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R. N. Barnett, Uzi Landman, and C. L. Cleveland
School of Physics, Georgia Institute of Technology, Atlanta, Georgia 30332
(Received 2 March 1983)

Relaxation at simple metal surfaces is studied via minimization of the total energy of a semi-
infinite crystal. The expression for the total energy depends explicitly on the ionic positions, and is
based on the use of pseudopotential theory and linear response. Electron screening is treated self-
consistently including exchange and correlation effects. From a systematic investigation of the ener-
getics underlying metal surface relaxation, for the low-index surfaces of bcc Na and fcc Al it is con-
cluded that to achieve quantitative surface structural predictions requires the use of the full total-
energy expression for the semi-infinite solid. Such an expression must maintain the three-
dimensional nature of the system and account properly for the inhomogeneous surface electron den-
sity and the self-consistent response of the electron system to the ionic positions (screening).
Multilayer relaxation is shown to be essential for quantitative structural predictions and the origins
of the phenomena are discussed in detail demonstrating the relative effects of electrostatic terms and
band-structure contributions. The results exhibit damped oscillatory multilayer relaxations (the re-
laxation being particularly pronounced for the open faces) with a period equal to the bulk layer
stacking period and agree well with available structural determinations obtained via the analysis of
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experimental data.

I. INTRODUCTION

Knowledge of the surface crystallographic structure of
metals, i.e., the location of atoms at the surface and in the
near-surface region, is of fundamental importance for in-
vestigation and elucidation of various metal surface prop-
erties and surface phenomena. This problem is of particu-
lar interest since the surface structure of metals is expect-
ed, and indeed is observed,! =3 to deviate (both relaxation
and reconstruction) from the truncated bulk atomic ar-
rangement due to changes in atomic coordination and
electron distribution in the surface region. Consequently,
major efforts have been devoted in recent years to the
development of experimental probes, and associated
theoretical analysis and data-reduction methods, for the
determination of structures of clean surfaces and in the
presence of adsorbed species [e.g., low-energy electron dif-
fraction (LEED),"®"1® jon scattering,!’®’ surface extended
x-ray absorption fine structure®’ (SEXAFS), glancing-
angle x-ray scattering,® and stimulated-desorption ion an-
gular distributions’ (SDIAD), to name a few]. However,
the interpretation of these experiments involves analysis
models which, in addition to the structural variables, con-
tain a host of nonstructural parameters (inner potential,
energy-dependent projectile mean free path, scattering
phase shifts, dynamical response functions, vibrational
mean-square amplitudes, vibrational correlations, etc.).
The optimization of the fit between the data and the cor-
responding analysis model requires variation of both the
structural and nonstructural parameters (which may be in-
terrelated). In addition, the analysis is often complex and
time consuming due to the wide range of possible values
for the structural parameters, often hindering an exhaus-
tive search except for certain simple systems. Thus it is
both timely and important to develop surface structure
theories of predictive capability to guide data analysis.
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Moreover, such theories (and their interplay with experi-
ments) provide a fundamental understanding of the micro-
scopic origins of the structure.

The development of such structure-predictive theories,
however, is hindered by difficulties in carrying out a self-
consistent energy minimization for the coupled system of
ions and conduction electrons. Semiempirical methods,
based on lattice static calculations with pair potentials de-
rived semiempirically or using bulk pseudopotential pair-
wise interaction, are known often to yield results which
contradict experiments, and their inadequacy has been dis-
cussed elsewhere.'” These observations have led recently'°
to the development of a simple electrostatic model in
which structural minimization of the total energy of a
semi-infinite metal predicted, semiquantitatively, mul-
tilayer surface relaxation in both fcc and bcc materials,
dependent upon surface crystallographic orientation and
other material parameters. The existence of multilayer re-
laxation phenomena has since been verified by several
careful examinations of LEED and ion scattering experi-
ments for several systems [e.g., Al(110),> Cu(110),}
V(100),* Re(0101)°). Nevertheless, the electrostatic
model,'® while containing certain essential ingredients (i.e.,
contributions to the force on ions in the surface layers due
to the delocalized, inhomogeneous, valence-electron distri-
bution and due to the electrostatic interaction between
ions), did not allow for self-consistency of the combined
electron-ion system. It is therefore a “frozen profile”
model in which the electronic response to variations in
ionic positions is not included. The objective of the
present study is to alleviate this problem by formulating
and implementing a theory which allows for a self-
consistent structure determination.!! In the course of
development of the theory we also provide a systematic
and critical analysis of the various contributions to the en-
ergetics of surface relaxation. The theoretical model is
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described in Sec. II and draws upon, when necessary, the
detailed discussion of the electron response model given in
the preceeding paper'? (which will be referred to as Paper
I). The relaxation algorithm is described in Sec. IIIL
Analysis of various models and sample results for the
low-index faces of fcc and bee materials (A1 and Na) and
comparisons to other studies and to experimental results
are discussed in Sec. IV.

