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The density of states of one-dimensional crystals consisting of & functions randomly distributed has
been calculated on the IBM 650 computer. The chains contained 500-1000 impurity atoms, and the most
probable error in the integrated density of states at various energies was estimated to be at most £%,.
Calculations were performed for various values of the parameter e=#/ko, where # is the density of atoms
and ko the attenuation constant appropriate to the isolated bound state. The results at different densities
are compared with those obtained from various physical models. At low densities the machine results
display a singularity in the density of states at the isolated atom energy. For X1, a simple pair theory fits the
machine results quantitatively in the wings and displays a similar singularity. At high density (e3>1) the
machine results are smooth and fitted well by a crude optical model, except for a tail below the band edge
omitted by the latter. An optical model containing local density fluctuations provides a qualitative under-

standing of the tail and a fair over-all fit for e>1.

1. INTRODUCTION

E are concerned here with the distribution of one-
electron energy levels of an impurity band. The
impurities are taken to be of a single kind, but randomly
distributed, so that the translational periodicity charac-
teristic of most energy bands is absent. The energy
bands of disordered crystals have been treated by
several authors.! Nearly all these treatments have been
based on Nordheim’s! virtual-crystal approximation;
random deviations from the ‘“‘average” potential are
then treated by perturbation theory. As several of
these authors recognized, this perturbational approach
will not yield the localized negative energy states
associated with the impurity band.

One evidently needs, in this problem, a method that
is not perturbational in character and yet is readily
applied in three dimensions. The multiple scattering
treatment provides a means of attack that satisfies
these requirements. In general the multiple scattering
equations must then be solved by approximate pro-
cedures. The nature of our approximations, however,
is independent of the dimensionality of the crystal.
This suggests checking our ideas by specializing our
treatment to the one-dimensional case. Numerical
solutions are easily obtained for one-dimensional
crystals, and in a way that is suitable for machine
computation.

We were thus led to consider here the impurity bands
of suitable one-dimensional crystals. We were primarily
interested in the effect of the random distribution on
the density of states. This effect was expected to be
large in the low density or tight-binding limit, and to
decrease as the density increased.

Several workers? have previously carried out machine
calculations. We found that their results were insuffi-

11L. Nordheim, Ann. Physik 9, 607 and 641 (1931); T. Muto,
Sci. Papers Inst. Phys. Chem. Research (Tokyo) 34, 377 (1938);
R. H. Parmenter, Phys. Rev. 97, 587 (1955).

2H. M. James and A. S. Ginzbarg, J. Phys. Chem. 57, 840
(1953); R. Landauer and J. C. Helland, J. Chem. Phys. 22,
1655 (1954).
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cient for our purposes. This came about either because
the calculations were done only at one density (James
and Ginzbarg) or because the constituent concentra-
tions considered were more appropriate for the study
of alloys (Landauer and Helland).

The crystals studied by these authors consisted of
two different kinds of square wells randomly distributed.
The width and depth of each well constitutes two
parameters each, the lattice constant is a fifth param-
eter, the density of impurities is a sixth and the
energy is a seventh parameter. Clearly, it is impossible
to make an adequate numerical exploration of these
parameters to obtain qualitative understanding of the
role of each parameter. Moreover, the chains used by
Landauer and Helland were 150 atoms long, so that
the number of nodes, Nmax, associated with a minority
constituent (at the “top” of the band) was of order
100, and the random error® in this number is of order
(100)%. To get accuracies of order 19} it is clear that
chains containing 500 to 1000 impurity atoms are
necessary.?

In view of these considerations several simplifications
were introduced.

1. We make the effective-mass approximation. This is
valid for wavelengths large compared to the lattice
spacing. Since the relevant wavelengths in an impurity
band are comparable to or larger than the mean separa-
tion 1/7 between impurities and the latter separation is
large compared to the lattice constant for an impurity
band (as contrasted with an alloy), the effective-mass
approximation is automatically valid for our problem.
This implies that we may neglect the periodic structure
of the host lattice altogether. Thus we may set the host

3 For negative energies no more than one zero can occur between
impurities. If there were Nmax impurities and if the zeros occurred
at random with probability p, for a given energy, the expected
number of zeros would be N =Np,.xp, and the standard deviation
would be [Nmaxp(1—p)Ji=[N(1—p)Jt. We find in practice
(see Table II) that the errors are of this order (actually smaller
by a factor of 2). Errors in estimating the differential density of
states by taking differences between numbers of zeros at different

energies can be (and were in our case) reduced by using the same
random sequence of atoms at all energies.
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potential equal to zero and allow the impurity atoms to
assume random positions on a continuous domain.

