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We derive rapidly convergent expressions for the Coulomb component of the pressure tensor of
single-charge, partial-charge molecular, and point-dipole lattices in the Ewald formulation for both bulk
and surface geometries. In the case of the pressure tensor, a general procedure for generating the series
expansions is described. Some of these expressions are simple enough to be suitable for incorporation in
molecular-dynamics and Monte Carlo molecular simulation computer programs covering a range of
specific polar condensed phases. The surface-geometry formulas are more complicated than the corre-
sponding bulk expressions because of the reduced symmetry.

I. INTRODUCTION

Condensed-phase polar solids and liquids are often
represented by unit cells periodically repeated in two and
three orthogonal directions for surface and bulk studies,
respectively. Each unit cell contains N charged species.
The charge distribution of ions is often represented by a
series of point charges, molecules by a multipole expan-
sion, or alternatively by a series of discrete ‘partial”
charges distributed at sites within the molecule. These
charge interactions decay slowly with distance so that a
rapidly converging resummation of the original series is
often required for efficient comparison. One of the most
important applications for lattice sums is in Monte Carlo
(MC) or molecular-dynamics (MD) computer simulation
of polar molecular species. We believe some of the ex-
pressions derived below could be useful in this area.
Some of them (particularly the surface formulas derived
below) are possibly a little analytically complicated to be
of much use in simulation because of the repetitive nature
of the technique. However, there are many nonsimula-
tion applications where the level of complexity of the ex-
pression is not such an important issue once they have
been coded into the computer because these summations
only have to be performed perhaps several times in an ap-
plication, so the complexity of the formulas is not a seri-
ous problem.

One solution to the slow convergence of the original
lattice sums is to recast the original slowly converging
real-space lattice sum using the Ewald method! into two
more rapidly converging series. This approach has the
advantage that the interaction tends to the original
Coulomb form in the thermodynamic limit (i.e., N — o0 ).
For a fully periodic three-dimensional lattice, Ewald re-
cast this summation as two series, one in real space and
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the other in Fourier space (covering the reciprocal lat-
tice).! Both of these series can be adjusted to converge
rapidly by a suitable choice of an arbitrary inverse
distance-scale parameter, k, which is present in both
series. An alternative approach is to curtail artificially
the original Coulomb interaction with distance using an
arbitrary short-range “switch-off”” function. As normally
implemented, with a fixed switch-off distance range, this
method does not tend to the original system in the ther-
modynamic limit. The switch-off method can lead to
structural artifacts which become manifest in the radial
distribution function at pair separations close to the trun-
cation distance.? Therefore, the Ewald approach has
much to commend it in favor of switch-off functions.
The bulk Ewald formulas have been investigated
numerous times (see, for example, Refs. 1 and 3-6). The
author has derived a range of alternative summations of
the general Ewald form for bulk point-charge lattices,
concentrating on the potential energy and the forces.’

In a polar surface, such as a solid or liquid film, the
slowly converging interactions cover a lattice of unit cells
repeated to infinity in fwo directions parallel to the sur-
face plane. The lattice is of finite extent in the remaining
direction perpendicular to the surface plane. In contrast
to the bulk potential, the surface potential and its deriva-
tives has been less well studied by the Ewald route.

Following on from Ewald, Parry? adapted the Ewald
transformation to apply to laminar and semi-infinite sys-
tems. The author has developed these surface formulas
for point charges’™!* and point dipoles,!* concentrating
on the potential energy and the forces, from the perspec-
tive of molecular simulation. Subsequently, there have
been other contributions to this subject. For example, re-
cently Lekner!® derived a surface potential formula cast
entirely as a Fourier space series. This converges rapidly
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for charge separations whose components perpendicular
to the surface plane are of order or in excess of a typical
lattice spacing in a crystal. As the normal separation
tends to zero, this formula converges slowly. Hautman
and Klein'® considered a novel expansion procedure, in
which the r ! interaction was decomposed into an in-
plane component [reformulated as a two-dimensional
(2D) Ewald expansion] and an out-of-plane component
retained in real space. A completely different method
suitable for large-N bulk simulations has been to use a
“reduced” multipole reformulation of the Ewald
method.!” In this method, the simulation cell is reduced
to an equivalent reduced number of charges with the
same lower multipoles as the simulation cell. Replica
unit cells are replaced by a unit cell of multipoles, treated
again by an Ewald expansion to improve convergence.

