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A theory of positron annihilation applicable to real metals is developed. It is based on a band model for a
solid and the ladder approximation for the electron-positron Green’s function. The Block character of the
positron as well as the conduction-band single-particle wave functions are included. The core electrons are
treated within the tight-binding approximation. Throughout, the effect of the direct Coulomb coupling be-
tween the annihilating pair is stressed. The general formulas are then used to derive a theory of core annihila-
tion. In the course of the derivation it was necessary to make a number of simplifying assumptions which
restrict the theory to simple metals. We find that the contribution to the partial annihilation rate R[p]
coming from a core electron is proportional to the square of the sum of two terms: the usual pth Fourier
component of the product of the positron and core function plus another term accounting for the polarization
of the ion core by the positron. After studying core annihilation in detail using an idealized model for the
unoccupied electron Bloch states in sodium, we conclude that the second term is just as important as the
first, although it has never been included in past treatments of this problem. Unfortunately our model is too
crude to give quantitative results. An accurate calculation of core annihilation is very much more difficult
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than the corresponding computation of annihilation in a conduction-electron gas.

1. INTRODUCTION

T has been known for sometime now! that to even
begin understanding the observed lifetimes of posi-
trons annihilating in simple metals it is essential to take
into account very carefully the Coulomb force between
the annihilating electron-positron pair. This coupling
leads to a large enhancement of the electronic density
at the positron which is the quantity that essentially
determines the total annihilation rate. On the other
hand, for a number of simple metals, the main features
of the two-photon angular-correlation curves can be
understood reasonably well on the basis of a Sommerfeld
model. This arises because the annihilation cross sec-
tions, although considerably increased by the positron
force, are not very sensitive to the velocity of incidence
of the electron partner. However, even for sodium, long
and rather broad tails still remain, extending consider-
ably beyond the natural Fermi momentum cutoff which
necessarily enters an electron-gas theory.? These tails
must come entirely from the existence of the crystal
lattice and it is the purpose of this paper to develop a
theory which includes lattice effects.

To understand the general viewpoint on which our
whole approach rests, it is necessary to give a brief
account of our present understanding of positron annihi-
lation in an interacting electron gas. The work of K-II
was based on the ladder approximation for the electron-
positron propagator as well as a static limit for the
dynamic effective potential in the random-phase ap-
proximation. No attempt was made to include further
correlations. This left the analysis open to criticism
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since the question of possible corrections to the ladder
graphs was left unanswered.? The choice of a static limit
is also a nontrivial matter because the total rates are
quite sensitive to the form of the screened potential.*
These problems were recently studied in Ref. 2.

By making an estimate of all the lower order graphs
in the complete perturbation expansion for the electron-
positron Green’s function, it was concluded that the
ladder approximation is indeed much more exact than
might have been expected. This occurs not only because
the remaining Feynman graphs involving electron-
positron interaction lines lead to small corrections, but
also because cancellations arise between them.

This work further served to clarify both the use of the
static approximation to the dynamic potential, and the
way in which self-energy processes are to be incorporated
in the general theory. Provided one introduces a plasmon
correction, it was shown that retaining only the zeroth
frequency component in the effective potential is quite
appropriate since this has much the same effect on the
two photon counting rate as including self-energy cor-
rections.® These results are of practical value to us in
the present discussion since they indicate clearly that
the ladder approximation with static potential can be
used with confidence in generalizing the theory to
include lattice corrections.

Another result (which to some extent is a question of
principle) to come out of the analysis of CK is perhaps
even more important. It was shown that the positron
can introduce quite subtle distortions in the electronic
configuration. For instance, the angular correlation
curve arrived at in CK bears little resemblance in detail

3 These difficulties with the ladder approximation were empha-
sized particularly by B. Bergersen in a Brandeis University Ph.D.
dissertation, 1964 (unpublished).

4S. Kahana, Phys. Rev. 117, 123 (1960) and Ref. (1).

§ Strictly speaking this result was established only within the
Born approximation. The -arguments presented there, however,
are expected to go through in much the same way for hxgher order
contributions, although these are smaller and less important.
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to that determined on the basis of the momentum dis-
tribution of the quasiparticles in an interacting electron
gas. This result casts doubt on the usual interpretation
of the data for the counting rate using a simplified model
where one ignores the positron polarization of the sur-
roundings. While this point of view has undoubtedly a
good deal of validity and has been useful in the past in
understanding these measurements’— we cannot expect
it to be correct in detail. A fundamental interpretation
of the data requires treating the positron Coulomb field
as an essential feature of the problem.

In this paper an attempt is made to include the lattice
within the framework of the ladder approximation. This
involves, in some way, two distinct generalizations of
the usual formalism. First, the ion lattice potential
introduces higher momentum components in the con-
duction-electron single-particle wave function. Second,
core annihilation is now a possibility. Both these effects
introduce tails in the counting rate. However, for a
metal like sodium we expect the latter to be by far the
more important and for this reason we soon specialize
to the case of core annihilation although our formulas
initially refer to both conduction and core electrons.

In Sec. 2 we define the zeroth-order propagators from
which the general perturbation series for the electron-
positron correlation function can be constructed. Our
basic approximation is then specified. Sec. 3 contains
mostly formal algebraic manipulations. We show how
the Green’s-function expression for the partial annihi-
lation rate R[p] can be rewritten as the square of a
generalized Bethe-Goldstone-typeamplitude whichmust,
however, first be weighted by an appropriate overlap
integral of an electron and a positron single-particle
Bloch state. In this form the expressions are still quite
unmanageable if one is interested in making a practical
calculation. In this sense the work so far has been
purely formal.