2. The square wells of the impurities are replaced by
delta functions.*® This is a good approximation if the
width of the potential is small compared to the mean
separation between impurities, and to the range 1/xo of
the bound state wave function. It also has the advantage
of leaving us with only the parameter of most interest,
the density #, so that the effect of randomness can be
studied as a function of the dimensionless parameter
e=n/ko. The parameter e gives approximately the
mean number of impurities within range of a given
impurity.

In Sec. 2 we describe the procedure used by the
machine to calculate the density of states. Later
sections present the results of the calculations and com-
pare them with various physical models. Each of the
models can be used for three-dimensional problems as
well as one-dimensional ones, so that the results also
suggest the range of validity of the models for three-
dimensional problems.

2. SOLUTION OF THE DIFFERENTIAL EQUATION

The discussion in the previous section has indicated
that the impurity bands associated with localized
potentials in one dimension can be adequately in-
vestigated by considering the following Schrédinger
equation:

7 @
[__”"“"‘lVGIZjé(ﬁ?"'xj)JlI/(x):Ell/(x), (2.1)

2m dx?

where the x;’s are uniformly distributed with density 7.
By introducing the definitions

ko= (m|Vo|)/1*; E=—(w)*/2m)= (hk)*/ 2m), (2.2)

we find Eq. (2.1) reduces to the simpler form,
a*
[z siote—a -, @)
x

The wave function associated with an isolated 6 func-
tion is given by ¥~ exp(—ko|x—=0|) and its energy is
given by Eo= — (#2/2m)x.®. Thus «o may be interpreted
as the range of the bound state. Equation (2.3) holds
for negative energies ; according to (2.2) a corresponding
equation holds for positive energies, with « replaced
by —ik.

If a transformation were made to a new independent
variable #=nx, one would find from Eq. (2.3) that
the only relevant parameters are x/ko, a dimensionless

4The use of 8 functions for studying disordered crystals has
been criticized by Allen® on the ground that contacts between
two bands will not occur in this case, though they do occur in
general. However, we are not concerned here with such interband
effects.

5 G. Allen, Phys. Rev. 91, 531 (1953).
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square-root energy, and
(2.4)

a dimensionless density. The study of a particular
crystal involves a given density e and a variety of
energies k/xq.

The simplicity of the calculation of the density of
states in one dimension derives from the fact, first
emphasized in connection with this problem by James
and Ginzbarg,? that the number of nodes in a solution
of the wave equation with energy E determines how
many states of the system have energies lower than E.
In previous calculations? the wave equation was solved
in each cell, with ¢ and ¢ being made continuous at
the boundaries of each square well. Our choice of zero
potential for the host cells requires us to calculate y
and ¢/ only at the & function themselves, which for low
concentrations greatly shortens the calculations. An
equally significant gain results from the fact that, as we
shall show below, it is not necessary to consider ¥ and
¥/ separately, which requires a matrix solution, but
only their ratio ¢//¥. As a consequence of this saving
we are able to study chains of 1000 impurity atoms
(or the equivalent of 100000 cells, at 19, impurity
concentration) in a comparatively small amount of
IBM 650 machine time.

Consider the configuration of § functions shown in
Fig. 1. The 6 functions are represented schematically
by deep, narrow wells and the coordinate just to the
right or left of point x is denoted by x%, respectively.
Since V=0 between wells, we have for negative energies

¢ (wo™) =¢/(21) cosh[k(aa—wx1)]

€=n/kq,

+ & (%1%) sinh[k(x2—x1) ], (2.5)
Y/ (xz7) =9/ (21™) cosh[k(xa—2x1)]
Fx (1) sinh[k(xe—2x1)].  (2.6)

The &-function potential produces a jump in ¢'/y
given by
Y (@) ) =9 () [ (07) = 20, (2.7)

These results can be simplified by introducing
=y (x27)/k (x,7) and b=y (2,1)/x¥ (2,). The con-
nection formulas (2.5)— (2.7) now assume the form

bn=an—2x0/x, (2.8)
@ny1= (bu+tanhkx)/ (148, tanhk). (2.9)
V(x)
° Xy . Xz .y
-+ -+
1 2

Fi6. 1. The locations of x;* and x,* which appear
in Egs. (2.5) and (2.6).
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At low densities kx>>1 and tanhkx~1. In addition, the
density of states may be very large for k~%,. Thus, a
considerable gain in the number of significant figures
results when (2.8) and (2.9) are rearranged in the
following way :

b/ =a,'—2(k/ko—1),

Anpt'=—[22—b,)e 2]/
[ba/+ (2—by)e2un].  (2.11)

Here a,/=a,—1, b,/=b,+1, and a=«(koe)*. The di-
mensionless parameter #,=x,/{x)=n%, is a random
variable, independent of density, so that the same set
of #’s can be used for different densities.

