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We have derived a sum rule for the electronic scattering phase shifts in a metal, produced by a
planar boundary surface. The sum rule, which states that a weighted Fermi-surface average of the
asymptotic phase of the electronic wave function in the presence of a metal surface is equal to —m/4,
is derived for the case where explicit account is taken of the energy bands and crystalline structure of
the solid. This extends the sum rule originally stated by Sugiyama for a jellium model of a metal.
Modifications of the sum rule in the presence of an applied electric field and for complex band

structure are also considered.

I. INTRODUCTION

The requirement that the surface of a bulk metal
produces no long-range monotonic potential or
' charge disturbance deep in the bulk leads to a sum
rule for the asymptotic phase of the electron wave
functions. This sum rule, analogous to the Friedel
sum rule for metallic impurities,1 was first stated
by Sugiyama? and recently was proved in detail by
Langreth.® The sum rule states that a weighted
Fermi-surface average of the asymptotic phase of
the electronic wave function in the presence of a
metal surface is equal to —m/4. Both these
authors discussed this sum rule in the context of
the jellium model for a solid surface, 4 which ne-
glects the lattice structure and the concomitant en-
ergy bands of the real solid.

It is the purpose of this paper to extend the dis-
cussion of the sum rule to include lattice and en-
ergy-band effects. To this end we have organized
the remainder of the paper into two sections. In
Sec. II the phase rule is derived for boundary con-
ditions appropriate to a semi-infinite solid, while
in Sec, III the problem in finite-slab geometry is
studied and the connection between the sum rule
and simple counting arguments is made clear.

II. PHASE RULE FOR SEMI-INFINITE GEOMETRY

We restrict ourselves to metal surfaces parallel
to a crystallographic plane in which there has been
no change in the two-dimensional periodicity paral-
lel to the surface. The coordinate axes are chosen
so that z is normal to the metal surface, with
positive z pointing out of the solid, and its origin
is chosen near the last plane of atoms. (The pre-
cise position of this origin will be made clear
later. )

The metal can be thought of as occupying the en-
tire left half-space or as being terminated near
z=— L by another surface. Both cases will be con-
sidered; for the present we need not make a
choice,

Electron wave functions in the presence of the

oo

surface can be labeled by the quantum numbers

E. and E, where E, is the Bloch quantum number
for periodic translations in the surface plane and
E the total energy. Under the assumption that the
bulk band structure of the metal admits only two
degenerate Bloch waves (this assumption will be
relaxed at the end of this section) fora given E,, and
E, the electron states y;, , can be written in the
interior of the crystal as

Vi, B= M P .~ a5, 2.1)

where ¢ (s, are the two Bloch waves with energy
E and wave vectors k, and k or Il. @, and a, are to
be chosen so that ¢ , has no net current, and X

is the phase between the incident Bloch wave, taken
to have wave vector %, and the reflected Bloch wave
with wave vector 1.

Following Langreth,3 we proceed by constructing
an expression for the total charge per unit area A4,
in the state ¥z, ,¢, to the right of a plane Z parallel
to the surface. Denoting this by N ,,(Z) we have

Nio@)= [, J; 13,.6e) Pdzas (2.2)
where a denotes the Wigner—Seitz cell in the sur-
face plane, whose area is A. This can be re-
written in terms of only yg,,, and its energy and
z derivatives on the plane 2=z, We have

[-9%/24 VE)Y} ,=Eii,e (2. 3a)

and
[-v%/2+V®)]vz, 20 = E'Y3,5°

where V(X) is assumed real. Atomic units (e=m
=F=1) will be used throughout this paper. Multi-
plying (2. 3a) by ¥z,,z» and (2. 3b) by z,bf”,g, sub-
tracting the resulting expressions, and integrating
over the two-dimensional Wigner-Seitz cell, one
finds

(E, = E) fAdsl znbng' IPEH.E

(2. 3b)

