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Abstract. TheGW approximation (GWA) extends the well-known Hartree—Fock approximation
(HFA) for the self-energy (exchange potential), by replacing the bare Coulomb potehtiahe
dynamically screened potenti&, e.g. V., = iGv is replaced byZsw = iGW. HereG is

the one-electron Green’s function. The GWA like the HFA is self-consistent, which allows for
solutions beyond perturbation theory, like say spin-density waves. In a first approximation, i

is a sum of a statically screened exchange potential plus a Coulomb hole (equal to the electrostatic
energy associated with the charge pushed away around a given electron). The Coulomb hole partis
larger in magnitude, but the two parts give comparable contributions to the dispersion of the quasi-
particle energy. The GWA can be said to describelantronic polaror{an electron surrounded by

an electronic polarization cloud), which has great similarities to the ordinary polaron (an electron
surrounded by a cloud of phonons). The dynamical screening adds new crucial features beyond
the HFA. With the GWA not only bandstructures but also spectral functions can be calculated, as
well as charge densities, momentum distributions, and total energies. We will discuss the ideas
behind the GWA, and generalizations which are necessary to improve on the rather poor GWA
satellite structures in the spectral functions. We will further extend the GWA approach to fully
describe spectroscopies like photoemission, x-ray absorption, and electron scattering. Finally we
will comment on the relation between the GWA and theories for strongly correlated electronic
systems. In collecting the material for this review, a number of new results and perspectives
became apparent, which have not been published elsewhere.
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1. Introduction

The GW approximation (GWA) to the one-electron self-enerly= iGW [1, 2], has been

very successful in accounting fquasi-particle(QP) energies for a wide range of solids, as

well as for isolated atoms. An early compact review of the GWA was written by Hybertsen
and Louie [3], and recently there have been more detailed reviews [4-6]. There is no reason
to add another detailed discussion of the technical aspects, and the results obtained with the
GWA. Instead this short review focuses on the main physical ideas, and on extensions of these
ideas to spectroscopies [7—14].

At first sight the electron correlation problem for solids looks completely intractable.
The electrons are on average some Bohr ragji §part, and thus have an interaction energy
of ¢?/ag = 1 au (27.2 eV). This is some two orders of magnitude larger than the energy
accuracy we need for a meaningful discussion of say bandstructures or impurity levels. The
electron interactions are too large to allow a low-order perturbation treatment, and the number
of electrons is too large to allow a full calculation including all inter-electron interactions. For
some reasons which we will discuss later, one-electron mean-field descriptions can however
go a long way in accounting for important features of these strong interactions.

There is no straightforward well-controlled way to obtain good quantitative results for
correlations. We must think hard on what the essential ingredients in a specific type of
problem are, and make appropriate approximations. We then seldom have a chance to make
error estimates in a mathematical sense. Instead, progress builds on using reasonable approxi-
mations and obtaining systematic agreement with experiment. As an example, think of the
BCS theory of superconductivity. Here the effects are on the mely30 000 au) scale or
smaller, while the absolute errors in the energies are many orders of magnitude larger. Still the
BCS theory has caught the essential features, and gives a marvellous description of (normal)
superconductivity.

For alarge class of problems, the necessary starting point for treating correlation is finding
a good set of one-electron orbitals, calculated with some sort of effective field that includes
Coulomb forces self-consistently. Already the Hartree approximation correctly gives to a large
extentthe important trends. The Hartree approximation however includes the large orbital self-
interactions, which are cancelled by the exchange terms in the Hartree—Fock approximation
(HFA). However, the HFA only includes correlation between electrons through the Pauli
principle, and there are no effects of correlation between electrons of opposite spin. Today,
calculations based on density functional theory (DFT) using the local density approximation
(LDA) dominate. In principle these calculations include correlation effects, but the exchange—
correlation potential is often not good enough to fully cancel the orbital self-interactions. This
has led to schemes like that of the SIC (self-interaction-corrected) local density potentials.
DFT is primarily a theory that applies to ground-state properties, but it can be extended to treat
excited states [15].

The self-energy operatal allows us to obtain QP states, and thus bandstructure energies.
Here we will in particular concentrate on ti@W approximation for the self-energy. It
resembles the HF exchange term, which is also a non-local operator. Fortunately the orbitals
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obtained with the HFA, the LDA, and the GWA are often very close [16]. Thus in many cases
one can obtain goo@ W results by solving a LDA problem, and then take the expectation
value of theG W self-energy. This gives a substantial simplification both as regards numerical
evaluations and as regards the discussion of the results. The main reason behind this closeness
of the orbitals is of course that the Coulomb potential is a dominating part, and a potential
that accounts reasonably well for the orbital self-interaction effects gives good orbitals. The

3 operator, unlike the HF exchange operator, has an energy dependence which leads to a
description of correlation effects in spectroscopies like photoemission beyond the Landau QP
picture.

When we discuss solids, we find that s and p orbitals are distinctly different from d and f
orbitals; s and p orbitals on different atoms (at normal pressures) overlap substantially, while
the overlap between d and f orbitals is much smaller. In the first case the occupation numbers
of plane-wave-like states are a natural ingredient, while in the second a tight-binding picture
and occupation numbers of localized states are more relevant (cf. p 281 of [17]).

Hence one can talk of sp solids, and of df solids. The localization of the d and f orbitals
makes the correlation problem fundamentally different. For sp solids the correlation is set
by long-range charge-density (e.g. plasmon) oscillations. For df solids, the energy cost for
double occupancy is high, and it is even meaningful to exclude double occupancy—that s, to
completely freeze out the charge fluctuations. This can be done in say a Hubbard model by
letting the Hubbard/ approach infinity. In a half-filled one-band Hubbard model, the electrons
then cannot move at all, and the only remaining degree of freedom is the orientation of the spin
(aMott—Hubbard insulatay. A classical treatment would give a definite spin-ordered pattern.
Also a quantum treatment leads to strong spin correlations, which persist at small doping.

Clearly the GWA describing long-range charge fluctuations, and a Hubbard model focusing
on local on-site correlations, which drive strong spin correlations, are two extremes. The
GWA has the advantage that it describes the charge fluctuations including details of the band-
structure, which are hard to include in a Hubbard model. Since effects of charge movement are
very strong, it is important to have a detailed description of them. In the Hubbard model the
on-site repulsion energy is hard to estimate. Often one estimateby making constrained-
configuration LDA ground-state calculations.is found to deviate by a factor of two or more
from its free-atom value, a deviation caused by charge rearrangements or screening in the
solid. An additional problem with the Hubbard model is tbats taken as a constant, while
intuitively we expect the effective’ to vary with the state that we are describing, particularly
if different states involve different charge distributions. An important drawback for Hubbard—
Anderson types of model is that they are parametrized, and there is no secure way to establish
the parameters. And even if we judge that our estimates of the parameters are good, we are
still limited by the very restricted form of the models.

In sp solids, correlation effects are not immediately striking, while for the df solids, they
are glaringly present. This does not mean that they are small for sp solids; it just means
that simple models can work well. Thus we can easily have correlation shifts of some 10
electron volts, but still obtain the topology of the bands and Fermi surfaces fairly well without
correlation. Still, sp systems are often called weakly, and df systems strongly correlated.

Let us recall Fermi-liquid theory. When it is valid, it concerns low-energy excitations
and low temperatures. The fundamental excitations are QPs. They have a finite lifetime,
which for small energies is very long. When Fermi-liquid theory applies, we talk of normal
systems. A small bandwidth does not necessarily mean non-Fermi-liquid behaviour. Rare-
earth compounds can have very narrow bands, and still be good metals and Fermi liquids at
low temperatures, when a coherent motion is possible. Particularly low-dimensional systems
may however not be Fermi liquids—such as Luttinger-liquid systems in 1D (and perhaps 2D),
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and the 2D electron gas in high magnetic fields (Laughlin states).

Often one talks loosely of one-electron and of correlated behaviour. Then band theory is
considered an uncorrelated one-electron theory, and correlation is taken as synonymous with
descriptions by model Hamiltonians, like those of Hubbard and Anderson. From our previous
discussions we see that this is oversimplified and misleading terminology.

One useful concept for discussing correlation effects is the one-electron Green'’s function,
G. This function defines a self-energdy, and vice versa; schematically,

[E—h—X(E)GE) =1

whereh is the one-electron operator which includes the kinetic energy, and the Coulomb
potential from the nuclei and from the average of the electron charge density (the Hartree
potential). G is always well defined, even for exotic states and high temperaturesliso

has a close connection to QPs, if we have a normal solid. The QPs are obtained from the
homogeneous equation

[E—h—X(E)]y =0.

This equation does indeed have a one-electron form, but the op&rdtas very non-trivial
correlation effects builtin, and is far from a mean-field approximat@tis also closely related

to fundamental properties, like photoemission, charge and spin densities, and total energies.
Thus e.g. photoemission is, to a first approximation, given by the spectral function

Alw) = (/1) IMG(w) = /7)Mo — h — X(w)] *

and thus related to the energy dependence.of

The main ingredients in the GWA are the Green’s functinwhich depends on the
one-electron energies and wavefunctions, and the dynamically screened pdtentibich
depends on boson-type excitation energies and charge-fluctuation potentials (e.g. from particle—
hole pairs and plasmons). The dynamical screening is here discussed within the RPA. This
approximation has turned out to be generally very good, as illustrated by the results for the
electron—phonon problem [18].

The GWA results can be obtained in first-order perturbation theory from a model Hamil-
tonian with electrons coupled to bosons, where all parameters are extracted from the ingredients
in G andW. This fact lends itself to generalizations with similar model Hamiltonians which
can describe physics outside the range of the one-electron Green’s function, like spectro-
scopies such as photoemission, x-ray absorption, and electron scattering. Discussions of such
generalizations form an important part of this article.

2. The one-electron Green’s functionG and its spectral function A

2.1. Some general definitions and exact relations

The one-electron Green's function is a central quantity in many approaches to describing
electronic structure [19]. It is defined (at zero temperature) as an expectation value with
respect to the ground-state many-electron function,;

G(xt, x't") = —i(N|Ty (xt)y T (x't")|N)
] N e HEEMEO 3T () | N) t>1
T N T ) @HTENDED g (x) | N) r<t.