II. THEORETICAL MODEL

A prerequisite for a self-consistent energy minimization
structure determination scheme is an expression for the to-
tal energy of the system, which depends explicitly on the
ionic positions. In this study we consider surface normal
relaxation, i.e., changes in layer spacings (no reconstruc-
tion, i.e., lateral, intraplane structural modifications are
considered). Thus the position vector of the ith ion in
layer n is given by

I:n,iE(i—ii'*‘Aﬁmz:‘) ’ (la)
where
Zr=zo+(n—++A)d, n=1,2,.... (1b)

R; is a two-dimensional (2D) vector in the surface plane
(R;=1;,+m,,, where @, and @, are the primitive
translation vector of the 2D mesh) and AR, specifies the
origin of the 2D mesh of layer n,

AR, =[n (mod ng)]AR, (10)

where np is the repeat period of the layer stacking se-
quence and AR is the registry shift between adjacent
layers (see Table I). The bulk layer spacing is denoted by
d and A,d is the deviation of the z coordinate of the nth
layer from its truncated bulk position (the superscript A on
z,f‘ serves to emphasize this dependence on A,). The con-
stant z, specifies the position of the “jellium edge” (our
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choice of zy=3%/8k, where #iky is the Fermi momentum
is dictated by notational convenience in discussing the
electron response; see also Paper I).

We begin by writing the Hamiltonian for the conduc-
tion electrons in the presence of the ions as

H=H°+ 3 Sw}|R—R;—AR, |,2), )
n>0 i
where H? is the Hamiltonian for the interacting electrons
in the presence of a neutralizing positive background
charge density

ept(z)=eQ5'O(z—2,),

with Qo=4mr2/3 (i.e., the volume per conduction electron
in the bulk metal) and ©(z) is the Heaviside step function.
The ground-state electronic energy and density of the “jel-
lium” model Hamiltonian! are E° and p%(z), respectively.
The second term in Eq. (2) is the potential associated with
the replacement of the neutralizing positive background
with discrete ions represented by ionic pseudopotentials

wh(R,z)=V,(R,z—z})

7t o .
L [" 4R fdzve( |R—R'|,z—2),

TN Y
3)

where z =zo+(n —+)d + 5d, N, is the number of ions in
a layer (N4 — ), V, is the Coulomb potential

Ve(R,z)=—e?/(R*+2H)'/? )

and V,(R,z) is the ionic pseudopotential. In our calcula-
tions we use the local form of the Heine-Abarenkov model
pseudopotential,

TABLE 1. Input parameters: r; is the electron density parameter, Z is the valence, r. and u, are the
pseudopotential core radius and level parameters, a is the lattice constant, 4, and d are the 2D unit-cell

area and bulk interlayer distance, b, and b, are the 2D reciprocal-lattice primitive translation vectors,

npg is the repeat period of the layer stacking sequence, and AR is the shift in the origin of the 2D lattice
of adjacent layers. For fcc Al, we have r,=2.064ay, Z=3, r.=1.388a,, u.=0.3894, and

a=(167Z/3)"*r,. For bcc Na, we have r,=3931a,, Z=1, r.=2.076a,, u.=0.3079, and
a=(87Z/3)"’r,.
Metal Surface A d b, b, ng AR
2 — _
fec Al (001) < < za—"(TxO) %;’1(110) 2 2100
2 27 27, a,,~
(110) £ 2 <7 (001) 27 (170) 2 20112
V2 22 a a 4
V3a? a A o= 4T = a,s
Yoa© a4 ar am 2311
(111) ; e o (121) (112) 3 s
bee Na (001) a? a 27 (100) 27 010) 2 2110
2 a a 2
2 - 27, = a
(110) a_ 4 I (110 =T (170 2 a
v 7 Z(T10) —(170) (001
2T vt 27 v+ a,x
(111) V3q? —4_ <7 (121 (112 L
a e H(T2D) H(112) 3 T2
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ZVc(R,z), R*+z%>7r}

Vp(R,z)= —Ze®u./r,, R*+2%<r?.

(5)
where Z is the valence of the ion and r,,u, are the pseudo-

potential parameters (chosen' to fit physical bulk proper-
J

Er(AyAy. . )=E°/N,+ [d*R [dzp%2) 3 wi(R,2)

n>0
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ties such as lattice constant, bulk modulus, phonon spec-
trum, etc.).

The total energy E; per 2D unit cell, obtained via the
coupling-constant integration method (see Paper I) can be
written as

+%fd2R fdz S PhR2) 3 Swh(|R—R;+4R,_, |,2)

n>0 m>0 j

+373 3 S [-ZWc(|R;—AR,_, |,z -z}, ©6)

n>0m>0 j

where pﬁ(R,z) is the induced (screening) electron density due to the potential w,f‘(R,z). The last term in Eq. (6) is the
Coulomb interaction energy between the ions (the primed sum over j omits the term with R;=0 when n =m). The in-
duced electron density p’,} is taken to be linearly related to the potential w,f, as expressed by the coupled integral equations

pr(R,2)= [d*R’ [dz'ao |R—R’|;z,2)[wi(R",2") +$4(R",2')] ,

#A(R,2)= [d’R' [dz'g(|R—R'[;2,2)p}(R",2')Wc( |[R-R'|,z2—2") .

)]

In our calculation we use the infinite barrier response model developed in Paper I, i.e., ag is the random-phase-
approximation (RPA) response function for electrons confined to the half-space z >0. Exchange and correlation contri-
butions are included through the function g (see Paper I, Sec. I B).