*
=3 jA‘dS[zpfu.E szl)fu»E' - lpFll'E' v lp?n'E]
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=% f dsv'[zp,?",EVll);",E: - Yg,.m VllJf..,E] . (2.4) We turn to the task of constructing an explicit
. _ . form for the bracketed expression in (2. 5). For
Integrating now from z =% to z =< and using the simplicity we suppress the K,, E subscripts and
fact that s -0 as 2 -, and then taking the denote dw/dE as w'. Then
limit that E’ - E, one finds . . . 2
= (aj+ik'za )@, - (a} - 2ix'as+il'ay)e %% @,
R | * 9 9 ) 3
Ny,£@)= 3 fds [W...E 2 8E ViunE +a.ett —;;—:—k’ —apeiixiie T?-L I, (2.6)
A
where
9 9 * X)=et* y (X .
- 9F lpk’ll'E 3—2— lpfu'E] : (2' 5) (pk(’) uk(x) (2' 7)
Taking the z derivatives of ¢ and i’ one finds for
]
le*
3z P’ - ZP* Y= 284 (2.8)
. EYo 3 dp¥ 3
Si= - 410}~ 2ix'ays iza)e ™ (S g,- o} Tfh)-azwwk'zaoe*”* G om0t 52, @.9)
. 3¢y 8¢ , . X2 x 29
Sa=a,(ai+ik'za,) 9z Pr— Pr -—k’ +ag(as - 2ix’ az+il’ za,) ( 32 P1—= @ TZL) ’ (2.10)
agp¥ du 3 du
' k ike E _ p* ike R\ _; 2
k[ ¢ o % ez (e ak> 1"0"1]
dp¥ 3 3 ]
2 P11 Uy 9 (i u .
+“2l'[az e 5~ (e . TaTL> -ile, lz], (2.11)
agr du 3 du
== ’ R pile_ o ile L\ 0¥ «24X
Sy=—ayazl [ 2z 01 ¢ 2 <e al ) z(p,,fp}e
dp¥ u 9 u .
-aazk’ [ az’ —Lak e** - of o (e”“ -——B—ak )—zﬁ”f ‘Pk] e, (2.12)

Fortunately, enormous simplifications can be ef-
fected in these expressions if the required dS in-
tegrations on the plane z=Z are performed and a
number of identities valid for the Bloch waves
and proved in the Appendix are exploited.

The term [, dS S, vanishes because of the iden-
tity

j dS( - go,> , (2. 13)
proved in the Appendix.
In simplifiying [dSS, we use
% 3% -2 9E 2
J'ds ( %% - @F ) 7 on (2. 14)

vhere E is the energy and dE/dk the average ve-
ocity in the three-dimensional unit cell, and d is
he width (in the z direction) of a unit cell. This
axpression follows from the fact that the left-hand
side of (2. 14) represents the current through the
area A and should therefore be proportional to
9E/3k. (See Appendix for complete proof. )
With (2. 14) and the analogous expression with

k replaced by ! one obtains

-

dE dE
2a1a1 ar +2aza2 dl

f dssS,= —d—<

A

)

-4aiy'/d+2z(ad+ad)/d, (2.15)

Turning to [dSS; we show in the Appendix that
the first bracketed expression in (2. 11) can be
written

2 dE i\ 92E
T 35 D)= Z) -5 o7, (2. 16)
where
3
Z,,=ifnu:—agude. (2.17)

D,(z) represents the fluctuation of the integrated
charge density of bulk state # and is defined ex-
plicitly in the Appendix. Using (2. 16) and the anal-
ogous expression with 2 replaced by I one finds

2 . 9%E 0k
J'Adssﬁ—d—[‘ax ? (Dk(z)—Zk—l WT)E)
. 9% dl\
+|a2|z<D,(z)—Z,—lez——ai>]. (2. 18)
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Finally the first bracketed expression in Eq. Ay = AT, . (2. 20)
(2.12) for S, is shown in the Appendix to be .
ey This leads to
ig™t Ve dE
winl (b _NI/91 41 [1+ Akl(z)] (2- 19) 2a,a
sin|(k-1)d/2| dl ’ - —2%%
nf ( )) /2] fz;zss4 P T
where 4,,(z) is defined in the Appendix. It van- -l k=l)z
ishes as 2~ 1- 0 and is periodic in z with period X Im{e (1+8u@].  (2.21)
d; in addition, Combining (2. 15), (2. 18), and (2. 21),
]
Ne)-- 2 (atrad)s2 28y 22 8 6y 7] B (pe)-z,)
a IS a a4 “* Toa M '
a inl (k-1 2 a -
1@ sin[( )z + 2x] 192 Im[e i[2x+(k-l)z]A”(z)] . (2.22)

sin[(% - 1)d/2]

The imaginary terms in [dS S, cancel upon collec-
tion because they sum to d(av,+a,v,)/dE = 0,
making N(z) manifestly real. This derivative van-
ishes because (a2v,+a3v,) is the average velocity
of the state, which must vanish for all E.

