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Abstract

Methodological advances in multiple scattering theory (MST) in both wave and Green’s
function versions are reported for the calculation of electronic ground and excited state
properties of condensed matter systems with an emphasis on core-level photoemission and
absorption spectra. Full-potential MST is reviewed and extended to non-local potentials.
Multichannel MST is reformulated in terms of the multichannel density matrix whereby
strong electron correlation of atomic multiplet type can be accounted for in both ground and

excited states.

1. Introduction

Electron spectroscopies using synchrotron radiation are
playing an increasingly important role for the in-depth
investigation of structural and electronic properties of matter.
For example, resonant x-ray scattering, in the elastic or
inelastic mode, is rapidly becoming the crucial technique for
understanding the subtleties of the microscopic mechanism
relating to magnetic and electronic (orbital) degrees of
freedom in strongly correlated systems and for studying their
low-energy excitations. X-ray absorption and natural circular
dichroism are used to access structural and electronic details
in many systems of interest in material science, including
molecular and organic materials of interest in biophysics
(e.g. proteins), while magnetic circular and linear dichroism
are able to carry information on the magnetic properties
of many systems, from the traditional ones (for which the
information is complementary to that derived by neutrons) to
the newly developed materials such as nano-structures, thin
films and multilayers, where the use of synchrotron radiation
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is essential to obtain the desired information. In this context a
successful theoretical interpretation of these spectroscopies is
of paramount importance for extracting the rich electronic and
structural information contained in the experimental spectra.

Moreover, significant progress into the preparation,
characterization and industrial exploitation of new magnetic
materials based on transition metals and/or rare earths has
spurred new research. As a consequence, we have witnessed
the explosion of the nano-revolution aimed at developing
new technologies, devices and synthesis routes. At present,
many research groups working in both basic and applied
research move their interest to the new nano-science and
nanotechnology fields. Now, the change in the size scale
of the new materials implies both the modification of their
properties and the appearance of new physical phenomena,
since in these systems correlation effects are most pronounced
due to their reduced dimensionality. Another field where
correlation effects are important for the same reasons is
surface science, which encompasses the important field
of catalysis. Therefore, a satisfactory description of the
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electronic correlations, both in the ground and in the excited
states probed by x-rays in Synchrotron Radiation (SR)
spectroscopy, is one of the major challenges in condensed
matter physics.

The purpose of this paper is to present a theoretical
framework, based on multiple scattering theory (MST), able
to provide a unified description of the electronic ground state
as well as the excited states of a physical system, taking
into account correlation effects, at least at a local level,
beyond what can be reached in a description based on density
functional theory (DFT). The key ingredient in this approach
is the knowledge of the Green’s function (GF) which provides
information on both the ground state and the excited ones.
Needless to say, the knowledge of the properties of the ground
state is of paramount importance in the interpretation of the
excited states as observed in SR spectroscopy.

At its most basic, multiple scattering theory is a
technique for solving a linear partial differential equation
(or a system thereof) over a region of space with certain
boundary conditions. It is implemented by dividing the space
into non-overlapping domains (cells), solving the differential
equation separately in each of the cells and then assembling
together the partial solutions into a global solution that is
continuous and smooth across the whole region and satisfies
the given boundary conditions.

As such MST has been applied to the solution of many
problems drawn from classic as well as quantum physics,
ranging from the study of membranes and electromagnetism
to the quantum-mechanical wave equation. In quantum
mechanics it has been widely used to solve the Schrédinger
equation (or the associated Lippmann—Schwinger equation)
for both scattering and bound states.

One of the early applications of the theory, from
which the name was derived, was in nuclear theory for
the calculation of the scattering cross-section of a neutron
impinging onto an atomic nucleus composed of many
nucleons. The idea was based on imagining the nucleons
frozen at certain positions in space, calculating the successive
scatterings of the incoming particle from this configuration
(whence the name multiple scattering) and then performing
the average over all space configurations with a probability
distribution based on the nuclear wavefunction. This is very
similar to a photoemission (PE) process in matter. Instead of
coming from a source external to the system, the impinging
particle (the electron in this case) is generated internally and in
its way out of the system is scattered by the atoms constituting
the sample, which are at fixed positions in space.

The transition from this non-stationary process to a
stationary one, as needed for the calculation of bound states
in a solid, was a straightforward step. The theory indeed
was soon proposed by Korringa and by Kohn and Rostoker
(KKR) as a convenient method for calculating the electronic
structure of solids [1, 2] and was later extended to polyatomic
molecules by Slater and Johnson [3].

A characteristic feature of the method is the complete
separation between the potential aspect of the material under
study, embodied in the cell scattering power, from the
structural aspect of the problem, reflecting the geometrical
position of the atoms in space.

Applications of the KKR method were first made within
the so-called muffin-tin approximation for the potential. In
this approximation the potential is confined within non-
overlapping spheres, where it is spherically symmetrized, and
takes a constant value in the interstitial region. Despite this
approximation the method was complicated and demanding
from a numerical point of view and as a band-structure
method was therefore superseded by more efficient linearized
methods, such as the linearized muffin-tin-orbital method
(LMTO) [4] and the linearized augmented-plane-wave
method (LAPW) [5].

Full-potential versions of these band methods have also
been introduced in recent years. However, none of these
methods can match the power and versatility of a full-potential
method based on the formalism of MST, either in terms of
providing a complete solution of the Schrédinger equation or
in the range of problems that could be treated. In particular,
none of these methods leads easily to the construction of the
Green’s function which is invaluable in the study of a number
of properties of many physical systems. Moreover, the same
GF can be used to calculate spectroscopic response functions,
since it includes the information on excited state as well, as
anticipated above.

For these reasons, in the last two decades, the KKR
method has experienced a revival in the framework of the
Green’s function method (KKR-GF). Indeed, due to the
introduction of the complex energy integration, it was found
that the method is well suited for ground state calculations,
with an efficiency comparable to typical diagonalization
methods. A host of problems became in this way tractable,
ranging from solids with reduced symmetry (e.g. isolated
impurities in ordered crystals, surfaces, interfaces, layered
systems, etc) to randomly disordered alloys in the coherent
potential approximation. A very recent comprehensive review
on the KKR-GF is contained in [6].

At the same time, it soon became clear that the
muffin-tin approximation was not adequate for the treatment
of systems with reduced symmetry or for the calculation
of lattice forces and relaxation. In order to deal with these
problems a number of groups developed a full-potential
KKR-GF method, obtaining very good results, comparable
with the full-potential LAPW method, as concerns total
energy calculations, lattice forces and relaxation around an
impurity ([7-11] and references therein).

Instead, applications to states well above the Fermi
energy, as required in the simulations of x-ray spectroscopies,
such as absorption, photoemission, anomalous scattering,
etc, have been scarce and proceeded slowly. In the words
of [12], ‘the feeling that one should calculate the “near-field
corrections”, coupled with the need to solve a fairly
complicated system of coupled differential equation to
determine the local (cell) solutions (based on the phase
function method) has contributed greatly to the slow
development of a Full-Potential method based on MST’. It
was only after it was realized that near-field corrections are not
necessary and a new method to generate local solutions was
found that progress became faster, at least in the calculation
of the electronic structure of solids.
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For all the above reasons full-potential codes based on
MST for the calculation of x-ray spectroscopies are not
very numerous. We mention here the work by Huhne and
Ebert [13] on the calculation of x-ray absorption spectra
using the full-potential spin-polarized relativistic MST and
that of Ankudinov and Rehr [14] in the scalar relativistic
approximation.

Very recently we have developed a derivation of a
real space full-potential multiple scattering theory, both
for continuum and bound states, that is free from the
drawbacks that up to now have impaired its development (in
particular the need to use cell shape functions and rectangular
matrices), under conditions for space-partitioning that are not
excessively restrictive and easily implemented [15-17]. This
approach provides a straightforward extension of MST in the
muffin-tin approximation, with only one truncation parameter
given by the classical relation /n,x = kRp, where k is the
electron wavevector (either in the excited or ground state
of the system under consideration) and Ry the radius of the
bounding sphere of the scattering cell. It was also shown that
the theory converges absolutely in the /pax — oo limit. As a
consequence the method provides a firm ground to the use of
full-potential MST as a viable method for electronic structure
calculations and makes possible the computation of x-ray
spectroscopies, notably photo-electron diffraction, absorption
and anomalous scattering among others, with the ease and
versatility of the corresponding muffin-tin theory.

This development was essential for establishing the
limitations of the effective quasi-particle description of x-ray
spectroscopy based on a complex optical potential [18].
Due to the fact that now the single-particle Schrédinger
equation is solved exactly (within some numerical precision)
without approximation for the geometrical shape of the
potential, it becomes possible to test the performance of a
particular optical potential to describe the average effects of
the so-called neglected channels, that is to say the effect of
all the inelastic events that accompany the photoemission
(photoabsorption) process.

On the other hand, in the calculation of the ground
state properties in the framework of the DFT approach, the
possibility of an exact solution of the Kohn and Sham [19]
orbitals has allowed us to test the reliability of the starting
density functional. In this way it was found that DFT, although
based on the exact ground state theorem of Hohenberg and
Kohn [20], in practice describes electronic correlations in
an average way, due to the fact that the exact form of the
associated functional is unknown (henceforth, when talking
about DFT, we shall mean the practical implementations of
the theory (i.e. local (spin) density approximation (L(S)DA)
or generalized gradient approximation (GGA)) [21]). A well
known case of failure of DFT is in the description of the
electronic properties of transition metal compounds. Their
physics is strongly related to the particular nature of their
3d valence states. On the one hand the 3d states are partly
localized and thus retain some electron correlation effects
of the free atom, e.g. Hund’s rule coupling responsible
for the formation of magnetic moments. On the other
hand they are considerably hybridized (i.e. delocalized) and

thus strongly participate in solid state phenomena such
as bonding, electronic transport and magnetic ordering.
The failure of DFT to predict properties of the ground
states in these materials reflects itself in the corresponding
failure of effective independent particle theories (i.e. in
the framework of an optical potential) in the description
of x-ray spectroscopies. The case of the non-statistical
branching ratio of the L3 edges in these materials is
paradigmatic [22]. We know however that an approach based
on atomic multiplet theory works [23]. This is a configuration
interaction method and thus accounts well for (local) electron
correlation effects. Solid state effects are treated by adding
to the atomic Hamiltonian either an effective crystal field or
the hybridization with a few near-neighbor ligand orbitals,
in which case one arrives at the charge transfer cluster
model. The atomic multiplet and charge transfer cluster model
approaches have been extremely successful in describing
and understanding the XAS and related spectroscopies of
transition metal compounds [23]. However, all extra-atomic
terms (crystal field and hybridization) are usually introduced
through empirical parameters, which limits considerably
the predictive power of this scheme. Even though cluster
calculations for Ly 3 edge XAS of transition metal oxides
using a full ab initio quantum chemistry method have obtained
good agreement with experiments without introducing any
empirical parameters [24], it is clear that quantum chemistry
methods are limited to very small systems. Consequently
long range effects, which are especially important in metallic
and covalently bonded systems (periodic and non-periodic),
cannot be handled in this framework.