We now count the nodes, i.e., the sign changes of
¥ occurring between 6 functions. If the sign (@,416.) <0,
¥/ /Y has changed sign. Inspection of Eq. (2.9) shows
that ¥ can change sign only if ,<—1, and that at
most one node can occur. Furthermore, when 6, <—1
no sign change in ¢’ is possible. The conditions b, <—1,
sign(@n41b,) <0 are then both necessary and sufficient
for one zero of ¥ to have occurred in the interval.

A similar procedure can be developed for positive
energies. In this case E=%%?/2m, and defining a, and
b as before, except with k replaced by %, we find the
connection formulas assume the form

bn= an— 2K0/k,
@ny1= (bn—tankx,)/(1+b, tankx,).

(2.10)

(2.12)
(2.13)

Now let b,= —tan¢n, @,.1= — tanX, ;1. Then Eq. (2.13)
becomes

(2.19)

and the number of nodes ¥ is given by [ (Xny1/7)+3]
—[(@n/m)+%], when [ ] denotes ‘“greatest integer
contained in.”

We present the results of the machine calculations
for negative and positive energies separately. Most of
the calculations have been concerned with the negative
energy range, and it is these we present first.

Xn+1= ¢n+ kxn,

3. NEGATIVE ENERGIES: LOW DENSITIES

It is reasonable to expect that at low densities the
broadening of the isolated bound level will be produced
mainly by pair interactions. We shall calculate this
effect using the multiple scattering formalism, which for
6 functions is easy to use, and which we shall need
later in any case. It is shown in Appendix A that for our
problem the multiple scattering equations reduce to
N linear homogeneous equations

N
C,f=z Az'jCj (i=1, .

=1

N, 3.1)

where A;=0 and A= (k/ko—1)"L exp(—«|xi—x;]).
If atoms m and # form a pair, we may expect that
solutions localized about them have ¢.,, ¢c.>>c;, 7% m, n.

Thus ¢n=A mncn and ca= A nmCm, so that

k/ko— 1= e *lzm—aal, (3.2)

The probability that the nearest neighbor of an atom
located at the origin liesbetween x and x+dx is 2ne=2"121
and the probability that the nearest neighbor distance
is less than « is e7?"=. Thus, according to the pair
theory, the fraction of states for which «/ko is larger
than the indicated value is given by

1<k/k0<2: N(k/x0)=%—3%|k/00— 1|2/, (3.3)
0<«/k0<1: N(k/o)=%+%|x/ko—1]%/x.  (3.4)

In the neighborhood of x/ke=1, Egs. (3.3) and
(3.4) imply that the differential density of states is
approximately

n(k/x0) =dN (k/x0)/d (k/x0)~=2¢€|K/ko— 1|2, (3.5)

This distribution exhibits a long tail, leading to a first
moment proportional to e, although any fixed fraction
of the states are confined to a neighborhood of k/ko=1 of
order exp(—1/¢). For a regular lattice, the band width
is proportional to the overlap and also varies as
exp(—1/¢). At low densities the introduction of ran-
domness modifies the shape of the central region, in-
troducing a singularity at x/ko=1, and adds a long tail
as compared with the regular arrangement.

The pair theory is correct to order € in the sense that
it yields all the moments® of dN/dk correct to order e.
The moments, however, are insensitive to the behavior
of NV in the region |x/ko— 1| Sexp(—1/¢), which is the
region containing much of the band at low densities.
Schmidt? has recently obtained a solution for the one-
dimensional problem which is accurate to order e in
this region as well. His result, which follows from solving
an integral equation analogous to the procedure we
have used in the machine calculation, is, in our nota-
tion8 (here c=«/ko—1):

[ T

1—]c|®
1<k/k0<2: N (k/ko) =————, (3.6)
G—3/cl
1
0<k/k0<1: N(x/kg) =—. 3.7
(G—3%lcl9?

Better results are obtained if one replaces ¢ in (3.6)
and (3.7) by #/x. In our comparisons with Schmidt we
have always evaluated his formula with this improve-
ment. Machine results for e=0.01 and 0.1 are compared
in Tables I and II with the pair theory and Schmidt’s
formula; the results for e=0.1 are also shown in Fig. 2.
Table II presents results obtained when 500 atoms were

6 Details of this and other calculations will be included in a
later paper concerned with the multiple scattering formalism as
applied to the impurity band problem.

7H. Schmidt, Phys. Rev. 105, 425 (1957).
8 Schmidt’s final equation contains an unfortunate misprint. It
should read e=¢q/(2kl). Thus his € is equal to our ¢/2, i.e., #/ (2x).
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TasLE I. Integrated density of states at negative energies, e=0.01.

