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We have developed a method for calculating self-consistently the electronic structure
around an impurity atom, or an impurity cluster, in a crystalline host. Our method is a
Green-function matrix technique based on the linear muffin-tin orbital method in the
atomic-spheres approximation. The calculation of the host Green function is extremely effi-
cient and involves diagonalization of a small Hamiltonian matrix for the band structure and
subsequent Hilbert transforms. The method is tested for the calculation of one-electron
spectra and total energies on systems for which (essentially) exact solutions are known: the
Hulthén potential, a free H atom, a H atom in jellium, and a Li atom in jellium. The accu-
racy is better and the computational speed significantly higher than that obtained with the
standard Korringa-Kohn-Rostoker Green-function technique.

I. INTRODUCTION

It has recently become possible to perform ab ini-
tio self-consistent electronic structure calculations
for deep impurities in semiconductors’? and for im-
purities in metals.® The perturbation from such im-
purities is stronger and more localized than that
from shallow impurities and this makes the usual
effective-mass approximation invalid. The perturba-
tion is, on the other hand, too extended to be treated
as atomiclike. This intermediate character thus re-
quires more involved calculations.

Semiempirical tight-binding methods have been
successful® in explaining certain chemical trends for
deep impurities in semiconductors. We believe that
a similar formalism can be obtained from the ab ini-
tio linear muffin-tin orbital method in the atomic-
spheres approximation (LMTO-ASA).>~7 For
closely packed metals this method has been demon-
strated to combine efficiency and physical tran-
sparency with fairly high accuracy.*® Its potential
parameters and structure constants have been tabu-
lated for all elemental metals. In this paper we
adopt this method to ab initio calculations for local-
ized impurities.

Of the existing ab initio calculations for impuri-
ties, some have been based on a cluster approach in
which the perfect solid and the impurity atom are
replaced by a finite cluster,'® which may be repeated
periodically.!! Most calculations, however, treat the
proper infinite system wusing a Green-function
method. An advantage of this is that the problem
separates into two parts. First, the Green function
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G° of the perfect solid is calculated using one of the
band-structure methods developed for infinite crys-
tals. Then the Green function G for the solid with
the impurity is calculated by solving Dyson’s equa-
tion G=G°+G°AV G with the perturbation AV
from the impurity. Dyson’s equation is usually
turned into a matrix equation in which the range of
AV determines the size of the matrix. This method
is very convenient for the problem we have in mind.
Here AV is large only in a small region of space
while the wave functions and the local densities of
states are perturbed over a larger region.

The Green-function method was first used in this
context by Koster and Slater.!> It was further
developed by Callaway!® and subsequently found
numerous applications.'*!> Recently, in particular,
three groups have used this method. Bernholc, Pan-
telides, and co-workers! as well as Baraff, Schliiter,
and their co-workers’ have developed methods in
which the wave functions are expressed as linear
combinations of Gaussian orbitals. These schemes
have been successfully applied to deep impurities
with s and p electrons, and it was demonstrated that
for these systems the calculations can be performed
without any substantial approximation for the po-
tential. Zeller, Dederichs, and co-workers® have
treated impurities in (transition) metals using the
muffin-tin (MT) approximation for the potential
and the Korringa-Kohn-Rostoker (KKR) scattering
formalism to solve Schrodinger’s equation.

In the KKR formalism the wave functions are ex-
pressed in terms of the partial waves ¢g; (E,r)
which satisfy Schrodinger’s differential equation
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[—V2+vg(r)—E]drim (E,T)=0. (1.1)

with vg (7) being the spherically symmetric potential
inside the MT sphere at site R and constant outside.
In (1.1) and throughout this paper we use atomic
rydberg units and let L =/,m denote the quantum
numbers of angular momentum. The partial waves
at energy E are used to construct the Green function
G (E). This approach has the advantage of provid-
ing an exact solution for the MT potential, regard-
less of its strength. Also for non-MT potentials the
partial waves, in the form of so-called muffin-tin or-
bitals (MTQ’s), are well suited to represent the wave
functions. This has most clearly been demonstrated
in LMTO calculations for small molecules.'®

Gaussian orbitals, on the other hand, are often
used with some computational advantage but they
are not as well suited for an expansion of the wave
function as the partial waves, and at least twice as
many basis functions are needed for the same accu-
racy. Moreover, in the Gaussian scheme the wave
functions of the system with an impurity are usually
expressed in terms of the wave functions of the pure
system. If the impurity atom is drastically different
from the host this means that very high-lying states
of the unperturbed system must be taken into ac-
count. Recently, methods for dealing with this in-
convenience have been proposed.!”

In a formalism based on Eq. (1.1), there are no
particular difficulties in treating impurities that are
very different from the host atoms, since the partial
waves may be calculated in the presence of the im-
purity potential. Although the KKR formalism
takes advantage of this fact, there is nevertheless no
natural cutoff in the number of bands included in
the calculation of ReGYE). The reason for this is
that (1) the KKR structure constants and (2) the
partial waves depend on energy.

The structure constants are essentially the matrix
elements of the free-electron Green function G%, de-
fined through

(V24 )G F—7 k) =8(F—T") . (1.2)

In terms of these the Green function for the unper-
turbed crystal, defined through

[VZ4E—V(D)]GYUT,T;E)=8(F—T"), (13
is given by a Dyson equation with the perturbation
E —V(F)—«k% In the KKR method, where ¥V (T) is

a MT potential with the constant value V1 be-
tween the spheres, the choice

K>*=E —Vyrz (1.4)
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is made in order to ensure free propagation between
the spheres. This makes the KKR structure con-
stants depend on energy.

We shall avoid this energy dependence by using
the ASA.> The ASA consists of the choice

K2:0 (1.5)

and of the approximation that the integral over all
space

[ GOr—T0)[E —V(F)IGUT, T ENd

equals the sum of integrals over “space-filling”
atomic spheres whose overlap is neglected and
whose potentials are spherically symmetric. For
closely packed materials (e.g., metals), it is suitable
to use spheres centered on the atoms while for open
structures (e.g., semiconductors), additional spheres
cover the holes in the structure.!® As a consequence
of the choice (1.5) the ASA structure constants are
independent of energy.

The remaining energy dependence is that of the
partial waves (1.1). We shall approximate this ener-
gy dependence by the first two terms

OEr)=¢(E,,r)+(E—E, )$(E,,r)+0o(E —E,),
(1.6)

of the Taylor expansion about some arbitrary energy
E,.

As a result of the ASA (1.5) and the linearization
(1.6) it is now possible to relate G(E) to an ordinary
linear eigenvalue problem of low dimension. The
corresponding Hamiltonian’ is exceedingly simple
and its nine s, p, and d bands (per atom) have upper
and lower bounds. The calculation of G%(E) there-
fore proceeds much faster than with the KKR
method. Moreover, the Hamiltonian is physically
meaningful and it yields energy bands correct to
second order in E —E.,.

Koenig, Léonard, and Daniel** recently developed
a LMTO-ASA method for impurities by taking the
x?>—0 limit of the KKR formalism.> Although de-
rived in a different way, our results agree with
theirs, as they must. However, Koenig et al. did not
discover the above-mentioned Hamiltonian way of
expressing G° but rather calculated the energy bands
and Bloch functions with the standard LMTO-ASA
procedure and then obtained ReG%(E) in essentially
the same way as with the KKR method.

We shall present our LMTO-ASA formalism for
self-consistent impurity calculations in Sec. II. We
also show how the total energy is conveniently cal-
culated within the local approximation to the
density-functional formalism.!” In Sec. III we then
test our method on different model systems for
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which exact, or nearly exact, results are known. Our
solution of Schrodinger’s equation is tested on the
so-called Hulthén potential and thereafter our self-
consistent method is tested on the hydrogen atom,
on a proton in jellium, and on lithium in jellium.
The ASA results are found to be satisfactory, in
general, and more accurate than the results obtained
with the MT approximation in which perturbations
in the interstitial region cannot be taken into ac-
count. The errors due to the energy linearization
and the overlap of the atomic spheres are found to
be small. The largest errors come from calculating
the total energy with spherical charge densities. In
Appendix A we derive and discuss expressions for
the Green function G (T,7’;E) valid for any value of
«?. This illustrates the relation between the KKR
and ASA methods and gives the LMTO-ASA for-
malism for a general (energy-independent) value of

K2,

II. FORMALISM

In this section we reiterate how Schrodinger’s
equation for one electron is formulated in the
ASA.>~72 We define the atomic-spheres potential,
the MTO, the potential functions Pg;(E), and the
canonical structure constants Sgj, grm- We then
derive  the  secular  equations [P(E)—S]
X[P(E)]~'2B=0, whose solutions are the wave-
function coefficients Bgy, ; and the one-electron en-
ergies E;. These equations are particularly suited
for treating the impurity problem via the Green-
function technique because if we chose as the unper-
turbed system the perfect crystal with the Green-
function matrix g% E)=[P%E)—S]!, then the per-
turbation P(E)—P%E) only concerns the potential
functions and is limited to the few diagonal elements
corresponding to the impurity and the near-neighbor
sites. The Green-function matrix for the crystal
with the impurity g(E)=[P(E)—S]~' may thus be
found by solving the Dyson equations

{1+g%E)[P(E)—PE)]}g(E)=g%E) .

(2.1a)

In order to see that these reduce to a finite set of
linear inhomogeneous equations, we introduce the
combined index i =R,/,m and assume that there are
N perturbed sites. In the perturbed region the index
i runs over M =N(I.x + 1)*~9N values. The ma-
trix elements g;;, where 1<i <M and 1<j <M, are
seen to be given by

M
> [8u+80(Pi—P))]gy; =g) (2.1b)

i=1

for 1<k <M. In (2.1b) we have dropped the argu-
ment E.

The Green-function matrix for the unperturbed
crystal is, however, rather difficult to evaluate
directly because of the nonlinear energy dependence
of the potential functions. These may be approxi-
mated as follows>:

~ r

P(E)=P(E)= V_F +0, (2.2)
where ¥V, T', and Q are so-called potential parame-
ters. The approximations P(E) are correct to second
order in E —E,, where E, is the (arbitrary) energy
about which the potential functions are expanded.
We show that the secular equations with P(E) sub-
stituted for P(E) may be transformed into ordinary
eigenvalue equations, (H—E1)B=0, whose unper-
turbed Green-function matrix G AE)=(E1—H°) !
may be obtained in the usual way from the eigen-
values and eigenvectors of H° using projected densi-
ties of states and Hilbert transforms. Having ob-
tained G °(E) in this way, we may transform it into
g°%E), which is finally used in the Dyson equation
(2.1) for g(E). Alternatively, we might have stayed
in the H—E1 representation and thus solved the
Dyson equation for G(E), but since the perturbation
H—HP is not diagonal and is somewhat less local-
ized around the impurity than P(E)—P %E), this is
less convenient. Besides, using the Dyson equation
for g(E) allows us to use the correct potential func-
tions (P rather than P) on the perturbed sites. In
this way approximate potential functions are only
being used outside the perturbed region.