As a general consideration, whenever local electronic
correlations are important, be it the case of extended systems,
systems of reduced dimensionality, surfaces, etc, a theoretical
scheme able to encompass both aspects of space extension
and electronic interaction is highly needed. A step forward
toward this goal in the framework of MST for the description
of excited states was provided by Natoli et al [25] and
is known as multichannel multiple scattering theory. It
is a generalization of the multiple scattering method to
correlated N-electron wavefunctions in the framework of the
configuration interaction method. In this scheme the atoms
become dynamical entities that can exchange energy with an
incoming electron (be it a test electron or a photo-electron in
a photoemission and absorption experiment) in such a way
that in each collision the total energy of the projectile and the
target is conserved: while the atom jumps between its possible
quantum states the electron loses or gains energy accordingly,
changing its kinetic energy from one scattering event to
the next. The various possible quantum atomic excitations
can be identified with the local atomic multiplets and are
called channels, so that to each channel there corresponds
a particular propagation wavevector of the electron. This
situation is very similar to an electron—molecule collision
described by quantum molecular dynamics, where the same
terminology is employed [26]. The amplitude probability
for changing channel in a collision process is described
by the interchannel atomic 7-matrix, which is the natural
generalization of the atomic #-matrix of the usual MST, in
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which the atom is described by a static potential. Indeed
the multichannel MST turns out to be a straightforward
generalization of the usual MST: it is sufficient to add a
channel index to the atomic 7-matrix and take into account
that in the free propagation from one atom to the next the
wavevector of the electron does not change; in other words,
the free propagation is diagonal in the channel index. For
more details the reader is referred to [25]. Kriiger and Natoli
reformulated the theory, providing its first implementation
for the description of the L 3-edge absorption spectra using
a particle-hole wavefunction [27] and obtaining very good
agreement with experiments.

In the present paper we intend to show that the
multichannel approach can be used to introduce local
correlations not only in the excited states to calculate
spectroscopic response functions but also in the ground state
wavefunction, using the analyticity of the corresponding
Green’s function. In so doing we shall be confronted with
the necessity of introducing non-local potentials. Even though
in DFT the ground state energy is a functional of only
the local density, so that a local effective potential is
obtained by a functional differentiation of the energy with
respect to the density, our ignorance about the form of
this functional compels us to use approximate expressions,
including non-local quantities such as the one-particle density
matrix, in order to obtain accurate representations of the
exchange energy (cf the use of Hartree—Fock—Kohn—Sham
orbitals in [21], section 8.4). However, in the practical
implementation of the theory and in a trade-off of accuracy for
simplicity, the use of approximate local potentials is preferred,
since this is very convenient for numerical calculations, as in
L(S)DA.

Moreover in section 3 below a simple estimate of the
range of non-locality of the one-particle density matrix based
on the known analytic form for a free electron gas provides
a range between 3 and 10 au for valence states, showing
that the local approximation might be rather crude. The local
approximation is indeed the main source of error in L(S)DA
calculations of the correlation energy (see e.g. section 8.7
of [21] and references therein). The generalized gradient
approximation by Perdew and Yue, introducing a non-locality
correction still in the framework of a local potential, improves
this situation considerably. However, its performance has
not been studied in strongly correlated extended systems,
the properties of which we intend to address in this paper,
especially in the case of almost filled bands of 3d or 4f
character. Moreover, since the exchange energy is between
one and two orders of magnitude higher than the correlation
energy, even a small error in the first might be comparable
with a substantial fraction of the latter.

In the present paper, our goal is the formulation of
a quasi-particle- or many-particle-theory that allows the
calculation of both ground and excited state properties
such as probed in electron spectroscopies. Therefore, in
the calculation of ground state properties, we prefer not to
approximate the exchange energy and to work with non-local
potentials in the framework of MST, by analogy with the
Hartree—-Fock—Kohn—Sham method of DFT, which provides

an exact functional form for the exchange [21]. For excited
states, non-local potentials are a necessary means both to
describe quantum-mechanical exchange and to represent all
the degrees of freedom eliminated in the reduction process of
the quasi-particle formulation. In this way it is hoped to go
beyond DF theory in the description of the physical properties
of correlated systems in their ground state and to improve our
ability to analyze their SR spectroscopies.

Section 2 presents a new derivation of the solution of the
Lippmann—Schwinger equation in the framework of MST for
non-local potentials, suitable for a straightforward extension
to the multichannel case. Section 2.1 gives the derivation
for scattering states, while section 2.2 calculates the Green
function and illustrates how it can be used to calculate both the
properties of the ground state and the spectroscopic response
functions related to excited states. Finally section 3 extends
the theory to the multichannel case, illustrates the reduction to
the single channel case, calculates the relevant spectroscopic
response functions for photoemission and photoabsorption
and introduces the multichannel GF as a key ingredient for
performing ground state self-consistent calculations taking
into account local electronic correlations. To this purpose
a generalization of the usual Kohn—-Sham implementation
of DFT is given in the case where many configurations
are present in the ground state wavefunction. Section 4
summarizes the results.

2. Multiple scattering method for scattering and
bound states: quasi-particle approach

In this section we assume that we have already reduced
the excitation problem to an effective independent particle
problem via the knowledge of an effective optical potential
V(r;r’) which is in general non-local. The reduction
process will be sketched in section 3. Throughout the
paper we shall use real spherical harmonics and shall
put for short Ji(r; k) = ji(kr)YL(F), Np(r; k) = nj(kr)YL(F)
and H; (r; k) = —ikh] (kr)YL(F), where j;,n;, by denote
respectively spherical Bessel, Neumann and Hankel functions
of order / and L stands for [, m.

2.1. Scattering states

In the quasi-particle approach, we need to solve the
Schrodinger equation (in Rydberg units)

(V2 +E)yr(r; k) — / Vs t)y @ kd3r =0 (1)

supplemented by the outgoing boundary conditions

. ikr
Y k) ~ T 4 £ kf’T @)

where k = +/E is the photo-electron wavevector and f(£; k)
is the scattering amplitude. We have omitted for simplicity
an overall factor (k/ (16713))% which takes into account the
normalization of the scattering states to one state per Ryd.
We assume that V(r; r’) is a most general optical potential,



J. Phys.: Condens. Matter 24 (2012) 365501

C R Natoli et al

i.e. it may be non-local, complex and energy dependent. Its
non-local part may be long range, in the sense that it extends
well beyond nearest neighbors, although decaying not slower
than 1/r2 with r = |[r—r’|, which is the behavior of the density
matrix in a free electron gas [21].

By introducing the free electron Green function, the
solution of the equation

(V2+E)G(x—r;E) =8 — ) 3)

we can transform the differential equation (1) with the
boundary condition (2) into an integral equation, known as the
Lippmann—Schwinger equation, easier to solve and of more
transparent physical interpretation. This equation describes
the response of the system, described by the potential V(r; r’),
to an exciting plane wave e/*T and is given by

vk =+ [ Giw - ripvai)
x (" k) &3 . 4)

By applying the operator (V2 +E) to the left-hand side, taking
into account equation (3) and that (V2 + E)ekT = 0, we
easily find that the solution (4) obeys equation (1). As for
the boundary conditions, we use the fact that the solution of
equation (3) is given at large r by

N 1 eiklr—r’l
Gioe—1rE)=——
of ) 47 |r — /|

eikr(l—rr’ /r?)

N — (r—o00) (5
r

which, when inserted in (4), provides an explicit expression
for the scattering amplitude f(¥; k). Its modulus squared is
the cross-section of an impinging electronic plane wave onto
the scattering potential. Due to the expansions [25]

T =47 Y iy (K)JL(r: k) (6)
L
Gir—r:E) = Z] (r; HH(¥; k) ( /
0 £ - L E) L £ r< r) (7)
L
r>7r)@®)

=Y I DA (r; k)
L

and the linearity of equation (4), we can write the
corresponding solution as

Y k) = > ALK k) ©)
L

where A; = 4nilYL(ﬁ) and v (r; k) is the wavefunction in
response to an exciting wave with angular momentum (AM)
L, satisfying the equation

mmm=nmm+/%&—ﬁmw&ﬂ)
x Y (x”s k) &3 &3, (10)

Remembering the relations (6)—(8), we see that at great
distances

e = e+ S
L/
X /JL’ (1'/; k)V(r’; r//)lﬁL(l‘”; k) By B

=Jur k) + Y H (T (11)
L/

where we have defined T}/, as

Ty = / Ju (e Ve )y (' k) drdr. (12)

The quantity Tp; = Ty is known as the T-matrix of
the potential and measures the scattering response to an
incident wave of angular momentum L into one with angular
momentum L’

In MST we now partition the space in terms of
non-overlapping space-filling cells €2; with surfaces §; and
origins at R; and introduce local variables r; = r — R;. The
partition is assumed to satisfy the requirement that the shortest
inter-cell vector R;; = R;—R; joining the origins of the nearest
neighbor cells i and j is larger than any intra-cell vector r; or
r;, when r is inside cell i or cell j. If necessary, empty cells can
be introduced to satisfy this requirement. We also assume that
there exists a finite neighborhood around the origin of each
cell lying in the domain of the cell [28].