In Sec. 4 we use our general formula to derive a
theory of core annihilation which is the main concern
of this paper. To make any progress, a number of
approximations are necessary, but these are of little
consequence. They restrict us to systems with small
cores and for which the conduction single-particle Bloch
functions do not differ very much from plane waves. In
this way we find that the contribution to R[p] from a
core electron in a state ¢eore can be written as the square
of the sum of two distinct terms. The first is the pth
Fourier component of the familiar core electron-positron
product wave function. The second involves matrix
elements which describe virtual transitions of the core
electrons to unoccupied conduction states. The evalua-
tion of these matrix elements is difficult and a complete
numerical calculation is not attempted. Instead, a

6 S. Berko and J. S. Plaskett, Phys. Rev. 112, 1877 (1958).

? E. Daniel, J. Phys. Chem. Sohds6 205 (19 8).

8P. R. Wallace in Solid State Physzcs edited by F. Seitz and
D. Turnbull (Academlc Press Inc., New York, 1960), Vol. 10, p

9 K. L. Rose and S. De Benedettl Phys. Rev 138, A927 (1965)
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simplified model is studied in the hope of getting some
understanding of the physics of the problem. This is the
subject of Sec. 5. The computations are presented for
sodium since it is for this metal that the theory is
expected to apply best. Because the model used for the
conduction states is quite crude even in this simple case,
the calculation is only preliminary. It is nevertheless
useful since the simple physical picture that evolves is
certainly qualitatively correct. In Sec. 6 we present a
discussion of the results obtained and draw conclusions.

2. FORMAL PRELIMINARIES

We begin with the expression for the partial annihi-
lation rate R[p] as the pth Fourier component of an
appropriate contraction of the electron-positron Green’s
function

(=2)°A

R[p]= / Bxddye= i NG (2,55 yTyt). (2.1)

The notation is as in CK. This is a perfectly general
expression for R[p] provided the particles involved are
of low energy, i.e. well within the nonrelativistic regime.
It is important to realize that the complete contrac-
tion (—17)%Gep(x,x; xt,xt) which enters the total rate
R=3", R[p] has a simple physical meaning. It is just
the ground-state expectation value of the product of the
second quantized density operator for the electron and
the positron field. Implied is the assumption that the
electron system is at zero temperature and that the
positron is thermalized before annihilating.

Once an approximation to G.,(x,x’; ¥,y’) is chosen the
problem is completely determined. It was pointed out
in the Introduction that physically the ladder graphs
are expected to give by far the dominant contribution
to R[p]. We should perhaps be a little more specific.
For the conduction electrons all the remaining lower
order Feynman graphs were essentially evaluated in
CK. Admittedly a plane-wave approximation was used
and the Bloch character of the single-particle states
must certainly modify each contribution somewhat;
however, this will not change the fact that any given
term is either small or almost cancels against another.
The core electrons are more problematical since some of
the matrix elements involved in the various perturba-
tion terms will not resemble at all plane-wave matrix
elements. Also the energy denominators will be signifi-
cantly modified. Thus, in this case, the ladder approxi-
mation has not really been justified by a detailed
numerical calculation although the only first-order term
contributing is the first ladder. Nevertheless, this is
certainly a physically reasonable assumption even for
core electrons, since it describes the modifications in the
annihilating electron-positron-pair wave function due to
the direct Coulomb coupling between them. Thus, in the
present discussion, self-energy effects and plasmon cor-
rections will not be treated.
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The integral equation for the sum of the ladders is
Gep(2,%'; 3,5")
=G(x; y)G ('3 v')—1 / dUad*s'u(z; 2 )G (x5 2)

XG (&3 2)Gen(2,553,5),  (2.2)
with u(z; &) =u(z; 2')8(t.—1..), us(z; 2’) being the usual
screened Coulomb force of an electron-gas theory?; i.e.
only the conduction electrons are assumed to take part
significantly in the screening, and in computing their
effect a plane-wave model is used. The functions G.° and
G, are, respectively, the zeroth-order electron and posi-
tron propagators which we will now define. To construct

L(x; 2') we can use the best possible self-consistent
Hartree-Fock Bloch states. They are denoted by Wim(x)
where for a core electron in the (7/) shell with magnetic
quantum number » and crystal momentum s (restricted
to the first Brillouin zone) the Bloch label [m] stands
for [nlms]). For a conduction or higher exicted state the
label [m] is to represent a restricted momentum plus a
band index in a reduced zone scheme, or alternatively
an unrestricted momentum label in an extended zone
scheme. It should be noted at this point that, although
for a large part of the analysis it is not a necessary as-
sumption, we will always have in mind metals with small
relatively stiff cores so that in constructing the corre-
sponding tight-binding states it is reasonable to use the
Hartree-Fock solutions for the free ion. In other words
any distortion of the cores due to their solid-state
surroundings is neglected.

