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Abstract. The classic problem of evaluating the free energy of an electric double layer around

a planar electrode or polyion through an appropriate charging process is reconsidered, within
the Poisson-Boltzmann framework. After a brief consideration of an infinite planar electrode,

we examine finite-size effects. An application is made to swollen arrays of disc-shaped clay
platelets.

1. Introduction

Polyelectrolytes are made up of highly charged mesoscopic polyions, oppositely charged
microions and added salt, dissolved or suspended in a polar solvent, usually water. The
polyion may be a line (charged polymer chain), a surface (e.g. a clay platelet or a membrane),
or a three-dimensional object as in charge-stabilized colloidal suspensions or charged
micellar solutions. Due to the high polyion charge, the microscopic counterions are strongly
attracted while the coions (carrying a charge of the same sign as the polyions) are repelled,
thus giving rise to electric double layers characterized by a strong inhomogeneity of the
local densities of these ions in the vicinity of the polyion. The topology of the double layer
is obviously determined by that of the polyions, and by their relative configurations. In the
case of linear or rod-like polyions, we expect a sheath structure, while for charged platelets,
the double layer is expected to be flat. A thermodynamic quantity of prime importance is the
free energy of the double layer, which is a functional of the local densities of microscopic
ions, depending parametrically on the instantaneous configuration of polyions.

Although the double layers of neighbouring polyions overlap and interfere, it is
instructive to consider first the simpler problem of the free energy of an isolated polyion
(infinite-dilution limit), or of a polyion in a Wigner—Seitz cell with appropriate boundary
conditions, to mimic the effect of the neighbouring polyions which form a cage with some
average topology, of volume equal to the volume per polyion. This problem, which has
already been addressed by several authors [3, 4], is revisited in the present paper. Restriction
will be made to rigid lamellar polyions, with special emphasis on finite-size effects, and an
application to a suspension of disc-shaped clay platelets

2. Poisson—Boltzmann theory

We shall hereafter consider mesoscopic charged plat®letamersed with their counter-
ions in a symmetric 1:1 electrolyte within Poisson—Boltzmann (PB) theory. The platelets
are modelled by infinitely thin rigid membranes of surfefe Without loss of generality,
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the membranes are assumed to be negatively charged; theyZaigmentary structural
charges—e and their surface charge density is moreover taken as a constant-Ze/S.
The solvent is replaced by a continuum of dielectric constant

Different electrostatic situations can be distinguished. If the suspension is in equilibrium
with a salt reservoir, the system must be considered as belonging to a grand canonical
ensemble. The numbers of microions &nd —) are determined by equating the chemical
potential of the salt in the reservoir and in the solution. On the other hand, for a system with
a given salt concentration (canonical situation), the number of caionis knowna priori,
from which N, is deduced by means of the charge neutrality constraiht.— N_ = Z.
In both cases, the thermodynamic potential to be considered is straightforwardly obtained
from the Helmholtz free energy, the expression for which can be much simplified by
choosing an adequate real or virtual charging process, as will be shown below.

In the framework of Poisson-Boltzmann mean-field theory, the microions are treated
as an inhomogeneous ideal gas. The local density of microions is then related to the
electrostatic potentiah(r) by

p(r) = py exp[FPep(r)] (1)

where 8 = 1/kT is the inverse temperature. Equation (1) expresses the condition of
chemical equilibrium: the electrochemical potential of the microions—i.e. the sum of the
ideal chemical potential and the electrostatic energy—is constant throughout the solution:

fF(r) = w*(r) £ ep(r) = kT log(A®p*(r)) £ ep(r) = kT log(py A®) )

where A is an arbitrary length. Equation (1) must be combined with the exact Poisson
equation which reads, denoting the charge density of the platelejs (@,

4
V2p(r) = —?” [ap(r) +ept(r) —ep~ (1) ]. 3)

In the following two paragraphs, some simple geometries and boundary conditions
allowing an analytic solution of equations (1) and (3) are briefly reviewed (i.e. Gouy—
Chapman theory [1] for an infinite charged plane, where the electrostatic problem reduces
to a one-dimensional one). General equivalent expressions for the free energy of the
double layers will then be obtained before considering the simplifications introduced by
the linearization of PB equations. Finite-size effects will be the subject of subsequent
sections.