To proceed further, we must determine a; and
a,. They are fixed by the relation just mentioned
and the normalization. In this section, where we
deal with the semi-infinite crystal, we choose to
normalize so that

Javyi svi,e =0k -K)sE-E). (2.23)
This means choosing
at=ad S gio_aa (2. 24)

Now, Eq. (2.22) represents the charge to the
right of z in a single state (E,,,E). The total elec-
tronic charge in this region, due to states within
the band at each E.. , is given by

Nrsle)= G f d%,dE 6(E ; - EW,,z(2),
(2. 25)
where 6(x)=1if x >0, and 6(x)=0 if x <0.
If there are surface states for some E.,, we ob-
tain an additional contribution, independent of z,
sufficiently deep in the crystal,

1
Nrpg= W dzkuNs,fu )

(2. 26)
where N,;, is the number of bound states for
given k,. The total electronic charge is then
Nr=Nrp+Ngs.

The condition that the surface produces no long-
range monotonic potential disturbance deep in the
bulk is expressed by the equation

zo-bd
lim [N2(E)-NF*@)]dz=0,
F-{) taiad

20

(2.27)

where N3™(Z) is the ionic counterpart to N,(Z).

~ sin[(k - 1)d/2]

In evaluating (2. 25) using (2. 22) and (2, 24), we
note first that the terms involving D,(z) and D,(z)
yield zero on integrating over Z, since their spa-
tial average is zero (see Appendix).

The terms containing a,a, in (2, 22) require
some discussion. As written, they are in a form
convenient for the region k-I<n/d. ¥ k-1~2n/d,
it would be more convenient to replace k - with
k —1-2n/d in both terms, with a consequent re-
definition of 4,;. This does not really matter un-
less the Fermi surface reaches the zone boundary
for some E., . Considering first the case where
this does not happen, we can say that the term con-
taining A,; contributes only to the Friedel oscilla-
tions produced by the surface, which fall off to
zero as z -~ -, and thus do not contribute to
(2.27). The other term also contributes to these
oscillations, but contains, in addition, a contribu-
tion from the neighborhood of £ —-1=0, which is
independent of z. In this neighborhood, it is suf-
ficient to set ai=a%=3Add(k -1)/dE. Then pro-
vided only that sin[2x(k —=0)]=0, we find, on
performing the E integration,

A
2 fdzk..(— m/2)

as the contribution of the a;a, terms to (2. 27).
The integral extends over those E., within the
Fermi surface.

The assumption about x(2 —=0) is valid except
on the boundaries separating regions of E., with
bound states from regions without them. The er-
ror made in neglecting these regions decreases to
zero in the limit 2 - — o,

If the Fermi surface reaches the zone boundary,
we must consider the modification just discussed
and find that there is an additonal z-indépendent
contribution from the region k - I~ 2n/d, which
just cancels the contribution already found. The
total contribution of the aa, terms to (2. 27) is then
just
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A
W d% W(=7/2)n.-n,), (2. 28)
where 7. (z,) is the number of minima (maxima) in
energy, below the Fermi level at k,.

The contribution of the remaining terms of

(2. 22)-(2. 27) is just
3
—zA (Zl_n) fdzk“(k—l),,.— -(ZZA;ﬂ)s.fdzk"
A kr
X(Xp=Xo)+ P fdzk" f Zydk, (2.29)
IF

where the subscript F means that quantity is to be
evaluated at the Fermi surface or the zone boun-
dary, whichever has lower energy, and X, is to be
evaluated at the minimum energy for given E.. .
The coefficient of (- z)A in this expression is just
the electronic density p of the perfect crystal as it
must be.

The presence of the Z, in (2. 29) is a bit of an
inconvenience. This quantity is familiar from band
theory (see Ref. 5, p. 313). It has the property
that it is sensitive to the choice of over-all phases
for the Bloch functions. This is also true of the
x’s and the Z, occur in just such a way as guaran-
tees that (2. 29) be invariant if the phases are
changed. I the undisturbed crystal has a sym-
metry under which z changes sign, such as in-
version or a mirror plane parallel to the surface,
the natural choice of phases will make the integral
of the Z, in Eq. (2.29) vanish. Lacking such a
symmetry, the attempt to make the integral vanish
would not be worthwhile.

To discuss the contribution of bound states, we
suppose at first that for some E.., there are no
bound states. For such k,, we choose Xo=0. Then
if we move in &, to a region where a bound state
has split off below the band edge, we lose a state
from the band. I yp is continuous in this region,
this means that x, decreases dicontinuously by .
Thus the number of bound-states split off is given
by — xo/m. Similarly, if the Fermi surface reaches
the zone boundary, and a state is split off at the
top, X increases dicontinuously by .