The positron Bloch states denoted by ¢m(x) are to
be solved for, using in each Wigner-Seitz cell as crystal
potential the Hartree field of the rigid ion core, plus the
field of a conduction electron smeared throughout the
volume. The positron propagator is then

G(x; ') = [Z:] D1 (X) Py *(X)

dw
X/ ___e—iw(ta;—fz')Gpo([mJ; w) (2.3)
2T
with

0),“ 0. )
6T )=

m]?—w— 0t

0,°-([m])
EpmP—w+i0"

(2.4)

In (2.4), Em? is the eigenvalue corresponding to the
state ¢m;(x) while 8,%-°-([m]) is a theta function equal
to 1 for all unoccupied states and zero otherwise. The
function 8,°-([m])=1—6,*°-([m]). Since the positron
is assumed thermalized on annihilation 8,°-([m]) is in
fact a delta function Oim;,0. Finally, we will not write
down G(x; «) explicitly since it can essentially be put
in the form (2.3) and (2.4) with ¢m) — Y}, Em® =/
Em® and 0,°-([m]) — 6,°-([m]) where, for instance,
6,°-([m]) is 1 for all the core and occupied conduction
single-particle Bloch states and zero beyond.
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3. ALGEBRAIC DEVELOPMENT

- We are concerned here with reducing expression (2.1)
and Eq. (2.2) to more tractable forms. First notice that
in Eq. (2.2) y and ¥’ are inert variables and that since
the two-body potential is static we need to know the
electron-positron Green’s function G.,(z,5’;y,y’) only
for {,=t,. Throughout this section for any pair of
variables x and « it is always understood that {,={,.
Introduce an amplitude Q(x,x’;y,y") according to the
prescription

Gop(,%59,5")= / d4ad3s'Qx,x; 2,2")
XG(z;9)G(25y). (3.1)

This definition is consistent with the two-body propa-
gator given by (2.2) and, by inspection,we immediately
get that Q(x,a"; y,5) must satisfy the equation

Q,2'; 3,y") = 84(x—) 8% (x'—y')—1i / d*ad’s'u,(z; 2')

XGO(x; 2)G0(x'; 2 )z,2 5 v,9).  (3.2)

Because of translational invariance in time, Q(x,%; y,y")
can depend only on the time difference ¢,—¢,. Thus, we
can introduce for @ a “generalized Fourier transform,”

Qx5 3,5)

dw
= Y Vm®sm®) / ® ot
[m],[n]; [m’],[n’] 2r

X[ Q1 ta1; 171,101 (@) J¥ (1 * (V)1 *(¥)

which when substituted into (3.2) yields an integral
equation for Qpmj,n); (1,11 (w) of the form,

(3.3)

Qe [a]; (71, [0 (@) = Spm), [m1 011, [o]

de
—i 2 H[m],[n];[k].[k’lf —Qu1, 1w'1; tm1, 01 (@)
[k], [k’] 2T

XG([m]; G, ([n];0—¢). (3.4)
In going from (3.2) to (3.4) we have made use of defini-
tion (2.3). The quantity H in (3.4) is

H ) tog; 01,001 = (1/ V)X q () [m| q | ke
X[n|—q|k7Jr,

where q is an ordinary momentum variable as opposed
to a Bloch-state label and #,(q) is the usual Fourier
transform of the static effective potential #,(x; x’). The
matrix elements [m|q|kJe and [n|—gq|k’]? are, re-
spectively, equal to

(3.5)

_/ W (X) €30 W g * (x)dP (3.62)
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and
/ bt (K)o S () (3.6b)

We next want to introduce expression (3.1) into Eq.
(2.1) for the partial annihilation rate R[p] and carry
out the necessary Fourier analysis. This gives

(=)
V'  (ml,nl;m’],[n’]

Rlp]= T, 1 (D) 'y, 101 *(p)

dwde .
X/ £1w0 [Q[m]'[n];[m’],[ﬂ’](w):l
(2m)?

XG([m']; G, ([n'];0—e),

where I is the overlap integral

(3.7

Iy, (p)= / Uiy (X)e™P % (x)d%.  (3.8)

Taking note of the definition (2.4) of G(p/ey°([m]; w),
the € integration in both (3.4) and (3.7) can be carried
out by contour integration. Thus

Q) s 1, 111 ()

= 8{m], [0101a1, 101+ { Pt 101 (@0) + P 1y~ (@) }

X X Himy, g 10, 001@0, 003 ], 1 (@), (3.9)
1, 6]
and
—1IA .
Rp]=— 2 T, 01 (D) 1, 101 *(p)
V'  ml.In);[m’],[n’]
dw
X / — Q] [a]; [m'], [ ()
2
X e [Py, i1 (@)+Ppay 1o~ (@) ],  (3.10)
with
06“'0‘([m])0p“'°'([n])
Py, (w0)= . (3.11a)
Em?+ Em*—w—10"
and
oeo'([mj)gpo'([n])
Py oy (w0)=— (3.11b)

EpaP+ Epmp*— w0+

Equations (3.9) and (3.10) can be reduced further.
However, the analysis is quite tedious and, since all the
quantities necessary to write down the final answer have
now been defined, we leave the details to the Appendix.
It is shown there that (3.9) can be replaced by the

formula,

R A >
[p]—V

[m’],[n’

0 ([m' D0, (D] X Ty, mi(p)
] [m], [n]

X Qpay, ;11,101 (E1a?+Emn®) |2 (3.12)
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where Q°mj, [a];[m], (v} (w) satisfies an equation identical
to (3.9) except that the Ppmj,m—(w) term does not
appear. The [n’] sum in (3.12) reduces to a single term
[n"]=[0] which is a consequence of the assumption
that the positron is thermalized on annihilating. This
leaves a single sum over the occupied single-particle
electron states. We see that each electron can be treated
separately. A final step is useful. Write

w1, (n; tm'1,10]= Ot} (161, 101+ X pmn) [ (1, [0} 5

then X° satisfies the integral equation

X%y, a1; m1, 10 (@) = Pt 01 () [H ] (] {1, 101

+ 2 (Hw, gm0, 00) X 0, 0 i1, 10 (@) ] (3.13)

[k], [k’]

and

A
Rlp]=— % 0>’ DT w1,00@)+ X Tt im(p)
V %1 {m],[n]

