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Relaxation of Positron Momentum Distribution in Metals*
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(Received 26 June 1967)

The time-dependent momentum distribution is calculated for positrons, initially of high energy, in
contact with a low-temperature electron gas. A Boltzmann-equation approach is used; the positrons are
taken to have an effective mass different from the electron mass, as is observed experimentally, and to
interact with the electrons via the screened Coulomb interaction. High-momentum components of the
distribution decay very quickly; therefore, the Boltzmann equation is solved numerically only for momenta
in the thermal range. The distribution function is found to decay with time toward the Maxwe]l-Boltzmann
distribution, while depleting through annihilation. Eftective distribution functions, describing the average
properties of the positrons throughout the relaxation-annihilation process, are computed for various ratios
of lifetime to thermalization time. A prediction is made of the minimum positron energy observable in
annihilation experiments.

I. INTRODUCTION

KCENT experiments of Stewart and Shand, ' of
Stewart, Shand, and Kim, ' and of Kim and

Stewart' have probed the momentum distribution of
positrons annihilating in simple metals at low tempera-
ture. Such an experiment was suggested by Majumdar. 4

These experiments demonstrated that over a range of
temperatures, the positron was able to come into
thermal equilibrium with the electron gas before anni-
hilating, and the analysis showed the positron momen-
tum distribution, if taken to be a Maxwell-Boltzmann
distribution for the sample temperature, to correspond
to a positron eGective mass in the neighborhood of 2
electron masses (from 1.8 for the case of sodium to
2.3 for the case of rubidium). '

Early calculations of positron thermalization time by
Lee-Khiting' suggested that the positron was able to
thermalize in times short compared to the positron
lifetime. However, recent refinement of the calculation
by Carbotte and Arora' showed that thermalization
time increased sharply as temperature lowered, so that,
for low but experimentally realizable temperatures,
thermalization time would become comparable to
lifetime. The temperature at which this behavior was
estimated to occur varied with density. The highest,
for simple metals, was for the case of aluminum, where,
for temperatures in the neighborhood of 100'K, it was
expected that positrons would annihilate before ther-
malization was complete.

Experimental observation of nonthermalized behavior
has been reported by Kim, Stewart, and Carbotte. '

*Research supported by the National Research Council of
Canada.' A. T. Stewart and J. B. Shand, Phys. Rev. Letters 16, 261
(1966).' A. T. Stewart, J. B. Shand, and S. M. Kim, Proc. Phys. Soc.
(London} 88, 1001 (1966).

~ S. M. Kim and A. T. Stewart, Bull. Am. Phys. Soc. 12, 532
(19M).

4 C. K. Majnmdar, Phys. Rev. 140 A237 (1965).' G. E. Lee-Whiting, Phys. Rev. 9, 1157 (1955).' J. P. Carhotte and H. L. Arora, Can. J. Phys. 45, 387 (1967).' S. M. Kim, A. T. Stewart, and J. P. Carbotte, Phys. Rev.
Letters 18, 385 (1967).
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Effects of nonthermalization were seen at temperatures
in the neighborhood of 100'K for sodium and lithium,
and of 30'K for rubidium.

It is the purpose of the present paper to consider, in
more detail than has been previously reported, the
regime in which the positron thermalization time is
comparable to its lifetime. To this end, the positron
momentum distribution is calculated as a function of
time for positrons which lose energy through interaction
with the electron gas. A Soltzmann-equation approach
is used. This equation is solved numerically for the
momentum distribution. The resulting distribution is
found to relax with time toward a Maxwell-Boltzmann
distribution, while depleting itself through annihilation.
Effective momentum distributions are calculated, for
various ratios of lifetime to a characteristic thermaliza-
tion time, (varying with temperature) by suitably
averaging over time. It is found, as predicted by
Carbotte and Arora' and reported by Kim, Stewart,
and Carbotte, ' that positrons annihilate in metals with
a certain minimum energy. The value of this energy is
predicted for the simple metals.