It follows that the surface states below the bot-
tom of the band for k, within the Fermi surface
can be accounted for by eliminating x, from Eq.
(2.29). Surface states below the bottom of the
band for other E,,, or above the top of the band for
Kk, where all states are occupied, must be included
qxplii:itly. This contribution can be designated by
Nrs(ky).

We now write the total electronic contribution
to (2. 27) as

-PAlz - Z,) - (T‘:)z- Idzk,, —’;F—

BLOUNT

|co

A -~ -
+ W d’* N1 (Ky)

A
- oy Jreen), @)

where Z,, is the average of Z, over the Fermi sea.
Now N'°(Z) will have, in the interior of the
crystal, the form

N#*Z)=p""A(Z - Z4,,)+ oscillating terms.
(2.31)
The oscillating terms average to zero. The quan-
tity Z, ., is determined by the arrangement of ions
in the perfect crystal and by the nature of the sur-
face, that is, by where the cut is made and what
ions are removed. Its position with respect to
a given plane of atoms in the interior does not de-
pend upon surface rearrangements of the atoms.
For complicated crystal structures or surfaces,
2 4on Mmust be computed. For an important class of
situations, however, it can be determined easily.
This class consists of those cases where the metal
contains just the ions on one side of a plane, about
which the undisturbed average planar density, in-
tegrated over x and y, is symmetric. In such
cases 2;,, is simply the value of z on this plane.
All such cases are included among the cases where
Z, can conveniently be made to vanish.
Now the coefficients of z in (2.30) and (2. 31)
must cancel, since the undisturbed crystal is
neutral. Therefore, (2.27) can be put in the form

- [d%, xp- %7 [d%, (n.-n,)+7 [ d% Nrs

+P(Z, —2150)=0.  (2.32)

In accordance with the previous discussion, there
will be many cases, probably almost all those of
current interest, where the final term can be made
to vanish by suitable choice of phases and origin
of coordinates. When this is done our expression
differs from those of Langreth and Sugiyama only
by the presence of z, in the second integral, and
in the third term. The first of these is a result
of band structures which has no analog for jel-
lium. The second represents an oversight in
Langreth’s footnote 6.

We should note that this derivation has assumed
that there is no external field. In the presence of
such a field, Equation (2. 27) should be modified
by a right-hand side proportional to the field,
which would then appear also in (2. 32).

So far, we have assumed that, for each E", only
two Bloch states have a given energy. This is not
a very desirable restriction, and we would like to
sketch briefly the consequences of its removal.

A set of states which satisfy the boundary con-
dition on the right can be written

Yi,e= g~ iki Ugg) - (2. 33)
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Here the 3,’s are Bloch functions whose velocity
v, is positive, while the ?p-, have negative velocities.
Their normalizations are chosen so that they all
have the same current—relative to the ¢,’s used
so far, they are divided by lv,,l”z. The matrix
u;; describes the reflection from the boundary of
the states y,. The index T{,. is suppressed and we
have used a summation convention.

An arbitrary function ¥, 5 of energy E can be
written, in the interior of the medium, as

Vo p= @ - % u“) Qg (2.34)

Any such function must have a vanishing expecta-
tion value of velocity. Imposing this requirement
leads to the conclusion that #;; is a unitary matrix—
which is why we have chosen this normalization for
the ¥, .

The functions ¥;  are normalized to §(E -E’)
and we can find the total density by squaring ¢;, z,
summing over 4, and integrating over K, and E.

The result of a calculation paralleling that above
is — 2xr should be replaced by (In|% |)r. This, of
course, reduces to (- 2xz) when there are only two
states at the Fermi surface.

With this modification our results are also ap-
plicable in cases of reconstruction, whose principal
effect for present purposes is to result in a smaller
Brillouin zone, by mapping several T(,, into one.
This necessarily produces more than two states of
given energy at a given §,| .

III. PHASE RULE FOR SLAB GEOMETRY

We have now established the sum rule for the
case of a semi-infinite medium. It is of some in-
terest to consider instead the case of a finite slab,
where the relation between the sum rule and simple
counting arguments is more apparent.