X (X w1, tn1; 1, 101 B+ Em?)) | 2. (3.14)

Equations (3.13) and (3.14) are the basic relations
entering our formulation of the theory of positron
annihilation in real metals. They are exact within the
ladder approximation. In principle, they can be applied
to a discussion of core annihilation or used to investigate
lattice effects within the conduction-electron gas. An
important question that needs to be settled in this
regard is what value of enhancement factors must one
use for the Fourier coefficients in the conduction-elec-
tron wave functions associated with nonzero inverse

lattice vectors. From the rather complicated structure

of Eq. (3.14) it appears that this problem can probably
be resolved satisfactorily only by making a numerical
calculation. Such considerations, however, should be
only of secondary importance in the case of metallic
sodium where most of the tails must come from core
annihilation. For this reason we limit ourselves in the
remainder of this paper to the exposition of a theory
of core annihilation.

Consider for a moment expression (3.14) in the case
where the Bloch label [m’] refers to a core electron and
the direct Coulomb force between the electron-positron
pair is ignored. Only the first term remains and the
expression for the partial annihilation rate reduces to
the prescription of Berko and Plaskett.® Our general
expression for R[p] goes beyond the independent-
particle formulation of the problem and includes a
correction term which has never been discussed in past
treatments. In the next two sections we will try to
better understand its physical meaning and get an idea
of its relative importance. As we shall see it is numeri-
cally just as large as the conventional term although
more difficult to handle.
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4. CORE ANNIHILATION

We want to evaluate expression (3.14) when the
Bloch label [m’] refers to a core electron in the (nim)
band with crystal momentum s restricted to the first
Brillouin zone. In the tight-binding approximation the
wave function for such an electron is

Y (x)=(1/v/N) Lr, e P tnm(x—R,),  (41)

where & is the number of primitive cells in the crystal
and the R,’s are vectors giving the various lattice sites.
The function %,1,(y) = (Pn1(9)/9)Y 1n(¥/¥) is the atomic
Hartree-Fock wave function for the (z/m) shell of the
corresponding free ion. The notation is as in the Hartree
papers.

The first electron-positron overlap integral I appear-
ing in (3.14) is well known and can be worked out to be

Tt 1o(p) = (V/ V)28 _p
X [4m(214-1) 112 m o T nit (D), (4.2)

with
Tuit(p)= / IR i) Pur).  (43)

In (4.2) x is a reciprocal lattice vector, j;(pr) is the ith
order spherical Bessel function and Rgt(r)/r is the
lowest energy positron Bloch state.

To evaluate the second term in (3.14) we require the
solution of Eq. (3.13) for the amplitude Xy, (a]; 1,101
which, at first sight, would seem to be a formidable if
not hopeless task. Before discussing how it is neverthe-
less possible to get a very good approximate solution,
it is necessary to make quite clear an important dis-
tinction between a core state and a conduction electron
or positron single-particle Bloch function. Within each
Wigner-Seitz cell a core state is highly localized about
the center while a conduction state extends substantially
throughout the cell volume. It follows that the value of
a matrix element [m|q|k], where [k] is a core state
and [m]is a conduction electron or positron wave func-
tion, is quite sensitive to the deviations of [m] from a
plane wave. That is, band effects in [m] are essential
in computing such overlap integrals. If however [k] is
not a core state, band effects in both [m] and [k] are
not so important, at least for the simpler metals, and
it is then quite reasonable to set [m|q|k] equal to a
delta function dmiq—x,0.1° We will return to these points
in Sec. 5. For the moment we simply keep them in
mind and proceed to evaluate X° given by (3.13).

First from (3.5) we have that

4 H ), 1a3; tnims1, (0= (1/V)us()[m|n|nlms]e  (4.4a)
an
H ), tog; 00,012 1/ V)14 (0= K )dmpn 1eprr,  (4:4D)

where the labels n, m, k, and k’ on the right-hand side
10 Notice that at this point we are explicitly making use of an

extended zone scheme to specify the conduction and higher ex-
cited electron as well as positron states.
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are ordinary momenta since we are using an extended-
zone scheme. Thus (3.13) becomes,

Xom,n; [nlms],O(w) =Pm,n+(w)(1/V)us(n)L_m[n]nlms]e
1
+Pm,n+(w)§ ;us(k—m)X‘)k_ner_k; [nzms],g(w) . (4.5)

In Py »t(w) the m and n index refer to excited states.
We can then approximate the energies En® and E,?
appearing in its denominator by (m)? and (n)2, respec-
tively. Implied is our choice to measure electronic
energies from the bottom of the 3s band and positron
energies from the 1s band. Further Iim,m(p) in Eq.
(3.14) can be safely replaced by a delta function 6myn,p.
Hence we need to know (4.5) only for n=p—m. In this
case we have

X%, p—m; (nims],0(@0) = Jm p-m P (w0) [m | p— m| nlms ]
+Zk: S, p-mik P (@) X%, pi; [nims 0(@)  (4.6)
with
T, p-mP(@)=(1/V) P pmt(w)rts(p—m), (4.7a)
Tnpmix®(@) = (1/ V) Pt ()tta(k—m) . (4.7D)
To solve (4.6) we make the ansatz

Xom,p—m; [nims] ,O(w) = Zk q’m,p-—m;k("’)]k,p—k(l)(w)

X[k|p—k|nlms]e. (4.8)
Thus, ®m,pm;x(w) must be given by
P, pm;x(w) = 6m,k+k21(1 m,pmjiey D (@) Prey, pser; w(@) «
(4.9)

The quantity that enters (3.14) is
2m X' pm; (nims), 10 (EoP+Etnims1©)
which from (4.8) is equal to
2k [Zn P, p-mix(EoP+ Epnims1®) ]
XJTk,pk P (EoP+Epnims ) k| p—k| nlms . (4.10)

Because of our choice of zeros for measuring electron
and positron energies E¢?=0 and Ejnims®= — A,; where
Ayny is the band gap between the core level [#lms] and
the bottom of the 3s band.

