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ABSTRACT

INVESTIGATION OF (E, 2E) COLLISIONS AND
RELATED PHENOMENA

Jason Manuel Martinez
Old Dominion University, 2008
Director: Dr. Colm T. Whelan

In this thesis I investigate (e,2e) processes, or electron impact ionization, using
several theoretical methods. I first examine the problem using the Born approxima-
tions, particularly the Distorted Wave Born Approximation (DWBA), focusing on
the underlying processes that dominate for ionization of the 2p state of Argon and
Magnesium. I investigate as well the ionization of helium and hydrogen and use the
simplicity of the approximation to probe the incident particle effects on the Helium
cross section. In both cases the results are compared with experiment. I also pro-
duce cross section results for ions near threshold, a regime that is currently under
experimental investigation. In the second part of this thesis, I develop an ab initio
method for doing these calculations called the X2e method. This is described in full,
including derivation of the important features of the method. Preliminary results are

presented in comparison with established theory.
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CHAPTER I

INTRODUCTION

In recent years there have been great strides in experimental atomic collision physics.
It has become possible to perform kinematically complete scattering experiments and
to put the experimental data on an absolute scale. Much of the work in the field has
been directed to the study of electron impact ionization and photo-double ionization
[1]. In these processes an electron or photon, respectively, is incident on an atom
or ion, and the collision results in the ionization of the target with two electrons
escaping. This form of ionization collision is called an (e,2e) or (,2e) collision,
respectively. Specifically of interest are the measurements of the Triple Differential
Cross Sections (TDCS) where the energies and angles of the escaping electrons are
resolved. These five-fold differential cross sections contain the most information that
can be derived from the collisional system where spin is not accounted for.

There is strong interest in theoretical calculations for these processes, for example
with the FAIR project with (e, 2e) collisions with ions [2]. These calculations offer
a chance to examine the underlying physics and see what are the dominate contri-
butions to these cross sections. This can be done by looking at the approximations
that mostly clearly replicate the experimental data and examining from that what
are the necessary physics to include.

Additionally there is the challenge to produce ab initio calculations for these
reliable experimental results. This still presents a substantial challenge to theory.
The difficulty of calculating this process is due to the long range Coulomb interactions
between all three particles (i.e. the two escaping electrons and the resulting ion).
These interactions do not become negligible except at the most extreme distances
and require substantial effort (both computational and analytical) from theory to
calculate them. Exacerbating these difficulties is the issue of correctly accounting
for the target wave function. In addition to the difficulties of modeling the complex
behavior of an atom with multiple electrons, there is also the fact that the target
modifies the incident electron wave function as well.

The subject of theoretical calculation of (e,2e) and (v, 2e) collisions are impor-

tant for a number of fields in science. In addition to extending the understanding

This dissertation follows the style of The Physical Review



of multibody interactions and aiding experimental examination of these collisions,
this work is necessary for the calculations of high density plasmas for fusion (3, 4],
astrophysical studies [5], and in the developing field of electron momentum spec-
troscopy [6]. This work, particularly in the development of ab initio models, is a
stepping stone to more advance calculations for more complex targets in the future.

The benchmark work for electron impact ionization on atomic hydrogen has been
resolved experimentally in recent years. Considerable effort is currently being focused
on experimentally producing the analogous benchmark data for helium double photo-
ionization [7]; results for the simultaneous electron impact excitation and ionization
of helium are becoming available [8]. Recent experimental studies of the ionization
of molecules and solid surfaces lie still further beyond current theoretical capabili-
ties [1]. While there have been considerable theoretical advances in special cases, a
complete ab initio theoretical treatment which is applicable to all these problems, is
not currently available .

In this thesis we examine the problem initially from a first order perturbation
calculation using the Distorted Wave Born Approximation (DWBA). This approach
attempts to solve the problem using the simplest approximations that contain the
relevant physics. This approximation allows us to derive correct results for a large
subset of (e, 2e) processes but is limited in cases where higher order effects dominate,
such as near threshold. Despite this we are able to show that it works well in a wide
range of cases. In Chapter 2 we will show calculations involving inner and outer shell
ionization of Magnesium as well as other elements in comparison with experiment.
In Chapter 3 we then extend this method to calculations involving hydrogen-like and
helium-like ions near threshold. Because of the simple approximations used we are
able to examine the dominate processes within these collisions and understand the
underlying physics.

In the second half of this thesis we will develop the variational R-operator ap-
proach, or X2e method, which is an ab initio calculation applicable to electron impact
ionization and double photo-ionization for all kinematics. Ultimately we hope this
method will provide an efficient and flexible method of calculating (e, 2¢) and (v, 2¢)
TDCS for a wide variety of systems beyond that of hydrogen or helium. What
we present here is essentially a proof of principle that this method is viable and
can be extended to much more complex systems than atomic hydrogen or helium.

This will be done by comparing our results with those of the simplified Poet-Temkin



model [9, 10].

In this chapter we review the relevant physics needed to understand our methods,
both for the DWBA and the R-operator. We first consider basic scattering theory.
We discuss the kinematics of the problem and the relevant boundary conditions. We
then discuss how one can extract the TDCS from the wave function. Afterwards
we examine various perturbation methods for solving the problem and their suc-
cesses and failures. Then we look at the current ab initio solutions that might solve
the problem in its entirety and their relative strengths and weaknesses. Lastly we
examine the experimental geometries that are relevant to this thesis.

Throughout this thesis we consider only non-relativistic, spin independent inter-

actions. Atomic units are used throughout (A = e = m, = 1).

1.1 SCATTERING THEORY

To get a basic understanding of the problems involved in calculating (e, 2e) processes,
we will first review the simpler problem of potential scattering. Indeed, much of the
theory of (e, 2e) processes is derived from this earlier work and we will be making
use of scattering calculations later when we test our general X2e method.

We begin by describing the basic kinematics. For the (e, 2e) process, we have
an electron with momentum kj striking the atom or ion. After the collision two
electrons escape the ion with momenta k¢ and k;, for fast and slow respectively. We
will be including the effects of exchange so these do not necessarily correspond to the
actual scattered or emitted electrons. Using conservation of energy and momenta we
can relate the momenta of the escaping electrons to that of the atom’s recoil and the
incident momenta,

kg = k3 + k2 — 260 + 2B ecoi (1)

kO - kf + ks - krecoil (2)

where € is the energy of the ground state (i.e. the energy needed for ionization),
which is —0.5 a.u. for hydrogen. An important quantity is the momenta transfer q

from the fast electron to the slow electron and ion,
q = ko — k¢ (3)

Krecoit = q-—- k; (4)



Note that in a classical collision the momentum transfer for an impact on a station-
ary electron would directly correspond to the momentum imparted onto the target
electron (i.e. q = ks). Because we are dealing with a quantum mechanical object
however, the target electron has a momentum distribution which allows for it to es-
cape with momentum different from that of the momentum transfer. The momentum
transfer is still useful in determining the direction where the electron is most likely to
be emitted. We also note that the large mass difference between the incident electron
and the nucleus means that E,...; can be neglected in (1).

Our initial state for the wave function can characterized by
O(rs,1,) = Yo(rs)e™ o™ (5)

where the incident electron is treated as a plane wave and 1)y is the ground state of

the target.

I.1.1 BOUNDARY CONDITIONS

There are several boundary conditions that need to be considered for this problem.
The first and simplest is that the outgoing wave functions should be zero when r; = 0.
That is to say the electrons cannot overlap with the nucleus.

Another simple condition comes from the consideration of spin. If we take hydro-
gen as an example, we see that the total spin has to be 0 or 1. This is because the
electrons (both the scattered and target) have spin 1/2. Summing their spins gives
us this restriction. The limit on the total spin in turn means that if we exchange the
positions of the escaping electrons then their wave function must obey the relation
U(rs,rs) = (—1)°¥(rs,rs). This places an additional restriction of the wave func-
tion. It must be symmetric or antisymmetric with respect to the transposition of
the electron coordinates. We note that the Hamiltonian is independent of spin and
hence we can perform our calculations for each spin state.

The remaining boundary conditions come from the asymptotic forms of the incom-
ing incident and outgoing scattered waves. We can describe the total wave function

as a sum of these two parts,
U(ry,ro) & Vin(ry, ra) + Wecar(ry, ra) (6)

where WUy, and W,q,; refer to the incoming and scattered portions respectively. We

assume the target is initially in its ground state, denoted by the subscript 0. We can



describe the incoming portion of the wave function as being made up of the ground

state wave function of the target electron 1y and a plane wave with momentum kg

Vin(r1,12) = - (¢o(r2)eik°'r1 + (—l)s’tbo(rl)eikmrz) (7)
V2

The scattered wave, ¥, depends on the energy of the escaping electron(s). We can
view this wave function as a set of channels, or possible final states, which depend on
the energy of the final state atom and the scattered electron. In the simplest case, the
electron scatters elastically, leaving the atom in its ground state and no energy is lost.
Another possible channel is inelastic scattering where the incident electron excites
the target to a higher energy state and leaves with a lower energy. These channels are
called ‘open’ and ‘closed’ depending on whether the incident electron has sufficient
energy to excite the target electron to that particular state or not. Obviously the
elastic scattering channel is always open. We can determine the status of the other

channels by considering the energies
k2 = kI +2¢; — 2¢, (8)

where k£ is the momentum of the scattered electron, ¢ is the energy of the bound
electron, and the subscripts p and ¢ denote the final and initial channels respectively.
If ki > 0 then the channel is open, otherwise it is closed.

The wave function for W, when the energies are below the ionization threshold
can be described by an expansion in terms of a scattered wave and a bound wave
function. In the limit where either 71 — oo or 1 — o0 (to account for exchange)
this is

71,7200 ™ T2

eik0'1‘1 eik0'1‘2
lim \Ilscat(rla 1‘2) = Z “\}—’5 (fu(f‘l)wu(rQ) + (“1)Sgp(f2)wu(rl) ) (9)

where f,(f1) and g.(Ff2) are the direct scattering and exchange amplitudes respec-
tively. 1, refers to the wave function of the other electron after impact, whether
that is the ground state or an excited state. In this case each channel is described by
a spherically outgoing wave coupled to an excited or ground state with the angular
dependance determined by the scattering amplitude.

The case of most interest to us however is that of ionization. When the incident
energy is sufficiently large to excite the bound electron to the continuum we must
include an additional term to the asymptotic form of the scattered wave function,

U,cat- Peterkop [11], Rudge and Seaton [12] derived the ionization term in the far



asymptotic region, when all particles are far apart from one another. This derivation
is given later in Chapter 7 when we discuss the Rudge, Seaton, and Peterkop (RSP)
formalism. For now we will simply note that one can describe the wave function, in
hyperspherical notation (where p = \/r{ + r3 and a = arctan(ry/ry)) as

. K3 . ((f, T,
;}an}o Uion(r1,T2) = —4/ ra exp? (f'ﬁp + %—) ln(ﬂp))

(£ k) + (~1)3F (ke k) (10)
where 7 7 1
L _ 1
C(E1, 82, 0) sina  cosa /1 —F;-Fasin2a -
or L.
¢(r1,F2, ) _ Z ., 4 1 (12)
r 1 9 Irl - I‘2|

and k = \/k? + k3 = V2E. Z is the charge of the resulting ion. It can also be
shown {11, 12] that the direct and exchange amplitudes for ionization are related by
f(ks, k) = g(ks, ky) (This will be show explicitly in Chapter 7). This allows us to

reexpress (10) as

lim U, (ry,12) = — ﬁ exp i (mp + Cuty @) ln(np))
p—o0 P K
(F0es k) + (1) %0k k) (13)

Qur concern now is to determine the cross sections for a given process. As will
be shown in the next section one way of doing this is to determine the ionization
amplitude f(ky,ks).

1.2 EXTRACTING THE IONIZATION CROSS SECTION

In this section we will examine methods of extracting the ionization cross section.
Specifically we are interested in deriving the Triple Differential Cross Section (TDCS).
The cross section is defined as the ratio of the number of events per unit time per
unit scatterer, to the flux for a given scattering event. In the case of TDCS these
events are those that occur when the electrons escape at specific angles to the target
and with specific energies, thus getting a complete kinematical picture. The methods
we will examine include calculating the scattering amplitudes by projecting out the

flux as well as directly calculating the flux ratio from the computation of the wave



function. In constructing the R-operator we have tested both of these methods while
for our DWBA calculations we have made use of the scattering amplitudes.

Before discussing either of these we will first quickly discuss the basic methods
used for scattering, i.e. the S-matrix and related matrices. These matrices allow us
to relate features of the scattering channels in the asymptotic region. These matrices
will be used when we apply the X2e method to scattering as well as when we construct
our final wave function. This will be discussed in detail in Chapter 7. As mentioned
in the preceding section we can envision a scattering event occurring in discreet
channels. One channel would be elastic scattering where the electron simply scatters
off the target with no loss of energy or momentum. Other channels in scattering refer
to inelastic scattering where the collision results in the target electron being excited
to a higher energy state. In either case we can refer to a channel wave function, u,(r),
to describe the scattered electron, where u is an index that refers to the channel in

question.

1.2.1 S-MATRIX METHOD

We begin with the S-matrix, or scattering matrix, which relates the amplitude of the
incoming waves to that of the outgoing waves. For example we can break up a wave
function into

Jim w,(r) — Aufi*(r) + Buf " (r) (14)
where f indicates the incoming and outgoing parts of the channel function. We can

then relate the coefficients A, and B, via the S-matrix,
B,=> SuAu. (15)
u

The S-matrix may be used to construct a T-matrix. The T-matrix, or transmission
matrix, tells us what portion of the wave function is transmitted from one state to
another. In our case we are interested in the transmission from the ground state
to the final state, whether that is excitation or elastic scattering. The T-matrix is
derived by removing the incoming waves (which in the formalism we have adopted
have a value of unity). In matrix notation this is
S—-1I
21 (16)

where I is the identity matrix representing the incident flux and a factor of 1/2i is

T:

introduced for ease of computation later. Essentially this is removing the incoming



portion of the wave function to get only the outgoing probability. Using the T-matrix

one can then construct the scattering cross sections [13]:

@S+ )ELTY,

where S is the total spin, L is the total angular momentum, £; is the momentum
of the final channel, and /; is the angular momentum of the final channel. A full
derivation will be shown in Chapter 7 when we discuss the scattering problem in
relation to the X2e method.

