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LEGENDRE TRANSFORMS OF ELECTROSTATIC FREE-ENERGY
FUNCTIONALS*

BENJAMIN CIOTTI' AND BO LIf

Abstract. In the Poisson-Boltzmann (PB) theory, the electrostatic free-energy functional of
all possible electrostatic potentials for an ionic solution is often formulated in such a way that the
Euler—Lagrange equation of such a functional is exactly the PB equation. However, such a PB
functional is concave downward and maximized at its critical point, making it inconsistent in many
applications where a macroscopic free-energy functional is minimized. Maggs [Europhys. Lett., 98
(2012), 16012] proposed a Legendre transformed form of the electrostatic free-energy functional of all
possible dielectric displacements. This new functional is convex and minimized at the displacement
corresponding to the critical point of the PB functional, and the minimum value is exactly the equi-
librium electrostatic free energy. In this work, we study mathematically the Legendre transformed
electrostatic free-energy functionals and the related variational principles. We first prove that the PB
functional and its Legendre transformed functional are equivalent. We then consider a phenomeno-
logical electrostatic free-energy functional that includes a higher-order gradient term, proposed by
Bazant, Storey, and Kornyshev [Phys. Rev. Lett., 106 (2011), 046102] to describe charge-charge
correlations. For such a functional, we introduce the corresponding Legendre transformed functional
and obtain the related equivalence. We further consider the case without ions. We show that the
electrostatic energy functional is equivalent to a Legendre transformed energy functional with con-
straint, and we prove the convergence of the Legendre transform of a perturbed electrostatic energy
functional. Finally, we apply the Legendre transform to the dielectric boundary electrostatic free
energy in molecular solvation.
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1. Introduction. We consider an ionic solution that consists of M ionic species
together with solvent and that occupies a bounded region @ C R3. A commonly
used electrostatic free-energy functional, often termed the Poisson—Boltzmann (PB)
electrostatic free-energy functional, takes the form [2, 8, 11, 17, 19, 25, 34, 36]

(L1) 16 = [ [=51Vol* + 19— B(o)] o

Here, ¢ : © — R is any possible electrostatic potential, € : 2 — R is the dielectric
coefficient that can vary spatially in the region €2, and f : Q@ — R is the density of
fixed charges. In the classical PB theory, the function B : R — R is given by

M
(1.2) B(g) =571 ) e (e70 — 1),
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where 3 = (kgT)~! with kg the Boltzmann constant and T the absolute temper-
ature, ¢ is the bulk concentration of the ith ionic species, and ¢; = Z;e is the
charge of an ion in the ith ionic species with Z; the valence of such an ion and e
the elementary charge. Note that the function B = B(s) is smooth and strictly
convex and is minimized at s = 0 under the usual assumption of charge neutrality:

B'(0) = wal ¢°q; = 0. The Euler-Lagrange equation of the functional I = I[¢] is

(1.3) V. eVe— B'(¢) = —F.

This is exactly the PB equation for the equilibrium electrostatic potential ¢. Moreover,
the functional value I[¢] at this critical point ¢, which is the same as the maximum
value of the functional I, is exactly the (macroscopic) electrostatic free energy.

The functional I defined in (1.1) is an expression of the electrostatic free energy
through the equilibrium electrostatic potential of an underlying ionic system. It can
be derived from minimizing the following effective electrostatic free-energy functional
of all the ionic concentrations ¢; : Q — [0,00) (1 <7 < M) [8, 17, 25, 34]:

(1.4)

M
F[C}:/Q{ (f‘f’Z%Q) o+6~ 12@ ln Acl —1 Zﬂzcz _120;?0}d$
i=1

i=1

where ¢ = (c1,...,cp). (We define slns = 0 for s = 0.) The first part of the free
energy Fc| is the electrostatic potential energy, where f + Zﬁl gic; is the total
charge density and ¢ : © — R is the corresponding electrostatic potential defined as
the solution to Poisson’s equation

M
(1.5) V-quS:—(f-i-Zqici),
=1

together with some boundary conditions. The second part, where A is the thermal
de Broglie wavelength, is the entropy of the ions. The third part of the free energy
F[c] arises from the constraint of a fixed total number of ions in each ionic species.
Here p; is the chemical potential for an ion of the ith species and is related to other
parameters by u; = 71 In(A%¢°) [8]. The last part of the free energy Flc| is the
ionic pressure. Note that the functional F' is strictly convex. The equilibrium ionic
concentrations ¢; = ¢;(z) (1 < i < M), defined by the vanishing of the first variations
0¢, F[c] =0 (1 < < M), and the corresponding equilibrium electrostatic potential ¢,
satisfy the Boltzmann distributions ¢;(x) = ¢°e=#4¢®) for x € Q and i = 1,..., M.
These and Poisson’s equation (1.5) lead to the PB equation (1.3), where

M M
—B'(¢) = Zcz‘oo%‘@_ﬁq”b = Z%Ci
i=1 i=1

is exactly the local density of the ionic charges. Moreover, the free energy F' is
minimized at the equilibrium concentrations, and this minimum value is exactly I[¢],
the (macroscopic) electrostatic free energy; see, e.g., [8, 25, 34] for more details.

We remark that the variational approach in the PB theory has been generalized
to include the ionic size effect (or excluded volume effect); cf. [6, 23, 24, 25] and
also [4, 7, 9, 14, 15, 20, 21, 22, 27, 29, 30, 38, 40]. Let us denote by v; the volume of
an ion in the ith ionic species (1 < i < M). Let us also denote by c¢o = ¢o(x) (x € Q)
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the local concentration of solvent molecules and by vg the volume of a solvent molecule.
Then Zgo vic;(xz) = 1 for all z € Q. This means that the solvent concentration is
determined by all the ionic concentrations. The generalized, size-modified electrostatic
free-energy functional of all the ionic concentrations is the same as the functional Fc]
defined in (1.4), except that the entropy integrand term (i.e., the logarithmic term
in the integrand) is replaced by 31 Zi]\io [ci In(v;c;) — 1], where the sum starts from
i =016, 23, 24]. The new functional is strictly convex and admits a unique set of free-
energy minimizing concentrations that are determined by the equilibrium conditions
(i.e., the vanishing of first variations) [24, 25, 27]:

(16) ﬂln(’UOCO) _ln(vici) :ﬁ(qld)_;uz) in Qv i = 1;"'3Ma
Vo

where ¢ is the corresponding electrostatic potential. This set of nonlinear algebraic
equations determine uniquely the generalized Boltzmann distributions ¢; = ¢;(¢) (i =
1,....,M). Ifall v; (i =0,1,..., M) are the same, say, v; = v, then such distributions
are given by

e~ B¢
(1.7) ¢ = i nQ, i=1,..., M,
1+ ijl vese (e=Paid — 1)
where ¢ = v~ lefHi /(1 + Zj\il ePri) (i = 1,...,M). If the sizes are nonuniform,
then explicit formulas of Boltzmann distributions ¢; = ¢;(¢) (i = 1,..., M) seem

unavailable. (Numerically, one can minimize the free-energy functional of concentra-
tions using Poisson’s equation (1.5) as a constraint; cf. [40]. Alternatively, one can
obtain such distributions by solving numerically the system of equations (1.6) for a
set of values of ¢.) In any case (with or without the size effect included, and uniform
or nonuniform size when the size effect is included), the minimum electrostatic free
energy can be written in terms of the electrostatic potential ¢ as in (1.1), where the
function B : R — R is defined by

M
(1.8 ~B'(0) =) qei(¢)  and  B(0) =0,

The condition of the charge neutrality is now B’(0) = 0. It is shown in [24] that B is
smooth, strictly convex, and minimized uniquely at 0. The generalized PB equation
has exactly the same form as in (1.3).