Accordingly, we split the potential V as V + AV, where
\7(1'; r’) is different from zero only for r, r’ inside the same
cell. V is partitioned into cell potentials, such that V(r; r') =
Zjﬁj(rj; rj’.), where vj(r;; rj’.) takes the value of V(r;r’) for
r,r’ inside cell j and vanishes elsewhere. In the following
we disregard the part AV of the non-local potential extending
beyond the cell, which will be included in a second step.

We introduce as well local scattering solutions of the form
of equation (10), but referred to the center R; of cell €2; and
relative to the potential v;(r;)

Yr(rj; k) = Jo(xj; k)

+ /Q Gy (xj — xj V() )L s k) &) (13)
j

so that the global solution ¥ (r; k) in (4) can be represented

locally in each cell €2; by the expression [28]

¥ (rj; k) = Z CLI)YL(xj; k). 14
L
The coefficients é’lL(k) are to be determined by the condition
that the global solution be smoothly continuous at the
common boundaries of contiguous cells.
A simple way to obtain this condition is to rewrite
equation (4) referred to a particular center R;, so that we have

¥ (rj; k) = riehtRi
+ /Q Gy (x; — v vi(r) ¥y (s k) drf &
+ Z/ Gy (xj — v} byv(r}; 1))
j#i T

x Y (] k) d3rj/~ d%,//. (15)
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By using the local representation (14) and equation (13) we
find

D CLI)IL(ri; k) = erighRi
L

/ G (rj —
J;ﬁl

x XL: C, (R TL(x]s k) &r) .

(16)

;b7 1)

The derivation now proceeds along the lines of traditional
MST [28, 12, 15]. We take r; in the neighborhood of the origin
of cell ©; and use the two center re-expansion of the free
GF [25]
Gy (=5 k) =Y Il GY 1 (x5 k)
LU

a7

which converges absolutely and uniformly in both cells
provided R;; > r; + r;. This is a condition satisfied for
muffin-tin cells, but not in general for space-filling cells.
In [16, 17] it is shown that a rigorous derivation of the MS
equations can be achieved by assuming the weaker condition
Rjj > max(r;, r;), separately for each pair of cells, a relation
assured by the conditions assumed above for the partition of
the space. Since we can take r; arbitrarily near to the origin
of cell 7, the absolute convergence of the expansion (17) is
always assured. In equation (17) GLL, are the free electron
propagator in the site and angular momentum basis (KKR real
space structure factors) given by

Gl =4n Y Cw, L LY~ iRy k) (18)
L//
where
C(L, L/; L//) = / Yo (Y ()Y (R2)dR. (19)

Projecting equation (16) onto the spherical harmonics (SH)
Y1 (F), eliminating the common factor j;(kr;) and remembering
the definition (12) for the cell TV-matrix relative to the
potential V, we find the following algebraic equations for the
coefficients é‘i(k):

G =LK+ Y G, 1,0,k (0
J#i L'L"
where
i k ) i AKR;
L) =\ i 1)

Notice that in the last expression we have reinserted the factor

(k/ (16713))% necessary to normalize the scattering states to
one state per Ryd, which had been omitted for simplicity
in equation (2). These relations describe the propagation
of the site and angular momentum amplitudes Ci(k) from
one site to another analogous to that described by the
Lippmann—Schwinger equation (4) for the point amplitudes
¥ (r; k), except that now the scattering power of the potential
at point r is replaced by the corresponding scattering strength

T]LL, of the cell at site j. They can be viewed as a Dyson
equation for the expansion coefficients CZ (k).

Reference [17] giv¢s a new scheme to calculate the
scattering amplitudes T]LL, in the case of a local potential,
based on a method to generate local basis functions for
truncated potential cells that is simple, fast, efficient, valid for
any shape of the cell and does not make use of cell shape
functions expanded in spherical harmonics, reducing in this
way to the minimum their number in the expansion of the
scattering wavefunction. Such a method has overcome the
major stumbling block for the development of a full-potential
MS theory. For a non-local potential the solution can be
found along the same lines as for the Hartree—Fock equations
by an iterative procedure starting from the local solution. If
necessary, a local exchange can be added and subtracted in
order to make the iterative procedure converge faster. It is
interesting to note that the non-locality of the potential V
does not affect the intuitive interpretation of MST, since in the
Dyson equation (20) only the physical scattering amplitudes
of the various cells intervene.

In MST it is expedient to work with other amplitudes
B, (k) such that

B) (k) = Z 10Cl () (22)
by expanding locally the scattering function in terms of new
basis functions given by

OL(rji k) =Y _[T15 Y (xjs ) (23)
L/

so that now

Tk =Y B R k). 24)
L

On the basis of equation (20), the new MS equation are easily

seen to be

> (@B (k) — ZG{L,BJ (k) = I (k)

r %

(25)

from which we derive the solution

>k = \f Y il YRR (26)

L L

B (k) =

in terms of the scattering path operator T, the inverse of the
MS matrix (T~! — G)

=T '-6 L (27)

As usual, we have introduced matrices labeled by the site and
angular momentum indices. Equations (26) and (25) show
that the quantities B! 7 (K) are scattering amplitudes, which
in the case of real potentlals satisfy the generalized optical
theorem [29, 25]
. i . 1

dkBL(k)[B’L,(k)] = ——ImrLL, (28)
This relation is very important, since it establishes the con-
nection between the photoemission and the photoabsorption
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cross-section [17]. Moreover, —Imr& is proportional to the
L-projected density of states onto site i. All this is obviously
valid for a non-local potential with support only inside each
cell.

The solution for the whole potential V, including the
non-local long range part AV, can now be found in the
following way. Writing in equation (10) |/7) = |¥) + |Avr)
we have, in operator form,

Y1) + 1AYL) = L) + G§ (V + AV)(IYL) + |AyL))

where |y7) = |Jp) + Ga“ V1) is the solution of equation (10)
already found in terms of MST. Therefore |Av) obeys the
following equation:

[AYL)

Neglecting for the moment the last term in this equation we
have

(29)

= G VIAYL) + GJ AVIyL) + G AV|Ayr). (30)

|AYL) =

This is an equation similar to (10) with a kernel G(J)FV and
an inhomogeneous term given by GarAVh/_/L). Projecting the
solution onto cell €2;, noticing that AV is zero inside 2; by
definition and remembering equation (17), this term takes the
form

GEVIAYL) + GEAVI|YL). 31)

> LK (k) (32)
L

where, indicating by S the whole space,

K=Yl [ T AV )
L
(33)

Notice that a convergence problem might arise for cells €2;,
nearest neighbors of cell €2;, where, for points near the cell
boundaries, r; + r; might be greater than R;. The way to
bypass this difficulty is to use the displaced cell approach (see,
for example, section 6.5.3 of [12] and appendix G of [17]),
whereby one can write

Y LK (k) = Z{Zm (b)JL(r)Gar (R;; +b)
L

in Ly

x f Ju () AV(ry; ¥y ) dr d3r’} (34)
S—Q;
obtaining a convergent result, provided |R; + b| > RE’ +
R}? (where again RE? is the bounding sphere of cell €2;)
and the sums inside the curly brackets are performed first.
Equation (34) can serve as a definition for K ’L (k) by projection
onto the complete set of functions J(r;). Here Jr;/(b) is the
usual translation operator in MST as defined in [12]. Notice
that the vector b depends only on the geometry of the partition
of the space in cells and is independent of L. Equation (34)
reduces to equation (33) at points for which r; +r; < R;;.
With this proviso we can expand |Ar) in terms of the
same basis functions as for | ). Following the same lines as
the solution illustrated above, the new scattering amplitudes

Bi(k) that include the correction introduced by AV are given

by
Bi(k) =Y 1/, (1K) + K}, (K))
Jr
f ook @y @R+ K, (k). (35)

JL

Now, in order to take into account the last neglected term
in (30) we use this expression for Bl 7 (K) in place of the
old amplitudes (26) to calculate wL(r) in (33) and iterate
this procedure until self-consistence. This procedure should
converge if the perturbation AV is ‘small’ enough, i.e. if the
trace of Tr(G, AVT Gg AV) < 1 for energies E not on the real
axis.

Expression (35) can be used to calculate the response
functions for core spectroscopies. But in this case the presence

of the extra term K]L, (k) invalidates the generalized optical
theorem so that to calculate absorption spectra it is preferable
to use the expression for the complete GF, which is calculated
in the next section 2.2. Here we also give an alternative
method to calculate |y ) in terms of the Green’s function for
the potential V.

2.2. Green’s function

As already anticipated in section 1, one of the major
advantages of MST is the direct access to the Green’s
function of the system. Having an explicit expression for
this quantity is of the utmost importance both for writing
down spectroscopic response functions (see [18]) and for
the calculation of ground state properties through contour
integration in the complex energy plane (see e.g. [10] and
references therein).

The GF is a solution of the Schrodinger equation with a
source term

(V2 + E)G*(r,Y; E)

— / S v, v)GT' ¥ E) =5 —1). (36)
It is known that a formal solution of this equation is given
by

Yo ()Y ()
2 Fh

Gr(r,r;E) =
E—E,+in

(37)
where the sum runs over all eigenfunctions v,, whether
discrete or continuous, of the associated Schrodinger
equation (1). Henceforth, we shall omit the indication of the
analyticity behavior, unless necessary. From this expression it
is clear that in the complex energy plane

o (38)

G(r,r; E)dE =y [, (r)?
c neC
where now the sum runs over the states with energy inside
the contour C. Moreover, the density of states can be found
simply as

1 £ JPATIP _
—nIm/d rG (r,r,E)_Xn:S(E E). (39)
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As for the wavefunction, we observe that equa-
tion (36) can be transformed into the corresponding
Lippmann—Schwinger equation

G(r,Y';E) = Go(r —1'; E)

+ /Go(r—rl;E)V(rl;rz)G(rz,r/;E) d’r; dry. (40)

Following the partition of the potential V =V 4+ AV
introduced in the previous section, we first solve for Vv
in the framework of MST. The solution corresponding to
equation (40) for this potential can be found by the procedure
used by Zeller [30]. The result is

Gi i B) = )l - G 'GYY, y ()
LL

+ 85 ) YL )WL(rs) (41)
L

where r_ (r-) indicates the lesser (the greater) of r; and r;.
The function W/ (r) is the irregular solution in cell i that
matches smoothly to FIZ“, (r) at R{).