It should be noted that the Boltzmann equation
approach has been used by other authors in the related
problem of analyzing properties of positrons annihilat-
ing in gases. Application has been made to the problem
of positronium formation and to the problem of life-
time' in the presence of electric Gelds. The problem in
metals is simpler than that in gases, erst, because
electric Qelds are not under consideration, and second,
because (for reasons fully discussed in Appendix I)
only positron momenta small compared to the Fermi
momentum need be considered.

In Sec. II of the present paper the Soltzmann equa-
tion for the positron momentum distribution is set up
and reduced to a form suitable for computation. In
Sec. III, the numerical solution is presented as a
universal function of appropriately reduced momentum

W. B. Teutsch and V. W. Hughes, Phys. Rev. 103, 1266
(1956}.

'W. R. Falk, Ph.D. thesis, University of British Columbia,
1965 (unpublished).
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and time variables. A discussion of the results is in
Sec. IV, with a prediction of the minimum energies
observable in annihilation experiments. Two appendices
are included. In the first, it is demonstrated that the
time development of the momentum distribution is
independent of the initial conditions assumed. In the
second, a numerical comparison is made with previous
work.

IL BOLTZMANN EQUATION

Under the assumption that the positron momentum
disI;ribution obeys a Boltzmann equation, the distribu-
tion as a function of time is given by"

—~(y, t) =Z(JV(y; tl)~(II, t)—JV(q; y)~(y, t))
dI

—~(y, t), (1)

where m is the electron mass and m* is the effective
mass of the positron. The functions f+(E) and f (E)
are the usual Fermi functions

f (E)=—(expL (E—Ep)/kgb j+I )
—',

f'(E)=&-f (E),
(4)

which ensure that the electron scatters from a ulled
state to an empty state. Ep is the Fermi energy, k~ the
Boltzmann constant, and 0 the absolute temperature.

In the present calculation, only momentum transfer
b, (y—y') small compared to the Fermi momentum will
contribute significantly to the thermalization time.
Likewise, the energy transfer in a sirigle scattering wiH

be small compared to the Fermi energy. " For these
reasons, it will be sufhcient to have the matrix elements
of the screened potential in the long-mavelength, static
limit. Therefore'

where rs(y, t)dspdt is the probability that, between time
t and t+dt, a positron will be found having momentum

ky in d'p. The time rg is the lifetime of the positron
against annihilatiion, assumed independent of momen-
tum (for the low momenta considered in the present
investigation). The function„:W(y; y) is the transition
probability per unit time for scattering of the positron
from state y to state y'. The sum on q runs over all
states of the positron. Assuming, as is customary, s' "
that the positron is scattered through interaction with

the electron gas via the screened Coulomb interaction,
it mill be adequate to calculate this transition probabil-

ity in Born approximation. The expression for 8'(y'; y)
is, therefore, "

4x
+'(y';y) =—2 I (k+y —y', y'I vlk, y) I'

(k+y —y'I VIk, y)= s' ea o/Vk&

m'ill be used, where ao is the Bohr radius, V the volume
of the crystal, and Itgk+ is the Fermi momentum.

The distribution function rs{y,t) can be written in
the form

N(y, t) =exp( t/rg) f—(y, t) .

The function f(y, t) can be shown by substitution to
satisfy an equation hke Eq. (1) without the annihilation
term —rs(y, t)/rg. Using an obvious relabelling of
momenta with the results of Eqs. (2), (3), and (5), the
equation satisfied by f(y, t) can be written

—f{y,t)

X~(E'(k+ y—y')+E'(y') —E'(k) —E"(y))

&f'(E'(k+y —y'))f (E'(k)), (2)

where the sum runs over all electron states, labelled by
Iw. . The matrix element required is that of the screened

Coulomb interaction between an 1Mtlal state %'hlch has

a positron of momentum tIg g with an electron of momen-

tum Ak and a final state which has a positron of momen-

tum fiy' with an electron of momentum A(k+y —y'),
The energies E'(k) and Eo(y) are electron and positron

energies, respectively, and are taken to be

E (k) =ask'/2m

E"{y)=1)'p'/2rrs*,

rs R. F. peirerls, Qrsoltura Theory of Sotlts (Clarendon press,
Oxford, England, 1955), p. 127.

» S. Kahana, Phys. kev. 117, 123 (1960); 129, 1622 (1963);
J. P. Carbotte and S. Kahana, ibid. 139, A213 {1965).