The situation for the potential energy and force for
point-charge and point-dipole lattices is now well docu-
mented and either the conventional Ewald,>* or its sur-
face adaptation, the Parry-Ewald formulas, are suitable
and can be generalized to arbitrary multipole distribu-
tions.

The purpose of this paper is to develop further the
above formulas to consider the pressure tensor P, which is
an important quantity in solid and liquid state statistical
mechanics, but has been neglected for a range of idealized
polar species lattices. One use for the pressure tensors is
in MD simulation of the liquid state. The time correla-
tion functions of the stress tensor using the Green-Kubo
expressions give predictions for the viscosity.® Without
these formulas, Green-Kubo cannot be implemented
efficiently.

We extend the Ewald treatment to derive expressions
for the pressure tensor of bulk point-charge, partial-
charge molecular, and dipole lattices for both bulk and
surface geometries. For completeness we also give the
expressions for the system and single-species Coulomb
potential energy, and the derived forces (the latter being
used as a component of the pressure tensor). The formu-
las for the partial charge systems will be derived in detail,
and the point-charge lattice analogous of these expres-
sions will be quoted as special cases. The total energy,
force, and pressure tensor for any material will have a
number of short-range interaction contributions, but we
assume they are sufficiently rapidly decaying with dis-

II. BULK

A. Partial-charge molecules

The long-range nature of the Coulomb interaction
necessitates a formal sum over the entire 3D lattice of the
replicated simulation (“unit”) cells. The vector n denot-
ing the position of the unit cell is given by

n=iXL, +;§L, +kZL, (1)

where the unit vectors 7 are directed along the ¥ direc-
tion, the corresponding cell sidelengths are L., and the
integers i,j,k range over 0,%=1,%£2,...,+« to span the
entire lattice. Consider N molecules of index i, with n,
charges g;,, where a is the site index within the molecule.
Each molecule satisfies the electroneutrality condition

2 qia:O . (2)
a=1

The total Coulomb interaction energy of the system ® is

N M N 7 ©
20=3 3 93 292

i=la=1 JFiB=1 n’

, (3)

rniajﬁ

where
rnl'ajB:ria_rjﬂ+n > (4)

and r;, is the position of partial charge a on molecule i,
9;o- The prime on the n denotes the omission of the i =
term when n=0. An alternative expression for the total
electrostatic potential energy is

=1

where ¢, is the potential energy of molecule i. Partial
charges a and f3 are positioned on molecules i and j, re-
spectively. Therefore we reserve Roman indices for the
charged units themselves and the Greek letters for the
charge site indices.

The Ewald expression for Eq. (5) involves a summation
over the real lattice vectors n and also reciprocal lattice
vectors h. The reciprocal lattice vector is defined by

tance to be absolutely convergent and pose no problems h=2m(iX/L,+j§/L,+kZ/L,) . (6)
when using direct summation over the real lattice. We
first consider bulk geometries in the next section. Then,
_J
N M N 7 w0 4 = N %
20=73 3 9> 2 92 etfckryigig) /Thiqip t = 2 h “Zexp(—h% /4|3 3 gigexpliher;,)||?
i=1 a j#Fi B n’ 4 h+#0 i a
N " N M n;
-2 2 ‘Iizaz’”'#l/z"_ >3 Gia X, qiﬂerf(Kriai,B)/riaiB . @)
i=la=1 i=la=1 B*a

Therefore the original summation carried out in real space is transformed into two summations, one in real space (over
the same real-space lattice) and one in reciprocal space (over the reciprocal lattice). Additional Gaussian charge distri-
butions have been placed on each charge site. The adjustable parameter « is an arbitrary inverse-length parameter, and
erf( - -+ ) and erfc( - - - ) are the error and complementary error functions, respectively. The value of k determines the
relative emphasis given to the real- and reciprocal-space terms; the reciprocal-space series becomes increasingly more
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important as k increases. The volume of the simulation cell equals V= ILX-Ly XL,|, where L, =T0La. Usually, the
real- and reciprocal-space series are truncated spherically in each vector space. The last two terms in Eq. (7) specify the
self-energy of the molecules in the system. These two expressions correct for the inclusion in the reciprocal-space sum-
mation of the interaction energy for the Gaussian spread-out charges on sites @ and B, respectively with the point

charge g;, in the same molecule.

An alternative representation for ® is to use the definition of Eq. (5) and calculate ¢; directly,

ﬂ. N n.