Hereyr (xt) isthe field operator, stands for three space coordinatgsand one spin coordinate
(&), andT is the time-ordering operator. The Fourier transform with respect to time is (we use
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atomic unitsg =% = m = 1, and thus e.g. the energy is in Hartree units, 27.2 eV)
A , /; /
(x,x"; &) do

Gx,x';w) = /OO €9 G(xt, x'0) dt = / - (@)
—00 C w — W
where
A, x5 0) =Y f(0) £ ()80 — &) 2
(NI (x)IN +1,s) fore;,=EN+1s)—EN)>pu
fs(x) = _ 3)
(N =1, s|yr(x)|N) foregs=E(N)—E(N —1,5) < .

The contourC runs just above the real axis fef < u, and just below foen’ > ©, whereu is
the chemical potential. Introducing a complete set of orthonormal one-electron wavefunctions
{¢:}, we have

Aij(@) =Y (ils)(s1j)8(w — &,). )
From the definition of5 it follows that
/ Alx,x"; w) do = 8(x — x") (5)

p(r) = —i / G(xt, xt") d§ = charge density

1 n
E=3 Z/ [@8; + hij]Aji(0) do + V,, = total energy
242 )

HereV,, is the energy of interaction between the bare nuclei, and

Ajj(w) = /q&;"(x)A(x, x)¢;(x") dx dx’

VZ
hij = f¢f(x)h¢](x) dx h = _7 + Vnucl + VH (6)
Z, o) dr’
Viuer = — T Vi = T 7
! Z|r—R,,| " =7l @

n

Vy is the Hartree potentiald also gives the distribution of one-electron states:
i
ni = (Nlelei[Ny = / Aji (@) do.

-0
With the stateé being a momentum state, we obtain the momentum distribution, a key quantity
in e.g. Compton scattering. We have defined the Green'’s function for the zero-temperature
case. ltis straightforward to generalize the results to finite temperatures.

2.2. The self-energ¥ and the quasi-particle energies

We define the self-energy by
G, xsw) =[8(x — x)(w — h(x) — T(x, x"; w)].
From equations (1) and (2), and noting tii&at'G = 1, we have

/[S(x —xYw —h(x") — Z(x, x"; )] Z % dx” =8(x — x").
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Whens is a discrete level, we can take the— ¢ limit to find [1]
f[S(x —x")(es — h(x")) — Z(x, x"; e)] fo(x") dx” = 0.

In a schematic notation we have to solve the eigenvalue problem
[e—h—2(@)]f =0. (8)

This is often called the Dyson equation for the QP energiasd amplitudes. The Dyson
equation is a single-particle equation, and reduces to the Hartree—Fock (HF) equation if we
replace the self-energy (x, x’; w) by the HF exchange potenti&l, (x, x’). Both are non-
local butX is in addition energy dependent. For energy ranges whetg tham a continuum,
¥ (x, x"; ) is also complex. Equation (8) then still has a solution with a complehen we
use an analytical continuation &f(w) ! The real parts of the solutions to the Dyson equation
give us the bandstructures, and the imaginary parts the QP damping.

When we neglect the non-diagonal partsirandX we have

Gi(®) = _r 9)

w—¢& — Xj(w)
whereg; = h;; andX; = X;. From equation (1) we then have
A (o
Gi(w) =/ l)/ do’
cw—w

and

Ao = Lim G = & IM £ ()|
G = e —Rex (@) + (M T @)

We expand equation (9) fas close to the QP energy;:
1 Z;

) = e T E (B + (0= EDO%@00)r, + -1 w0

with

1
E; =¢& + X, (E) Z; = .
1-(0%(w)/0w)|w=r,

The spectral function fab close toE; is then

A( ) 1|ImE,ReZ,+(w—ReEl)ImZ,|
iw) = —
T (w — ReE)2+ (Im E;)?

If |Im E;| is small, A; (w) has a sharp Fano peakat= ReE; of width T'; = |Im E;| and
strength|Re Z;|, with the asymmetry set by ;. From equation (5) it follows (also when
the non-diagonal elements do not vanish) that

/ Ai(w) do = 1.
Even for weakly correlated systems like sp metals and valence semicondiR&ifs), is far
from 1, and can be say 0.6-0.8. The region outside the QP peak is callectdherentor
satellitestructure. For sp systems it can be dominated by a fairly sharp plasmon peak.


Pierre-Francois Loos



On correlation effects in electron spectroscopies R495

2.3. The spectral function and photoemission

There is a close relation between the spectral functieand the sudden approximation for
photoemission. The exact expression for the photocutfgan be written in golden rule
form [20]:

Je(@) =Y UN = 1,5 kIAIN) S (ex, — &5 — o). (10)

Here (N — 1, s; k| is the final state with a photoelectron in a time-inverted scattering state
having a momenturk, and the solid in an excited stateand

R
A=) Ayeje
i

is the dipole transition operator. In the sudden approximation we take the photoelectron as
decoupled from the target:
IN—1s:k) =c]|N —1,5). (11)

If we further neglect virtual fluctuations in the ground stgte which involve the one-
particle statek), we can putkc;r = §; and we have [19]

(N —1Lslck »_ Ajcje;INY =Y Agj(N — L, slc;IN).
ij J

From equation (4), whets < u we have

Aij(@) =Y (N = L sle;)IN)(NIcHIN — 1, 5)8(e — &)
which leads to

Je(@) =Y ApiAij(ex — 0)A k. (12)

ij

Keeping only the diagonal elementsAsp;, we have

Je(@) =Y 1Ak P Aii(ex — ).
It is common also to take the dipole matrix element as constant, when estimating the photo-
emission current. For independent particlas,(w) = §;;8(w — ¢&;), which gives the well-
known one-electron expression

occ

Je(@) =Y | Ak P8 (ex — & — ).

3. The GW approximation to the self-energy

3.1. General expressions

As a starting point we recall the expression for the Hartree—Fock Hamiltonian. Schematically
we have

hHF =h+ Vex
whereV,, is the exchange potential:

occ

/ei‘s“’/Go(x, x'; @) do' = 1 Z(bi ()] (x).

|r — 7’| 2 |r — 7|

Ve (x, x,; w) =
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The zero-order Green'’s function is

. i ()P ()
Go(x, x"; w) = Xi:w_gi +i5sgne; — p)’

As a comparison, the Kohn—Sham a@iév Hamiltonians can be written as
hgs =h+Vy hew =h+ Xgw.
Explicitly we have
i s
Sow(x, x'; ) = P / G, x; o YWer, v 0 — o) do'. (13)
T

For this reason, one may also call the GWAymamically screened approximatioHowever,

the description ‘dynamically screened HF' is a misnomer, since besides the screened HF
exchange potential we also have a Coulomb hole contribution, as will be discussed shortly.
The GWA has been very successful in describing bandstructures and bandgaps, as illustrated
in figure 1 and table 1, kindly provided by Dr Eric Shirley.

15 1 {
Quasiparticle theory (GW)
> 10 |- -
g: 1
S M . LiF
o any-body corrections
g
/A
3
& st |
Q N
g MgO KQl
(LDA) Mean-field theory
InSb, InAs, Ge, GaSh, Si, InP,
GaAs, CdS, ASh, Cdle, CdTe, BP
0 s SO AT AT e ZaSe s 6a, -
1 1
0 5 10 5

Experimental Band Gap, eV

Figure 1. Results for bandgaps from the GWA and from the LDA. The straight line corresponds
to perfect agreement with experiment. The data used in the figure are listed in table 1. The figure
and the data were provided by Dr Eric Shirley, 1997.
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Table 1. The data used in figure 1.

LDA GW  Experiment Material Reference LDAGW Experiment Material Reference
3.9 5.5 5.48 Diamond [22-24] 21 3.1 3.25 cGaN [33, 34]
0.55 1.16 1.17 Si [22—-24] 2.3 35 3.5 wGaN [33, 34]

-0.27 0.73 0.74 Ge [24] 1.82 255 239 GaP [31]
1.31 2.34 2.39 SiC [23] 0.15 142 152 GaAs [24]
104 215 24 Fullerite  [25] —-0.10 0.62 0.80 GaSb [21]

891 431 42 LiF [26] 39 58 62 WAIN [34]
459 838 869 KCI [27] 152 259 25 AP [31]
4.74 7.79 7.77 MgO [28, 29] 125 203 223 AlAs [24]
6.1 9.2 9.4 LiCl [21] 1.00 1.64 1.68 AlSb [31]
710 115 118 CaF [27] 237 398 3.80 Zns [34]
1.2 1.9 2.0 BP [29] 145 284 296 ZnSe [34]
4.3 6.3 6.3 cBN [29] 133 257 271 ZnTe [34]
3.9 5.4 5.4 hBN [30] 137 283 255 Cds [34]
057 1.44 142 InP [31] 076 2.01 1.90 CdSe [34]
—0.4 0.4 0.41 InAs [31] 0.80 176 1.92 CdTe [34]
-0.5 0.18 0.23 InSb [31] 2.84 537 5.09 LiD [27]

The dynamically screened Coulomb potential can be expresdactination potentials
(or oscillator strengths function$)* (r):

e, r"; w) 1 20, VE(r) V(1)
W, rio)= | —————— " = + == - 7 14
(’I" T a)) / |’I"”—’I’/| T |'I‘—T‘/| Z: w2_w§ ( )
The precise definitions are
P S(,’,,/) d,r/ s
Vi) = / plrfrﬂ p’(r) = (N, s]pop(T)|N) (15)

Pop(T) = / YTy (x) dé wy=E(N,s)— E(N,0) —i3.

When we have no magnetic fields we can choose the eigenfunctions, and thus &s@-the
to be real. The bare Coulomb potential in equation (14) gives the Hartree—Fock exchange term
V.. We define polarization contributions by

1
Yow = Vex + z:1/701 W=v+ Wpol v(r) Zﬂ (16)
r
We define the matrix elements as
(kl|v|mn) = /cbii(xw?(x’)v(r — )P () (x") dx dx’
Vim = f Gr () V(1) (x) dx.
With these types of definition we have
) 20, Vi Vi
(kLW ot (@) [KT') = Z ot (17)
The integration in equation (13) can be carried out analytically, giving [35]
, Vir)Vi(r)gi(x)g] (x")
T pol(x, x'; ) = Z 9109 (18)

0 @ T oSO — &) — & '
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We replaceG by Go and obtain for the matrix elements Bf,;

VS»V-S
kE,o 1) = ki Vil . 19
(k1 2ot (@)11) ;jowmssgw_&)_gi (19)
The diagonal elements
Vs 2
(kI Z por (@) k) = > V] (20)

2o @ T s SO — &) — &

only contain contributions with positive weights, while the non-diagonal elements contain
contributions with varying phases and will tend to cancel [16]. In a basis of HF orbitals we
have, neglecting the non-diagonal terms, the QP energy expression

Ep = '™ + (k|2 pot (Ex) k).

