where the far right side of (3.25) follows from (2.7). By direct differentiation of the formally
exact expression for the grand potential 2 given in (2.3), we also obtain

00
(_) = tst) (3.26)
ki
- 3.27
(aui auj> = Plisi)is;) = sis;)] (3.27)

where the angular brackets signify the grand ensemble average.
We now define the density—density response function

9%Q
Gij = —ﬂ‘l( ) = (si5;) — (si)(s;) = (8s; 8s;) = —ﬁ*(—) (3.28)
J aul alij 0 J J J aM] 0
where 8s; = s; — (s;) and the right-hand side follows from (3.27). To arrive at the third member

of the equality we have set (s;) = ,0? in (3.26). Now substituting expressions for (du;/90x)o
and (dpx /A j)o, respectively given in (3.25) and (3.28), into the identity

i\ [
Z<L> <ﬂ> =5 (3.29)
o\ ok S\ /o

BH-G =1 (3.30)

api

we obtain

where H is the real-space Hessian and G is the matrix of density—density correlation functions.
Equation (3.30) is the lattice-gas analogue of the Ornstein—Zernike equation of liquid-state
theory [25,26], which provides, in principle, an exact relation between density correlations and
the Hessian. In particular, the interaction contribution to H (i.e., (32 Fex /0p; 9p;)o, see (3.25))
is just the so-called ‘direct correlation function’, which, in the mean-field approximation,
reduces to the intermolecular potential.

In section 3.2 we demonstrated explicitly that on account of the symmetry of the slit-pore
with homogeneous walls the (R, m_; R/, m;) element of H depends on R and R’ only through
the difference vector R — R'. The same argument applies to the elements of G. Therefore, we
can write the following expression for G in analogy to (3.10):

GR' m; R ,m.) =Y Gk m! m)Wu(R —R). (3.31)
k!

Substituting into (3.30) the expressions for G and H respectively given in (3.31) and (3.10),
we obtain

Z{Z MH k, m,, m)YMG(k,m, m.) — B8, }\Ilk(R —R)=0 (3.32)

k m?
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which follows from the definition of Wi (R) given in (A.1). We then conclude on the basis
of the orthogonality relations (A.2) and (A.3) that the coefficient of W (R — R’) in brackets
in (3.32) must vanish. We thus arrive at the reciprocal-space representation of the real-space
relation (3.30):

MH(k) - MG(k) = g1 (3.33)
in which all matrices have dimensions n, x n,. It follows directly from (3.33) that

s = L (i
G(k)_ﬁM[MH(k)] . (3.34)

Moreover, it follows from (3.34) that G is diagonalized by the same unitary transformation
as diagonalizes MH. To demonstrate this we perform the same unitary transformation on (3.34)
as diagonalizes H. The result is

E=U"-Gkk)-U=8"M"TA"! (3.35)
where A is the diagonal matrix containing the eigenvalues of MH. Equation (3.35) implies
that E is diagonal as well. The diagonal elements of E and A are therefore related by

n(k) = 1=1,2,....n, (3.36)

BM2, (k)
where };(k) is the eigenvalue of MH associated with the /th normal displacement mode.
Moreover, it follows from (3.35) that the eigenvalues of G can be expressed as

mk) = E)y = UG-y =" up sty Gk, m.,m) (3.37)

m; m’.

where the u,, ; are components of the eigenvectors u; of M H. From (3.37) it is clear that since
adjacent planes are coupled in MH, the eigenvalues 7;(k) of G are not, as would appear to
be the case, true in-plane (2D) correlation functions. Rather they describe the mean squared
density fluctuations both within and ‘between’ planes of the lattice. The contributions of the
various layers to 1; (k) are given by the eigenvectors of MH, which are also eigenvectors of G.

We now envisage the system approaching an instability (i.e., some eigenvalue of the
Hessian is going to zero). From (3.36) it is immediately clear that the vanishing force constant
implies a divergence of the related mean squared density fluctuations in reciprocal space.
Furthermore, we already know that only the & = 0 mode can become dominant (see the
discussion below (3.24)). Therefore, the divergence of the fluctuations also occurs at k = 0.
This implies that the density correlations in real space (i.e., the functions G(R, m; R/, m;)
which are the inverse Fourier transforms of G (k, m_, m’,)) are becoming long range; that is, the
so-called correlation length is diverging. In the following we wish to describe this phenomenon
more explicitly by relating the long-range behaviour (i.e., the asymptotic behaviour as R — 00)
of the real-space density correlations G(R, m_; R/, m/z) to the eigenvalues A; at k = 0. Our
approach essentially follows the common Ornstein—Zernike theory of dominant fluctuations,
as described in many textbooks in the context of liquid-state theory [27,28]. The present case
is more complicated than the one usually considered, namely frue two- or three-dimensional
systems, where only one length scale is involved. The reason is that our system consists of
several layers, and the fluctuations in and between the layers are coupled. Therefore, the
long-range behaviour of the functions G(R, m_; R', m’) is coupled as well.