~ A. Messiah, QNanfum 3fechclms Qohn %iley k Sons. , Inc. ,
New York, 1965) Vol. II, p. 736.

=( ' '/ ' ')ZE ( '(+ —)+ "()
—E'{k)—E"(y)u'«'{kIu «'{k+y—.))

&&if(tl, t) —eR (LE"(y)—E"(q)]/& 0}f(y,t)), (7)

where advantage of the 8-function has been taken to
rearrange the Fermi functions slightly. The time-
independent solution of Eq. (7) is evidently the
Maxwell-Boltzmann (MB) distribution

f (y)=~ «pI:—&"(y)/& gj,

where st is a normalizing constant.

'3 These matters are discussed in detail by Carbotte and. Arora
{Ref.6). The rate of .energy loss by the positron is found to be
extremely fast until the positron comes near thermal energies,
so that, e6'ectively, the whole thermalization time is determined
by what happens at thermal energies.
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The sums on k and q are converted to integrals plane of k produces the result

according to the recipe
d'k( /k')8[(q —y) [k —y(m*+m)/2m*

Q -+ d'k.
(27r)'

(9)

The integration on k can be performed directly, since it
involves only known functions. The 8 function on

energies can be written in terms of momenta as

8(E'(k+» —y)+E"(q) —E'(k) —E"(y))
= (m/t't')&{ (q —y) [k—y(m*+m)/2m*

+q(m* —m) 2m*]}. (10)

This 8 function confines k to a plane perpendicular to
q —y. The integration of the Fermi functions over this

+ q(m* —m)/2m~]} f+(E'(k))f (E'(k+ q —y))
= (~m'/m*6') [(q'—p')/ I q —

y I ]
X{1—exp[(p' —q')/2m*ke8]}-', (11)

where terms proportional to exp( —Eq/ks8) have been
neglected.

The integral on angles of q, assuming f(q,0) isotropic,
gives the mell-known result

daaI q yI —'=4~/p, q(p
=4m/q, q) p. (12)

The final result is an equation for f(y, t) requiring
integration only over the magnitude of q, namely,

d y—f(y, t) = (7rme'ao'/Sm*AEi )—
dt 0

q'(p' —q') {1—exp[(q' —p')/2m*k&8]} '{exp[(q2 —pm)/2m*k&8]f (q, t) —f(y, t) }dq

+ q(q' —p'){1—exp[(p' q')/2m*k&8]} '{f(q, t) —exp[(p' —q')/2m*k&8]f(y, t)}dq. (13)

III. COMPUTATION OF DISTRIBUTION
FUNCTIONS

P=P/Po Q= q/P T= tlto, (14)
with

t'tp, = (2m'ks8)'t' to =2AEi m/em*(ks8)'. (15)

The function F(P,T) of the reduced variables is deiined
by

(16)F(P/Po tlt ) = (P/Po)'f(y t),

and satisfies the equation

F(P,T)=P—
dt

(P'—Q')[1—exp(Q2 —P')] '

X [em(e' —P') F(Q, T)—O'F (P,T)/P']dQ

+ (Q' —P') [1—exp(P' —Q']—'

X [PF(Q,T)/e —e%(P'—e')

XQF(P,T)/P]dQ . (17)

Evidently, the time-independent solution of Eq. (17)
is the MB distribution (normalized to 1)

For convenience, the dimensionless reduced variables
P, Q, and T are defined, where

Given a start:ing distribution F(P,O), Eq. (17) deter-
mines a universal function F(P,T) of the reduced
variables, which relaxes toward the function FMa(P).

In a physical case, the positrons start from some
initial distribution f(y,O), depending on the properties
of the P-decay source used, but independent of sample
temperature. Since the momentum unit po depends on
sample temperature however, the starting distribution
F(P,O) should vary with sample temperature. Never-
theless, it is shown in Appendix A that all starting
distributions relax, in times negligible compared to
thermalization times, to a standard function F(P,T).
Therefore, it is unnecessary to use different starting
distributions for different temperatures. Moreover, it is
not necessary to know the correct starting distribution,
since all distributions give the same behavior.