Machine Pair Schmidt’s
k/ko—1 results (%) theory (%) formula (%)
—0.999 98.6 99.0 99.0
—10 91.4 91.6 91.8
—10% 89.3 89.7 89.9
—10-¢ 87.5 87.9 88.0 .
—10™ 79.7 80.0 81.4
—10~2 70.5 70.0 71.9
—10738 64.1 60.0 61.3
—10— 63.3 58.2 59.5

2X104 30.6 44.6 36.6
1035 30.3 40.0 33.7
102 26.6 30.0 25.9
101 19.1 - 20.0 17.7
10-¢ 12.2 12.1 114
105 10.4 10.3 9.9
10 8.3 8.4 8.1

1 0.0 0.0 0.0

added to the chain to make a total of 1000 atoms. The
error due to the Monte Carlo nature of the calculation
is seen to be of order 39%.

From these results it can be seen that the pair
solution is adequate for the wings of the distribution,
but that it does not predict the asymmetric shoulder
for kSko. Schmidt’s solution gives a good fit to the
entire distribution, but his method is entirely one-
dimensional and his results valid only for e<1.

The following argument suggests the existence of
the shoulder. In calculating the density of states on
a pair model, we assumed all atoms to be members of
pairs. From Fig. 3, we can see that this may easily not
be the case. Here 1 and 2 and 4 and 5 form pairs, while
3 remains ‘“isolated”. It is a simple calculation however,
to show that the energy level of an ‘“isolated” atom
with a pair at a distance x is given by

C. PHILLIPS

F1c. 3. An example of an
“isolated” & function, as dis-
cussed in the text at the end
of Sec. 3.

o O
4 5

where x~1/n, and k=, so that the resulting states
lie in a neighborhood of exp(—1/¢) of the bound level,
and always slightly higher in energy. This conclusion
is in qualitative agreement with the results of the
machine calculations.

4. NEGATIVE ENERGIES: HIGH DENSITIES

At high densities the number of atoms within range
of a given one is large, and the fractional fluctuation
of this number is small. Thus in the limit e—>o we
expect that |¢;| =¢, so that we may take ¢;=e*'*ic. One
then obtains®

K/K0—1= Z ekl zi—zil+ik! (2j—20)
i
=—14 3 g Hzi-sil+ik (zj—zi)
all §

At high density (e>>1) the sum on the right, by the
“law of large numbers,” exhibits relatively small
fluctuations, and we may approximate the sum by its
ensemble average:

(4.1)

(4.2)

k/ko—1=— 1+f ndxerelt+ik'z

= — 1+ (2n6)/ (@), (4.3)

Thus

K*E'2=2nk,. (4.4)

TaBLE II. Integrated density of states at negative energies, e=0.1.

k/koe=1—e€"*2, (3.8)
Machine Machine
1.0 T I T results (%)  results (%) Pair Schmidt’s
&/Ko (500 atoms) (1000 atoms) theory (%) * formula (%)
0.9 e=ot . 0.001 89.6 89.2 91.0 90.8
L pmcHINE 0.67 84.6 84.6 85.7 86.4
0.8} @ —m—— SCHMIDT B 0.92 78.6 71.9 78.8 79.4
0.99 70.6 69.7 70.0 71.0
0.7k 0.997 65.6 65.6 66.9
0.999 62.6 62.6 64.1
0.9995 61.4 61.1 60.9 62.3
0-61~ 0.99968 60.2 59.9 60.0 61.3
0.99985 58.6 58.6 58.5 59.9
N(x) 0.54 0.999995 53.8 53.2 54.4 54.7
0.999999 514 51.4 53.0 52,9
o4l 1.000000 42.8 50.0 44
1.000005 36.6 37.0 45.6 38.5
1.00032 32.8 33.4 40.0 33.8
0.3~ 1.0010 31.2 31.8 374 32.0
1.0030 29.0 34.6 28.6
0.2~ 1.01 254 25.9 30.0 26.0
1.078 18.6 18.2 18.9 17.2
ol 1.33 6.4 7.7 7.9 7.3
2.00 0.4 0.5 0.0 0.0
o
0.9

F1c. 2. Integrated density of states versus the dimensionless
square root energy /o for e=0.1.

9 Equation (4.3) can also be obtained directly from (4.1) by re-.
placing the sum by an integral involving the pair distribution func-
tion #(x|x;). Since 7 (x|x;)=(Dis;0(xi—x))= (T8 (x;—x))—5(x;
—x)=n—38(x—x;), the result follows.
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The numbers of zeros in cosk’x in a length L is
(K'L)/w, so that the number of zeros per impurity
atom is

N (k/xo)=Fk'/ (n),
N (k/ko) = (2nko—12)}/ (n).