Using the expression for w? given in Eq. (3) we rewrite the total energy as

Er(hihy,.. )= |EV/Ny—Ao [ dzp%2) [ dz'p* (@) [ d*R Ve(R,z—2)

+ 2

n>0 m>0 j

32 S [-ZWc(|R;—AR, _, |28 —2p)]+ [dzp*(2) [d’R ZVo(R,z—z})

+3 [dzlp%2)—p* ()] [d*R ZVe(R,z—2})

n>0

+3 [dzp%z) [d*R[V,(R,z—2})—ZV(R,z—2zM)]

n>0

—

+53 3 3 [dR [dzpA(R,2)wh(|R—R,;+AR, _, |,2)

n>0m>0 j

=Eo+Ey (A} +Ep{A}+Ep (A} +Eps(A) . ®)

The term denoted as E; in Eq. (8), which does not depend
on ionic positions, consists of the ground-state energy of
the jellium system,'® from which the electrostatic energy
of the interaction of the ground-state electron density p°
with the positive background p* has been subtracted. The
second term, Ej {1}, is the Madelung energy, i.e., the elec-
trostatic energy of positive point ions in the presence of a
neutralizing negative background. The third term,
Ep {A}, is the interaction of point ions with the differ-
ence p’(z)—p*(z) between the jellium ground-state elec-
tron density and the step-truncated uniform bulk density.
This term will be called the “dipole layer” (DL) energy.
The fourth term, Ey {A}, is the Hartree contribution, i.e.,
the difference between the interactions of the jellium elec-
tron density p° with ionic pseudopotentials V,, and with
point ions. The combined contributions from Ep; and
Ey constitute the first-order correction to the total energy
due to the replacement of the positive background by a

(

lattice of ions represented by pseudopotentials. The
second-order correction to the total energy, Egs{A}, is the
last term in Eq. (8) and is referred to as the band-structure
(BS) energy. Note that while Ep; and Ey depend only on
the positions of individual layers with no dependence on
intralayer structure, Ej; and Egg depend on the relative
positions of layers and their registry and on intralayer
structure. In the band-structure energy Egg, these depen-
dencies are due to the interaction of the induced electron
density associated with the pseudopotential at a given lat-
tice site with the pseudopotentials located at other sites.
In addition, Egg contains contributions from the electron
density associated with a given site interacting with the
ionic pseudopotential located at that site. Owing to the
symmetry breaking in the surface normal direction, in the
surface region these on-site interactions depend on the z
coordinate of the site, and approach a constant value away
from the surface. In addition, the intersite contributions
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to Egs depend separately on the z coordinates of the ion
pairs. Thus, unlike in the bulk, Ey; + Egg cannot be writ-
ten as a sum over pair potentials depending only on the
relative positions of pairs of ions (see Paper I).

To find the equilibrium configuration the total energy
Er(Ay,A,,. . .) is minimized with respect to the layer relax-
ation parameters {A,}. We assume that in the relaxed
configuration bulk arrangement is maintained beyond a
certain number of layers n; (i.e., A,=0 for n >n;). The
number of layers allowed to relax, ny, is determined via in-

vestigation of convergence of the results versus n,. The
minimization conditions are
F(I)=0 for I=1,2,.. .,n, (9a)
and
nS
>, ®(1,m)bA,, >0 for I=1,2,.. .,n, , (9b)

m=1

where {8A,,} are small but otherwise arbitrary and the

force F(I) is obtained from Er(A,A,,. . .) via
JoE;
F(l)=— an =Fpy(D)+FpL (D) +Fy(l)+Fgg(])
1
(9¢)
and
’Er
D(l,m)= oA, mll,m)+Pp(l,m)
+®u(l,m)+Pggll,m), (9d)
|
2 N e—G|z:‘—z:‘lL
E )2 77'2!1 2 iG-AR G
—’ n,m>0
—K|z}-z} |

zL 2 (217)2 o e _
+(Zey—— [d K= 8K 3 |

n,m>0
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where the subscripts on the F’s and ®’s specify the contri-
butions obtained from the corresponding terms in the
total-energy expression, Eq. (8).

Prior to a discussion of the relaxation algorithm we dis-
cuss in the following the evaluation of the various terms in
Eqgs. (8) and (9). Those readers who are not interested in
such details should skip to Secs. III and IV.