An advantage of the PB theory (classical or size-modified) is that once the equilib-
rium potential ¢ is determined by solving the PB equation, all the ionic concentrations
are also known. However, the fact that the critical point ¢ maximizes the functional
I defined in (1.1), due to the negative quadratic term in the functional, makes it in-
consistent to couple the PB electrostatic free energy with other macroscopic energies,
such as the surface energy of a dielectric boundary, that are often minimized to yield
a stable equilibrium state. Naturally, one tries to construct a free-energy functional
that is satisfactory in several ways. First, such a functional should have a unique
minimizer and the corresponding minimum value should be the exact (macroscopic)
electrostatic free energy. Second, the minimizer should satisfy the PB equation. It
turns out that this is impossible as shown in [8].

To see the idea, let us only consider the case in which there are no mobile ionic
charges; and hence set the B-term to be 0. The electrostatic energy is given by

(1.9) E:/Q%fqbdx,
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where ¢ is the solution to Poisson’s equation
(1.10) V.-eVo=—f,

together with some boundary conditions. Using this equation, we have by integration

by parts that
1
E= /Q <f¢ - 2f¢>) da

- /Q {f¢+;<vaw)¢} da

= / (f(b — %|V¢|2> dz + some boundary terms.
Q

If the region Q is large enough, with its boundary far away from the support of f
(the closure of the set of points where f is not zero), then the boundary terms are
small and can be neglected. This derivation shows how the negative quadratic term
appears. Now the electrostatic potential ¢, the solution to Poisson’s equation (1.10),
maximizes this functional (without the boundary terms). One may try the following
functional:

/ (alVo[* + bo) dx
Q

for some a and b that can depend on f and € but not on ¢. If the functional is
minimized at some ¢ that solves Poisson’s equation and the minimum value is the
same as (1.9), then the only choice of a and b is that a = —¢/2 and b = f; cf. [8].

To resolve the issue of concavity of the PB free-energy functional, Maggs [31]
constructed a Legendre transformed electrostatic free-energy functional of all possible
electrostatic displacements D : Q — R3 :

(1.11) Dl—)/ {21€|D|2+B*(f—V~D) dz.
Q

Here B* is the Legendre transform of the function B. Indeed, the dielectric displace-
ment is related to the electrostatic potential ¢ by D = —eV¢. This allows us to
rewrite

Sivel= LipPaD.
SIVo[* = 5_[D]* + D - Vo.

With this and an integration by parts, we can then rewrite the original PB functional
(1.1) into

/[—%|V¢|2+f¢—3(¢) da
Q
:/ [1|D|2+(f—V~D)¢—B(¢))} dz + boundary term.
Q| 2¢

Now, the terms (f — V - D)¢ — B(¢) are related to the Legendre transform of the
convex function B evaluated at f—V-D. Therefore, it is natural to construct the func-
tional (1.11) [31]. Pujos and Maggs [33] applied this approach to develop models for
computer simulations of fluctuations in ionic solution. Maggs and Podgornik [32] and
Blossey, Maggs, and Podgornik [5] have also used the Legendre transformed functional
to study the asymmetric steric effect and correlations in electrostatic interactions.
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We recall that the Legendre transform h2* : R — R U {+o0} for a given function
h:R — R is defined by [35, 41]

h*(€) = sup [s€ — h(s)] Ve € R.
seR
If h is smooth, strictly convex, and minimized at some critical point, then A* : R — R
is also smooth and strictly convex, and

(1.12) h*(&) = s*¢ — h(s*), B (s*) =¢&, and R (&) = s*.

In this work, we study mathematically Maggs’ Legendre transformed functional
with extension to several cases and with application to dielectric boundary implicit-
solvent models for the solvation of charged molecules.

(1) We give a rigorous proof of the equivalence of the Legendre transformed func-
tional (cf. (1.11)) and the original PB functional (cf. (1.1)). This means in par-
ticular that the minimizing displacement field D of the Legendre transformed
functional is exactly the one that corresponds to the maximizing potential ¢
of the PB functional: D = —eV¢. We also derive the interface conditions for
the equilibrium displacement for the case with a dielectric boundary.

(2) We study a phenomenological free-energy functional that includes higher-
order gradients of the electrostatic potential, proposed by Bazant, Storey, and
Kornyshev [3] for describing charge-charge correlations. In a simple setting
(e.g., without the surface charges), this functional can be written as

o [ [-5 (V6R +21867) + o - B(o)] da,

where [, > 0 is the (constant) correlation length. We shall introduce a corre-
sponding Legendre transformed functional and prove that these functionals
are equivalent.

(3) We consider the case where there are no mobile ions in an underlying elec-
trostatic system. The electrostatic energy of such a system is the same as
(1.1) except the B-term is not included. This setting is simpler but is in fact
more subtle to understand, as the Legendre transform of the zero function is
400 everywhere except at 0. We shall first show that the electrostatic energy
functional is equivalent to the Legendre transformed functional

1
(1.13) Dr—>/ —|D|%dx
QO 2¢e

that is to be minimized over the class of displacements D such that V -
D = f in Q. Following the suggestion in [31], we also consider a perturbed
electrostatic energy functional

106 = [ [-5Iv6i + fo - 51oP] az,

where 1 > 0 is a small parameter. We apply the Legendre transform to
this functional and prove that the minimizing displacement and minimum
value of the transformed energy converge as p — 0 to the displacement of
the maximizing electrostatic potential and maximum value of the original,
unperturbed functional.
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(4) We consider the dielectric boundary electrostatic free-energy functional in the
implicit-solvent model for the solvation of charged molecules [12, 13, 26, 39]

ilol = [ [ 1V0R + £ = xB()] o

Here, T is the dielectric boundary—an interface that separates a solute region
(i.e., the region of charged molecules) Q2_ from the solvent (e.g., salted wa-
ter) region 4 in which there are mobile ions, f represents the fixed charges
of solute atoms, and x4 = xq, is the characteristic function of the solvent
region. The dielectric coefficient er is a constant in £2_ and another constant
in Q4. The term x4 B(¢) results from a usual assumption in the implicit-
solvent modeling that the mobile ions do not penetrate into the solute region.
Based on our analysis of the corresponding Legendre transform of the inte-
grand of Ip[¢], we propose to use the same Legendre transformed electrostatic
free-energy functional (1.11) but identify the admissible electrostatic displace-
ments to be those vector fields D :  — R3 such that V-D = f in Q_. With
such a setting, we again prove the equivalence of the two free-energy func-
tionals.

