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1 Derivation of the expression for the Helmholtz free

energy

In this section, we derive the expression for the electrostatic and hydration field energies
using the approach described in refs. 1 and 2. The expressions for the field energies derived
here contribute to the Helmholtz free energy of the system. Note that the Helmholtz free
energy serves as the starting point in the derivation of the disjoining pressure operating

between two charged surfaces.
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1.1 Electrostatic Field Energy

We assume that two point charges interact via a Coulomb potential, along with a local
interaction potential attributed to ion-ion correlations which decays according to the length
scale, l;;, for each pair interaction between ions i and j.*>* The interaction potential, U; ; is

given by:
Ui,j(r) - ZiZjlb(l — e_|r|/li,j>
kT

(S1)

where kp is the Boltzmann constant, 7' is the absolute temperature, z; and z; are the valencies

of ion 7 and ion j, respectively, [, is the Bjerrum length, and r is a spatial coordinate.

/
1= Ir=r 1/ 5

The linear operator which corresponds to the Green’s function, G(r,r’) = g

such that LG(r,r') = 6(r — 1') is L = (I;;°V? — 1)V? where § is the Dirac delta function.
The mean potential, ¢; ;, resulting from the interaction of the point charges, as described in
Eq. S1, is given by,

zied; ; = /Vdr'[Ui,j(r —1')e;(r')] (S2)

where ¢; is the number density of ions of type j (number of ions of type j per unit volume).
By applying the linear operator L; ; on both sides of Eq. S2, the potential resulting from

the interaction of ion ¢ with ion j obeys the following differential equation:
ELi’jqbZ'J = ZjGCj(T) (SS)

Summing over the index ¢ from 1 to N where N is the number of ion types in the system,

Eq. S3 can be expressed as follows:

=z

N N
Z Z 6Li,j¢i,j = NZ ZjGCj(T) = Np (84)

i=1 j=1 j=1

where p is the charge density. Note that the correlation lengths for a pair interaction is

symmetric, namely [;; = [;;. If the correlation length for each pair of species is equal,
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l;; = ., then the linear operators are equivalent, L; ; = L = (ZC2V2 — 1)V2. Therefore, we

can define the potential as:
1
o= S0 (S5)
i

The governing equation for the electrostatic potential is given by:
e(1.°V: - 1)V =p (S6)

We can then derive the form of the electrostatic field energy via a charging process. The
field energy changes as we place charges in a potential field. The change in the electrostatic
field energy, 6Wee., upon introducing a differential amount of charge, dp, into the system is
given by:
Welee = / dr[pdp] (S7)
1%

Substituting p in Eq. S6 into Eq. S7, we obtain:

W = / drledd(V - (12V%6 — V)]
v (S8)

v

Note that throughout the main text and the SI, we assume that the solvent permittivity, e,
is constant. Invoking the vector identity that: aV-v =V - (av) — Va - v, where a is a scalar

and v is a vector, Eq. S8 can be rewritten as follows:

Wotee = /V dr[eV - (¢(1.25V3p — 6V ¢)) .
9

— V- (126V% — 6V )]

Note that Eq. S9 was obtained using, a = ¢ and v = (1,.°0V3¢ — 6V ), in the vector identity

discussed above. Next, implementing the divergence theorem on the 1st integral in Eq. S9,
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Eq. S9 can be rewritten as follows:

Welee = / drsn - [ep(1.20V3¢p — 5V )|+

s (S10)

/ dr[~eVe - (12536 — 5V )]
14

Next, we choose an arbitrary reference surface for which we will evaluate the surface integral
in Eq. S10. Note that the expression for the integrand in the surface integral is of the form,
n - 6D, where D is the electric displacement field, given by, D = —eV¢ + [.2eV?V . By
choosing an arbitrary reference surface where the displacement field is zero, we can cancel
out the surface term (1% term in Eq. S10, which is of the form, [ drs¢(n - D), and obtain

the following simplified relation,
Wepee = /v dr[—eVe - (1,26V3¢ — 6V ¢)] (S11)
Substitution of §V3¢ = ViV2¢ in Eq. S11:
Wetee = /Vdr[—elc2V(b -VéV2p + eV - 0V (S12)

Utilizing the vector identity used above, and using the divergence theorem, and neglecting

surface terms, we obtain:
Wepee = / dr[eV - 5V ¢ + el 2 (V29)IV3¢) (S13)
14

Integrating Eq. S13 from 0 to W, we obtain:

el

Wotee = / {5 (Vo) + S (Vo)) (S14)