By first iterating (4.9) and then summing over m one
can easily verify that if we define

Xp(k; w) = Zm q:’m,g—m;k(w) ,
then X,(k; ) is given by

1
Xp(k; w)= 1+; 2 Xp(ke; ) Py, ps(@)us(k—ky) .
5
(4.11)
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Thus the second term in 3.14 becomes

1/V)Zx " (k) k|p—k|nims]®  (4.12)

with
ep"l(k) =Xp(k; —Ant) [Px,p—x(— Ant) Jus(p— k).

Perhaps the most important quantities that enter the
theory of core annihilation are the matrix elements
[k|p—k|#nims]e. These enter when one wants to account
for the possible virtual transitions of core electrons to
unoccupied electron states induced by the positron
- Coulomb field.

All the approximations made so far are quite reason-
able. Also the amplitude X ,(k; —A,;) can be reliably
calculated on an electronic computer. The overlap
integral [k|p—k|nims]® however presents some diffi-
culty and our ability to make an accurate estimate of
core annihilation depends very much on how well such
matrix elements can be computed. To see more clearly
what this involves we rewrite [k|p—k|nkms]e in the
form

N\ /2 Po(r)
<}—> Op—s.x / €' %y, (X) YVin*(&/x)d%.
7

(4.13)

Again we point out that since P,i(r) peaks strongly

somewhere inside the ion core, the precise deviations of
ux(x) from 1 in this region will dominate the value of
(4.13). There is in addition a strong directional de-
pendence implied by the spherical harmonic ¥ ,.(£/x)
for 15#0. Because of this angular factor only the I part
of the product e *uy(x) contributes to this integral.
We will not emphasize these points further here except
to note that such quantities are well known in the theory
of lattice dynamics. The matrix elements that are im-
portant there are between an occupied and an un-
occupied conduction state. When one or more orthogo-
nalized plane waves are used to describe the conduction
states, matrix elements of the type (4.13) enter.

For a simple metal like sodium it may be argued that
a single orthogonalized plane wave (O.P.W.) should
give reasonable results. This is a particularly attractive
suggestion since for the present problem we do not need
to know [k|p—k|nims]¢ for all k’s but only the angular
average of the product of [k|p—k|nims]e with the
weighting function ¢,"(k). However, such a calculation
requires heavy numerical computations which inevitably
obscure the basic underlying physics. In this paper we
set ourselves a rather more modest goal. We will study
core annihilation using a simple although admittedly
crude model for the conduction-electron Bloch states in
sodium. We hope in this way to arrive at a qualitative
understanding of the important physical features enter-
ing a more refined calculation. The choice of the model
was to a large extent motivated by the practical reason
that the computations should be simple. We have not
made a critical analysis of the errors introduced in this
way although we shall see in Sec. 5 that the model does
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not lead to agreement with experiment. It is nevertheless
relevant since there can be little doubt that the im-
portant ingredients of a more complete calculation are
ncluded.

Before specifying the model, we would like to collect
in a single formula the two contributions (4.2) and (4.12)
to R[p] coming from a core electron in the state [nlms .
Using an obvious notation,

Roms[p]=(N/V)(V/V)Sp—s,d(2141)

>< [ilam,ojnl+(p)+gnlm(p) I 2 ) (414)
vwhere
m - ipe X de *
Jn™(0)= /e Mp(X)Pnl(f)’dfmym (&/x)
(4.15)
with
My(x)=1/VX« e (K)ux(x). (4.16)

Finally, to get the contribution from the entire shell (#7)
we must sum (4.14) over the magnetic quantum number
m and all §’s in the first Brillouin zone. For fixed p as s
ranges over this zone the delta function 8, clicks for
a unique x. Thus

R[p]=2(24+1)R'(4r/V)
XZm [ ilam,0]n1+(p)+gnlm(p) I 2 )

where a factor of 2 was introduced for spin degeneracy
and R is the Sommerfeld total annihilation rate.

Formula (4.17) is still an almost exact expression for
core annihilation, We now make the most serious ap-
proximation of the present discussion. Assume that the
unoccupied conduction states as well as all higher excited
Bloch states can be approximated by (1/4/V)ei& *uy(x)
where u,(x) is the state at the bottom of the conduction
band. Then (4.16) reduces to X" (p)uy(x) where
X" (p)=1/V 3« e"(k). Hence (4.17) becomes

RM[p]=2(20+1)R(4x/ V) -
X | Jait @)+ X" D) T (p) |2, (4.18)

where J,; is defined by (4.3) except that instead of the
positron function Rg*(r) the electron function Ry(r)
=ruo(x) is to appear. This is a relatively simple formula.
The “effective enhancement factor” X%(p) can be
written as 3% ®m,pm(—Aiz) With By p_m®(— Ayg) satis-
fying an integral equation very similar to that discussed
in CK,! namely

‘tm,p—mo(_ Anl)
=[0(m— Pr)/(m*+ (p—m)>+ A7) Ju,(p—m)
+[0(m— Pr)/m*+(p—m)>+ A, ](1/V)
X224 “8(‘1)‘1)q+m,p-q—mo(— An). (4.19)