Therefore, for practical purposes, Eq. (17) deter-
mines a single universal function of the reduced
variables E and T, useful for all temperatures which are
low compared to the Fermi temperature.

To find the function F(P,T), Eq. (17) was inte-
grated numerically, using the IBM 7040 computer at
McMaster University. Various starting distributions
were used in order to check the universality of the
function, as discussed in Appendix A. The mesh chosen
for momentum integration took P' from the values 0 to
8 in steps of 0.2. Time was advanced in increasing steps,
according to the formula

FM a (P) = (4/Qm-) P' exp (—P') . T2" ~ t1/00; 0g= 1, 2, , 94. (19)
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The end point 94 was chosen since, at this time, the
distribution function was found to be only negligibly
diferent from the MB distribution. The size of the
time steps was chosen empirically to assure that the
change of F(P,T) in each time step would be small.

Results for F(P,T) are shown in Fig. 1, for a
starting distribution

F(P,O) =r)IP', P(7.8
=0, I'&7.8

(rtr is a normalizing factor). The function F(P,T) has
been plotted for reduced times from 0.002 to 2.048.
(Every eighth computed curve has been plotted. ) The
last curve is for time 3.158, at which time F(P,T) is not
distinguishable from the MB distribution, to the scale
of the drawing. The time development of F(P,T) is
readily apparent from the 6gure.

Effective distribution functions, suitably averaged
over time, have also been computed. For a given reduced
positron lifetime T~, dehned by

T~=r~/to, (21)

the effective distribution function can be dined
as the time average of F(P,T) weighted by the factor
cxp(—T/Tg) (wlllcll gives 'tile depletion of tile dlstrlbu-
tion through annihilation). The result is

ranging from 0.160 to 10.24 are plotted in Fig. 2. For
the largest reduced lifetime plotted, 10.24, Fx(P;T~) is
efFectively the Boltzmann distribution (except for a
small tail at high momenta rejecting the early history
of the positron). For reduced lifetimes comparable to or
smaller than 1, Fs(P;T~) can be seen to differ signif-
icantly from the Boltzmann distribution.

For a given metal at a given absolute temperature the
appropriate T~, and therefore the corresponding effec-
tive distribution of Fig. 2, can be determined from
Eqs. (21) and (15).The result is

with
T~= (f)/~)', (23)

r = (2mkgp/7rfII'ksrg) u' (24)

where ep ls thc FelQll temperature. Values of 0, foI' the
simple metals are given in Table I.

First and second moments of the distributions have
also been computed. For the time-dependent distribu-
tion F(P,T), these moments give, respectively, the

Fs(P; Tg)=(1/Tg) F(P,T)exp( T//Tg)dT, —(22)

wlllcll ls normalized to 1 If F(P,T) Is normahzed. Fol'

purposes of analysis of experiments, the positron can
be taken to annihilate from the momentum distribution

Fs(P; Tg).
The functions FE(P; T~) were found for various values

of Tz by numerically integrating according to Eq. (22),
up to the time 3.158. A fraction exp( —3.158/T~) of
the Boltzmann distribution was added to this result to
complete the integral of Eq. (22). The resulting func-
tions Fs(P; T~) for a number of reduced lifetimes T~

p,@sfMAXNELI. -SOLTXNNNN blSTRISUTION )

I I I I I

REDUCED MOMENTUM P

IIG. k. The positron momentum distribution Ii(E,T) as a
function of reduced momentum P, for various reduced times T.
(Curves are labeled by values of the reduced time. ) The curve for
T=3.158 Is zndlstxnguzshable from the Maxwell-8oltzmann
distribution, on the scale of the diagram. Eight curves are com-
puted for every one plotted here.

I I I I

REDUCED MOMENTUM P

FIG. 2. The effective positron momentum distribution FE-
(I'; Tg) for various values of the reduced lifetime T~. Conversion
of Tg to temperature for various metals is given by Kq. (23}
with Table I.

average momentum and energy of the positron as
functions of time. Using the CGective distributions
Fx(P; T~), these moments predict the momentum and
energy to be observed in annihilation experiments for
various values of Tg —that is, for various values of the
absolute temperature 8 as given by Eq. (23) with
Table I.