The rest of this paper is organized as follows. In section 2, we prove the equiv-
alence of the PB (classic or size-modified) free-energy functional and its Legendre
transformed functional. In section 3, we consider a phenomenological electrostatic
free-energy functional that involves a higher-order gradient term. We introduce its
Legendre transformed functional and prove the equivalence of these two formulations.
In section 4, we consider the case without ions. We show that the electrostatic energy
functional is equivalent to a Legendre transformed energy functional with constraint.
We also show the convergence of the Legendre transform of the perturbed electrostatic
energy functional. In section 5, we study the Legendre transformed electrostatic free-
energy functional for the dielectric boundary implicit-solvent model for the solvation
of charged molecules. Finally, in section 6, we draw conclusions and present a brief
discussion of our results.

2. Equivalence of two free-energy functionals. Let 2 be a bounded domain
in R with a C? boundary 99, f € L?(2), and g € Wh>(Q). (We use standard
notation of Lebesgue and Sobolev spaces as in [1, 18].) Denote

Hgl(Q) ={ue H(Q) :u=gondQ}.

Here and below, the boundary values are understood in the sense of trace [1, 18]. Let
e € L™(Q) be such that iy < e(z) < emax for all z € Q, where epin and enmax are
two positive constants. Let B € C3(R) be such that

(1) B is strictly convex in R;

(2) B is minimized at 0 with minimum value B(0) = 0; and

(3) B(to0) = o0, and either B’(+00) = +oo or B’ is bounded.
In the classical PB theory, the function B is given in (1.2), and hence B'(£o00) = +o0.
In the size-modified PB theory, it is shown in [24] that B’ is bounded. Note that the
Legendre transform B* : R — R is a strictly convex and C? function. In particular,
B*(0) = 0, since B'(0) = 0. We define I : H}(©) - RU{—oo} by (1.1). Note that
I[¢] < oo for any ¢ € HJ ().

THEOREM 2.1. The functional I : H) — R U {—oco} has a unique mazimizer

¢ € Hy(Q) and the mazimum value is finite. Moreover, ¢p is the unique weak
solution to the boundary-value problem of PB equation



ELECTROSTATIC FREE-ENERGY FUNCTIONALS 2979

(2.1) / EV65 -V + B (¢3)n] de = / frde e HA(Q),

and ¢pp € L>=(Q).

Proof. For the classical PB functional where the function B is given in (1.2), this is
similar to the proof of Theorem 2.1 in [26]. For the size-modified PB functional, where
B is given by (1.7) or implicitly by (1.8), this is similar to the proof of Theorem 5.1

n [24], where the fact that ¢p € L*>°(Q) is a direct consequence of the PB equation
and regularity theory [18, Chapter 8]. O

We denote
H(div, Q) = {D e [L2@)]*:V-De LQ(Q)} :
where the divergence V - D is defined in the weak sense:
(2.2) /QV~Dnd:r:f/QD~Vnd:z: Vn € H} ().
We recall that H(div, <) is a Hilbert space with the inner product [37]
(D,G>:/52[D~G+(V'D)(V~G)] dx VD, G € H(div, ).

If D € H(div, (), then the trace D -n : 9Q — R is in L?(0Q), where n is the unit
exterior normal at the boundary 92, and

(2.3) /Q(V-D)nda::—/QD-Vndx—F/aQ(D~n)ndS VY € H (Q);

see [37]. We define J : H(div,Q)) - RU {400} by

1
(2.4) J[D]:/ [|D|2+B*(fV~D)} der/ gD -ndS.
ol2e o9
Note that we have an additional boundary integral term in this functional, com-
pared with the functional defined in (1.11). Formal calculations show that the Euler—
Lagrange equation for the functional J : H(div, Q) — RU {+o0} is

(2.5) §+V(B*’(f—V~D)) =0 inQ.

Let us denote
Hy(div, Q) = {D € H(div,Q) : D -n =0 on 09}.

(Note that this is not the subspace of H(div, §2) that consists of divergence-free vector
fields. The subscript 0 here indicates a vanishing normal component of the vector
field on the boundary.) We call D € H(div,{2) a weak solution to the Euler-Lagrange
equation (2.5) if

D-G
(2.6) / { 5 —B"(f=V-D)(V-G)|dz=0 VG € Hy(div, Q).
Q
The following theorem indicates that the PB electrostatic free-energy functional
I defined in (1.1) and its Legendre transformed free-energy functional J defined in
(2.4) are equivalent.
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THEOREM 2.2. We have
(2.7) I[¢) < J[D] Ve e H)Q) VD e H(div,Q).

Moreover, if ¢p € Hy(Q) is the unique mazimizer of I : Hy(€2) — R U {—oco} and
Dp = —eVop, then D € H(div,Q) and

2. Ilog] = I[¢) = i D] = J[Dgl.
(2.8) [¢5] ¢€H}g{€;p(<m ] Deéﬁld?v,n)‘][ | = J[Dg]

In particular, Dp is the unique minimizer of J : H(div,Q2) — R U {400} with a
finite minimum value, and Dg is also the unique weak solution to the boundary-value
problem of the Fuler—Lagrange equation for the functional J : H(div,)) — RU {400}

(2.9) §+V(B*’(f—V-D)) =0 inQ,
(2.10) BY(f-V-D)=g  ondQ.

We note that the inequality (2.7) shows that the functional of two-variable (¢, D)
derived in [31] (cf. equation (17) there) is convex in D and concave in ¢. We also
note that if D = Dp, then the Euler—Lagrange equation (2.9) is just the constitutive
relation Dp = —eVe¢p, and the boundary condition (2.10) is just the boundary
condition for ¢p: ¢p = g on IN.

Proof of Theorem 2.2. Let ¢ € Hg1 (Q) and D € H(div,). By the definition of
the Legendre transform and integration by parts, we obtain

[ 51908 + 76— B(o)) ds
[ e 1
L [-5ver + 76— 5@+ S0+ w02 as
:/Q 21€|D|2+f¢3(¢)+1)-v¢]dx
L,

_2%|D|2 + (f—v-D)¢—B(¢)} dm+/mgp-nds

1
< |D|2+B*(f—V-D)}dx+/ gD -ndS
| 2e Ble)

(2.11) = J[D].

This proves (2.7).