The presence of the right-hand boundary has the
consequence that, in the interior of the crystal,
the wave function ¢z ¢ has the form (2.1). Sim-
ilarly, a boundary on the left results in the require-
ment that ¥3 z has the form

zl);",,_.;:al ¢i1:k_aae+2!c¢il|-l . (8.1)

The phase { consists of a part § intrinsic to the
left-hand boundary, as well as a term due to the
fact that we shall keep our coordinate origin near
the right-hand boundary. Suppose we know ¢ for a
particular slab, and want to determine it for a
thicker slab containing » more unit slabs of thick-
ness d, added on at the left. We easily find that
the new ¢, called ¢,, is just {—4(k-1)nd. In
general, then, for a slab containing N unit slabs,
we would write t=-1Nd(k-1)+6. (If the slab
should happen not to contain exactly an integral
number of unit slabs, as might occur for a not too
simple crystal structure, we would choose N to be
the nearest integer. )

The condition that (2.1) and (3.1) represent the
same yg, 5 is then

== (L+x)=iNd(k-1) -6 —-x=mm, (3.2)

where 77 is a function of E. For a thick slab, this
condition leads to a set of levels characterized by
a nearly uniform difference between successive
values of g=(k-1)/2.

We may calculate the normalization integral for
Y3,z in two steps. First we compute the contri-
bution between planes at z and +, as in Sec. I
Then we perform the analogous computation using
(3.1) for the contribution between planes at —«
and z. It is readily seen that the condition (3. 2)
results in the cancellation, upon adding these two
parts, of all terms except those involving X’ or
t’. The total normalization integral then turns out
to be

1=fdsf dz $*y
A -

. ap¥ 3 dan
--id} (G 1= 01 52) G

=_2a31iL‘_iE

Rl B (3.3)

In this evaluation we have used Egs. (2.13) and
(2. 14) using v,=dE/dI.

Now, the average current density in the interior
of the slab is just (a?v,+a5v,)/d which must van-
ish:

afv,,+a§v,=0.
Therefore, we have

1= Zaz] Uy d_‘n=_ 2azav‘ dan

d dE d dE’
L d dk
1= T
2 dn (3.4)
2 d dl
a2=—§ ﬁ,
af+a§=dg—;l7,

where we freely regard , I, E, g, or 7 as inde-
pendent variables.

We now want to construct a sum rule by means
of a two-step argument. First, we shall establish
that, for a given Fermi level E,, the average
density of electrons deep in the interior of the slab
is the same, to order 1/N%, as in the unbounded
crystal. This means that in order to maintain neu-
trality deep in the interior, Ej is the same, to
order 1/N%, as’in the unbounded crystal. Second,
we shall obtain an expression for the total number
of electrons, in an infinite prism of cross section
A, in terms of the phases. The requirement that



488 JOEL A. APPELBAUM AND E., I. BLOUNT

this number be the same as the nuclear charge will
then yield the sum rule.

In this argument we shall ignore some points
which were covered in Sec. II. These are bound
surface states, and cases where the Fermi level
reaches the zone boundary. They could be added
at the end, but are irrelevant to our basic purpose
in this section.

The charge density for the wave function just
discussed in the interior of the slab is given by

WP =ai| p,s|® +a3| @;|? - 2a, 0, Re(p} 9,e™).
(3.5)
For the average density 5(zg) in a unit cell situated
between the planes zo—d/2 and zo+d/2, we obtain,
upon using (A19),

Qﬁ(Zo) = af +a§ - 2a1 a;Ccos (Zx + quO)
—ZalazRe [A,,,(zo+d/2)e'“z’“2“0)]. (3- 6)

Here, we could replace x by —¢£. Bl(z) is, of
course, also dependent on k, and E, and § is the
unit-cell volume.

Since we want to evaluate the density in the in-
terior, we choose to write z, as —Nd/2+€, where
le| is <Nd/4. (There is no difficulty in choosing
|€]>Nd/4, but we would then use a slightly dif-
ferent method of evaluation. )

Using Eq. (3.2), we can write

—(2x+2920)=n+(6 —x) — g€ =mm — (x — & +2g¢).

Then, with the aid of Eq. (3.4), Eq. (3.6) takes
the form

2p(zg) _ dg (1_ 21w, v, 1) 2= 1)
d d'n Iv,,l + “Jxl

X cos(2g€ - 5 +X)

x = 2(lva0; 3= 1)
PREICH

X Re[Ay (z°+d/2)e'“z""°”‘)]). (3.7)

To sum the first term of (3.7) over allowed E’s
for fixed k,, we write
Z; E’ = E (% + d_s) dﬂ,

o dn ) dn dn
E<Ep

(3.8)

where s is a sawtooth function, equal to 3 at 0, de-
creasing linearly to — } at 7, jumping to 3, and so

on. Thus, we have
gzlf” dg "_f -
?dﬂ my § dq+sd17 . sd_‘ng dn, (3.9)
where g is the value of g for E=Ep at the given
k,. The contribution of the last term is of order