IV. DISCUSSION

The distribution functions calculated in the present
paper are expected, using observed values of the effec-
tive mass and posltlon llfctllIlc, to fit the temperature-
dependent behavior observed for two-quantum angular
correlation data near the Fermi momentum. '" The
positron momentum distribution is found to relax to
the MB distribution in a few units of reduced time.
The time unit ts defined in Eq. (14) can therefore be
thought of, roughly, as a thermalization time. For low
temperatures, this time can become comparable tp or
larger than the positron lifetime rg. (In terms of
reduced lifetime: T~ can become of order 1 or smaller. )
At such temperatures, the positrons annihilate from an
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effective distribution which is broader than the MB
distribution appropriate to the sample temperature;
signi6cant eRects of nonthermalization can, therefore,
be expected.

The numerical results of this work can be compared to
the results of Carbotte and Arora. ' Because this compar-
ison is somewhat complicated, it is reserved to Appendix
B.

The minimum observable positron energy can readily
be calculated, using the effective positron distribution.
The positron energy is simply related to the second
moment of the eRective distribution, by

oo Qspt

Fg(P; T~)dP
p 2m

a
O
R

40
O
0

CP

o~ t

0
TKI4PKRATURK 8

P'Fs(P Tg)dP (25)

When Fg (P;T~) approaches the MB distribution

Tax.z I. Values of the parameter n which relates the reduced
positron lifetime 1'A and the absolute temperature 8 according to
Eq. (23). Values of the Fermi temperature 8z and the lifetime of
the positron against annihilation rA are taken from Ref. 4; the
effective masses are from Ref. 3.

Metal

Cs
Rb
K
Na
Li
Al

eg
(104 'K)

1.80
2.09
2.39
3.70
5.49

13.5

1/7A
(10%ec)

2.4
2.45
2.55
3.0
3.5
5.0

(2 5)s
3.2
2.1
1.8
1.8

(1.8).

('K)

9.15
10.4
11.8
17.3
12.7
42.6

a Experimental values of the effective mass are not available; the values
used are estimates.

—-',kg8.
TA»1

For values of T~ comparable to or smaller than j., on
the other hand, the energy can be computed using
Eq. (25). )The value of T& is given in terms of 0 by
Eq. (23) and Table I.j The results are plotted on Fig. 3.
For purposes of comparison with the results of Stewart
and his collaborators" ~ positron energy is given in
terms of "eRective positron temperature" Hg. This
temperature is introduced naturally in Gtting experi-
mental curves in cases where thermalization is complete
before anninilation. In this fitting, the momentum
distribution is taken to be a MB distribution for
positrons of mass m (rather than rs,*) and effective
temperature HE. Since the MB distribution depends on
the product of mass and temperature, the eRective
positron temperature is given by

(Tz))1), the average positron energy approaches the
value

(26)

FIG. 3. The positron energy observed in annihilation experi-
ments, expressed as an effective temperature 8~, as a function of
sample temperature. The values of the unit n for the simple
metals are given in Table I.This curve is analogous to the experi-
mental curves plotted in Ref. 7. Note that the slope of the dashed
line, which would give the positron effective temperature if
positrons vrere able to thermalize, is m~/m.

in the case where thermalization is complete. In terms
of the positron energy, therefore, it can be seen by
comparison with Eq. (26) and Eq. (20) that

8g ——s(m*/m)8 PsFs(P; T~)dP.
0

(28)

TABLE II. A comparison of the predicted and measured values
of the minimum effective temperature Og. Experimental values are
those reported by Kim, Stewart, and Carbotte in Ref. 7.

Metal

Cs
Rb
K
Na
Ll
Al

Minimum e~
predicted ('K)

(36 0)a
37.5
39.2
49.0
64.3

(121)»

Minimum Hg
measured ('K)

~ ~ ~

~60
~100

160m 50
~200

The units of Fig. 3 are given in terms of the quantity
o. listed, for various metals, in Table I.