Now let ¢p € H,(Q) be the unique maximizer of I over Hj(2) and let Dp =
— V. Cleatly, Dy € [L?(Q)]%. By (2.1) and (2.2), V- Dy = f — B'(é5) € L2().
Hence Dp € H(div, ). Moreover,

(2.12) f—V-Dp=DB(¢p) € H(Q).
This and (1.12) imply that

(2.13) B*(f -V -Dp)=(f —V-Dg)pp — B(¢p)  ae. Q,
(2.14) B*(f -V -Dp)=¢p  ae. Q.
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Repeating similar steps in (2.11) above, we have then by (2.13) that

16 = [ [~51905 + fon — B(on)] da

~5IV6nl + o ~ Blon) + oD + £ ou P do

s \DP + fn — Blox) + D Von | ds

%|D3|2 + (f* V. DB)QZ)B — B(¢B)] der/anDB -ndS

1
= |DB|2+B*(f—V-DB)} dm—i—/ gDp -ndS
[ 2¢ o0

(2.15) = J[Dg].

By (2.11) and (2.15), we have for any D € H(div,?) that J[Dg] = I[¢pp] < J[D]. This
implies (2.8), and Dp minimizes J over H(div, §2). Since the Legendre transform takes
convex functions to convex functions, the uniqueness of minimizer of J : H(div,Q) —
R U {400} follows from the strict convexity of J. Clearly, the minimum value J[Dp]
is finite.

By Theorem 2.1, ¢p € HY(Q) N L>(Q), and hence, by (2.12), f — V- Dp €
H1() N L>(Q). Consequently, for any G € [C1(Q)]> € H(div, ), we conclude from
that fact that § J[Dg][G] := (d/dt)|t=0J[Dp+tG] = 0, and from Lebesgue’s dominated
convergence theorem allowing the exchange of the limit and integration that

(2.16)
s1(Dz)c) = |

Q
By (2.14), B¥'(f — V- D) = ¢ € H'(Q) N L>®(Q). Note that [C1(2)]? is dense in
H(div, Q). It then follows that (2.16) holds true for any G € H(div, ). In particular,
(2.6) is true for any G € Hp(div,?), implying that Dp is a weak solution to (2.9). It
follows from (2.3) and (2.16) with G € H(div, ) that

(2.17)
D
/ [5’3+V(B*’(f—v-DB))] -de+/ [g—B*(f—V-Dp)]G-ndS=0.
Q o0

By choosing G € Hp(div, ), we obtain (2.9) with D = Dg. The two equations
(2.9) and (2.17) then imply that the second integral in (2.17) vanishes for any G €
H(div, Q). This leads to (2.10) with D = Dp. The uniqueness of the weak solution
follows from the strict convexity of B* and a usual argument; cf., e.g., the proof of
Theorem 2.1 in [26]. O

Let us denote

W = {D € H(div,Q) : there exists ¢ € H'(Q) such that D = —eV¢}.

+B*/(f—V'DB)(—V'G)] dm+/ gG -ndS =0.
8

[DB-G
Q

Clearly, this is a linear subspace of H(div,2). The following is a direct consequence
of Theorem 2.2:

COROLLARY 2.3. Let Dp be the minimizer of the functional J : H(div,) —
R U {400} as stated in Theorem 2.2. Then, Dp € W and

J[Dpl= min J[D]= min J[D].
DeH(div,Q) Dew



2982 BENJAMIN CIOTTI AND BO LI

We now consider the dielectric boundary problem and the interface conditions for
the minimizer of the Legendre transformed functional. Let T' be a C?, closed surface
such that T' C Q. Denote Q_ the interior of I' and Q; = Q\ Q_. So, both Q_ and
), are bounded open sets in R3, and Q = Q_ UQ, UT. We assume now that the
dielectric coefficient is given by

(2.18) e(z) =er(z) = e, ifzeq,

{s if v eQ_,

where e_ and e are two distinct positive numbers. We denote by [u] = ulo, —u|o_
the jump across I' of a function v : Q@ — R from Q4 to Q_. We also denote by n
the unit normal at I' pointing from Q_ to 2. Since the piecewise constant function
e € L*™(Q), Theorem 2.2 still holds true. It follows from routine calculations [25, 26]
that the maximizer ¢p € H}(Q) of I : H}(Q) — RU {—oc} is characterized by the
following set of equations:

e_Adp — B'(¢p) = —f in Q_,
.19) e+ Ads — B (65) = —f in Q..

l[¢g] =0 and [erVep-n]=0 onT,

¢=yg on 9.

In particular, ¢glo, € H?(Q4). The spaces H?(21) can be replaced by H3(Q.) if
feHY Q).

The following theorem provides a similar set of conditions that characterize the
minimizer Dp of the Legendre transformed functional J : H(div,Q) — R U {4o0}.

THEOREM 2.4. Assume f € HY(Q). Let D € [L*(Q)]® be such that D]g_ €
[H*(Q-)]? and D, € [H*(Q4)]. Then D = D € H(div,Q) (the unique minimizer
of J : H(div,Q) — R U {400} as in Theorem 2.2) if and only if D satisfies the
following set of equations:

€2+V(B*’(f—v-D))=o in Q_,
D , )
(2.20) o +V(B¥(f-=V-D))=0 in Qy,
[D-n]=0 and [V-D]=0 onT,
B*(f-V-D)=g on 9N

We note that if D = Dp, the unique minimizer of J : H(div,Q) — R U {+o0},
then D = —epVep with ¢p the unique maximizer of I : H}(Q) — R U {—oc}.
Consequently, the first interface condition [D -n] = 0 on T in (2.20) is exactly the
second interface condition [erVe¢p -n] = 0 on I" in (2.19), and, as shown below in
the proof of Theorem 2.4, the second interface condition [V - D] = 0 on I in (2.20)
is exactly the first interface condition [¢p] = 0 on I' in (2.19). Moreover, the last
equations in (2.20) and (2.19) are exactly the same.

Proof of Theorem 2.4. Clearly, the minimizer Dp = —erVe¢p € [L?(Q)]?, where
¢p € H}(Q) is the maximizer of I : H}(€2) = RU{—o0}. Moreover, by the regularity
of ¢p, we have Dplq, € [H?(Q4)]3. It follows from (2.16), the divergence theorem,
and the fact that the unit normal n points from Q_ to Q4 that
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0 =46J[Dp][G]
:/ [DB ¢ +B*’(f—V~DB)(—V~G)} dx
Q g

+/ DB.GJrB*'(fV-DB)(V-G)}d:ch/ gG -ndS
Q. L ¢ o0

:/Q_ [DB+V(B*’(f—V~DB))} yere

[ [Py B9 )| Gde s [~V DG nds

(2.21)
+/ [g—B*(f -V Dg)|G-ndS VG € H(div, Q).
oN

Choosing G with its support inside €2, and _ implies the first two equations in
(2.20), respectively. As a result, the above equation is reduced to the one without any
volume integrals. Choosing G supported inside § implies that [B*'(f —V-Dg)] = 0,
which further implies that [V-Dg] = 0 on T, since B*' is a strictly monotonic function
and the trace of f € H*(2) on T is well defined. The above equation is then further
reduced to the one with the right-hand side being only the integral over 9f2. This
then finally leads to the boundary condition in the last equation of (2.20). The first
interface condition [Dp - n] = 0 follows from the relation Dg = —erVep and the
continuity [erVép-n] =0on T in (2.19).