Another useful quantity is the K-matrix, or reactance matrix, that relates the
even and odd portions of the wave function. If we divide the asymptotic form of the

wave function into sines and cosines we get

1
lim u,(r) = —(C,sinf, + D, cosf,) 18)
e u(r) \/k—“ 1 2 1 2 (
where 0, = kyr — l,7/2 —nlog 2k,r + 0y, o7 = arg[l'(l + 1 —in)], n = Z/k,, and [
is the angular momentum. Z is the charge of the resulting ion. The K-matrix then

relates the coefficients of the even and odd parts of the asymptotic wave function:
Dy = ZKHH'CH" (19)
W

The K-matrix can then be used to determine the scattering phase shifts by spectrally
decomposing the K-matrix [13],

Kij = inkxjk tan 5k (20)
k

where z;; is the jth element of the ¢th eigenchannel. tandy are the eigenvalues for

the K-matrix. 0y are the eigenphases corresponding to the scattering phase shifts.
These matrices are discussed in further detail in Chapter 7 when we examine how

the X2e method can be used for electron scattering calculations. We also show how

one can relate the S-matrix to the K-matrix.

I.2.2 FLUX PROJECTOR METHOD

The Flux Projector Method works by projecting out the outgoing flux at some large
radius. From the outgoing flux one can calculate the ionization amplitude f(ky, k).

This can then be used to calculate the TDCS. The following derivation comes from



Rudge and Seaton [12]. To determine the ionization amplitude f(kg, k), we examine

the flux over the hypersphere:

L = /@(H _ E)Udridrs
od

= / < — —b— ) p° sin® o cos® adadQ,dQs (21)
where ® is our projector and ¥ is the full wave function. €2 stands in for the usual
angular coordinates 6, #. As noted earlier p = /7% + 7% and a = arctan(r;/rs). In
equation (21) we have used Green’s theorem to simplify the 6-dimensional volume
integral to one over a 5-dimensional surface. In Appendix A, a derivation can be

found for the differential surface element.
We next proceed by introducing a projector that asymptotically behaves like two

Coulomb waves with effective charges and outgoing waves,

pl-i—vIgo(b ~ x(z1, —ki,11)x(22, —ka, T2) (22)
x(z,—k,r) = e *¢(z/k,kr +k-1) (23)

-2 2ino 1y

~ 1 Yo e e

ylgglo &(7,v) Yy {1 ” + .. ] + S
B _ . 2
x[l—z(—l—z—w-%...] (24)
Yy

where we are keeping only those terms in the leading order in p.

We are assuming that all the particles are very far from each other and that the
electron-electron interaction can be accounted for via the effective charges z; and zs.
Using the asymptotic expansions above in (21) as well as our solution from the RSP

derivation (13), wc get

i3/2

L= ~S-(60) [ flka,a)16a(26p) /(1 + pysin arsin B
+ug cosacos 3) exp [ikp(l — pysinasin § — po cos a cos 3)]
x sin? o cos? adadQ, dQ, (25)
with
ki = ksing (27)

ky = kcosp. (28)
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Next we make use of the stationary phase theorem. Jeffreys and Jeffreys [14]
showed that if £(k) and x(k) are continuous in (a,b), where ¢’ = d¢/dk and " =
d%¢/dk?, then:

Theorem 1.
x(k)eHE®

b
li k)e®) gi ~
i, J X ke

R—o0 Jgq

e 29

k=a

if ¢ # 0 in (a,b). Also:

Theorem 2.

lim bx(k)ein(k>deX(ko){ 27 J1/2i(RE (ko) +ESIBN(E (ko)) (30)

R=ooJa RI€" (ko)

where &' = 0 at ko, ko being in (a,b).

We make use of the second theorem here. The key equation is:

0
& =—-—(1—psinasinf — uzcosacosf) = —u; cosasin B+ pssinacos 3. (31)

Oa
For this to be 0 for all values of « we see that u; = us = 1 and a = 8. This means

o1 ~ (2/-epsin2 ﬁ)“i"l/’“ (32)
¢2 ~ (2kpcos’ B)ie/ke (33)

Thus our flux has the form:

(4B _z1 = k —2iz1/k1 k —2izy kg
L= —(21)%2f(ky, ky)(20p) TR (ﬁ) (f) s

Next we can use the definition of ¢, equation (11), as well as (27) and (28) to show

g(QlaQ%ﬁ) — Z Z _ 1
K ksinB  kcosfB  ky1— Ty -Tesin2f
4 7 1
= 42 - 35
ki ko ki (35)

where 1 = Ri due to pu; = 1. Thus if we allow

21 22 ¢
2Ly 22 > 36
PR S (36)

the factor reliant on p vanishes in equation (34). This is known as the Peterkop
relation and allows us to set effective charges. Looking at equation (34) we see that

without this restriction we would have an infinite phase at p = co. By establishing
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these effective charges we are able to examine the ionization amplitude and not
merely its modulus.
Using (21) and (34), as well as (36), we can show that the ionization amplitude

can be derived using

k: k = —(27 —5/261'A(kf,k5)
f frBs
x / V(H — E)od’r;d%r, (37)
where A = % In(ks/K) + Qkﬁ In(ks/k). We can simplify this equation by noting that
® is an asymptotic solution to H= —%V% — %V% — 21/r1 — z2/r2. That is
(H — E)@(I‘l, I'Q) = V(I)(I'l, 1'2) (38)
where
V- 1 _Z—ZI“Z_ZQ (39)
vy — 1o 1 T2
Using (38) we can rewrite (37) as
1 .
Fls k) = = [ €2, 2 V(L Ky e )i (40)
The exchange term is simply
1 .
g9(ks ks) = _(27r)5/2 /em‘I’(I‘l,1‘2)Vq’(r1,ks,1‘2akf)d7' (41)

where we have included the momenta to emphasize the effects of exchange.
Once we have calculated the ionization and exchange amplitude we can derive

the TDCS,
d*o  kyks
dQ.dQ.dE, kg
The spin averaged TDCS is given by

‘f(kf’ ks) + (_1)Sg(kfa ks)’2 (42)

o  kyks
dQ.dQdE;, kg

(3105, 1) + 9l1cp, K + 317 k) — ol )P (43)

This is the method used to calculate the TDCS in the distorted wave Born approxi-

mation as well as was tested on the X2e method.

1.2.3 PURE FLUX METHOD

The Pure Flux Method works by calculating the flux directly from the wave function

thus avoiding the issue of needing to project out the ionization amplitude [15]. We
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begin with a wave function in the far asymptotic regime, i. e. where contributions
from elastic and inelastic scattering are negligible and the distances between the

particles are large. The current density vector j for the wave function ¥ is defined
1
j= ?(\II*V\I! — VU (44)
i

where U* is the complex conjugate of ¥. In hyperspherical coordinates the Laplacian
V is to first order 5
V=—p+0(1 45
95" (1/p) (45)

and the surface element through which one measures the flux is

d¥ = p° sin® a cos? adad$dQ, (46)
or equivalently (see Appendix A)

d¥ = p®sin 2ad F, d,dQy /AR (47)

We can use (45) in (44) to calculate the current density associated with the wave

function W,,, equation (13). This gives to leading order in p,

Kfl
j= ;gmkf,ks) + (—1)%g(ks, k)| (48)

Examining (13) more closely we see that if we ignore the exponential terms (which

vanish when the modulus is taken), equation (48) is equivalent to
J = 8| Tion* (49)
Next we note that the flux F through a hypersurface ¥ at hyperradius p is defined
sz/zpj-ndE (50)

where n is the normal to the hypersurface. The outgoing flux at infinite hyperradius
is therefore

K . .
Fou = 7 lim p° [E ,, A, S dS2| Won|? sin 20 (51)

where we can use F,.: because our ¥,,, wave function consists of only outgoing
waves. If we are using the asymptotic form established in equation (6), then in the
far asymptotic region the incoming portion of the wave function which is coupled

to the ground state, ¥;,, has died off as we approach infinity. This is due to the
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ground state rapidly falling to zero by that point. The same also holds for the
excited channels. We can relate equation (51) to the cross section by dividing by the

incoming flux F;,

o= lim p° / dE d1d | Wion|? sin 2a (52)
Ep

K
4EF;, o
The incident electron can be represented by a plane wave, which has a current density
j = koz. The incident flux therefore is

Fin = ko (83)

The total spin dependent cross section is thus

K
4Ek p—>oo

m p / sin 2adE, / |V som|2d 00 dQ (54)

g =

This allows us to derive the spin dependent TDCS,

d3c
I 3 11 ‘Ilzon
A dE, A 1k, 4Ek 7| Wion|” sin 20 (55)

This is one of the methods tested in the calculation of the TDCS for the X2e method.

.3 SOLVING THE DOUBLE IONIZATION PROBLEM

In this section we will give a short review of some of the approaches to solving
the (e, 2e) problem for TDCS. First we will discuss the Born approximations which
are among the simplest and most successful models. In Chapter 2 we will discuss
the highly successful distorted wave Born approximation (DWBA) at length when
we show new results with Magnesium and in Chapter 3 for atoms and ions at low
energy.

In the second part of this section we will discuss the ab initio numerical solutions
to the problem. We will review the major contributions to this area. We will dis-
cuss the Convergent Close Coupling (CCC) method of McCurdy and Rescigno, the
extension of this method to Exterior Complex Scaling (ECS) of Bray and Stelbovics,
the general R-matrix method, and the Hyperspherical R-Matrix with Semiclassi-
cal Outgoing Waves (HRM-SOW) method of Malegat. We will look at the general
methods and focus the relative strengths and weaknesses of these various theories.
Additionally in Chapters 4 through 7 we will describe in full detail a new and more
flexible method called the X2e method.
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1.3.1 BORN APPROXIMATIONS

The Born approximation works by solving the integral form of Schrédinger’s equation
in the perturbation regime. By this we mean that the wave function is not substan-
tially modified by the electron interaction potential to some order. The methods
work from the flux projector method of extracting the ionization amplitude. We will
discuss this method in greater detail in the next chapter in reference to the Distorted
Wave Born Approximation (DWBA). Here we will give a brief overview.

In a first order Born calculation the waves interact with the electron interaction

potential once and the formula is of the form
1
f(kf: k) = <Xszf;—fIXz“I/0> (56)
8

where x is the wave function for the free electrons (f and s for the escaping electrons,
¢ for the incident electron) and W, is the target state. This corresponds to our flux
projector result, equation (40), neglecting of the Peterkop phase factor. This phase
factor can be accounted for in the effective charges for the final state electron wave
functions x s and Xxs,.

The differences between the various first Born approximations is in how the elec-
tron wave functions are treated. The simplest approximation one could make is to
treat all the free electrons (both the incident and escaping electrons) as plane waves.

This plane wave Born approximation (PWBA) results in an integral of the form,

fPWBA(kf, ks) — (271_)—% / d3T3d3,rfe—ikf'l‘fe—iks-rs
1 .

x———¢etKoTeo (v 57

|rf _ rsl Q/}O( 5) ( )
As will be shown in the next chapter this results in completely incorrect behavior near
q = 0, which is when the system is slightly perturbed. As the Born approximations
are a perturbative approach this is a gross failure. Next we will look at improvements

on this approach that resolve this and other problems.

First Born Approximation

The First Born Approximation (FBA) overcomes the flaw of the plane wave approach
by treating the wave function of the slow electron, the one with momentum k;, as

distorted by the potential of the ion. In the notation we used above,

A k) = (2m)7 [ dPrdig
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X e keTiy T (ko Ty) eiko'rfwo(rs) (58)

re — 1

where x is a distorted wave constructed in the field of the ion. This is done by
treating the slow ejected electron as moving in the static exchange potential of the
ion and orthogonalizing this state to the bound state, i.e. the slow electron is treated
as a continuum state for the target. The fast and incident electrons are still treated
as plane waves.

While this results in an approximation that is good for many cases (see Chapter
2 for some comparisons with experiment and the DWBA method), it still fails for
cases, such as inner shell ionization, where interactions between the nucleus and the
incident or fast electron dominate. In Zhang et al [16], they showed that this was
extremely important for the recoil direction where FBA underestimated the ratio of
the size of the recoil peak to the binary peak as well as failing to account for its
asymmetry. Additionally Walters [17, 18] showed that the FBA loses accuracy in
overall amplitude when dealing with heavy atoms such as potassium.

Zhang et al [16] argued that the distorting effect of the atom, primarily the
Coulomb interaction with nucleus could not be neglected for any of the electrons.
In the next chapter, we will present comparisons of FBA to the DWBA, which does

account for these interactions and show the flaws in this approximation.

Distorted Wave Born Approximation

The Distorted Wave Born Approximation (DWBA) is a highly successful method
that was first applied to (e, 2e) of helium [19]. It has been used to calculate the
TDCS of a wide range of targets including Helium, Hydrogen, noble gases, Lithium,
and Magnesium (In this thesis we examine Helium, Hydrogen, Magnesium, Argon,
and Hydrogen-like and Helium-like ions up to N = 10).

The DWBA uses distorted waves for all free electrons to properly account the
interactions between the electrons and the ions. That is, it accounts for elastic scat-
tering of the electrons to all orders but considers the electron-electron scattering only
to first order, which is an important limitation. Here we will give a brief derivation
in the finite range formalism [20]. By finite range we mean that the potentials (and
thereby interactions) become negligible at some large but finite radius. There are
other equivalent methods but this presents the clearest derivation. We begin with

the result of our derivation of the ionization amplitude, equation (40), expressed in
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bracket notation
Flke, ky) = (BIVL]¥) (59)

where V, = 1/ry+1/ry — 1/rss. Next we introduce some interaction W into the left
hand side of (59),

Flks, kp) = {0y Vo — Wo|TT) — (&5 [Va — Vo + W[ @) (60)

where V, = 1/ry—1/rgs. 9, is the wave function for scattering initially free electrons

with momenta ks, ks. This means it satisfies
¥y = [1+ (E — Hy— Wy, —in) " Wi D, (61)

where H, = V2/2+ V2/2 or the frec electron Hamiltonian. If we take W}, = V}, then

the ionization amplitude in equation (60) reduces to
f(kS7kf) - <\I’b—[valq)> (62)

This is merely the standard post prior equivalence. The subscript b denotes the final
potentials while a includes only the initial potentials. At this stage no approximations
have yet been made. The distorting potential is totally arbitrary. When we do make
an approximation we will lose our post prior equivalence.

In deriving the DWBA we assume that W;(rs,7y) is separable
Wi(re, rf) = Vi(rs) + Va(rs) (63)

This implies that the wave function for the escaping electrons ® can be represented
by two separate wave function x~(ry) and x~(rs) dependent on the potentials V}
and V5. Thus equation (60) is

f(ksa kf) = <X_(Zf7 kf: rf)X_(257 ks; rs)]‘/b - Vl - ‘/2|\I’:> (64)
The second term can be shown to vanish [21]. Next we approximate ¥~
V3 (rs,15) = X3 (o, rp)¥(rs) + (—1)°x3 (ko, x5)9(rs) (65)

where we have indicated the effects of spin. This approximation is at the heart of
the DWBA [21, 22, 23]. The approximation for ¥* is where we have set our method
as a first order approximation in the 1/r,s potential. By making this approximation

we note that the functions x~(rs) and x~(r,) are no longer mere projectors, as they
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have been constructed with the potential Wy(rs,7¢) in mind and are intrinsic to
approximation. Thus we will want to include as much physics as possible into the
choice of their their effective potentials V] and V5.