In many cases the LDA orbitals are close to the HF orbitals, and in a basis of LDA orbitals we
can then make the approximation

E, = SIfDA + (k|2 (Ex) — Viclk).

That the non-diagonal terms are small was recognized early [3]. In the following we will
mainly discuss the diagonal elementssof

The original derivation [1] took th& W approximation as the first term in an expansion
of X in the full Green'’s functionG, and a screened potential from the exact linear response
function, W. Actual calculations have however almost always used the unperturbed Green'’s
function, Gy, and an RPA screened potentiBly. Estimates of the effects of self-consistency,
and of including higher-order terms, have only indicated small effects on quasi-particle
energies, sometimes making them worse [3-5]. The effects on the shape of the spectral
function are larger, but still small compared to the difference between the exact aGighifae
results. This was demonstrated in a model calculation for the core-electron case, where the
exact solution is known [35]. This topic is discussed in more detail in section 3.3.

When we use the approximatiai, Wy it is not obvious how the energy scale 6%
should be set. We allow for an arbitrary position by writing

L $i ()] (x)
Go(x, x5 w) = Xi:w_gi — AE +i8sgn(e; — w)

(21)

whereg; = h;;. We then determin@ E by demanding self-consistency at the Fermi surface:
E; = & + (k|Z(EQ)|k) = &x + AE k = kp. (22)
From equation (18) we have
Y(w) = 2%w — AE)
whereX (w) = Zg,w, (@), 2%(w) = Z o, (@), andGY = Gy in equation (21) foAE = 0.
Equation (22) gives
(kr| 20, ) kr) = B (e1,) = AE.
In general we have
e,

Ep =&+ AE +2%(e) — AE + (Ex — & — AE) ;
w

= Ey =&+ AE + Zi[22(er) — AE]
where

w

7 = [1_ %r.
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For the Green’s function we have
1 1

-8 — (@) -6 — 20w — AE)

Gi(w) = (23)

3.2. The Coulomb hole plus screened exchange approximation; limiting cases

The non-diagonal matrix elementgV;|k) of the fluctuation potentiaV, approach zero as
the energy difference; — ¢;| increases. If this approach is fast enough, we can neglect the
terme; — ¢; in the denominator of the expression @1, (ex)1k) in equation (20), which
gives [36]

_ Vil S Ve V32
(k| Zpor (e) k) = Z sgn(u — &;) - _ZZZ— _Zzw_

/570 s T 520 s

occe 1
= — lZ(kquol Olik) + 5 Z(kuw,wl (0)|ik). (24)

l

The first term combines with the HF exchange term to give a screened exchange (SEX) term:

— > (ki|W(0)ik).
The second term is called the Coulomb hole (COH) contribution:

1
> / Yk () [P W oy (7, 75 0) dr

sinceW,,; (r, r; 0) is the Coulomb potential at the positienfrom the charge pushed away
by the presence of an electronmags obtained in linear response theory. The self-energy
operator is connected with the energies required to add or remove an electron, and the factor
1/2 corresponds to doing so adiabatically.

As examples of how the COH-SEX approximation works, we first consider the removal
of a core electromat the origin. In equation (24) is a core state, and only thie= k term
gives a substantial contribution. Furthermore, the wavefunatigi) is strongly localized
compared to the variation 6%, (r, 7’; 0). In the localized limit we have

1
(K% por (E) 1K) = == Wpor (0,0;0. (25)

SinceW,,,; (0, 0; 0) is a negative number, the core level is shifted upwards by the correlation
effects. In this case it would clearly be an improvement to usefeom exact linear response
theory rather thamVy. A more accurate result is obtained if we calculate the adiabatic switch-
on energy using non-linear response theory. However, the error from using a linear theory is
quite small even though the energies themselves can easily be some 10 eV [37].

Next we consider highly exciteRydberg statesf a free atom. We then consider an
unoccupied state, and drop the screened exchange term in equation (24) to obtain

1
(k2 por (E0) k) = = Z(kiIW,mz(O)IiM

i

which is the expectation value of
1
2:pol(-x» -x/; w) =38(x — x/)EWpol(rs r; 0).
A multipole expansion oW, to lowest order gives [1]

po(x, x"s w) = —8(x — X’)%
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whereq is the dipole polarizability. This well-known result can be obtained by a classical
derivation [38]. Again it is an improvement W is the exact rather than the RPA result.

Also theimage potentialon an electron outside a metal surface is reproduced. The
screened exchange term in equation (24) can be dropped since the occupied wavefunctions
decay exponentially outside the surface. In equation {£R)(r, r; 0) is the potential at
from the charge pushed away in the solid by the presence of a point chargeram classical
electrodynamics we know that this is the image potential, i.e. we should have

Wpol(""v T, 0) = _%
if the pointr is a distance outside the solid. W, (r, r; 0) gives this result already in the
approximation for the dielectric function for a system with a surface, where the polarization
function P, Fourier transformed with respect to the coordind®parallel to the surface, is
taken as

(26)

P(Q,z,7;0) =0(2)0()[Po(Q,z—7;w) + Po(Q, 2+ Z'; w)] (27)

with Py being the bulk system polarization function. This expression corresponds to specular
electronreflection atthe surface [39,40]. The screened potential corresponding to equation (27)
can be obtained analytically (equation (26) in reference [41]), and equation (26) follows.

Now consider the correlation effects orbandgap For a state at the top of the valence
band the largest contributions come from statasthe valence band, and the first (positive)
term in equation (24) dominates. For a state at the bottom of the conduction band, on the other
hand, we can drop the screened exchange term (we have an unoccupied state) and only keep
the (negative) second term. Clearly, correlation effects make the bandgap smaller than its HF
value [42].

Finally we consider an application not of the COH-SEX approximation but of the GWA
itself, namely that t@lectron energy lossThe probability of decay per unit time of an electron
in a statek in an electron gas is given by the imaginary part of the self-energy

d
= —|Im Sk, 8| = —/ q[ [g(q w)] do (28)

_ CTH?
hwmax(k, g) = Min [E(qu —q%), & — 5F:|-

where

If we interpret equation (28) as a sum of probabilities for different energy ldssaese obtain
the energy loss per unit time of the electron by insertingn the integral in equation (28) [43]:

dW / dg /wmax [ — ]
e(q, w)

Almost the same expression is obtained from linear response theory by taking the electron
as an external particle moving on a straight trajectory and calculating the work done on the
system. The only difference is thatax is replaced byikg /m = vq. This replacement makes

little difference except close to the Fermi surface.

It should be remarked that while the COH-SEX approximation gives a qualitatively correct
picture of the basic physics, it is often quantitatively not so accurate. In cases where we study
electrons which can be more or less considered as classical charges, like core levels and
Rydberg states, it works very well however. The COH-SEX approximation is considerably
improved if a short-ranged part is taken out first, as shown by Gygi and Baldereschi [44, 45].
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3.3. Comments on the RPA;expansions, and vertex corrections

The acronym RPA was used for the random-phase approximation in the Bohm—Pines theory
of 1953 for an electron gas [46]. In 1957 it was shown by Hubbard [47] that the Bohm—Pines
theory gives similar results to the diagrammatic bubble expansion for the dielectric function,
which in turn was shown by Ehrenreich and Cohen [48] in 1959 to be equivalent to the time-
dependent Hartree approximation (THA), or the Lindhard approximation [49] from 1954. The
developments of the Bohm—Pines theory are tailor-made for an electron gas, and not easily
generalizable to say an atom or a solid, while the THA is completely general. Despite this, the
RPA is used synonymously with the THA and with bubble expansion. More serious, however,
is that the RPA is often associated with the 1957 Gell-Mann and Brueckner [50] small-
expansion of the bubble diagrams, an expansion that is very poor for metallic densities, while
the THA on the other hand gives meaningful results at metallic densities also.

The background for this unfortunate association has to do with the celebrated success
of the Gell-Mann and Brueckner theory [50] for the electron gas correlation energy. Then it
was indeed a big achievement to identify the bubble diagrams as the most divergent terms in
the diagram expansion, and to show that their sum gave a finite result, and the dominating
correlation contribution at high electron densities. That the bubble series gives useful results
when evaluated exactly (as shown by Hubbard) and not asexpansion has surprisingly not
yet fully eradicated the Gell-Mann and Brueckner picture in which the bubble diagrams are
poor at metallic densities. Part of the reason for this is that Hubbard stressed the comparatively
small difference between the Pines results for the electron gas correlation energy and the bubble
series result, rather than the much larger difference between the exact bubble (or THA) and
the bubbler,-expansion results, the latter being wrong in the metallic region. Quinn and
Ferrell [51] in a well-known paper from 1958 gave t6éV expression forz, but did not
recognize its usefulness beyond the case of an electron gas, and only evaluated the results as an
rg-expansion. Even in a work as late as 1962 by Quinn [43] on the range of excited electrons
in metals, where the result was calculated with the RPA dielectric function, the estimate of its
range of validity was based on the DuBois [52] 1959 discussion of;te&pansion.

Toimprove the THA, Hubbard went beyond the Hartree approximation by taking exchange
effects into account. This leads us to look more closely at different possibilities for evaluating
the GWA. To simplify the discussion, we limit ourselves here to the electron gas problem. We
then have the exact relations

Gk) = ! s® =i [ T4 cu—nwoak
()—m (k) = /(2—77)4 (k—q)W(q) Ak, q)
4
W =22 = ) =1-v@)P@)
e(q) q|

[ dg 8% (k)

Pig)=-2i i Gh=GWAK. ) Alkg) =1+ 2
where V¢ is the total Coulomb potential from the electron ground-state density and from
external sources. We have used the notatiea (k, ), and suppressed the spin variables.
Clearly, the GWA comes from taking theertex functionA (k, g) = 1, i.e. neglecting the
variation in the self-energy when the Coulomb potential varies. Almost all calculations have
usedGoWyinstead ofz W, whereW, is taken from the RPA—schematical,= Py = GoGo.
We will refer to this as the RPA case.

