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I. INTRODUCTION

Positron annihilation, especially the angular correlation of annihilation radiation
(ACAR), is a powerful tool for investigating the electronic spectra of ordered as well as
defected materials. The tendency of positrons to trap at vacancy-type defects should
enable this technique to provide a signature of the local environment of such defectsg; 'M/
mmmmnmmefewmﬂmmmmm -
alsa_in-the context-ef-thisconfereree’ In order to achieve this gozl, however, we need

to develop a theoretical basis for calculating the two-photon annihilation momentum
density p2,{p). With this motivation, we have recently formulated and implemented
a theory of pa4{p) from vacancy-type defects in metals and alloys.[1] This article gives
an outline of our approach together with a few of our results. Within the constraints
of space, the discussion is mostly illustrative; the citation of literature is minimal.

An outline of this article is as follows. Section II sumrnarizes tlie basic equations
for evaluating po4{p). Our Green’s function-based approach is non-perturbative and
ciplovs a realisti~ fone-partizle) moMn-tin Hamilieslan for ©ro ing electrons and
posi’ Hns; we are therelcre able to handle ordered as well as «isurdered d-band sys-
tems. Section IIi presenis and discusses py,(p) results for a mono-vacancy in Cu.{1]
These are the first such results in a d-band metal; previous work has been limited
to AL{2] For simplicity, we have neglected the effects of electron-positron correlations
and of lattice distortion around the vacancy in our implementation of the theory;
further work to delineate these effects is required. Section IV comments briefly on
the question of treating defects such as divacancies and metal-impurity complexes in

metals and alloys.[3] Finally, in Section V, we remark on the form of py.(p) for a
mono-vacancy in jellium.[4]



II. FORMAL CONSIDERATIONS

The starting point for the Green’s function formulation of pz4(p) is the equation:

.
= Wi/ df‘/ dr'ecp|--ip (F—F')]/ dEf(E)/ dE: [+(E+)

x ImG(F,7';E) ImG _(7,7'; E4), (1)

which expresses pa4(p) in terms of the electron and positron Green’s functions G(E)
and G4(E), and the associated Fermi-Dirac distribution functions f(E) and f(E)
respectively. In the present application, it is useful to rewrite Eq. (1) in the form

o11(7) = 2 My (7) ¢ (B fi), (2)

Equation (2) decomposes py4(p) into a summation over the set {R,»} of direct lattice
vectors with matrix elements M, (p).

A computationally tractable equation for the matrix elements My, (p) is obtained

by using the angular momentum expansion for the Greens’ function within the KKR
scheme:|[3]

ImG(A, 72, F) = Y 20 (7 = B, B) Im T[S 230 (72 - B B),  (3)
Ly

where 7) (72) lies in the Wigner SEltZ cell on the m(n) site, ’() is the regular solution
of the Schrédinger equation in the ¢** muffin-tin sphere, and

T(E)=[r"" - B(E)]™", (4)

is the path operator matrix in the space of site indices n and the angular momenta
L. B is similarly a matrix which in a perfect crystal is the Fourier transform of the
KKR structure constants, and the atomic scattering matrix 7 is related to the phase
shiits of the individual scatterers. The use of expansion (3) for the electron and the
positron Green’s function straightforwardly ylelds the expression:

Mﬂﬂ(m_-—/ dEf(E)/dEL ) > S ATA (FE,EL)
LI L;L,

wA

A B B B D T BB (5

(41

where

AP E Ey) = 4r Y (i) Y1 (p) / d’r Z"(7, E) 25° (7, E+) Yor (7) s (pr). (6)
L” QI

The superscript o(£) in Eqs. (5) and (6) indicates that the site m(n) is occupied by
atom of type a(f); the superscript e(p) refers to electron(positron) quantities. The
integration in Eq. (6) extends over the i** cell volume ;.



The preceding formalism can, in principle, be used to calculate po,(p) for a gen-
eral assembly of non-overlapping muffin-tin scatterers; we return to the treatment of
specific defects below. It should be emphasized that the present real space approach
is particularly suitable for evaluating pz+(p) from a trapped positron, because the ex-
ponential decay of the positron wave-function from the trapping site will yicld a rapid
convergence of the sum in Eq. (2); by coutrast, pz-(p) for an extended Bloch-state
positron is more naturally calculated by formally transforming these summations into
reciprocal space.

III. MONO-VACANCY IN Cu

In any specific case, the main quantities which require further consideration are the
electron and positron path operators T¢ and T?. For a mono-vacancy in an otherwise
perfect crystal, the path operators can be obtained by using the exact solutions of
the multiple scattering equations for the single impurity problem,[5] the impurity in
the present case being the vacant site. For example, the (00) electron path operator
is given by the equation:

Ty (E) = Dy(E) T¢“C(E), (7)
where T4 is the perfect crystal path operator, and
Dy(B) = [1+ (1, (E) = 771 (E)) T5%°(E)| 7. (8)

Here, 1y and 7. refer to the electron muffin-tin potential for the vacant and the occupied
crystalline sites respectively.