The solution G for the entire potential is then seen to
satisfy the equation

G =G+ GAVG =G+ GAVG (42)

remembering that by definition (A + E — V)G = I, and can
be obtained by iteration if again Tr(G™ AVIGTAV) < 1. The
first few iterations should be sufficient.

We notice, en passant, that |1 ), the wavefunction obeying
the Lippmann—Schwinger equation for the full potential V,
satisfies an equation equivalent to (42),

lW) = |¥) + GAV|y)

the solution of which can again be found by iteration. The
zeroth order approximation of this equation provides the same
solution as (31) with Gy replaced by G and constitutes a
preferred starting point for an iterative procedure. We shall
discuss in section 3 the range of the non-local potential AV.

As mentioned above, the solution of (40), together with
equation (38), constitutes the basis for the self-consistent
calculations of the ground state either of periodic systems (by
working in Fourier space) [10] or in real space [31] in the
framework of the local density approximation to DF theory.
In this case the MS solution for the Green’s function G in (41)
is sufficient.

In practice, given an initial potential constructed on
the basis of an initial density po(r) according to a certain
functional expression, one constructs the GF (41) and finds
the associated density according to the relation

(43)

1 (5
— —Im / Gt (r,r; E)dE = pi(r) (44)
T —00
where the integral can be calculated by deforming the
integration path in the complex plane and Ell: is obtained from
the relation

/ d*r pi(r) = N. (45)

N being the total number of electrons in the system. This new
density can serve to build a second potential to generate a
second GF and a second EI% and so on, until self-consistency.
It can be shown that this procedure minimizes also the
ground state energy. Moreover, calculations in periodic and
finite systems can now be done efficiently in full-potential
mode [10, 17].

The knowledge of the self-consistent GS density is
convenient for calculating the effective optical potential in
the local density approximation in emission spectroscopy
where, according to the final state rule, the final state to be
considered is the GS of the system. However, the procedure
can also be useful for excited states with a deep core hole
in absorption spectroscopy, since with good approximation
these can be considered as the GS of the system for the
Z + 1 impurity atom. In this way one can assess e.g. relative
edge shifts in compounds where the photoabsorber enters with
different formal valences, and in general investigate effects
related to the self-consistent density. Moreover, it is known
that in the absorption cases where the excited photo-electron
almost fills up a final state band (e.g. CuO) the Pauli principle
blocks charge screening, so the LD optical potential should be
constructed using the GS density.

It is clear from equation (37) that the GF contains
information not only on the occupied states of the system but
also on the unoccupied ones, so it can be used to construct the
response function for core electron spectroscopies. We refer
the reader to [17] for the treatment of this subject in the case
of local general potentials.

3. Multichannel multiple scattering theory
3.1. Multichannel spectroscopies: scattering states

To fix the ideas we start by calculating the angular-resolved
photoemission cross-section in the many-body case, which is
the basis for all other x-ray spectroscopies. In this experiment,
photo-electrons of energy E = k> are detected along a
direction k determined by the user. In this section, for the
convenience of the reader, we shall use the notations of [25]
for the statement of the problem, so that it will be easier to
underline similarities and differences with the previous paper.
The expression for the photoemission cross-section for
the ejection of a photo-electron of final momentum k and
kinetic energy k> along the direction K can be written as [18]
2

do (w)

= 4n’ahw (46)

N
(O8> ri|wY)

i=1

where \IJ{(V is the many-body final scattering state, normalized
to one state per energy interval unit, for the N-electron system
with one electron of momentum k traveling to infinity, and \L’g
its ground state with respective energies EkN and E]gv . Here «
is the fine structure constant, fiw the incoming photon energy
and ¢ its polarization. Energy conservation imposes that fiw =
EkN —Elgv . According to Breit and Bethe [32], in order to satisfy
the correct boundary conditions for the ejected photo-electron
(no electron in a continuum state in the remote past), we must
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take the time-reversed scattering state by application of the
time-reversal operator ©.

In the case of photoemission from a deep core state ¢zo of
angular momentum Lo = (lo, mg), we assume that, to a good
approximation,

W (e, ey, ever) = (ND'PAgE ()
X chq)ilv_l(n, RS JYARD
n

= (N)'2A¢f WYy, ... rno0) (47)

where A is the usual antisymmetrizing operator (A =
1/N'Y_p(=1)PP, with A2 = A, P being the permutation
operator) and CDI,;’ “I(ry,...,ry_1) are Slater determinants
describing the configurations present in the ground state
of the system. Normalization imposes ancn|2 =1 if
(pcldc) = 1 and for simplicity of presentation we shall
omit spin variables, though their introduction into the theory
would be straightforward. Moreover, we treat here only the
non-relativistic case, although the method could be extended
with some labor to the relativistic one.

In a similar way, we can write without loss of generality

W T, ryo) = (V) 2A

X Y Q@B L ryo) (48)

where « labels any complete basis set and where the functions

%, ignoring exchange effects, can be thought to describe the
excited photo-electron while the U ~! states are normalized
eigenstates of the Hamiltonian HV~! describing the remaining
(N — 1)-electron system with eigenvalues Eg -1

N—13N—-1 N—11,N—1
HVTNON = BN (49)

The tilde over them stands as a reminder that in the
expansion (48) the relaxed states around the core hole
are dominant. If needed, they can be in turn expanded
in terms of Slater determinants describing the intervening
configurations in the final state. The expansion in (48) is akin
to the eigenfunction-expansion method in quantum molecular
dynamics [26, 33]. For example, in electron-molecule
scattering, the total scattering wavefunction is expanded in
terms of eigenfunctions of the target state (the molecule). In a
photoemission experiment, the photo-electron plays the role
of the impinging electron (which in this case is generated
inside the system), while the rest of the (N — 1)-particle
system represents the target. Borrowing the term from
electron—molecule scattering theory, we call the states \ilév -1
final state channels. This similarity is not surprising, since
in the photoemission process the time-reversed scattering
wavefunction appears in equation (46). We sketch the analogy
between photoemission and electron scattering in section B.
Here and henceforth the index f in the final state WY can
be replaced by k whenever we deal specifically with the
scattering state \IJ{(V .

The wavefunction \IJ;V is an eigenstate of the total

Hamiltonian HY with eigenvalue EN = Eg + hw, i.e.

NN _ NgN
HY WY = BV, (50)

Moreover,
1,N—1 N.
; 2 N 27
HN — _v2 + _ _ “Lk +HN—1
" Z Ir — il k;u—Ru
I,N—1

=—Vi+ ) V) + oz +HYV (51)

N, being the number of atomic sites and ®z(r) the total
nuclear potential.

By inserting (48) into (50), projecting onto the states
\Il(jxv ~! and using (49), one obtains for the amplitude functions
¢£[ the set of coupled equations

(V2 +k) <¢£ OEDY / Pap (T r/)aag(r/)dr’)
B
= Zf Vollﬂ (r, r’)q&fﬂ(r’) dr’
B

+>° / V24, r/)q&g(r/) dr’ (52)
B
where
2 _ N—1 N =N—1 N—1
K2 = ho — (EY"' — EN) — (BN - EN 1)
= hw — I, — AE,. (53)

I being the ionization potential for the core state and AE,, the
excitation energy left behind in the (N — 1)-particle system. In
equation (52) the second non-local term in the left-hand side
comes from the presence of the antisymmetrizing operator
A in the expansion (48) and is expressed in terms of the
interchannel one-particle density matrix

Pap (X' 1) = pg, (1) = (N — 1)
X /‘i’gv_l)*(l‘, r2,...,In—1)

X \Tlg_l(r/, ry,...,ry_1)dry---dry_i.
(54)

The non-local interchannel potentials Voltﬁ(r, r') are

the matrix elements between states WN~! and \ilfgv —1of
the interaction potential V(r, r;) plus the external nuclear
potential ®z(r) and include local terms as well as non-local
exchange terms originating from the exchange interaction.
Explicitly, in terms of the density matrix (54), we have
Vo‘lﬁ (r,v) = vgj/3 (r, 1) + Vg (r, '), where

Vig(r.r') = 8(r—1')
% [f ,Oaﬁ(r”; ¥’
Vap (0, 1) = —pag(r; 1)

2 1
x [— +5(Dz(0) + q>z(l’/))} :
r—1r/| 2

dr”+®z(r)8
[r —r”| rezm aﬂ:| (55)
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Moreover

Vag(r,r') = — / pag(r e, 1)

2 2
X dr” 56
(|r"—r| " |r”—r’|> o
is given in terms of the two-particle density matrix
pap(. xir, 1) = (N — )(N —2)/2
X /\iléN_l)*(r, ..., rN_1)
x xirg’—l(r/,r”, oIy drs - -dry_ (57)

which, if necessary, can be approximated in terms of
one-particle density matrices, as shown in section 3.3. In
equations (55) and (56) we have symmetrized respectively
the external potential ®z(r) and the Coulomb interaction
2/Ir” — r| due to the fact that when summed over B in
equation (52) the two terms give the same contribution. This
shows explicitly the hermiticity of the interchannel potential.
Likewise one can show that

(VE+i). f pap (1 ¥) ¢y (1) dr’
B

= ; / (V2 + k3) pap (11 )1y () dr’ (58)

where Vlz,, acts only on p. This implies that this term is also
Hermitian. These properties of the density matrix are shown
in section A.