The choice we take (which is perfectly reasonable for the case when Ey =~ E,) is
Vi(rs) = =1/rs, Va(rs) = —1/r, (66)

With this choice of DWBA, the direct and exchange amplitudes become

FPWPA (ko kg) = (X (21, kg rp)x 7 (2, ks,rs)I%IXJ(ko,rf)w(rs)) (67)

1
g7V (ks k) = (X (25, ks, Tp)X 7 (25, K5, rs)lﬁlxé(ko, rp)p(rs))  (68)

These can then be used to derive the TDCS via equation (43).

In the actual calculation we use the following methods. For complex atoms with N
electrons the incoming distorted waves are generated in the static exchange potential
for the target, asymptotically the electron sees a Coulombic potential of charge Z —
N+1 where Z is the nuclear charge. The distorted waves of the two outgoing electrons
are identical, being generated in the static exchange potential of the residual ion,
i. e. with an asymptotic charge of Z — N + 1. Both final state distorted waves are
orthogonalized to the ground state. The Hartree Fock wave functions of Clementi [24]
are used for the target wave functions ¥,,.

Furness-McCarthy local potentials are used for exchange in each of the channels.
For the final channel we use an ‘average’ form. A local exchange approximation of
Furness-McCarthy type, [25, 26], is used to simplify the static exchange calculation.
Also no final state electron-electron interaction is included, i. e. the approach is
strictly first order in 1/rs¢. This has been shown to have negligible effect [21].

Despite the method’s great success, there remain several weaknesses due to its
nature as a first order approximation. For example it does not include the possi-
bility of recapture for the emitted electron. Also as mentioned earlier it suffers at
low energies, such as near threshold, where the effects of higher order interactions
dominate. This would correspond to where post collisional interaction between the
escaping electrons dominates.

It is for these reasons as well as the challenge of a complete ab initio solution that

the following methods have been pursued.
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I1.3.2 CONVERGENT CLOSE COUPLING

Convergent Close Coupling (CCC) [27] is based on the widely used close coupling
approximation. The idea behind the close coupling approximation is that the total
wave function for the system can be expanded in terms of a complete set of eigenstates
or pseudostates of the target Hamiltonian. The pseudostates are a set of states that
approximate the behavior of the (often much) larger set of eigenstates of the system.
That is

\I/(I'l,l'z) - z (ME&(Q, Qz) + (—1)51%23‘?‘—(7‘—1)5}%(92, Ql)> (69)

where ¢, are the target wave functions, u, are the channel wave functions, and =
are the coupled spherical harmonics. p denotes {nkliloLMpSMg}, following the
notation of Percival and Seaton [28]. n and [; are the principal quantum number of
the atomic electron, k and 5 are the wave number and orbital angular momentum of
the scattered electron. L and M are the total angular momentum and its z projection
for the system. the same applies to the spin S and its z projection Mg.

The summation in (69) should include an integral over the continuum energies.
As this is not practical, this is approximated by a smaller number states, called
pseudostates. Curran and Walters [29] first successfully applied pseudostate close
coupling to the calculation of TDCS for the electron impact ionization of ground
state hydrogen. In addition to CCC, this method is also used extensively in R-
matrix calculations [30].

The Convergent Close Coupling uses this method to calculate not only discrete
and excitation cross sections but also total ionization. Where it differs from tradi-
tional close coupling is by its use of numerical basis functions instead of the target
eigenstates. As the size of the basis is increased these basis functions and their
eigenvalues converge on the true wave functions of for the target and their associ-
ated energies. The total number of states is increased until the cross section has
converged.

The problems with this method are that by construction it is more suited to
asymimetric kinematics, such as scattering and ionization calculation where one elec-
tron has a small energy relative to the other. This is due the fact that the slow
electron is considered to be some bound, but positive energy, pseudostate and not
in a true continuum state. For highly asymmetric kinematics this works well [31].

For calculations involving low energy more symmetrical kinematics it does poorly,
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oscillating about the true result [32].

Rescigno et al [33] however showed that the difficulty lay with how the cross
section was extracted and that by obtaining their results by projecting the flux
through a hypersurface of sufficiently large radii, they could get good results with

their related Exterior Complex Scaling method.

I1.3.3 EXTERIOR COMPLEX SCALING

Exterior Complex Scaling (ECS), as applied to (e, 2¢), was first pioneered by Rescigno
et al [33]. While it generates good agreement with experiment, the method is very
computationally intensive [34], cven when applied to (e, 2¢) on Hydrogen.

In the ECS method, the scattered outgoing wavefunction \Ifég) is solved directly

from a rearranged Schrodinger’s equation:
(E - H)USE = (H — B) Vi (r1,12) (70)

Where Wy, is an initial state symmetrized wavefunction consisting of a plane wave

and the target state (the ground state of Hydrogen in the current version of the

method).
\I’(SE) is then expanded in partial waves:
1
+ LMS =LM (s &
U = — 3 )2 (6, 1) (71)
TiT2 lile LM

where Eﬁ%f are bispherical harmonics. Note that |l —lo) < L < i+l and L+1;+ 1o
must be even due to parity conservation. Also for a ground state collision M = 0.
They solve for each partial wave via projection.

The partial wave equation is solved on a finite grid using exterior complex scaling,
where the radial coordinates are rotated into the complex plane at a boundary radius
Ry:

(r) = { T, ) r < Ry (72)
R, + (r— Ry)e”®, r> Ry.
This transformation causes the outgoing waves to diminish exponentially, setting the
boundary condition at 71,73 = Rmax > Ro to be wlLlfz (r1,72) = 0. On the other hand,
the incoming waves now diverge and wﬁi(rl, r9) must be truncated for 71,70 > Ry.
This is the only systematic approximation in the method.
The afore mentioned computational intensity spurred the development of the

Propagating Exterior Complex Scaling (PECS) method, to reduce computational
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complexity so the method could be applied to more complex systems. The PECS
works with the same underlying equations of ECS above but uses a Numerov scheme
first devised by Poet [35], modified to include certain inhomogeneous terms. This
simplifies the process of propagating to large radii and has allowed the computation
of several difficult kinematics such as near threshold [36].

ECS and PECS resolve the issues with the CCC. With improvements in the
extraction of the cross section it is no longer limited to asymmetric geometries.
There is however the requirement of a good approximation for the ground state
for the target. For more complex systems than Hydrogen PECS will require more
complex ground states and necessarily be more computationally complex. For a
method that already requires a large amount of computational resources, this will
certainly hinder future development and expansion of this method to more complex

targets has been only recently been achieved [37, 38].

I.3.4 CONVENTIONAL R-MATRIX CALCULATIONS

The R-matrix method was originally developed by Wigner and Eisenbud [39] in the
area of nuclear physics and later extended to electron scattering in atomic physics
by Burke and Robb [30]. The principle behind the R-matrix approach is to divide
the problem into an inner and outer region. The inner region, defined where the
escaping particles are within some radius 7, is where all possible interactions, in-
cluding exchange, are taken into account. In the outer region, exchange effects are
ignored. This allows for different computational models to be used in each region
thereby allowing for a great potential simplification of the problem. The R-matrix,
itself, allows one to connect the interior region’s solutions to the exterior region’s.
In the X2e method we use an R-operator approach. The R-operator is a gener-
alization of the R-matrix and thus we detail the basic R-matrix derivation here. We

begin with the Schrédinger’s equation with some solution ¥
(H-E)YY =0 (73)

We then derive a set of basis functions for this problem by diagonalizing the Hamil-

tonian so that
(Vi|H[Ww) = Eglpp (74)

where W, are the basis elements and £} are their eigenenergies. In the traditional

non-variational R-matrix method, we divide the basis functions into a set of radial
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functions w;x(r), where W) = Y, c;ui, such that they satisfy the R-matrix boundary

equation

ug(r)| __=b (75)

r=Ff

where  refers to a derivative with respect to r, and 7 is the boundary radius. b, the
logarithmic derivative of u;(r), is an arbitrary parameter, which is most commonly
set to zero. This is not the case however in variational R-matrix methods which will
be examined in detail in Chapter 5.

We note that we are omitting the angular portion of the problem for the moment.
In an actual calculation we would project out the angular portion of the wave function
and solve the problem in the radial space of the escaping electron(s).

As for 7 this is chosen to be just large enough to contain the important bound
electron information while minimizing the computation. Inside the region bounded
by 7 all effects (such as exchange and correlation) are taken into account. Outside
this region they are considered negligible and only the long range effects like the
Coulomb potential are considered.

Our next step is to expand the full solution ¥ in terms of the basis functions

U= a¥ (76)
k=1
Next we consider the identity
(H — E)U[¥) — (Ux[H - E|¥) =0 (77)

Using (73) and (74), we can rearrange (77),
(Hy|¥) — Ex(Wr V) — (V| HE) + E(T4|¥) =0
(HUL|W) — (Up| HT) = Ep(V|V) — E(Vx|T)
(Uk|HY) — (HT,|¥) = (E — Ey)(Vi|T) (78)
Next we can expand the wave function as ¥ = Y, F;(r)¢;, using the basis expan-

sion from earlier (Uy, = ¥, uik(r)c;). We then use equation (76) and apply Green’s
theorem to left hand side of (78) to get

5 Dlua()Fr) ~ Rl = (B~ Elas 79

At this point we can insert the R-matrix boundary condition (75) into (79)

L5 O ) < b ) = (B - B (50)

i
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This allows us to solve for the expansion coefficients ay,

1
2(Ey, - E)

> ““;(T) [ (r) = bF(r)]lr=r (81)

H

Ap —
From the expansion of ¥ and ¥y in terms of F; and wu;; it is clear that
)= > uw(r)ak (82)
k=1
Placing (81) into (82) and setting r = 7 we get

vl i‘fdc_“f_k()[ PE(r) — bF(r)]|o—s (83)

]k12r

At this point we define the R-matrix on the boundary r = 7 as
Ry =y mle) (84)
Thus the radial functions on the boundary can be expressed
) = XJ: Ryj[7F{(r) — bFy(r)]|r=r (85)
or with the conventional choice for b = 0,
7) =3 RiyTF(r)|r=r (86)
J

To obtain useful results from this method, the solutions at the bounding surface must
be matched up to those on the outer region. This can be done by calculating the

T-matrix. Details of how that calculation is done can be found in Chapter 7.

1.3.5 HYPERSPHERICAL R-MATRIX METHOD WITH SEMI-
CLASSICAL OUTGOING WAVES

Lastly we discuss the hypersphrical R-matrix with semiclassical outgoing waves
(HRM-SOW) [40, 41, 42] developed by Malegat for photo-double ionization (v, 2e) of
Helium. This method uses the R-matrix method in hyperspherical coordinates and
then connects the results to semiclassical outgoing waves.

They begin with Schrédinger’s equation in hyperspherical coordinates

(;f O at T<95>+v<p,ﬂs>—E>)w<p,95>=o 87)
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and solve for ¥. 25 denotes the various angular coordinates «, €2, and Q. T is the
kinetic energy of angular coordinates, V is the usual (e, 2e) potential 1/r, + 1/rf +
1/rsf, and the delta function is part of the Bloch operator term that ensures the
Hamiltonian is hermitian in the inner region. The Bloch operator will be discussed
in detail in Chapter 4.

Equation (87) is then solved for a set of pseudostates ®; which are expanded into
partial waves, ®; = >, fru(0)2,(€25). The functions f, are then used to build the

R-matrix at some radius pp via

Jow = Z Ruu’fllm/ + Iy (88)
!
where 1 Fuulp0)fu (0))
_ L ku\P0) Tk (PO

and Z is an inhomogeneous term due dipole interaction from the incident photon.
After obtaining the R-matrix they next derive semiclassical outgoing waves to be

matched to the inner region. These satisfy

(<335 + Buls) ~ B)) Fulo) =0 (90)
and have the form
1 I . [P / /
Fu(p) = mFM(P) exp (Z /po pu(p )dp> (91)
pu(p) = \/2[E — En(p)] (92)
d2Fy 1 dpnm
Py < 1 and 7 dp <1 (93)

were ppr(p) are the local momenta of the escaping electrons. These solutions Fjy are

then solved for via the propagation equation

b= Fu(r) = (p(r) Ho(p)) Fie(7) (94)

where 7 is a false time defined by p(p)pdT = dp. These results are propagated to
some large radius (up to millions of a.u.). Once propagated these waves are then

matched to the inner region using

(ip-U-R-U-p-p)F=-p-U-T (95)
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where U is a unitary transformation matrix and p is the diagonal matrix of semiclas-
sical momenta in each channel. The cross section then is extracted via the pure flux
method as outlined earlier.

While highly successful for photo double-ionization of Helium, this method has
vet to be applied to other more complex targets, nor to electron impact ionization.
Since its inner region is constructed, by default, as a two electron system, it is hard
to see how the method could easily be generalized to other systems with differing
numbers of electrons. It also has the lacks a fully quantum treatment for the outer

region which would be preferred from an ab initio theory.

1.4 EXPERIMENTAL GEOMETRIES

In comparing the results of our (e,2¢) and (v,2e) processes to experiment, it is
important to note the common experimental geometries. As noted earlier, in an single
ionization process such as (e, 2¢), an electron ionizes the target and two electrons are
detected in coincidence with their position and energies resolved. This gives us a
complete kinematical picture of a given collision. For (v, 2¢) for the final state of the
system is similar, though of course the initial double ionization of the target electrons
occurs by different means.

Our coordinates are outlined in Fig. 1. As mentioned earlier the incident electron
comes in with momentum ky. Two electrons escape with momenta k¢ and k; where
the subscripts f and s refer to fast and slow respectively. In a classical collision with-
out the possibility of exchange, this would correspond to the scattered and ejected
electrons. The differences between the various experimental geometries depend on
the angles made by the escaping electron momenta with the incident particle. These
angles are noted in the figure. In this work we will examine four different geometries:
Coplanar Symmetric: In coplanar symmetric geometry the detected final state
electrons exit in the same plane as the incident projectile (& = 0) and with equal
(but opposite) angles relative to the incident projectile (6 = —65). Typically the
angle to the left of the beam direction is labeled negative. In this somewhat ”Y”
shaped geometry the angle of each detector makes with the incident particle is varied
by the same amount (ie. 8 and s remain equal in magnitude and opposite in sign
as they vary).

Coplanar Asymmetric: In coplanar asymmetric geometry the detected final state

electrons exit in the same plane as the incident projectile (® = 0) and with different
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FIG. 1: The general experimental set up envisaged for the (e, 2¢) processes considered
in this thesis. kg, ks, ks denote, respectively, the wave-vectors of the incident and
final state electrons. It is assumed that k¢ and kg are coplanar and that kg makes
an angle ® with the scattering plane. The exiting electrons are detected with angles
8, 05 left and right of the line defined by & = 0 degrees. Their angle of mutual
separation is given by 0y,.

angles relative to the incident projectile (6 # 0,). One detector (typically the one
detecting the more energetic electron) is kept at a fixed angle and the position of
other detector is then varied (i.e. §; is held constant while 0, is varied).