A. Madelung energy Ey,

With the use of the identities

—K|z|

K

€ e KK , (10)

1
R 2 =172 _ d2 K
(R?+2?) )
where K is a 2D reciprocal-space vector, and

zeik’-i’,.:

i

2 — —
Q1) s 5K -3, (1)
o3

where A, is the 2D unit-cell area and G is a 2D
reciprocal-lattice vector:

_’=IB’1+mE2 )

where Bl and Ez are the primitive translation vectors of
the 2D reciprocal mesh, the Madelung energy E; can be
written as

~(Zepo- [dKES K, a2)

n>0

where the prime on the sum over G omits G=0. Using Eq. (12) in the definitions (9c) and (9d) we obtain (for details see

Ref. 10)

FM(I)=(Ze)227Td —2x,+2 1-8,,)3 (! O A%

n=1

Ql

iG-AR Y =neon(l—n)exp(—Gd | I+Aj—n—A, |)

n

R = = pa— —
— S exp[Gd(I+A —ny))(1—e "R%)=1 3 (o1 C-AR)I =7 =", —Gim (13)

-

G

and

m=1

Dy (l,m >=(Ze)2%71 (81m — 1S (! ARY =mGg exp(—Gd | I4+Aj—m —Ap | )
0

[<;

—

+81m [2+ 3'Gd exp[Gd (I +4s—n) ](1-e"RG”)-‘2 iG-AR ) ==, —Gdm

G

+ 2(1 8n1

—‘n—l

¢! GaR ) ~"Gd exp(

m=1

—Gd |1+ M—n—A, )] - (14)



28 MULTILAYER LATTICE RELAXATION AT METAL SURFACES: ...

1689

B. Dipole layer energy Epp

Substituting the expression for Ep; [third term in Eq. (8)] in the definitions (9¢c) and (9d) we obtain

Fpu(=21Ze*d [ dz[p%2)—p*(2)]sgn(z —z})
and

Opp(l,m)=4nZe?d?8) , [p%2}) —p* (2] ,

(15)

(16)

where p°(z) is taken from the calculations of Lang and Kohn!? (three-point Lagrange interpolation is used to obtain p° for
the appropriate value of r;) and the integration is performed numerically.

C. Hartree energy Ey

Substituting Egs. (4) and (5) for ¥, and V,, in the fourth term in Eq. (8) and performing the d’R integration yields

Ey=—21Ze* f dzpo(z)

n>0 -

which, when used in Eqs (9¢) and (9d), yields

Fy(l)=2nZe%d f dz p°<z)

Sy(l,m)=—21Ze%d?, ,

D. Band-structure energy Eps

Evaluation of the band-structure energy requires a self-
consistent solution for the induced electron density pﬁ [see
Eqgs. (7)]. In the response model developed in Paper I

ph(r,z)=0forz<0. (20)
Thus we can specify symmetrized quantities
wh(R,z)=wMR,|z|) and p&(R,z)=p(R, |z])

1)
and their three-dimensional (3D) Fourier transforms
wh(0,q,), p},,(Q q,) where 4=(Q,q,) is a 3D reciprocal-
space vector and Q is a 2D vector in the surface
plane. p,,,(Q q,) is obtained as a function of g, for speci-
fied Q, n, and A, as the solution of a single one-
dimensional integral equation, as discussed in detail in Pa-

per I. This symmetrization allows us to evaluate Egg en-
tirely in reciprocal space. We obtain

iG-AR yn— m_21
EBS 4A0"2 2(9 )

m>0 a
X [ dg,p5(G.q,)wh(G g;) .

(22)

Since the sums over layers converge slowly as |n—m | in-
creases, we define an unrelaxed sublattice potential

Wps(G,g;) = 2 we(G,q;), m=1,2,...,ng
nim)

and the corresponding induced electron density

(23a)

P—(z— 2,, ] —re+|z— znl

(z—z})—sgn(z—z})

20%(z) + (u, — D[p%z} + 1) +p" 2} —r¢>]——— f

(17)

(18)

dzp°(z) (19)

Py(G,q,)= E)pm(c,q,), m=1,2,...,ng (23b)

where S,,(,,,) means summations over the sequence n =m,
m +ng, m+2ng, ..., where IR is the layer stacking se-
quence period. We denote w,,,(G,q,) and p,,,(G,q,) with
Ap=0 by w,(G,q,) and p,(G,q,), respectively, in Egs.
(23). We also define layer difference quantities

Awl(G,q,)=wk(G,q,)—w,(G,g;) (24a)

and

AP (G,q,)=p}(G,q,)—pns(G,g;) . (24b)

Since w,{G,q,) does not involve the variable A,,
Wpns(G,q;) can be evaluated analytically, and P,(G,q,)
and Ap,, are obtained from W,,(G,q,) and Awl in
the same manner that p",,_, is obtained from w,; by solving
the integral equation. The expressions for wy(G,q,) and
Wpns(G,q;) are derived in the Appendix.

Finally, using the above definitions in Eq. (22) we write
the band-structure energy as

Eps=E{ + ZAE“’(n An)

n=1

+3 z AER (n,Ay;m,Ay) 25
m=1

where
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o_ _1 T Y
Eps= 44 2 (e ) fsz G,q;)Py(G,q;) , (26a)
0 g nm=1
1 I gaw 1
AER(mAn)= 73 R J 44 I W (G10.)80)4(G 0,)+ AW (6,4, )P (G )] , (26b)
g m=
(2)(’1 Ansm, Am )——E( 1G-a¥ )t m—— quz[Awms G,q, Apns G qz)+Awm ’qz)Aprm ,q2)] (26c)
Using Eqgs. (25) and (26) in Eqs. (9¢c) and (9d) we obtain
FBS(I)=——a—AE‘“(I A= S (1=, )= AER (L Ao Ay )— L =8 AER1 A1) @7
<=M ’ 2 . A5
and
Dps(l,m) =8y, & —5AER, x,)+ia—AE‘2’(1,A,;1,A,) +(1—81m)a—AE§§s’(1,7L,;m,k,,,) . (28)
O} 2 9A} 3A;0A,,

Note that AE m(l Ail,A) is actually a function of only
one variable, namely A;.