Compared with the usual LMTO-ASA equations
(HWMTO_ FQLMTO) 4 —(), the eigenvalue equations
(H—E1)B=0 are much simpler because H has the
two-center form and the overlap matrix is the unit
matrix.” The eigenvalues, but not the eigenvectors,
of the usual LMTO-ASA equations are, however,
slightly more accurate; they differ from the correct
one-electron energies, as defined by det[P(E)
—S]=0, by terms of order higher than (E —E,)*,
while the eigenvalues of H differ by terms of order
higher than (E —E, )%

The Hamiltonian matrix Hgjy, r'im' may be ex-
pressed in terms of the structure matrix S and the
above-mentioned potential parameters V, I', and Q,
which are diagonal in R,l,m as

H=V+ILVY¥Q-8)"'L'?, 2.3)

which is simply the matrix generalization of the so-
called scaling relation between canonical bands S
and unhybridized energy bands.’~’ In the matrix
form (2.3), hybridization is included. A derivation
of this simpler formulation of the LMTO method
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was given in Ref. 7 in terms of the energy-
independent, or ¢,p-augmented, MTO’s and their
transformation into orthogonal orbitals. A deriva-
tion which is more straightforward and which al-
lows the use of exact potential functions on the per-
turbed sites will be given below. At the end of this
section we shall discuss the calculation of the total
energy.

A. Secular equations and their Green function

We wish to solve the Schrédinger equation for an
infinite system characterized by a one-electron po-
tential of the atomic-sphere (AS) form. The AS po-
tential is spherically symmetric inside spheres locat-
ed at sites R and with radii sz. The sites may be
atomic sites and, in open structures, additional inter-
stitial sites where the potential is usually repulsive.
The AS potential may therefore be expressed as

V(T)= 3 O(rg /sgvg(rg) , (2.4)
R

where the local coordinates are

—

and O(rg /sg) is a step function being unity inside a
sphere of radius s and zero outside.

So far, the definition of the AS potential is identi-
cal to that of a MT potential; however, in the region
between the spheres, the AS potential is assumed to
be equal to the one-electron energy E, that is, the ki-
netic energy E — V(T) is assumed to vanish. More-
over, the wave functions are normalized over the
volume inside the spheres only and this means that
the charge density between the spheres is neglected
in the ASA. For these reasons we shall allow the

spheres to have a slight overlap, such that the sum’

of their volumes fill space. For the fcc, bece, and di-
amond lattices our construction leads to overlaps of
up to about 15% for the radii (i.e, sg+sg
<115|R—R'}).

Schrodinger’s differential equation (1.1) separates
inside a sphere so that its solutions may be taken as
the partial waves

¢RL(E:?R)E¢RI(E,rR)YL(?R) , (2.6)

where Y is a real spherical harmonic, L is short for

Im, and ¢y, is the solution of the radial Schrodinger
|

$(E,r) D(E)FI+1 |r
#(Es)  20+1 s
X(E,r)=¢(E,s)X _I_1
I-_D(E) | r for r>s
21 +1 s -

equation for the energy E and the potential vg(rg).
We shall assume that ¢g; is normalized to unity in
its sphere, i.e., that

fosk [bri(E,))Pridr=1. 2.7

Outside its sphere the partial wave is assumed to
have zero kinetic energy, which means that it is a
solution of Schrodinger’s equation with the constant
potential vg =E or, in other words, that it is a solu-
tion of the Laplace equation. We furthermore re-
quire that the partial wave is continuously differen-
tiable, which leads to the form
1
r
|

—1-1
] 29

D(E)+1+1

O(E,r)=¢(E,s) Y

| —D(E)
21 +1

r
s

for the tail (r >s) of the radial function. Here we
have dropped the subscripts R and /. In (2.8), D(E)
is the logarithmic derivative of the radial wave func-
tion, i.e.,

dlng(E,r)

D(E)= dlnr

(2.9)

r=s

This is an ever-decreasing cotangentlike function of
energy.

A wave function at energy E for the entire system
may, if it exists, be expressed in the neighborhood of
each site R as a one-center expansion

WE,T)= 3, ér.(E,Tr)Brs - (2.10)
L

This is valid inside the sphere at R and between the
spheres until rz exceeds the distance to the nearest
neighbor. The coefficients B are determined by the
condition that the expansions around the various
sites join continuously and differentiably onto one
another. In order to express this matching condition
analytically, it is convenient to define, in addition to
the partial waves, the so-called MTO’s (which in the
present context ought to be named AS orbitals).

The MTO may be obtained from the partial wave
simply by subtracting the part which diverges at in-
finity as r’. The radial part of the MTO is therefore

for r <s

(2.11)
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where, again, we have dropped the subscripts R and /. As with the partial wave, the MTO is continuous and
differentiable in all space and it is a solution of the Laplace equation outside its sphere. The logarithmic

derivative takes the constant value —/ —1 and the MTO is a regular function, also at infinity.
The tail of an MTO at site R may be expanded around site R’ as follows:

I’ 2
Y (Fr)

FRr'
202I'+1)

XrL(E,TR)=— 2, ;

L

where a is an arbitrary scale of the structure, e.g.,
the lattice constant. The expansion coefficients S
are the so-called canonical structure constants which
are independent of the lattice constant, the potential,
the sphere radii, and the energy. In the representa-
tion of the real cubic harmonics they form a real
symmetric matrix which is given in Table II of Ref.
20. Expressed as two-center integrals they are sim-

ply
Sye=—2(a/d), Sp,=2V3(a/d)?,
Sppl0,m)=6(a/d)(2,—1),
Seio=—2V5(a/d)?,
Spalo,m)=6V5(a/d)*(—V3,1),
Sualo,m,8)=10(a /d)*(—6,4,—1) .

"Hered = | R-R’ | is the interatomic distance. The
lattice constant a has been included in the definition
of the structure constants [and of the potential func-
tions in (2.15) below] in order to make them in-
dependent of the scale of the structure. In (2.12) the
value X(E,a) of the radial function at r =a is sup-
posed to be given by that part of (2.11) which is
valid for a > s, regardless of the actual value of a.

A convenient notation may be obtained if we re-
gard the MTO,

XRL(E,?R)EIX(E»;{OL , (2.13a)

the truncated partial wave,

¢RL(E’?R)6("R/SR)E |¢(E)>RL s (2.13b)

and the functions,
I Py
YL (7 R )

2(2I+1—)6(rR/sR)= IJ>RL ’

TR
a

(2.13c)

as the RL components of the vectors |X(E))®,
|¢(E)), and |J). The notation | )* is meant to in-
dicate that the functions (2.13a), in contrast to the
functions (2.13b) and (2.13c¢), extend over all space.
With this vector notation the site and angular
momentum expansions (2.11) and (2.12) of the MTO
may be expressed as

Srr,reXre(E,a) , (2.12)

|
[$(E))+ | J)[P(E)—SIX(E)= | X(E))> .
(2.14)

Here S is the structure matrix and X(E) and P(E)
are diagonal matrices with the components

[X(E)]re,r'L =X ri(E,a)8rr 811
and

[P(E)]rL,r'r =Pri(E)Sgp-dp

Dy (E)+1+1
=22l +1)———m————
e ®—1
2141
X |— OrrOLL" - (2.15)
SR

The function P(E) is called the potential function
and it is an always increasing tangentlike function of
energy. We shall now see that its derivative with
respect to energy (the overdot signifying d/0E) is re-
lated to X(E,a). The energy derivative of the loga-
rithmic derivative function is related to the value of
the radial wave function at the sphere through

D(E)=—{s[¢(E,$)]}} ", (2.16)
as shown, for instance, in Ref. 5. We realize that
—1/2
. dpP
P —1/2E el
[P(E)] dE
I _D(E) 1+1/2 172
— s s
“Ta+1 |a 2| HES)
=(a/2)""X(E,a) , 2.17)

where we have used (2.15) and (2.11) and have de-
fined the sign of P~/

We may now place a linear combination of
MTO?’s at each site of the structure and ask whether
we can determine the coefficients such that the
linear combination of MTO’s

WE,T)= 3 X, (E,Tg)Bas (2.18)
R,L

is a solution of Schrédinger’s equation at energy E.
The condition 1is, of course, that the one-center ex-
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pansions (2.10) are valid, and this means that inside
any sphere the sum of the MTO tails coming from
all other sites must cancel the r’ terms [see Eq.
(2.11)] from the MTO’s located at that site. From
(2.14) we thus realize that the matching condition
may be expressed analytically as

> [Pri(E)8gr8rp —Spip re 1[Pri(E)]~2Bg, =0
RL

(2.19)

for all R’ and L’. These linear homogeneous equa-
tions have a nontrivial solution only if the deter-
minant of P(E)—S vanishes and this condition
yields the one-electron energies E;. The correspond-
ing wave functions are given by the partial-wave
one-center expansions (2.10) or, equivalently, by the
|

MTO multicenter expansions (2.18) using the non-
trivial SOlutionS [PRL(Ej)]_]/ZBRL,j Of (2.19). The
wave function is normalized to unity in all spheres if
B is normalized according to

S |Bre|?=1. (2.20)
R,L

Equations (2.19) equal the scattered-wave or
KKR equations for a MT potential in the limit
where the kinetic energy E — V17 in the interstitial
region vanishes and the MT spheres are substituted
by space-filling atomic spheres. The potential func-
tions are cotangents of the phase shifts in the ap-
propriate limits. The details are given in Appendix
A.

The Green-function matrix for the system of
equation (2.19) is defined by

> {[Pri(E)—i0%"18gg 811, — Sk R }8RL, R"L"(E)=8RR S 1 . (2.21)

R,L

In terms hereof the imaginary part of the Green function for the Schrodinger equation is

ImG(T",T;E)=7 3, ;(E, T W;(E,)8(E —E;)= | $(E) ) [ P(E)]'*Img(E)[ P(E)]'/*( $(E) | (2.22a)
J

= [X(E))® [P(E)]'"2Img (E)[P(E)]'>*(X(E)| , (2.22b)

as may be realized from (2.10), (2.14), and (2.18)—(2.20). The entire Green function is derived in Appendix A.
The one-center expansion (2.22a) for the Green function converges slowly in L when T lies far from the center
of any sphere. The MTO multicenter expansion (2.22b), however, converges fast (provided that «* does not
differ more than a rydberg or so from the kinetic energy in the outer region of the spheres), and (2.22b) is par-
ticularly useful in connection with the Fourier representation of the MTO’s given in Ref. 5.

In this paper we shall assume that the spheres are located on a lattice, i.e., that

R=T4+0, (2.23)

where T are the lattice translations and U the sites in the primitive cell. The structure constants are therefore
expressed in the Bloch representation,

SvruLl K)= > eXp(iE‘T)SU'L’,(U+T)L ) (2.24)
T

and computed with the Ewald technique. . .