To see how this comes about it is perhaps simplest to
recall the definition of X*¥(p) and X,(k; —A,;). By

(4.17)

11 See Sec. 6 of Ref. 2.
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deﬁnition Electron Wave Function
for the bottom of the 3s band
X (p)=(1/V) 2k Xp(k; — Ant) Pip—ict (— Ant)ts(p—k) ”
= (I/V)Zk [Zm (I’m,p—m;k(— Anl)] 30
X[Pr,p-xt(—Au) Jus(p—K) T
= (1/V)Zm [Ek ‘pm.p—m;k(_Anl) ';; 2or
X {Pk,p—k+(—Anl)}us(p—k)] 1.0~
= (I/V)Zm q’m,p-mo(_Anl) , o Cell boundary
where the last equality defines ®m,p m?(—Anz). From —tok \/
(4.7b) and Eq. (4.9) we see immediately that L ! 1 ! [
1.0 20 30 40

P p-m®(— Any) satisfies Eq. (4.18). This completes the
algebraic part of the paper and we turn now to a
numerical calculation of core annihilation based on the
approximate formula (4.18).

5. NUMERICAL RESULTS

Our starting point is the approximate expression
(4.18). Since this expression for R*[p] is based on a

Positron Wave Function
in @ Wigner- Seitz Cell
41—
- 3 B
S
+o
x o
| -
’ Cell boundary
L I 1 4
0 10 20 30 40

Radial Distance in Bohr Units

F1c. 1. Normalized positron wave function in a Wigner-Seitz
cell as a function of distance from the center. The straight line
of slope one corresponds to a plane wave.

simplified model for the conduction Bloch states the
results obtained will not be as important as the physical
picture which emerges.!? The necessary ingredients are
the overlap integrals J£(p) and the “effective enhance-
ment factors” X=¥(p). In computing J.;"(p) we used the
conduction Bloch state #y(x) as tabulated by Calla-
way,! and the core functions for Na+ were taken from
a paper by Hartree and Hartree.*

To determine the positron Bloch state vy(x) at the
bottom of the 1s band, a cellular method was used. In
each Wigner-Seitz cell the average Hartree field acting
on the positron was taken to be the potential from the
rigid ion core plus that of a single valence electron
smeared uniformly throughout the cell. The results for
Rg*t(r)=rvo(r) are shown in Fig. 1. Over the entire cell
we can state that deviations from a straight line are

12 Note: The results of this section were presented at The Wayne
State University Positron Annihilation Conference, 1965 (un-
published).

18 J, Callaway, Phys. Rev. 123, 1255 (1961).

1D, R. Hartree and W. Hartree, Proc. Roy. Soc. (London)
A193, 299 (1948).

Radial Distance in Bohr Units

Fi16. 2. Normalized electron wave function Ro=(7) =ruo(r)
as given by Callaway (Ref. 13)

small although inside the core they can amount to much
more than 50%,. For comparison we have also plotted
the electron function Ry=(r)=ru(r) in Fig. 2. Notice
that the main difference between Ry*(r) and Ry (r) is
inside the core. This is a consequence of the Pauli ex-
clusion principle requiring Ry=(r) to have two nodes.
We stress this here, since as we shall see next J*(p) and
J=(p) are quite distinct functions of momentum p
although they differ only through the appearance of
Ry*(r) rather than Ry () in the defining overlap inte-
gral. This is, of course, because the core function in these
quadratures effectively emphasizes only a relatively
small part of the Ro(r)’s near the origin. In passing we
point out again that this is in contrast to the case when
both functions under consideration extend throughout
the cell with maximum weight at the cell boundary.
Deviations from plane waves now amount to only small
corrections to the main contribution.

The overlap integrals J,%(p) for the 2s and 2p elec-
trons are shown in Figs. 3 and 4, respectively. The 1s
integrals are negligibly small. We see explicitly now that
for any given shell (»l) the two curves J+(p) and J—(p)
are really considerably different and do not carry the
same sign for all p’s. Thus, when these are added and the

2

o

Jas(p)

N
LI L

Overlap Integrals for
The 2S Electrons

'
>
LA & SN L

L | ! 1 ! | L | ! 1 ! |
o 2 4 [3 8 10 2
Momentum in Units of the Fermi Momentum Pe

F16. 3. The overlap integrals J+()J—(p)
and or the 2s electrons.
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Overlap Integrals for

-~ 2p el
sz (p) The 2p electrons

L +
Jzp ()
_ol-
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e 2 q 3 8 (] 12

Momentum in Units of the Fermi Momentum Pe

F16. 4. The overlap integrals J*(p) and J~(p) for the 2p electrons.

sum squared as prescribed by Eq. (4.18), destructive
interference between the two terms takes place. This is
certainly a feature that will remain in a more exact
calculation. It should be quite apparent also that our
model is only qualitatively correct and that to get
reliable results we need to treat with much more care
the conduction-core matrix elements [k|p—k|nims]e.

‘Next we must compute the effective enhancement
factors X™(p). Because of the rather large energy
parameters’® Ani(A2,=260 eV, Ag,=227 eV) entering the
denominator of (4.19), one might argue that the Born
approximation is sufficient to calculate the necessary
amplitude. This turns out not to be the case. The results
from the solution of the integral Eq. (4.19) are compared
with those from the Born approximation in Fig. 5.
Clearly, to get reasonable enhancement factors for
small p’s we cannot use first-order perturbation theory.
This is another important feature of the problem which
will have to be kept in mind in any further work. As a
consistency check, notice that as p increases, the differ-
ence between the 2p and 2s enhancement factors be-
comes less pronounced and both tend towards the Born-
approximation result. This is precisely what we expect
intuitively.