The positron can be seen from Fig. 3 to annihilate
with a certain minimum eRective temperature. The
predicted values of this quantity are compared with
the measured values in Table II.While the experimental
values are expected to be rough, there is a systematic
disagreement between them and the theoretical values
which is outside the range of reported experimental
error, and may be signihcant. The question of whether
a real discrepancy exists must await further experi-
mentation, as well as further theoretical development. .

It might be expected that a likely source of error in
the treatment of experiment would be the use of a
M-3 distribution (for an effective positron temperature

gs -. (m*/m)0
+A» 1

(27) a Unknown effective masses have been estimated to produce these results.
See Table I.
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shown in Fig. 5. The result is that all distributions agree
within 10'%%uo for all mesh points at reduced times
T&0.064, and that agreement is essentially complete
at 0.128 time units. The time development of two
distributions which are the same except for a scaling
factor on the P axis was also investigated. (This
corresponds to using the same distribution f(p,O) with
two diferent sample temperatures, which wouM be
expected physically to be the right procedure. ) The
results are plotted in Fig. 6. Evidently, agreement is
reached here as quickly as in the cases plotted in Fig. 5.

The conclusion is that the nature of the starting
distribution does not significantly affect the results
reported.

APPENDIX 8

FrG. 6. The time development from two starting distributions of
different extension along the P axis. Use of these different distribu-
tions would be appropriate for two temperatures 81 and 82 whose
ratio was e~/Hs =0.63. After 0.064 time units (thermalization time
is about 2 time units) the difference between the two distributions
is within 10 jo at all mesh points.

phase space available for the positron scattering is
different from that. given in Eq. (11). However, for
P&)1, the logarithmic derivative of F(P,T) will mono-
tonically increase with P Lthough not necessarily so
fast as Eq. (17) wouM predictj. It is therefore possible
to consider momenta near P=8, when Eq. (17) is
valid, in order to put an upper limit on decay time for
the distribution for all higher momenta. For I' 8, the
thermal factors in Eq. (17) ensure that the scattering-in
term will make no contribution to (d/dt)F(P, T). Equa-
tion (17) then reduces to the form

P

F(P,T) -=——— Q'(P' Q')dQF (P,T—)P»I I
= —(2P4/15)F(P, T) . (A1)

This equation can be integrated directly to give

Comparison of the present results with those of Lee-
Whiting5 and of Carbotte and Arora is not completely
straightforward. These authors calculate thermaliza-
tion times according to the following prescription: at
any time, the positron is imagined to be in a single,
well-defined momentum state. The rate of energy loss
for the positron in contact with a zero-temperature
electron gas is then calculated from the transition proba-
bility. The positron is then taken to lose energy at
the calculated rate, successively passing through well-
defined states until it reaches thermal energies. The rate
of change of energy, calculated as described, is

d 4m.—E"(p) =—2 ~(q; p)(E'(q) —E"(p)), (81)

when the transition probability W(q; p) and the
positron energies are defined in Sec. II, but taken in the
zero-temperature limit (so that Fermi functions are
replaced by step functions). Using the assumptions of
Sec. II, the sum on q can be readily performed. The
result is

F(P,T) - F(P,O)exp( —2P4T/15). (A2)
Ec~ —(8/105) (7rm—*/2m b——Er )Eo„',

dt
(82)

This dependence can easily be checked in the numerical
results for I'=7, for example. For momenta of 8 or
higher, the coeKcient of T in the exponent of Eq. (A2)
is greater than 546. The characteristic time for decay
of the function for such momenta is therefore smaller
than 0.00j.8 time units; comparable to the smallest time
steps considered in the present work. Therefore, it is
justified to use a starting distribution con6ned to
momenta smaller than 8.

However, the shape of the distribution, while known
to be confined, is not known for the earliest times, and
results might be expected to depend on the details of
this shape. In order to answer this question, F(P,T) was
computed for a selection of different initial distributions.
The time development of three different distributions is

where Ez& has been written for the positron energy
calculated in this manner. The Eq. (82) can be directly
integrated to give

Ea~' (105/16) (2tsEpm——/w )m/t. (83)

This result agrees with the prediction of Carbotte and
Arora' (generalized to take account of the positron
effective mass). The dependence indicated by Eq. (83)
is plotted as a dashed line on Fig. 7.