A fully self-consistent calculation with

G=(—&—-2)1 Y =GW W=v(1l-vGG)?
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was carried out by Holm and von Barth [53], and by &oh and Eguiluz [54]. The results
are very poor for the satellite region of the spectral functiqw). The reason for this is
that the self-consisterv turned out to be very far from the corréét, resulting in an almost
complete smoothing of the satellite structure. Also the QPs were affected, and the agreement
with experiment became worse than wiila Wp. A partially self-consistent calculation with
W = v(1—vGoGo) %, and onlyG made self-consistent, gave more reasonable results [55,56].
Most quantities underwent only small changes. The satellite was reduced and moved closer
to the QP peak, which is the correct trend, but the movement was not large enough. These
results for conduction electrons are in agreement with results from a similar model study of
the core-electron problem [35], where teactsolution is known.

The effects of vertex corrections, i.e. of going fra@ to GW A, were discussed by
Mahan [57]. Mahan, as well as Del Sole, Reining, and Godby [58], and Hindgren and
Almbladh [59], mainly discusseldcal vertex corrections. One then obtains

Aq) = 1 W W = (1 +vgPo)v G=G
D= 15 0gp T s T A —9p = o

and thus

v

> = GoW; Wo= ——
oz 2T 1-v@ -9k

(29)

Hereg is the local field factor frequently discussed in the literature. The first suggestign for
came from Hubbard [47]:

612
q*+k

NI =

glq) =

“ N

In the LDA, g is strictly quadratic iny, g(¢) = —(dv,./dn)/v(q), instead of correctly flat-
tening out as in Hubbard'’s expression. The effective screened potBtialthe LDA result
for the screening potential acting on an electron from a test charge, Whikethe screening
potential acting on a test charge from a test charge [60]. There are many calculations using
equation (29) and they all give very similar results for the QP energies. Strong support for the
GoW, form was given by Rice [61]. He showed that a functional derivative of the total energy
for an electron gas with respect to the electron occupation number, and using Hubbard’s energy
expression corrected for exchange effects [47], gave a QP energy correspon@yigjto

To summarize the rather complex topic of self-consistency and vertices, we have found that
the GoWy (RPA) approximation is consistently reasonable. Attempts to improve on it have to
be made very carefully, and one can easily obtain completely distorted results. In pri&dsce,
usually calculated using a THA expression but with LDA wavefunctions, sometimes including
local field factors, i.e. a TLD approximation (time-dependent LDA). TLDA calculations
recommend themselves since they have given very good phonon properties [18], and also
good plasmon dispersions in metals [62].

The limiting cases foG oW, which we have discussed pertain to situations not connected
with the high-density limit, and still give results known to be correct. Mild changes;d¥,
like shifting the QP energies i6y and using a local field factor iW, like in W5, lead to
improvements. If we conside¥,Wy as the first term in a perturbation expansion, we have to
proceed with utmost care when we try to estimate corrections, a situation not uncommon in
perturbation theory. An interesting possibility as regards applying perturbation thebrgrio
the basis of DFT has been presented by Farid [6].
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4. Electron—boson model Hamiltonians and fluctuation potentials

4.1. Introduction

The Go W, approximation has been very successful in giving good QP energies, but the results
for the spectral function have important shortcomings. This had already become clear with
the work by Langreth in 1970 [63] on core-electron photoemission in a metal where plasmon
excitations dominate. Following Lundgvist’'s work from 1967 [64], Langreth studied a polaron
model:

H=¢clc+ee Z gqlag + a;) + Z a)qa;raq. (30)
q q

Herec' creates a core electron of energy anda; a plasmon of energy,. The coupling
coefficient is

20 = V(@02 (20,) (31)

wherew, is the plasmon energy. This model allows an exact solution for the spectral function,
which can be compared with th@W result, and with perturbation expansions starting with
the GW term. The seemingly simple core-electron model Hamiltonian in equation (30) is
actually quite realistic as we will discuss in the next subsection.

Lundqvist [64] showed that thé, W, approximation for an electron gas can be regarded
as the second-order perturbation result from a polaron model Hamiltonian similar to that in
equation (30). An interesting discussion of such a Hamiltonian was also given by Overhauser
in 1971 [65].

We introduce a model Hamiltonian, applicable not only for core electrons or the electron
gas but also for a general situation (atoms, molecules, and solids):

H=Hy+V
where
Hy = Zakczck + Za)sa;ras V = Z Vi (@s + a;r)c,:ckr. (32)
k s skk'

To lowest order, the self-energy is (cf. e.g. Migdal's work on electron—phonon couplings,
reference [66])

i / s / s /
Yr(w) = > kgls /Gk/(a) — @)V Ds (@) Vi do (33)
with
2w,
Gr(w) = Ds(0) = —5——.
W — &y w? —w

Equation (33) is identical to the polarization part of the GWA, equation (19), provided that
the coupling functiond’;,, in equation (32) are identified with the fluctuation potentials in
equation (15).

In this section we will argue that the relevance of the model Hamiltonian in equation (32)
goes beyond its use in second-order perturbation theory. Its relevance for the core-electron
case was clearly demonstrated by Langreth [63], and is further elaborated on in section 4.2,
and its relevance for valence electrons is argued in section 4.3. The model is physically
appealing; it describes aiectronic polarorwith an electron coupled to density fluctuations
described as effective bosons. The model also allows us to make approximations useful for
photoemission and other spectroscopies like electron scattering [9]. For photoemission we
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show in section 5.2 how the high-energy limit corresponds to the coupling of the photoelectron
to density fluctuations. The idea of an electronic polaron has a long history; an interesting
discussion and a historical review can be found in the paper by Fowler [67].

It is difficult to directly evaluate the fluctuation potentials, since they are defined in terms
of interacting many-body states. If we on the other hand use a RPA or THA response it is
not guaranteed that the screened potential can be written in a spectral resolution form as in
equation (14), which allows the identification of the potenti&lgr). Inthe RPA it can anyway
be shown that [14]

Vi(r) = / W(r, v'; o) (r') dr’ (34)

wherew; = ¢ — & (e > 1 > &) and&,(r) = ¢r(r)¢y(r), i.e. the state corresponds to

a particle—hole excitation. For the electron gas in the RPA there are no particle—hole pairs in
the energy region where we find the plasmons. In such a case there are additional fluctuation
potentials. They are obtained by solving the eigenvalue prollemv P (w))w; = A;(w)w;

for a givenw, and then finding the roa; from A; (w;,,) = 0. The fluctuation potential is

w; (r; ®) (35)

Vim (7') — ‘

(,L):LU“”

In the electron gas case,stands for the momentump of a bulk plasmon excitation, and
there is only one root: for eachq. The bulk plasmons are extended excitations where the
wavefunctions are modified by the surface, but not their energies. The surface plasmons on
the other hand are localized in the direction perpendicular to the surface. They are hence
characterized only by the momentuAil parallel to the surface, while the perpendicular
momentum is undetermined. A surface plasmon of momerKuis)degenerate with electron—

hole pairs of parallel momentui, and a perpendicular momentum to give the pair the same
energy as the surface plasmon. A bulk plasmon of momenmguras on the other hand no
degenerate electron—hole pairs of momentgomtil |g| is larger than a cut-off momentum

k. (in the RPA). Thus the surface plasmon eigenvalues @b;,,) = 0 are complex, and the
surface plasmons are accounted for by equation (34), as are the bulk plasmighs-far.

4.2. The core-electron spectrum

Equation (30) is a special case of equation (32) with only one fermion level, i.e. the kabels
andk’ are replaced by single label The boson labels stand for plasmon momentgaand
we haveV,,, = g,k .0k 55,4 From equation (33) we have

i / N B(@') do’
() = Z;gsfcﬁm—wwq(w)dw = | ovo—e (36)
with
1/r3\ Yo 2 w
B(w) = ZgiS(a) wq) = —(12> E w_!’w 0(w — wp) (37)
P

where we have used the simple plasmon dispersjos w), +¢?/2 [20]. From equation (36)
we have

Im =%(w) = 7B(e. — ) B(w) = Im 20 — w). (38)
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The GWA spectral function is (cf. equation (23))

Aw) = 1 Im 2% — AE)
‘ 7 (w— & —ReX%w — AE))2+ (Im X%(w — AE))?
_ BE. — )
(w0 — e —ReX%w — AE))2+n2B%E, — »)
A.(w) has a broad satellite peak startinguat= ¢, — w, and extending te» = —oo. At the

QP energy InE? is infinitesimal andA.(w) has a peaki(w — &, — ReX%(w — AE)). The
QP energyE, follows fromE,. — s, — ReE?(EC — AE)=0,i.e.E. =¢.+ AE, where
B(®) dw

AE =ReXl(e,.) = / .
w

The strength of the QP peak is

1

ZGW
1—9ReX(w — AE)/dw

—1
= |:1 + &c;)) da):| .
w=E,

w

The spectral function corresponding to the simple model Hamiltonian in equation (30)
can be calculated exactly by a canonical transformation which removes the linear term in the
boson operators [63]. With this Hamiltonian, the core-electron Green'’s function is

G.(1) = i (Wo|cTdH=E | Wg)o (—1). (39)
The core-electron terms can easily be eliminated, giving
Ge(t) =i *0(=1) ) 5| (n"0)| (40)

where|0) is the ground state of the Hamiltonian
Hy,,s = Za)qa;raq
q

and|n*) is an eigenstate off*

bos

2
. _ f ~t~ &g ~ _ 8q
Hy = Hpy + qu(aq ta,) = Z[a)qaqaq — w_:| dg =aq— —.
q q q

with energyE;:

Using the relation between the eigenstaw$ of H; = and|n) of H,, we obtain

S 8
) = 5 n*) S=qua7‘;<a$—aq>- (41)
Some algebra gives
_ g2 g2
ZeEi‘f|<n*|o>|2=exp{—iAEt+Z—Z(é‘“q’ —1)} AE=) ~& (42)
- T @5 7 ©a

To obtainG.(w) andA.(w), we Fourier transforn@.(¢) to obtain

0 2
G.(w) = i/ g@—e—Ab) exp{z %(e‘%’ — 1)} dr.
. — w2

With E. = ¢. + AE and

g2
Z=exp{—2j}
q

q
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and making a Taylor expansion of the exponent we have
2

0
G.(w)=iZ /_Oo gk exp{z %e“"ﬂ} dr

q q
2
:Z{ ! +Zg—2—1 +}
w—E. wgw— E.twq
This exact solution foG.(w) gives a spectral function

A= (1/7[) Im G (w)
(cf. equation (37)):

Ao(w) = Z[S(a)— E,)+ BE; — w) +}

(a) - Ec)z

which has a QP peak of strengfhplus a series of satellites, the first startingat E. — w),
the second starting at = E. — 2w,, etc. The GWA result is

B(E. — )
(w—¢&. — ReX%w — AE))? +7m2B%(E, — w)

Remarkably the QP energies are identical, and Zhealues are fairly similar—namely,
Z%W =[1+n]~! as compared t& = e, where

n= Zgg/ws = /.,B(w)/a)2 dw. (44)
q

(43)

A () = 2V 8(w — E.) +

The quantityr is the mean number of shake-up plasmons and has the Walu®.201- >

in our simple plasmon model [20]. In the metallic density region whewvaries from say
re = 2 (for Al) to r;, = 4 (for Na),n goes from 34 to 057, andZ from 0.71 to Q57. The
strength in the satellite structure is substantial; it varies frdt @ Q43 (the spectral function
A is normalized to 1). The weakly correlated ‘simple’ metals thus actually have substantial
correlation effects!