2 Gic >, 2 qjﬁz erfc(KrmaJB)/rmaJﬁ+
a=1 j=1B=1 n' h+#0
n.

K= 3 Gia > qiﬁerf(Kriaiﬁ)/riaiB ’

n;
_ 2 —1/2
2 qia27r
a=1 a=1 B+a

2 h " 2exp(—

ﬂl- N nj
h%/4k*) 3, g;Re[exp(—hr,,) S > g;gexplih-rg)]
a=1 j=1p=1

(8)

where Re denotes the real part of a complex quantity. The force on partial charge on site @ on molecule i, F;, by all
charges in the system including those on the same molecule is given by

F:a I(I¢l .

9)

From the definition of ¢; in Eq. (28) we obtain for the electrostatic force on partial charge a,

Fia:F}a—}’F}}z .

(10)

The real-space series contribution to the force is given by F}, and the reciprocal-space series contribution to the force is

given by FIL. We have

q,aE 2 qjgz

jFip=1 n'

BV K7 nijg€XP( —K2r maJB

and

Fll=— inz S hh Zexp(—h?/4i?)g;,lm
h+#0

where Im denotes the imaginary part of a complex quan-
tity. It is important to note that the Coulomb force on
site a for species i, F}I, contains contributions from par-
tial charges within the molecule. Taking all sites in the
molecule into consideration, they do not introduce a net
force or torque on the molecule. In any implementation
of rigid-molecule dynamics constraint forces or any other
geometry-maintaining device (e.g., quaternions) would
nullify these forces.

The pressure tensor of a Coulomb system can be writ-
ten in terms of the virial —r-Vr ~!. In an atomic descrip-
tion, the pressure tensor is defined solely in terms of the

“site-site” pair forces, Fia,jﬁ,5
n N
Py = 2 m; I' l‘ += 2 2 2 2 rla]Banjﬁ
i=1 1=1a"11#13 1
1 N "o
'2_ 2 2 2 TwigFiaip > (13)
=1a=1B+a

where f; is the velocity of the center of mass of molecule
i. (The center of mass of molecule i is denoted by r;).
The pair force between site @ on molecule i and site 8 on
molecule jis F;, ;5. In Eq. (13), the first term is the kinet-
ic contribution to the pressure tensor coming from the
translational motion only. The second term is the in-
teraction between sites on different molecules only. The
last term is the contribution from the intramolecular con-

)+erfc(kr

N
exp(—ih'1;,) ¥ 3 gqjgexplih-rg)
j

| S
niajf (11)

3
niajB

)

majB ’

(12)

=18=1

straint forces (needed to maintain a rigid unit under
motion). In Eq. (13) the nearest-image pair separations
and forces are assumed. The forces on the sites that need
to be “constrained” come here from charges on other
molecules and also from those on the same molecule.

An alternative expression for P is to use the molecular
representation

N
PV=73 mii+— 2 ZrUFU , (14)

i=1 1—1]#1

where r;;=r; —r;. These can be rewritten in a more use-
ful form for computation,

PV = 2 m;i;; +1 2 2 2 2 r;Fiip - (15)

i=1 l—la—lﬁﬁlﬁ 1

In the Ewald summation the interactions are not
decomposable solely in terms of pairwise additive interac-
tions because of the reciprocal-space term. In fact, the
reciprocal-space term in the Ewald formula is as impor-
tant as the real-space term because the programs are opti-
mized to truncate the real-space interactions within half
the box-sidelength. This necessitates values of k¥!/3>7,
so a major component of the interaction comes from the
reciprocal-space term. Typically in a simulation it is
found convenient to truncate spherlcally in real and re-
ciprocal space, where n <1 and h <h_,; for aV'/*~7,
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then hmax~7.18 Therefore, Eq. (15) is only partially ap-
plicable (i.e., for the real-space part of the Ewald formu-
la). Our solution to this is to use Eq. (15) for the real-
space component of the pressure tensor. For the
reciprocal-space component of the pressure tensor we use
the form in Eq. (13) directly from ® which circumvents
the periodic boundary problem. A Taylor expression of
the interaction energy ®(¢€) in terms of the strain tensor €
leads to a definition of P,