We start by expressing the G (k, m., m’,) (i.e., the Fourier transform of the quantities that
we are interested in) in terms of 1; (k), which are just the inverse eigenvalues ; (k). Using (3.35)
and (3.36) we find

G(k, mg, m/z) = (U -E- UT)mZ,m; = Z umzlum;lnl(k)- (338)
=1
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‘We now make use of the fact that, within the present approximations, the components u,, ; of

the eigenvectors do not themselves depend on k. As a result, the Fourier back-transform of

G(k, m;, m}) can be written simply as

G(R.m; R,m)=> Gk,m,m)¥(R—R)= (R - R) (3.39)
k I=1

where the far right side follows from (3.38) and
m(R—R) =) mk)¥V(R~R). (3.40)
k

Equation (3.39) implies that the asymptotic behaviour of G(R, m_; R', m’) is determined only
by that of the functions n; (R — R’) which can be computed from (3.40) combined with (3.36).
To evaluate the inverse transform (3.40), we first note that, because of the functional form
of Wi (R) (see (A.1)), the summation over the indices k, and k,, can be replaced by a summation
over transformed indices k, = 27k, /M and «, = 2wk, /M. Equation (3.40) then becomes

1
m(R) = Z m (k) exp(ix - R) (3.41)

where kK = (ky, ky). (In (3.41) we have temporarily set R — R’ equal to R to simplify the
notation.) In the limit of an infinite system (M — oo) the distance Ax = 2w /M between
neighbouring points in reciprocal space becomes infinitesimally small. Therefore, the double
sum in (3.41) can be replaced by the double integral

1 s T
nm(R) = m /;ﬂ dk, /_n dky n; () exp(is - R)

@ / i dicy / i dicy, A" (k) exp(ik - R) (3.42)

where we have used (3.36) to obtain the last line.
We now expand X; (k) around k = 0. This is justified as long as we are interested only in
the long-range behaviour of 1;(R). From (3.23) and (3.24) we obtain

M(K) = A) — deg + k- 1+ O = 1 (0) + k2 (3.43)

where A;(0) = A;(k = 0). We note in passing that, as a result of the mean-field approximation,
the prefactor of «%(1)in (3.43) is independent of the thermodynamic state. Furthermore, since
the expanded A;(x) involves only the magnitude of k, the real-space correlation 7; depends
only on R = |R|. Substituting this expression for A;(x) in (3.42) and transforming to polar

coordinates, we obtain
2r K(w) R
/ f K exp(uc cos @) (3.44)
2B A(0) + om0 +k2
where the dependence of the upper limit of the k-integration on ¢ results from the square
boundary in the original Cartesian space (see (3.42)). This integral has already been dealt with
in the context of the critical behaviour of #ruly two-dimensional systems [28, 29].

Assuming that A;(0) is positive we find (see appendix B) in the asymptotic (large-R) limit

& = exp(~R/&) R — oo (3.45)

m(R )”

n(R) =~

1
28V2m

where the ‘correlation length’ & = 1/4/A;(0). Equation (3.45) shows that correlations 7;(R)
decay exponentially and that the correlation length diverges as 1;(0) — 0. Note, however,
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that (3.45) is strictly valid only for A;(0) > 0. Directly at A;(0) = 0, the integral in (3.44)
results in (unphysical) logarithmic behaviour of n;(R) [29].

Finally, combining (3.45) and (3.39), we find that the asymptotic behaviour of the
correlation functions G(R, m,; R/, m;) is given as a sum of exponentials:

’ ’ - 1 El
GR,m; R,m) >~ U (U
: : ; S pan | IR - R

This shows that even an in-plane correlation function G (R, m_; R/, mi = m;) is governed by
several correlation lengths.

exp(—|R — R'|/§). (3.46)

4. Results

4.1. State-independent properties of displacement modes

As an illustration of the application of the formalism developed in section 3 we consider
the special case of the slit-pore with homogeneous walls. We invoke the nearest-neighbour
approximation and take the ‘external’ field due to the walls to act only on fluid molecules in
the ‘contact’ layers:

D; = —€rw(Om,,1 + Omyn,) @D

where €p, is the depth of the fluid—wall attraction. Henceforth we adopt the customary
dimensionless units: distance in units of the lattice constant o, energy in units of €, and
temperature in units of €/ kg. The thermodynamic state is then specified by independent state
variables w, T, n,, and €.