We often refer to this result as the “optical model,”
since Eq. (4.3) is a continuum approximation.

Results for e=5 and e=10 are presented in Tables
IIT and IV. Figure 4 is a graph of the results for e=10.
The results are compared with the optical model
approximation of Eq. (4.6), and it can be seen that the
model approximates the results reasonably well, except
at the band edge where fluctuations are significant.

Fluctuations may be taken into account by avoiding
our previous approximation of taking an ensemble
average.® For calculational purposes it is simpler to use
the following model, which is suggested by the form
of the multiple scattering calculation. Since fluctuations
are significant primarily near the band edge where
k2, we consider fluctuations in

(4.5)
(4.6)

F=Y e mlziail
i]

(4.7)

TaBLE III. Integrated density of states at negative energies, e=S5.

Machine Optical
x/ko results (%) model (%)
0.001 20.0 20.1
1.00 19.0 18.1
2.32 13.6 13.6
3.16 9.2 0.0
4.00 2.6 0.0

F is similar to the sum entering the multiple scattering
calculation for #'=0, and its distribution P(F) is more
easily calculated than that for #'3£0. In fact, P(F),
for any value of e, is calculated in Appendix B. The
result is that F has a Poisson-like distribution, which
becomes Gaussian at high densities.

Now a particular value of F would also be obtained
from a regular lattice with a certain lattice constant «'.
In fact, for a regular lattice,

o 2e—K1a’
G= Z e—xa|[n] =

n=—0w n70

(4.8)

1___ —-x1u"

We now represent our density of states as that resulting
from an ensemble of lattices having different lattice
constants a’, where the distribution of &’ is such as to
make the distribution of G equal that of F. We call
this the “local density” model (L. D. in the figures).
The computational advantage of this model is, of
course, that the density of states corresponding to a
regular lattice of lattice constant o’ is easily obtained.
For negative energies (an analogous result holds for
positive energies), this is the Kronig-Penney dispersion

TaBLE IV. Integrated density of states at negative energies, e=10.

Local

Machine Optical density
/o results (%) model (%) model (%)
0.00001 14.1 14.1 14.1
1.00 13.8 13.8 13.8
2.00 124 12.6 12.4
2.83 109 10.9 10.5
3.50 9.6 8.8 8.1
4.16 6.7 5.2 4.9
447 4.85 0.0 3.4
4.97 3.2 0.0 1.3
5.50 1.5 0.0 0.3
6.00 0.7 0.0 0.0
relation:
cosk’a’ = coshka’— (ko/x) sinhka’. 4.9

Thus the local density model yields the following
formula for the integrated density of states:

® ¥ (G
dGP(G) (%6)

Gmin

Here P(G) is given by Eq. B1 for P(F) with F replaced
by G and G is related to ¢’ by (4.8). Using (4.9), we
can evaluate &’ in terms of ¢’ and x=«/«o. Finally Guin
is determined from (4.8) and (4.9) with £'=0 or =, for
x>1 or x¥<1, respectively. A short calculation gives
tanh (340’ max) = B=min(x,27') and

2a 1—By x/x
e o (22
1—a 1+B

N(x)= (4.10)

wn'

(4.11)

Our primary interest in the local density model is as
a means for calculating corrections to N(x) as given
by the optical model at high densities. However, it may
be observed that the model also yields good results at
low densities, since for P(F) one then recovers the
nearest neighbor distribution, and subsequently obtains
the density of states given by the pair theory. Thus one
may expect the model to yield qualitatively satisfactory
results at all densities, including intermediate ones. This
actually turns out to be the case, as we shall see later.

T T T T T
€=10

MACHINE =1
= —— OPTICAL MODEL
----- L.D.MODEL

0.2
N(x)
0.09}-

0.06-

0.03-

o L ! ! ]
4 3 2 1 o 1 2 3 4 5 6
K/Ko

Fi1c. 4. Integrated density of states versus the dimensionless
square root energy «/ko for e=10.
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result,

3

2%
N (x)~

whet

[ ap-weop
2/ (2¢)

Xexp[— (2¢)}(y—1)*].