Assume now D € [L?(Q)]? with D|q, € [H?(Q4+)]3. Define ¢ € L*(Q) by ¢ = V-D
in Q_UQ4. Since [D-n] =0onT and n points from Q_ to 0,

/Qqudzr,z/ (V~D)ud1:+/ﬁ+(V~D)udx

=— D - Vudx — D-Vudx—/[[D~nﬂudS
o Oy r

=— [ D-Vudz Yu € Hy(Q).
Q
Hence, ¢ = V-D and D € H(div, ). If D also satisfies (2.20), then we have by similar

calculations as before (cf. (2.16) and (2.21)) that 6.J[D][G] = 0 for all G € H(div, Q).
Since J is strictly convex, D is the unique minimizer of J, and hence D = Dp. 0

3. The case with a higher-order gradient term. In this (and only in this)
section, we shall assume that ¢ is a constant for simplicity. We also assume that the
boundary of 2 and the function f and g on §2 are all sufficiently smooth so that the
solution to an underlying boundary-value problem of partial differential equation is
regular enough. Let o > 0 be a constant. We define

HS(Q) ={p € H*(Q): ¢ =g and d,¢ = 0,,g on 0N},

and I : H2(Q) — RU{—o0} by [3]

1o = [ [=5(80) = 5196 + fo— Blo)] do.
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Here the higher-order gradient term —(o/2)|A¢|? describes the ion-ion correlation
with y/o /e the correlation length [3]. This functional is the same as the phenomeno-
logical electrostatic free-energy functional proposed in [3] except we drop the surface
charge term for simplicity. By formal calculations, the Euler-Lagrange equation of
the functional I is

oA*p—eAp+B'(¢p)=f  inQ.

A function ¢ € HZ(S) is a weak solution to this equation if

(3.1) /Q [cApAN + eV - Vn+ B'(¢)n] do = /Q fndx Vn € Hg(Q)

THEOREM 3.1. There exists a unique ¢ € HZ(Q) such that I[¢] = maXse 12(0) I[¢]

with a finite mazimum value. Moreover, QAS is the unique weak solution to the boundary-
value problem

(3.2) oA*p—eAp+B'(¢p)=f  inQ,
(3.3) ¢o=g¢g and 0,9 = 0ng on ON.

Proof. We consider equivalently the minimization of the functional —1I. Note that
u — [|Aul 20 is a norm of Hg () that is equivalent to the H?(Q)-norm. Therefore,
since B > 0, there exist constants C; > 0 and C5 > 0 such that

(34) —j[u] > Cl”Uleqz(Q) - C2 Yu € H;(Q)

Now, let a = inf¢€H§(Q)(—f)[¢} > —o0. Clearly, o < (=I)[g] < oo and hence « is
finite. Let ¢; € HZ(Q) (j = 1,2,...) be such that (=1)[¢;] = a. Then, it follows from
(3.4) that {¢;} is bounded in H*(Q). Since H*(Q2) is a Hilbert space and can be com-
pactly embedded into H'(Q2) and C(£2), there exists a subsequence, not relabeled, of
{¢;} that converges weakly in H%(Q), strongly in H'(Q), and uniformly on Q2 to some

¢ € H%(Q). Since HZ(€) is convex and closed in H?(Q) by the trace theorem [16, 18],
it is weakly closed in HZ(Q). Hence b€ HZ(Q). Clearly, —1I is strictly convex. More-
over, it is continuous with respect to the strong convergence of H?(Q2). Therefore, I
is weakly lower-semicontinuous, and hence liminf; o (—1)[¢;] > (—I)[¢]. This im-
plies that (—I)[¢] = a and that ¢ is a minimizer of —I over HZ(Q). The uniqueness of
such a minimizer is a consequence of the strict convexity of the functional —I. Finally,
noting that ¢ € C(Q), we obtain (3.1), with ¢ replacing ¢, by routine calculations;
hence ¢ € HZ(Q) is a weak solution to the boundary-value problem (3.2) and (3.3).
The uniqueness of such a weak solution again follows from the strict convexity of the
functional —1I. 0
We define
H?*(div,Q) = {D € [H*(Q))? : V- D € H*(Q)}.

Note that if D € H?(div, ), then

/A(V-D)ndx:—/V(V~D)-Vnd1:+ On(V-D)ndS vn € HY(Q).
Q Q o9
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We define the Legendre transformed functional J : H?(div,Q) — R U {400} of the
functional I : HZ(Q) — R U {—oco} by

1 o * g
J[D]_/Q[QE|D|2+28|V~D|2+B (f—V-D+€A(V'D))]dl’

+/BQHD~n— gan(v-p)] g+ g(v-D)ang} ds.

The following theorem is parallel to Theorem 2.2.

THEOREM 3.2. We have
(3.5) fl¢] < JID] Vo e HXQ) VD e H*(div,Q).

Moreover, if ¢ € HZ(Q) is the unique mazimizer of I: H2(Q) — R U {—o0} and
D= —eV, then D € H?(div, Q) and

. I[¢] = I[¢] = i /D] = J[D).
(3.6) [¢] o o= A J[D] = J[D]
In particular, D is the unique minimizer of J: H?(div, Q) — RU {+00} with a finite
manimum value.

Proof. Fix ¢ € H;(Q) and D € H?(div,2). We have by the definition of I[¢] and

J[D], integration by parts, and the fact that ¢ = g and d,¢ = d,g on I that

—2(86)2 = SIV6[ + 6 - B(¢)| da

—2(86)? = J|VoI+fé— B(§) + 55|V - D +5A¢|2+215|D+5V¢2] de

[ o S R o
_@|V~D| +?E|D| +f¢—B(¢)+€(V~D)A¢+D-V¢} dx

Il
L
A
/Q _%zlv.DP + DI+ fo— B(6) - ZV(V-D) - V6 - <V'D)‘4 o

+ /m [g(v D)ong + (D n)g| dS

o 1 o
_2—62|V~D|2+2—€|D|2+¢(f—V~D+EA(V-D)) —B(¢>)] dx

I
S~

+ /ém [g(v - D)dpg + (D -n)g — gan(v . D)g} ds

1 o o
< — 2, - . 2 * N v — .
‘/9{25 D] +2€2|V DI+ B (f V D+€A(V D))} dx

+/m {[p-n=20.v-D)] g+ 2(V - D)Oug} ds.
= J[D].