PV=—a(D(O) . (16)
O€
J
13303303 7
= — q‘.a qB —
L o e = s R
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In the case of the diagonal elements, L, —L,(1+€) and
for the off-diagonal elements, e—sin(6), giving k,
—k, +ek, and k, —cos(6)k,. Using the approximation

a®(0)

de

[P(e)—P(0)]
€

a7

in the limit e—0 and carrying out a Taylor expansion in
€ we have for the Coulombic component of the pressure
tensor,

ThijTniajp

rniajB

2
o N i
+27 S Bk Zexp(—h?/4) || S S qaexplibor,) || +E, (18)
e i=la=1
r
where for the w7 component of the tensor B we have N -
E=—3 3 1, Fi,- 21

B, =8,,—2h,h./h*—h h_/2k*, (19)

where §,,. is the Kronecker delta. The last term in Eq.

(18) comes from the final intramolecular component of
Eq. (13),

gL

2, (20)

N n;
S S S g FL—Flp),

i=1a=1B+#a
which can also be written as

|

i=la=1

To derive Eq. (18) from the expansion of ®, the tri-
gonometric terms remain the same because h-r;, is in-
variant under the € transformation. An equivalent ex-
pression for the pressure tensor has been derived by Nosé
and Klein."

The pressure tensor for the corresponding point-charge
system is given using the same derivation method,

1 N N © 2 - rnijrn[j
PV=52q,- 292 —\/Tarm-jexp(-a rai) Terfelary;) 3
; i T n T ¥ nij

N
> g;exp(ih-r;)

i=1

+21 5 B(h)h “2exp(—h?/4a?)

h+#0

where there are N point charges of magnitude g; in the
unit cell. Note the absence of any “‘self” component for
the pressure tensor in the point-charge system.

B. Point-dipole molecules

A point dipole superimposed on a short-range repul-
sive core is a convenient idealization of polar molecules
in certain situations (e.g., Stockmayer molecules).?
Monte Carlo and molecular-dynamics simulations of
such dipolar periodic systems frequently use the Ewald-
Kornfeld resummation of this slowly decaying Coulomb
interaction,"?! to improve the rate of convergence. Con-
sider N model molecules specified by an index i with
point dipoles, u; charges, on them. These molecules are
positioned at r;. In the case of the dipolar system, the

2
) (22)

I

total Coulomb interaction energy is obtained by replacing
g; by the operator yu,;-V,,

N N
20=—3 3 > uTyu;,

(23)
i=1j=1n
where
3r...r..
Tn,,:—sl— — 1, (24)
T nij 7 nij

I is the unit dyadic, r,;; = [r;|=[r,; —1,;[, and T;; is the
dipole interaction tensor. There is a null entry in Eq. (24)
for i=j when n=0. Using Eq. (5) we have, in the
Ewald-Kornfeld formulation of the dipole sum of Eq.
(24),
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: 2 (g )B (roi;) = (@ Ty N o1 )C ()

N N
20=3 3
i=1j=

w N 2 N 4
+3T S h=2exp(—h2/4k%) || S phexpliber) || — 3~ 25)
| i=1 i=1 37
The quantity « has the same significance as for Eq. (7),
B(r)=erfc(kr)r 3+ 2km™ 2exp(—k?r?)r 2 (26)
and
C(r)=3erfclur)r —>+2km™ V223 +3r "2)exp(—xk*r)r 2. 27)

The last term in Eq. (25) subtracts out the self-energy of the dipoles in the system which have been included in the
reciprocal-space sum. The potential energy of the point dipole ¢, is

®; =j§1 ?, (i )B (roy) = (g (g )C (r )
4r &, y 4p
+ hzo h ~%exp(—h?/4x*)u;-h Re |exp(—ih-r; )3 u;-hexpliher;) | — P (28)
J
The real-space F', and reciprocal-space F}, contributions to the forces are determined using Eq. (9).
N T,
Fg:jgl nz (Pl gy it oy ;1 )C (P ) — r::j (i iy N1 )D (1) (29)
where
D (r)=15erfc(kr)r ~6+ 18k~ 2exp( —k?r?)r > +4iPm 122>+ 3r “2)exp( —k*r?)r !
+aier V22634 3r 7 2)exp(—kPr)r T3 (30)
and
Fll=— 4—; i hh “Zexp(—h?/4k*)u; - hIm |exp(—ih-r;,) § p;-hexp(iher;) | . (31)
b0 j=1

Using the expansion of the Coulomb energy as a route to the pressure tensor [i.e., Eq. (16)] we have for the w7 element,