Constant 0;,: Another coplanar geometry (® = 0), in constant 6, geometry, the
angle between the detected final state electrons 0y, is kept fixed and the two detec-
tors are rotated in the plane of the incident projectile. In other words 6; and ¢, are
varied such that 0fs = 0y — 0, is constant.

Perpendicular Plane: In this case the incident projectile is perpendicular to the
plane of the detected electrons (& = m/2). One detector is fixed and the other ro-
tated about the plane. For example 0; might be held at 0 degrees and §, rotated
about the target.
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1.5 SUMMARY

In this chapter, we reviewed basic scattering theory, discussing the basic kinematics
of the problem and the relevant boundary conditions. We then examined how one
can extract the TDCS from the wave function via both a flux projection and pure
flux method. Afterwards we examined the several perturbation methods for solving
the problem and their successes and failures. We then looked at the current ab initio
solutions that might solve the problem in its entirety and their relative strengths and
weaknesses. Lastly we examined the experimental geometries that are relevant to
this thesis.

In Chapter 2 we will discuss the DWBA in greater detail and show new results
in comparison with experiment. In Chapter 3 we will expand on this to examine
(e, 2e) collisions with hydrogen-like and helium-like ions to determine the dominate
contributions to the cross section.

Afterwards we will develop a full ab initio solution using the R-operator formal-
ism, the X2e method. This will done in Chapters 4 through 7. In Chapter 4 we
will outline the method and discuss the interior region calculations. In Chapter 5 we
will discuss the R-matrix is greater detail and derive the R-operator. Chapter 6 we
will deal with the resolution of certain problems with reaching the correct asymptotic
region and the work done to resolve that. In Chapter 7 we will detail how we connect
to the asymptotic region. This will include a full review of the S-matrix and how
it relates to the R and K-matrices. It will also show how we calculated the surface
integral to project out the flux and derive the ionization amplitude. In Chapter 8 we
will show preliminary results for the X2e method using a simplified model called the
Poet-Temkin model. Additionally results for elastic scattering will be shown. Lastly
in Chapter 9 we will detail the remaining work needed to complete this method to
generate full TDCS.
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CHAPTER II

DWBA AND (F,2F) ON MG AND AR

In Chapter 1, we briefly discussed the Distorted Wave Born Approximation, or
DWBA, [22, 25, 43] and its related approximations. In this chapter we will more
closely examine this method and its advantages over other first order approaches. The
DWBA offers a straightforward and flexible approach to the calculation of (e, 2¢) pro-
cesses. It has proved particularly useful in identifying targets and kinematics where
multiple scattering effects are important [16, 22]. In this chapter, we will show results
in comparison with experiment for inner and outer shell electron impact ionization
on Magnesium and Argon as well as (e, 2¢) on Helium. We will use the full flexibility
of the approximation to explore the ionization mechanisms.

By inner shell ionization we mean that the electron interacts with and ionizes an
electron in one of the inner shells of the target atom or ion. For example, (e, 2¢) on
Ar(2p) refers to the case where the incident electron knocks off an electron in the 2p

shell of Argon, or equivalently
e” + Ar(1s?,252,2p° 35%,3p%) — 2¢7 + Ar(1s?,2s%, 2p°, 352, 3p°) (96)

The first (e, 2¢) measurement on Ar(2p) were made by Lahmam-Bennani et al [44] at
an impact energy of 8keV with further results being reported by [45, 46, 47], and at
significantly lower impact energies by [16]. Very recently new experimental data has
become available for Ar(3s), Mg(2s) and Mg(2p), at impact energies of the order of
1keV [48].

In this chapter we will begin by reviewing the basic Born approximation theory.
Then we will examine the various choices for the continuum electron wave functions
within the theory, starting with the plane wave model and then working to the First
Born Approximation (FBA). Finally we will review the DWBA approach as we use
it in our calculations. Then we will compare the results of the FBA and DWBA to
experiment [48] for the cases of (e, 2¢) on helium, Mg(2p), Mg(3s) and Ar(3s) at a
variety of angles. We will propose how the differences between FBA and DWBA can
be shown in experiment using Mg(2p) as the target. In Chapter 3 we will examine
the cases of (e,2e¢) on helium and hydrogen at low energies, just a few eV above

threshold, and examine the results for ions at similar energies.
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II.1 THEORY

As described in Chapter 1, the Born approximation works by solving the integral form
of Schrédinger’s equation in the perturbative regime. All of the methods discussed in
here are first order Born approximations where the electron-electron interactions are
only evaluated once. That is we do not use the possibility of multiple interactions
between the electrons. Elastic collisions with the nucleus are evaluated to all orders
of magnitude.

Using the flux projector method of extracting the cross section, equation (43),

the TDCS, for a Born approximation is of the form, [20, 22, 25]

d’c akrks 2 2 *
O dRdE (2) o ; [ friml® + |gnim|* = Re(frimGnim)] (97)

where we have corrected for the possibility of inner shell ionization (hence the sub-
scripts nlm to indicate the target state). The direct and exchange amplitudes are
respectively

b o, () (99)

fnlm = <X1_ (kf»rl)Xg(k&r?”
|I'1 - 2|

Guim = (7 (oy 11)5 rz)\T;i—lxé(ko, 1)t (r2)) (99)

1— 1'2}
where the subscripts 1 and 2 refer to the escaping electrons and O refers to the
incident electron. n, is the target state. The functions x describe the behavior
of the free electrons and the approximations used for them constitute the major

differences between the theories.

1I.2 PLANE WAVE BORN

In the absence of any distorting potentials, the wave functions x reduce to plane
waves. In the extreme case when there is no distorting potentials acting on any of
the electrons then we have the plane wave Born approximation (PWBA). The direct

ionization amplitude can be expressed as

-2 —ikyory k-
PWBA  _ (97 2/d3r1d3r26 ik Ty ,=ike T2

nim
1

——¢tkom 100
X |I'1 — I'2’ € ¢nlm(r2) ( )
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We can simplify this integral by making use of the Bethe integral relation [49]. This

states i 4
qri .
[dtr——— = Zefar (101)
Ity —12] g
Using this in (100) we get
FWBA 7€ P Yt (T) (102)

Where q = k; — ky is the momentum transfer and p = q — k, is the momentum of

the target electron. If we can neglect the exchange amplitude then we have

d3 O.PWBA _ 4 kf k

e — 9 s PW 2 10
krks 3, _iprTs 2
s [t o0

We immediately recognize the term
[ &rse® ™ puin(rs) (105)

as the atomic wave function in momentum space, i. e. &nlm(p). Equation (104)
defines the plane wave Born approximation. The TDCS in the PWBA is thus cru-
cially dependent on the norm of the target wave function summed over the magnetic
quantum numbers m, and the vector p. As is well known, [50, 51], the momentum

space wave function may be written

Drim(P) = Fru(p)Yim (D) (106)

where the angular dependence is entirely in the spherical harmonics, and F,; is
independent of m. Consequently (104) may be written:
dSO.PWBA |Fnl
dQlngdE 27r3 4k

Z |Yim|® (107)

Now from equation (588) in Appendix G we know that

Z Y| =

2l+1

(108)

This means
dBaFWBA B krks(20+ 1)

ddQWdE — Andgik,

(I Fu(p)?) (109)


http://dQ.xdQ.2dE

30

0.008

0.007

0.006

0.005

0.004

Cross Section

0.003

0.002

0.001

FIG. 2: The TDCS in 7a calculated in the PWBA approximation, (100) for coplanar
asymmetric geometry plotted as a function of p = |ko—k;—k,| where the fast electron
has an energy of 500 eV. The solid curve is Argon 2s, with a slow electron energy of
56eV and 6y = 4deg. The dotted curve is Argon 2p, with a slow electron energy of
46€V and 6; = 8deg.

Thus we can see that the TDCS depends only on the magnitude of p through Fy,;(p).
The character of the target wave function is most clearly seen in the region of p = 0.

This corresponds to
q—-k,=0=k, =k, — k¢ (110)

or zero recoil of the ion. We take (110) as the defining equation for the Bethe Ridge.

In Fig. 2 we present the TDCS as a function of p = |p| calculated in the PWBA
Approximation, (100), for Ar(2s) and Ar(2p). The cross section has a minimum at
p = 0 for the 2p case but a maximum for 2s at the same point. This behavior is

characteristic of the state of the target, that is for an electron in an s state the most
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probable momentum is zero, while this is the least probable momentum value for a
p electron [1, 50]. The hydrogenic momentum space wave functions are known in
closed analytic form e.g. [50] Fio(p) = Nig(1+ p?)™%; For(p) = Noy(1 + 4p?) ™ where
the N’s are normalization constants. We can see at once that Fy)(p) is exactly 0 at
p = 0 while Fi(0) is at its maximum value. The 2p case exhibits a maximum for
some value of p = pg and then declines uniformly. If the kinematics of our experiment
are such that we can reach values of p > pg and P4 is the maximum value of p that
can be obtained then we will find a local minimum in the TDCS for k, = k at which
Pmaz = |a — k| (111)

Equation (104) reveals the major problem with the PWBA. Examining the for-
mula, we see that the cross section is symmetric about the direction of momentum
transfer, q, and goes like 1/¢g* as ¢ — 0. This is in contradiction to the experimentally
observed behavior of 1/¢? as ¢ — 0 [23, 26, 52]. This spurious behavior arises because
we have neglected the effect of the atomic nucleus on the slow electron in the final
state but included it in the initial. Indeed in the absence of this interaction the initial
and final states are not orthogonal and we have therefore included a non-physical
auto-ionizing contribution. This incorrect behavior at q = 0, which is the case of
minimal perturbation of the system, shows that PWBA is a poor approximation for

(e, 2e) collisions.

1I.3 FIRST BORN APPROXIMATION

To correct for the flaws of the PWBA we can assume that the outgoing slow electron
is in a continuum state of the ion. We calculate this by treating the slow ejected
electron as moving in the static exchange potential of the ion and orthogonalize
this state to the bound state. This is the First Born Approximation (FBA), with
a distortion only on the slow electron. In this approximation the direct scattering

amplitude becomes

FEBA (27r)'9/2/d37“1d37"26_ikf'”><_(k371‘2)
1 Ko-r
xmezko 1Zpnlm(r2) (112)

To illustrate the improvements over the PWBA we apply the Bethe integral relation

(101) to get
47 _ iqT
FP = g | X (e r)e T () (113)
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If we again neglect exchange amplitude we get

3 FBA
ddQdE ko

2o a1 (114)

We see immediately that the symmetry about the direction of momentum transfer

is maintained. Also if we expand
€'4" =1+ grcos u+ O(q°) (115)

where q - r, = gr cos y, then we see that the orthogonality of ¥, (r2) and x~(ks, ra)
means that the first term of the expansion is zero. The second term gives us a factor
of g which is squared as we pull it out of the modulus. This gives the TDCS the
correct 1/q% behavior as ¢ — 0.

This method still presents problems, which we outlined in Chapter 1. Further
proof of the method’s flaws can be seen later in this chapter when we compare our
results using both the FBA and DWBA to experiment.

II.4 DISTORTED WAVE BORN APPROXIMATION

In Zhang et al [16] it was argued that the distorting effect of the atom, primarily the
Coulomb interaction with nucleus could not be neglected for any of the electrons.
These interactions can be represented by calculating the wave functions of all of the
free electrons in the static exchange potential of the atom or ion. This distortion
for all the wave functions is what defines the Distorted Wave Born Approximation
(DWBA).

The derivation of the DWBA was given in Chapter 1, using a finite range for-
malism. Here we will discuss the details of the calculations as they are used for the
results later in this and the next chapter. In addition to the methods noted in Chap-
ter 1, we will briefly review the Hartree-Fock wave functions, the Furness-McCarthy

local exchange approximation, and issue of post collisional impact.

I1.4.1 HARTREE-FOCK WAVE FUNCTIONS

The Hartree-Fock wave functions are approximation of the true N-body electron wave
functions for an atomic system. Developed by Hartree [53] and Fock in the early days
of quantum mechanics, it can be applied to multiple electron systems for both atoms

and molecules. In this method the true electron wave functions are approximated
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by a single Slater determinate [54] of N spin orbitals. That is we separate the wave

function of all the atom’s electrons into individual spin orbital functions ¢,
n
U(ry,ra,...Tn) = [] ¢s(rs) (116)
i=1

We note that the above wave function has the wrong behavior for electrons, as the
total wave function should be antisymmetric. This is where the Slater determinate
is used. This is represents the function ¥ as the determinate of a matrix made up
of all the spin orbitals ¢; associated with each of the electron positions r;. A simple

two electron example is,

1

V2

$1(r1) H1(r2)

V(ry,rp) =
( ) ¢2(I‘1) ¢2(I‘2)

1
) {#1(r1)@a(r2) — d1(r2)d2(r1)} (117)

This ensures that the wave function is correctly anti-symmetrized. The spin orbitals

¢; are Slater-type orbitals that have the form
¢i(r) = Nyr™le™o" (118)

in the radial component, where n acts as the principal quantum number, N is a
normalization constant, and { is a constant related to the effective charge of the
nucleus with the nuclear charge being partly shielded by electrons. These constants
are solved for by finding the eigenfunctions of the Fock operator E', which is an
approximate Hamiltonian that is broken down into a sum of one electron operators.
A more detailed treatment of this method can be found in [55].

In our calculations the Hartree Fock wave functions of Clementi [24] are used for
the target wave functions ¥n;,. In Chapter 3, we examine some other choices for the

target wave function while investigating the effects of correlation within the target.

II.4.2 LOCAL EXCHANGE APPROXIMATIONS

The Furness-McCarthy local exchange approximation, [25, 26, 56, 57] is commonly
used for DWBA studies. Its use greatly simplifies the static exchange calculations
in that one needs only solve differential equations rather than integro-differential

equations. For a helium target in the incident chanmnel it is give by

1| k2 k?
Viocal = '2' [?0 - ngftic - \/(30 - ngc{aetic)2 + 2’Rls’2 (119)
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He
where Vstatic

the ground state. Because we treat each of the exiting electrons as moving in the

is the static potential of the helium atom and R, is the radial part of

field of an one electron ion, there is an ambiguity in the choice of final state exchange

potential, (for a full discussion see [25]). For an outgoing wave number koy; we have

1 kgu k2 o
‘/local = 5 [ 2t - ‘/siet—ii; - \/(?0 - ‘/sIt_Iat—ii_c)2 —+ B’RTSP (120)

where V2°F is the static potential of the helium ion, Ry is the radial part of the 1s
orbital of He*. The parameter 3 defines the spin type of the exchange interaction.
If 3 = 2 then we have a triplet interaction, 8 = —2 a singlet potential. A third
somewhat ad-hoc choice 8 = 1 is in common use and in this case we talk about
an “average exchange potential.” When considering (e,2e) on the hydrogen-like
isoelectronic sequence we only have an exchange term in the incident channel and

one uses a local exchange potential analogous to (119)

1|k2, k3
Vi = 3 [7 ~ Visatie \/ (5 — Vaatic)? + erm} (121)

where VSELC is the static potential of the hydrogen-like ion, R, is the radial part
of its 1s orbital. For the triplet case Vil is attractive and real, whereas for the
singlet case V|, is repulsive and can become complex depending on the energy. The
possibility of a complex exchange potential is discussed by Rasch [25] but in our own
calculations this problem never arose. Following [25] we will modify (99):
3 DWBA
Soas ~ O P 3l = g (122)
where the superscripts s and ¢ indicate that the singlet or triplet form of the local
exchange potential is in use. The form (122) has the advantage of being unambiguous.
For the two electron target (120) the ambiguity is unavoidable and one is forced to
make a choice.
In this chapter we will use the triplet form of the exchange potential for our
calculations. In Chapter 3 we examine the choice of exchange potential when we

consider the dominate contributions to the TDCS at low energies.