For the unperturbed crystal the MTO’s and the potential functions only depend on U and not on T. The sec-
ular equations thus factorize in the Bloch representation, where they equal (2.19) with R substituted by U and S
substituted by S( K). The size of the matrix is now (Imax + 1)*~9 times the number of sites in the primitive
cell. With B normalized according to 3, | By (k)|?=1, the wave function is normalized to unity in the
primitive cell. The unperturbed Green-function matrix

g0 w+nLE)=Vez) ™! [ d*k exp(—iK-T){[PUAE)—i0+]—S(K)} gk 1 (2.25)

b

where Vpgz is the Brillouin-zone volume, is tedious
to compute by direct means because it requires find-
ing the eigenvalues and eigenfunctions of PE)
—S(K) as a function of E and k. In the following
we therefore devise a different technique.

B. Hamiltonian matrix and its Green function

The logarithmic derivative function (2.9) for a
given partial wave is a cotangentlike function with
a branch for each value of the principal quantum



7150 " O. GUNNARSSON, O. JEPSEN, AND O. K. ANDERSEN 27

number. The potential function (2.15) is uniquely
related to the logarithmic derivative function and
has a similar behavior. We are now interested in ob-
taining the solutions of Schrodinger’s equation for
the entire system in an energy range corresponding
to only a fraction of a branch and centered at some
energy, E,. For this purpose we need to parametrize
the potential functions Pg;(E) in the form (2.2) and
to identify the potential parameters Vg;, I'g;, and
Qg In addition, we shall need a form more accu-
rate than (2.2) and therefore use the following
“linear” approach.’

We first parametrize the function E (P), which is
inverse to P(E), by setting up a radial trial function
®(D,r) with the prescribed logarithmic derivative D
or, equivalently, P at the sphere and estimating its
energy from the variational principle. The trial
function we take as the appropriate linear combina-
tion

®(D,r)=0(E,,r)+a(D)$(E,,r) (2.26)

of the normalized (2.7) radial wave function and its
first energy derivative function (1.6) at E,. The con-
stant w is given by
(E,,s) D—D{¢(E,)
w(D)=— ¢ {(é | ,
$(E,,s) D—D{4(E,)}
in terms of the amplitudes and radial logarithmic
derivatives of ¢ and ¢ at the sphere. From the radi-
al Schrodinger equation we now obtain

(—=V?4+v—E,) |$(E,))=0

(2.27)

and
(—V?4+v—E,)|$(E,))=|$(E,)),

and from the choice (2.7) for the normalization of ¢
we have

([6(E)]*) =1

and
($(E,) | $(E,))=0.

Of the four potential parameters in (2.27), only three
are independent because, from Green’s second iden-
tity,

1=([$(E))=(S(E,) | (—V*+v—E,) | $(E,))
—[D{$(E,)} —D{$(E,)} Is$(E,,5)$(E,,s) .

We may now evaluate the energy function from the
variational principle and find

E(P)=(®(D) | (—V?+v) | ®(D)) /{[®D)]*)

=E,+o(D){1+[o(D)X[$ENI}".
(2.28)

The trial function (2.26) has errors of second and
higher orders in E —E,, and the variational estimate
(2.28) therefore has errors of fourth and higher or-
ders. From the form of (2.28) we thus realize that
the estimate

E(P)=E,+o(D) (2.29)

is correct to second order. In the following we shall
invert (2.29) obtaining P(E) and show that it has the
form (2.2). A more accurate parametrization of the
potential function correct to third order is then

P(E)=P(E +(E —E,{[$(E)]*)), (2.30)

as seen from (2.28).

The inversion of (2.29) requires solving (2.27) with
respect to D and inserting the result in (2.15). We
find

E-C r

PE= 0= AE—Cp  V-E
2.31)
where
Q=P(4(E,)]
a4y 2EEN AL g T
D{B(E) —1 |5
(2.32)

and

C=E,+o(—-1-1)

and

V=E,+o(l).
Moreover,

A=(C—-»Q~!
and

r=Cc-rvgQ.

We have thus proved (2.2) and expressed its three
potential parameters in terms of the ¢,¢ parameters.
The relation of Q, A, and I' to the parameters ¥,
®(—/ —1,s), and P(l,s) used in Refs. 5—9 and 20 is
seen to be

20 +1
_1lla
= |
21 +1
=200+ 1) q’;””l 2 ,
(=I—1s) |s (2.33)
1/2 jmy g |
AV2—p(—1—15) |2 2 ,
S
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and e [B(E)]~'*=(E1—-W)-172 (2.34)

r'2=2020 +1)d(,s) | < 1] ) Having parametrized the potential functions we

2 are now in the position to transform the secular

equations (2.19) with P(E) substituted by P(E) into

In the two last equations we have defined the signs eigenvalue equations. We simply multiply (2.19) on

of A'? and T''/2. In addition to (2.2) or (2.31) we the left by the matrix L'/A(Q —S)~! and thereby ob-
shall be using the fact that tain -

J

0=C'2(Q—S)"'[P(E)-S][P(E)]~"/*B

Y
=C"%Q—-8)"'[Q—S+L(¥—E)"'(EL1-V)L~'?B=(E1—H)B (2.35)
I .
with S(1—Q~'S)~!'. We use the name screened struc-
ture constants because the matrix elements decrease
- 172 —1p1 ' ;
H=V+TV¥Q—-S8)"'L'?, (2.3) exponentially with 1nteratomic distance while those
which is (2.3). An equivalent expression for the of S decrease as d ™' "~
Hamiltonian is It may be shown’ that H is the Hamiltonian in
the representation of the following energy-inde-
H=C+A"’S(1-Q~'S)"'Al2. (2.36) pendent orbitals:
In the matrix equations above, P(E), ¥, O, L, EL, |$(E,)+ | $(E,))(H—E,0)=6)°. (2.37)
etc., are regarded as matrices diagonal in "R and L, . .
exactly as in (2.14) and (2.15). Here we have used the same notation as in (2.14).
The secular equation (2.19) with P substituted by The 6 orbitals (2.37) are orthogonal to first order in
P is thus equivalent with the eigenvalue equation H—E,L, so that their overlap matrix O equals the
(2.35) for the Hermitian Hamiltonian (2.3) or (2.36). unit matrix to first order in H—E,1.
The eigenvalues of H equal the one-electron energies ~ The Green function for the Hamiltonian is de-
to second order in E —E,. The Hamiltonian H ef- fined by the matrix equation
fectively has'the two-center form with hopping in- [(E—i0*)1—H]G(E)=1, (2.38)
tegrals factorized into potential parameters A, which
specify the bandwidth and the strength of the hy- and the relation to the Green function (2.21) for the
bridization, and screened structure constants secular equation is easily found from (2.35) to be

g(E)E[ﬁ(E)—S]—‘=[i3'(E>]—1/2§(E)r1/2(Q —S) -1=[ﬁ<E 17"2G(E)H —v)I'—1/2
E-V E—-Vx~ . E-V

=[P(E)]""[—1+G(E)E — V)T~ /= — A GBS (2.39)
We therefore have
ImG(E)=[P(E)]'Img(E)[P(E)]'" 4 (2.40)

which is in accordance with the more general relation (2.22).

The transformation (2.39) is simply a scaling because (E1 —¥)L~!/2 is diagonal in R and L. The relation to
the Green function for the Schrodinger equation is given in Appendix A where the exact definition of G(E),
which reduces to G (E) when P is substituted by P, may be found in (A27), (A32), and (A34).

C. Application to the impurity problem

For the unperturbed crystal we first diagonalize the Hamiltonian

H{y g (K)=VEdyydrr +(Ty) 2@ —S(K) ™y, yrr (T )' 2, (2.41)
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and thus find the energy bands E X K) and normalized eigenvectors BgL’ i K) at a large number of K points in
the Brillouin zone. The size, MY, of H® is (I, + 1)% typically equal to 9 times the number of sites in the
primitive cell. With the tetrahedron method?! we then compute the projected densities of states,

NopusriE)=Vez) 'S [ explik-T)BY, j(K)BY, (K)S(E —E;(K)dk | (2.42)
J

involving the sites at which the potential is going to
be perturbed. The unperturbed Green-function ma-
trix is now given by

ImG AE)=mN"E) (2.43)
and
~ NY%E")
0 _ ’
ReGE)=2 [ - dE", (2.44)

and, finally, the real and imaginary parts of §%E)
may be found using (2.39).

We emphasize that it is the Hamiltonian formula-
tion (2.35), which is correct to order (E —Ev)z, that
makes it a rather simple matter to calculate the un-
perturbed Green function. Moreover, the Hilbert
transformation (2.44) is straightforward because the
M energy bands of H? have finite extent. This sim-
plification does, for instance, not occur in the KKR
Green-function method.

In order to solve the Dyson equation (2.1) we need
the matrix elements of the unperturbed Green func-
tion for R and R’ running over all sites in the per-
turbed region. Because of the symmetries in the
space group of the unperturbed crystal, many of the
quantities NV, %L', rr in (2.42) are related by symmetry
and only a few need to be calculated. For the per-
turbed crystal the symmetry is, in general, lower and
we are left with a point group of rotations #. It is
important to use this symmetry to keep the matrices
at a manageable size. Following Slater’? we now
transform from the previously used site and real
spherical harmonic representation (2.6) to the sym-
metry representation given by the following func-
tions:

[ r ()= 3 Ta ()R r (FR)O(rg /5g) -
R

(2.45)

Here F,’fy(@) are the matrices of the ath irreducible
representation of the point group. Although R runs
over one site per shell only, the functions f are
linearly dependent in general. Thus we only keep a
smaller number of linearly independent functions
and, from them, form a orthonormal basis set. Fi-
nally, the projected densities of states (2.42), and
with these the unperturbed Green function (2.43)
and (2.44), are transformed into the orthonormal

r

symmetry representation.

To solve the Dyson equation (2.1) we further need
AP(E)=P(E)—P%E). For the latter we use (2.2)
and for the former we can obtain any desired accu-
racy. We have used the third-order expansion (2.30).
In the following we shall for simplicity of notation
drop the tilde on P° and g°.

We are now in the position to solve the Dyson
equation and need only consider the small block
(2.1b) which, due to the point symmetry, is even
smaller than 9 times the number of perturbed sites.
In the following we shall use matrix notation and let
gy denote the small block with matrix elements g;;
where i and j now refer to the orthonormal symme-
try representation.