The difference between the present approach and
that of two earlier papers on the same subject lies in
the fact that in [25] a local density approximation of
the exchange interchannel potential was assumed to be
feasible, without however specifying the actual procedure for
performing such an operation, while in [27] the non-locality
(and the orthogonalization of the photo-electron final state
wavefunction to the initially occupied states) was imposed
only inside the photoabsorbing cell. No good approximation
was found in the first case at low photo-electron energies,
whereas the second approach was found to be good in
the nearly empty band case (Ca and Ti compounds, for
example [27, 34]) but failed, although not too badly, in the
nearly full band case, as in the CuO compound. The need
to also orthogonalize the excited electron wavefunction on
the ligand was quite evident. A simple argument bears this
out. We can estimate the correlation length of o4 (r; ') for
valence states in terms of a free electron gas model, whereby

(see page 107 of [21])

where p(r) is the density at point r, t = kg(r)|r — r/| and
ke(r) = Br2p)'/3 = 1/(0.52ry), ry being the electron gas
parameter given by r; = (‘%p)l/ 3. At valence states densities,

sint — tcost
[3

r+r
2

Paa(t;¥) = p ( (59)

typically ry & 2 au, so that kg ~ 1(au)~!. This means that at
a distance of only 3 au ~ 1.5 A from point r the exchange

decreases by a factor of &3 or 10 (according to the value
of ), implying a non-locality at least extended up to nearest
neighbors.

Coming back to the photoemission problem, the set of
equations (52) is to be supplemented with the boundary
conditions related to the behavior of the photo-electron at
infinity and to the state of the (N — 1)-electron system
according to the partition of the total energy Ej{v = EQ’ + hw
between them. To each different partition there corresponds
a different set of boundary conditions leading to a different
solution of the set of (52). For example, if we are interested in
a particular photoemission channel y with kinetic energy k)z,
leaving behind the energy AE, into the system, in the limit
r — +o0o we should impose the scattering conditions

1

2 ik,.r 2
> e 8y + fu(r, Ky)

koz ikgr

1673

where we have made explicit the dependence of ¢, on k,, as
an argument rather than an upper index. Here, as usual, 84,
is the Kronecker symbol, f, is the scattering amplitude and
the factor (ky/ 16703)1/2 takes care of the normalization of the
photo-electronic plane wave at the detector to one state per
Rydberg.

Using equations (46)—(48), defining the overlap density
matrix

Pag(X;T) = (N — 1) / NV, evo)

(60)

r

Do (1 ky) = (

X< WY ry, ey ) dry - dey g (61)

and introducing the orthogonalized core initial state

PE(r) = ¢S (r) — S, f Pag(t; PGS () dr (62)

we can rewrite the photoemission cross-section as

872ahw Z

myg

2

> Sulty (X kp)[& - Tl ()] -

o

do (w) _

~

(63)

Here and in quation (62) we have introduced the overlap
integrals S, = (G)\Ilév -1 |\I'£,V ~1y of the passive electrons and

indicated by ¢, the time-reversal of ¢{; (in practice the
complex conjugate, if spin is neglected). Spin—orbit splitting
in the initial core state has been ignored for simplicity,
although it can be easily added, and spin degeneracy (in the
case of non-magnetic systems) has been taken into account by
an extra factor of 2.

The set of equations in (52) contains the complete
description of all the outcomes of the photoemission process,
be it of intrinsic origin (i.e. consequent to the relaxation of the
system around the core hole) or extrinsic (excitations created
by the photo-electron in its way out of the system). Their
complete solution is out of the question; however, one can
analyze their implications in particular cases. The simplest
one is when the excited photo-electron interacts weakly with
the rest of the system, e.g. when the final state is an extended
wide band. This case lends itself to structural analysis, in both
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photoemission and photoabsorption. To a good approximation
we need only to consider the completely relaxed or elastic
channel (i.e. the one for which AE, = 0), because it carries
most of the weight and is usually used for structural analysis.
Indeed, using for this channel the index « = 0, we have as a
typical value [Sp|* = [(©W) W =1)]2 ~ 0.9 [35].

With this in mind, we can then think of solving the
set of coupled Schrédinger equations (52) by eliminating all
unwanted channels in favor of the elastic one [18]. The result
is a single equation for the channel function ¢g(r) at energy
E= k(% with an effective complex energy-dependent non-local
optical potential of the kind

[VZ+E — dz(r) — Ve(r)]go(r)

= / OP(r, v'; E)o(r') dr’ (64)
where we have isolated its local Coulomb part (V;) and
indicated the energy dependence coming from the eliminated
channels by the argument E in X°P', Notice that, although not
explicitly indicated, this equation should be solved with the
constraint that the channel function ¢g(r) be orthogonal to
the one-particle states constituting the configurations present
in the ground state. Usually this condition is neglected,
but its effects might be quite important near the edge, at
low photo-electron energies. In fact the exchange effects
described by X°P' do not contain this kind of constraint,
but only the reflection of it on the interparticle potential.
A widespread approximation for %P is that based on the
local density single plasmon pole approximation of a GW
self-energy by Hedin and Lundqvist [36, 37] (see [38] for
an explicit expression of it), or a generalization of it [39].
These exchange—correlation potentials ignore the description
of intrinsic losses (presumably small in the case of weak
interaction of the photo-electron with the rest of the system)
and describe the exchange at a local level.

Obviously different is the case when the interaction of the
photo-electron with the core hole and the rest of the system
is strong. In this instance, effects of single quantum states
become important and contribute features to the spectrum
which are not of structural origin. We need to solve the set of
coupled Schrodinger equations (52) with scattering boundary
conditions (60). As in the single channel case, this is best
done by passing to the corresponding Lippmann—Schwinger
equations

i
L) = ( )2 e*r T8y,

+ 3y / Go(r — ¥t ko) Vap (/. X") gl (1) dr dx” (65)
5

ky
1673

where the free Green function Gy(r — r’; k) in channel « is
the solution of the free equation

(V2 +I2)Go(r — ¥ ky) = 8(r — 1) (66)

with energy ké. Notice that now in equation (65) the potential
Vg also incorporates the effect of the exchange term in the
left-hand side (lhs) of equation (52), so that

Vap (5 1) = Vg + Vig + (Vi + k) pap(r: ). (67)

With this in mind, equation (65) clearly reduces to (52)
upon application on both sides of the operator (V> + kﬁ) with
the correct boundary conditions (60).

The procedure for applying the MS method and taking
into account the non-locality of Vggc (r, r’) then follows the
same lines as in section 2.1.

Calling V again the restriction of V to cell exchange,
equation (65) can be written in vector form

d (r; k,) = 1I(k,)

+ / Go(r —r’; KV, r)d @) dr dr” (68)

where in the channel space ® is a vector with components

. . k, 1
d>7;, I(k, ) is a vector with components (1 6;3)26“9’ T8ay, k
is a vector with components ky, Go(K) is a diagonal matrix
with elements Go(r — 1'; ky)84p and finally V is the potential
matrix. As before we introduce local (cell) scattering solutions
in response to an exciting partial L-wave in channel y.
Defining the vector J.(r;j; k,) with components Ji (r}; k) )3ay
we have

W (rj; ky) = Jo(rj; ky)

+ / G{ (- OV (), i)W (] k) EPrf & (69)

so that in any individual cell the global solution can be
expanded in terms of these local solutions as

&)f(l‘j; ky) = Z Cji(ky)q’L(rj; ky) (70)
L

where (_ZIL is a vector with components &/La. In terms of the
interchannel matrix

Ty = f T k) V(0 )Wy (s K & @
)

and putting together site, angular momentum and channel
indices we finally obtain the multichannel MS equations for
the amplitudes Cﬁa (K) written in matrix form

C(k,) = I(k,) + Go(k)TC(k,) (72)

where

Ck,) = (G, (k,)8;)

[k A .
I(ky) = ( ;yilYL(ky)elk)szaayal:j(SLL/) (73)

Go(k) = (G (ka)dap)

T= (T
This is the straightforward generalization of the single channel
MS equations, in that now the cell potential is no longer static
and can react to the impinging photo-electron by changing its
energy (and therefore its propagation channel).

There is one last point to clarify. Up to now we have
assumed that the functions pug(r, r’) in equation (54) are
known. The eigenfunctions \ifév _l(rl, ...,ry_1) of the (N —
1)-particle problem are obviously unknown. However, what
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we need is a density matrix, i.e. an integrated property of
the (N — 1)-particle functions, which can be reasonably
approximated. For example in a 3d" transition metal with one
atom per cell we might take

Wy, eve) A AT (g, -, 1)
X qD(rN(_I‘l+]a ...,er]) (74)

where \I/é[ (rj1,...,rjy) is one of the local multiplet
wavefunctions centered at site j for the 34" configuration.
They are linear combinations of Slater determinants made
up of single-particle functions calculated in a relaxed
one-particle mean field potential, N, is the number of cells and
®(ryv.n+1, .- -, rn—1) is the uncorrelated Slater determinant
relative to the remaining electrons in the system. This is
the approach used in [27], where the problem of calculating
the non-local exchange—correlation potential in each cell was
elegantly bypassed by calculating the interchannel 7/-matrix
in the R-matrix approach [27], so that the antisymmetrizer
A was acting only inside the cell. Notice that also the
excitation energies kg are not known, but, in keeping with
the ansatz (74), they can be reasonably approximated by the
multiplet energy splittings. The same approximation might be
used to calculate the two-particle density matrix or one might
resort to some kind of decoupling (see section 3.2).

Continuing with the multichannel theory, we can
introduce as before B—amplitudes via the relation

B, (k,) = Z 15 Crp(ky) (75)
for which the generalized optlcal theorem again holds
Z / diy B, (ky)[By, 5 (k)" = ——Imty, 5 (76)

where, as before, T = (T~ — G) in the extended multichannel
space. In this space equation (76) can be derived in the same
way as in appendix D of [17], provided the inhomogeneous
term I(k,) is of the form given in equation (73). Similar
derivations can be found in [25, 27].