If we put 4%= 2¢, we obtain the fraction Ny of the density
which fluctuations have pushed below the band edge
of the crystal of uniform density. From (4.12) one
finds that N is proportional to ¢~5/8, Since the fraction

(4.12)

N . . .
2¢ below E=0 is proportional to €172, this suggests that
40 . Prop« I gg
the effect of fluctuations on the density of states near the
20 band edge will be significant even for rather large
values of e. The e dependence of Ny, as obtained from
the machine calculations, is shown in Fig. 5. From the
20 \ i
\ TaBLE VIIL. Integrated density of states at
negative energies, e=1.0.
15 N
\ Local Local
Machine Optical density density
‘o \ /Ko results (%) model (%) model (1) (%) model (2) (%)
0.01 0.02 003 0.04 006 008 040 0.001 45.6 45.0 45.0 45.0
No 0.800 39.8 37.0 37.0 37.0
1.00 34.3 31.8 31.7 33.5
F16. 5. Density variation of Ny, the fraction of 1.18 30.2 24.8 27.4 28.0
states below the optical model band edge. 1.37 26.8 11.0 219 223
1.53 22.3 0.0 17.1 16.6
) . . o 1.69 18.3 0.0 12.7 1.1
At high densities a considerable simplification of  1.84 14.0 0.0 9.1 7.0
the equations results. Thus (4.8) becomes (a’)"1222-%,G ~ 2.00 103 0.0 5.8 44
d h ical del It (4.4 . 2.20 6.4 0.0 3.1 1.8
and (4.9) reduces to the optical model result (4.4), asit 3’5 25 0.0 11 06

must. In addition P assumes the Gaussian form given
by Eq. (B9). If we insert these results in Eq. (4.10) and
make the substitution y=(2¢)~*G, we find the simple

TaBrLE V. Ihtegrated density of statesat negative energies, e=0.235.

Machine Schmidt’s

Pair
theory (%)

x/ko results (%) formula (%)
0.0 76.8 80.3 82.0
0.50 74.6 75.0 75.9
0.90 62.8 68.0 65.4
1.00 40.1 50.0 444
1.10 26.4 36.0 23.9
1.50 11.2 10.0 9.8
2.00 0.8 0.0 0.0

TasrE VI. Integrated density of states at negative energies, e=0.5.

Local

Machine Pair Schmidt's density
/Ko results (%) theory (%) formula (%) model (%)
0.001 60.7 68.9 71.3 61.6
0.50 58.0 62.5 64.0 58.4
0.80 52.6 56.7 57.6 51.5
0.90 49.8 53.9 53.8
1.00 38.8 50.0 444 39.7
1.10 32.4 43.9 36.8
1.20 28.0 36.2 32.0 23.5
1.35 22.2 27.1 23.8
1.50 17.8 18.5 16.9 7.7
1.75 10.4 7.6 7.2 2.2
2.00 4.6 0.0 0.0 0.5
2.50 0.6 0.0 0.0 0

TasLE VIII. Integrated density of states at negative energies, e=2.

Machine Optical
&/xo results (%) model (%)
0.001 32.0 31.8
0.50 30.6 30.9
1.00 28.6 27.6
1.50 22.8 21.0
2.00 15.0 0.0
2.50 8.4 0.0

figure one obtains No=>~Ce 253, so that the local density
model apparently predicts qualitative features of the
fluctuations.

Equation (4.12) has also been used to calculate N (x)
for €=10. The results are shown in Fig. 4. The curve
for N (x) given by the local density model has the same
shape as the curve obtained from the machine results,
but the tail is only about half as large.

5. NEGATIVE ENERGIES: INTERMEDIATE DENSITIES

At Jow densities the density of states is peaked
near k/xo=x=1, while at high densities the '=0 peak
occurs near x= (2¢)'2. We expect that the transition
between the two cases will occur near e=1. In Tables
V-VIII and Figs. 6 and 7 we present the machine
results for e=1, 1, 1, and 2.
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From Tables V and VI and Fig. 6 one sees that e=}
and e=% are in the low-density range. The density
of states is similar to that predicted by both the pair
and Schmidt theories, but the band is broadened by
triplet and larger cluster interactions not included in
these theories.

On ‘the other hand, e=2 is still a relatively ‘“high”
density, as can be seen from Table VIII. The optical
model correctly predicts the density of states, except
near the band edge.

Both the high- and low-density peaks are barely
discernible at e=1—see Fig. 6, which also shows the
results obtained from the local density model with
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N(k) ) \
0.2 ]
\
\
\
0.1 |- ¢ \\
\ =
o 1 1 [ I 4
o 0.5 1.0 1.5 2.0 2.5
K/Kqo

Fic. 6. Integrated density of states versus the dimensionless
square root energy «/ko for e=1%.

.
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) == == SCHMIDT
0.4
N(k)
0.3}
o2}
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o !
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Fic. 7. Integrated density of states versus the dimensionless
square root energy /o for e=1.

k1=2«o. [ This choice was made because of the large
tail present at e=1. It is tabulated in Table VII in the
column headed Local Density Model (1). Results with
k1=ko are presented under the heading Local Density
Model (2), and it can be seen that this choice of &,
yields better results near «o, but poorer results for the
tail, as one would have expected.] Again the local
density model predicts the shape of the tail correctly,
but it yields results only about half as large as those
obtained from the machine calculation in this region.