The derivatives of AE s and AE X are obtained numeri-
cally as follows:

(i) Evaluate these functions for judiciously chosen
values of the A’s.

(ii) Fit with cubic or bicubic spline functions.

(iii) Obtain Fgg and Pgg by taking derivatives of the
spline functions.

(iv) Relax the layers (by the algorithm described in Sec.
IID).

(v) Calculate the energies for additional values of A’s
around the relaxed positions obtained in step (iv) [as neces-
sary to obtain an accurate spline fit near the A’s deter-
mined in (iv)].

(vi) Repeat steps (ii)—(v) until convergence is obtained.

III. RELAXATION ALGOiRITHM

The conditions for total-energy minimization, with
respect to the structural parameters (layer spacings for the
case of normal relaxation), are given in Eqgs. (9). We de-
fine the transpose of the n;-dimensional (column) force
vector as a 1Xn, matrix FT(A)=(F(1),..., F(n,)) and
that of the relaxation parameter vector as
AT=(A,,. . .,k,,,). The matrix elements of the energy
second-derivative  matrix ®(A) are given as
[®(A) ]y, =D(I,m), where ®(I,m) is defined in Eq. (9d).
The relaxation algorithm consists of the following steps:

(i) Evaluate F(A;) and ®(A;) for a given value of A;.

(ii) Find the direction of steepest descent in the relaxa-
tion parameter space according to

Y, =® A)E(A) . (29)

(iii) Minimize the total energy with respect to displace-
ments in the relaxation parameter space along the vector
A; +s&Y;, where the scalar £>0 is found from the re-
quirement

YTF(A; +5£Y;)~0 (30)

[

and s =sgn[YF(A;)]. This ensures that the extremum is
a minimum.

(iv) Increment A; accordmg to A; 4 1=A;+s£Y; and re-
peat (i)—(iii) until ¥; =0, in Eq. (29).

IV. MODELS AND RESULTS

A. Models

In order to investigate systematically the energetics of
surface relaxation and to facilitate comparison with other
studies we distinguish several models which will be intro-
duced in order of increasing complexity and realism.

(a) In the most primitive model the system consists of
point ions in the presence of uniform truncated bulk elec-
tron density. This model will be referred to as the point
ion, truncated bulk (PITB) model. The total energy [see

(8)] of this model is given by

ETTB{A)=E{+Ep{A} . 31

(b) Replacing the uniform truncated bulk electron densi-
ty by the ground-state electron density of the jellium sys-
tem, p%(z), yields the dipole-layer (DL) model in which the
total energy given in Eq. (31) is supplemented by the
dipole-layer contribution Epy :

EP“{A)=Ej+Ey A} +Epr(A] - (2)

(c) Adding the Hartree energy Ey to EF- [Eq. (32)]
constitutes the dipole-layer, Hartree (DLH) model,

EPYM(A)—Ey +Ep (A} +EpL{A}+Eg{A} . (33)

In this model the total energy is computed to first order in
the ionic pseudopotentials. This model is the electrostatic
model investigated previously,'” sometimes referred to as
the “frozen-profile” model, since it does not include the
response of the electrons to the presence of the ions.

(d) The next level of approximation is to include the
G=0 contribution to the band-structure energy Egg [see
Eq. (22)]. This is equivalent to a one-dimensional treat-
ment of the electron response obtained by averaging the
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ionic potentials over the layers. We include results for this
dipole-layer, Hartree, band structure, G=0 (DLHBS0)
model since this reduction in the dimensionality of the
electron response has been employed in several previous
studies.!>!¢ The total energy of this model is given by

E?LHBSO[K}=E?LH{A]+EBS’_G.=6.[)\} . (34)

(e) Finally, the model in which all contributions to
second order in the ionic pseudopotentials are included is
the DLHBS model. The total energy of this model is
given by Eq. (8). This model retains the full three-
dimensional nature of the system.

B. Results

Prior to a discussion of our results, we specify in Table
I the material input parameters used in the calculations
along with face-dependent crystallographic information.
The parameters of the simplified Heine-Abarenkov pseu-
dopotentials [Eq. (5)] were taken after Ref. 14, where they
have been chosen to fit the material lattice parameter and
bulk modulus. We have verified that with this choice of
pseudopotential parameters the cohesive energy agrees to
within 0.3% with experimental values. In addition, they
have been used'* in calculations of vacancy formation en-
ergies and volumes, yielding results in good agreement
with experiments. Results for interlayer distance relaxa-
tion, A;;.1=(A;;1—A;)X100%, expressed in percent
change of the interlayer distance from the bulk layer spac-
ing value d, for the low-index faces of Na(bcc) and Al(fcce)