As before, we can introduce new local basis functions

®f (rj k) = Y B (k) rp(rj ky) (77)
Lg
so that the photoemission cross-section (63) becomes
do () ’
o (w ~ —
— =8ahw Yy | SiML B 4(k,)|  (78)
14 mo | LB

with similar definition of the atomic matrix element M 1.Lg N
terms of the orthogonalized core initial state (62) given by

My rp = (Prp(r; Kp)[& - x|gf . (D).

By integrating over the emission direction k, we obtain the
total absorption cross-section

v/

x Z SEMT 15 (E)(Amt]'y; o )My 15 (E)Spr
LﬁL/ﬁ/

(79)

= —8nahw

(80)

which is the generalization of the single channel expression.
These expressions are valid if we can neglect the effect of the
non-local potential AV.

To take this latter into account we use the matrix
generalization of equation (29) and following, but again this
procedure would spoil the generalized optical theorem in the
multichannel case. Alternatively, we can use the expression
for the complete GF (see section 3.5).

3.2. Multichannel equations for the ground state

In trying to extend the multichannel method to investigate
properties of the ground state we start from the wavefunction

W' ey-) = (V)24

X Y (WY Ly ) 81)
o
and try to optimize the single-particle ¢, (r) using the

variational principle

SEn & [(WNIHIWY)
— s __£7 (82)
sgr  ogr \ (wNIwp)

assuming for the time being that the WY ~1 are known and

satisfy the same equation as (49)
HV N1 = pN=Tyg V-1 (83)

this time without a tilde, since we are dealing with ground
state properties.

Resorting to the same projection technique used to arrive
at equation (52) we find

(WY IHWY) = f $a () (V> + E) D (r) dr

- Z / Ga(0)(=V§ + EN"1) pap (r: ¥)pp (') dr dr’

/¢ () (Vag(r: ) + Vig(r: ¥')gp (') drdr’
(84)
and

(W W) = / ¢ () (r) dr

-y f 5 (1) pap(r: V)b (x) dr dr’. (85)

The symmetrization argument of section A shows that, despite
its appearance, the energy (84) is real, as it should be.
Moreover, by analogy with the Hartree—Fock procedure,
we impose not only the usual normalization condition
(‘IJQI |\ng ) = 1 but also the orthogonality conditions

f¢f§ (1) pap (1 ) (t') dr dr’ = (dalpldp) =0 (86)
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for all @ and . Introducing the Lagrange multipliers ;H—E{b,\’ -1
and €48, we need to minimize the expression

5z <<wg|H|ng> — (4 Ey~Hwd vy

)=

which leads to the following set of equations:

— > eap(duloldp) (87)

af

(V2 + k) pa(®) = (Vi+K2) Y f pop (r; ¥)pp (') dr’
B
+ Zeaﬂ / Pop (r; ¥)pp (') dr’
+ Z/ s (. 1) pp () dr’
+ Xﬁ: / V25(r, ¥)pp () dr’

where now the one- and two-particle density matrices are
referred to the (N — 1)-particle wavefunctions without tilde
(i.e. without core hole) and

(88)

k=pn+EY ' —EV = AEY! (89)

© being the chemical potential of the system (when
(WYwY) = 1) and AE)™! the excitation energies of the
(N — 1)-electron system.

In a standard variational scheme, equations (88) are to
be solved by assuming that the one- and two-particle density
matrices are known, even in an approximate way, in terms
of local multiplet wavefunctions, as mentioned in section 3.
However, the single-particle wavefunctions used to build them
would not contain the effect of the environment of the solid.
The remedy to this drawback will be described in section 3.3.

Equation (88) represents the propagation of a test electron
throughout the system, passing from a state described by
¢« (r) to another one described by ¢g(r) under the action of
the interchannel potentials Volcﬂ + Vozlﬁ. Notice the presence of
a further kinetic term on the right-hand side of equation (88),
analogous to the same term in equation (52) describing excited
states. This term is a kind of exchange correction to the kinetic
energy arising from the antisymmetrization of the test electron
wavefunction to the rest of the system.

It is interesting to investigate the nature of the
interchannel potential. The analysis is complicated by the
presence of the two-particle density matrix in V2. To this
purpose we put

20050, ¥ ¥ ¥") = (pup(r: 1) pup (8 ¥
— pap (" 1) pap(r; 1))
X (1 + hep(r; 1)) (90)

where the second exchange term preserves the antisymmetry
between the couples of variables on each side of the semicolon
on the left-hand side and A (r; 1) is a symmetric function in

the two variables that describes a kind of correlation hole [21].
Neglecting this correlation, we find

(V2 + k) pa(0) = (V24 KZ) Y / pap (r; ) (1) dr’
B
+ ) eap f Pap (13 1) () dr’
B

+> / Vi, ¥)pp () dr’
p

oD

where

Vap(r.1) = Vg (1) + Vog (v, 1) (92)

is given in terms of
Vdg(r.x') =8(r—r)

2
) [/p‘”ﬂ(r R

dr” + (Dz(r)(Saﬂ]
1
+ z(q’z(l‘) + ‘bz(l‘/))]

exc(r r) —

[r —r'|
pap ;")

2 ) dr//

— 3Pup (3 1)

X<|2

r’ —r I —r/|
+ 3 | pap@; ) pap®’; 1)

2 2 /!
X + T dr”.

|r// — r|
Notice that 0qq(r,r) is normalized to N — 1, since the
states \Ilév —1 are normalized to one. Neglecting, for short,
symmetrization, we now observe that equation (91) can be
rewritten as

(93)

(V> + kg — Dz(r) [qsa OEDY / pap (6 ¥ ) (r') dr}
B

Z/M@r>
x[mm—fmmnw%wwﬂ
—Z/Mam

X [¢ﬁ ) — / pas (s )3 () dr’]

2

I.// |

dr//

/!
] dr

+ ) eup / pap (r; ¥')pp (') dr’. (94)
B

In the case of only one channel (¢« = § = 1) with no electronic
correlations, \IJ{V_I =[N — D24 l'Il-l’N_ldn(r,-) is equal
to the Slater determinant of the remaining N — 1 particles,
Pea (0, 1) = YN le*(r)gy(r), and the relation (90)
becomes exact with 2 = 0 [21]. Then equation (94) reduces to
the usual Hartree—Fock (HF) equations, the last term imposing

the orthogonality of ¢, (r) on all the remaining single-particle
wavefunctions.
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For many channels, equation (91) is the generalization
of the HF equations to the case where we mix different
configurations of the entire system, described by WN=!
something like the case in a multiconfiguration HF. Actually,
one can view these equations as a kind of Euler-Lagrange
equation for the Hartree—Fock—Kohn—Sham orbitals ¢ (1),
in which all terms with 8 # o in the effective potentials
represent a sort of functional derivative of the correlation
energy, the exchange part being represented exactly by the
B = « term (cf e.g. equation (8.4.4) in [21]). This point of
view will be elaborated in more depth in section 3.3.

It is interesting to note that the present scheme is free
from self-interaction problems and that the pure HF potential
is modified via the presence of many channels and the
two-particle correlation function.

3.3. The ground state energy as a functional of the
multichannel density matrix

In this section we want to tackle the problem of the
self-consistent determination of the one-particle density
matrix and present a more fundamental point of view for
minimizing the ground state energy.

The starting point is the realization that the most general
one-particle density matrix derived from antisymmetric
wavefunctions can be represented as

p(r; ) = migi(r)¢ (r') (95)

l

where ¢;(r) is an orthonormal set of natural orbitals and
n; are occupation numbers such that 0 < n; < 1 [21]. They
are respectively eigenstates and eigenvalues of the operator
p(r; ¥'). This representation of the density is also the basis
for the Kohn—Sham (KS) implementation of DFT and for its
generalization (see the Hartree—Fock—Kohn—Sham method;
section 8.4 in [21]).

In an endeavor to find an extension of the HF-KS method
that takes into account a multiconfiguration (multichannel)
scheme, such as the one we have described through this paper,
we define a matrix ‘density matrix’ as a vector generalization
of equation (95)

Pop @t = nithia (D)7 (x) (96)
i
or in operator form in channel space
L(rr) = Z”i|¢i(r)><®i(r/)| 7
i

where the vector function |®;(r)) has components ¢;, (r). In
analogy with expression (95) they are eigenstates of I'(r; r’).
Notice that

Y aa(rir) = p(r) =) |¢ia (1) (98)
and, provided
> f | (1) | dr = (D (1) ;(r)) = 1 (99)

14

we have for the total number of electrons N
N = Z n;.
i

In keeping with the expression (84) for the ground state
energy and the definition (96) we write the following energy
functional:

(100)

E({ni, ¢ia}) = Zm/¢f&(r)(—V2)¢ia(r) dr

1
S

iaf

+ % Z n;
iaf

+ %Vgﬁ (r; ©)pip () drdr’

/ 65, (1) (=2 — V2 pus (5 )by () dr dr’

/ i (1) (Vg (5 )

(101)

where the potentials V! and V? are the same as defined in
equations (55) and (57). In comparison with equation (84),
we have dropped here the terms EY ~1, which are supposed
to be taken into account by the introduction of all the other
orbitals different from the one under consideration. The factor
% takes into account double counting, as does the factor of %
in front of V2, since p? is proportional to the product p'p!
(see equation (90)). The guiding idea is that the variational
equations obeyed by the ¢y (r) should be similar to those
satisfied by the wavefunctions ¢ (r) of the test electron in
equation (88).

By rewriting equation (101) in terms of only the density
matrices defined in equation (96) we find
+ Vi +V?