1 N N « D(r...)
PerZE 1.212%,.,,4 (’mijﬂi'ﬂj+#irﬂj'fnij+l"jﬂ“i'rnij)C(’m’j)—rmij(#i‘l'nij)(l‘j'fnij) TU
i=1j=1n nij
+27 3 e —hrae) B || g, hexptiner) ||
v héo exp( /4x*) {B,,.(h) 121”,‘- exp(ih-r;) || +B,,. |, (32)
where
B,,.=8,.—2h h /h*—h h_ /2 33)
and

N N
B,,.=2Re |3 u;,h.explih-r;) 3 p;-hexp(ih-r;) | . (34)
j=1

i=1

Having completed the derivation of the pressure tensor for the three model species, we now derive the corresponding
formulas for the surface lamina geometry. A semi-infinite lattice can be constructed one layer of unit cells at a time, po-
sitioned adjacent and parallel to each other.

III. SURFACES

A. Partial-charge molecules

The lattice is constructed from layers of unit cells infinite in extent parallel to the surface xy plane. The 2D real-
space lattice vector n denoting the position of the unit cell from an origin is given by
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n=iXL, +JL, , (35)

and the reciprocal lattice vector is

h=27(iX/L,+jy/L,) . (36)
The Parry-Ewald reformulation of Eq. (23) is
N " N 7
20= 2‘, 2 Gia 2 2 s ECrfc nxajﬁ)/rnzajl?+ Z S3al 3 q;6F (i, h, 15 jg)Re[explih 7 p) ]
i=la=1 j=18=1" n' hi=la=1 j=1B=1
N " N " i
-3 3 qi2¢1277_1/2K- D 2G> qiﬁerf(KriaiB)/ria[ﬁ > (37

i=la=1 i=la=1 BFa

where r,;,;p is the z or “out-of-plane” component of r;,;5 (the same for all n). The in-plane area of the unit cell, 4,
equals 4 =|L, XL, |. The terms in Eq. (37) are as follows:

F(k,h,1,4i5)= (exp(hryqp)erfe(h /2641 y4;56) Fexpl —hr,iq;glerfc(h /2k—1;q;g6) | -1, (38)
for h0 and,
F(k,h=0,744i5)= —2{ ;145687 45%) +exp[ —(rz,»ajBK)z]/Kﬂ”z} . (39)

The existence of a distinct nonzero £ =0 term is one of the features of the surface formula that distinguishes it from the
corresponding bulk Ewald expression,! for which the comparable term is equal to zero for an overall charge neutral sys-
tem. The last term in Eq. (37) again subtracts out the self-energy of the Gaussian charge distributions in the system,
just as for the bulk case above.

The molecule ¢; from Eq. (5) is

n

2 qlaz 2 qjﬁz erfc(Krma/B) majﬁ+ 2 2 9ia 2 ijBF K, h rzza_/B)Re[exp(lh rla_/ﬁ)]

a=1  j#ip=1 n' h a=1 j=1B
i ;i i
- 2 qi2a277~1/2k._ 2 qia 2 q[Berf(Kriaz'B)/riaiﬁ . (40)
a=1 a=1 B#a

We have for the x, y, and z components of F,I-, the expression given in Eq. (11), with the sum over n covering the two-
dimensional lattice in this case. For F!' we have for the x and y components a distinct formula from the z component,
reflecting the inequivalence between in-plane and out-of-plane expressions,

"

n N
S 9a> 2 q;6F (k, h,7,iqip'h Im[exp(ih- Tigip)] - 41)

o0

n_ T
FI_AZ
h a=1 JFip

For the z component of the force we have

n.
J

o M N
Fll=— % % 2 § % plexplhr,qiglerfe(h /26 +1,4;00) —exp( —hr,; g glerfe(h /26— 1y ipk)

+2exp(—hr,qg)expl — (B /2k—r ;o 56) Ik /7' 2R
—2exp(htyiqp)expl — (h /264,06 1 /7' *h }Re[exp(ih-r; )] (42)

for h0 and

Ff—‘“h > q,az 2 ;86787 515 (43)

a=1 jFip=1

for h=0. The surface pressure tensor is a more complicated expression than for the bulk Ewald system, because the
surface geometry breaks the formal equivalence between the three Cartesian directions. In the notation of this work,
the x and y directions are equivalent in the formal expressions, whereas the z direction is quite distinct in its analytic
behavior. For the Coulombic component of the stress tensor (including both real- and reciprocal-space series) we have
for the xx, xy, yx, and yy components,
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1 N oo N U had 2 2.2 I'a)nijrmiajﬁ
Pa) E 2 Gia 2 2 qjﬂz \/— KrniajBexp( —kK rniajB)+erfc(KrniajB) 3
i=la=1 j=1B=1 n' T T niajB
T e N L N )
+—2A >3 Gia 2, quBmRe[exp(th-r,-ajﬂ)]+EwT . (44)
h i=la=1 j=1p=1
For h+#0, we have