The underlying assumption is that we can locally integrate from 0 to W, where W, =

f 0Weee, at each local point within the volume V. Note that the field energy is universally
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convex such that §2W,.. > 0. However, in the minimization of the functional in Eq. S14,
we need to enforce Maxwell’s equations for a bulk charge distribution p bounded by surfaces
of fixed surface charge density ¢s, V- D = p and n- D = —q,, with Lagrange multipliers, \,
and Ao, where D is the displacement field. After incorporating these additional constraints
in Eq. S14, we obtain the following expression:

el.?

Wow = [ dr{5(V07 + -0

(S15)
+/Vdr[>\1(/)—v'D)]JF/SdI‘s[)Q(QsJFn‘D)]

where n is the unit vector pointing outward from the surface. It can be shown that A\; and
Ao must satisfy Ay = Ay = ¢ by minimizing the functional in Eq. S15 with respect to the
electrostatic potential. After applying the divergence theorem and substituting in Eq. S6,

we arrive at the final form of the electrostatic field energy:

el

Waew = [ delpi = 50 = G=(V20)" + [ drlaa (516)

1.2 Hydration Field Energy

We can follow a similar procedure to derive the field energy for the hydration potential. The

expression for the water-mediated hydration interaction between two ions, V; ;, is given by:

Vi) e rnlel=t)
) — 1

In this case, we define a new potential, the hydration potential, arising from the repulsion
between two ions mediated by ordered water layers. In Eq. S17 [} is the hydration length

and ky, is the inverse length scale associated with ordered water layers. The linear operator

/
_e—nh|r—r |

4dr|r—r/|

such that LG(r,r’) = §(r —1’)

that corresponds to the Green’s function G(r,r’) =
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is L = V? — k2. If we define the hydration potential ¥y, as follows:

1
Py, = T dr Z ancn(r')], (S18)

we can show that the potential in Eq. S18 will obey the following differential equation by

applying the linear operator L to both sides of Eq. S18:

(V2 — Kk2)apy, = —dml,e i Z 0 Cn, (S19)

where, c¢,, is the number density of ions of type n and «,, is a size parameter for each ion
given by the relation, a,, = ﬁ—:e”h(l”_lh). In «,,, [, is the hydrated size of ion n, so that «,, = 1
Vn corresponds to the case of equally hydrated ion sizes. Note that this derivation is similar
to that of Bohinc et al.® It is convenient to solve for the difference in the hydration potential
relative to a reservoir, instead of solving for its absolute value, because the chemical potential
contribution due to hydration will always be computed relative to a reservoir concentration.
To this end, we introduce the relative hydration potential, 1, = ¥ — ¥p rer, Which results

in the following expression:

(V2 — k), = —4mlyente Z an(Cn — Cpyref) (520)

Beginning with Eq. S20, we can mimic the electrostatic charging procedure for the non-
electrostatic hydration interaction to obtain the field energy for the hydration potential. To
this end, instead of placing ions in an electric field, we place them in a hydration field, which
results in the following expression for the change in the hydration field energy, 6Whyq,, for

the hydration process,
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\%4

5Whydr = kBT/ dr ¢h5(zan(cn - Cn,ref))]
L (S21)

- —V2y, + Kby
— kT /V dr _¢h5< Tl )

For convenience, defining a constant A = kgT'/(4xl,e™ ), and then implementing the vector

identity discussed earlier, Eq. S21 can be recast as follows:

5Whydr = / dr| — A¢h5v2¢h + Amizﬁh&/zh]
\%

_ /V dr| — AV - ($40V ) ($22)

+ AV YoV, + A“i¢h5¢h]

Next, we first apply the divergence theorem on the 1st term in Eq. S22. We then note
that similar to our analysis of the surface integral in Eq. S10 to derive the expression
for the electrostatic field energy, we can move the term on the second line of Eq. S22 to
a reference surface such that it takes the form, f 5 drs Ay (n - 0Dy), where Dy, = —Viby,
is the equivalent of the electric displacement field for the hydration potential. Similar to
the analysis presented in the case of the electrostatic field energy where the surface term
containing the electric displacement field got eliminated, we can also eliminate this term
containing the displacement field for the hydration potential. Subsequently, we integrate the
two final terms in the third line of Eq. S22 to obtain,