€xc

E({ni, ¢ia}) = Epap)) = T1 + T2 + V) (102)

where

(103)

Ti=-) f dr V2 po (r, 1)
o

is the usual kinetic term operator of the Kohn—Sham reference
non-interacting system,

r=r’

= %Z/P;ﬁ(l’; ') (=VZ — V) pup(r, ¥') drdr’
af

-1 / (IV a0, ¥) % + |V 0gp (r, ¥)|?) dr dr’
af

(104)

is a correction term to 77 arising from the presence of
correlation in the basis functions \IJZXV ~1 (it would be zero if
such a function were a Slater determinant),

1 2
Vj= —Z/p;‘g(r; r—-
2 7 r —r/|

+ Z/ Dz(r) pga (r, r)dr

pap(r’; ¥') drdr’

(105)

is the direct term of V!, whereas
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Velxc = _% Z/ | 0ap (r; r/)|2
of

“

is the corresponding exchange contribution, where the term
with ®z(r) has the same origin as in 73. Finally,

Vi=—3) / Pap(T: ) pga(r s )
ap

“

is the term coming from the two-particle density matrix. Using
the relation (90) we can then rewrite V2 as

Vi=—§> / {1pap (6 ) pop (0 1)
af

— Pap (65 1) pop (0 ') pop (15 7))

2 2 - /1.0
X + (1 + hgpg(r; r')) drdr dr
|l’” _ I'/|

[r” —r|
(108)
where the function 4 is left unspecified for the moment and,
in the practical implementation of the theory, could either be
neglected or considered a fixed function independent of the
density and the channel indices [21].
Having expressed the energy in terms of the n; and
@i (r), we can obtain the ground state energy by minimizing
E(n;, ¢iy) with respect to n; and ¢, (r). Therefore, for a fixed
set of n;, the set of the functions ¢;, (r) must satisfy the Euler
equations

8
3¢ia (r)
X {E(”li, i) — ZE,’(/ Z |pice (1) |* dr — 1)} =0

(109)

+ %(CDZ(r) + CDZ(r/))> drdr (106)

Ir —r’|

2
" —r|

2
|l‘” _ l‘/|

) drdr’ dr”  (107)

imposing the normalization (99) through the Lagrange
multipliers €. This variational procedure leads to the
following set of coupled integro-differential equations for the
set of functions ¢;y (1)

(V2 4 €)pia (¥)
=K Z /[(Vf + V2) pap (15 ¥) 1pig (¢') dr’
B

+ > f Vel (e ¥ )i () dr’ (110)
B

which can be rewritten in matrix form and with obvious
notations as

/ B —r)(Vi+e)l— (Vi + VI ()]

— Veii(r; )} @i (r)) dr’ = 0. (111)

In this equation we have put €; = €;/n;, exploiting the fact that
each term of the functional derivative is proportional to n; # 0.
Moreover, the Laplacian term comes from 77, the second
from T,, whereas Vgg comes from the functional derivative

of V; + VL. + V2. Notice that, due to the hermiticity of

these operators, vector solutions corresponding to different

eigenvalues ¢; are orthogonal, so we do not need to impose this

constraint. For short, in the following, we shall incorporate the

term 3(V2 4+ V2)I'(r; ') into the definition of V< (r; r').
Explicitly, we find

Ve(rr) =8(r—r)

X [ [ pap (s ")

— Pap(r; 1) [

1
+ 5 (®z(r) + d>z(r'))]

) dr//

+ ¢ / Pap (05 7") pop (85 1)

2 2 Y
X <|I‘” —l'| + |r//_r/|)dr

1
- 58(r—r/)/|pa,s<r”; )

r —r'|

2
|r// _ r|

2
|l‘” _ l./|

2
Ir —r”|

dr”dr;

+3 f Pap (v ) pap (X 1)

(e

+ 3(Vi+ Vi) pap(r: 1),

2

[r” —r|

2

|r// _ I‘/|

(112)

Notice that here p,, refers to an N-particle density matrix.
Due to this, the interchannel potential (112) is not free
from self-interaction effects, in analogy with the scalar KS
procedure. For simplicity, we have dropped the correlation
term & in (108).

The set of coupled equations (110) constitutes the vector
generalization of the usual Kohn—-Sham equations to the case
where we take into account several configurations in the
ground state. Similarly to the scalar counterpart, they are to
be solved self-consistently, since pqg and Vgg are themselves
expressed in terms of the ¢y (r). The general problem of
finding the minimum of the energy upon variation of both
the @iy (r) and the n; has not found a solution yet ([21],
section 7.6). We follow the Kohn—Sham approach and take
n; = 1 for the lowest N eigenstates of equation (111) and zero
otherwise.

3.4. The multichannel Green’s function

What remains to be done is to indicate an iteration scheme
leading both to the self-consistent solution of equation (111)
and to the minimization of the ground state energy. To
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this purpose we introduce the multichannel Green’s function
obeying the equation

(V24 E)Go (1,7 E) = 8(r — 1')8y

+> / Vel (e, 1) Gpor (1 ¥ E)dr”. (113)
B

In terms of the vector solutions |®;(r)) of equation (111)
corresponding to the eigenvalue ¢;, we can immediately
generalize the formal solution of equation (37), obtaining

GE(r,r; E) = ZW

E—¢€=xin (114)
Pit, (D iy (1)
G:I: (r, /; E) — i )
a0 T3 E) ZE—E,‘:EI'H

Passing to the corresponding Lippmann—Schwinger
equation, equation (113) can also be written as

Gow (1,13 E) = Gg (v — 15 ko (E)) S

+> / Gy — " kg (E)VER (" 1)
p

x Ggo (¢, x'; E) dr” dr” (115)
which in operator form becomes
G = Go + GoV*"G. (116)

This equation is the vector generalization of equation (40), so
the solution follows the same patterns. Splitting again the MC
potential VT as Veff = veff 1 AVelfwe explicitly find in
terms of the scattering solutions (69)

Goo (T T E) = Y Wip(ris ko)
LﬂL/ﬁ/

x [ = GoT) ™' Gol 5 W1y (1 k)

+ 85 ) Wip(re; ka)Wip(rs; ky) (117)
L

where we have now indicated by \ifLa (r-; kg/) the irregular
sqlution in cell i that matches smoothly to Hzr(r; ko)Suer at
Ry. Using instead the basis functions defined by (77), we find

Goo (0, X5 E) = Y @rp(ris ka) Ty Prp (0 k)
LﬂL/ﬂ/

+85) Prp(res k) Arp(rs; ko) (118)
Lp

where now ZZ\La (r~; ky’) joins smoothly to .IZ'(r; ko)bue at
Ry.

The solution G for the entire potential can be found again
as before by iteration of

G =G + GAVG = G + GAVTG. (119)

The procedure for a self-consistent calculation now
proceeds as follows. We start from a DFT solution of the
system under study that provides the initial Kohn—Sham
orbitals by which to construct the initial set of single-particle

density matrices pug (T, r’). To this purpose, we discretize
by suitable normalization [40] the extended one-electron KS
orbitals ¢y (r) having the relevant orbital character (e.g. 3d
or 4f), so as to generate in the corresponding energy
range 2(2] + 1) discrete orbitals, and construct the n. =
(Mlj 1)) Slater determinants (SD) ®; (i = 1, n.) formed by
these extended orbitals for a definite n-electron configuration
suggested by the physical situation under consideration. In
this basis we diagonalize the total n-electron Hamiltonian
(including therefore the Coulomb interaction), restricting
the various space integrals to the cell(s) where we intend
to introduce local electronic correlations. In this way we
generate local multiplet wavefunctions that are used to
construct initial density matrices. The relations (112) then
generate the starting interchannel potentials, so that the
corresponding multichannel GF, obtained according to the
equations (117)—(119) above, generates a new set of density
matrices and a new chemical potential u by contour integral

1 13
— —Im/ Gy (r,Y; E)dE = ,Oéva/ (r,r)  (120)
ys —o0

where u is determined by the condition

Z/péva(r, r)d’r=N.

This new set of quantities is then used to construct a new set
of interchannel potentials and so on, until self-consistency. At
each iteration the value of the ground state energy is given
by [41]

E ——llm/cﬁr
& T

m
« Y[ GuterBYETpE) - w20E (12)

(121)

where p(E) is the density of states of the non-interacting
particles, i.e. with only the external potential ®z(r).

This procedure should describe correlations present in the
ground state beyond their current treatment in DFT. Again,
including spin variables in the formalism is not a problem,
although essential to describe physical reality. This could be
done in the framework of spin-density-functional theory ([21],
chapter 8).

Before leaving this section, we would like to observe
that, even though the KS orbitals are auxiliary quantities
used to construct the density of the system, they are usually
interpreted as quasi-particle wavefunctions with energies
corresponding to the Lagrange multipliers ¢;. This is the
case of the mapping of band states in periodic systems.
Similarly, by an application of the above generalization
of the KS theory, we might think of the correlated band
states of 3d transition metals as given by the poles of the
multichannel GF (117) or the zeros of the determinant of the
MS matrix Det|I — Go(kgz; k; E)T(E)|, where Go(kgz; k; E)
is the Fourier transform of the usual free electron propagator
GZL, (ky) in angular momentum representation calculated at
the wavevector kgz of the Brillouin zone.
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A further interesting application in real space is the
possibility of introducing the electronic correlation only on
one atom or cluster of atoms and leaving the rest of the system
uncorrelated, which is obtained by keeping the interchannel
dynamics only on the atom(s) of interest and describing the
rest by their usual static #-matrices. This approach has been
used with success for the calculation of the L; 3 absorption
edges in Ca, CaF;, CaO and TiO; under its various forms
(rutile, anatase, etc), where the photoabsorbing atom plays
the natural role of a dynamic impurity to which the rest of
the system is coupled via a reflectivity function [27, 34]. In
investigating ground state properties, this method would be
akin to the dynamical mean field theory (DMFT) approach,
but conceptually easier to implement.

3.5. Absorption cross-section in terms of multichannel GF

Putting for short D = & - YN ,r;, we calculate the dipole
absorption cross-section expressed in terms of the N-particle
GF as

Oor(@) = dnlakw Z (W7 |D|We) |8 (hw + Eg — Ey)
/
A
= —4maholm Y (Vg|D' Mm\yg)
E—Ef+in
f
= —drahwlm(We| D' GN (E)D|W,) (123)

where as usual GV (E) satisfies the equation (E—HY)G" (E) =
IV and is calculated at E = fiw — I..