On account of the mirror symmetry about the mid-plane, the number of a priori unknown
densities {p?} which satisfy (2.10) is n,/2 if n, is even, or (n, + 1)/2 if n, is odd. We
now specialize our considerations even further to the simple, yet nevertheless nontrivial, case
n, = 3, which involves only the two a priori unknown densities ,0? = pg and pg . These must
satisfy (2.10), which can be written as

0 0
T1n< Pi 0)—4p?—pg+M1:O Tln( £ 0>—4p3—2p?+M2:O. 42)

1—p; 1—p,
In (4.2), u; = —€py — 1, L2 = —u, and we have already imposed the requirement of mirror
symmetry.

In reciprocal space the k-independent part of the Hessian for n, = 3 assumes the form
(see (3.21) (3.22))

B 5 a —1 0
MH = MH - ®(k)1 = (—1 B —1) “4.3)
0 -1 «
where ® (k) is given by (3.23) and
T T

P — f=— .
P01 — pf) py(1 = p3)

4.4)

The eigenvalues A; and eigenvectors u; of M H’ can be obtained in closed form and are listed in
table 1. The eigenvalues of the complete Hessian MH are then given in terms of A by (3.24).
The eigenvectors of MH coincide with those of MH'.

Scrutiny of table 1 reveals that the eigenvalues A, are ordered independently of the
thermodynamic state and of the parameter €g,. To see this we first note that, according to
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Table 1. Eigenvalues and components u; ,, of the (unnormalized) eigenvectors of the matrix
MW forn, =3;a = T/pd(1 — p%), B = T/pd(1 — p?).

Iy (g uors uzp)
1 H@+p) —[a—p?+81"2) (1, 3{(a — B)+[(a — B)* +8]1/2}, 1)
2 o« (1,0, 1)

3 Ha+p+le-p2+81"2 (I He@—-B) —a—-p)2+81'2},1)

their definitions given in (4.4), o and B are positive and finite quantities, since 0 < ,ol.o < 1 for
T > 0. Furthermore, [(a — 8)° + 8]'/? > |a — B, which implies the inequalities

M < zlla+B) = la— BI] A > 5l + B) +la — Bll. 4.5)

If, on one hand, 8 < «, we deduce from (4.5) that NI < Band )J3 > «. If, on the other hand,
B > @, equation (4.5) implies that A} < o, A5 > 8. Combining these results with the fact that
Ay = « (see table 1), we arrive at the following extended inequality:

A< Ay < A, (4.6)

which is valid for all possible values of @ and 8. Moreover, using the relation (3.24) between
the eigenvalues A; and those of the full Hessian, A;(k), we find that the latter are ordered as
well:

M (k) < Aa(k) < Az (k) V. 4.7

Relation (4.7) implies that the cost in free energy associated with the normal displacement
modes increases in the order 1 — 2 — 3. In other words, mode 1 is always the ‘softest’
mode.

To understand the physical significance of the three modes, we consider the components
of the eigenvectors (see table 1), since the u,, ; represents the amplitude of displacement in
local density from its equilibrium value in lattice plane m,. Following the same reasoning as
led to (4.6), we find that the mid-plane component (m, = 2) of u, is always positive, whereas
that of w3 is always negative. The latter implies that in mode 3, the density displacement in the
mid-plane is opposite to that in the contact planes. In other words, mode 3 is symmetric with
two nodes, and according to (4.7) we conclude that a fluctuation of this type exhibits the largest
restoring force. From table 1 we find that mode 2 is antisymmetric with one node—that is,
density displacements in the contact planes are in opposite directions to each other—whereas
that in the mid-plane vanishes. Finally, mode 1 is symmetric without any nodes. Thus, the
‘softest’ mode in the three-layer system (see (4.7)) is characterized by density displacements
which are in the same direction in all three lattice planes. The value of component u, relative
to uy; = uz; = 1 (see table 1) then indicates the weight of the fluctuations in the mid-plane
relative to those in the contact planes.

4.2. Numerical results

Employing the iterative procedure utilized in an earlier article [8], we solved (4.2) for €, = 1.9
and 7 = 0.9. To discuss the results it seems pedagogically most sensible to begin with the
sorption isotherm, which is directly measurable in parallel sorption experiments. In figure 1
the average pore density

1 & 209 +
p=—3 00 = ZPLT P (4.8)
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Figure 1. Average pore density p versus u for n, = 3, epy, = 1.9, and T = 0.9 for stable and
metastable phases determined by solving (4.2). Labelled points are explained in the text.

is plotted as a function of u. Three different branches between points 1 and a, d and b,
and ¢ and 4 are clearly discernible, where gas (g), monolayer (m), and liquid (I) phases may
form. The gas corresponds to p? (= ,og ) and ,03 both being relatively small, whereas the liquid
corresponds to ,o? and p(z) being relatively large. The monolayer is characterized by relatively
large p? but small pg.