11.4.3 POST COLLISIONAL IMPACT

By default, the DWBA does not include any calculation of post collisional impact

(pci). This is implicit in the limit of first order electron-electron interaction. We can
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however include a geometrical factor N, to account for the repulsion between the
two electrons as they escape [21, 22]. The N,, or Gamov factor is applied to the final
TDCS as follows

3 _Nee 3 _DWBA
d°o — N d°o (123)
dQdQdE dQdQdE
where 5
5y T
Nee = Doy = 124
e —1 77 ks ki (124

This factor is derived from the geometrical analysis of the Coulomb interaction be-
tween the two electrons. This is done in the approximation where the interaction
is separable, that is where the interaction can be represented via a Coulomb wave
function. The inclusion of N, factor has the effect of bringing the DWBA into close
accord with the Wannier fit [58]. It has the unfortunate side effect however of effect-
ing the overall normalization of the TDCS, throwing doubt on the absolute size. For
this chapter we will avoid the use of this approximation, though we make some use
of it in Chapter 3.

I1.5 COMPARISON WITH EXPERIMENT

Here we show some basic calculations with the DWBA [59] in comparison with some
recent experiments by Avaldi [48, 60]. Figure 3 shows results for (e, 2¢) on helium and
Mg(3s) at relatively asymmetric energies: Eg = 1044.6eV, Ey = 1000V, E, = 20eV
for helium and Ey = 1027.6eV, Ey = 1000V, E; = 20eV for Mg(3s). This is done
for several different angles in the asymmetric coplanar geometry (with fixed ). In
Fig. 4 we see another TDCS this time for Mg(3s) with §; fixed at 80 degrees and 6y
varied. As can be seen in all cases there is excellent agreement between theory and
experiment. Because we are examining the s state however the TDCS are relatively
structureless, exhibiting only a peak in the direction of momentum transfer. We also
note that the experimental data is not absolute.

For more interesting results we need to look at the p state. Figure 5 shows a
comparison between the older experiments from Hink and his collaborators [16] on
Ar(2p) and the DWBA. We see for Ar that the theory correctly predicts a binary
peak which is split in the forward direction and a recoil peak which is much larger
than the binary and also split. We can understand the splitting of the binary in that

the minimum value occurs in the region of 0 = kg — ki — ks exactly as we would
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FIG. 3: TDCS in atomic units for He(1s) Ey = 1044.6eV, E; = 1000eV with angles
of (a) 0y = 5%, (b) 6; = 7% and (c) 8y = 12°, and TDCS in atomic units for Mg(3s)
Ey = 1027.6eV,E; = 1000eV with angles of (a) 8y = 5° (b) 6; = 7°, and (c)
6; = 12°. Experiment is from [60]. The solid curve is DWBA for all cases.
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FIG. 4: TDCS in atomic units for coplanar asymmetric geometry for Mg(3s) : Ey =
1027.6eV, E; = 1000eV, §; = 80°. Experiment is from [60]. The solid curve is DWBA.
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FIG. 5: TDCS in atomic units for (a) Ar(2p) Ey = 1949¢V, Ef = 1550¢V, 65 = 15.6°
and (b) TDCS for Ar(2p) Eq = 1949¢V, Ef = 1200V, 6; = 30°. Experiment and
theory are from [16]. Solid curve is DWBA for both cases.
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FIG. 6: TDCS in atomic units for Ar(2p),: E; = 500eV,8; = 25° E, = 200eV .
Solid curve is DWBA, dotted is DWPWDW ( distorted waves in the incident and
fast channels), dashed is FBA, and dash and dotted is a PWBA calculation.

expect for a p state. For the curves in Fig. 3, we have a maximum at this point since
the target electron is in an s state.

In order to better understand the competing processes for ionization from a 2p
state we look at a series of model calculations. By switching on and off the distorting
potentials we can look at the effect of elastic scattering on the incident, slow and fast
electrons. In Fig. 6 we use equation (98) and define a series of model calculations
for Ar(2p) : E;y = 500eV,0; = 25deg, Es = 200eV. These calculations consist of
the PWBA, the DWBA, FBA, and DWPWPW. The DWPWPW is where we have
put a distortion of the fast electron but left the slow and incoming electron as plane
waves. Note that in all cases we include exchange and that the distorted waves are
orthogonalized to the ground state but the plane waves are not.

We can see that the PWBA case has a local minima when kg is in the q and —q
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directions, that is along the direction of momentum transfer. These minima arise
solely from the 2p character of the wave function, as discussed above. The effect of
switching on the elastic scattering on the slow ejected electron is to significantly en-
hance the recoil peak in the FBA case. If however we allow only for elastic scattering
of the incoming and fast electrons but not the slow (DWPWDW) the recoil remains
small but the binary is reduced. The effect of including elastic scattering on all free
particles, (DWBA), is to further enhance the recoil over the binary, as compared to
the FBA case. The splitting of the recoil peak is a much clearer structure in the
DWBA and should be readily visible in an experiment. The split binary and recoil is
seen in all the calculations. We see that distortion is needed in all channels to maxi-
mize this effect. It should be remembered that when we included distorted waves in
all channels we allow not only for elastic collisions in these channels but also for the
distorted waves to interfere [61]. The structures predicted here are similar to those
found in the DWBA calculations of Zhang et al [16]. The experimental results of
Hink [16] and Avaldi [48] are certainly consistent with the DWBA as we can see in
Fig. 5 and Fig. 7. Unfortunately for the choice of kinematics used by Avaldi [48] it
is impaossible to distinguish between the simple FBA and the DWBA with a relative
measurement.

Figure 7 shows a comparison between the DWBA and FBA calculations and the
experimental data of Avaldi [48], for Ar(2s) and Mg(2p). We have normalized the
relative experimental data to the DWBA. Agreement with the DWBA is good, but
had we fitted to the FBA agreement would have been equally good. There is a
large difference in absolute size between the two approximations in the Ar(2s) case
but the results for the Mg(2p) are remarkably close both in shape and magnitude.
However by making a relatively small change in parameters we can produce cross
sections which should be easily distinguishable. This is shown in Fig. 8. With these
kinematics, we can clearly see a difference in the recoil peak between the FBA and
DWBA theories. If this experiment was performed it would illustrate the flaws in
the FBA.

Another way to determine the validity of the FBA would be to compare it (and
the DWBA) with experimental measurements in terms of absolute size. Thus it
would be extremely useful to have such data on an absolute scale. However this
is probably beyond present experimental capabilities. Hence it is of value to seek

out kinematics where the difference between the different theoretical approaches are
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FIG. 7: TDCS in atomic units for (a) Ar(2s) : E; = 1000eV,0; = 129, E; = 20eV
and (b)Mg(2p) : Ey = 1078eV, E¢ = 1000eV, 6y = 7°. The solid line is DWBA and
the dotted is PWBA. Experiment is from [48].
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FIG. 8: TDCS in atomic units for coplanar asymmetric geometry for Mg(2p) : Ey =
1153V, Ey = 1000eV, §; = 15 deg. The solid curve is DWBA and the dotted curve
is FBA.
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apparent in the shape of the TDCS, as we have done above. It is also important
however to look for a way to systematically inter-normalize different relative mea-
surements. This particularly true for s states where even in the DWBA the TDCS
is relatively structureless. Here the difference between the theories must of course lie
in the relative size of the cross section. Several methods for accomplishing this have
been suggested [62] in the past. We suggest working in the coplanar constant 8y,
geometry [63] described in Chapter 1. The effect of performing such an experiment
would allow one to place all the coplanar asymmetric measurements done for the
same impact and exiting energies on the same scale and thus permit a welcome if

more severe test of theory.

II.6 SUMMARY

In this chapter we have reviewed the underlying theory for the various Born ap-
proximations and examined their strengths and weaknesses. We have examined the
Distorted Wave Born Approximation in particular and shown that it generally gives
good agreement with the available experimental data. We note that since this data is
both relative and over a limited angular range, we are not always able to unambigu-
ously distinguish between the different theoretical models. We examined the very
recent experimental results, [48], where the available experimental data is in good
agreement with both the FBA and the DWBA and showed that by relatively small
changes in the parameters we could arrive at a situation where a relative experiment
should be able to clearly differentiate between the two theories. We further suggest
performing complementary measurements in both coplanar asymmetric and coplanar
constant 0, geometries, which would allow an inter-normalization between different
measurements. In the next chapter we will examine the choices made in calculations
involving the DWBA in relation to hydrogen and helium at low energies to determine
the dominate contributions to those TDCS.
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CHAPTER III

DWBA AND (E,2E) ON HYDROGEN, HELIUM, AND IONS

It is only very recently that advances in experimental techniques have opened up
the possibility of making accurate multiply differential measurements of ionic tar-
gets. Advances in storage ring technology are likely to facilitate further progress in
this area. Miiller [64] has used a heavy ion storage ring to perform high resolution
studies of ionization and recombination of highly charged ions. The new Facility for
Antiproton and Ion Research (FAIR) [2], for which construction has just begun, will
provide a wide range of particle beams of ions up to bare uranium, as well as intense
electron and antiproton beams, and it is envisaged that (e, 2e) experiments will be
performed on ions to complement the existing neutral experiments [65].

In this chapter we are concerned with the study of the electron impact ionization
of atoms and ions close to the ionization threshold. For some time now accurate
experimental data has been available for the ionization of hydrogen and helium [66,
67, 68]. We will first study the ionization of neutral hydrogen and helium in the
near threshold region and compare with the available experimental data. We will
show that very good agreement with experiment can be obtained using a variant of
the Distorted Wave Born Approximation (DWBA). It is relatively straightforward to
extend these calculations to one or two electron ions. We present here calculations
on the isoelectronic sequence of hydrogen-like and helium-like ions corresponding to

the first row of the periodic table, i.e. up to neon.

III.1 CHOICES FOR THE DISTORTING AND EXCHANGE POTEN-
TIALS

As stressed in Chapter 1, we have a great deal of freedom in choosing the distorting
potential. In this chapter we will consider several choices.

First we define our "standard” DWBA, DWBAS. For N electron targets, the
incoming distorted wave is generated in the static exchange potential for the target
and asymptotically the electron sees a Coulombic potential of charge Z — N + 1
where Z is the nuclear charge. The distorted waves of the two outgoing electrons
are identical and are generated in the static exchange potential of the residual ion,

i. e. with an asymptotic charge of Z — N 4 1. For a hydrogen-like targets the TDCS
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is given by (122). For helium-like targets, the TDCS is given by (97) and we use
Furness-McCarthy local potentials for exchange in each of the channels. For the final
channel we use an ‘average’ form. Next we define DWBA with Peterkop asymptotics,
DWBAP, to be identical to our standard model except that the asymptotic charges
seen by the outgoing electrons obey the Peterkop relation (36).

Our third choice is the Coulomb Born, CB, approximation. This derived by
taking the distorting potentials in both the incident and final channels to be the
unscreened Coulomb potential of the nucleus, Z/r. Similar to the DWBAP, we define
the Coulomb Born Peterkop, CBP, approximation by taking the incident distorted
wave to be that of an electron moving in the field of the unscreened Coulomb potential
of the nucleus, Z/r while the outgoing electrons experience a Coulomb field given by
effective charges z; = 2y which obey (36).

We note that while there is a closed analytic form for the one electron wave
function the same is not the case for the two electron target. The target wave
function enters our model both explicitly in (98) and (122) and implicitly in the
calculation of the local potential, (119), (120), (121). It is thus possible that the

TDCS will be sensitive to the level of correlation in the target wave-function.

III.2 (E,2E) NEAR THRESHOLD

Naively one might assume that close to threshold the TDCS would be dominated by
post collisional electron-electron interactions and that incident channel effects would
not be too significant [69]. One would assume that the electrons would escape back
to back, i.e. with 8y, = 7. Ehrhardt and his collaborators [66, 67, 68] have performed
absolute experimental measurements in coplanar constant 85, = 7 geometry, which
is outlined in Chapter 1. The TDCS is given as a function of §;. Figure 9 shows this
TDCS in comparison with various theoretical models. In particular, our DWBAS
and DWBAP approximations are in remarkably good agreement, especially when one
remembers that both these approximations are first order in the electron-electron
interactions. Adding the Peterkop asymptotics, (36), makes a negligible difference
to the calculation. In this very particular geometry all 3 final state particles are
collinear and one might assume that it is most favorable for incorporating final state
interactions via (36).

Figure 10 shows theory and experiment in the same geometry for a helium target.

Again agreement is good and there is little or difference between the DWBAS and
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FIG. 9: TDCS in atomic units (ag7?), plotted against 6; for hydrogen. Using the
constant 0y, geometry, 0rs = m; Ef = E; = leV. The absolute experimental data
of Ehrhardt [68] is plotted against 6;. The solid line is the DWBAS, long dashed
DWBAP, short dashed CB, and the dashed dotted CBP.

DWBAP calculations.
Pan and Starace [70] have also considered these experiments in a model identical

to our DWBAP approach except that they did not make use of the local exchange ap-
proximation, i.e. they solved the appropriate integro-differential equations. In Fig.
11 the DWBA [71] is compared to the theoretical results of Pan and Starace [70]
and Jones and Madison [72]. There is little difference between the results of Pan
and Starace and ours. The good accord between our two calculations encourages
us in the use of our local exchange approximation. Jones and Madison’s [67, 72
approach is similar to ours except that they use effective charges which obey a differ-
ent asymptotic form to (36). We have performed several DWBA calculations using

a local exchange approximation but with a different choice of asymptotic effective
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FIG. 10: TDCS in atomic units (agn?), plotted against 6; for helium. 0y, = m; E; =
E,; = 1eV. The circles are the absolute experimental data from [68]. The squares
are the relative experimental data of [58]. The solid line is DWBAS, long dashed
DWBAP, short dashed CB, and the dashed dotted CBP.

charges. Despite this the agreement with experiment remains very good. In other
words the use of effective charges contributes nothing over the DWBAS.