The answer for the two-photon counting rate,

* 2udu
R, =R Q1) [ ——|Tait(w)+ X" u) T ni~(u)|?,
nl ™

Pz

is shown in Fig. 6, where we also compare our results
with those of the usual simple theory. Although the two
curves are similar the areas under them are quite
different. Without enhancement we get a total annihi-
lation rate of Reore=1.02R° while including polarization
corrections we find Re= 2.23R".

Finally we compare our results with experiment. In
CK the best theoretical value for the total rate coming
from the conduction electrons is Re»¢=14.03R°. Thus
we arrive at a composite result R¥tal= Reore-- Reond= 3,12
X109 sec~! which agrees well with the experimental

15 These parameters were supplied to the author by Dr. T.
Watanabe from x-ray-emission data.
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value given by Bell and Jdrgensen.!® However, the
agreement with the two photon counting rate as recently
measured by Stewart!” is not good. For momentum p
just above the Fermi surface, core annihilation accounts
for only half the experimental tails while our simple
model seems to introduce too many events around 2px
and further out. A better calculation of core annihilation
is necessary. Also, even for sodium, a small part of the
tails is certainly due to lattice effects within the con-
duction-electron gas—a question which needs further

investigation.

6. DISCUSSION AND CONCLUSION

On the basis of the ladder approximation to the elec-
tron-positron correlation function we have managed to
derive an expression for the partial annihilation rate
which is applicable to real metals, i.e. a crystal-lattice
potential is included. When our general formula is
specialized to the case of conduction electrons we find
that, without carrying out an actual numerical calcu-
lation, it is difficult to make specific quantitative state-
ments about lattice corrections to an electron gas
theory. In particular, the expression obtained does not
break up into the independent-particle-model result
multiplied by a slowly varying enhancement factor as
one may have naively expected. Our main concern in
this paper, however, was to develop a theory of core
annihilation. To reduce the general expression to a more
tractable form it was necessary to make a plane-wave
approximation when computing intermediate matrix
elements involving only conduction electron or positron
states. This enables us to write the contribution to the
partial annihilation rate R[p] from any given core
electron as the square of the sum of two terms. The first
is the usual single particle result, while the second is
more complicated. It involves an effective enhancement
factor ey(k) depending on p and some extra index k
which is to be multiplied with an overlap integral of the
appropriate core function and an unoccupied conduction
state [k] modulated by a plane wave of momentum
p—k. The entire expression is then to be summed over

Effective Enhancement

2p to all orders Factors an (p)

The Born appr. results
compared with the integral
equation (4.19) solution.

2p in Born appr.
2s in Born appr.

1 1 1 1 1 1 1 1L 1 ! 1 Il
(o] 20 40 60 80 100 120
Momentum in Units of the Fermi Momentum P

F1c. 5. Comparison of the effective enhancement factors Xni(p)
with the Born approximation.

16 R. E. Belland M. H. Jgrgensen, Can. J. Phys. 38, 652 (1960).
17 A. T. Stewart (private communication).
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Core Annihilation in Sodium -
The Two Photon Counting Rate

With Enhancement

025

/%

Without Enhancement

Counting Rate in Units of % R°
o
o

1 ! 1
Lo 20 30
Momentum in Units of the Fermi Momentum P

[}

Fic. 6. The contribution of the core electrons to the two-
photon counting rate as given by formula (4.18). The lower curve
gives the results of the usual independent-particle theory.

all unoccupied states. This term accounts for the polari-
zation of the ion core by the incident positron.

By studying a model, we conclude that the enhance-
ment factors ¢,(k) cannot be calculated in Born approxi-
mation despite the appearance of relatively large energy-
gap parameters in the denominator of the defining
integral Eq. (4.19). Further the core-conduction overlap
integrals [k|p—k|nlms]e are sensitive to the precise
deviations of the [k]’s from plane waves inside the core
and must be evaluated with some care. This difficulty is
further emphasized in the present context because deli-
cate destructive interference occurs between the single-
particle term and the core-polarization corrections
which do not necessarily carry the same sign for each
momentum .

The calculation does not give good agreement with
experiment. This is no surprise as the discrepancy is
without doubt a result of the limitations of our model.
There is no reason, at least at present, to assign it to a
breakdown, for instance, of the ladder approximation
for core electrons. A careful calculation based on the
nearly exact expression (4.17) rather than on the
simpler, but quite approximate relation (4.18) should
lead to a considerable improvement in the final results,
although we expect no important change in the general
qualitative features of the problem to come from such
a refinement. An accurate computation of core annihi-
lation is then more involved than calculating lifetimes
in a conduction electron gas. Not only must we solve a
rather complicated integral equation of the form (4.11)
for a number of p’s and all k’s above the Fermi surface,
but we also need to know the conduction-core overlap
integrals. 'We plan to carry out such a calculation in
the near future. o

In concluding we would like to stress again that the
positron Coulomb field plays a dominant role in the
annihilation process.!® Thus, the positron is in some
ways a poor probe since it distorts significantly the
electronic configuration of which we would like informa-
tion. This is certainly a serious limitation on the
method, but it can be overcome if we learn how to
calculate accurately this distortion—an undeniably