Suppose we perform a gedanken experiment in which we start from a state represented
by the point 1 in figure 1 and increase u monotonically until we reach the end point 4 on the
isotherm. We then decrease p until we arrive once again at the state point 1. The two hysteresis
loops in figure 1 indicate that the ‘path’ traversed by the system in p—u space depends on the
direction (i.e., increasing or decreasing p) of the experiment. In order to identify stable and
metastable states, we monitor the grand potential functional density
QIp"]

M?n,

(see (2.6)) evaluated at its minimum characterized by the density (vector) p°. In figure 2,
w[p®] is plotted as a function of  for all minima, i.e. for all three phases found at 7 = 0.9.
The branches and the labelled points in figure 2 correspond to those in figure 1. Note that in
the presence of several minima at fixed o (and 7'), the globally stable phase is that with the
smallest w; other minima correspond to metastable phases. Also, minima with the same value
of w represent coexisting phases.

At small chemical potentials, for instance at point 1 in figure 2, @ has only a single
minimum at pg corresponding to the globally stable gas phase. When u just barely exceeds

wlp’] = 4.9)

the value associated with point d, then a second minimum at p° appears, which represents the
monolayer phase. The minimum at p?, is shallower than the one at pg and characterized by a
higher value of w; that is, w[p? ] > w[pg]. Depending on the magnitude of (w[p%] — a)[pg]),
sooner or later a density fluctuation may arise that carries the system from the deeper to the
shallower minimum, where it may reside for a while until another fluctuation brings it back to
p(g). Thus, given infinite time, on average the system spends more time in the state characterized
by p‘g) than in the less stable one specified by p2.

This situation changes if the chemical potential exceeds the value 5 ~ —3.95 where
w[pY] = wlp,] (see point 2 in figures 1 and 2), and the monolayer coexists with gas. If



Phase transformations and metastability 5687

Figure 2. Grand potential density functional w[p°] versus p for n, = 3, €qy = 1.9, and T = 0.9
for minima determined by solving (4.2); g, m, and 1 correspond to gas, monolayer, and liquid
morphologies described in the text; labelled points are explained in the text.

exceeds pf" infinitesimally, the monolayer becomes globally stable. The behaviour of the
experimental system now depends on the timescale allowed for equilibration. If, on the one
hand, the experiment were carried out over an infinitely long time, the monolayer would
eventually appear. This transformation is associated with a discontinuous change in the
mean pore density indicated in figure 1 by the dotted line connecting points 2. If, on the
other hand, the time allowed for equilibration is insufficient (as may be the case in typical
sorption experiments), the system may persist in the (now metastable) gas phase. Only at
w corresponding to point a in figures 1 and 2 does the metastable gas phase reach its limit
of stability—that is, its spinodal. In our experiment the gas phase, if it survives to point a,
now spontaneously disappears to yield the monolayer corresponding to a state point in the one-
phase monolayer region of the equilibrium phase diagram. The magnitude of the corresponding
discontinuity in the average pore density p can be read off directly from the plot in figure 1.
Further information about the behaviour of the system as the spinodal is approached is
displayed in figure 3. There we plot the densities in the separate planes p? , the eigenvalues

of MH(k) at k = 0, and the mid-plane component u»; of the ‘softest’ normal mode, u;, over
the whole range of existence of the gas phase (i.e. the branch between points 1 and a). On
the scale of the plot in figure 3, 1;(0) and A,(0) appear to coincide, but the inset shows that
A1(0) < A2(0), in agreement with (4.7). Moreover, only X, (0) goes to zero as the spinodal is
reached. Note that u»; < 1, which indicates that the major displacements in the softest mode
occur in the ‘contact’ planes (m, = 1, 3). This is consistent with the plot of the pgw, which
shows that the discontinuity in local density at the spinodal is much greater in the contact
planes than in the mid-plane (m, = 2).

Now as u continues to increase from point a, the system remains in the monolayer phase
at least to point 3. Here, w[p?] = o[ p?] (see figure 2), which implies that for u infinitesimally
larger than u™ (i.e., the chemical potential at point 3 in figure 1), a truly equilibrated system
changes from monolayer to the (now globally stable) liquid phase (the associated discontinuity
in p is indicated in figure 1 by the dotted line connecting points 3). However, in the typical
finite-time experiment, it is most likely that the monolayer persists as a metastable state until
w considerably exceeds ™. Only at the monolayer’s spinodal (point b in figures 1 and 2)
must the monolayer undergo a transformation into a thermodynamically stable liquid phase.
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Figure 3. Local densities p,?,z, eigenvalues A;(0) of the reciprocal-space Hessian at k = 0, and
mid-plane component of the dominant mode versus p over the range of existence of the gas for
n; = 3, Efy = 1.9, and T = 09

The approach to the monolayer’s stability limit is quantified in figure 4, where we see
that A, (0) goes to zero and that u;; >> 1. The latter implies that the mid-plane component
of the dominant mode greatly exceeds those of the contact planes, which is consistent with
the observation that the shift in local density is greatest in the mid-plane (see the top plot in
figure 4). Finally, as p increases from point b, the liquid phase remains stable up to the end
point 4 (see figures 1 and 2).