A
Whyer/dr
v

5 (V)" + gniwil (523)

Note that we still need to enforce Eq. S20 in the hydration field energy. This can be

done using two Lagrange multipliers at the surface and in the bulk, similar to what we did to
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derive the electrostatic field energy. Following a procedure similar to the one used to obtain
the Lagrange multipliers in the case of the electrostatic field energy, here, we find that the
Lagrange multipliers are equal to the hydration potential, 1);,. Substituting the Lagrange

multipliers along with the expressions of the constraints in Eq. S23, we obtain:
A A
Whydr :/ dI‘ [5 (V?ﬂh)z + Eﬁiwi]
1%
+ / dr whk‘BT(Zan(cn — Cn’ref)>]
V n

+ / i Ath%h—Amiﬁ)]
1%

—i—/drs
s

Equation S24 can be further simplified by using the divergence theorem, which yields the

(S24)

wh(—n . Avwh + Uh)

following expression for the hydration potential:

Whydr = / dr
14

/ drippkgT Z an(cn — Cn,ref) (S25)
Vv n

+/Sdrs [%Uh]

Because we assumed that the hydration interactions act only between the counterions, i.e.,

A

A
(Ven)? — Sk

between the cations in the case of two negatively-charged surfaces, o, = 1 for cations, while
for the cation-anion and the anion-anion interactions, «,, = 0. This results in the following

expression for the hydration field energy:

A

— E(th>2 — glﬁiwz + wthT(C+ — CO)

Whydr = / dr
\%4

+ /S dr, [whah]

(S26)
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1.3 The Total Free Energy Functional

The total internal energy of the system is given by: U = Wejee + Wiyar. In addition, we

retain the entropic contribution in the PB model, =TS = fv drg, where,

ra (e (2))

We assume that the entropy of the ions is unaffected by the electrostatic correlations which
only influence the internal energy, U. Finally, we include a contribution to the Helmholtz
free energy which results from the exchange of ions between the bulk reservoir and the region
confined between the two charged surfaces, F.,.,., which is given by: Fe,.n. = — fv dr (,u+0++
,u_c_>. Adding up U — T'S 4+ F_cn., the expression for the Helmholtz free energy, F, of the

system is given by:

F = /Vdr{qu— [1voP +12 (7%6)°] +g (e

+ f dr qs¢
S

N /V N {[_wi— (vwh)%T e —cowthT}

8mlyetln

(S28)

+ 7{ dr oy, —/ dr(pycy +p_c_)
s v

Note that Eq. S28 is the same as Eq. 3 used in the main text to predict the disjoining

pressure.

S9



2 Derivation of Eq. 15 in our article describing the re-
lation between the electrostatic potential, hydration
potential and their higher order derivatives

E_ and 5 ‘W = 0 for the bulk variation. Using the calculus

At thermodynamic equilibrium, 2 5

of variations, the functional derivative of F[gb] and F[iy], can be expressed as:

SF of d (0f\ & [Of

%~ 6~ () i (a7) = 52
o1 d (o
Son Do (awh> 0 (830)

The total derivative of f is given by:

af _of of , 9of , Of

———+—¢ + 20" + 550"

dr 26" T op” T oy
af of (S31)
w wh 8¢2 h

Because f does not depend explicitly on x, it follows that % = 0. In addition, we utilize the

following mathematical relations:

of ,_d (0 \_d (0f\

Lot@) i@
af ///_i 8_f /! _i ﬁ /!

352" = iz (o) ~ iz (o) o
of ,_d(of )\ _d[(0f

3= ax (o) ~ 2z () (534
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L ¢", and aw,@/} from Egs. S32, S33 and S34,

Now, substituting the results for 2 55 gb” , 8 P

respectively, into Eq. S31, we obtain:
af of , of d (0f ,
dr —¢¢ (W) “ i (7)
of of
. (a¢/) ¢ - (8¢”> ¢ <835>
8f d ([ 0f d ([ of ,
TR (awh ) - () v

Now multiplying Eq. S29 with ¢" and Eq. S30 with ¢}, and then substituting the resulting

expressions in Eq. S35, we obtain:

af d (of
@‘%(aW (37)//)
f

> [ of
e (w) Y& <a¢"> 4 (536)
d (of |,
dw (fwz )
Using the relation: % <% <%> gzﬁ/) = d; <6¢>”> o+ (8¢,,) ¢", Eq. S36 can be rewritten
as:
df d (8f ) d (8f ,,)
L (L) o (o0
dx 0¢ dx \ 0¢ ($37)