18 A relevant reference here is the recent work on solid argon by
E. J. Woll, Jr., and K. L. Rose, Phys. Rev. (to be published).
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hard, but not impossible problem. For the near future,
however, it seems likely that the aim of theoretical
calculations will be to reproduce the experimental
angular correlation curves and total rates simultane-
ously, rather than attempt to extract from the counting
rates alone detailed information of a fundamental nature
about the momentum distributions in real metals. On
the other hand, there is substantial evidence, both ex-
perimental and theoretical that the method can be used
to map out quite directly the Fermi surface in mo-
mentum space. On the theoretical side there is a paper
by Majumdar®® in which a proof is given that the posi-
tron force does not disturb the Fermi surface in the sense
that there should be a sharp discontinuity in slope in the
two-photon counting rate at the true Fermi momentum
pr in any given z direction. This result is further
supported by the numerical work of Ref. 2. Experi-
mentally, as instrument resolution has been improved
over the years the discontinuity at pr has become
sharper and in a number of metals, variations of pr with
direction have been observed. A good example of this
is beryllium.? It should be stated, however, that such
measurements do not detect directly the difference be-
tween pr in two distinct directions, but rather determine
the total pr in each direction separately, so that instru-
ment resolution is an important factor.
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APPENDIX

In this Appendix we wish to start from Eq. (3.9) and
(3.10) and show that the partial annihilation rate can
be rewritten in the form (3.12). In order not to obscure
the basic but quite simple idea which is central to the
development that follows, it is convenient to introduce
a formal matrix notation. This allows us to suppress the
explicit Bloch state labels in (3.9) and (3.10) and deal
with operator quantities rather than matrix elements.
Symbolically we rewrite (3.9) as

Uw)=14(P*(w)+ P (w)H:w), (A1)
where for instance
(m,n| PE(w) [m’,0") =[P}, 1n*(0) 18 (m1, (/100,121 5
(A2a)
and
(m,n|H l m' ;0 )= Hg}, (a]; ('], 0] - (A2b)

Whenever a set of intermediate Bloch labels is intro-
duced a summation is always implied. Our notation

19 C. K. Majumdar, Phys. Rev. 140, A227 (1965).
% S, Berko, Phys. Rev. 128, 2166 (1962).
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should now be clear. Further, the partial annihilation
rate is

Rpl=—-GNV) X

[m], [a]; [m’], [a’]

T, 101 (D) {1, 001 *(D)

dw
X / 2—8"‘"°+(m,n|9(w)(l’+ (@)+P~(w))[m'n’). (A3)

We fix our attention on the integrand Q(w)(P+(w)
+P—(w)). Consider iterating (A1) for the amplitude
Q(w) before attempting the w integration. This leads to
an infinite number of terms, the integrand for the nth

contribution being
¢t (P++P-)H(P+4-P7)- - -H(Pt+P-), (A4)

where (n—1) H’s are to appear. The first term must be
treated separately. In this case the integral of interest is

dw
/ g_ein(P ], 107 (@0) FPm), 01 (©0))pm], 16101, 1y (AS)
T

which, recalling the definition (3.11), can be evaluated
trivially by contour integration in the upper half plane.
Only P~ contributes. The result is

10> ([m])0,° ([0 ])dgem, (718 pa1, (a1 -

For n>2 the quantity (A4) can be expressed further
as the sum of 2” products, a possible member being

P+HP+H- - -HP¥, (A7)

(A6)

where the exponential factor has now been dropped since
it is irrelevant for #z7=1. As a function of a complex
variable w, expression (A7) is analytic in the upper-half-
plane and therefore contributes nothing to R[p]
Another possible product occurring is (A7) with one of
the Pt’s replaced by a P~. There are, in fact, # such
products

P-HP+HP*---PtHP+,

P+tHP-HP+.--PtHP+,

P+tHP+*HP*.--PtHP~.

(A8)

If an intermediate amplitude Q0 and its conjugate QOf
are introduced by the equations

Q=1+ P+HQ®,
Qot=14-QUHPY,

(A9a)
(A9Db)
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then clearly the nth term in the perturbation expansion
of QOP-Q0 is just (A8).

Provided the only nth order terms in the expansion
of Q(P++P-) contributing to R[p] are the () products
of (A8), we can write the partial annihilation rate (A3)
in the form
Rlp] i\

Pl=——

V [l (nf ], (0]

I, 121 (P ), 121 (p)

dw
X / —Z——ei""’*(m,nlQO(w)P‘(w)Q"T(w)[m’,n’), (A10)

where the first-order term is also included. But as a
function of a complex v all the singularities of Q0(w)
and Q%(w) are in the lower half-plane. Closing the
contour above and introducing a set of intermediate
states we get immediately

A
Rpl=— 2> 0°([m"])8,>([n"])

[m’’],[n’’]

XE{ ?{ ' T w1, 121 (P) L), fa; 111, 1001 °(Epmr )+ Epner)?) ]
m],[n,

Ty, 107 (D) Qo1 10771 (7], (01 °F
X (Em°+En?)].

In this last equation the expression in the second square
bracket is just the complex conjugate of that occurring
in the first bracket. After a trivial redefinition of the
Bloch labels Eq. (3.12) follows. To complete the proof
we need only convince ourselves that terms of the form
(A7) with at least two P+’s replaced by P—’s make no
contribution to R[p]. This can be seen quite easily.
Notice that each P—(w) factor contains a positron
theta function 6,°([n]) i.e. a delta function which can
be used to eliminate one of the intermediate Bloch state
summations leaving a factor one over the volume (V) in
front of this term with no corresponding summation.
This clearly leads to a contribution of the order 1/V as
compared to those from the (A8) terms. Since as we
shall see these latter terms are finite, all further terms
must vanish in the limit of infinite volume. Or, stated
in a more physical way, such contributions must be
proportional to at least the first power of the positron
density in the system, which is negligibly small.

XL X2

[m’],[n’]

(A11)