However, the energy-loss process for the positron is
inherently statistical. Properly, therefore, it should be
imagined t,hat the initial positron state decays (with
probability given by the Fermi golden rule) into a
number of possible states. The energy of the positron
should then be evaluated as an average over all states.
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therefore sheds light on the assumption that the
positron's energy can be calculated as though it were
always in a single state: that assumption overestimutes

the coefficient of the E'-versus-1/T curve by a factor
2.70, thereby Nnderestimutieg the rate at which energy
is lost.

For purposes of comparison, it is instructive to
compute the value A would have if F(P,T) were at all
times a MB distribution corresponding to some temper-
ature 8' higher than the sample temperature 8. In this
case

F(P T) = (4/+sr) (8/()')"'P' exp (—P'8/0')

yielding
A =5X (-,') =3.889. (812)

If it were true, therefore, that the positron distribution
was a M-3 distribution for an effective temperature
varying with time, the factor of disagreement between
the present calculation and the calculation of Carbotte
and Arora would increase.

The basis of the surprisingly large disagreement as
to the value of the factor A in diGerent distributions is
the fact that A depends on the sixth moment of the
distribution. It shouM be emphasized, however, that
effective temperatures are estimated by setting E(T&)
= ~3k8. The estimated temperature therefore depends on
the square root of the coefEcient A. The factor of
disagreement in the effective temperature is therefore
g(2.70) = 1.64. This factor is roughly compensated for
by the eGective-mass factor, so that the present
predictions are close to those of Carbotte and Arora.
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Modifications to the Orthogonalized-Plane-Wave Method for Use in
Transition Metals: Electronic Band Structure of Niobium*
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Modifications to the orthogonalized-plane-wave (OPW) method are employed to facilitate its application
to transition metals. The procedure is to augment the basis set of OPW's by including functions which vanish
in the interstitial regions of the crystal but represent well the outer core functions and the d-band states
near the nuclei. The bands are found to converge at a rate approximately the same as for the unmodified
OPW method in semiconductors. The method is applied to calculate the conduction electron bands of
niobium, along principal symmetry directions, to a convergence of about 0.01 Ry. The resulting band
structure is very similar to previous augmented-plane-wave calculations for other bcc transition metals.

1. INTRODUCTION
' 'HIS paper presents a method for calculating the

electronic band structures of transition metals,
based on modi6cations to the orthogonalized-plane-wave
method. The modified method is applied to the transi-
tion metal niobium, for which convergence of the bands
to about 0.0j. Ry is obtained.

DB5culties in applying the OPW method to transi-
tion metals arise from: (1) the slow convergence for
d-like conduction states'; and (2) the fact that the
outermost s and p core states' are not completely

*Based on a thesis submitted by R. A. D. in partial fulfilment
of the requirements for the Ph.D. degree. This work was financially
supported in part by the National Research Council of Canada.

f Present address: Cavendish Laboratory, University of
Cambridge, Free School Lane, Cambridge, England.

f Dr. Twose died on April 5 196/.' Herman found that, for the rss (d-like) state in diamond, a
16th order reduced secular equation (296 OPW's) was required
to give the energy to within a few percent of convergence: F.
Herman, Phys. Rev. 93, 1214 (1954).' Throughout this paper the term core states is used to designate

localized but form bands of nonzero width. Problem (1)
occurs because the wave function of a d state is not well
represented by the 3=2 component of a plane wave,
even if the latter has been orthogonalized to a core level
of d character. Problem (2) prevents orthogonalization
of the plane waves to the outer core levels in the usual
manner.

Following a suggestion by Herring, ' which was later
used by Callaway, 4 the d-band convergence is improved
by adding to the basis set of OPW's a function which
represents well the behavior of the d conduction band
states in the inner region of the core but which is chosen
to vanish in the interstitial regions. Similar cutoff (CO)
functions are added to the basis set to represent the
behavior of the outer core s and p-wave fun-ctions,
while the plane waves are orthogonalized to only those

the corelike eigenfunctions of the one-electron conduction band
crystal Hamiltonian.

~ C. Herring, Phys. Rev. 57y 1169 (1940).
e J. Callaway, Phys. Rev. 97, 933 (1955);99, 5OO (1955).