From (2.1b) we see that there is a bound state at
an energy E =E, if

det[1+gy(E,)AP(E,)]=0 (2.46)

and Imgy (E,)=0. We thus search for the zeros of
(2.46) below the bottom of the band and in the band
gaps. In order to obtain the bound-state wave func-
tion, or rather Img,,(E, ), we diagonalize the matrix

{[gh(E)]~"+APE)} =[gy(E)]~! 2.47)

for a few energies in the neighborhood of E,, obtain-
ing the eigenvalues p;(E) and eigenvectors X;(E).
We shall only be interested in that value (those
values, in case of degeneracy) of j for which
P;(E,)=0. It may be noted in passing that if M had
included the entire system, then [gy(E)]™" would
simply have been P(E)—S. We may now invert
[gr(E)]~ ", obtaining

gu(E)= 3 X;(E)[p;(E)—i0*]"'X;"(E) ,
J

(2.48)

and consequently the result

ImgM(Eb)=7Tsz(Eb)[Pj(Eb)]_l
j

X8(E;—Ep) X[ (Ep) . (2.49)

The energy derivative of the nearly vanishing eigen-
value is found numerically. For an energy in the
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continuum we treat (2.1b) as a set of linear inhomo-
geneous equations and solve for g (E).

The induced total density of states, integrated
over the entire system, is

N(E)—N%E)=7"'Im[TrG (E)—TrG%E)] ,
(2.50)

and since
d
TrG(E)= — ——
rG(E) JE IndetG(E) ,

as is easily proved in the eigenrepresentation of G,
one finds!?

N(E)—NYE)=r"'9(E), (2.51)
where the generalized phase shift is defined as
n(E)=argdet{GAE)[G(E)]"'}, (2.52)

where arg=ImIn. This expression also holds when
the G’s are substituted by the g’s because we may use
(2.40) plus the fact that [P(E)]~! and P%E) are
real. According to (2.1a), we know that
g% '=1+4+g°AP and, if we now expand
det[1+g° AP] after the last columns, we realize
that it equals det[1+g5AP]. As a result,

n(E)=argdet[1+g4(E) AP(E)] . (2.53)

Owing to symmetry, 1+g3 AP is usually block di-
agonal and the determinant factorizes. The general-
ized phase shift (2.53) is thereby expressed as the
sum of the phase shifts 7,(E) for the different ir-
reducible symmetry representations.

The charge density in the perturbed region may be
obtained from Imgy(E) by first transforming it
from the symmetry representation and back into the
site and angular momentum representation. Then
we use (2.22) with T=7" and obtain for the spheri-
cally symmetrized valence charge density,

E
nyr(N=@m~'3 [ [$ri(E,NPNy(EME
!

(2.54)

where

Nr(E)=7""Pry(E) S Imgpim gim(E) . (2.55)

For the radial wave functions we use the Taylor
series (1.6) to second order in E —E,. The charge
density (2.54) is thus given in terms of ¢, ¢, and ¢
and the zeroth- through fourth-energy moments of
Ngpi(E).

The one-electron potential in the sphere at site R
is

Rye (")
o (1) =t peir (D42 [ |”j"+,id3r'
r—r
2Z 2
sl (2.56)
r % |R-R'|

in the ASA. The first term is the exchange-
correlation potential in the local approximation'’
and n, =n,+n, is the density of the valence and
core electrons. The former is obtained from (2.54)
and the latter is taken from a free-atom calculation,
that is, we use the frozen-core approximation. The
second term is the electrostatic potential from the
valence- and core-electron density. The integral is in
the sphere and, in the ASA where only the spherical
average of the density is used, the integral reduces to
the sum of two radial integrals. The third term is
the electrostatic potential from the nucleus and the
fourth term is the electrostatic Madelung potential
from the net charges g in all other spheres. Here

qr=—2Zr+ fR nvc;Rd3r:_zR+ fR nu;RdSr ’
(2.57)

and Z is the atomic number and z the valency.

The Madelung potential at site R in the unper-
turbed crystal u,?l; g is computed with the Ewald
procedure and may, in fact, be obtained from
[ =1'=0 matrix elements of the structure constants.
For the crystal with the impurity

2Aq R’

Vg =0V + Dy —, (2.58)
M;R =UM;R % R_R'|

where R’ runs over the perturbed sites plus their
nearest neighbors. The reason for this is that we do
not, in general, obtain complete charge neutrality in
the perturbed region because there is also a small
change in the charge density outside this region.
This charge we assume to be located in the spheres
closest to the perturbed region. This is important
for the convergence of the self-consistent calcula-
tions, since a small change in the potential can lead
to a substantial flow of charge out of the perturbed
region. The complete neglect of this charge would
lead to a large change in the potential and poor con-
vergence.

Equation (2.56) only holds for the fully self-
consistent potential. In practice, the charge ob-
tained from the nth iteration defines through (2.56)
a potential which is subsequently mixed with the po-
tential of the nth iteration to form the potential for
the (n + 1)st iteration.
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D. Total energy

In the Born-Oppenheimer, the local-density, and the AS approximations, the total energy may be expressed

as

gzzzlfﬁ—’+Tuc+2 fR nuc;R(r)
R R' - R

M), 2Z

dr (2.59)

Jy

77|

r'— rR +€xelNye . (7))

E
=3 sourdr+ [ ENEME + 3, [ ([ —0g (1) + 50,81+ Uen,r(1)]d
R R

+ Z fR [nvc;R(r)€xc(nvc;R(r))_nc;R(r)exc(nc;R(r))]d3r
R

TC;R + fR nc;R(r)

+3X

In (2.59), the first term is the electrostatic interac-
tion between the spheres, the second term is the sum
of the single-particle kinetic energies of the valence
(v) and core (c) electrons (T, ), and the third term is
the sum of the intrasphere interactions between the
electrons and between the electrons and the nucleus
(n). The integral is in the sphere at R.

In (2.60) we have expressed the electrostatic in-
teraction between the spheres in terms of the
Madelung (M) potential vy.x defined in (2.58). The
kinetic energy of the valence electrons has been writ-
ten as the sum of the single-particle energies of the
valence electrons, expressed in terms of their density
of states N (E) given by (2.42) and (2.51), minus the
potential energy of the valence electrons as specified
by the one-electron potential vg in (2.4). The elec-
trostatic (Hartree) potential from the valence elec-
trons in the sphere is v,,gx and the electrostatic po-
tential from the core electrons and the nucleus in the
sphere is v,.g. The last term in (2.60) contains core
quantities only, and, in the frozen-core approxima-
tion, this term is the same as for free atoms. In the

1

E,
A —AE.= [ "EAN(EME+ 3 virhag+ 3 S
R

i 2Zg
TUC;R(r)_—.r—_{'_EXC(nC;R(r))

d3r (2.60)

following we shall drop this core term and, when
calculating heats of formation, assume that the same
has been done in the calculations for the free atoms.
The remaining last but one term in (2.60) is the rath-
er small difference between the total exchange-
correlation energy and the exchange-correlation en-
ergy between the core electrons.

In (2.60) we let the single-particle potential vg be
the one used in the last iteration, while all other po-
tentials are obtained from the valence charge density
resulting from that iteration. Then the total energy
is of second order in the deviation of the density
from the converged one. [With this definition vg
need not be fully self-consistent and (2.56) need
therefore not be satisfied.] This ensures rapid con-
vergence of the total energy, which then converges
faster than the one-electron energies.

We want to calculate the change A& =& — &° of
the total energy when an impurity is introduced.
The difference between the perturbed and the unper-
turbed expression (2.60), minus the core term &,,
yields

AgrAgg
|[R—R'|

+ fR g (P — Avg (r) 4 Avy. g (1)1dr
R

+ 2 fR [—UR(V)+U,§);R(V)+%AUU;R(r)+vcn;R(r)]Anv;R(r)d3r
R

+3A fR [y R (Pexe(Mpe:r (F) =g, g (P)egelne. g (M) ]dr (2.61)
R

where vy, nl, and v refer to the unperturbed crystal while v and v,, refer to the crystal with the impurity.
In (2.61) the R sums are seen to run only over those spheres where the density is perturbed. In the calcula-
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tions, we shall further restrict the sums to those sites where the potential is perturbed. This is, in fact, correct
to first order in the induced density because, for a site where vg =vg and Uen; R =vc°,,; R> We have Ang =An, .5

and the corresponding terms in (2.61) are

fR [vfl;R —vg(r)—l—v,?;R +vfn;R(r)]Anv;R(r)d3r+A fR nvC;R(r)exc(nvc;R(r))d3r (2.62)

to first order in Angz. To this order the last term,
however, equals

o el (M)A, g (1) (2.63)

and using now (2.56), which holds to first order, we
realize that (2.62) vanishes.

The sum of the one-electron energies may be ex-
pressed in terms of the generalized phase shifts
(2.52) by performing a partial integration and using
(2.51). We obtain

E E
[ FEAN(E)dEzEFAz—if "W(E)ME

(2.64)

where Az is the valency change. This expression is
relatively insensitive to violations of Friedel’s sum
rule since we have used explicitly the fact that the
number of induced states should equal the net
change of the valencies.

The major approximation in our total-energy ex-
pression (2.60) and (2.61) is the ASA, as used for
calculating the interaction energies. We note, how-
ever, that it should be possible to calculate these
without spherically symmetrizing the charge densi-
ties. The ASA could be kept for calculating the ki-
netic energy and, hence, during the self-consistent
one-electron calculation. This would lead to results
for the total energy which are correct to first order
in the deviations from the ASA and therefore better
than the results presented here.

III. APPLICATIONS

In this section we study the accuracy of our
method and isolate the sources of the errors. For
this purpose it is useful to choose model problems
which are simple enough to allow an exact solution
but also can be solved by our method in such a way
that its approximations are tested.

A. Hulthén potential

We first test our solution of Schrédinger’s equa-
tion for a given potential. Specifically, we consider
an impurity in jellium and assume that the
(screened) impurity potential is of the Hulthén form

Vir)=—U/(e"*—1), (3.1)

where U and A are constants to be determined

[ -
below. For small r the Hulthén potential behaves as
a Coulomb potential

AU

IimV(r)=— , (3.2)
r—0 r

and for large values it decays exponentially,

lim V(r)=—Ue""* . (3.3)

r—o

This potential is a fairly good approximation to the
Thomas-Fermi potential and it is possible to deter-
mine analytically both the s phase shift and, if the
potential is strong enough to bind a state, the energy
of the bound s state.?®

We consider an impurity with a valency one unit
larger than the valency of the host, and choose
UA=2 to obtain the proper behavior for small dis-
tances. We use k=\/7s/ 1.5632 which gives essen-
tially Thomas-Fermi screening, and take r;=2.67
which corresponds to the density of the s electrons
in Cu metal. This leads to A=1.05.