Unlike the hydrogen case the TDCS for helium exhibits some structure. There
is a local maximum at 0y = 7. We have used the freedom inherent in the DWBA
approach to explore the origin of this feature. Figure 12 shows the same experimental
arrangement for helium, where we examine the effect of exchange in the incident and
final channels potentials.

We find that the structure persists for any choice of final state exchange poten-
tials but in the absence of incident channel exchange it is significantly reduced. This
suggests that in contrast to the naive picture, incident channel effects may be signifi-

cant. To further explore this we have considered the role of the target wave function.
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FIG. 11: TDCS in atomic units (agn?), plotted against 67 for hydrogen with 67, =
7; By = E; = 1eV. The absolute experimental data of [68] is plotted against 6. The
solid line is DWBAS, the theoretical curves of Pan and Starace [70] are the dashed
line, and Jones and Madison [72] are the dashed and double dotted line. Pan and
Starace is almost identical to DWBAS.

It enters our calculations explicitly in (98) and also implicitly in generating the static
exchange potential. In Fig. 13 we present results using four different wave functions
for the helium target: a simple variational uncorrelated choice, VUC [73], the Byron-
Joachain, B-J, wave function [74], the Clementi-Roetti, C-R, wave function [24] and
the wave function of Koga [75], K. Each set of wave functions is constructed in the
Hartree Fock form as outlined in Chapter 2. These wave functions give progressively
better ground state energies: VUC is within 2% of the correct energy and B-J within
0.4%. C-R gives the correct answer to 6 decimal places while the Koga form is even

better (10 places of decimal places of accuracy). The TDCS becomes progressively
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FIG. 12: TDCS in atomic units (agn?) for helium for §;;, = 7 and E; = E, = leV
comparing various exchange potentials. The solid curve is the standard model used,
DWBAS. The dashed dotted curve is with exchange turned off in the incident channel.
The dashed curve is with a triplet exchange potential, the singlet is given by a dotted
curve which is indistinguishable from the triplet, experimental data as in Fig. 10.

closer to the experiment as we increase the level of correlation in our target. How-
ever while these results reinforce the importance of incident channel effects we note
that the CR [24] is just as effective as the more correlated Koga wave function. The
results suggest that the relative size of the central peak may be linked to the degree
of correlation in the target wave function.

In [76], experimental results were presented for helium for the same energies as
Ehrhardt [68] but in perpendicular plane geometry, i.e. ® = 90° 8 = 6;. These
measurements are relative but share a point in common with the Ehrhardt [68] data
and can thus be placed on an absoclute scale. In Fig. 14 we compare with our DWBAS

approach. Also shown is the Selles [58] parameterized fit, based on the Wannier
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FIG. 13: TDCS in atomic units (aon?) for helium for ¢, = 7 and E; = E, = 1leV
using various models for the target wavefunction. The solid curve is C-R, dotted K
(note it is indistinguishable from C-R), dashed-dotted B-J, and dotted VUC. The
experimental data as in Fig. 10.

model [69]. While the DWBAS agrees quite well both in shape and absolute size
with experiment it is slightly broader than the fit. This suggests that post collisional
interactions (pci) might be playing more of a role than in the coplanar case. To test
this we have used the N, factor on DWBA calculation, as discussed in Chapter 2.
The inclusion of N, brings the DWBA into close accord with the Wannier fit [58].
This indicates that pci may indeed play a role but it has to be stressed that the
DWBA without any attempt to include its effect is in good accord with both the
shape and the absolute size of the TDCS. As we noted earlier, the introduction of the
Gamov factor generally destroys the normalization of the TDCS. Still the inclusion of
the N factor does seem to improve the correspondence of DWBA to the experiment.

In summary, we note that there is very little difference between our DWBAS
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FIG. 14: TDCS in atomic units (aow?) for helium, in the perpendicular plane, ¢ =
/2,0 = 05,,Ef = E; = 1leV. The solid curve is DWBAS, the dashed curve is
DWBA+ N, and the dotted curve is a fitting using the form given by Selles [58].
The triangles are the relative data of [76] while the squares are absolute experimental
data from [68].

and DWBAP calculations, indicating that the choice of effective charges is not a
significant factor. We also see that if we turn off exchange in the final channel it has
little effect on the TDCS. In contrast turning off exchange in the incident channel
does significantly reduce the local maximum away from experiment. We also note
that the TDCS does exhibit a sensitivity to the choice of target wavefunction, with
VUC giving the worst agreement and K and C-R being largely indistinguishable
and giving the best agreement with experiment. These two factors, exchange in the
incident channel and correlation in the target wave function, indicate that incident

channel effects play an important role near threshold.
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This is surprising when one considers the work of Wannier [69]. Wannier deter-
mined the scaling law for the total cross section for an atom near threshold. Exper-
iment [77] and later theory [11, 78] have supported his threshold laws. However his
derivation specifically ignores incident channel effects and is derived using an idea
of Wigner’s [79], that in the case of threshold ionization one can neglect the interior
region of the problem, the reaction region, and that the threshold behavior arises
from the escape process where the two electrons can be treated classically.

Clearly then we must conclude that while the total cross section may depend only
on the far asymptotic region where the electrons behave classically, the shape of the
TDCS is dependent on the incident channel effects. We note that we found excellent
agreement with experiment using what was essentially the DWBAS. By lowering the
energy one would expect that post-collisional electron-electron interactions would
become important and hence a decreased accuracy of the DWBAS. But overall the

DWBAS works remarkably well at these low energies.

IIL.3 (E,2E) ON IONS

For a multi-charged ion, one can reasonably expect the DWBA to be even better, as
pci will be even less significant as the charge on the residual ion increases, dominating
the interactions between the three charged particles. Here we present the TDCS for
the isoelectronic sequences of hydrogen-like and helium-like ions up to Z = 10, i.e. up
to Ne®* and Ne®*. Figure 15 shows the hydrogen-like sequence in coplanar constant
0fs = 7 geometry with E; = Ef. The shape of the cross section varies only a small
amount with Z. but its absolute size decreases significantly. This is as one would
expect when dealing with the increasingly large charge of the initial ion.

Figure 16 shows the helium-like sequence in coplanar constant s, = 7 geometry
with Es = Ef. Again the shape of the cross section varies only a small amount
but its absolute decreases significantly with increasing Z. As we increase Z the
local maximum around f; = 90 degrees begins to disappear. We interpret this as
indicating that the target wave function and exchange in the incident channel effects
become less important with increasing nuclear charge. The nuclear charge comes

dominate the process and the collision becomes hydrogen-like.
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FIG. 15: TDCS in atomic units (agm?) for hydrogen-like ions, 6;s = m; Ef = E; =
leV. The upper most solid curve is hydrogen itself, followed by He™ (dashed), Li?*
(dotted), Be*t (dashed and dotted), and Ne®F the lowermost solid curve. All have
been scaled to the hydrogen value at § = 7/2. The scaling factors are: 18.6 (He™),
181 (Li**), 978, (Be®t), and 23700, Ne*.
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FIG. 16: TDCS in atomic units (ag7r?) for helium-like ions, 65, = m; Ef = E, = leV.
The lower most solid curve is helium itself, followed by Li* (dashed), Be?* (dotted),
and Nebt (dashed and dotted). All have been scaled to the helium value at 6 = 7 /2.
The scaling factors are: 28.5, (Li*), 257 (Be?t), and 16700, (Ne®t).
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II1.4 CONCLUSIONS

In this chapter we have examined the near threshold region for the electron impact
ionization of hydrogen and helium and we have shown that while we are working in a
regime where the total cross section obeys the Wannier scaling law [80], the TDCS in
energy sharing 0y, = 180 degrees geometry shows a marked dependence on incident
channel effects. We found that using effective charge asymptotics made very little
difference to our Distorted Wave calculations and we remain skeptical about their
utility. We have also performed calculations on the simplest isoelectronic sequence of
multi-charged ions and found cross sections that differ only a little from the neutral

case in shape but whose absolute size decreases sharply with increasing charge.
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CHAPTER IV

X2F

In this chapter we outline a new ab initio method of calculating (e, 2e) processes,
called the X2e method. In the following chapters we will describe the method in
full and provide a proof of principle that this technique can be applied to the full
problem. The X2e method is an R-operator based method. Much like the R-matrix
method detailed in Chapter 1, the X2e method breaks up the problem into an inner
and outer region. The inner region is where the problem is treated completely with
all the relevant interactions accounted for. The outer region is where we match to
the asymptotic forms of the process we are interested in, whether they be scattering
or double escape of the electrons. One of the strengths of the X2e method is its
flexibility. Despite the fact that we focus in this thesis on hydrogenic ions, we could
if we wish model the interactions of more complicated systems by adjusting the
calculations in the inner region. The R-operator method allows us to connect the
inner region, whatever it may be, to the asymptotic region of up to two escaping
electrons about an ion.

We begin with an overview of the X2e method, from the inner region to the
final calculation of the cross sections. We then discuss the inner region, describing
the basis elements we use, and then showing how these are used to construct the

pseudostates within the inner region.

IV.1 OVERVIEW

As shown in Fig. 17, the X2e method is subdivided into several regions. It begins
in the inner region. This is the region we mentioned above, where we take into
account all the relevant physics, including exchange and target correlation. In this
region we construct a close coupling expansion of the wave function using the full
Hamiltonian. The expansion is done using a basis set of spherical harmonics and
Sturmian radial functions. The basis set is used to calculate the pseudostates within
this region using a le”™ Hamiltonian. By pseudostates we mean a set of states that
span both the bound energies and the continuum. If we had an infinite number of
these states they would converge on the true wave functions for the target atom. The

basis is also used to construct pseudostates of coupled electron wave functions using
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FIG. 17: A conceptual image of the X2e method displayed in the radial spaces of
the two escaping electrons. ¥ is the boundary between the interior region and the
propagation region. r,, the Gailitis radius, is the final asymptotic radius where the
R-matrix is used to construct cross sections and phase shifts. The diagonal line is
where r; = ro and is the line of symmetry in the problem.
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a full 2~ Hamiltonian. The details of this construction are in the second section of
this chapter. The close coupling expansion is explored in the Chapter 5, though the
relevant matrix elements and pseudostates are derived in this chapter.

Once we have our pseudostates from this expansion and the relevant 2e~ Hamilto-
nian matrix elements, we can construct our R-operator. This is done on the boundary
7. This radius arises because in all numerical calculations there is an upper limit to
accuracy based on the number of decimal places available!. This loss of accuracy re-
sults in false linear dependencies cropping up in the Sturmian basis set as the radial
coordinates increase and consequentially forcing an increase in the size of the basis
set. Once accounting for these becomes too inefficient in terms of computational
effort we move into the next region, the propagation region. At that radius, 7, the
‘R-operator is constructed and projected into the space where r; > 75 in the form of
an R-matrix. We make use of the symmetry about the line r, = r3 to account for
the region where ro > r;. The details of this calculation as well as the derivation of
the R-operator can be found in Chapter 5.

Once we are in the propagation region, we must first account for the linear de-
pendencies arising in the Sturmian basis. We do this by translating to a more robust
basis, the spline delta basis, which is explicitly linearly independent and defined in
the region 0 < r < ry, where 7, is an asymptotic radius. After a linear translation
of bases we then make use of a modified Light Walker propagation scheme, which
propagates the R-matrix from 7 out to the asymptotic radius r4, called the Gailitis
radius. 7, is determined when our electrons are sufficiently far out to be treated
asymptotically. The details of the spline delta basis and the propagation technique
can be found in Chapter 6.

Finally we can connect our results to the asymptotic regions. In the le™ asymp-
totic region, one electron remains close to the atom and the essential problem is that
of elastic scattering and excitation. We calculate the S, K, and T-matrices. These
are used to calculate the scattering phase shifts as well as cross sections for elastic
scattering and excitation. In the 2e~ asymptotic region, we calculate the TDCS in
whatever geometry we are interested in. We do this by projecting out our results on
the asymptotic forms for the wave functions of the escaping electrons. The details

of the le™ and 2e™ asymptotic region calculations can be found in Chapter 7 as well

'In our calculations we make use of Fortran*8 which means approximately 16 significant figures
are retained.
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as the discussion of the ideal projector to use in the 2e~ asymptotic region. Further

details on projectors that were considered at one point may be found in Appendix
H.

IV.2 INTERIOR REGION

Here we will describe the method used in the interior region for (e, 2¢) on one electron
targets. We begin in the interior region where the electrons are still close to the ion.
In this region we construct a set of pseudostates which characterize the behavior
of the electrons in that region using the le~ Hamiltonian and a basis of Sturmian
functions and spherical harmonics. These are used in the close coupling expansion
and the calculation of the channel wave functions, using the same basis. We also
derive coupled two electron pseudostates using the elements the matrix elements for
the 2¢~ Hamiltonian and a basis of coupled one electron bases. These are used in
our derivation of the R-matrix in Chapter 5. We assume that relativistic effects
including spin-orbit coupling can be neglected.

For the systems we are interested in, Schrodinger’s equation is

1 1 zZ Z 1
H= = Vi sVi- == =4 — (125)

1 T2 T12
where Z is the charge of the nucleus. The subscripts denote the electrons and r15 =
|ry — ra|. This can be broken up into a le” Hamiltonian and a 2e~ portion by

rewriting it into

H=H +H; (126)
where . p
H=--Vi_-Z= (127)
2 1
1_, Z 1
= Vi — —+ — 12
Hiy 2V2 = + 1o (128)

The total state of the system is determined by considering the quantum numbers
of the two electrons. The electrons’ quantum states are denoted by subscripts, a and
b, representing the set of quantum numbers {n,, lom,m3} and {ny, ymymi}, with
electrons in the continuum having the index n replaced by the wave number k. We
know from standard quantum mechanics [50, 81] that the two electron Hamiltonian
commutes with the total orbital and spin angular momentum operators and their

respective z-components as well as the parity operator. This means we should be
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able to derive a wave function which is an eigenfunction of all five operators. The
state of the total system can then be specified by a set of quantum numbers (using
the notation of Percival and Seaton [28]) I' = ng, ny, lg, by, L, S, My, Mg, P.

The total wave function is described by the expansion:

TSP (ry,10) = 37 ST (11, 70) 2000 (1, Q2) (129)
laylb
where the couple spherical harmonics, HZLJZ\;IL, are
EE0E(, Q) = Y clladymamy; LML) Yim, (91)Yiym, (Q2). (130)

Mg, T
Yim are the usual spherical harmonics and ¢(llymmep; LM ) are the Clebsch-Gordon
coefficients as discussed in Appendix B. 2 is our short hand for the angular compo-
nents ¢ and 4.