This proves (3.5).
Now let ¢ € HZ () be the unique maximizer of I over H;(Q) and let D = —eV¢.
Since ¢ satisfies (3.2) and all Q, f, and g are sufficiently smooth, we have be H3(Q)
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and A¢ € H2(Q). These imply that D € H?(div, ). Moreover, by (3.2) again, we
have

(3.8) f-V-D+ gA(V D)=B'($) ae Q
This and (1.12) imply that

(3.9)
B* <f—V~D+gA(V~f))) :é(f—v-D+gA(v.D)—B(¢3) ae. Q.

Repeating (3.7) above with gﬁ and D replacing ¢ and D, respectively, noting that the
two inequalities are in fact equalities in this case, we then obtain I[¢] = J[D]. This
implies (3.6). Hence D minimizes .J over H2(div,(2). Since the Legendre transform
takes convex functions to convex functions, the uniqueness of the minimizer of J :
H?2(div, Q) — RU{+o00} follows from the strict convexity of .J. Clearly, the minimum
value J[D] is finite. 0

4. The case without ions. We define Iy : H}(Q) — R by

(11) hlol = [ (~5IV6F + fo)de Vo e HYO).

This functional is the same as I[¢] with B(¢) replaced by the 0 function. Let us
denote by By the 0 function, i.e., Bo(s) = 0 for all s € R. As in the previous case, we
define Jy : H(div,Q) - RU {400} by

~ 1
JO[D]:/ [|D|2+B§(f—V~D)] d:c+/ gD -ndS VD e H(div, Q).
ol2e a0

However, by the definition of Legendre transform, Bj(§) = oo if £ # 0 and Bj(0) = 0.
Hence, Jy[D] = +oo0 for all D € H(div,Q) except those that satisfy V- D = f a.e.
in ). We therefore consider the following constrained variational problem: Minimize
the functional Jy : H(divy, Q) — R, defined by

1
J()[D] = / f|D|2dJU —|—/ gD -ndS VD € I{(di\/'f,Q)7
Q2 o0
where

H(dive, ) = {D € H(div,Q) : V-D =f a.e. Q}.

Note that Jy differs from the functional defined in (1.13) by the boundary integral
term.

We recall that there exists a unique ¢o € H,(€2) that maximizes Iy over H}(Q),
and the maximizer ¢ is the unique weak solution to V-eV¢g = —f in Q and ¢y = g
on 09 cf. [16, 18, 25].

THEOREM 4.1. We have
(4.2) Iy[é] < Jo[D] Vo € Hgl(Q) VD € H(div, Q).

Moreover, if ¢g € Hgl(Q) is the unique mazximizer of Iy : H;(Q) — R and Dy =
—eVyg, then Dy € H(dive, Q) and

(4.3) JO[DO] = Degr(ljir‘lmm J[D] = ¢£I23«>((Q) Iy [¢] =1y [¢(ﬂ~

In particular, Dq is the unique minimizer of Jo : H(dive, Q) — R and the minimum
value is finite.
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Proof. Let ¢ € H, () and D € H(divy, Q). Similar to the proof of (2.11) but
with the fact that V- D = f a.e. in {2, we have

Wlol = | (5190 + 10) da
€ 2 1 2
g/ﬂ(—QWI +fo+ D +eVe )dm

:/ (216D2+f¢+D~V¢) dx
Q

1
:/ —|D|2dx+/ gD -ndS
Q2 a0
= Jo[D).

This proves (4.2). Clearly, Dy € H(divy, §2), since ¢y is the weak solution to V-eVgg =
—f. To prove (4.3), we notice that the above inequality is in fact an equality if we
replace ¢ by ¢ and D by Dy, respectively. This equality and (4.2) then lead to (4.3).
Now (4.3) implies that Dy is a minimizer of Jy over H(dive,Q2). It is the unique
minimizer, since Jy is convex. O

We now consider a different approach as suggested in [31]. We approximate the
functional Iy by I,, : H}(Q2) — R with x> 0, defined by

(1.4 0o = [ (~5IVoP +so -5 e Vo€ HY(@)

For any p > 0, let us define B, : R — R by B,,(s) = us?/2. It is easy to verify that the
Legendre transform of B, is given by B};(§) = €2 /24 for any ¢ € R. Correspondingly,
for each p > 0, we define the Legendre transformed functional J, : H(div,Q) — R by

1 1
JM[D]:/ Loy Lyp-v.opp d:c—i—/ gD-ndS VD e H(div,Q).
o \2¢ 2 o0

THEOREM 4.2.

(1) For each p > 0, there exists a unique ¢, € H () that mazimizes I, :
H}(Q) = R and that is also the unique weak solution to the boundary-value
problem

(5) {v eV, — by =—f  in,

bu=9g on 08.
(2) We have for any u > 0 that
(4.6) Llgl < J.[D]  VYoeHXQ) VD e H(div,Q).

Let ¢, be the mazimizer of I, : Hy(Q) = R and D,, = —eV$,, (u > 0). Then
we have for any p > 0 that

(4.7) uldy] ¢€I%%)(<Q) uld] Deggililv,ﬂ)(]”[ ] = JulDy]

In particular, D, is the unique minimizer of J,, : H(div, Q) — R.
(3) There exist constants C > 0 and po > 0, depending only on Q, f, g, and emin
and Emax, such that for all p € (0, po]
(4.8) Dy — Dollz2(0) < emaxl|én — dollmi() < Ch,
(4.9) |J#[D/t] — Io[po]| = |Lt[¢/t] — Io[o]| < Cp.
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Proof. (1) This part is standard; cf. [16, 18].

(2) The proof of this part is the same as that of Theorem 2.2 with B,,, ¢, and
D, replacing B, ¢p, and Dp, respectively.

(3) By (1), ¢, (1> 0) and ¢ satisfy

(1.10) | Vo Int e = [ foae e my@),
(4.11) / eVey - Vndr = / fndr  ¥n€ HHQ),
Q Q
respectively. Letting n = ¢, — ¢o € H} () and subtracting (4.11) from (4.10), we get

| V6.~ VonPda = =y [ 0,06, — dn)da.
) )
It then follows from Poincaré’s inequality and the Cauchy—Schwarz inequality that

b — ¢0H§11(Q) < Culldullzllon — dollz2)-

Here C' denotes a generic constant that only depends on €2, f, g, e, and ;. Conse-
quently,

9n — doll () < CulloullLz) < Cullén — dollzz() + CullollL2(q)-

Note ¢ only depends on €2, f, g, e_, and €. Hence, we obtain the second inequality
in (4.8) for all p € (0, o] for some po > 0 sufficiently small and depending only on
Q, f, g, e—, and ;. The first inequality in (4.8) follows from D, = —eV¢,(u > 0)
and 0 < emin < € < Emax in Q.