We now consider the phase behaviour of the system as we reverse the ‘direction’ of
the experiment by gradually lowering p from point 4, where w has only a single minimum
corresponding to the stable liquid phase. If thermodynamic equilibrium were attained at all
values of u (which means, in principle, waiting for an infinite time), the path followed by the
system in the sorption diagram (see figure 1) would clearly be 4 — 3 — 2 — 1. However,
since the experiment is conducted over a finite period, the system may not achieve equilibrium
at all values of n. This gives rise to the hysteresis loops in figure 1. For example, as p drops
below the value corresponding to point 3 (i.e., the point of liquid—monolayer coexistence), the
system may remain in the now metastable liquid phase until its limit of stability is reached at
point c. Similarly, as p decreases below the value corresponding to point ¢, the monolayer
phase, which is globally stable down to u$" (point 2), may persist as a metastable phase
until point d is reached. The precise behaviour of the system as the spinodal points ¢ and
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Figure 4. As figure 3, but for the monolayer phase.

d are approached ‘from above’ is quantified in figures 4 and 5, respectively. In both cases,
the approach to the spinodal is signalled by the vanishing of A;(0). Furthermore, uy; > 1
when the system changes from liquid to monolayer (see figure 5), whereas u;; < 1 for the
final change from monolayer to gas (see figure 4). These observations are consistent with the
behaviour of the local densities (see the top plots in figures 4 and 5, showing that the largest
jump in local density occurs in the mid-plane at spinodal ¢ and in the contact planes at spinodal
d). We conclude that the eigenvector corresponding to the dominant vanishing eigenvalue
indicates the physical nature of the incipient phase.

Repeating the above gedanken experiment at other temperatures permits us to plot the
complete phase diagram of the three-layer system (er, = 1.9) in both p-T and u-T
representations in figures 6(a) and (b), respectively. The solid lines connect points of two-
phase coexistence; the dotted lines represent the stability limits of gas, monolayer, and liquid
phases over the temperature range where these phases may become thermodynamically stable.
(Therefore, spinodals referring to the monolayer terminate at the triple-point temperature.) In
order to understand the sorption ‘path’ discussed above in the p—T diagram (see figure 6(a)),
consider again the temperature 7 = 0.9. As u increases from point 1 a state is reached in which
the gas coexists with the monolayer (point 2). However, the gas may remain metastable for
corresponding to states between the points 2 and a. At point a the gas becomes unstable and
transforms into a monolayer. Note that the average density of the monolayer is higher than at
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Figure 5. As figure 3, but for the liquid phase.

coexistence with the gas (see point 2, figure 1). As u increases beyond point 3, the monolayer
may not undergo a phase transition to the coexisting liquid, but may remain metastable until
the next spinodal is reached (point b). At point b the monolayer becomes unstable and a liquid
phase forms. Its density is intermediate between the one at monolayer—liquid coexistence
(point 3) and that of the stable liquid (see point 4, figure 1). Similar considerations apply
if we start at state point 4 and decrease p continuously. Note that upon adsorption (i.e., as
w increases in the direction 1 — 4), spinodals on which points d and c are located have no
physical significance. Likewise spinodals on which points b and a reside are irrelevant upon
desorption (path 4 — 1).

It is furthermore instructive to consider the phase diagram in the alternative pu-T
representation in figure 6(b). Again, the dotted lines containing points a and b (c and d) are
the spinodals that the (metastable) state of the system can reach upon adsorption (desorption).
It can be verified that the u—T diagram is consistent with our discussion of the sorption paths
(see figure 1). For instance, figure 6(b) shows that the chemical potential (and the temperature)
corresponding to point a, at which the (metastable) gas becomes unstable for 7 = 0.9 (see
figure 1), belongs to the one-phase region of the monolayer. This implies, in accord with the
preceding discussion, that the metastable gas transforms into a globally stable monolayer for
1 beyond gas—monolayer coexistence (point 2).