1/N? and we shall neglect it. Thus we have

dq _qr _1dq dq
Ziin = "2 an o Sdn

(3.10)

aF

|oo

The final term fluctuates with mean value zero,
as a function of 7. It is of order 1/N and, on in-
tegrating over E., , becomes of order 1/N=, so that
we shall neglect it also.
The remaining terms of (3.7) can be written
Z 10" % 5, (3.11)
m n
E<ER
where f (g) is a slowly varying function of 7 for
€ KL, This sum can be written

fdn-d—o 9 ¢ ),

an an (3.12)

where o(n) is a square wave function equal to 3 for
2mm <1< (2m +1)7 and equal to - 3 for (2m -1)7
<1< 2mn. Integrating by parts we obtain

-1 gq_f|°+0 %f GF-IG% (%%f) (3.13)

2 dn
The last two terms are negligible in the same
way as the corresponding terms of (3.9), and we
are left with

=L+ 3% sy

2 an (3.14)

0

Now, as ¢~0(k—-1), 1+f vanishes provided that
50(0)=x(0)=0, and the final result, on integrating
over k,, is that

Peot(20) = (—z%r +0 (‘ﬁ%‘) ’

where Vi is the volume of the Fermi surface. This
is, of course, the same density as that of the in-
finite crystal for the same Fermi level. In accor-
dance with our previous remarks, then, we see
that the requirement of neutrality in the interior of
the slab implies that E is unchanged, at least to
order (1/N3).

Finally, we evaluate the total number N, of elec-
trons in an infinite prism of cross section A:

(3.15)

A
N,: (—?m—)'zf dzk..n;",
(3.16)
ny = 2 1.
f ECEp
We carry out the first sum, over E at fixed E., , €x-
actly as in (3. 8), replacing dq/dn by 1, obtaining

ng, = E’f— —1+s(np). (3.17)

The first term is of order N, while the last two
are of order 1. The final term, however, fluctu-
ates with mean zero and, on integrating over k,,
becomes of order 1/N, or of order 1/N? relative
to the first term, and we shall neglect it. Using
our previous definitions, we write

n;"=qFNd/1r—(1/1r)(6F +Xp+1/2). (3.18)
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On integrating over E,. , we have

1
N,=NdAT)m—‘2—"s f d® [ (85 +xr)/ 2]+ 1/4.
(3.19)
Now, if the slab contains N unit slabs of atoms
and is neutral, we find

Xp+bp)/2=-1/4,

where () is the average over f{.. .

We note that the Z, simply do not enter in this
discussion. They are not needed to preserve
phase invariance, because changes in phase can-
cel between 6 and x. Likewise, z,., does not
enter, since we have used only the total amount
of ionic charge, not its location.

1t is easy to see that the term — 7/4 is directly
related to the fact that there is no state for ¢=0.
In the slab geometry, we have states at n=mn
for m >0. In periodic boundary conditions, with
box size Nd, we have states for kNd=2mm, m not
restricted. I the energy is an even function of %,
this is equivalent to having a state for ¢=0 and
two states for each ¢ such that gL =2mn, m >0,
If we take the sum over these states as in Eq.
(8.16), we find that ny is just gL, not gL - 3,
plus negligible oscillating terms, Stated other-
wise, 1+2[n/2n] is always greater than [/7],
where [ ] means integral part, and the average
difference is 3. This is the same % that occurs
in Eq. (8.17).

The corresponding effect in the calculation of
the density can be seen in Eq. (3. 13), but this is
compensated by the contribution from the terms
with (- 1)". This reflects the fact that the wave
functions YE,E have their density concentrated in
the interior. This is particularly noticeable for
the lowest state which has one large peak at the
center of the slab and falls like cos(m5/L) towards
the ends. In the idealized case of a slab with in-
finite barriers at the ends, the density vanishes
at the ends and is piled up a bit in the interior,
for any Fermi level.

K the slab contains extra material beyond N
unit slabs (or less), or has a periodic adsorbed
layer, obvious adjustments can be made in (3. 20).

If the slab possesses a symmetry relating the
left and right surfaces, so that (xy) must equal
(6F), we recover individual sum rules

(xp)=Op)=—-1/4. (3. 20)

This result, of course, agrees with the results
of Sec. II when those results are specialized to
agree with the suppositions of this discussion.