While the QP energy comes out exactly and the QP strength is reasonable in the GWA,
the satellite structure consists of only one peak instead of a series of peaks; see figure 2. The

AcWw)

Satellites | |particle

I
|
|
1
[}
|
|

/
/I
/
7 w,w
3 -2 - 0

Figure 2. Comparison of the first order or the GWA (dotted line) and the exact (full line) results
for the core-electron spectral function as obtained from the model Hamiltonian in equation (30). In
this model the quasi-particle peak is a delta function. The dashed curve indicates a more realistic
form of the QP peak. The results are fgr= 4. From reference [68].
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centre of gravity of the spectrum remains at the unshifted core-electron energy

/ wA () dw = &,

both in the GWA and in the exact solution [20].

When the correlation effects are small, i.e. wigda small, therA W agrees withi,.. The
high density of states for plasmons at sngallalues causes to have a square-root singularity
at the onset of the satellite structure, and fiieterm in the denominator od" shifts the
satellite peak fronE, — w, to something more lik&, — 2w,. With the built-in limitation
of the GWA that there is only one satellite peak, this peak actually represents the many-peak
structure of the exact solution fairly well (figure 2).

From equation (39) foG.(¢), we can obtaim.(w) as

Ac(w) = L im (wolc! ! 1\
cw)—; (Wolc md 0)
= (Wolc"8(w + H — Eq)c|Wo) = » _ [(n*|0)[?8(w + E}; — Eo). (45)
Using equation (42) we find the following expression foi(w) (Eg = &.):
o] . jo't i, 74
Acw) = L / dr €@~ exp f ﬂ(w’)w do’ (46)
27 J ()2

which turns out to be valid also for the much more general Hamilto(sae references [63]
and [20])

H=H,+ SCCTC +Veel (47)

provided thatg(w) is properly defined. Here the core electrons still enter in a simple way,
and we still only need to consider two valence-electron Hamiltonians, one when the core-
electron level is occupiedd,, and one when itis emptyf, + V. H, includes all inter-electron
interactions, whileV is an attractive one-electron potential between the core hole and the
valence electrons:

N

V=> wm).

i=1

If we neglect the usually small valence—core exchange term, then

w(r) = —f =/ "Lpe(r) dr’

and if we use pseudopotentiais(r) is the difference between the (unscreened) potentials of
an ion with a core hole and one without. The exact strength fungtien can be expanded in
powers ofw, the lowest-order term being

Bl@) = W, (0w — o) (48)
whereW(r) is

W, (r) = / w(r)p,(r) dr.

This result is a simple reformulation of equation (146) in reference [20] using the fluctuation
density p,(r), defined in equation (15). To make contact with the electron gas case that we
just discussed, we use the plasmon-fluctuation potential in equation (35¢);

Ve=4/ vqwlz,/(qu) expig - r)
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which allows us to extract

Pq = ‘/a)lzj/(qua)q) explig - r)

[ w2w?
Wq(’l“) = —2: a)p gar
qWq

If we further take the core-electron charge dengijtyr) as a delta function, and use a bare
Coulomb potential in the expression foKr), we reproduce equations (31) and (37).

Our results show that for the calculation of the core-electron spectral functioqutt) @
an exponential (cumulant) expression on the level of approximation given in equation (47), we
can use the electron—boson model Hamiltonian in equation (32)With) instead ofV; (r).
If we do not use pseudopotentials and neglect valence—core exchange, the two potentials are
equal,W,(r) = Vi(r) (cf. reference [20]). In particular, our results show that the electron—hole
pairs described by the fluctuation potential in equation (34) can be included, and will produce
the MND singular QP line shape (MND stands for Mahan—Nozieres—de Dominicis, see [69],
section 8.3 D). The core-electron satellites are thus given by an exponential expression which
looks very different from th& W expression, or improvements of it via low-order expansions
in W.

Expanding to second order i, we have [35]

(e) = /Oo G(e + »)f(w) dw
0

andWw,:

+ /00 /OO Gle+w)GEe+w+0)G(e+o)B(w)B(w) do do’ (49)
o Jo

whereG(w) = [w — Z(w)]7}, and B(w) is the function given in equation (37), which is
proportional to ImW. We see that equation (49) reduces to equation (36) @yith 0) if we
keep only the first term in equation (49), and replag®) = [0 — X (w)] * by Go(w) = o 2.
The exact result for the spectral function(w) = (1/7) Im G(w) is compared with that
from GoWy in figure 3, with that fromG Wy using only the first term (self-consistently) in
equation (49) in figure 4, and with that frod@W,G WG using both terms (self-consistently)
in equation (49) in figure 5. Clearly, going fro6, W, to G Wy makes only a slight change,
while going to second order i, gives a fairly good result. We have used a mggiélinction
with the fairly small asymmetry index of D. The higher satellites are not shown in the figures.
These results indicate that a (self-consistent) expansidvpimay work. Computationally,
such an expansion is however much more difficult to handle than the exponential expression.

4.3. Valence-electron spectra

The exponential expressions (48), (46) for the core-electron case can also be obtained by
summing the diagrams where we have only one fermion line dressed by all possible emissions
and reabsorptions of bosons; see figure 6. Itis then reasonable to also approximate the valence-
electron Green'’s function by summing the same set of diagrams. The summation however
cannot be done exactly, since the electrons recoil when emitting or absorbing a boson, which
mixes Green'’s functions with different momenta, and thus also mixes electrons and holes. One
can obtain an approximation for the valence-hole Green'’s function in the same spirit as for the
core-hole one by:

(a) Neglecting processes where the hole is converted to an electron, i.e. always taking

np+ql+q2+... = l
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Figure 3. Comparison between the GWA as obtained from the first term in equation (49), and the
exact solution for a model core-electron spectrum. Only the first plasmon satellite is shown. From
reference [35].

(b) Replacing the multiparticle recoil denominator:

Eptqrtgr— T Wq T g, ¥+ — £+ E (Eptq — €p T 0g,).
i

The valence-electron diagram series is then identical to the core diagram series, except
that the boson dispersion is changed freqto ¢,., — &, + w,. Condition (b) means that
all g;q;-terms are neglected compared to f#ite andpg;-terms. These approximations give
a Br-function to use in equation (46), which is formally similar to the core-electron one;
cf. equation (38):

Br(w) =%|m Xk, ex — 0)0(1 — i + o). (50)

Since ImX has a sharp onset of the plasmon structure, equation (50) will give a set of plasmon
peaks much as for the core-electron case.

Approximation (b) was used by McMullen and Bergersen [70] in 1974 in discussing high-
energy electrons, where it is certainly justified. The possibility of using approximations (a)
and (b) for hole propagation in metals and plasmon losses was discussed in reference [7].
In particular, it was found that they should apply for smaland high electron densities,
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Figure 4. Comparison between the self-consistent result obtained using the first term in
equation (49), and the exact solution for a model core-electron spectrum. Only the first plasmon
satellite is shown. From reference [35].

thus establishing that it was possible to have a series of plasmon losses in the valence-
electron case also. The same result was obtained by Almbladh and Hedin [20] without
using diagram expansions by iterating the equation of motionGigk, t) starting from

GOk, 1) = iexp(—iExt)0(—1). This was also obtained in reference [71] from a cumulant
expansion. The cumulant treatment has the advantage of being more streamlined, and allowing
higher-order terms to be calculated in a straightforward way. The contributions beyond the
lowest order discussed here are however cumbersome to handle; there were 656 terms in the
next order which were evaluated by a computer program. The calculations in reference [71]
were for a different problem to that considered here, where the couplings are much stronger
than in metals; the mean number of bosansas 1 or larger. Still, the indications are that

the first-order term gives a reasonable approximation. The electronic polaron model probably
should not be taken beyond the lowest-order diagram since the bosons are assumed to represent
all screened interactions and the next order includes terms with an electron—hole bubble, which
represents double counting. Also higher-order exchange diagrams are missing in the polaron
model. Early discussions of an exponential expression were given by Doniach in 1970 [72]
and by Miller-Hartmann, Ramakrishnan, and Toulouse [73] who investigated the threshold
singularity. In reference [73] there was also a discussion of the representation of particle—hole
excitations by effective bosons.
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Figure 5. Comparison between the self-consistent result obtained using both terms in equation (49),
and the exact solution for a model core-electron spectrum. Only the first plasmon satellite is shown.
From reference [35].
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Figure 6. The diagram expansion for the core-electron Green’s function. From reference [7].

In a recent work [10] the exponential expression was evaluated for some real systems
usinga priori bandstructure calculations, and it was also shown that the satellite structure
is closely related to the electron energy-loss function. In figure 7 the spectral function for
Na metal obtained from the exponential expression is compared witli; Wieresult for
k= (2r/a)[1, 1, 1/2]. We note the large displacement to smaller binding energies ¢f We
satellite peak, and the structure in the satellite peak due to bandstructure effects. Experimental
results clearly favour a satellite structure much closer to the exponential than to the GWA
results. Itis also clear, both from numerical results in reference [10] and from analytic model
calculations in reference [7] that the QP line shape is barely changed when going from the
GWA to the exponential expression.
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Figure 7. The spectral function for Na witk = (27 /a)[1, 1, 1/2]. The solid and dashed lines
correspond to the cumulant expansion and the GWA respectively. From reference [10].