It now follows from the definition of I,, (cf. (4.4)) and Iy (cf. (4.1)), and (4.8),
that for all p € (0, uo]

|I,u[¢u} - IO[¢0H =

15 U967 = 19608 + 76— 60) — 8] o
< Er;ax Vo — VollLz) Vo + Vool 2o
+ 1 fllz2 |én — doll2@) + g||¢“||%2(9)
< O (98, + Vol + 1+ [0l13 (o))
< Cu (19, ~ Voollzaa + 2 Vol ey + 1

+ 206 — doll32() + 2ldoll3z(e )
<Cu(p+2p*+1).

This proves (4.9). |

5. Application to dielectric boundary implicit solvation. We now con-
sider the dielectric boundary problem in molecular solvation. Let again I be a C2,
closed surface such that I' C Q. Denote Q_ the interior of I' and Q; = Q\ Q_. So,
Q=0Q_UQ; UT. Here, Q_ and 4 are the solute and solvent regions, respectively,
and I' is the dielectric boundary. As before, we denote by n the unit normal at I’
pointing from Q_ to 2. The piecewise constant, dielectric coefficient ep : 2 — R is
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defined again in (2.18) with e_ and £, two distinct positive constants. Denote again
by x+ the characteristic function of Q. We define Ir : Hy () U {—oc} by

6 nlel= [ [FFIVE+ fo-xiB@)] de o e H@)

Clearly, I[¢] < oo for any ¢ € H, ; (©2). We consider the maximization of the functional
Ip : H}(Q) U {—oc} and the boundary-value problem of the PB equation

(5.2) VeV B(o)=—f in,
(5.3) p=g on Of.

The following theorem collects some useful results proved in [10, 25, 26, 28].

THEOREM 5.1.
(1) The functional It : H}(€2) — RU{—00} has a unique maximizer ¢p € H}(Q).
Moreover, the mazimum value is finite, and

lorllm ) +ll¢rlre@ < C

for some constant C > 0 depending one_, €4, f, g, B, and  but not on T'.
(2) The mazimizer ¢r is the unique solution to the boundary-value problem of the
PB equation (5.2) and (5.3).
(3) The boundary-value problem of the PB equation (5.2) and (5.3) is equivalent
to the elliptic interface problem

e Ap=—f n Q_,

e Ap—B'(¢)=—f in
o) [6] =[xV nl =0 onT,

o=y on 0S).

In particular, plo_ € H*(Q-) and ¢lo, € H*(Q). The spaces H*(Q_) and
H2(2y) can be replaced by H3(Q_) and H3(Q), respectively, if f € HY(Q).

We now denote
Ve ={D e H(div,Q):V-D = f ae. Q_}

and define Jr : Vr = R U {400} by

JF[D]Z/QL;D%B*U—V-D)] d:r—i—/anD-ndS.

Note that Vr is a convex subset of H(div,). Note also that Jp[D] is the same as
J[D] defined in (2.4) (with er replacing ). Here we use the subscript I' to indicate
that Jr is defined on Vr. It is clear that Jp[D] > —oo for any D € Vr.

THEOREM 5.2. We have for any ¢ € H)(Q) and any D € Vr that Ip[¢] < Jr[D].
If we denote ¢p € H) () the unique mazimizer of Ip : H)(Q) — R and Dr =
—erVér, then Dr € Vi, and Dr is the unique minimizer of Jpr : Vi — R U {+o00}.
Moreover,

(5.5) Jr[Dr] = min Jr[D] = 4)61“?{%?((9) Ir[¢] = Ir[¢r].
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Proof. Let ¢ € Hy(2) and D € Vp. Since V- D = f in Q_ and B*(0) = 0, we
have B*(f — V- D) =0 a.e. Q_. Therefore, by integration by parts, we obtain that

il = [ [~ Vol + fo - xiB)] da

IN

~ IO + £ B6) + 51D +erVol| o
er

1
5.o|DP + fé = x+B(#) + D V¢} dz
er
[ 1
[ 2er

(1
= IDP 4 xs <¢<f—v-D>—B<¢>>] to+ [ gDonas

Il

|IDI?> + fé — x4+ B(¢) — ¢V - D} dm+/ gD -ndS
o

IN

1
— D>+ x4 B*(f - V- D)} dx+/ gD -ndS
251“ a0

1
|D|2+B*(f—V~D)] dm+/ gD -ndS
o

(5.6) D }

Let ¢r € H,(Q) be the unique maximizer of Ir : H}(Q) — RU {-oc} and
Dr = —erVor 6 [L2(2)]3. Since ¢r is the unique weak solution to the boundary-
value problem of PB equation (5.2) and (5.3), we have by (5.2) that V- Dr = f —
x+B'(¢r) € L?(Q). Hence Dr € H(div, ). By the first equation in (5.4), V- Dr = f
a.e. Q_. Hence, Dr € Vp. By the second equation in (5.4), we have

(57) B/(d)r‘) = f -V DF in Q+.
Consequently,
B*(ffvDF):¢F(f7VDF)7B(¢F) in Q+.

Therefore, we can repeat those steps in (5.6) with ¢r and Dr replacing ¢ and D,
respectively, to get

Ielor] = [ [~FI9onl? + f6r - x.Bler)] da
-1
e
e
J, Lz

Lt

Jr }

[

|V¢ |2+f¢r*X+B(¢F)+7|DF+€FV¢F| ] x

2

|DF| + for — x+B(¢r) + Dr - ti)r} dx

2

|DF|2 + for — x4+ B(¢r) — ¢rV - Dr} dJH—/ gDr -ndS
90

2

S IDef? 4 s (627 ~ V- Dr) - <¢r>>} tw+ [ gDonas

2

|Dp| +x+B*(f-V- Dp)} dx+/ gDr -ndS
o9

2

|D1’*|2—|-B (f-V- DP):| dﬂS—F/aﬂgDr'ndS

2
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This and (5.6), together with the fact that ¢r maximizes It : Hj(Q) — R U {—o0},
imply (5.5). The inequality (5.6) and (5.5) imply that Dr minimizes Jp : Vpr —
R U {oo}. This minimizer is unique since the functional Jpr : Vpr — R U {oo} is
convex. 0

Denote
Wr ={D € V¢ : there exists ¢ € Hl(Q) such that D = —epVe¢ in Q}.

Clearly, Wr is a convex subset of V. The following is a direct consequence of
Theorem 5.2.

COROLLARY 5.3. Let Dr be the minimizer of the functional Jr : Vo — RU{+o0}

as stated in Theorem 5.2. Then, Dr € Wr and
Jr[Dr] = lr)r&r/lF J[D] = DIIEIIWHF J[D].

The following theorem provides a set of conditions, similar to those in (5.4), that
characterize the minimizer Dr of the Legendre transformed functional Jr : Vi —
R U {+o00}.