The function wlLiP is expanded into a product of pseudostates and radial channel
functions. The pseudostates are a basis of states constructed from the Hamiltonian
for a one electron target. In the limit of an infinite basis, this basis would become
the full set of hydrogenic wave functions but in our case we span the continuum with
a finite number of states. Hence the term pseudostate.

For much of our actual work instead of ¢/ we make use of the more convenient
function F' which is equal to ¥ multiplied by the two radial coordinates, r; and rs.

This eases the relevant integrations. F' (and ) are defined:
Flalb (r1,7m2) = rirogpfsF 5 (T1,72) Zunlg,ll (1) Pnity (72) Z“uu )¢ (re) (131)

where the functions u are the channel wave function of the scattered particle and the
functions ¢ are the pseudostates of the target. The subscripts u denote the relevant
quantum number {n, [y, [} for the channel. Prime indicates the scattering channels
while unprime refers to the incident channel. The derivation of the channel wave
functions u is done by solving the following series of integro-differential equations:
2

<;n % + % + kﬁ) U (1) = 2 Xuj Vo U (132)

where

<¢u~u| l¢y-u> (133)
The channel wave functions will be derived in Chapter 5 by solving the full the 2e~

Hamiltonian, making use of the pseudostates as solutions of the le~ Hamiltonian,
H;.
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QOur first task is to calculate the pseudostates. To do this we need to construct
the 1le™ and 2e~ Hamiltonians and then determine the eigenstates for each. The le™
eigenstates will then become the pseudostates for our method. First we will examine
the basis elements for the le™ and 2e™ cases. Then we will look at a mathematical
result that we can use to simplify our construction of the various Hamiltonian matrix
elements. This result will also allow us to naturally include a Bloch modification to
Schrédinger’s equation. Then we will construct the various matrix elements for H,,
the le™ Hamiltonian, using this basis. We will also calculate the matrix elements
for Hio, the 2¢™ Hamiltonian in the 2e™. Lastly we show how the pseudostates are

calculated.

IV.2.1 1le” BASIS ELEMENTS

As mentioned the basis for the interior is broken up into angular and radial parts,
consisting of spherical harmonics and Sturmian functions. The Sturmian functions
used are of the form:

Xalr) = Tt (134

where n, > 0 and the damping parameter « is an arbitrary positive number. These
Sturmian functions are a complete (in the limit of an infinite basis set), discrete and
regular linearly independent set on any closed interval (0, 7). As will be shown in the
Chapter 5, the R-operator method requires a basis that is linearly independent.

The virtue of the Sturmian basis is the ease with which the radial integrals can
be conducted. The details of the radial integrals can be found in Appendix C.

The full le~ basis elements can be expressed as

gpa(l‘) = NaXn, (T)Ylama (9, ¢) (135)

where N, is a normalization factor and Y, are the standard spherical harmonics.

IV.2.2 2e¢~ BASIS ELEMENTS

In the case of solving the full 2~ Hamiltonian for the coupled pseudostates, we will
use a two electron basis constructed out of the le™ radial basis elements x, and
coupled spherical harmonics as defined in equation (130). These coupled spherical
harmonics form an orthonormal set as can be seen by looking at equation (509) in

Appendix B.
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We must ensure that the basis is properly anti-symmetrized with relation to the
Pauli exclusion principle. This requires that the wave function should be antisym-
metric with respect in the combined space and spin coordinates of the particles. For
our 2e” basis this means for the singlet state, which is symmetric in spin (S = 0),
the spatial part is antisymmetric. The triplet state (S = 1) is antisymmetric in spin
and thus must be symmetric in the spatial part.

We incorporate this into the construction of our 2e~ basis by using a linear

combinations of the le™ basis elements of the form
1
Hab(rlarQ) = ENaNb(Xa(Tl)Xb(TQ) Z c(lalbmamb;LML)leama(Ql)lebmb(QQ)

Ma,My

+(_1)SXb(T1)Xa(T2) Z c(lplampme; LML)YEbmb () Yi,m, (92))(136)

Mg, My
where Il is the 2e¢~ basis element. This result can be simplified somewhat by
examining how the coupled spherical harmonics transform under an interchange of

. s . —LM, . .
coordinates. For the spherical harmonics Z;;, *, this gives us

EE(,Q) = > cllblamyma; LML) Yim, (1) Yiama (Q2)
Mg,y
= (1)L N c(llymamp; LML) Y m, (1) Yim, (Q2) (137)
Mg,y

Now using (137) in equation (136) we can see how this allows us to introduce the
coupled spherical harmonics,

1
Hab(rlarQ) = ﬁNaNb(Xa(rl)Xb(TZ) Z c(lalbmamb;LML)Ylama(Ql)Yzbmb(QZ)

Ma,MMp

+ (= 1)y (1) Xa(T2)
X Z C(lalbmamb; LML)YPlbmb (Ql)Yzama (QZ)

Ma,Mp
1 -
= —=NaNo{xa(r1)xe(r2) 200 (1, Q)

V2

X (= 1)L (1), (r1)Xa(T2) B (D, Q) } (138)

Additionally if we look at the effect of the parity operator on the coupled spherical

harmonics, we see that for a single spherical harmonic
PYin(8, )] = Yim(m — 0,6 +7) = (=1)"Yim(6, 9). (139)

Hence the effect of the parity operator on ’Ei]l\;h is to add a factor of (—1)letl. We
rewrite (138) as

1
ap(ri,r2) = %NaNb{Xa(Tl)Xb(TQ)Ei%L(QlaQZ)
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X (=15 Py () Xa(r) B (4, ) } (140)

where P = [, + I, and we use (—1)~L = (—1)%.

It should be noted that parity also limits the number of coupled states by lim-
iting the values of allowed orbital momenta (those that yield non-zero results). In
our calculations we choose a parity prior to calculation and then work out the al-
lowed 2-electron configurations. A list is derived of these configurations by using the

convention that I, > Iy, ng > np for |l — lp| < L <1y + 1.

Iv.2.3 MATHEMATICAL RESULTS

In this section we derive a key mathematical theorem that we will need both in the
derivation of the Bloch modified Hamiltonian and later in our derivation of the R-
operator (which is done in Chapter 5). First we will present and prove the lemma

then proceed to examine its effects on our Schrédinger’s equation.

Lemma 1

For any two sufficiently ‘well behaved’ functions ¢(r) and ¥ (r) defined on a volume
Q with a surface T then [13]

9 1
/Qqs(r) ——v + V() - E}(r) —-/ $(r)V
+ [ 4 5wr)-v (x) + ¢(x)(V (r) = B)p(x)} dr (141)

where V is real and V, is the outward normal gradient.
Proof: Using the vector identity ¢V =V - (V) — V- V).

/Qqﬁ(r) - —V2 +V(r E}w
/ { - ‘V (¢(r)Vy(r)) + §v¢(r) V() dr

+/ P(r E)i(x)dr (142)
-/ {-éws(r) S UP(r) + () (V(x) ~ EYp(r) b dr
LV(9(0)Vu(x) dr. (143)

—92
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Using Green’s theorem to convert the second volume integral into a surface integral,

we arrive at the result:
[ o) = 392+ V) - BYu) dr = = [ 6r)9.b(x) do
+ [ {5V60) Vo) + 60 (V) - B} dr (144)

where V,, 18 the outward normal gradient relative to the boundary surface 3.
Corollary 1:If ¢(r) is a well behaved function within the volume @ and if ¥(r)

is a regular solution of the time independent Schrédinger equation, (H — E)y(r) =0,

subject to the boundary condition V,i(r) = ((r) where {(r) is an arbitrary defined

function on an arbitrary surface ¥ enclosing a volume Q, then using Lemma 1:

[ o)t ~ By dr = A - 5 [ 4r)Va(r) do (145)
where
A= [ {SV6) V() + 0)(V(x) - B)lr) ) dr. (146)
Q2
Then if ¥(r) is a solution of Schrédinger equation, the first term on the left hand

stde vanishes irrespective of ¢(r):
1
A= /E $(r)Vaib(r) do. (147)

Bloch Modification to Schrédinger’s equation

Lemma 1 breaks our integral over Schriodinger’s equation into a volume integral and
a surface integral. It is important to note that the volume integral on the right
hand side of equation (141) is Hermitian while the left hand side volume integral
is not (assuming we are discussing a finite volume). The issue of ensuring that the
Hamiltonian is Hermitian in an integral over a finite region has been thought over
for a long time.

A standard solution is to introduce a Bloch operator [82, 83] that eliminates the
surface terms. This operator has the form:

L= %5@ —7) (vn - 9) (148)

r

where b is an adjustable parameter and 7 defines some surface ¢. In equation (141)
we have already separated the surface terms from the main integral. In fact the

integral over the surface in (141) has the form of the Bloch operator with b = 0.
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Thus the natural alteration to ensure the proper form for the Hamiltonian is to drop
the surface integral.
Thus the integral over the Hamiltonian can replace with an integral over a Bloch

modified Hamiltonian, Hp,

| o py)ar = [ {3960 Voie) + 6V} dr  (149)

This is the form we use for our interior region calculations. The surface terms as
defined by the right hand side of equation (147) are made to vanish, just as if we had
applied the Bloch operator.

We express the Bloch modified hamiltonian Hp as an operator of the form
Hg=Tp+V(r) (150)
where T is the Bloch modified kinetic energy operator which acts as
6w Tap()dr = [ 596 - Vo) dr (151)

IV.2.4 1le HAMILTONIAN MATRIX

We start with the le~ Hamiltonian. These results are used to calculated the target
pseudostates. They also serve as the building blocks for the more complicated 2e~

Hamiltonian matrix elements.

le™ radial overlap matrix elements

We begin by calculating the le™ radial overlap matrix elements. These elements are
the basis for all the matrix elements that follow and are needed for the calculation

of the pseudostates as shown later. They consist of integrals of the form:

7
<Xa|Xb> =/ d,,,,,,na+nbe—2ar (152)
0

where the 72 factor from the volume element has been incorporated. In Appendix C,
we explicitly derive the analytic formula for the solving integrals of this type. The

result is described by the function:
(Xalxp) = Us(ng + np, 2c) (153)

The angular portion of this integral yields either unity or zero, due to the orthonor-

mality of the spherical harmonics.
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le™ radial Coulomb matrix elements

Having looked at the overlap matrix elements, we can see that the integrals for the

le~ Coulomb potential are simply
A
(Xal?]Xb) = ZUF(na +mnp —1, 20[) (154)

since the they differ only by a factor of 1/r.

le™ radial kinetic energy operator matrix elements

Using the results of Lemma 1, we can make use of the Bloch modified Hamiltonian
in equation (149). This simplifies our calculation the integral over the le™ Bloch

modified kinetic energy operator, which is

(alTala) = 5 [ {dX“d—Xhz(zH)xaxb} (155)

The angular term [,(l,+1) comes from the le™ spherical harmonics. The orthogonal-
ity of the spherical harmonics ensures that [, = [,. T is the kinetic energy operator
with a Bloch modification as shown in (151).

We next look at the derivative of the Sturmian function:

d
d—f = (n—1)r""2e™ — grtleTo" (156)

Using (156) in (155) yields

1 9dxad
belTolx) = 5 [ { X —fff+l<z o

= 5/ na—Ze—aT _ ar"“"le—ar>
* (( G ozr"b_le—a">
+lo(la + 1) Na+np=—2 _Qm.}
= /0 dr{(ng = 1)(ny — 1)ymem=2e=er
Halla + 1)7"na+nb_26_2m + g2pnatmeg—2ar

_a(na + 1y — 2),,_na+nb——le——2ar}
1

= 5{ ((na — 1)(ns — 1) + la(la + 1)) Us(na + mp — 1,2a)

—a(ng +np — 2)Ur(ng + np — 1, 20)
+0?Us(nq + m, Qa)} (157)
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Combined with our earlier results this allows us to calculate the le~™ Hamiltonian

matrix elements: .
<Xa|h1B|Xb> = (Xa|TB|x5) + Z(Xa1;|Xb> (158)

IV.2.5 2¢- HAMILTONIAN MATRIX ELEMENTS

Here we will derive the 2¢~ Hamiltonian matrix elements that we will use to deter-
mine the channel wave functions in Chapter 5 as well as the coupled two electron
pseudostates. Before we move to the full 2¢™ calculations we will first look at the
integration of the Coulomb interaction using the le™ basis elements. Once we have
examined this term we will then look at each term of the Hamiltonian again in the

case of two electrons to construct the full 2¢~ Hamiltonian matrix.

Coulomb Interaction using le™ basis elements

Before engaging the derivation of the 2¢™ Hamiltonian matrix elements, we will first
the determine the radial portions of the Coulomb interaction potential, 1/rys, in
terms of the le™ basis elements. This will be used in Chapter 5 in the construction
of the channel functions as well as the derivation of the equivalent 2e~ Hamiltonian
matrix.

In Appendix D, we perform the angular portion of the integral for the 2e~
Coulomb interaction potential between the two electrons. The potential can be

expressed as

1 s r
12 o1 Vam (1) Y (2 159
T12 \rl—r2| );)m—z,\ 2/\+1 A+1 e (§21) Y3 (€22) (159)

where 7, and r. refer to the greater and lesser radial coordinate of the two electrons

respectively. The radial portion of this integral consists of terms of the form:

7 7 2
(Xaxbl[ } [XeXa) = /0 ridr /0 T%drzxa(h)xc(ﬁ);;—f;fxb(rz)xd(rz) (160)
>

where [1/r12]; refers to the ith element in the sum over A. To simplify our notation

we denote the 2e™ radial Coulomb matrix elements by

abled? = (el [ =] v (161)
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Next we substitute the explicit form for the Sturmian functions into (160) to get

. ; A
T T T
-9 2 _
[ab}cd]’\ = / rfdrl/ r%drz (r?“+nc e 20”1) —= (r;”’*"d e 20”2)
0 0

2
- /F dry /F dro (riv”e_z"”) Z—/\il (rév" e_zmz) (162)

0 0 rg
where N, = n, +n. and Ny = np + ngq. We solve this double integral by turning into
the sum of two integrals, one where ro < ry < 7 and one where r; < ro < 7. These
are denoted as W7, and W3, respectively, where the subscripts indicate the region

(i.e. the first subscript corresponds to the larger of the two radial coordinates). With

this we can rewrite (162) as
[ablcd]* = Wiy + Wy (163)

Considering for the moment only the region where o < r; < 7, we see 1o < 71 and

hence 72 /r3+! = 13 /r{*!. Thus we can express W/} as

Y " n Np —2 3 ( Ne —2a
W12 = / d’f'l / d’f'2 (7‘1 e ar1> SIT (’/‘2 ‘e TZ)
0 0 T
1

T T1
Np—A—1 _ Ng+A _
- / dry (7"1” e 2"”)/ dro (7"2" e 2‘"2)
0 0

- / dry (r}? 772 U, (N, + A, 200). (164)
0

Next we use the finite series expansion from Appendix C, equation (529), for Uz(n, @)

in equation (164) to yield

(N, + \)! Nath (9q)i ,
W = @ij Us(Np, — A —1,2a) — ; = Ur(Np i = A= 1,4a) | (165)

W3\ can be derived by simply exchanging the indices 1 and 2 in equation (165) as
the difference is only in the relative size of the two coordinates. This means we are

essentially switching the two indices N, and N,.