5. Photoemission theory beyond the sudden approximation

5.1. General aspects
In equation (10) we give the general expression for the photocurrent. The exact final state is
however not the sudden approximatkj:nN — 1, s) given in equation (11), but

IN—1,s:k) = [1+ (H—E)i|c,:|N—1,s). (51)

E—H—in
The additional term includes the processes in which the photoelectron scatters on its way
out of the solid. The first description of this effect was given by Berglund and Spicer in
1964 [74]. They argued that photoemission was a three-step process: (1) photoexcitation; (2)
transport to the surface, and (3) passage through the surface. In steps (2) and (3) the electron
could scatter and lose energy. If the photoexcitation created an energy distridgtionthe
photocurrent should simply be the convolutionAfw) with the loss probabilities from steps

(2) and (3). This description is certainly correct at high enough electron energies. The problem

is that most measurements are made at energies where the electron mean free path is only say
5-20 A. Equation (51) shows that we have to add amplitudes for the direct process (the one
in the sudden approximation) and the loss process, and we expect quantum interferences. To
analyse this problem we will use the electron—-boson model Hamiltonian in equation (32),
and we will limit ourselves to core-electron photoemission. We will also discuss why it is
reasonable to use this Hamiltonian for photoemission by analysing the high-energy limit. First
however we give a few elementary comments.
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The final statd N — 1, s; k) is an eigenstate of the full HamiltoniaH including the
couplings between the photoelectron and the solid. We may think of the sudden approximation
statec,:lN —1, s) as an eigenstate of some Hamiltonidgnwhere these couplings are left out.

Due to the identity of the photoelectron and the electrons in the target, we cannot however write
down an explicit form forHy. If we make approximations such that we can wkte= Hy+V,
wherec,Z|N — 1, 5) is an eigenfunction offy with eigenvaluef, then we can replacd — E

in equation (51) by to obtain the usual Lippmann—Schwinger expression. The final states
[N — 1, s; k) in the photoemission problem are the same as in electron scattering except for
time inversion. Thus a scattering process with an incoming eleéfrand a set of scattered
electrongk’, on time inversion has incoming waveg’ and one outgoing wavek. In core-
electron photoemission the stai&N —1, s) has a photoelectraf, plus a core hole, and some
excitations of the valence electrons described by the indédhe Berglund—Spicer primary
energy distributiom . (w) comes from resolving the initial state for the valence electtons

into eigenstatep:*) of the Hamiltonian with a core hole; cf. equation (40). One talks about
shake-upor intrinsic losses as compared to thextrinsic losse®f the electron on its way

out. For threshold photon energy there are no losses; by energy conservation we must have a
zero-energy photoelectron, and the solid in its ground state. At very high energies the extrinsic
scattering rates go to zero, but at the same time the mean free path goes to infinity. The resultis
that the intensity ratio of the electrons in the satellite relative to that in the main QP peak goes
to a constant value. In the high-energy limit the intrinsic and extrinsic contributions to the ratio
are additive, being 1 for the extrinsic and-1Z for the intrinsic parts. The sudden approx-
imation gives a current proportional to the volume of the solid, which of course is unphysical.
Even if we divide out the volume factor, the relative intensities are wrong at any photon energy.
The reason that the spectral function is commonly used to interpret photoemission experiments
is the interest in QP energies, where the photon energy dependence of the satellite structure
does not matter. If however we are interested in the satellite structure—it is crucial e.g. for
strongly correlated systems—or in line shapes of QPs, we must go beyond the one-electron
spectral function.

5.2. Photoemission in the high-energy limit and fluctuation potentials

In the high-energy limit we can rewrite the photoemission expression to identify a potential
V which couples the photoelectron to the electrons in the solid, and we find that the coupling
functions are fluctuation potentials. This leads us to introduce the model Hamiltonian
in equation (32) to describe the photoemission process. Our presentation here builds on
appendix A in reference [14].

Chew and Low [75] observed that one could write the final state as

1
IN—1,5:k) =c/ [N —1,5) t o VerIN = 1)
—in

E—-—H
where

VCL = [H, C,Tc] — ekCI:'
Evaluating the commutator we have

1
[H.ci] =) eihi+ 5 D hakalvllkks)cy,cp,cr,
k1 kakoks

whereh® = —V?2/2 +V,,, and whergkk,||v||kk3) is an antisymmetrized Coulomb matrix
element. We add and subtract a term

> cf (kakollv||kks) (N — 1. s|c] e, IN — 1.5)
kikoks3
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and choose the one-electron basis to diagonalize the HF-like one-electron Hamiltonian

e+ (kaka||v]lkks) (N — 1, slcf i, N — 1,5).
kok3
We consider a finite solid, and the continuum states are thus scattering states with free-electron
energiesy,. Theekcz terms inV¢; then cancel, and we have

Ver= Y. c,:1<k1k2||v||kk3>(%czzcks — (N — L, slef crsIN — 1, s>>.
kikoks
We now discuss which the dominating terms are when the photoelectron has a high energy.
In the last ternthe state&, andks must have limited energies, since the state- 1, s)
has a limited range of virtual one-electron energies. Furthermkgraust have alarge energy;
otherwise the matrix elemek ks ||v||kks) becomes small.
In the first termeg, must have a limited energy since it works [0 — 1, s). Thus one
of k1 andk, must have a limited energy, and one a high energy (stnieas a high energy);
otherwise the matrix elemerik,k2||v||kk3) becomes small. The first term is symmetric in
k; andk,, and we can thus choogg to have a high energy, and omit the factgp1
We denote states with a high energyfgand with a limited energy bi, and have

Ver = ) e, (Ralallvllkl2) (eer, — (N — Lislef i |N — 1 5)).
kilaly
Again utilizing the properties of the Coulomb matrix elements, we can write (where we have
dropped the small exchange part in the antisymmetrized Coulomb matrix element)

1 t
|N — 1,S; k> = |:1+mv:|Ck|N — 1, S> (52)

where
fast slow

V=3¢l cr,kalalvlkala)c] ci, — (N — L slef e, IN — 1,5)].  (53)

kiky Uil

We can writeV in terms of the density operator
p(r) =YY (M, (r)c] e,

lilz
and have
fast
V=> cle, f Y Mo =) (p(r") = (p(r)) Y, (r) dr dr'. (54)
kiko
We now have the expected resulit high energies we can treat the photoelectron as a
distinguishable particle interacting with the density fluctuations of the target system.

We will now simplify the full Hamiltonian by omitting terms which do not contribute to
the photocurrent in the high-energy limit. First we divide the one-electron statesstdtes,
which are sufficient to describe the correlations of the many-body dtstes1, s), and the
remaining states, thie-states. Only-states in a limited energy range below the maximum
possible photoelectronrvalue will enter. We can drop terms containing Coulomb interactions
with one or three&-states, since the Coulomb integrals involved are small. We can also drop
Coulomb interactions with fouk-states since they do not contribute whBnhoperates on
Vc};|N —1,s). The only Coulomb terms left are

t t
V=" (kalallvllkala)ey, cr,c)cry-
klkg lllz
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This leaves us with a Hamiltonian
H=H+h+V (55)

where H; describes the solid with all of the electron—electron interactions (bshates),

h = h®+ VHF describes the photoelectron (ortystates), and/ (equation (54)) is the
interaction between the photoelectron and the solid. Thus in a perturbation expansion of
equation (52) we can work with eigenstatestf+ i, which form a product basigs’) k'),

where for simplicity we have writtejs’) for [N — 1, s’). The interactiorV can then be written

as
V=% [ty ik el

klkz 5152

where
V() = / v(r — ) (s1lp(r) — (p(r'))|s2) dr'. (56)

In an extended system we may think of an excited gkdteas having a finite number of
extended boson-type excitations. Since each boson excitation only changes the charge density
by a term proportional to (volume), we take(s’|p(r)|s’) = (0|p(r)|0), for all s’. In a one-
electron theory the charge-density operator) creates electron—hole pairs, a@zf o (r)|s”)
is then different from zero only when the stateeontains one more or one less electron—hole
pair, sayr, than we have in”. With a finite number of pairs we can replagég o (r)|s”) by
(tlp(r)|0) or (O]p(r)|r). The charge fluctuations|p(r)|0) determine the charge-fluctuation
potentials; equation (15). We represgnt (so| by al whens; has one boson more thars,,
and bya, when it has one less, arfd, by a boson Hamiltonian. With these approximations
we arrive at the model Hamiltoniaii in equation (32). We note that all bosons and couplings
refer to the final state.

5.3. Core-electron photoemission in metals

The presentation in this subsection builds on the work in reference [14]. With our model
Hamiltonian in equation (32) we can write the photoemission current as

Te(@) =) |5 (k)% (w — ek — Zwm(s)) (57)

with
Tx(k):(N—l,S|Ck|:1+VE Y :|ZA1, ¢;cj|N, 0). (58)

We have shifted the energy scale totto remove the large core-electron binding energy

such that the maximum energy of the photoelectran i3 he indexs specifies the occupation
numbern, (s) for the bosorv. The operatot; in equation (58) annihilates the core electron

¢. The core electrons are then out of the picture. Going over to a product representation for
the eigenstates dfy in equation (32), we have

unocc

k 1 / /
Ty (k) = (K[(s |[1+VE——H+in]|O) ; |k} (k'[Alc) (59)

where|0) is the ground state for the valence electrons in the initial state, i.e. with no core hole
present, ands*) is an eigenstate for the valence electrons in the final state, i.e. with a core
hole present. We have specified the laledk’. Neglecting the restrictiorunocc on the sum
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v |K')(K'|, which is exact for higher photoelectron energies, we can replace it by a delta
function, and have the compact expression

(k) = (kl(s*l[l +V 0)Ale) = 1) (k) + T2 (k).

E—-H+ in]
Heretl(k) = (k|A|c)(s*|0) is the sudden-approximation result that we discussed earlier. In
particular we noticed that it was unrealistic since it gave a current proportional to the volume of
the system. One expects the stafeto be damped inside the solid giving a current proportional
to the radiated surface area. This effect plus the effects from extrinsic scattering must come
from thet?2(k) term.