80 F (K, 1y Pyigip) Fhoh b ™2 {(ryinip—h ~)exXplhr,q g)erfch /2641 i pK)
—(1yiqjgth ~Dexp( —hr,qiglerfelh /2k =14 ipK)
—exp(hr,qiglexp[ —(h /2K+rziijK)z]/mrl/2

—exp(—hrig)expl —(h /26— 1,096 /6! 2} (45)
and for A =0 there is
B . =8, Fk,h =0,r,4,g) . (46)
For the zz component of the stress tensor,
1 N N 7 o 2 2 2 I niajp
Psz—i 2 2 dia 2 2 qjﬂz —‘/__Krniajﬂexp(_'( rniajB)+erfC(KrniajB) Tomij 3
i=la=1 j=1B=1 n' ™ T niajp
N N
2 S 2 9ia D, 2 q;plexp(hr;qiglerfc(h /2K +7,4;0%) — exp(—hrygiglerfe(h /2K —1 ;4 pK)
2A h#0i=1a=1 j=1B=1
+2exp( —hrqip)exp —(h /26— 1 g5 /7' *h
—2exp(hr,qip)expl —(h /26+ 1 g ;)2 I /T 2h Y10 RE[€XP(ihoT 4 p)]
i N n
+—_ 2 quaz ijﬁrzzajﬁerf(rztajﬁk)-'_Ezz . 47
i=1 a j=1 B

The last term in Eq. (47) comes from the 4 =0 component of the Fourier space term. For the xz(=2zx) component of
the stress tensor (and yz, by index swap, x —y) we have

1 N N % o0 2 I2nijTxniajp
sz V= 5' 2 2 dia 2 quE Vo KrniajBexp( - ma]B )+erfc(KrmajB) 3
i=la=1 j=1B=1 n ™ ¥ niajp
T ®© N " N 7
+_2_Z 2 h 2 2 qzaz 2 qjﬁrztajBF(K h, rzzajB)Im[exp(lh rzajﬂ)] (48)
h#0 =la=1 j=18=1

The h =0 term for S,, (and S,,, S,, and S, ) is equal to zero. The corresponding point-charge expressions are obtained
by setting n; =1, for all i and E=0.

B. Point dipoles

If we replace g; by the operator u;-V; in the point-charge simplification of Eq. (37) then the Parry-Ewald reformula-
tion of Eq. (23) for a lamellar periodic lattice is

N N o«
20= 2 2 E(P'x i B(rnu (p’i'rnij )(""j'rnij)c(rnij)

=1
o N N
+%§ 3 3 (Re[explihery)J[Fx, by (i h)(h) = ppt K (b, 7]

N 453 7
+Im[exp(ih-r;) [, (u;-h)+p,;(p - h) JH (6, hyryp) ) — 2 3 52 , (49)

where the functions B and C are given by Eq. (26) and Eq. (27), respectively. The functions in the reciprocal series term
involve F, given by Egs. (38) and (39). There are two new functions required, which are
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H=ai =exp(hr,;)erfc(h /2k+r,;k) —exp(—hr,; )erfe(h /2 — 1K)
+2 exp(—hr,;exp[ — (h /26 —r,;k) |k /7' *h —2 exp(hr,;; )exp —(h /2k+r;6) I /7' *h (50)
for h#0,
H=—2erf(r,;x) (51)
for h0,
K= a;f =h exp(hr,; lerfc(h /26 +r,;x)+h exp(—hry; )erfe(h /26 —r,;x)
zij
—4{exp(hr,;)exp[ —(h /2K+rz,jx) ]+exp(—hr,;)exp[ — (h/2K—rz,jK)2]]K/‘n'1/2
+4{exp(hr,;)(h /2k+r,;k)exp[ —(h /26 +r,;Kk)*]
+exp(—hr,;)(h /2k—ry;k)exp[ —(h /2K—rzile)2]}K2/7T1/2h (52)
for h#0, and
K =—4exp[ —(ryx)lkx™'7. (53)