THEOREM 5.4. Assume f € HY(Q). Let D € [L*(Q)]® be such that D]g_ €
[H*(Q-)]? and D, € [H*(Q4)]?, and D = —e_Vé_ in Q_ for some g € H*(Q_).
Then D = Dr € Vr (the unique minimizer of Jr : Vo — RU{+o0} as in Theorem 5.2)
if and only if D satisfies the following set of equations:

V.-D=f inQ_
D o .
—+V(B(f-V-D)=0 in Sy,
+

(5.8) <[D-n]=0 onT,

1
—Dl|g_-7=-0; (B"(f =V D)|a,) VY unit vector T tangential to T,
5

BY(f-V-D)=g on 09Q.

Several remarks are in order. First, if D = Dr, the unique minimizer of Jr :
Vr = RU{+o0}, then Dr = —erV¢r with ¢r the unique maximizer of Ir : Hg1 Q) —
RU{—o0}. Consequently, as shown in the proof of the theorem, the equations in (5.8)
are equivalent to those in (5.4). Second, the second interface condition (i.e., the fourth
equation in (5.8)) is not the jump across I of a very same quantity. This is because the
B part is only for the solvent region €2 as it models the ionic contribution. Therefore,
the Legendre transform is only applied to part of the entire region 2. Finally, we
require D to be the gradient of a function in _. Otherwise, the divergence-free
vector field D + e_V¢r in Q_ may be nonzero in Q_. (It will be a curl of a vector
field if ©_ is simply connected.) Note the minimizer Dp fulfills this requirement.
Moreover, in terms of numerical implementation, solving the equation V- D = f in
Q_ can be converted to solving a more well-defined equation —e_A¢_ = f in Q_.

Proof of Theorem 5.4. Clearly, the minimizer Dr € Vp of the functional Jr :
Vr — RU{+o0} satisfies Dr € [L%(Q)]3. Since Dr = —erV¢r with ¢p the maximizer
of Iy : H}(Q) — RU {—o0}, we have by Theorem 5.1 that Drlo, € [H?(Q+)]* and
that clearly Dr = —e_V¢r in Q_ with ¢r € H'(Q). We show that Dr satisfies (5.8).
The first equation in (5.8) with Dr replacing D follows from the definition of Vi and
the fact that Dr € Vr. Note from (5.7) and (1.12) that

(5.9) B*(f =V -Dr)=¢r  inQ,.
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This and the relation Dr = —eprVeér imply the second equation in (5.8) with Dr
replacing D. The third equation in (5.8) follows from the second interface condition
in the third equation of (5.4) with Dr and ¢r replacing D and ¢, respectively. With
D = Dr = —erVér and (5.9), the fourth equation in (5.8) becomes d.¢rlg_ =
Or¢r|a, on T for any unit vector tangential to I'. This is true, since ¢rlo_ = ¢r|a,
on I" by the continuity of ¢r; cf. the first interface condition in (5.4). Finally, by (5.9)
and the fact that 0 is a subset of 02, the last equation of (5.8) with D = Dr is
the same as the last equation in (5.4).

Assume now D € [L?(Q)]? satisfies D|o_ € [H*(Q_)]® and Do, € [H*(Q4)]?,
and D = —e_V¢_ in Q_ for some ¢_ € H'(Q_). Assume also that D satisfies (5.8).
Then by the third equation in (5.8), we have D € H(div,2); cf. the last part of the
proof of Theorem 2.4. Moreover, D € Vi by the first equation in (5.8). It now suffices
to show that D is a critical point of the strictly convex functional Jr : Vi — RU{+o0},
ie.,

d
0Je[DIG) = o|  Je[D+tG]=0 VG € H(div,Q) such that V-G =0 in Q_.
t=0

Fix G € H(div,Q) with V-G = 0 in Q_. Suppose Q_ = U;Q", where Q) are
countably many, disjoint, connected components of _. Denote I'¥) = 8(2@. Hence,
we have the disjoint union I' = U;,T'(®) . For each i, I'¥) is a connected smooth surface.
Therefore, by the fourth equation in (5.8) and the relation D -7 = —e_0,¢_, we have
BY(f—V-Dla,)—¢_|a_ = c¢; on T® for some constant ¢; € R. It now follows from
the second and fifth equations in (5.8), the divergence theorem, and the fact that the
unit normal n points from 2_ to 4 that

D-G D-G
§Jr[D][G]= N dx—l—/m[ - +B (f—v-D)(—v-G)] dac+/mgG~ndS
== V¢f~de+/ [D+V(B*’(f—v-D))}de
Q_ Q, L&+

+/B*/(f7V-D|Q+)(G"ﬂ)dS+/ lg— B (f - V-D)|G-ndS
r o0
;/Qg>v(¢_+ci)'de+/pB*l(fV'D|Q+)(G'”)d5

= Zx/l“(i) [B*/(f -V D|Q+) - (¢—|§27 + Ci)] (G . 7?,) ds
=0.

This completes the proof. 0

6. Conclusions. A commonly used electrostatic free-energy functional of elec-
trostatic potential is concave downward and its critical point is the maximizer of such
a functional. Maggs [31] proposed a Legendre transformed functional of electrostatic
displacements. This new functional is convex and is therefore minimized at the crit-
ical point. Here, we first present a rigorous proof of the equivalence of these two
functionals. We then generalize this approach to several cases, including the case
with a higher-order gradient term and that without ions, to establish the related vari-
ational principles. We finally apply this approach to the dielectric boundary model
of molecular solvation.
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Potentially, a Legendre transformed functional can be coupled with other energy
functionals to minimize consistently the total energy. For example, in a continuum
model of molecular solvation, the electrostatic free energy with a dielectric boundary is
often coupled with the surface energy of such a boundary. In such a situation, using the
Legendre transformed electrostatic free-energy functional of dielectric displacements
can be advantageous, as each part of the total energy is to be minimized. A practical
issue in using a Legendre transformed electrostatic free-energy functional is to find the
Legendre transform B* of B. Only for a special case (1:1 salt), the explicit form of B*
seems to be available [31]. In general, the function B* can be numerically determined
and tabulated. A disadvantage of using a Legendre transformed functional is that
the corresponding Euler-Lagrange equation is more complicated, particularly for the
case of the functional with a higher-order gradient term. Further work is therefore
needed to demonstrate how the new forms of electrostatic free-energy functionals are
both theoretically and practically useful.

Our main contributions here are twofold. One is to provide some mathematical
insight into the Legendre transformed electrostatic free-energy functional in various
situations. The other is to apply this framework to the solvation of charged molecules.
This includes the construction of a new Legendre transformed electrostatic free-energy
functional for the molecular electrostatics with a dielectric boundary and the deriva-
tion of a set of interface conditions for the equilibrium electrostatic displacement. Our
follow-up work will be to develop numerical methods for molecular solvation with our
newly constructed Legendre transformed electrostatic free-energy functional.
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