Moreover, the u—T diagram shows directly that the destiny of the metastable gas upon
adsorption changes at lower temperatures. Consider, for example, the isotherm T = 0.8, for
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Figure 6. Phase diagrams for the model slit-pore with chemically homogeneous walls in T—p (a)
and pu—T (b) representations, for n; = 3 and €, = 1.9. The isotherms are explained in the text.

which u at the spinodal of the (metastable) gas phase (point a’) now exceeds p at monolayer—
liquid coexistence (in contrast to the situation for 7 = 0.9). In other words, a’ does not
belong to the one-phase region of thermodynamically stable monolayer phases, while on the
other hand, p at point a’ is still lower than p where the (metastable) monolayer reaches its
limit of stability (point b’). For an adsorption experiment this implies that the metastable gas
again transforms into a monolayer (as at 7 = 0.9), but now this monolayer is metastable.
As p increases from a’, the metastable monolayer eventually transforms (at point b’) into
(globally) stable liquid. The various states appearing along this path can also be seen from the
corresponding sorption isotherm plotted in figure 7(a).

At T = 0.8, an inspection of u,; versus u for the metastable gas indicates that u,; < 1 at
the spinodal (point a’), similar to the case for the corresponding plot for 7 = 0.9 in the bottom
panel of figure 3. Likewise, up; >> 1 at the monolayer’s spinodal (point b’). At the spinodals
¢’ and d’ on the reverse path, where metastable liquid transforms to metastable monolayer
and metastable monolayer to stable gas, respectively, u,; > 1 and u;; < 1. Therefore, the
amplitude of the mid-plane component of the dominant (softest) mode does indeed indicate
reliably the nascent phase. However, that the newly formed monolayer is merely metastable
can be determined only from a knowledge of the complete phase diagram.
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Figure 7. As figure 1, but for 7 = 0.80 (a) and T = 0.71 (b).

Yet another qualitative change in the fate of the metastable gas occurs at even lower
temperatures, in the vicinity of the intersection of the spinodals in the u—7 representation
(see figure 6(b)). As an example we consider 7 = 0.71, which is slightly above the triple-
point temperature T, ~ 0.703. It can be seen that p at point a”, at which the gas becomes
unstable, is now larger than u at the monolayer’s spinodal (point b”). Thus, as p increases
from a value below b”, the metastable gas transforms directly into a (globally) stable liquid
(see also figure 7(b)). In other words, the monolayer does not participate at all in the phase
transformation at 7 = 0.71.

At T = 0.71, an inspection of u,; versus u reveals that u,; < 1 at the spinodal (point a”)
of the metastable gas. This suggests that the incipient phase is the metastable monolayer. How-
ever, we know that y at point a” exceeds u at the stability limit (point b”) of the monolayer. It is
clear, therefore, that the inference based on the dominant eigenvector is misleading in this case.
Additional numerical studies show that the dependence of p° on u over the range of existence
of the metastable gas, as indicated in the top panel of figure 3, does not change as strongly
with temperature for 7 > Ti.. Thus, we expect the inequality u,; < 1 to hold over this range.
That is, we expect the dominant eigenvector to signal correctly the monolayer (either stable or
metastable) as the destination of the metastable gas over the range of the latter’s existence, at
least above the temperature where the stability-limit lines (a and b) intersect (see figure 6(b)).
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5. Summary and conclusions

In the present paper we investigate the role of metastable states involved in first-order phase
transformations of a fluid confined to a nanoscopic slit-pore. Following previous investiga-
tions [9] we model the system as a lattice gas with nearest-neighbour interactions. Thermody-
namic properties are calculated within the grand canonical ensemble, where temperature (7'),
chemical potential (1), and the distance (n,) between the walls are controlled variables. The
best estimate for the grand potential €2 is obtained by minimizing the grand potential functional
Q[p] of the local densities p = {p;,i = 1, ..., N}, where N is the number of lattice sites.
The mean-field approximation is used to evaluate the interaction contribution to [p].

A central goal of our work is to develop a formalism for determining the limits of existence
of the various metastable states of the confined system (i.e. the so-called ‘spinodals’). The
starting point is the idea that in a stable or metastable state (i.e., at a minimum of the grand
potential functional 2[p]), small displacements of the local densities from their values ,O,Q at
the minimum lead to an increase §€2 in 2. We estimate this ‘cost’ 62 by expanding the density
functional up to second order in the displacements §p; = p; — ,o? . This yields a quadratic
expression in §p; for 62, where the associated expansion coefficients are elements of the
Hessian matrix H;; = (32Q/9p; 0p;)o. The matrix H comprises an entropic contribution,
given explicitly in terms of T and the densities p?, as well as an interaction contribution
which generally takes the form of a state-dependent direct correlation function. In the mean-
field approximation, however, the direct correlation function is just the (state-independent)
pair potential, in which case knowledge of the densities alone is sufficient for calculating the
Hessian. Stability of a given state requires that all eigenvalues of the A x A" Hessian matrix
be positive. The eigenvalues can be interpreted as ‘force constants’ measuring the resistance
of the system to certain collective density displacements, the direction of which (in density
space) is determined by the eigenvectors of the Hessian. As a metastable state approaches its
stability limit (i.e., a spinodal), certain eigenvalues go to zero, indicating that the corresponding
normal modes are ‘softening’. The direction of the soft modes in density space can provide
information about the character of the phase beyond the spinodal.