3. A single plane without added electrolyte

When no salt is added, the only microions present in the solution are the counterions:
p~ = 0. The simplest problem to be solved is for an infinite platelet occupying tked
plane. The platelet charge densitygis(r) = o §(z) wheres is the Dirac distribution and
the counterions occupy the two half-spages 0 andz < 0. The electric field vanishes at
largez. Forz # 0, one has to solve

2 4
= 00 =T 0 exn-pen). (@)
The discontinuity of the electric field far = O is related to the surface charge so the
boundary conditions are

V2<p

2no
= - (5)
z=0" 2

do

_ e
dz

z=0% dz
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Two successive integrations yield [4]

2kT
() = Y log(|z| + b) + ¢o (62)

+9Xp(—,3€§00): 1 1
O (zl+b2 214, (z] +b)?

Two fundamental lengths have been introducet); = Be?/¢ is the Bjerrum length

which characterizes the strength of electrostatic interactiéns~(7.1 A in water) , and

b =e/(l,|o]) is the Gouy length characterizing the thickness of the electric double layer.
The Helmholtz free energy per unit area redts- U — TS where

pt@) =p (6b)

1 +o00
U= é/ (gp +ep e dz (7)

is the total electrostatic energy per unit area and the entfopgduces to its ideal part
consistent with PB theory:

+00
s=—k [ o' foga®s) - 1] k. (®)

o0
Choosingpg A® = 1, and denoting by the surface potential one gets

F = gpo — 2kT ol 9)
e

with
pp =@z =0). (10)

Alternatively the free energy can be calculated from an isothermal charging process [2],
where the surface charge of the membrane is varied from O to its final value:

F = /J pp(c’) do’. (11)
0

The reason for this ‘coincidence’ will be discussed below.

4. A periodic succession of parallel planes without added salt

The effects of finite polyion concentration can be analysed by considering a regular
succession of infinite parallel planes locatedza& nh (n € Z). Each plane carries a
uniform surface charge < 0. The density profiles around a given membrane, e.g. located
atz = 0, can be obtained by restricting the solution of the PB equation to the Wigner—Seitz
(WS) slab extending from = —h/2 to z = h/2, with the boundary condition of vanishing
electric field forz = +h/2. Choosing the edge of the slab as the reference potential
(p(z = £h/2) = 0), one obtains after two successive integrations [4]

0(z) = ]%T log [cosz(m_/\h/z)} <0 (12a)

1 1
2,02 co2((|z| — h/2)/1)
where the screening lengthis related to the Gouy—Chapman lengtk= e¢/(n¢,|0|) by

tan(zh}L) = % . (13)

p (@)= (120)
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The free energy per unit area of membrane now reads
kT |o| hb |o|
e

+A3
This expression can be recovered by considering an isothermal charging process, but it does
not coincide with the integral of the surface potentf§| ¢p(c’) do’. When an operator
reversibly decreases the surface charge of the membranesfréone’ + 5o’ the resulting
variation of the free energy is related to the work done by the operator by

§F =8Wop(o' — o' +80”). (15)

The membrane can be considered as a reservajraffed cations ¢+) and anionsd ™)

with the constraintb~ + o = o. In order to decrease’, the operator has to move
|6c’|/e = —8c’/e cations per unit surface from the membrane to the solution. The
electrochemical potential of the grafted cations reduces to the electrostatic energy

F =¢ppo —

iih=epp (16)
whereas in the solution the electrochemical potential is

iy = kT log(pg A®). (17)
The reversible work done by the operator in the operation is