To obtain the damped photoelectron states we carry out a partial summationsimg
Feshbach’s projection operator technique [76] with= |s*)(s*| andQ = 1— P, which gives
[8, 14]

- 1
= * +V—
75(k) = (kl(s I[l VE_ QHQHJIOMIC)
where
- in 1
(k| = (k| : PXYP=PV——— VP
&gk —h—PXP+in E—QHQ+in

and (k| is the damped state. Using the transformation opetat®fined by equation (41), we
arrive at the compact result

(k) = (k| T, Alc) n=<s*|[1+v }e—5|0*>. (60)

E—-—QHQ+in
Comparing with equation (45), we find that it agrees, apart from the dipole matrix element,
when we putv = 0.

The lowest-order result obtained from these equations for a final state having one boson
vis

VY.
T, =V 'G(ep + w,) — w— (61)
where
G(w) = ! Trrie) =) Vi(r) ! V()
w_a)—h—E(a)) o= ~ Ta)—h—a)v+ir] s

The self-energy is the particle part in th& W expression; i.e. its imaginary part is the same
whenw > u, but the real part is slightly different.

As a simple model for estimating the energy variation of the photocurrent, we consider a
semi-infinite jellium with the surface in they-plane and an atom embedded at a distapce
from the surface. By symmetry, the fluctuation potentials then have the form

V\)(,r,) — iQ\,-RVv(Z)

whereR = (x, y) and@, is the momentum parallel to the surface. We take the dipole matrix
element as varying slowly witk, and can then omit it since we are interested in relative
intensities. Doing the algebra, we have

T, (k)| = e %mk=#/2p (62)

where
(z —z¢)
P

fo="2 +2df0Eag(, o) (63)

Ek K

h, =

/f(z)V”(z) dz
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where

k=Vk2+2¢+iT(e)  k=y2w+¢+il()—Q,+K2

The photoelectron wavevectorks= (K, k) and¢ > 0 is the workfunction, whil@ is defined

in equation (44). The first term i in equation (63) comes from the intrinsic process, and
the second from extrinsic scattering. The potenWélz) is essentially a surface-modified
plane wave for the extended fluctuation potentials, i.e. those from bulk plasmons and particle—
hole pairs. For the surface plasmons, when they are regarded as stable, the fuh¢tjas
localized at the surface. The expression for the one-boson contribution to the photocurrent is

@) =%y ) @)=Y k- o). (64)

v
SinceJi(w) is quadratic inV”, the photocurrent, to lowest order, can be written in terms of
Im W (cf. equation (14)):

Jr(w) = _71@21[-”“” > / f@FE IMWQ,z,2s 0 —e) dz dz’. (65)
Q

We can write an exponential expression which in lowest order reproduces the photo-
current from equation (64), and picks up all terms with zero and one extrinsic contribution in
the expansion of equation (60):

Ji(w) = %/ g@—ar exp[/ y(w) (e — 1) dw] dr. (66)
Expanding the exponential, we have
Je(w) = eXp( - / Y (o) dw>[8(a) —ep) ty (o —ep)l. (67)

Equation (67) agrees with equation (64), provided that
/ y (w) do = 2z, Im% + .

This relation was checked analytically in the high-energy limit, and also numerically. The
expansion of the exponent in equation (66) converges nicely if the boson energies have a
minimum value—saywg. The first-order (one-boson) contribution then starte@below

the QP, the second order abgbelow, etc. Equation (64) is however divergent for electron—
hole contributions, while equation (66) is well defined and correctly gives the pure intrinsic
spectrum in equation (46) (except for tha iterm; cf. reference [77]). The intrinsic part (the

first term in f) clearly dominates over the extrinsic part (the second terrfi)iat threshold

(Sk — (,())

The quantum mechanical (QM) result in equation (66) can be compared to the Berglund—
Spicer (BS) result, and to the semi-classical (SC) one. In the SC case we calculate the prob-
abilities of excitation in the valence-electron system from a classical charge moving with
velocity v, the time-dependent perturbing potential (for an electron moving perpendicular to
the surface) being [14]

V() = / VV(r)p(r,t) dr pr, 1) =[8(z+vt —z.) —8(z — 2)]8(R)O(2). (68)

In all three cases the photocurrent takes the same form as in equation (66), but with different
y-functions. We have

Y (@) = h2s( - w)

LT (69)
h, = ‘M + Il(_ / explitk — k)(z — z]V"(z) dz

wy o0
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a(w)

y B (w) = —+zcr(s )
@ (70)
a(w) = Zﬁé(w—a)v)

v

Y (@) =) h%(w— )

v, i [z i _
h, = ‘_V ) , I_/ exp[—lwu(Z Z‘)}V"(z) dz|.
Wy UV J_xo )]

In equation (70) (¢, w) is the differential inverse mean free path (see e.g. reference [78]),
wheres is the electron energy (kept constant) antthe energy loss. The results from the three
approximations for the first plasmon satellite are given in figure 8. We see that the QM and SC
results approach each other fairly quickly, and above say 3—4 au the difference is insignificant,
while at low energies like 2 au there are substantial differences. The BS result, on the other
hand, is grossly off up to very high energies of the order of keV. We note the two peaks in the
BS curves at lower energies. They arise from the intrinsic losses, which start at the threshold
energyw,, and the extrinsic losses, which start at a slightly higher energy determined by
momentum/energy selection rules. It should also be noted that how the fluctuation potential is
approximated makes a large impact. Infigure 9 we compare results obtained using a fluctuation
potential that goes smoothly to zero at the surface [8] and one that is a plane wave combined
with a step function [79].

In figure 10 we show results for the first bulk plasmon satellite with and without the
interference term in the transition amplitude [8]. Thus if we write= /" +¢*", figure 10
shows results fofri™" + ¢¢7|2 and|t"""|? + |t¢*"|2. To understand the trends, we use the
Inglesfield fluctuation potential [80]:

(71)

. 4 ?
VV(r) = A,@%Flcos(g,z + ¢,) — cosp,e 70 (z) A= ——F— (72)
(02 +gdw,
and write equations (60) and (61) more explicitly:
(kIV' |k +q) Ve
(k) = ————(k +q|A|c) — —(k|A|c)
& twy — Ek+q wy

where for simplicity we have omitted the tilde symbols on the momenta, and skipped the
self-energy inG. Atthreshold for the satellite, the= O plasmons are involved. We then have

7,(k) = [(k|V" k) — V] k'A'C)

For a pure bulk potential/ ¥ (r) = 2-%/24, exp(lq r), which makes (k|V"|k) — V"] = 0,
i.e. there is perfect destructive interference between the intrinsic and extrinsic termSa)When
andg, increase, the recoil makes the difference between intrinsic and extrinsic terms larger, and
this goes faster for larger valuesiof Also the cancellation is more effective the further away
from the surface, is. These two trends are more or less visible in the figures. The cancellation
effects are easy to understand from the semi-classical approximation. Wéygproaches
zero the two delta functions in equation (68) cancel, or, as expressed by Gadzuk [81], the
long-wavelength plasmons are excited by the average potential from the core hole plus the
photoelectron, which is zero. An estimate of the range of strong cancellations, based on the
phase velocity, has been given by Inglesfield [80].

In figure 11 we show the integrated satellite intensities relative to that in the main peak
for the QM and SC cases. The curves rapidly approach each other with increasing energy,
and are already close at say 5 au, while they approach the BS value (indicated by the dashed
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Figure 8. Bulk plasmon satellite spectra for various photon energieand integrated over the
position of the core hole. The convolution result proposed by Berglund and Spicer [74] (BS) is
indicated by a solid line, the quantum mechanical theory (QM) presented here by a dotted line, and
the semi-classical (SC) result, obtained from putting the photoelectron on a trajectory, by a dashed
line. The inset fow = 10 compares results obtained with two different fluctuation potentials, one
given by Inglesfield (solid curve) and the other by Bechst¢dt(dotted curve). The photoelectron
energies are with respect to the quasi-particle position. From reference [14].

line) quite slowly, following the(e;,) /2 dependence derived by Chang and Langreth [83]. At
lower energies, the QM curve has a pronounced maximum. This is due to the damping of the
QP electrons being stronger than that of the electrons in the satellite, when the QP electron
has an energy on the sharply rising part of th@) curve,I'(w) being the QP width. The
sharp rise comes from the onset of plasmon damping. This effect does not arise in the SC
approximation, where the damping has to be put in by hand, and is the same for the elastic
peak and the satellites.

Results which were obtained including particle—hole pairs are shown in figures 12 and
13. In figure 12 the energy is 5 au, and the core distance 20 au. Only the surface plasmon
contribution is included. The different contributions to the total spectrum—the intrinsic, the
extrinsic, and the interference parts—are shown separately. We see that out to say 2 eV the
intrinsic part dominates. At the surface plasmon peak the extrinsic and interference parts
are large and cancel strongly. We also see that interference effects are important only in a
narrow region at the peak of the surface plasmon, and in particular they are very small in
the quasi-particle tail. Since the intrinsic contribution dominates at threshold, we can obtain
an energy-independent singularity indexoy fitting our numerical results to a power law,
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Figure 9. Bulk plasmon satellite spectra far = 8, averaged over the position of the core level.

The solid line shows the average as obtained with the theory here, the dashed line is from averaging
with an exponential corresponding to the mean free path, and the crosses are from using the same
exponential averaging but with a fluctuation potential as a plane wave combined with a step function
at the surface. From reference [8].

xw~ "9 in a narrow region at threshold.

Results for different core distances from the surface are shown in figure 13. We see that
we have to go to a distance of about 6 au before the bulk asymptotic limit is reached. The
behaviour ofw for very smallz is unrealistic. We can however conclude that enhanced
close to the surface.

5.4. Strongly correlated systems

In a recent work core-electron photoemission in a localized strongly correlated model system
was studied [82]. Inthis case the sudden limitis reached on an energy scal2®?), whereR

is the length scale of the interaction potential. For the systems that we have in mind—transition
metal and rare-earth compounds, chemisorption systems, an@higimpounds—this energy

is only about 10 eV. The model system has three electron levels: one core level and two outer
levels. In the initial state the core level and one outer level are filled (a spinless two-electron
problem). When the core hole is created, the more localized outer level (d) is pulled below the
less localized level (L). The spectrum has a leading peak corresponding to a charge transfer
between L and d (‘shake-down’), and a satellite corresponding to no charge transfer. The
model has a Coulomb interaction between these levels and the photoelectron states.