As in the wavefunction case described in section 3.1, we
want to single out the motion of the final state photo-electron
(modulo exchange terms) so that, in analogy with the
procedure used in treating the electron—molecule scattering
process illustrated in section C, we expand G (E) in terms of
the complete basis of N — 1 particle @é\/ ~1 already introduced

GV(E) = AN Y Wy ey
aa’

phe
ao’

x GLl e, v YN, Lyl (124)

where A’ and A are antisymmetrizer operators acting
respectively on the primed and unprimed variables.

The multichannel equations satisfied by th; (r,x'; E) are
derived in section C and are given by equations (C.6) and
(C.7).

Then, on the basis of the expressions (123) and (124) and
in terms of the orthogonalized initial core state wavefunctions
defined by equation (62) we find

otot(w) = —8rahinwd (hw — I;)
x Z Zlm/S;Sa’<(Z’ZC (l‘)|f-:* .1
me qao’
X thf,(r, v’ fiw — I)|€ - r’|q§zc )) d®r d®r’
(125)

with the usual definition of the 6 function and taking into
account again spin degeneracy.

The photo-electron GP'® is different from the one

calculated in the preceding section with the interchannel
potential Ve for two reasons. First, the density matrix
[ (r; 1) refers to the ground state, but it would be not difficult
to use a kind of Z + 1 approximation. Second, V¢ and the
potential in equation (C.6) are not exactly the same, since the
first one comes from a generalized KS variational procedure.
Nonetheless, we feel that the two approaches would give
roughly similar spectra. In both cases we can use MST to
obtain solutions of the form (118), if the correction AV can
be neglected. In this case equation (125) reduces to (80), since
the singular part in (118) is real, due to the hermiticity of
the many-body Hamiltonian. By contrast, in the general case,
equation (125) can be used without restrictions.

4. Conclusions

In the framework of MST, we have presented a unifying
scheme for calculating x-ray spectroscopic response functions
and ground state properties of condensed matter systems,
based on the Green’s function approach, in both the single
and multichannel scheme. Core-excited spectra are often
strongly modified by electron correlation effects that cannot
be described in an effective single-particle approach, such
as density functional theory. Well-known examples are
charge transfer and multiplet splittings in x-ray absorption
and photoemission spectra of transition metal and rare
earth compounds, where strong configuration mixing takes
place. Multichannel MST is a promising approach to this
problem since it can quite naturally account for local
configuration interaction through the off-diagonal elements
of the multichannel T-matrix. The progress of multichannel
MST theory was limited by the conceptual problems for
the calculation of the interchannel potential or multichannel
T-matrix. Here we have devised a practically feasible,
yet fully general, method for calculating the interchannel
potential via the multichannel density matrix. We have
shown how strong electron correlation can be accounted
for in both the ground and core-excited states by means of
multichannel MST both in the wavefunction and the Green’s
function formulation. In the case of the ground state we
have generalized the usual KS equation to the case where
several configurations (channels) are present in the ground
state. We have therefore developed a self-consistent procedure
to minimize the ground state energy in a way similar to
the KKR-GF method, by introducing the multichannel GF
associated with the generalized KS orbitals. In view of the
fact that the local approximation to the exchange energy is
the main source of error in LDA calculations, we have opted
to represent exactly the exchange contribution to the energy
functional. For this reason we have extended both single
channel and multichannel MST theory to fully non-local
potentials.
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Appendix A. Hermiticity of the interchannel
potentials

In projecting the N-body Hamiltonian (51) onto states W2 -1
we use here for convenience r; coordinates where i runs from
1 to N, with the identification r; = r. Then a typical projection
term looks like

/ \I-’;N_l(l'z, ..., TN)

1,N
x [Hlm)+HN—1(r2,...,rN)+ZV(r1,r,»)}
i#1
x (L= T1)¢pe)Wy ' (r2, ... en)dra - dry (AL

where T is the transposition of elements 1 and 2 and we
have singled out the coordinate r; in splitting H .

Exploiting the complete symmetry of the Hamiltonian
under interchange of all coordinates we can instead single out
the coordinate 2, so that equation (A.1) gives the same result
as

/‘If;N_l(l'z,.-',l‘N)

1,N
x [H‘ (r2) + HY ' ey, o) + )V, r»}
i
x (I — T1’2)¢ﬂ(r1)\yg7] (rp,...,ry)dry---dry. (A.2)

From this property the equality of the two terms in
equation (58) follows. As a consequence, one can symmetrize
the interchannel potentials with respect to r and r’, showing
explicitly their hermiticity property.

By the same property one can also show that in
equation (84)

> / G () (= V5 + Ey 1) pap (r; ¥')p (') dr dr’
af

= Xﬁ:/¢;(l‘)¢ﬁ(l‘/)(—Vf, +E],;’_l)po,,g(r; r') drdr

(A.3)
so that
af

X pap(r; ¥')dr dr’} (A4)

is manifestly real.

Appendix B. Analogy with electron-molecule
scattering

For the convenience of the reader we want to underline
here the analogy between equation (52) for the excited
photo-electron and the analogous expression in the case of
electron—molecule scattering [26]. In both cases, using the
same notations, the total Hamiltonian is

1.N—1
HY = -Vi+ 0z)+ Y V(r,r)+H"!
i

= Ho+H"™' + Vi, (B.1)

where —V% is the kinetic operator of the projectile, ®z(r)
the external potential due to the atomic nuclei of the target,
HN~! describes the internal degrees of freedom of the target
and Vi is the interaction potential that couples the motion of
the projectile with the target and allows an energy exchange
between the two subsystems.

If we now assume that the projectile and the target are
distinguishable (this might be a physical case if the projectile
is a positron), we can expand the total scattering wavefunction
\I{ﬁv in terms of a complete set of states of the target (called
channels)

AVt = pNhgN= (B.2)
so that

Wl eve) =) e T L v (BD)

For the total scattering wavefunction we have

N\, N N
VWY = Ey! (B.4)

where E = k* + EQ/ ~1 is the sum of the kinetic energy of
the projectile at infinity and the initial state of the target
assumed in its ground state. Projecting this equation onto the
eigenstates of the target, we easily obtain a set of coupled
(channel) equations for the projectile

(V2 4k — Dz(0)a (1) = Y Vap(r)gpp(r)  (B.5)
B

or in matrix form

[(V? — 2D + K ]1@(r) = V(r)®(r) (B.6)
where k? is a diagonal matrix with matrix elements
k:=FE—EN-'=i* - AEN-L. (B.7)

®(r) is a column vector with components ¢, (r) and V is the
interchannel potential matrix with matrix elements
N—1 N—1
Vap(r) = (W Vi W5 ). (B.8)
Since the asymptotic state of the total scattering wavefunction
W is
Y = R Wiy, eyog) (B.9)

where \I—'fy ~1 corresponds to the ground state of the target,
equation (B.5) are to be solved with the asymptotic boundary
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conditions
ikr

Pa () — X7 TS, + fo B k)eT. (B.10)

Notice that under the assumption that the projectile and
the target are distinguishable, the interchannel potential is
local. However, this assumption leads to wrong predictions
in the case of the electron-molecule scattering, since the
impinging electron and the electrons of the molecule are
indistinguishable in the interaction region of the molecule.
We therefore should insert an antisymmetrizing operator
in equation (B.3), so that by repeating the projection
procedure we arrive at equation (52). It is customary in
molecular dynamics to approximate the exchange part of
the non-local potential with local quantities [42]. However,
serious discrepancies with experiments still remain, especially
at low energies of the projectile. This is one of the reasons why
we retain the exact form of the exchange, both in the case of
photo-electron (absorption) spectroscopy and in the study of
the ground state, where the test electron can be assimilated to
an excited photo-electron.

Appendix C. The multichannel Green’s function in
electron-molecule scattering

Using the eigenfunction-expansion technique it is possible to
express the Green’s function (GF) of the total Hamiltonian HN
in terms of only the projectile coordinates (or the test electron
in the study of the ground state of a system). We treat first the
case of distinguishable particles.

Starting from the defining equation for the GF

(E—-HYGNE) =1V (C.1)

we can expand the total GF in terms of eigenstates of the target
Hamiltonian AV~ as

GV(E) =) W) @r . - )G (1 E)
ny

x UV ). (C.2)

Likewise, for the unity operator I in equation (C.1) in the
configuration space of N particles, we can write

IV =8 —r)IIV5'8(r; — 1))
=8—r) ) U v
"

x UL e (C.3)

where in the space of N—1 particles we have limited ourselves
to the subspace of the completely antisymmetric functions.
Projecting equation (C.1) onto the states (W2 ~1| on the left
and |\I—f§/fl) on the right and remembering equation (B.2) we
find, putting again k2 = E — EN ™1,
D I(VE + kg — D2(1))8up — Ve (r)]

B

x Ggg(r, r;E) = 8(r — 1')dge (C4)

or in matrix form
[(VZ— D7)+ K> — V(IO)IG(r, ¥, E) = 8(r —r)I (C.5)

where now I is the unit matrix in the channel space.

If we now drop the assumptions of distinguishable
particles, we have to insert an antisymmetrization operator at
each side of equation (C.2) for both the primed and unprimed
variables. Repeating the projection procedure onto states o
and o’ we obtain

(VZ+12)Gyy (x, ¥ E)

—(Vi+k) Y / Pap (" V)Gpy (v, 15 E)
B

- Z/V(;ﬂ(r, r”)élga/(r”,r’;E) dr’
B

= 8(r — 1)8pe (C.6)

where we have assumed the relation (90) so that, with 7 = 0,

V! 5 is the interchannel potential defined in equations (92) and

(93). Notice that we have introduced the auxiliary function

Gyo (r,v'; E), which is related to the original Gy (r, 1'; E)
Gaa’(rv r'; E) = Z

by
<50¢’,B - / ppar (s r”))
B

X Gap(r, "5 E)dr”. (C.7)

This complication arises from the presence of the antisym-
metrizing operators acting also on the primed variables. In
these equations the density matrix peg(r; ') can be obtained
by a self-consistent calculation, as outlined in section 3.3,
either for the ground state (in the case of electron—molecule
scattering) or for a relaxed state around a core hole (in the
case of photoemission or photoabsorption).
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