~u (@ (@) ) & (o)

Next, integrating Eq. S37 yields the following relation:

of ,  of ., ., of ,
f= 8_¢’¢ - 8¢”¢ + — (8¢”) Ju V= constant (S38)
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Substituting the expression for f from Eq. 3 in our article, and solving for the various terms

in Eq. S38, we obtain:

€ el.?
507+ 50" =" + ppt g — ey — pc-

2
— ik + U

(S39)
+ wthT (C+ — Co) -+ kBT[ 87Tlhe“hlh

= constant

Eq. S39 is the same as Eq. 15 in our article.

3 Contour plots showing the dependence of the pre-
dicted disjoining pressure on the salt concentration
and surface charge density

To explore the full parameter space of the dependence of the predicted disjoining pressure on
salt concentration and surface charge density, two contour plots are presented in Fig. S1 for a
2:1 electrolyte solution. The contour plots show the regions in which the phenomenon of like-
charge attraction may be expected based on our proposed theory. In particular, like-charge
attraction is prominent at close separations of 1-3 nm, even for low to moderate charge
densities ranging from -0.05 C/m? to -0.1 C/m?. As the two charged surfaces are pulled
apart from intimate contact, there is first a strong repulsive pressure, followed by an attrac-
tive well that relaxes to zero over a few nanometers of separation distance. The topological
complexity of the concentration-dependent disjoining pressure arises from the interplay be-
tween the attractive pressure resulting from ion-ion correlations and the entropic repulsion.
According to Eq. 2 in our article, increasing the salt concentration results in a decrease
in the magnitude of the correlation length, which in turn decreases the attractive pressure
contribution resulting from ion-ion correlations (2°¢ term of Eq. 21 in our article). However,
the dimensionless correlation length in Eq. 12 in our article, which controls the variation of

the electrostatic potential, and consequently, determines the value of the second derivative
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Figure S1: Contour plots of the predicted disjoining pressure for a 2:1 electrolyte solution
(e, = 80) with (a) changing bulk salt concentration, and (b) surface charge density. In (a),
the surface charge density is fixed at ¢, = —0.1 C/m?. In (b), the bulk salt concentration
is fixed at ¢y = 0.1 M. The scales of the contour plots are adjusted so that red indicates a
repulsive predicted disjoining pressure, and blue indicates an attractive predicted disjoining
pressure. Note that the disjoining pressure is expressed in units of MPa.

of the electrostatic potential in the 2"¢ term of Eq. 21 in our article, gets enhanced upon
increasing the salt concentration. Furthermore, the entropic contribution to the predicted
disjoining pressure (4" term in Eq. 21 in our article) decreases with an increase in the salt
concentration of the bulk reservoir. This explains why we observe a complex non-monotonic

dependence of the predicted disjoining pressure with varying salt concentration.
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4 Comparison to experimental data for reduced Hamaker
constant

The Hamaker constant reported by Plassard et al. (Ay,) is approximately 70-fold larger than
the reported value for silica, A, ~ 2 x 1072! J based on previous studies.®” To ascertain
whether our model can work in the case of lower A; values, we repeated the calculations
used to obtain Fig. 8 in the main text using A, = 2 x 102! J instead of A, = 14 x 107
J, the value measured experimentally by Plassard et al. The disjoining pressure profiles are
shown below in Fig. S2. In order to fit the qualitative trends in the data, all the parameter
values were kept constant, but the value of o5, was changed from o}, = 5/nm? (the original
value used to generate Fig. 8 in the main text) to o, = 4/nm?. As can be seen, the BSK
theory can still describe the qualitative trends even when the Hamaker constant is reduced,

due to the attractive disjoining pressure resulting from ion-ion correlations.

10 —

0 Q0080 o 0™

° 191 mM

Pressure [MPa]

100 —10.3 mM
% ——3.5mM
—0.8 mM
. —0.2 mM
-20 ' - ‘
0 1 2 3 4

Separation Distance [nm]

Figure S2: Comparison of the disjoining pressure versus the surface separation distance
predicted by our complete theory (solid lines) with the experimental data of Plassard et
al.® (circles) for five Ca(OH), salt concentrations. Note that we used Aj, = 2 x 1072 J to
generate the disjoining pressure profiles using our theory (solid lines).
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