In order to test our method we assume that the
unperturbed jellium has a lattice structure. At each
lattice site we locate a sphere with the Wigner-Seitz
radius s so that space is filled with slightly overlap-
ping spheres. The impurity is located at one of the
lattice sites and the perturbing potential extends into
the other atomic spheres. This potential is spheri-
cally symmetric in the central sphere but nonspheri-
cal in all other spheres. In the ASA we replace the
true potential in each of these noncentral spheres by
its spherical average relative to the center of that
sphere. Our LMTO-ASA method now has essen-
tially four sources of error: In the calculation of the
unperturbed Green function we (i) use an approxi-
mation P°%E) to the correct unperturbed potential
function P%(E) and (ii) we assume that the atomic
spheres fill all of space, neglecting the fact that they
overlap. In the solution of the Dyson equation, we
(iii) use the same geometry violation, and (iv) neglect
the nonspherical potential components. When solv-
ing the Dyson equation we can use the exact per-
turbed potential functions and no essential addition-
al errors are introduced. The assumption of a spher-
ical potential in the calculation of the unperturbed
Green function is exact for a homogeneous jellium
and it should also be good for closely packed metals.
Even for semiconductors it gives satisfactory accu-
racy provided that empty as well as atomic spheres
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TABLE 1. The bound-state energy for the Hulthén po-
tential with parameters appropriate for a divalent impuri-
ty in copper (Az=1, s=2.67, A=1.05). The exact unper-
turbed lattice Green function given in Appendix B has
been used. “1 shell” means that the perturbing Hulthén
potential is taken into account on the central site only. “2
shells” means that the potential inside the neighboring
spheres is included also. The number of partial waves
considered is indicated by the notations s, sp, spd, and
spdf. The nonspherical correction estimated with first-
order perturbation theory has been added to the result for
two shells with s, p, and d, and f waves.

ASA, exact g° E, (mRy)
1 shell —258
2 shells s —261
sp —262
spd —263
spdf —263
+ nonspherical —276
Exact —272

are used.'® In the perfect crystal many of the non-
spherical components of the potential are zero due
to symmetry. For the impurity system, however,
there are fewer symmetry restrictions on the poten-
tial and (iv) deserves careful consideration.

We now study these errors using the Hulthén po-
tential together with the lattice structure (fcc) and
the AS radius (s=2.67) of copper. With the param-
eters defined above, the Hulthén potential has a
bound s state but no bound states with higher /
quantum numbers. In Table I we show some results
for the bound state. In this calculation we have used
the exact unperturbed lattice Green function of Ap-
pendix B and the errors are therefore due to approx-
imations (iii) and (iv). The table gives the results ob-
tained for the cases when the impurity potential is
assumed to be limited to the atomic sphere sur-
rounding the impurity (1 shell) and to this sphere
plus the 12 spheres on the neighboring sites (2
shells). Inclusion of second-nearest neighbors has a
negligible effect. To describe the s-like bound state
we need only s partial waves in the central sphere,
while higher partial waves contribute in the neigh-
boring spheres. The inclusion of s, p, and d waves
leads to good convergence, and adding f waves only
changes the result by 0.1 mRy. The errors (iii) and
(iv) of the ASA thus amount to 9 mRy.

To see the effect of the neglected nonspherical po-
tential components (iv) we use first-order perturba-
tion theory. In this case, when the bound state is far
below the bottom of the continuum, perturbation
theory gives a good estimate as can be seen from the
following test: To estimate the position of the

bound state when only the central-cell potential is
included, we calculate the expectation value

[, drvinur?

of the impurity potential ¥ (r) outside the central
cell using the exact wave function ¥(r). We then
subtract this integral from the exact bound-state en-
ergy and obtain the perturbational estimate —0.257
Ry. This agrees well with the value —0.258 in
Table I, and it is an upper estimate as it should be.
Thus perturbation theory should be valid also for
the weaker nonspherical potential. We calculate

[ V() —Vas(OWr?,

where Vag(T) is the AS potential (2.4) used in the
calculation. This leads to a correction of 13 mRy
and, hence, a result 4 mRy below the exact one.

The geometry violation (iii) therefore tends to
lower the bound state by about 4 mRy and the
neglect of the nonspherical components tends to
raise it by 13 mRy. This adds up to the total ASA
error of 9 mRy shown in Table L.

In Table II we show results obtained using the
calculated (approximate) unperturbed Green func-
tion defined in Secs. IIB and IIC. Several different
values of E, were used in the calculation of G° As
perturbation in the Dyson equation we consider both
the difference P(E )—P°(E) and, more appropriate-
ly, P(E)—P%E). Inside the perturbed region, we
correct in the latter case for the use of an approxi-
mate potential function P ° when calculating the un-
perturbed Green function. This was discussed in
Sec. II. By comparing the results in Table II for
E,= —0.25 Ry~E, with the ones in Table I, we see

TABLE II. The bound-state energy for the Hulthén
potential using the approximate unperturbed Green func-
tion g° calculated for the E, shown. In the column
AP =P —P° we use the exact change of P, while under
AP =P —P° we correct inside the perturbed region for
the approximation to P° used in the calculation of g° In
the second shell s, p, and d partial waves were included.

ASA, approximate g~ E, (mRy)

E, (mRy) shells AP=P—-P° AP=P_P°
—250 1 —260 —260
—250 2 —264 —264

0 1 —263 —259

0 2 —267 —264

250 1 —290 —261

250 2 —293 —264

500 1 —353 —266

500 2 —355 —264
Exact —272




27 SELF-CONSISTENT IMPURITY CALCULATIONS IN THE ATOMIC- . .. 7157

that the errors due to the geometry violation (ii) are
small and of the order of 1 mRy. The error (i) due
to the use of an approximation P° when calculating
the unperturbed Green function is also small provid-
ed that we use AP =P —P°, Even for E —E,=0.75
(E,=0.5) the error is just 6 mRy when only the cen-
tral site is considered. Including also the perturba-
tion on the nearest-neighbor sites means that we
correct P° over a larger region. We see that in this
way the error is reduced to below 1 mRy.

It is also instructive to compare the ASA with the
MT approximation in which the spheres touch each
other without overlap. The MT approximation does
not violate the geometry but the perturbing potential
is, on the other hand, limited to inside the MT
spheres since the impurity cannot shift the MT zero.
We have made the comparison between the ASA
and MT approximation both for a Cu fcc lattice as
above, and for a fictitious Cu bcc lattice with the
same atomic volume. The results are shown in
Table III.

Since the MT approximation is exact for the un-
perturbed homogeneous jellium we only use the ex-
act unperturbed lattice Green function together with
the MT approximation while, for the ASA calcula-
tion, we also consider the approximate unperturbed
Green function described in Secs. IIB and IIC. The
ASA approximation is seen to be about a factor of 2
better than the MT approximation. The reason is
that in both cases the perturbation can only be taken
into account inside the spheres. Thus in the ASA
approximation where the spheres fill space, the per-
turbing potential is fairly well treated although we
pay a certain price in terms of a geometry violation.
In the MT approximation, on the other hand, the
perturbation is neglected in the interstitial region
which amounts to nearly one-third of the volume.
For a bece lattice, for instance, we find from pertur-
bation theory that the neglected potential in the in-

TABLE III. Bound-state energy for the Hulthén po-
tential in a fcc and bec lattice with the same atomic
volume. In the MT calculation we have used the exact
unperturbed lattice Green function while, in the ASA, we
have tested also the approximate g° calculated in Sec. II.
For the latter, E,=—0.25 Ry so that §°~g° The per-
turbation was limited to the first two shells, and s, p, d,
and f waves were included.

E, (mRy)
fce bee
ASA, approximate g° —264 —262
ASA, exact g° —263 —263
MT, exact g° —252 —248
Exact —272

terstitial region accounts for about 19 mRy, i.e.,
80% of the error, while the neglected nonspherical
part of the potential inside the MT spheres only con-
tributes about 5 mRy.

We now turn to our calculation of the continuous
part of the spectrum. We study the generalized
phase shifts 7(E) [Eq. (2.53)] which give the number
of induced states below the energy E. In particular,
we consider the representations which include the s,
D, and d partial waves at the central atom and label
the phase shifts accordingly. These are compared
with the exact phase shifts for the Hulthén poten-
tial. In Fig. 1 we show the results. For the d phase
shift our (approximate) calculations give two values
corresponding to the E; and T, representations,
and 2in thg, figure we show the average
Na=3NE,+ 307, The ASA calculation is quite

accurate for small energies and the errors increase
with energy. The results were obtained using
E,=0.25 Ry in the calculation of G °. By compar-
ing with the results obtained using E,=0 and 0.5
Ry, which are correct around E=0 and 0.5 Ry,
respectively, we conclude that the error (i) due to the
use of P°(E) with E,=0.25 Ry is small over the en-
tire energy range. Comparison between calculations
using the exact (Appendix B) and the approximate
unperturbed Green function also shows that the
geometry violation (ii) is not particularly important.
The deviations are mainly due to the neglect of the
nonspherical components of the perturbing potential
(iv) and to a smaller extent the geometry violation
(iii). We have also performed calculations for a bce
lattice with the same AS radius. The deviations
tend to be slightly larger for the s and p phase shifts
and somewhat smaller for the d phase shift.

In Fig. 1 we also show results obtained with the
MT approximation. As for the bound state the
ASA is generally more accurate than the MT ap-
proximation, where the errors are typically twice as
large.

The present application of our method to an im-
purity in jellium is probably a rather stringent test.
For the case of an impurity in a transition metal, for
instance, we expect the d waves to be more localized
to the central parts of the atomic cells and, in this
case, the geometry violation in the ASA should be
less serious. The nonspherical components of the
perturbing potential also decrease in importance.

B. Self-consistent calculations

In the preceding section we applied our method to
the impurity problem for a given potential, the
Hulthén potential. Now we solve self-consistently
the problems of the free hydrogen atom, a proton in
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FIG. 1. Generalized phase shift 5 [Eq. (2.53)] for the Hulthén potential as a function of the energy E. The figure shows
the exact result (solid line), the LMTO-ASA result (dashed line), and the MT result (dashed-dotted line).

jellium, and lithium in jellium, using the local-
density approximation. For these problems nearly
exact solutions are available. This provides further
tests of our method, in particular, of our calculation
of the self-consistent potential and the total energy.
We first study the accuracy of our total-energy
expression and consider a “truncated” hydrogen
atom for which the one-electron potential vanishes
outside a sphere of radius s*. We occupy the bound
state with one electron and leave the continuum
states empty. From this charge density a new poten-
tial is calculated and the problem is solved self-
consistently. Exchange and correlation effects are
included through the local-spin-density (LSD) ap-
proximation.?* We note that if s* were made infi-
nitely large this approach should lead to the exact
LSD result. To illustrate how the result converges
with the size of the region which is considered per-

TABLE IV. Local-density calculation for a truncated
hydrogen atom, whose potential is localized to a sphere of
radius s*. The results for s*= « have been obtained from
an atomic program. The total energy is given by & and
the energy eigenvalue by E,. To illustrate the rapid con-
vergence of the total energy we alsosghow the kinetic ener-
gy inside the sphere, T =47 f o r2| Vip(r) | *dr calcu-
lated for the exact hydrogen wave function.

s* (a.u.) & (Ry) E, (Ry) Texact (Ry)
2.0 —0.8954 —0.4643 0.7619
2.5 —0.9434 —0.5148 0.8753
2.982 —0.9615 —0.5371 0.9380
35 —0.9692 —0.5481 0.9704
4.0 —0.9721 —0.5528 0.9862
4.5 —0.9733 —0.5548 0.9938
5.0 —0.9737 —0.5555 0.9972

o —0.9740 —0.5560 1.0000
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TABLE V. Local-density calculations for a free hydro-
gen atom using two shells of spheres and the fcc lattice
structure of Al. The total energy is & and the energy
eigenvalue E,. The exact result is obtained from an atom-
ic calculation and the approximate §° was calculated for
E,=—560 mRy.