’ / / ~ ~ |6U,|

SWop(o" — o' +80') = [p.:m — ,u;g] (18)

and therefore
° . kT .3 ,
F—F(o=0= (pp(a)—jlog(,ooA) do’. (19)
0

Here, the prefactoss = 1/(27¢,1?) defining the electrochemical potential of the microions

in the solution (cf. equation (2)) depends en which was not the case in the previous
situation. From this correct expression of the free energy, the equation of state of the
double layer can be derived. A little algebra yields

Mechanical equilibrium in the solution requires

V Phydrostatic= €p” (2) E = %E divE (21)
and hence

Phydrostatid2) — %sEz(z) = constant= P. (22)

At each point in the solution, the osmotic pressuPehas an ideal-gas contribution
Phydrostatic = T (z) kT and an electrostatic contribution proportional to the square of the
electric field. The latter vanishes at the edge of the WS gelt (£1/2) where the osmotic
pressure reduces to its ideal-gas contribution:

kT
28,202
Since P > 0, the platelets tend to repel each other: the ideal-gas repulsion exceeds the

electrostatic attraction. This could no longer be true if the behaviour of the ions in the
solution was nonideal.

P =kTp*(h/2) = (23)
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5. General derivation of the free energy; finite-size effects

We henceforth consider charged platelets of finite size, e.g. mesoscopic clay particles.
The reduction of the initialV-platelet problem to a one-platelet problem is based on the
introduction of the WS cell. The difficulty lies in the choice of the boundary conditions to
be imposed for the electrostatic potential [5]. For example, if the symmetries of the polyion,
of its local environment and of the WS cell match, or if one is dealing with a crystal-like
configuration of platelets, it is possible to impose a vanishing normal component of the
electric field everywhere on the WS surface)(

From a practical point of view, a direct evaluation of the free energy ffom U — T S
proves inconvenient. It is however possible to express the free energy in terms of a general
charging process. The total electrostatic energy is

1
U= [lr+ew —plodr=[ LB du-§ Ly vy-ds 24
2 )y y 8 5, 8
On writing ® = Beg, the free energy becomes
BF = N log(pd A®) + N_log(py A®) — 7{ & Vo-dS
87'[63 )
1
+ / [(p_ —p P —(p” +p") + (V<1>)2} d*v. (25)
1% 8,

The prefactorsooi are considered as free parameters, which will turn out to be useful for
the linear (Debye—Hickel) approximation, but as long as a reference potential has not been
specified, they individually have no significance. In a general variadion> @ + 5O,

¢, — L, + 8¢, representing the elementary step of a generic charging process, one may
write

i _

8L+0 pt+ 5&3 p~+(p~ —ph)sd. (26)

Po Po

S(pt+p7) =
One of the terms appearing in the differential can be transformed into a surface integral
over ¥ since

O V(D) + VO - V(D) =div [P V(5D)] (27)
and finally,s F can be cast in the form

1
8,

+ / @5(‘2) d®r + [log(pg A®)] 8N + [log(py A®)]SN- (28)
P

§(BF) =

e,
yg [® V() — 60 VO] -dS + U "
)

B

which can be interpreted in terms of various virtual or real charging processes. The surface
integral represents the work necessary to maintain the boundary conditions (decoupled into
‘constant charge4 ‘constant potential’ work). The tern/8¢,/¢, is associated with a
variation of the strength of electrostatic interactions. In the situation where the electric field
has no normal component on the WS surface, a charging process where the Bjerrum length
varies yields

Ly /
F(,) — F(t; =0) = kT BU (') o

0 - (29)
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because in this caséy = 0 andéN, = §N_ = 0. The above formula summarizes various
expressions. For example, if the charging process is performed such that at any stage, all
ions have a fraction. of their final charge (cf. [2, 3])§¢,/¢, = 8(e?)/e?> = 281/ and
1 dn/
F—F(A:O):Z/ U o (30)

0
Alternatively, if the integration is performed over the temperature (at constant dielectric
permittivity and charges; see [3]),

T
F—FB=0)= T/ U(T") d(z%,) (31)

oo
and the thermodynamic identig(8 F)/d8 = U is recovered.
Finally, the last contribution té(8F) can be re-expressed as