We have for the x, y, and z components of F,!, Eq. (29), with the sum over n covering the two-dimensional lattice in

this case. Again for F the x, y, and z components are represented by analytically distinct expressions, reflecting the
inequivalence between in-plane and out-of-plane directions. For the in-plane (x,y) forces,

F}I— y 211: § h{Im[exp(ih-r;;) ][ F(k,h,r; ) (- h)(p; - h)—p,p, Kk h,r,;)]
JFEI

—Relexp(iher;) [ (p;-h)+p,;(p-h) JH (k,hyr 50}

(54)
For the z direction we have
- T e N
F" :_7§ é Re exp lh r )][H(K,h,rz,‘j )(,ui'h)(ﬂj'h)—,uz[,usz(K,h,rz,-j)]
]71
+Im[exp(ih-r;;)][p, (p;-h)+p,(p-h) K (6, k7)) (55)
where
_OF _ 3 2 2 172
G= a3 = {h exp(hry;erfc(h /2k+r ;) —6h “exp(hr,; Jexp[ — (h /2k +r,;k)" kT
¥zij
+12h exp(h z,j)(h/2K+rz,]K)K2exp[ (h/2K+rz,jK)] A1/2~+-4exp(hrzij);(3exp[——(h/2K+rzi<K)2]1r—1/2
—8explhry; )(h /2k+r,;k)KkPexp[ — (h /2k+ 1,6 Jr /2
—h3exp(—hr;erfc(h /2k—r,;k)+6h*exp( —hr; )exp[ —(h /2K —r, k) Jkm ~ 172
—12h exp(—hr;)(h /26— r 6 %expl — (h /26— 1, 1) ™1 /2
—4exp(—-hrzij)x3exp[—(h/2K—rz,-jK)2]7T_l/2
+8exp(—hr,;)(h /2k—ryk)icexp] —(h /26— 1 6) ] =12} /h (56)
for h+0, and
G =24r,;k’exp| — (r,;) Jm ™12+ 167k expl — (r,;;0) 1m™12—=16(r; +r3 k)~ 2i3exp] — (1,007 (57)
for h=0.

For the Coulombic component of the stress tensor (including both real- and reciprocal-space series) we have for the
XX, Xy, yx, and yy components,
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Tonij { (P mijlbi Byt Hidddj Toyj F i T VO (P = i (T N o)

D(rnij)

nij

o N N
T34 S 2 3 Sur(Relexplihory I hurag o B)hsy )~ oty K (o )]

+Im[exp(ih-r;)][py; (p;-h) + (g, -h) | Hk, hyr ;)

o N N
+ﬁz S 3 (Relexplihr;))J(F(i, b7y h (1 h)+ (b, ]
b oi=1j=1
+(y.,--h)(pj-h)FE(K h,ry; Y b h~? KK E(k,h, rjhohh —2)
+Im[exp(iher;;) J(h (uoip,; 1,00, ) H (K, by 1)
(0 (- D) JHE(k, By R ™))
For the zz component of the stress tensor,
N N « D(rnij)
2V = 222 Ponij \Ponijlbi Bt izl Toij T 1 Ty )C (i) = Py (T Mg Ty) B
j nij

m

i=

1j=1

o N N
70 S 3 3 (Relexplihry JUH (b, h) g oh) =gty G (i, o))
h

+Im[exp(ih-r;)]r,; (1, (p;-h) +u,;(p;-h) K (b, 70

For the zx component of the stress tensor (and zy, by index swap, x —y) we have

1 N N o
P.V=33 33
2i=1j=1n’
o N

o
+9533
24 5

where

rznij

(Pnijhbi P il Tij Tl T JC (P ) = P (P T i Ty5)

D(ry;) ]

nij

N
2 hxrzij{Im[exp(ihTij )][F(K,h,rzij )(IJ, 'h)(ﬂj'h)_ﬂzi,uzjK(K,h,rzij )]

—‘Re[exp(ih'r,-j )][#zi(ﬂj'h)+ﬂzj(ﬂ['h)]H(Kyh)rzij )} 4

FE={hrexp(hr,;)erfc(h /2 + r,k) —exp(hr,; Y~ 2exp[ — (h /2k+ 1,k h /x

zij

—hr,jexp(—hr,;)erfc(h /2k— zin)—exp(-hrz,-j)'rr

—exp(hry;Jerfc(h /2k+r,;x) +exp( —hr,; Jerfe(h /2k—r,k)} /h .