TABLE VI. Results for a truncated proton in jellium
with r;=4. The change of the potential is localized to a
sphere of radius s*. The change in the total energy (A& ),
the position of the bound state (E} ), and the net electronic
charge inside the sphere (An) are given. The results for
s*= o are taken from the calculation of Zaremba et al.
(Ref. 25).

& (mRy) E, (mRy)
*
ASA, approximate g° -970 —558 § AE Ey An
ASA, exact g° —969 555 (a.u.) (mRy) (mRy) (electrons)
MT, exact g° —957 —543 1.25 —910 —405 —0.400
—974 —556 1.5 —1024 —421 —0.216
2.0 —1091 —428 0.019
2.5 —1093 —419 0.146
turbed, we show in Table IV results for the total en- 2.982 —1088 ":O? 0'19?
ergy & and the energy eigenvalue E; as functions of 3.5 — 1087 —40 0.19
. % 45 —1097 — 405 0.043
s*. The results for s*= « are the exact LSD results 50 1099 413 0.036
for the functional used. To illustrate that the total 5' 5 1099 418 : 0'077
energy converges faster than the individual contribu- ‘oo 1096 409 0

tions, we show the kinetic energy calculated from
the formula

Teaetls®)= [ __ d’r | V4(r)|?

using the exact H wave function. For the hydrogen
atom, where ¥(r) < exp(—r), this expression is also
numerically equal to the number of electrons inside
the sphere. For s*=4, for instance, & is only 0.2%
from the exact LSD s*= o value while T, (s*) is
still off by 1.4%.

As a test of the LMTO-ASA method, we now
consider a free (s*= o) hydrogen atom. As in the
preceding section we fill space with overlapping
atomic spheres. We assume parameters correspond-
ing to Al and use the sphere radius s=2.982 and an
fce lattice. As before we use the spherical average
of the potential inside each sphere. Table V shows
results for a two-shell calculation, which includes
the central sphere and the shell of the 12 nearest
neighbors. The radius of a sphere with the same
volume as the atomic spheres in the central and
nearest shells is 7.0 and, for this value of s*, both &
and' E, are converged to the exact LSD results to
within 1 mRy (Table IV). The errors in Table V are
therefore not due to the neglect of the third shell. In

the calculation of the unperturbed approximation
Green function (Sec. II) we have used E,= —0.56
Ry. The ASA calculation agrees with the exact one
to within 2 and 4 mRy for the energy eigenvalue and
the total energy, respectively. If we use the proper
perturbation AP=P —P° we find that these results
are insensitive to E,. For instance, a change of E,
by 0.81 to E,=0.25 Ry changes both the total ener-
gy and the energy eigenvalue by about 1 mRy. In
the MT approximation the errors are substantially
larger.

We next consider a proton in an otherwise homo-
geneous electron gas. The calculation is performed
as before and the only difference is that we now oc-
cupy the bound state doubly and fill the continuum
states up to the Fermi energy. We note that, while
the perturbation for the free atom decays exponen-
tially, a proton in jellium gives rise to long-range
Friedel oscillations. This is illustrated in Table VI
where we consider a truncated proton in jellium for
which the change of the one-electron potential is lo-
calized to a sphere with radius s*. The net charge
inside the sphere,

TABLE VII. Results for a proton in jellium with the fcc lattice structure (s=2.982) and in-
cluding two shells. We have used s, p, and d waves and set E, =0, i.e., at the bottom of the
continuum. The exact results are those of Zaremba et al. (Ref. 25). '

H in jellium

A% (mRy) E, (mRy)
rs=3 rs=4 ry=3 rs=4
ASA, approximate g —1071 —1096 —513 —419
ASA, exact go —1063 —1095 —511 —405
Exact —1062 —1096 —514 —409
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FIG. 2. Induced valence charge density for a lithium
ion in an r,=4 jellium. The solid curve shows the exact
density (Ref. 25) and the dashed curve shows our density
calculated with the LMTO-ASA method. For the jellium
we used the fcc structure of Al (s=2.982). The perturba-
tion was included in the spheres at the central and
nearest-neighbor sites (see also Table VIII).

. 3
An—= frgs*d rAn(r)—1,

is positive for s* ~2—4.5, meaning that the induced
screening charge contains more than the single elec-
tron which would be needed to screen the proton.
Owing to the Friedel oscillations, the quantity An
oscillates with s* and it can be fairly different from
zero. Thus for s*=35, where the Friedel oscillation
has a large amplitude, the result is not as well con-
verged as for a free hydrogen atom (Table IV). On
the other hand, for small values of s* the conver-
gence is faster than for the free hydrogen atom
since, in this limit, the net screening charge outside
the atomic sphere is smaller.

We now fill space with atomic spheres and use the
lattice structure and AS radius of Al as before. As
has been emphasized earlier, in the calculations
based on the approximate unperturbed Green func-
tion we improve the description in the perturbed re-
gion by using AP =P —P° The perturbed Green
function is therefore calculated with a somewhat
higher accuracy than the unperturbed one. To avoid
having this improved description show up as a con-

TABLE VIII. Total energy of a lithium atom in jelli-
um minus the energy of the unperturbed jellium. Our re-
sults were obtained using the fcc lattice structure
(§=2.982). We located E, at the bottom of the continu-
um and included two shells with s, p, and d waves. The
exact results are those of Zaremba et al. (Ref. 25).

Li in jellium

A% (mRy)
rs=3 rs=4
ASA, approximate g —193 —330
Exact —232 —385

tribution to the binding energy of the impurity, we
perform two calculations: one with the impurity
and one without. In the latter calculation, the per-
turbation is simply AP =P°— P, which is the error
of the potential function in the calculation for the
unperturbed crystal. The difference in total energy
between the two calculations defines our binding en-
ergy. The results are shown in Table VII. Although
the range of the perturbation is larger than for a free
hydrogen atom, the results in Table VII are almost
as good as in Table V.

The charge induced by a proton is fairly localized
due to the small size of the hydrogen atom, and a
substantial part of the perturbation is localized to
the central sphere where it is described exactly. We
have, however, also considered a lithium atom in jel-
lium, which gives rise to a very extended perturba-
tion because of the large radius of the Li2s orbital.
This is illustrated in Fig. 2 which shows the induced
charge density for r;=4. The maximum of
47r’An(r) is located outside the central sphere
(s=2.982), which contains less than half of the in-
duced valence charge. The figure also shows that
our calculated ASA charge density inside the central
sphere is in fairly good agreement with the exact
charge density, although somewhat too large. The
total energy is shown in Table VIII and it is seen
that the ASA result is about 50 mRy above the
correct energy.

Finally we show in Table IX the phase shifts at
the Fermi energy, which are directly related to the

TABLE IX. Phase shifts at the Fermi energy for a Li impurity in jellium (see caption of

Table VIII).
Li in jellium
rs=3 rs=4
2 2 6
;77; ;np ;77.: ;'np
ASA, approximate g° 2.04 1.09 2.27 1.11
Exact 1.99 0.95 2.22 0.84
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total induced charge density. The phase shifts are
generally a bit too large, which can again be under-
stood in terms of the large charge density, corre-
sponding to more than half an electron, which is lo-
cated outside but close to the central sphere. If
properly taken into account, this charge density
would raise the potential in the central cell substan-
tially. The spherical approximation for the charge
density in the second shell, however, reduces this ef-
fect. Thus in the ASA the potential in the central
cell is too negative, the calculated induced charge
density is too large, and the total energy is too high.

IV. CONCLUSION

We have developed an LMTO-ASA method for
self-consistent impurity calculations using the
Green-function technique. Compared with current
Gaussian-orbital—pseudopotential methods the ad-
vantages of the LMTO-ASA and the KKR methods
are that they employ proper radial wave functions
and a small basis set with typically nine orbitals per
perturbed site. The disadvantages of the two
methods are that they imply AS or MT approxima-
tions and that relaxations of atomic positions are
more difficult to include in these methods due to the
long range of the structure constants.

Compared with the KKR approach, the lineariza-
tion of the band-structure problem in the LMTO
method leads to a more efficient and physically
transparent way of calculating the Green function
for the unperturbed crystal, and the substitution of
the MT approximation by the ASA not only simpli-
fies the formalism but also increases the accuracy by
allowing for perturbations in the region between the
MT spheres. When calculating the total energy us-
ing the density-functional formalism, we are careful
to take optimal advantage of the variational proper-
ty of the functional. The resulting accuracy is typi-
cally 0.01 Ry and the accuracy of individual one-
electron energies is about the same. This, together
with the small matrix size and the analytical simpli-
city of our one-electron Hamiltonian, makes the
LMTO-ASA method particularly suited for study-
ing trends and for treating more than one (up to
about 30) perturbed sites.

ACKNOWLEDGMENTS

We have enjoyed discussions with B. Segall, P.
Vogl, M. Scheffler, and D. Glotzel, who, further-
more, provided certain computer subroutines. We
are grateful to E. Zaremba and M. J. Stott for mak-
ing available to us detailed results not contained in
their paper.?

APPENDIX A: ASA AND KKR GREEN
FUNCTIONS

In (2.22) we expressed the imaginary part of the
ASA Green function G(T,r’;E) in terms of the
imaginary part of the matrix gg; g.r(E) and the
regular  solutions ¢g,(E,rg) of the radial
Schrodinger equations. We now include the real
parts and therefore need, in addition to the regular
solutions, those solutions, ¢;(E,rg), of the radial
equations which are irregular at rp =0. As a result
of this development our understanding of the rela-
tion (2.39) between the matrices g and G will be im-
proved.

The expression for the Green function that we
seek could be obtained!® from the well-known>2°
KKR Green function by substituting the MT
spheres by space-filling atomic spheres and by let-
ting «* tend to zero neglecting the KKR relation
(1.4). However, in the KKR formalism the normali-
zations used for the wave functions are appropriate
in a scattering situation but inconvenient in a con-
densed system where the region inside rather than
outside the atoms is of most relevance. We will
therefore derive the ASA expression for the Green
function directly, using the partial waves and MT
orbitals defined in the previous sections. In contrast
to what was done there we shall not set «* equal to
zero but keep it unspecified. This has the advan-
tages that our formalism includes the KKR formal-
ism and that it illustrates the LMTO-ASA formal-
ism with a general (energy-independent) k2. With a
negative «%, for instance, the structure constants de-
crease exponentially with interatomic distance.!” In
addition to the traditional partial-wave one-center
expansion of the Green function, our derivation
yields a MT orbital multicenter expansion with su-
perior convergence.