/ ) 570 d%r + [log(pg A®)] 8N + [log(pg A®)] SN-
P

2
= /P {[log(pg A®) — @] 8N, + [log(pg A®) + @] SN_} ‘LS’”

ﬂ(ﬁgol - ﬁ‘/t) ﬂ(/jgol - ﬁ;)
d2
= / {log[p*(r)A®] SN, +log[p~ (r)A®] SN_} Tr
P
Indeed, the reversible work done by an operator varying isothermallypy § N, and N_
by §N_, by moving cations and anions from the platelet to the solution (or vice versa), is

~ .. 6N — ~_ O6N_
Wop = /7; {(/Lg_ol - MP)% + (g — MP)S} dr. (33)

In the above operation, the charge migration is performed in such a way that the surface
charge of the platelet remain constant.

The general expression (28) accounts for all possible charging processes. Depending
on the physical situation under consideration, a given charging process may allow the free
energy to be cast in a tractable form. In the next paragraph, we shall see which further
simplifications the linearized version of PB theory brings about.

(32)

6. Free energy within linearized PB theory

The so-called Debye-iitkel approximation consists in linearizing the potential dependence
of the ionic densitiep™. It is convenient to define the prefactqarggL such that

p*(r) = py exp{FBelo(r) — "1} (34)
whereg* is a reference potential to be specified, and the approximate densities are
p=(r) = py [LF Belp(r) — ¢")]. (35)
The linearized PB equation now reads
4
Vip(r) = = ap(r) + x5 [p(r) = o] (36)

wherek? = 4nl,(pd + py) = 1/A% is the squared inverse Debye length, gad=
Ae(pg — py)/(ex3) + ¢*. The numbersvV, andN_ = N, — Z = N, + So /e of counter-
ions and coions in the WS cell of volunié are

N.
V= ro{1xpe ~ o) (37)
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wheregp is the mean potential in the WS cell

1
o= . 38
i= [ ow (39
The relation between the macroscopic quantifiesand the Debye length is
N N_ Z
4nt, U = kB [1- B — 9+ At et — ). (39)

A particularly simple choice is thus to linearize the densities argynghich implies taking
@ = ¢*. Under these circumstances

&= Ne and K3 = 4715,,7N+ N
\%4 \%
The difficulty in the calculation of the free energy (apart from the contribution of the
boundary conditions) arises from the terfpyp so d?r in equation (28): the potential
depends nonlinearly on the Debye length which generally varies with the surface eharge

Indeed, the solution of equation (36) takes the form

(40)

4
o(r) = yo+ %U/ G(x — 7, kp) dx (41)
P
whereG is the Green’s function satisfying
(—=VZ+ k)G (r, kp) = 8(r) (42)

with the required boundary conditions on the WS surface. It is however possible to construct
an isothermal charging process whetgis held constant. The electroneutrality constraint
readsN, — N_ = Z. The constancy of, and hence oV, + N_ is then achieved provided

87
SNy =—N_= (43)

at each elementary step of the charging process startifig-a0, N = N° = Nfinal  7/2.
The integration along this path gives

/ / op d?r do = —Zeyo + E/ op d?r. (44)
0o JP 2 Jp

7. Application to clay colloid suspensions

The clay particle is modelled by an infinitely thin, rigid disc of radius carrying Z
elementary chargese assumed to be uniformly distributed over the surface. This is a
reasonable representation of the synthetic laponite clay particles [6] which have a typical
diameter of 250A and a thickness of 1@. The positive counterions and negative coions
are assumed to be monovalent point ions. The disc is placed at the centre of a Wigner—
Seitz cell; the macroscopic concentratioe= N/ V of clay particles determines the volume
v = 1/n of the cell. For a spherical cage, the radius is then unequivocally determined.
For a cylindrical cell of radiusk and height 2, only the product 2 R%h = v is fixed.
The aspect ratidR/h is determined by minimizing the free energy as discussed later. A
spherical cage corresponds, physically, to the limit of low platelet concentrations where the
latter may rotate almost freely, while a cylindrical cage is better adapted to concentrated
stacked configurations.