The stability criteria outlined in section 3.1 are general in the sense that they apply to any
(confined) lattice gas with arbitrarily complex walls, and also for any approximation to the
interaction contribution to 2[p]. However, direct diagonalization of the real-space Hessian
matrix is out of question for large N. Indeed, the method is practicable only if the equilibrium
states of the system possess spatial symmetries, for example full translational symmetry in
planes parallel with the walls (as for a system with chemically homogeneous walls). In
section 3.2 we show how to exploit this symmetry by means of a two-dimensional discrete
Fourier transform. Thereby, 62 decouples into independent contributions from different
discrete wavevectors k, and the stability criteria can be formulated in terms of the k-dependent
eigenvalues of the n. x n. reciprocal-space Hessian H(k). The problem of determining the
eigenvalues of the original A~ x A matrix H thus reduces to that of diagonalizing relatively
small matrices.

As demonstrated in section 3.3, additional decouplings in H(k) arise from the mean-
field approximation, combined with the nearest-neighbour restriction on the pair potential.
Incorporating these assumptions, we show that the eigenvalues can go to zero only in the long-
wavelength limit (i.e. at k = 0). This implies that collective density fluctuations against which
the system becomes unstable at the spinodals are homogeneous within the lattice planes.

A further implication of vanishing k = 0 eigenvalues is discussed in section 3.4, where
we derive (in principle) exact relations between the eigenvalues and eigenvectors of H(k) and
the matrix G(k) containing density—density correlations within and between the lattice planes.
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Expanding the eigenvalues around k& = 0 enables us to examine the long-range behaviour of
the corresponding real-space correlations. Within the present approximations and under the
assumption that the system is still (meta)stable, the asymptotic behaviour of the correlation
functions can be cast in a closed form, namely as a sum of exponentials exp(—R/&)/v/R,
where the n.-correlation lengths & are essentially the inverse eigenvalues of H(k) at k = 0.
Consequently, a decrease of a certain eigenvalue yields an increasing correlation length, which
is precisely what one expects in the vicinity of a phase transition. From a more technical
viewpoint, it is interesting that the above exponential decay in the correlations of a confined,
but still fully three-dimensional, fluid agrees with the Ornstein—Zernike result for a correlation
function in a true two-dimensional system [28].

Finally in section 4 we illustrate our approach by considering a confined system with
homogeneous walls and n, = 3, for which the Hessian can be diagonalized analytically. For
an appropriately chosen fluid—wall interaction, the equilibrium pu—7 phase diagram reveals the
existence of three morphologically distinct stable phases above a triple temperature 7. Regions
where these states are only metastable overlap and the relative locations of spinodals and phase
coexistence lines vary with temperature. Focusing on three particularly interesting isothermal
paths, we perform an analysis of the n, = 3 eigenvalues and eigenvectors characterizing
the (meta)stable states. In addition, we delineate the u-dependence of sorption isotherms,
which are directly measurable in parallel sorption experiments. The sorption isotherms
exhibit relatively wide hysteresis loops, indicating ‘pathways’ that the system may take in
an experiment performed on a finite timescale. The ‘new’ phase to which a metastable
phase decays upon approaching its spinodal does not always coincide with the globally stable
state. Under certain conditions the transformation between two globally stable phases involves
another intermediate metastable phase. The lifetime of such a metastable phase could be quite
long compared to the equilibration time available in a finite-time laboratory experiment. Thus,
the relative stability of, and reproducibility of occurrence of such a metastable phase may lead
the experimenter to believe that the newly formed phase is a globally stable one. From this
we conclude that there is a real worry about the significance of experimentally determined
phase diagrams of fluids in porous media, even in cases where the pore geometry is relatively
simple. Furthermore, close to T, the stable phase appearing at intermediate w can actually be
pre-empted by driving the low-p state to its spinodal.

With the exception of the last phenomenon, which is specific to the vicinity of the triple
point, the ‘destiny’ of the metastable states is well reflected by the character of the soft modes
(i.e., the dominant fluctuations) close to the spinodal. In other words, the eigenvector associated
with the vanishing eigenvalue has the ‘right direction’ in the sense that the diverging density
fluctuations already have the character of the new phase beyond the spinodal. Therefore,
the dominant eigenmodes appear to be a reliable indicator of the new phase to which the
metastable phase decays. In the light of this experience we expect the stability analysis to
work also for other fluid—wall interaction strengths, or for thicker systems (i.e. larger n.),
where the diagonalization of H can only be carried out numerically.