as obtained via the various models, are given in Tables
II-IV. Negative and positive values of A;;,; correspond,
respectively, to interlayer distance contraction and expan-
sion. To demonstrate the effect of the number n, of layers
which are allowed to relax on the equilibrium structure we
include results for several n, values. In Tables II and III
the results corresponding to the larger n, value are those
for which convergence with respect to increasing n; has
been obtained, with the exception of the results for
Na(111), which are given in detail in Table IV. Results of
previous calculations!®!>17—1% and those obtained via the
analysis of experimental data are included in Tables II and
III. In comparing to previous calculations it should be
noted that with the exception of the electrostatic model,'°
all others have considered single-layer relaxation only.
Also the inclusion of multilayer relaxation in the analysis
of experimental data is a recent development.”~°> From
the inspection of the results in Tables II and III we note
the tendency for larger relaxations at the more open faces
[fcc (110) and bee (111)]. The necessity of allowing mul-
tilayer relaxation in each system and for all the theoretical
models considered is clearly demonstrated. The multilayer
relaxation results exhibit damped oscillatory relaxations;
the period of the oscillations is equal to the period of the
layer stacking sequence ny (see Table I).

The principal origin of the multilayer oscillatory relaxa-
tion lies in the 3D crystallinity of the system, i.e., in the
intralayer structure and the registry shift between layers,
and in the relation between intralayer structure and inter-
layer spacing. Thus the less-open surfaces show smaller
relaxations because the ions are more densely packed

TABLE II. Summary of the surface relaxation results for the low-index surfaces of Na obtained us-
ing the PITB, DLH, DLHBSO0, and DLHBS models (see text); available experimental results and the re-
sults of other calculations are given in the columns labeled Expt. and Other, respectively. The results
are presented as the percent change from the bulk value, A;;,; of the spacing between the layers num-
bered / and / +1. Negative (positive) values of A;,, indicate contraction (expansion) of the layer spac-
ing. n, is the number of layers which were allowed to relax (the results of other calculations, in the last

column, are all for single-layer relaxation).

Model
ng PITB

DLH DLHBSO DLHBS Expt. Other
[Na(100)]
1 Ap ~70 —14 12 ~3.6 App=—2 (Ref. 18)
4 Ay, —108 —19 —0.4 —27 An=+1 (Ref. 15)
Ay 40 0.7 1.2 0.7
A, ~12  -03 0.4 -10
Ass 0.2 0.1 0.4 0.8
[Na(110)]
3 Ap —-0.7 —-0.2 0.1 —02  A;p=0 (Ref. 200 Aj;=—5 (Ref. 15)
Ay 0.0 —0.1 0.2 0.1
Ay —00 —00 0.8 0.0
[Na(111)]
1 Ap —34  —13 —10 —~20 Ap=—12.5 (Ref. 15)
6 Ap —63 2 4 -8
Ay —10 —32 -32 —-29
Aj 46 25 24 23
Ay —30 —1 0 -2
Ase 5 —11 —12 —11
Agr 3 6 10 8
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TABLE II1. Summary of the surface relaxation results for the low-index surfaces of Al. See the caption of Table II.

Model
ng

PITB DLH DLHBSO0 DLHBS Expt. Other
[Al(100)]

1 Ap —-2.1 0.3 1.0 —-0.7 Ap=—7.5 (Ref. 15)

3 Ap —24 0.4 1.0 0.0 A;;=0 [Ref. 1(a)] A, =—4.6 (Ref. 17)
Ay 0.3 0.0 0.7 —-0.0
Ay —-0.0 —0.0 —0.1 —-0.0

[A1(110)]

1 Ap —11 —4 -5 —14 A< —15 (Ref. 15)

Ay 15 8 9 4 A3;=4.911 (Ref. 2)

Ay -7 —4 -2 -3 Ay=—1.611.1 (Ref. 2)

A45 2 1 2 0 A12=—'16 (Ref. 17)
[A(11D)]

1 Ap —0.4 0.8 1.9 1.8 A;=0.910.5 (Ref. 21) Ajp=1 (Ref. 15)
A|2 —04 0.9 0.7 1.6 A12=2.5 [Ref l(a)] A|2=—16 (Ref. 17)
Ay 0.0 —0.1 —0.1 0.1
As —-0.0 0.0 0.1 0.0

within the layer, i.e., the resulting potential has less varia-
tion both parallel and perpendicular to the surface plane
since the layers are neutrally charged (ions plus negative
background slab), and because the layer spacing is larger.
These effects of crystallinity appear in the Madelung and
band-structure contributions: The Madelung force be-
tween adjacent unrelaxed (100) and (110) layers (ng =2) is

attractive while the force between next-nearest-neighbor
layers is repulsive; for (111) surfaces (ng =3) the interlayer
forces oscillate with a period of three layers. The
Madelung contribution is larger; the band-structure terms
reduce (screen) the Madelung interactions, but since the
electron response is affected by the presence of the surface,
this screening is complicated and gives rise to forces

TABLE IV. The effect of incrementing the number of layers allowed to relax, n, on the interlayer
spacings for Na(111). See also the caption of Table II.

Model
n’!