The quantity HE is
HE=HY+H;S ,

where

exp[ —(h /2k— ryiiK «)?1h /k

HE=h exp(hr,;erfc(h /2k+r,;6)+hr, explhry; Jerfe(h /2k+ 1K)

—h exp(hrz,-j yr !
yr~ VY h /2k 41y,

+2exp(hr,;
—h exp(—hry

zij

+hexp(— zu)ﬂ-”'/zexp[—(h/ZK rzuK)z]/K 2hr,exp(— hrzu)ﬂ CXP[_(_h/K/2+rzin)2]K
yr 1 2(—h /2k+ )k expl —(h /K /2

+2exp(—hry;

H; =(—{h exp(hry
—h exp(—

2exp[ —(h /2k+r,;k)*]/k—2hr

zij

zij

[ 1+erf(—h/2k+ry;

zu

k)]+h rz,jexp(

Jerfc(h /2k+r,6) —2 exp(hr; Y172

hr,;)erfe(h /2k—r,;k)+2 exp(—

£ j

yr

explhr,; )m ' 2exp[ —(h /2K +r,;;Kk)* |k
K)h exp[ —(h /2K+FZUK)2]

Jerfc(h /2K —r;iK)

le

—r k)1 /h

zij

exp[ —(h /2k+r,;k)* ]k

zij

“12exp[ —(—h/2c+r,;k)1k}) /R

763

(59)

(60)

(61)

(62)

(63)

(64)
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The quantity K £ is
KE=KP+K7 ,
where

K £={2h%xp(hr,;)erfc(h /2 +r k) +h’r,explhr

zij

—hexp(hr,;)m ™ Zexp[ —(h /2k+r,;x)*]/k—2h exp(hr,;)m ' Pexpl —(h /2 +r,

—4h 2rz,-jexp(hr )y~ 1 2exp[ —(h /2Kty

zij

+4h%exp(hr,)m ™ 2(h /2K +ry;

+4hrz,-jexp(hrz,-j 2ij

—4 exp(hr

zij

+2h %exp( —hr,;lerfe(h /26 —ry;k)—h 3rz,~j

— h 3exp( —hry;
+4h 2rzijexp( —hr

2ij )y~ 2%exp[ —(h /2k—r,

ij

Jijerfe(h /2k+r

k) K

k)expl —(h /2k+r,

k)* K

51 K)

in)Z]K

in)z]

ym~ V2h 2k +r "K)K2exp[—(h /2K+rzin)2]

ym V2 h /24 1500k expl —(h 26+ k2]

exp(—hry;Jerfe(h /2k—r,;K)

)y~ 2exp[ — (h /2K'—rz,-jK)2]/K“2h exp(—hry; )'”'Al/zexp[—(h/ZK—rz,-jK)Z]K

+4h2exp(—hr, )™ 2(h /26— r;k)exp[ — (h /2 —ry k)]

— _ -1 .
4hr,;exp( —hr,;)m 2(h /2K raij

K)k*exp[ — (h /26— r,;k)*]

—dexp(—hr, ) 2(h /2k—r,;k)kh exp[ — (h /2k—zk)*)} /h (66)

K% =—{h%exp(hr,;)erfc(h /2k+r,;;k)—4h exp(hr,;

+4exp(hry; yr Y 2(h /2k+r

zij
+h%exp(— hr,;)
+4 exp(—hr

zij

The FE, HE, and K £ are zero for h =0.

YT

K)*exp[ —(h /2k+r

12exp[ —(h /2k+r,;:k) 1k

]

zin)z]

erfc(h /2k—r,; k) —4h exp(—hr; )m™ V2exp[ —(h /2K—rz,~jK)2]K
yr V2 h /26— 60K exp[ — (h /26— r ;6 1} /h (67)

IV. CONCLUSIONS

In this paper we have filled in a number of gaps in the formulas for the electrostatic potential, force, and pressure ten-
sor for partial-charge molecule and point-dipole lattices. The geometries we have considered are both bulk and surface.
Clearly, the formulas become more complicated in the case for the surface geometry. Also the complexity increases on
going from potential through force to pressure tensor. All the formulas were confirmed numerically on lattices contain-

ing randomly filled unit cells.
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