The Green function is defined by (1.3) and V(T is
an AS potential, as defined in (2.4); it extends to in-
finity but does not necessarily have crystalline sym-
metry. The source point r’ lies inside a sphere
whose center we name R'. That is rg = |7’
—R"| <sg.. Considered a function of the field
point T, a solution G(T,Tk+R";E) of (1.3) may be
expressed as a linear combination of the regular
Schrodinger solutions @g; (E,Ts) when T=Trg +R’
lies inside the R’ sphere and inside the source point,
as a linear combination of the irregular Schrédinger
solutions @', (E,Tx:) when T lies in the R’ sphere
but outside the source point, and as a linear com-
bination of the regular Schrodinger solutions
¢rL(E,Tg) when T lies in a sphere centered at
Rs#R’. Taking the symmetry of G with respect to
an interchange of T and T’ into account, we thus ar-
rive at the well-known form
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G(—’R+§,?}(’+§’;E):5RR12¢RL(E )WRI(E) 1¢1rr E)
L
+22¢RL(E>?R )GRL,R'L'(E)(pR’L'(E,?}{r) , (A1)
L L'

where T§ is the smaller, and Tz the larger, of T and Tx. Expression (A1) is a one-center expansion for the
Green function, analogous to the expansion (2.10) for the wave function, and the coefficients W and G must
now be determined in such a way that (A1) satisfies (1.3) and that the expansions around the various sites
match together.

The second term of (A1) is a general solution of the homogeneous (i.e., the Schrodinger) equation, and in or-
der that the first term be a particular solution of the inhomogeneous equation (1.3), W must be equal to the
Wronskian, i.e.,

W(E d)(E) ¢ll’l‘ E)}Erz ¢(E,r M ¢IFT(E )_¢(_Er_

=s¢(E,s)¢"™(E,s)[D™(E)—D(E)] . (A2)

This follows from Gauss’s theorem. The Wronskian is independent of r because ¢ and ¢'" satisfy the same ra-
dial Schrodinger equation. In (A2) we have for simplicity of notation dropped the subscripts R and /.

Using (A2) we see that the first term of (A1) is independent of the multiplicative normalizations of ¢ and
@""". The first term does, however, depend on the additive normalization of ¢"": Given an irregular solution,
¢, we may obtain another one by adding some constant times ¢ to it whereby the corresponding new first
term of the Green function differs from the old one by a solution of the homogeneous equation. This solution
may be absorbed into the diagonal part of the second term of (A1) and the entire Green function remains unal-
tered. Specifically, for the two irregular solutions ¢*(E,r) and ¢°(E,r), characterized by the respective logarith-
mic derivatives D% E) and D%E) [5£D (E)], we have

1 6% _ 1 ¢%r)
D ¢%s) D°—D ¢¥s)

as may be checked by setting r =s and by performing the radial derivative at s. In (A3) we have dropped the
argument E as well as the subscripts R and /. For use in (A1), therefore,

1 1 o(r)
— , A3
D°—-D DD ] é(s) (A3)

BE VW (6,6%))~16(F > =(F YW (4,47~ g5 >)+(F)— LIy (Ad)
Wig,¢*}W{4,¢"}
In order to determine the coefficients Ggy g'r, We shall set up a MTO expansion for the Green function
analogous to what we did in Sec. II A and require that it equals the one-center expansion (A1). This is, in fact,
equivalent to using a Dyson equation with

GOF— Tty _ SRR TT]) P o (AS)
4 | T—T"|

and the perturbation E — V(r)—«?. In terms of this free-electron Green function the MTO may be defined as
Xr(KLET—R)=— fR B rGOFT—T"KkA[E —V(r')—«lég(E, T —R) , (A6)
where the integral in the sphere at R may be solved by using (1.1) together with Green’s second identity and the

well-known one-center expansion

GOT—T"k%) = j (T <)kh (T>). (A7)
L

This expansion is a special case of (A1) where the regular functions
AGEIAG |

and the irregular functions
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ikhp (V)=ikh)(kr) Yy (F)=k[n)(kr)+ij(kr)] Y (F

are related to the spherical Bessel functions j;, Neumann functions n;, and Hankel functions 4;, as indicated.

The Wronskian, as defined in (A2), satisfies
Wiinikh} =W {j,kn}=1.
The result for the MTO is

(A8B)

¢re(E,Tr)+jL(TR)W {ikh;,¢p} for rg <sg

2 o=
)E’ == —
XRL(K rR) iKhL(rR)

Wij,ép} for rg >sg

(A9)

where the Wronskians should be evaluated at the sphere (rg =sg). Equation (A9) reduces to (2.11) in the limit

of vanishing «? because

(kr)!

(21 =11
Q4+’

hy(kr)— o+

j[(Kr)—>

(A10)

in that limit. We may now, as we did in (2.12), expand the tail of the MTO centered at R in the sphere cen-

tered at R’ (5R) using the addition theorem
l'KhL(f}R )= EjL'(?R') 2 47TCLL'L"i_I+I
L 1

=3 ji(Tx)Brrre for R#R’ .
<

Here

Crppr= [ dPY Y Y

are the Gaunt coefficients such that m"" =m’'—m
and the /" summation includes only the terms with

= |U—1],|[I'=1|+2...,(I'+].

The matrix 4 is the KKR structure matrix.’® We
may finally express the MTO as one-center expan-
sions using vector notation as in (2.14); the result is

.\ | Wlikh,¢} Ly -
[¢)+ 1) W0d) +B (Wijél=|X)>.
(A12)

Here the Wronskians are regarded as diagonal ma-
trices and, for k>=E — Vy1z, the relation to the
phase shifts 7° is

Wiikh,$} _
wii¢}

Win,é}
Wi}

+i | =k(cotn®+i) .

(A13)

The values of k* most relevant for LMTO calcula-
tions are negative or zero. For these values the
free-electron Green function (AS5) and the MTO’s

~ikh (R—R")

(A1)

(A6) are real, but the Bessel and Hankel functions of
odd order are imaginary and behave similar to (A10)
in the limit of vanishing k. We shall therefore re-
normalize the Bessel and Hankel functions such that
they become real for k* <0 and, for k*=0, reduce to
the functions used in Sec. II. The regular function

Ji(r) =20 — 1M (ka) Yy (ier) (A14)

is real for all real x> and reduces to [2(2/
+ 1] Yr/a) for k*=0. Here a is an arbitrary
linear dimension of the structure as in Sec II. The
irregular function

K)(r)= —[(21 —1)M(ka) "] Yiaxh,(kr) (A15)

is real and decreases asymptotically like r!

X exp(— |k|r) when «? is negative. For x*=0 it
reduces to (a /r)' t!. The Wronskian satisfies

W{J,,K,}:—a/Z . (A16)

In terms of J and K the expression (A9) for the
MTO may be written as
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Gre(E, TR)+JL(TRIW (K}, dp1}(—2/a) for rg <sg

2 =y 1
X (5B, ) Ky (FR)W{J;,dpi}(—2/a) for rg >sg (A17)

and the expression (A12) as

@)+ | INP —=S)W{J,d}(—2/a)=|X)>, (A18)
with
S _ (a/2)B rr RL
KR L e — 10)(ka) =" 22 —1)1](ka) !
N (N e Y =T Co_2rerr—n1 BB
_Z( 1) " (ika) 47Crpopn [l — N2l —1)1] K;(R—R") (A19)
and
W{K;,¢r(E)}
PrE)=——""7——"—" A20
W= W bR} (420
Moreover, by differentiation of (A20) and use of (2.16) we find that
Pr(E)=(a/2[W{J;,¢r(E)}] 72, (a21)

~whereby P~1%(2/a)"/2= W{J,$}(—2/a), which defines the sign of P2, Tt is easily checked that expressions
(A17)—(A21) reduce to those given in Sec. II when k=0.

We are finally in the position to determine the coefficients Gy g1 (E) of the one-center expansion (A1) for
the Green function. We first assume that W{¢,X}+0 and choose for the irregular solutions of the radial
Schrédinger equation ¢ those functions which match continuously and differentiably onto the corresponding
MTO’s X at the sphere. These functions we call ¢* and the corresponding expansion coefficients G*. Equa-
tion (A1) thus reads

G(¥g +R,Fr +RE) =gz 3, ke (E,T § )Pri(E) Pri(E)] ™' dg, (E,T§)
L
+ 3 > ¢ri(E,TR)GRLrL (EVpr(E,TR) (A22)
L L’

where we have used that, according to (A9) or (A17), (A20), and (A21),
W{g,¢"} =W{d,X}=W{d,ikh\W{j,¢}=W{d,K}W{J,$}(—2/a)=PP~" . (A23)

Let us now keep that coordinate T’ which lies closest to a site ( =R") fixed and determine the coefficients G by
demanding that the Green function G (T, r’;E), obtained by summlng (A22) over all R, is a smooth function of
the other coordinate T. In (A22) we thus have ¥ >=rand ¥ <=7’

We may require that (A22) summed over all R is identical to the following multicenter expansion of overlap-
ping MTO’s:

G(T,Tr+RE)= Exm (E,Tg)Pr E) P (E)] " '¢pop(E,T k')

+ 3 3 Xr(E ®)GAL r (EVrAE, TR, (A24)
RLL

which, by construction, is a smooth function of ¥. Here X is the usual MTO given by one of the equivalent ex-
pressions (A6), (A9), or (A17) and X'™ is a continuous and differentiable function in all space; it equals the ir-
regular function ¢ inside the sphere and the MTO outside the sphere. In other words, it is a MTO augmented
continuously and differentiably inside the sphere by the appropriate irregular solution of Schrodinger’s equa-
tion. We now project (A24) onto ¢z (E, T ') and express the T dependence by one-center expansions using the
expansion (A11) or (A18) of the MTO tail. With vector notation (A24) becomes
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|XiTyepp=14 | X)*GX= | ¢¥)PP~'— | J)S(2/a)\/2P'/2P~!
+|$)GX+ | I P —S)P~%(2/a)'/*G¥
while (A22), summed over R, yields
|6 )PP+ |$)G¥ .
The condition that the two expressions are identical is
SP'2p~l=(P —S)P~12GX,
which yields the wanted relation
GX(E)=[P(E)]"*[g(E)—P(E)"'][P(E)]'/* (A25)
—1

between the coefficients of the Green-function expansions (A22) and (A24) and the matrix g=(P—S)~". By
taking the imaginary part and comparing with (2.22) we realize that for the poles of P(E) and P(E)~! the prin-
cipal parts should be taken. In KKR notation (A25) becomes

GXE)=—(W{j,¢}) " [(kcotn’+ix+ B )~ —(k cotn®+ix) "'\ W{j,é}) !, (A26)

as obtained by using (A12) instead of (A18).