We have studied p24(p), and related physical quntities such as the electron and
positron charge densities for a mono-vacancy trapped positron in Cu in some detail.
Figure 1 shows illustrative results for pa,(p). More specifically, partially summed

contributions p(zj,,) (2) upto the 4th shell are shown; the superscript () indicates the
number of the most distant shell (surrounding the vacant site) upto which contribu-
tions to p24(p) in Eq. (2) are included. A comparison of the j = 1 through j = 4
curves ( the y = 3 and j = 4 curves are indistinguishable on the scale of the figure)
indicates that p%)(;}j is converged to within 10% of p2+(p). We note that, pgl,,) (p) pos-
sesses all the characteristic features of the fully converzed momentum density curve.

L.

Flgure 1 shov: that the j = 0 (vacauey sitel corrihution to po-(p) is quite {lat
and featureless. The addition of the nearest neighbor (110)-sh<ii(nn} contribution (the
7 = 1 curve) causes a dramatic change in py,(p) in the low inomentum region. In fact,
for p < 5 mrad, p34(p) is dominated by the nn-shell cortribution. This may appear
surprising in view of the exponential decay of the trapped positron wave function
from the vacant site. We note however that pz,(p) involves an overlap of the electron
and positron wave functions. In the vacant site, the positron amplitude is large, but
the electron density is quite small; on the other hand, in the nn-sites, a large electron
density annihilates with the tail of the positron wave function. Therefore, the central
site and nn-shell contributions should both be generally important. The exponential
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FIGURE 1: Partially summed momentum density pg‘f’) (p) along [001]
direction for various shells j for a mono-vacancy in Cu. After Ref. [1].

decay of the positron wave function makes contribution from more distant shells much
smaller. Our calculations suggest that the nn-shell contributions would dominate in
the low-p region more generally for mono-vacancises in metals and alloys.

IV. TREATMENT OF OTHER VACANCY-TYI'E DEFECTS

We have in mind here situations which can be modelled by considering a relatively
small (i. e. involviag at most a few shells surrounding a central site) “defected region”
placed in an otherwise perfect ordered medium. We consider a divacancy in Cu to
illustrate our approach. If the system is modelled by placing two vacant sites in a
perfect Cu crystal, we need to solve the “two impurity” path operator. By using
matrix partitioning methods, the problem can be cast in terms of a (2 x 2) matrix
equation (in angular momentum space) involving perfect Cu crystal path operators;
the latter path operators are needed of course also for treating the monm-vacancy in
Cu. Trwgeneraliza "~n o an impurity <luster of Mezites is quire stondghitforward, the
solution is obtained then via an (M x M) matrix equation; see Ref. {3] for details of
evaluating pa~(p).

I3

We comment finally on the treatment of vacancy type defects in disordered alloys.
Here we need to ensemble average both sides of Eq. (2); this step formally yields:

< p(p) >= Z < Mpn(p) > P (Fm=Fa) (9)
mn

where < M > is seen from Eq. (5) to require the configuration average of the product
< ImT® ImT? > of electron and positrun path operators; in Ref. "I’ we propose to
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FIGURE 2: p24(p) for a mono-vacancy in jellium for various values of
the radius R of the integration volume(see text). After Ref. [4].

decouple this average in terms of the electron and positron KKR-CPA medium path
operators. Tractable expressions for < pg(7) > are than straightforwardly obtained;
see Ref. [1] for details.

V. MONO-VACANCY IN JELLIUM

A mono-vacancy in jellium is interesting because this mode! is amenable to an
exact analytic solution at least for certain idealized potentials. We have used this
model system to gain insights into the results obtained on the basis of the Green’s
function-based approach. Figure 2 shows pa+(p) for a vacancy in jellium using a square
well (square barrier) potential for positron (electrons).[4] The various parameters (
well depth, barrier height, and Fermi energy) are chosen to mimic a mono-vacancy
in Cu. The parameter R in the figure denotes the radius of the spherical volume
to whi-h the elect on-positron overlap integral is res‘ricied in calculating pu (7 (fe.
restrict 7 F' - R in the integrations in Eq. ()5 the values R) correspond to
an integration sphere of volume enclosed by the first 7 shells in Cu. Some of the
characteristic features of Fig. 1 are seen to be reproduced by the model system. In
particular, the magnitude of the R; curve is relatively small as is the case with the
central site contribution in Fig. 1. Also, the Ry curve shows the striking bell-shape
of the pgl,,)(ﬁ) curve of Fig. 1; in contrast, as is well-known, ps,(p) for the Bloch-state
positron in Cu possesses an approximately constant value of unity up to the Ferumn
energy. It is clear that tle jellium model can be useful in understanding the behavior
of p24(p), although the model does not properly incorporate the Fermi surface and
the d-bands in the electronic spectrum, in addition to neglecting the effects of nucleur



'répvulsion of the positron from the host metal sites.
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