6. POSITIVE ENERGIES

Results obtained for positive energies have been
compared with the optical model. For high densities
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TastrE IX. Integrated density of states at positive energies, e=10.

Machine Optical

x/xo results (%) model (%)
T 17.4 17.4
2 24.9 24.6
47 43.1 42.4
6 62.8 61.7
8r 82.6 81.3
107 101.8 101.0
20 203.9 200.6

TaBLE X. Integrated density of states at positive energies, e=0.5.

Machine Optical
/Ko results (%) model (%)
0 60.7 63.7
0.71 75.2 78.0
1.00 88.4 90.0

the optical model is even more satisfactory at positive
energies than it is at negative (see Table IX, which
presents results for e=10).

Indeed, satisfactory agreement is obtained even for
e as low as 1 (Table X). However, since the fraction
having energies less than zero is 77!(2/€)} on the
optical model, it is clear that this model must fail as
¢—0, since the fraction actually can never exceed
unity. On the other hand, for sufficiently high energies
perturbation theory shows that the optical model must
be correct. Both these effects can be discerned in the
results for e=% and e= 1%, which are presented in Tables
XI and XII. It might be remarked that even for
positive energies a correct treatment near zero energy
for low densities is not easily obtained from ordinary
perturbation theory.

7. SUMMARY

The primary conclusion to be drawn from this work
is that the pair theory at low densities and the optical

TaBLE XI. Integrated density of states at
positive energies, e=0.25.

Machine Optical
/Ko results (%) model (%)
0 76.8 90.0
0.20 79.0 93.6
0.35 89.4 100.0
0.50 100.6 110.0
0.71 120.0 117.6
1.00 152.8 155.9

TasLE XII. Integrated density of states at
positive energies, e=0.1.

Machine Optical
&/Ko results (%) model (%)
0 89.2 142
0.057 104.4 150
0.107r 144.2 174
0.157 188.8 206.8
0.207 234.2 2441
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model at high densities give a surprisingly good picture
of the density of states in spite of the considerable over-
simplification that each involves. The pair model is
quantitatively correct in the wings and has the correct
type of singularity at the center. The errors in the pair
theory occur near the center, where contributions from
distant atoms can be expected to be important. For
energies greater than that of the band edge of the optical
model, the latter theory is in good agreement with the
high density machine results. The presence of a tail
below the band edge can be ascribed to fluctuations
neglected in the optical model. The local density
model represents a crude attempt at taking these
fluctuations into account and it succeeds in giving a
qualitatively correct picture of the tail.

The only presently published general theory of
impurity bands that may be compared with our
results is that due to Aigrain.’® Since Aigrain calculates
his density of states from a dispersion relation E= E(%’)
his theory is optical in nature with the usual disad-
vantages: (1) it is valid only at high density; (2) it
omits fluctuation effects and produces no tail. Our
dispersion relation is, in a sense, exact® and yields
good agreement with the machine results above the
band edge. The correctness of Aigrain’s theory may
then be assessed by comparing his dispersion relation
with ours, Eq. (4.4). To obtain comparable results, we
must apply Aigrain’s procedure to our one-dimensional
problem. For his atomic orbital we use exp(—«|x|)
rather than the isolated orbital exp(—xo|x|). With
this significant improvement (since « differs appreciably
from ko near the band edge) we obtain the dispersion
relation

(k/k0)?= —2m2e[y+In(1—y) ]+ 2¢, (7.1)

where y="F%'/mn. For large ¢ and negative energies Eq.
(7.1) can be expanded in powers of y and the dominant
term agrees with our dispersion relation, Eq. (4.4). For
positive energies erroneous results are obtained.

Improving agreement with machine results at high
densities requires a more adequate description of the
tail. A more systematic treatment of the tail than that
given by the local density model can be based on a
multiple-scattering approach including fluctuations.
This multiple-scattering treatment will be presented in
a future publication.®
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APPENDIX A

The multiple-scattering equations can be obtained
by specializing the general multiple-scattering equations
(3.7) and (3.8) of the review article by Lax to the

10 P, Aigrain, Physica 20, 978 (1954).

1 M. Lax, Revs. Modern Phys. 23, 287 (1951), and Phys. Rev.
85, 621 (1952).
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case of one dimension and delta function potentials.
Since these general equations were presented without
proof we shall present a simple proof for the special
case at hand.