PITB DL DLH DLHBSO0 DLHBS
[Na(111)]

1 Ap —34 —42 —13 —10 -20
2 Ap —56 —57 -9 -5 —10

Ajy 15 10 -2 -5 —10
3 Ap —49 —45 0 1 —8

Ay —6 —-32 —24 —27 —26

Ay 15 30 13 20 17
4 Ap —56 —58 -3 1 —10

Ay —14 —0 —26 —29 25

Az 40 65 23 25 22

Ays —17 -23 -7 -5 -7
6 A, —63 —63 2 4 —8

Ay —10 —42 -32 -32 —29

Ay 46 73 25 24 23

Ays —-30 -33 —1 0 -2

Asg 5 -5 —11 —12 —11

Ag 3 10 6 10 8
9 A —67 —69 3

Ay —10 —43 —-35

A, 53 84 27

Ays —40 —46 -0

Ass 6 -7 —15

Agr 18 34 12

Aqg —18 -23 -1

Ago 6 4 -5

Agio 0 2 3
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TABLE V. Change in surface energy AEsz (Ry/2D unit cell) resulting from surface relaxation in the
DLHBS model. The value in parentheses is the result for single-layer relaxation.

Na Al

(100) (110) (111) (100) (110) (111)
—2.7x107*  —1.3x107% —3.7x1073 —3.4%107*  —3.4%x1072 —3.2x1073
(—=2.2X107% (—1.6X10"7) (—2.5x107?) (—6.8%107% (—=2.6Xx107%) (—3.1x1073)

which are not simply related to the interlayer distances.

The dipole layer and Hartree energy terms also give rise
to oscillatory forces on the layers. However, these forces
come from single-ion potentials, i.e., potentials which de-
pend on the position of an individual ion with respect to
the bulk through the interaction with the jellium electron
and positive background densities p°(z) and p*(z) (see also
the discussion of single-ion potentials in Paper I). These
forces, Fp; and Fp, are significant only for the topmost
layer and, although they do oscillate due to the Friedel os-
cillations in p°z), they approach zero rapidly as the z
coordinate of the layer increases. The principle effect of
the dipole layer and Hartree contributions is to limit the
displacement of the first layer with respect to the bulk.

To show the effect of incrementing n, we choose the
system of Na(111) which of all the systems studied exhib-
its the largest relaxations. We first note that in this sys-
tem, even with n,=9, the layer spacings in the bottom of
the surface region have not converged to the bulk value.
However, increasing n; from 6 to 9 does not substantially
change the first three (ng =3) layer spacings. We con-
clude that if n, is a multiple of ng, then the first n, —ng
layer spacings so obtained are reasonably close to the
equilibrium values even though n, is not large enough to
obtain convergence of the deeper layer spacings to the
bulk value. For this reason, and because the inclusion of
the band-structure energy is relatively costly in computer
time, we have limited n; to 6 in the DLHBSO and DLHBS
model calculations for this Na(111) system. In addition, it
is improbable that analysis of experimental data will be
able to accurately determine the layer spacings of such
deeper layers.

Also included in Table IV are results for the DL model,
which are not included in Tables II and III. Note that the
results of the DL model, which is an electrostatic model
describing a system of point ions embedded in the Lang-
Kohn electron density p%z), qualitatively resemble the
PITB model results, while the DLH model results are
qualitatively closer to the results of the DLHBS model.
Thus it is evident that a model in which the ions are treat-
ed as point ions is a poor approximation, and that the
second-order (band-structure, Egg) effects are small com-
pared to the first-order (Hartree, Ey) effects. Neverthe-
less, as will be discussed below, it is necessary to include
the full 3D electron response properly in order to enable
quantitative surface structure predictions to be made.

We turn now to a discussion of the results summarized
in Tables II and III. Comparison of the results obtained
via the PITB and DLH models shows that the inclusion of
the dipole-layer and Hartree energies reduces overall the
magnitude of relaxation. This reduction results from the
interaction of the ions with the inhomogeneous surface
electron density, which tends to fix the position of the first
layer with respect to the bulk. In one case, Al(111), the in-

clusion of the Hartree term results in an outward displace-
ment of the first layer and an expansion of the first inter-
layer spacing. In all other cases the Hartree force on the
(unrelaxed) first layer is toward the bulk and thus does not
oppose the Madelung force until the first layer is displaced
inward. In this context we emphasize the cooperative na-
ture of the multilayer relaxation, i.e., comparing results
(Tables II—IV) obtained with increasing numbers, ng, of
layers participating in the relaxation, and it is observed
that the near-surface spacings change in response to the
movement of added deeper layers. Comparison of the re-
sults obtained through the use of the electrostatic type of
models (PITB and DLH) with those obtained via models
which include electron screening (DLHBSO and DLHBS)
demonstrates that the multilayer relaxation phenomena
predicted by the simple electrostatic models does indeed
occur when electron response is included. This observa-
tion resolves questions raised by several authors relating to
multilayer relaxation.'> !

While certain qualitative features are revealed by the
electrostatic model, from the comparison of the results ob-
tained via the various models with values extracted from
experimental data we conclude that quantitative structural
predictions require a minimization of the complete total-
energy expression [Eq. (8)] which retains the full 3D na-
ture of the system, i.e., the DLHBS model. In particular,
employment of the one-dimensional 1(D) electron
response, DLHBSO, model does not yield adequate results.