' Inthe absence of a symmetry which forces the
result (3.20’), we would have to use an additional
argument to obtain sum rules on the (xz), (65),
or (Xr— 0p). These arguments would be based
on the requirement, not yet used in this section,

(3. 20)

that the average value of the field in the slab is
zero for a material with a free Fermi surface,
and would essentially duplicate the derivation of
Sec. II, with the complication arising from the
finiteness of the slab.

APPENDIX

In this appendix we shall derive some identities
useful in the simplification of Eq. (2. 8).

The first two results are trivial consequences of
the equation of continuity. X y and ¢ are two solu-
tions of the Schrddinger equation with the same
energy, it follows immediately that

V. (@Vh* - p*Ve)=0. (A1)

We are particularly concerned with Bloch func-
tions, whichwe shall write in the form

(pk=e“'uk’ (A2)

where %, contains the factore‘;"';" as well as the

usual periodic part. We are suppressing the sub-
script E.., since in any given equation, only func-
tions with the same k, will occur. Then, from
Eq. (Al), we see that the integral

. 20y 29 )
- Tk _ p* X1
Iy(z)=1i [m dS((p, 3z Pr 3z (A3)

is independent of z. The integral is to be under-
stood as taken over a unit cell A(z) in the plane
z=const. On the other hand, if we take the integral
on the plane z +d, where d is the distance between
lattice planes in the z direction, we have

Iy(z+d)=e' ", (2).

Therefore, if I # &, I,,(2)=0. This establishes Eq.
(2.13).

If k=1 and ¥ is normalized to unity over a unit
cell, we find on integrating over a unit cell and,
using the constancy of I,,(z), that

) g} ] 2
f, as(o 2 -or i) 20, g

Alz)

where v,=dE/dk is the z component of the expecta-
tion value of the velocity for state y,. This estab-
lishes Eq. (2. 14).

In exact analogy to the derivation of Eq. (4), we
can write

kaf dS ¢y ey
A(z)

=— Po+——, (A5)
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30) ine Ou
= k pike ZUp
P,(z) '[(x) dS( oz e ok
* 3 ikzi__g_ Al
- Y ge '“pnq’k . (A8)

P,(z) will be recognized as the expression occurring
twice in Eq. (2.11). To obtain this form we used
Eq. (A4).

Now we multiply this equation by (z —z¢—d/2)
and integrate from z, to zy+d, obtaining

‘Oﬁd
20, f dz(z-zo—d/z)[ﬁm dSpnp,— l/d]

20

zgtd
<[ aa(a-2,-5) % @
20
This can be rewritten as
20 +d
20, [ "M dz [ dSyipu(e —20-d/2)
0 Ae)
=d[Pyz0)-P,], (A8)

where we have used the manifest periodic charac-
ter of P,(z), and P, is the average value of P,(z).

We define the quantity D,(z)as the dipole moment,
about the plane z4+d/2, of the charge density for

state ¥, in the unit cell bounded by z, and z+d:

Dy(zo)= ft:)M dz fw) dShapuz — 29— d/2). o)

It is obvious that D,(z) has periodicity d and Eq.
(A8) shows that its average value is zero.

We must now investigate P, From (A6) we can
write

- 8(p* ou
- Tk pike "k
de"‘ ’/‘; dV( az e 3k

- on et %—;— - z¢*¢> (A10)

when the integration is over a unit cell. Now we
can write

ou .
A =-i Eunkznﬂ—tukzk'

ok (A11)

Here the u,,’s are functions defined as in (A2), for
the other bands. It is easily seen, using the ortho-
normality properties of the «,, over a unit cell,
that

du
Zn0=1'funk 3}: s

(A12)
* Ou
VA =ifu —k
k A kR Ak
Then we have
dPy= - 20, Zy— 223V onZno- 1, (A13)

BLOUNT

|oo

where
Vo= 31 J;(—h nn = Vn —zk“) av.,

The V,, are the matrix elements of velocity be-
tween the bands in question. It is one of the basic
theorems of band theory® that the sum of the last
two terms on the right is just (- idv,/dk). Finally,
then

(A14)

B,.2t v 202,
Po=q ar =4 (A15)
and
_k _i dy
This result is quoted in (A16).
In analogy with Eq. (A5), we write
z grd
Zv,f dzf ds‘/’:‘l)z
20
2 £+
- 3y, Yy %Y, )
= f ds( 9z 81 ~¥r Bzl
Az)
=Sp(2o+d) =Sy (2o), (A17)
where
OYX .. Ou
- Yy ite 21
Sm(zo)- ‘A/(;) ds[az e 3l
9 u
-in g(e"“ —4) -ww,] . (A18)