Due to the lack of spherical symmetry of the polyion, the question of the adequate
boundary conditions to be imposed at the surface of the WS cell is a delicate one. In
the simpler case of a spherical polyion in a WS sphere, the symmetry naturally imposes
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that the electric field vanish at the surface of the sphere, on the assumption that the mean
distribution of neighbouring polyions is essentially isotropic. In the case of a cylindrical
WS cell, the symmetry of which is compatible with a circular polyion, we impose that the
normal component of the electric field vanish everywhere on the surface of the cylinder.

For a cylindrical WS cell, one naturally uses cylindrical coordinates. The charge density
of the platelet reads

gp(r) = gqp(r,z) =068(z) O(ro—r) (45)

where§ and ® are the Dirac and Heaviside distributions respectively. The potential is
expanded in a Bessel-Dini series which is well adapted to the boundary conditions specified
below:

P(r )= A2) J0<yn;> (46)

n=1
wherey, is thenth root of J1(y) = —dJo(y)/dy = 0, Jo and J; are the Bessel functions
of Oth and 1st order, an& is the radius of the cylinder. If/2is its height, the boundary
conditions which we have imposed are

dpr.a|  _
ar r:R_

Ap(r, 2) ~0
dz z=%h .

With these conditions, one may assume= 0, without loss of generalityy( — @ is
independent o).

Free energy

25 ! :
0.3 0.8 1.3 1.8

Figure 1. Determination of the ‘optimum’ cylindrical cell. The upper (dashed) and lower
(dotted) curve correspond to charging processes where either coion or counterion concentrations
are kept constant respectively. The solid line is obtained from the analytic expression (44)
(constant¢, charging process). The three curves give the same minifumm >~ 1.01. The

clay concentration is = 5 x 10~° M and the salt concentration is 1 M. The platelets carry

Z = 200 elementary charges;ss = 78 corresponding to water, arfd= 300 K.

An analytical solution of equation (36) can be obtained [5]. The resulting density profiles
are sensitive to the aspect ratigR for a given cell volume 2 R?h. The ‘optimum’ aspect
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ratio is determined by minimizing the free energy with respect to this ratio. In any charging
process, the only aspect-ratio-dependent contribution to the free energy is

/ da'/ 0o (r,z = 0) d?r
0 disc

which can be calculated analytically using the constantcharging process described in
section 6, or by numerical integration along simple paths. Examples are shown in figure 1:
the three curves correspond to charging processes where coion concentration, counterion
concentration or Debye screening length (analytical calculation) are kept constant. They all
give the same minimum/ro ~ 1.01, which satisfies the physical requiremehtry > 1.

We may conclude that for finite clay platelets the swelling process leads to a well-defined
value of the inter-lamellar spacingi2under the action of electrostatic forces alone.

8. Perspectives

The expressions for the free energy given throughout this paper are valid within the
mean-field (or Poisson—Boltzmann) approximation. The derivation of explicit, analytical
expressions in the case of finite-size platelets requires moreover a linearization of PB
theory, while estimates for the nonlinear theory require some numerical work. Correlation
effects between microscopic ions, due to their hard core and Coulomb interactions, may
be accounted for by including appropriate terms in the initial free-energy functional (for a
recent application to charge-stabilized colloidal suspensions, see e.g. [7]).

Another crucial extension, which is currently being considered, is to include a more
realistic description of the solvent than is afforded by the ‘primitive’ model. This may be
achieved within the density functional formalism by modelling the solvent, e.g., by dipolar
hard spheres, as is routinely done for bulk ionic solutions (see e.g. [8]), and by including the
corresponding electrostatic and correlation terms in the free-energy functional. The latter
must now be minimized with respect to the local densities of the ions, taken to be charged
hard spheres, and of the dipolar hard-sphere solvent. Work along these lines is in progress.
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