We will discuss here extended quasi-boson-type excitations (related to the dielectric
response function) when the localized system is embedded in a solid. The photoelectron
can then create such excitations on its way out. Also the rearrangement of the localized system
can give rise to such excitations. We are interested in energies above say 10 eV, when the
localized system has reached its sudden limit. To specify the photocurrent amplitude we need
an additional index for the final state of the localized system, and equation (60) is replaced
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Figure 10. The bulk plasmon satellite for different photon energiesand different distances
of the core hole from the surface. Solid lines: full calculation; dashed lines: backward propagation
neglected; crosses: interference terms neglected. From reference [8].

by

_ 1
is (k) = (k| Ty A Tis = (i, |1+ V ————|Wp). 73
Tis (k) = (k[Tis Alc) (i, s] E_H+m| o) (73)

The energyE is
E=w+Ey=E;,+X,0,n,(s) +e¢g

wherekE; is one of the final-state energies for the localized system {, 2). The initial and
final states are of product form:

[Wo) = |¥0)[¥35.0) li,s) = [¥i)[¥gp.,)-

Here|vo) is the ground state of the localized system, W@B,& the no-core-hole ground state
of the quasi-boson system, whilg;) is theith final state (with a core hole) of the localized
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Figure 11. The total intensity of the bulk (upper two curves) and surface (lower two curves)
plasmon satellites relative to the elastic peak intensity, as a function of the photon ea¢ngy (
energy of the elastic peak). From reference [14].
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&
Figure 12. RPA results for particle—hole pairs plus surface plasmons for a photon energy of 5, and

a core-hole distance from the surface of 20. Solid line: total spectrum; dots: intrinsic spectrum;
dashed line: extrinsic spectrum; dot—dashed line: interference. From reference [14].

system, anqinp’ ) is thesth state of the quasi-boson system, when the localized system is in
statei. The potent|aIV isV = Vi1 + V5, whereV; describes the coupling of the photoelectron
to the localized system, anig that to the extended system. The Hamiltonkérs

H=Hy+T+V Ho= H" + H98

whereH !> describes the localized two-level system discussed in [82] /B is the Hamil-
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Figure 13. The singularity indexx as a function of the core-hole distance from the surfac&he
dashed line gives the bulk limit of. From reference [14].

tonian for the quasi-boson system:
H'¢ = e,n, + epnp + €cneg + Ugneng + Upneny, + t(clch + Can)
where
H? = Z wyala, + Z(nu V2 +n,Vy, +n. V) (a, +al)
v v

a b c T
V1= E (Vi +np Vi — Vi)
kK

Vo = Z Vi (ay + aI)c,:ckr.
vkk'

HereV} etc are thexa etc matrix elements of the fluctuation potenti@l(r) associated with
the quasi-bosonm [14], while V4(r) etc are the (weakly screened) Coulomb potentials from
the charge of orbitat etc [82]. InH 25, n, andn, are true operators, unlike. which can be
treated as a scalar. This makes our problem more difficult than the case treated in reference [14],
where onlyn. appears. To avoid this difficulty, we neglect the quantum fluctuations by taking
appropriate expectation valuesgf andn,. This means that we have three differeH)?B
corresponding to the ground state and the two excited states of the localized system. We define

HE® = (il HOP i) = ) Jwualay + 3 V' (@, +a]) (74)

where
Vo = (YolnaV,, +npVyy, + VoY) V" = (WilnaV,, + np V| ¥i) i=12

l¥j5.,) is eigenstate of the HamiltonianH,2”. If we diagonalize the three differedf?”,
we have three different bosons, :

v

Vi 0B t (V))? i ~5:1,1.0
a, =a,+— Hl' = Z wya;,aiy — o |1//QB,S> = ‘thB“y)

wl) v

v
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where theW"QBJ) are eigenfunctions oHiQB, andSy, = 0. Without this approximation the
final stategi, s) are no longer a produq:qu,‘)W‘QB,x).
We can use the well-known scattering theory identity

1
1+ — (Vi + Vo) | =11t
|: E_HO_T_Vl_VZ_“’I( 1 2)} 12
where
1
=1+ —V;
E—Hy—T—-Vi—V,—1n
1
l‘2: 1+ . V2.
E—-—Ho—T—-V,—1n
to obtain

Tt
T = <l,5|t2t1|‘lj0>-

PuttingVy; = 0in tlT (since the localized system has reached its sudden limit) gives
1
E—E —H?® —T —Vy+in

Tis = (Yo 1+ V2 ¥ 5.0 (Wil ¥o) (75)

and

- 1
Tis(k) = (kIW’QB,SI[l +Va

E—E —HP® —T —V,+in
The calculation ofr;; (k) is now very similar to the problem discussed in [14]. For charge-
transfer systems however, we have much more complicated fluctuation potentials to evaluate,
but this is not a question of principle but of computational work. We can expect the intrinsic
(shake-up) contribution from states of L character to be much larger than that from those of
d character, where the d-electron and core-hole potentials largely cancel. The interference
between intrinsic and extrinsic contributions is however strong only when we have a strong
contribution from excitations with smad} (e.g. plasmons). For the type of system that we
have in mind, the sharp plasmons which can appear have a very small strength, and thus we
expect small interference effects, but not small extrinsic effects.

Since the surface-modified function W(Q, z, z’; w) in equation (65) is difficult to
calculate, we want to relate it to its bulk counterpart. One, perhaps oversimplified, possibility
is to write

}eSfW"QB,o)Mc)(wiwo). (76)

Im Wbulk(Q’ 5,7 w) = % / d1@=) |m Wbulk(Q’ g: ®) dg
and then make the replacement (cf. equation (72))

1)  F (2)F,(2)
where

F,(2) = v/2[cos(gz + ¢,) — cosp,e™ %]
to obtain our desired IV as

MW@,z 7;0) = % f F,(9)F,(2)ImW"*(Q, ¢; w) dg.

It should be possible to combine data from optical absorption, energy loss, etc, and from
RPA calculations to approximate I#”“*(q; w). Our theory would then allow quantitative
evaluations for strongly correlated systems also.
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6. Concluding remarks

The effects of electron correlation on spectroscopies like photoemission, electron scattering,
and x-ray absorption are today treated in a rather incomplete way. We have discussed photo-
emission as a typical case in need of improvements. We have only studied zero temperature
and not included any phonon effects. It should however be clear from our presentation that
the approach can be adapted to all electron spectroscopies, to non-zero temperatures, and to
include phonons. Our approximations are in the same spirit as the GWA. So far only very
simple models have been studied, but it isaapriori approach allowing the one-electron
aspects to be fully included.

We discuss a polaronic model Hamiltonian in detail, showing how its parameters can be
calculated and how it gives the GWA in second-order perturbation theory. We show how to
go beyond the GWA by summing a subset of diagrams for this Hamiltonian (this can also
be regarded as the lowest-order cumulant approximation) to obtain an exponential expression
which predicts the correct general behaviour for the intrinsic approximation of the core-electron
photoemission spectrum. A model with fermions and bosons, where the bosons are built from
fermions, clearly leads to double counting. This is a well-known situation from the Bohm—
Pines electron gas theory [46], which in some respects is similar to ours. They also had the
picture of electrons interacting with bosons (plasmons), and argued that the plasmon degrees of
freedom were few, and thus that the subsidiary conditions which balanced the double-counting
effects could be neglected.

The full expression for photoemission is analysed in the high-energy limit, and we show
that again the same polaronic Hamiltonian can be used also to describe the extrinsic losses.
These general results are applied to core-electron photoemission, leading to very simple
expressions where the intrinsic amplitudes (those accounted for in the one-electron Green’s
function) and the extrinsic amplitudes add. Strong interference effects occur when there is
a strong coupling tg = 0 bosons. This is typical for metals where the plasmons are the
dominating bosons, and the approach to the sudden limit is then very slow, being of the order
of keV. For systems where localized excitations are important there are no long-wavelength
bosons, and the cancellation effects are much weaker [82].

We would also like to comment on the difference between the correlation problems for
sp and df solids, and on the possibilities of using polaron models also for the latter. Clearly
the GWA describing long-range charge fluctuations, and a Hubbard model focusing on local
on-site correlations, which drive strong spin correlations, are two extremes. The GWA has
the advantage that it describes the charge fluctuations in detail, and we all know what strong
effects even tiny charge movements have. In the Hubbard model the Hullohrscribes the
important on-site Coulomb forces, bltitself is not known.U deviates by a factor of two
or more from its free-atom value, a deviation caused by charge rearrangements or screening
in the solid. This reduction of the atomi¢ is usually estimated by constrained-configuration
LDA band calculations. An additional problem with the Hubbard model is tha taken
as a constant, while intuitively we expect the effectiveo vary with the state that we are
describing, particularly if different states involve different charge distributions. In sp solids,
correlation effects are not immediately striking, while for the df solids, they are glaringly
present. This does not mean that they are small for sp solids; it just means that simple models
can work well.

In recent work, strongly correlated systems were successfully treated in the dynamic
mean-field theory with the following expression for the self-energy [11-13]:

UZ ﬁZ
Eéi(lwv) = F Z XQEa(iw;L)gQF(iwv - |w/,¢) + F Z XQﬁ(iwu)ngr (iw, — iwu)-

no no
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Here Gg, (iw,) is the local dynamical Weiss effective field, ahdth the longitudinal and
transverse magnetic susceptibilities ent&vithout going into details, which would lead us
away from the main theme of this article, we note that the self-energy G&g atructure, and

can hence be derived from a polaron Hamiltonian, but now for electrons coupled to spin rather
than charge fluctuations. Such self-energies were discussed in the early paramagnon work,
e.g. by Doniach and Engelsberg [84], and by Berk and Schrieffer [85]. Explicit formulations

in terms of electron—-magnon Hamiltonians are found in the works by Davis and Liu [86],
and by Kleinman [87]. More recently, the Schrieffer spin-bag approach has been considered;
this is the same structure [88,89]. The simplicity of the electron—magnon Hamiltonians in
the literature depends on severe approximations, e.g. using the Hubbard Hamiltonian, and a
generalization to a general case including bandstructure and coupling to charge fluctuations is
far from trivial. Still, a lot more of the basic physics may be found from the electron—magnon
model (involving both spin susceptibility functions) by anyone daring enough to look for it.
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