The term —P(E)[P(E)]~! in the diagonal of (A25) and (A26) contains the factor W{K,¢(E)} ~!, as may be
seen from (A13) and (A20). The corresponding pole is, of course, not present in the Green function (A22) and
it may be removed by rearrangement of the terms in (A22): If the term —@(r)PP~! from the diagonal of the
second term in (A22) is combined with the term ¢*(r)PP~! we obtain ¢”(r)(W {$,J}) ", where ¢”(r) is the ir-
regular solution which matches continuously and differentiably onto J(r) at the sphere [see Eqs. (A17) and
(A23)]. As a result, the Green function is given by (A1) and (A2) with ¢'™(r)=¢”(r) and with the coefficients

G’(E)=[P(E)]"/%g(E)[P(E)]'"?

(A27)

=—(W{j,8}) "kcotn’ +ik+B)"{W{js})"". (A28)

For the poles caused by the presence of the factors
(W{$(E),J})~" in the first term of (A1) as well as
in (A27) and (A28), the principal parts should be
taken.

The general expressions for the coefficients G (E)
and W(E)~'in (A1) are

GE)=2 LA 2) +G'(E)
W {J,6(E)} W {$"™(E),$(E)}
(A29)
and
[W(E)] '=—2[W{$™E),E)}]"", (A30)

as obtained by starting out from (A27) and using
(A4) and (A2). So far we have considered the spe-
cial choices ¢'"=¢* and ¢""=¢’. The Green func-
tion G(T,r";E) has poles at the eigenvalues of
Schrodinger’s equation for the entire system only,
and any additional poles such as those caused by the
factors [W{¢™(E),$(E)}]~! and [W{J,$(E)}]™!
present in the various parts of the one-center expan-
sion (A1) must cancel. It is now customary to speci-

I

fy that the first term of (A1), and hence (A30), has
no poles. [Strictly speaking, only those choices of
¢'™ for which W{¢'™,¢(E)}+0 for all E are possi-
ble. This is so because if for some energy we had
chosen D'"""=D(E), then the solution of the radial
Schrédinger equation for that energy and that boun-
dary condition would contain no irregular part.] We
must thus choose some radial function whose loga-
rithmic derivative never equals D(E) and then
match ¢ onto that function.

In the ASA we specify [see (2.7)] that ¢ is nor-
malized to unity in its sphere and, as a consequence,
¢ is orthogonal to its energy-derivative function ¢.
Moreover, the Wronskian of these two functions
take the value 1 at the sphere as shown in Sec. II B.
In the ASA a natural choice for the irregular solu-
tion is therefore the function ¢° which matches onto
¢. If with this choice we now use (A29) and (A30)
together with (A21) we realize that

G'(E)=2 ——;il“{;i) +GUE)  (A3D)
and
[W(E)] '=—1. (A32)
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Since neither the first term of (A1) nor the functions
¢ have any poles, the coefficients Gy gz /(E) must
have exactly the same poles as G (T,r’;E). This has
the consequence that the pole caused by the presence
of the factor [W{J,#(E)}]~! in the first term of
(A31) must cancel an identical pole of G’(E).
Furthermore, if we neglect the geometry violation of
the ASA, the Green function G(7,r’;E) and here-

with G'(E) cannot depend on k. We may therefore
take k=0. If we finally substitute in (A31) the ap-

propriate second-order form (2.34) for [P(E)]~1/?
and compare with (2.39) we realize that
G (E)=G(E), (A33)

as defined in (2.38). This is an important result.

For certain applications it is practical to have ex-

ponentially decreasing structure constants and there-
fore to use a (slightly) negative x>. In order to calcu-
late G "(E)=(E —i0* —H)~' we need an expression
analogous to (2.3) for the Hamiltonian but valid for
a general k. From the development given in Sec.
IIB we may see that (2.3) does, in fact, hold for a
general « provided that S is given by (A19), that
P(E) is given by (A20), and that in the definitions
(2.32) of the potential parameters the radial func-
tions with logarithmic derivatives / and —/—1
should be substituted by, respectively J;(r) and
K,(r).

In the KKR formalism ¢ and ¢'™" are normalized
according to their behavior at and outside the
sphere. The linearly independent functions used for
the construction of the boundary condition for ¢
are not ¢ and ¢ as in the ASA formalism but j;(xr)
and n;(kr) whose Wronskian equals k! [Eq. (A8)].
The multiplicative normalization of ¢ is such that

¢(r)=cosn’% (r)—sinn’n(r) (A34)
when r >s. With this normalization,
W{d,j}=k""siny’
and (A35)
W{d,n}=k""cosn’ .
The choice for the boundary condition of ¢/
¢ (r)=sinn° (r)+cosn’n (r) (A36)

therefore leads to W{#,4™} =«"!, which always
differs from zero. With these k-dependent normali-
|

G(Tr +R, T +RE)=8pp SJL(E,TF )
L

zations the coefficients (A29) and (A30) in the one-
center expansion (A1) of the Green function become

GXXR(E)= Pk cotn®+ GY(E) (A37)
and
[WEKR(E)]" 1=k . (A38)

In the present Appendix the ASA has amounted
to using the expansion (A11) of the MTO beyond its
range of validity as if the atomic spheres did not
overlap. If, specifically, the MTO centered at site R
is expanded about site R, then the expansion con-
verges inside the (large) sphere which is centered at
R’ and passes through R and has the radius R—R".
The result of the expansion applies to the tail of
MTO, however, and is consequently correct only in-
side that part of the large sphere which lies outside
the atomic sphere centered at R. If now R and R’
are nearest neighbors, the expansion is seldomly
correct throughout the atomic sphere centered at R '.
When the potential has the MT form it is not neces-
sary (although convenient) to use the ASA because
the choice k?=E —Vyrz makes the perturbation
used in (A6) vanish outside the nonoverlapping MT
spheres and, in that case, the MTO expansions hold
throughout all MT spheres. This is the basis for the
KKR method.

We finally study the ! convergence of the one-
center (A1) and multicenter (A24) expansions of the
Green function. For increasing values of [ the cen-
trifugal term [(/+ 1)r—2 dominates the radial
Schrédinger equation, and the radial wave functions
¢; approach the spherical Bessel functions j; or Jj,
and eventually they approach r’. Therefore, in order
to study the convergence, we need only consider the
case of free electrons. In this case the potential
functions (A20) diverge such that

g=(P-8)"'=p-l4p-isp-1, (A39)
and, according to (A25) and (A20) and (A21),

~

GX:PI/ZP—ISP—IPI/Zz

2 J(s SJ(s)
a ¢(s)  ols) ’
(A40)

<

which is, essentially, the structure matrix.
For free electrons the one-center expansion (A1)
or (A22) becomes

—2/a)K(E,TR)

+(2/0) S, 3 I (E,Fr)Spe gL AEVLAE, Tr)) (A41)
L L'
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where we have used (A40) and the argument k?=E of the Bessel and Hankel functions. Moreover, Sg _z-=0.
The one-center expansion thus reduces, as it should, to the result that could have been obtained directly by
combination of (A11) with (A7). We shall now see that the one-center expansion converges unconditionally in-
side the MT spheres and not further.

For E=0 the first term becomes

Srr' DIL(TRN—=2/a)K L (TF)=(—4m) " 'Opp 3 P(Fr Frors /g1 (A42)
L 1

where we have used (A14) and (A15) and the addition theorem 47 Y, Y, (F)Y.(F)=Q2l + D)P)(FF
is a Legendre polynomial. Since | P;| <1 the series (A42) converges for rg <rg.
If, in the second term of (A42) we perform the L summation before the L’ summation, we obtain

(2/0)2‘EJL(?R)SRL,R'L:]JL'(?}QI)=EKL'(?R')(—Z/a)JL'(?}g') =(4m)~ lzp, Prefr)rp W /(rg )P+
L' | L L’

). Here P,

(A43)

with the help of the expansion theorem (All) or
(A18). Since there is no value of the angle between
T'r' and T for which P, tends to zero as /' tends to
infinity, the series (A43) converges for rg: <rg: and
it diverges for rg: > rg.. If instead we perform the L’
summation before the L summation, the result con-

We now consider the multi-center MTO expan-
sion (A24). The MTO vanishes for free electrons
due to the presence of the factor W{j,¢} in (A9)
and, as a result, the second term of the multicenter
expansion (A24) vanishes. The first term remains
because, according to (A9),

verges for rp <rp and it diverges for rp >rp. This
means that the real part of the one-center expansion X)) =ikh (DWW {j,¢} ,
(A1) of the Green function converges unconditional-
ly only for T and T’ inside the nonoverlapping MT
spheres. This expansion is therefore not useful for
the treatment of non-MT or non-ASA perturbations.

and PP~ is given by (A23). The multicenter expan-
sion thus reduces to (A7), as it should, and it con-
verges for all r and r', except for r=r'.

APPENDIX B: FREE-ELECTRON GREEN FUNCTION IN THE ASA

For the case of free electrons it is possible to give an exact expression for the Green-function matrix
g(E)=[P(E)—S]~! which neither contains the geometry violation of the ASA nor the errors caused by the
parametrization of the potential functions, nor a matrix inversion. If we make the KKR choice k?=E the re-
sult is, of course, given by (A39). We shall, however, choose k*=0 and therefore obtain the corresponding
g(E) by comparing the ASA free-electron Green function obtained from (A1) with the exact result (A41). For
free electrons ¢(E,r)=J (E,r){J(E)*)~'/2, and (A1) yields

G(Tr +R, P +R;E)=8zp szE,fﬁ>[W{J(E>,¢"°’(E>}1 'R (E,

+ 2 EJRL(E TR V26 R L (EX TRy ) "V AR AE,TR) . (B1)

The irregular solution is a linear combination of the spherical Bessel and Hankel functions J(E) and K (E)
with kK> =E, and we have specifically chosen D"=D’®’ =], Here J(0) is the spherical Bessel function with
k*=0. The relation to g is given by (A27) and (A21), i.e.,

(J(E*)~12GIONENJ(E?)~ V2 =(a /2)[W{J( E)} ] 'g(E)W{J(0),J(E)}]". (B2)

In order to compare (B1) with (A41) we rearrange the terms of the latter using (A4) with ¢°=K(E),
#*=¢’""E), and ¢ =J (E). The result of the comparison is then that (B2) must equal

W{K (E),¢’ “(E)}
W{J(E),K(E)}W{J(E),¢’ O(E)}

+2S(E),
a
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where the structure matrix with k?=FE was given in (A19). Since ¢’'©(E) matches onto J(0) and

W{J,K}=—a/2, the final result is

g (E)="-Ww(J(E),J0)} |sE)-

W{K(E),J (0)
a W{J(E),J(0)]

W{J(E),J(0)} . (B3)
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