S, is just the expression occurring in Eq. (2.12).
Evidently S;(zo+d)=e!*"*?S,,(z,), and we find

vlei(l R)eQ z (pd

Suleo)= isin[(l - %)d/2] dz

XJ’ ds zP:zp,e"("”’('O"/z’
Ae)
i(=k)z
_vie o
= e[ —R)d/z) L1+ 2wk -

Here, A,(2) is defined as a periodic function of z
and it vanishes as £ ~1. Its behavior for small
k -1 is readily obtained:

f dz f dsll) zp ei(l"k)(z +d [2)
2 Az)
* . 2o
=fuhu,dv+z(l—k) f
£0

Q

(A19)

xdeu;"u,(z—zo —-d/2)+ . (A20)

As I approaches % we have



|

Bulzo)= (- F) f up L av.il-k)Dyzo)
2
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=i(l - k)[Dylzo) = Z,] . (A21)

Equation (A19) is quoted in Eq. (2. 20) of the text.
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Inelastic Low-Energy-Electron Diffraction for Surface-Plasmon Studies: Extended
Measurements on Epitaxial Al(111)*

J. O. Porteus and W. N. Faith
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Inelastic low-energy-electron diffraction measurements on a clean Al(111) surface have been greatly
extended and improved. This provides the experimental basis for a much more accurate determination
of the high-momentum surface-plasmon dispersion and lifetime. The surface is prepared in situ in an
ultrahigh-vacuum scanning diffractometer by epitaxial deposition on a Si(111) single-crystal wafer.
Specular beam inelastic intensity profiles are measured in the <112> and <110> directions at 15° and
25° incidence. The primary beam energy is chosen to correspond closely to both diffraction-before-loss
and loss-before-diffraction processes involving different vestigial Bragg peaks at roughly 50 and 100 eV.
Present emphasis is on loss profiles, which have recently been shown to be essentially free of
complicating dynamical effects. The use of a 100-meV data grid and a more efficient computer
differentiation technique permits determination of loss peak positions to 50 meV under favorable
conditions. Internal consistency of the data is demonstrated here and in a more comprehensive analysis
by Duke and Landman, published separately. The analysis leads to a substantially different evaluation
of the surface-plasmon dispersion than previously obtained. There is evidence that the visibly smoother
substrate used in the present work does not affect this result significantly. Experimental procedures and

results are discussed in detail.

I. INTRODUCTION

The role of surfaces is critical in many solid-
state electronic and optical applications. Device
performance often depends on the physical, chem-
ical, and geometrical features which determine the
electron-density distribution at the surface. Mea-
surable characteristics of this distribution are
therefore of considerable practical interest. Sur-
face plasmons!® offer such a characteristic in the
form of parameters defining the surface-plasmon
dispersion and lifetime (SPDL). When the plasmon
wave vector p, is small compared to the dimensions
of the Brillouin zone? the SPDL may be evaluated
from optical measurements. The spatial resolu-
tion for electron-density variations normal to the
surface is quite limited, however, being of the or-
der of 2n/p,. The SPD at larger values of p, has
been obtained from the distribution of 34-keV elec-
trons scattered in a Mg foil, ® but the surface was
not well characterized. The surface-plasmon sig-
nal using this method is often too weak for precise
results.

A more promising method, which is compatible
with elastic low-energy-electron diffraction
(ELEED),*® Auger-electron spectroscopy,® and oth-
er surface analytic tools,” is based on inelastic
low-energy-electron diffraction (ILEED).5:%-!%
Here electrons having ~ 10 - 100-eV energy are in-
volved in an inversive two-step process: (a) An
electron loses energy and a related momentum in
exciting a surface plasmon; (b) the electron is elas-
tically diffracted backward by the lattice. As a re-
sult, each vestigial Bragg peak in the elastic inten-
sity vs energy curve (elastic energy profile) of an
ELEED beam is accompanied by an inelastic inten-
sity distribution which provides information on the
surface plasmon. Sections of the inelastic distri-
bution lying in the azimuth of the ELEED beam are
called energy, angular, or loss profiles,®!* depend-
ing on whether the primary energy E, exit (polar)
angle 6, or energy loss w, respectively, is chosen
as the scanned variable; other variables, including
the azimuth 3 and the incidence angle 6, remain
fixed. The loss profile is now known to be the most
useful data form for determination of the SPDL, 1314