Further support for our conclusions regarding the im-
portance of multilayer relaxation at metal surfaces is pro-
vided in Table V by the relaxation energies calculated us-
ing the DLHBS model for single (in parentheses) and
multilayer relaxation. The results demonstrate that the
magnitude of the energy gained by relaxation is increased
dramatically upon allowing for multilayer relaxation.

In summary, we have derived an expression for the total
energy of a semi-infinite simple metal which depends ex-
plicitly on the ionic positions. Using an efficient relaxa-
tion algorithm and the different models described in Sec.
IV A, we have systematically studied the energetics under-
lying metal surface relaxation. From these studies we con-
clude that quantitative surface structural predictions re-
quire the use of the full total-energy expression, which
maintains the 3D nature of the system and accounts prop-
erly for the inhomogeneous surface electron density and
the response of the electronic system to the ionic positions
(screening). Furthermore, the vital role of multilayer re-
laxation in achieving structural predictions in good agree-
ment with experiment is clearly demonstrated by our re-
sults.
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APPENDIX

In this appendix we derive expressions for wk(G,q,) and W,,(G,q,). The potential w(R,z) can be expressed in the
form

whR,z2)= [d’R’ [dz'p}(R",2'Wc(|R-R'|,z—2"), (AD)

where ep,f‘(R,z) is some charge density (a local-model pseudopotential can always be expressed in this form). From the
definition of the symmetrized potential,

L e .
wh(G,q,)= [d°R [dzp}R,z) Lli_{nwfo dz'cos(q,z') [d?R'e'C Ry (|R-R'|,z'~2) | . (A2)
We substitute
1 —ik,z iR 4rre?
V.(R,z)= dze * [d*Re"K'R |_
¢ )’ J I K*+k}
into Eq. (A2) to obtain
w,,*,(G,q,):deRefa'i'fdzp,,*(R,z)[Llim I(L,z;G,q,)] , (A3)
where
1 —47re? 1 1
I(L,z;G,q,)=—-— | dk — — -
(L,2;6,q.) =7 - J k. 26 | k,—iG _ k,+iG ‘
1 —ik,(L—z) —ig,L  ik,z 1 ik(L—z) ig,L  ik,z
————kz+qz (e e e )+~—~kz >y (e e e )‘ . (A4)
The integral over k, in Eq. (A4) is done by contour integration to give
I(L,z;G,q,)= 2 Jme=Gr) 4 AT 1% g, L)—cos(g,L) |e =01 (AS)
20,4, )= — G2 q2[ cos( q:2)— ]+ G2+ 2 GS“1 q:L)—cos\g, € .

The second term in Eq. (A5) clearly vanishes in the limit L — « for all G5£0; with G =0 this term lS independent of z
(and of R) and the density p}(R,z) integrated over all space is zero. Thus there is no contribution to w2 from this second
term of Eq. (A5), and Eq. (A3) becomes

2 =
WA (G,g;)=— G“z’f 5 [dz [dR 'S FpXR 2)[2coslg,z)—e =] . (A6)
%

The density p,f‘(R ,2) is given by
PMR,z)=p(R,z—2})— (N Q) [O(z—2o—(n —1)d)—O(z —2zy—nd)] , (A7)
where p(R,z) is the density which gives rise to the ionic pseudopotential ¥V}, so that
V,(G,q,)=[—4me?/(G*+4})]p(G,q,) .

The 3D Fourier transform of the pseudopotential used in our calculations, Eq. (5), is

anZ sin[(G24¢2)'%r
V,(G,q;)=— 12r ez[(l u,)cos[(G2+g1) *r. 1 +u, 5 221/2 e] . (A8)
G°+ (G*+gq;) .
Substituting Eq. (A7) into Eq. (A6) yields finally the expression for w}(G,g,):
47Ze? -Gzt 4AnZe? sin(g,d /2)
w,,_,(G,q,)—V(G ;)2 cos(g,zM) +(1— 5—,,-.) 7T+q22e +83,0 7rze 2cos{q,[zo+(n 2)d]}—zz/7~
(A9)
From the definition of W,,(G,q,) and Eq. (A9) we have
. 4rZe? sinlqd/2) | X,
W,,,,(G,q):JExL VP(G,q,)—f-S_G.,a. 2 d /2 ZIgcos{qz[zo+(21nR+2m—3)d/2]]
47 Ze?
+(1-85 &) 22exp{—G[zo+(lnR +m—3/2)d]} (A10)

OGZ i<
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The sums over / in Eq. (A10) can be done. We use the identity

sin(Ng,ngd)
ke L L 2 :"d (g, —g;)cos(g;nrd /2) ,
R

8

Nl—{neo sin(q,ngd /2)

where g, =m(2w/ngd), m=0,%1,+2,. . ., giving finally the expression for W,,(G,q,):

41 Ze? sin(q,d /2)

Wm:(G’qz)= Vp(quz)+8—Go'6> qzz q,d/Z
27
X |cos{g;[z0+(2m —ng —1)d /2]} —
an

sin{g,[zo+(2m —ng —1)d /2}
N sin(g,ngd /2)

(A11)
>.5(q, —g;)cos(g,nrd /2)
8
47Ze? exp{—Glzo+(2m —1)d /2]}
_56,6)62“3 o . (AI2)
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