By making use of the fact that the operator
[d*/dx*—k*} can be represented by the Green’s
function'? (2k)~! exp(—«|x—2’]), Eq. (2.3) can be re-
written in the form

V()= () + (ko/s)

X f exp(—k|o—a/|) X 8('—wp(x)dx, (A1)

or
Y(@)=o@)+2; (ko/k) exp(—«|a—w;| W (x;), (A2)

= o(x)+2, Li(x), (A3)

where ¢(#) is the external incident wave (if any), and
Lj(x)= (o/x) exp(—k|z—a;| )Y (x;),  (A4)
=exp(—«|a—a;])L;(x;), (AS)

is the field emitted from scatterer j.
The effective field ¥ on scatterer ¢ differs from the
total field by the field emitted by 4,

¥i() =9() — L. (@), (A6)
or
V@)= o@H+T L), (A7)

Equation (A3), evaluated at x=ux; with L;(x,) trans-

posed, is
(s = (ko/i)p (a00) = (), (A8)
" ¥ (ws) =9 (a)+ (k/ko— 1) (). (A9)
Comparing with (A6), we find that
Li(ws)= (x/ko— 1) (), (A10)
or in view of (AS), changing 4 to 5:
Li(x)= (x/ko— 1)  exp(—k|a—a;[ )i(x;), (A11)

=A(|ao—x;| i (x;).

Relation (A11) between the field incident on j and the
field emitted by j could also have been obtained by
solving a problem involving only one scatterer.

If we set x=x, in (A7) and use (A11), we obtain an
equation for the effective fields:

Yi(ay)= ‘P(xi)‘}‘é' Ay (x5), (A12)
where 4;;=A(|x;—x;|), and from (A3)
Y@ =e@)+2; A(|a—x;| Wi(x), (A13)

2 See P. M. Morse and H. Feshbach, Methods of Theoretical
Physics (McGraw-Hill Book Company, Inc., New York, 1953),
p- 1071, with k= —ik.
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where
A(|x])= (k/xo—1)"" exp(—«|2]). (A14)

Equation (AiZ), with ¢i(x;) written for brevity as c;,
reduces to Eq. (3.1) of the text if we set ¢(x)=0. This
choice corresponds to a ‘“‘self-sustained” solution.

APPENDIX B

The distribution of the variable
F=3.;exp(—«i|ai—x;])

can be computed by using techniques developed for
problems in random noise. Rice!?® gives the following
formula:

1 p~ o
P(F)=:2—f exp[ —iFu—l—nf (ei“f‘“”)——l)dxldu,
us

where f(x)=exp(—«i|x]).

This equation can be transformed to an integral
equation by the following procedure, which was suggested
to us by Pollak and Gilbert.* From Eq. (B1), we have

nif(y) P(F— f(y))
=~1— i e iFu exp[nfoo (e @) — l)dx]

277' —® —0

Xew W inf(y)du, (B2)

so that

i f FO)PE=f(y))dy

=_1_ ) due—ivF i{exp[nfw (et @) — 1)dx] ‘ (B3)

2 VJ_p du e

Integrated by parts; the result on the right-hand side
is then recognized as ¢FP(F). Thus

n[ fPE—foDiy=FP@®). (B
For f(y)=e¢xlvl we thain the simple result
[here x=F— f(y)],
2 F
FP(F)=— f P(x)dx, (BS)

185, O. Rice, Bell System Tech. J. 23, 282 (1944) and 24, 46
(1945). Reprinted in Noise and Stochastic Processes, edited by
N. Wax (Dover Publications, New York, 1954), p. 133.

U E, Gilbert and H. Pollak (private communication).
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Fic. 8. The distribution P(F) of F=X;e *¥l%! for points wx;
distributed randomly on a line with density #, plotted for the
case n/k1=1.

if F>1and

2 F
FP(F)=— f Plx)ds, (B6)

if 0<F<1. Equations (B5) and (B6) can be rewritten
as differential equations:

1-2% K1

P (F)+—
F

P(F)

— (F)"2uP(F—1), F>1

=0, 0<F<I.

(B7)

It is easily verified that P(F)=CF*/«-1 is a solution

for 0<F<L1. For larger F, one can use the relation
P([F)) 2n pF P(x—1)dx

[Flenm1 g Jip 22

>

P(F) =F(2"/x1)~1{

(B8)

where [F] means the greatest integer contained in F.
Finally, C is determined by the normalization condition

fm P(F)dF=1.

The solution obtained in this way for #/x;=1 is shown
in Fig. 8.

For e>1 a simpler approach is sufficient. In this case
Rice shows that P(F) is Gaussian. From his formulas
one readily finds = 2#n/x;, o*=((F=F)?)y=n/ky. Thus -

P(F) () 2mn)? exp[ — 1 (F—2n/k)¥/ (2n)].  (BY)