The analysis of metastable states presented here could also be a useful tool for investigating
the phase behaviour of more complex systems with less spatial symmetry (compared to the full
in-plane symmetry for the case of homogeneous walls). An example would be a fluid confined
by chemically ‘striped’ walls, the equilibrium states of which [8,9] are symmetric with respect
to one of the two spatial directions parallel to the walls. In the context of a stability analysis,
this remaining symmetry could be exploited by means of a one-dimensional discrete Fourier
transform. This would give rise to an (M x n;) X (M X n;) matrix H(k), where M is the
period of the stripes. Although the matrix is larger than the smooth-wall one, it is nevertheless
substantially smaller than the original real-space H.
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Appendix A. Discrete Fourier transform

Let f(R) be specified on the M? sites of a square lattice and let the sites be labelled from

my =—M/2+1to M/2 (o = x, y), where for convenience M is taken to be even. We define
a complete, orthonormal set of basis vectors W, (R) that span the M 2 sites:
V(R) 1 2rik - R M ek < M A1)
= —exp| ——— — — <ky, ky < — .
k M P\ m 2 rS 7

where i = +/—1 and the ‘<’ for the first part of the inequality signifies that k, > —M /2 + 1.
In (A.1), R and k represent vectors with integer components R = (m,, m,) and k = (k, k).
It may be shown that [30]

D VR W (R) = S (A2)
R

Y WHR)VL(R) = dp.p (A3)
k

where the superscript ‘+’ denotes the complex conjugate. Since the W), span the M? lattice
sites, any function f(R) given on those sites can be expressed as a linear combination of the
{Wi}:

fR) =) f)Wi(R). (A4)
k

The coefficients f (k) can be determined by multiplying (A.4) by ¥ (R), summing on R, and
invoking the relation in (A.2). The result is

) =) f(RYVL(R). (A.5)
R

Together f(R) and f (k) constitute the discrete Fourier transform pair: f is the representation
of the function in real (R) space; f is its representation in reciprocal (k) space.

Note that we may ‘partially’ transform a function defined on a 3D cubic lattice to 2D
reciprocal space. Thus, consider a function f (R, m_) on the 3D lattice. We expand f in the
2D basis vectors as

fRm) =" flk,m)Wi(R) (A.6)
k

where the argument m, reminds us that f implicitly depends on the z-coordinate of the lattice
plane. Following the reasoning that leads from (A.4) to (A.5), we arrive at

fle,m) =" f(R,m)Wi(R). (A7)
R
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Taking f (R, m;) to be real, we have from (A.7)
Freom) =" f(Rm)W(R) = f(~k, m.) (A8)
R

where the third branch of the equality follows from (A.1).
It follows from (A.5) that g g is represented in reciprocal space by

- i} . 1
Sp.r (k) = Z/aR,R,wk(R - R) =¥(0) = . (A.9)
R—R
By similar reasoning, we can derive the relation

< 1 ik - d
SR—R/,tiH (k?) = M exp —T . (AlO)

Appendix B. Asymptotic analysis of (3.44)

The purpose of this appendix is to evaluate the integral in (3.44) approximately in closed form
and to examine its asymptotic dependence on R. We assume that A;(0) > 0.
Making the substitution

x =«R (B.1)
we can rewrite (3.44) as
e RK(“’) x exp(lx cos @)
R . B.2
m(R) = Zﬁ/ / X ORI 2 (B.2)

We now suppose that R becomes sufficiently large that the upper limit of the «-integral
in (B.2) can be taken to infinity without incurring significant error. Using that the real
(imaginary) part of the integrand is even (odd) in the interval [0, 27] and the identity
foﬂ de cos(x cosp) = mJy(x) [31], where Jy(x) is the zeroth-order Bessel function, we can
perform the g-integration in (B.2) to obtain

_ xJo(x)
m(R) = 25/ R iRyt (B3)

The remaining definite 1ntegra1 in (B.3) is given by Gradshteyn and Ryzhik [32] as

R — Ko(R B.4
m(R) = 2ﬁ0(/§1) (B.4)
where we defined the ‘correlation length’
1
& = (B.5)
VAi(0)

and K (z) is the Bessel function of imaginary argument, which is given in terms of the zero-
order Hankel function of the first kind Hél) by [33]

_ T
Ko(z) = > H, " (iz). (B.6)

The asymptotic dependence of Hél) (z), where z is complex, is given by Abramowitz and
Stegun [34] as

() 2 , T
lim Hy '(z) ~,/—exp|ilz— — - <argz < 2m. B.7)
700 Tz 4
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In the present case, the argument of K, z = R/§, is real, so, combining (B.6) and (B.7), we

ﬁnd
1'1“ K R S - _i _l eXp‘ i _1 - - ‘[ _l eX[) _R é B 8

where we used that exp(—irz/4) = 1/ Vi Combining (B.4) and (B.8) we finally obtain the
result (3.45).
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