2e” overlap matrix elements

Now we consider the full 2¢— Hamiltonian. In the same fashion as before we first
look at the 2e~ overlap matrix elements II5°F. These elements are important for

calculations of the form H — E to accurately represent the energy portion of the
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matrix. We begin with

( LSP 'HLSP>

5 [ (xatrxtra)h + (-D7 Pxalrxa(r)EE)
x (xXelr)xa(ra)BL + (1) xu(r)xe(r))Z5)  (166)

where N = N,NyN,N, and d*r = r2drd) denotes the 3-dimensional volume element.

Continuing, we multiply out our terms

N —Lam
OpPmyty = = / d®r1dra{ (Xa(r)xe(r1)xo(ra)Xa(r2) Z5EL

+Xb(Tl)Xd(Tl)Xa(T2)Xc(T2)~f¢f:ch)

H(=1)EFP (xalr) xalr)xe (r2)xe(r2) 25 24,

+X6(11)Xe(11)Xa (r2) Xa(r2) B Ela) } (167)

where the radial basis elements are purely real. Next we use of two symmetry rela-

tions
/Td3T1d3T2Xa(Tl)Xc(Tl)Xb(T2)Xd(T2)E£I:Efd =
/T &r1d*ryxe(r1)Xa(r1)Xa (12) Xe(72) E40 B (168)
and
/T &*r1d®raxa (1) xa(r)Xs(r2) Xe(r2) 20y Ede =
/Td3T1d3T2Xb(7"1)Xc(T1)Xa(Tz)Xd(ﬁ)Efa*Efd (169)

to rewrite equation (167) as

WEFIET) = N [ drdra{xar)xdrm)xs(r)xa(r) 252,
H=D)ES P o (r)xalr) X (re) xe(r2)Z5EE Y (170)

We now carry out the integration over all space. We make use of the fact that the
coupled spherical harmonics, =% | form an orthonormal set and use the notation (|)
to denote the radial integrals we derived earlier for the le™ overlap matrix elements.

This gives us a final result of

(IEPITE) = N {(Xalxe) (XIXa) Bt Bt

(=1 P Xl Xa) (X0 Xe) Bttt | (171)
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2¢~ Hamiltonian matrix elements
We can break up the 2¢~ Hamiltonian for hydrogenic ions into three parts, H =

hi + ha 4 Viz, where h; = ——V2 + Z, ho = ——%V% + £ and Vi, is the Coulomb

o’

interaction between the escaping electrons. We have seen previously how to construct
these in the le™ case, now we look at how these terms are constructed in the 2e~
case. We begin with Hg = hP + hZ, which as before has been Bloch modified,
5 ") =2 [ #ridies (vl =
+<—1>L+S+be(r1>xa(r2>:fa) (r? + rF)

X (Xe(r)xa(r2) =5 + (1) "5+ Pxa(ry)xe(r2) EL,) (172)

We then perform the angular integrals, making use of the symmetry relations (168)

and (169), to rewrite the integral as

(" |Hp|TET) N/dTldT2{Xa(T1)Xb(T2)(hf+th)Xc(Tl)Xd(Tz)(slalc(Slbld

+ (=1 (r) xe(r2) (R + th)Xd(Tl)Xc(T2)5lald5lblc} (173)

Lastly we make use of the (|) notation for the radial integrals to simplify this result,

and express the 2¢™ Hamiltonian matrix elements as

(P BT = N{((xal AP xe) (x5/Xa) + (Xalxe) (X0l B [Xa) ) 1at. Ot
(=D (ol BT xa) (xblXe) + (XalXa) (60125 1Xe) ) lataOte - (174)

The terms of (x|h¥|x) and (x|hZ|x) are merely the le~ Hamiltonian elements we
derived earlier in equation (158).
2e” Coulomb interaction matrix elements

The 2e~ Coulomb interaction matrix elements are derived much as we did for the
le™ case but now we need to take into account the angular integrals. We begin with

the basic integral:

N . N
(I TV Ig?) = 7/Td3T1d3T2{(Xa(Tl)Xb(Tz)ﬂfb+ (—D)E 5 0 (r1)xa(r2)Ef)

X (L> (Xc(rl)xd(r2) L4 (— 1)L+S+PXd(r1)Xc(r2)E§c)} (175)

T12
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We then expand this to give
1

12

< LSP|V|HLSP> = /d3T1d3T2{Xa(T1)Xb(T2)EL (

+ (__ 1)L+S+P

) xelroxatro)=h

Xa 7"1 Xb 7"2 E )Xd Xc(7"2)~ch

1
T12

1
1

+ (_1)L+S+P

Xb 7"1 Xa 7"2 ~ba( )Xc ™ Xd(7"2) Ld
1)X

+ (el () ara)xe(ra)=E} (176)

Now we consider just the first term of (176). Using the form for the expansion of the

interaction potential, equation (159), we can reexpress that term as

N —e (1
7/0537'10537'2 {Xa(rl)xb(r2)‘:'£b (7"12) Xe(r1)Xa(r2) = ch}
00 +A 4 (,r.<)/\

N —Ls «
7 LendrabernrZ5 (X X g tietin)

A=0
xxe(r1)Xa(r2) 25} (177)

Rearranging this gives us
N ooe [ 1 -
7/d3T1d37"2 {Xa(Tl)Xb(ﬁ):fb (E) Xc(Tl)Xd(Tz):fd} =
N 00 +A AT
— dQdQEL Yam Y,
2/\22%// 1 2ab<22/\+1/\ Am cd

7 7 ro)?
< [ arat [} draralriatra) SSpxaranatrs) (178)

The double integral over the angular coordinates is essentially a product of two
integrals of three spherical harmonics each. This calculation is shown in Appendix D.
The value of the integral, explicitly given in (551), depends on the angular momentum
parameters (L, A, ly, ly, L, l4) and is denoted by IlLa;\b Iy~ Using this result, equation
(178) can be simplified to

X [ {xatrons(rzh () xlrxatr)zh) -
—Z lalbl ld/ drlrl/ dT2T2Xa(7'1)Xb(7’2)(( )2i1XC(T1)Xd(7"2) (179)

Our next step is to make use of the earlier le~ calculation. The radial integral was

previously solved for in equation (163) and the result denoted [ac|bd]*. Using this
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result we further simplify the term to

N e {1 =
5 [and'n {xatronra)Zh (=) xelrona(ra)2hf =
N ma
5 _X/\: [aclbd T3 (180)
where the limits of the summation are determined by the triangular conditions on
the Clebsch-Gordon coefficients in Z/ 2}, , see (502) and (551). These restrict the
values to be between Ay, = max(|ly — I/, [lp — lg]) and Apax = min(ly + le, lp + lq).
We now look at the fourth term in (176). This term gives the same result as the

first and can be expressed

N )\max N ma
/\X/\: [bd|ac lblaldlc—? ; [ac|bd] Ilalbl la (181)

This is due to the symmetry relation of the angular integral as shown in (552). Con-
sidering the radial result in (161), we can see this too is unaffected by the exchange
in labeling (remembering that the Sturmians are purely real). Hence we can simplify
our result by combining the two.

The second and third terms of (176) can be derived via the same method used

above. This yields (neglecting the (—1)**+5+% factor)
N e [ 1 -
5 [ {xrn)=h (=) xtrox(r)Zh) =
N s 3 =« (1 =L
E/Td r1d°r {Xb(Tl)Xa(Tz):ba (T—> Xe(r1)Xa(r2)Ecy (182)

12

Or alternatively

N Amax N Amax
E,\-X,\: [adlbc] lblaldlc 5 /\_X/\: [bc[ad} lblal I (183)

Again we combine the two results into one term. Finally putting the two remaining

terms together, we get for the 2¢~ Coulomb interaction matrix elements the result

)\max )\max

(Mg | VIIET) = N { Y. lacpd T, + (=DM 3 ladibd T, }(184)
A=Anin A=Amin

Solving for Pseudostates

Now that we have derived the matrix elements for the le~ and 2¢~ Hamiltonians

we can calculate the pseudostates for the target. The pseudostates in the le™ case
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are represented in terms of the Sturmian basis functions x and the usual spherical

harmonics,
(r) = > j(r)ay, = ZM Q) (185)
J

where @; is the le™ basis state as defined in equatlon (135). We insert this basis

function expansion into the Bloch modified 1le~ Schrédinger’s equation (150) to get
Hpo,(r) = E,p,(r) (186)
Z
> [—TB - 7} 0i(r)agy = Eu) 0o (187)
J

J
where E, is the energy eigenvalue for the pseudostate ¢, of Hg. We project this

onto ] and integrate over the interior region, 0 to 7 to yield
Z/ dro; (r [ Tp— Z} pj(r)ayu =E Z/ dro; v, (188)

We can simplify this result by defining the following matrices
H=t; = [ aroi) [-T5 - 2] ostr) (159)

D=D,; = / dryto; (190)
0
where I;; are the matrix elements for the le™ Hamiltonian and D;; are the elements

of the overlap matrix. Both of these results we have calculated in the previous

sections. Using these matrices we can reexpress equation (188) as
> Hijaj, = Eu )y Dijoyy, (191)
J J

or in matrix notation
H-d,=ED-a, (192)
where E, is the energy for a given vector &,. This is the generalized eigenprob-
lem [84], using this result we can easily solve for the eigenvectdrs @,. The details of
this calculation are explained in Appendix E. These can then be used to describe the
target state and to perform the close coupling expansion calculation for the channel
wave functions.
We repeat this process with the 2e~ basis. In this case the eigenstates (which

will be used to construct the R-matrix in Chapter 5) are of the form
1‘1, 1‘2) = Z Cz 1‘1, I‘Q) (193)

where the summation ranges over the list of possible angular momenta combinations.

The derivation of the eigenstates is otherwise identical.
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IV.3 SUMMARY

We gave an overview of the X2e method, from the inner region to the final calculation
of the TDCS and how the boundaries between the regions are established. We also
discussed the inner region. We described the Sturmian basis elements we use and
how these are used to construct the matrix elements for the le™ and 2e~ Hamilto-
nians as well as the overlap matrices. We then discussed how the pseudostates were

constructed within the inner region.



74

CHAPTER V

R-OPERATOR THEORY

In this chapter we derive and discuss the most powerful portion of the X2e method,
the R-operator. The R-operator is a generalization of the R-matrix described in
Chapter 1. More over it is a generalization of the variationally derived R-matrix
which removes several of the problems that hinder the standard R-matrix method.

As mentioned in Chapter 1, the principle behind the R-matrix approach is to
divide the problem into an inner and outer region. The inner region, defined where
the escaping particles are within some radius 7, is where all possible interactions,
including exchange, are taken into account. In the outer region, exchange effects are
ignored. This allows for different computational models to be used in each region
thereby allowing for a great potential simplification of the problem. The R-matrix
portion, itself, allows one to connect the interior region’s solutions to the exterior
region’s.

As mentioned earlier, the strength of the R-Matrix method is its flexibility when
applied to different processes and targets. The R-operator, as shown later, expands
on this by transforming the R-matrix into an operator formalism that allows the
electrons to be treated symmetrically. This makes the method more flexible in terms
of collisional geometry as well as giving us a more powerful tool for connecting to
the asymptotic region.

In this chapter we first examine how the variational R-Matrix is derived and
what its advantages are. We will then derive the R-operator and examine how to
do a variational estimate of the operator. Then we project that R-operator into the
region 7; > ro and use it to solve a series of integro-differential equations for the
channel wave functions, making use of a close coupling expansion. These channel

wave functions will then be used to construct the R-Matrix.

V.1 VARIATIONAL R-MATRIX THEORY

The variational derivation of the R-Matrix uses an argument based on work by
Kohn [85]. Kohn’s argument is not directly related to the R-Matrix, but instead
an attempt to increase accuracy for the S-matrix by using a wave function that is

close to the exact wave function. The R-matrix, however, is linearly related to the
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S-matrix and can be derived with relative ease from the same procedure. For the
derivation here, only an elastic collision is considered but this can be generalized to
excitation or ionization of multiple particles without difficulty. One consequence of
our choice is that the R-matrix is only a 1 x 1 matrix or a scalar. It is possible to
generalize this derivation to a N x N matrix as described in [13]. Beginning with
Schrodinger’s equation in the radial coordinate and an orthonormal basis set, we

have:

(—V; +V(r)— E) u(r) =0 (194)

where the wave function u has the following properties, that «(0) = 0 and:

lim u(r) = Asinkr + Bcoskr (finite range potentials) (195)
Jim u(r) = AF(kr)+ BG(kr) (Coulomb potentials) (196)

where k£ = vV2F and open channels are assumed. F' and G are regular and irregular
Coulomb functions. Additionally for this example we treat the functions u as real.
Later we will see that using complex radial functions will yield the same result.

We next construct a functional to apply the variational argument to:

Ju] = /OFU(’I‘) <—%2 +V(r)— E) u(r)dr (197)

where we need only integrate from 0 to 7 since we are concerned only with the interior
region in establishing our R-matrix. For an exact solution this functional J will equal

zero. Next we integrate by parts:
A g L ne 2 2
JZEU (7‘)—!—/ (—i(u) ~Vu —|—Eu) dr (198)
0
where
A= fulper (199)
Now we know from (86), that R-Matrix is defined as

u(7) = TR/ (7). (200)

Hence we can rewrite (199) as
A = 1/(RF). (201)

So in solving for A we will also derive how the R-Matrix is defined in terms of the

basis set.
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Next a trial wave function u; is introduced and expanded in the basis set:
w(r) =Y a;zi(r) (202)

where z; are the elements of an orthonormal basis set that spans the volume. Sub-

stituting this into our functional for w:

A
J(u) = 5Zaiaj$ixj|'rzf
ij

T 1
+ /0 dr E a;a; (—ia:;:c; + zxi (B — V)) (203)
ij

= %(Zazl‘z(f))2 - Zaiainj (204)

where )
Ay = /OT dr (%zgzg + zx;(V — E)) (205)
We note A;; is a symmetric matrix.

The Kohn variational principle works by giving an improvement in scattering
phase shifts in the K-matrix. As there is a linear relation between the K-matrix and
the R-matrix (as shown explicitly in Chapter 7), this yields an equivalent increase
of accuracy for the R-matrix.

In Kohn’s original argument the improvement is shown by examining a related
derivation where we work from equation (197) and make use of a trial function
u; = u + du where u is an exact solution to Schrédinger’s equation. w; has the

properties that it is zero at the origin and asymptotically behaves as
uy — Asinkr + Bycoskr (206)

where B would be the correct amplitude for the scattering case. In the case we
are examining now, 7 is large and the function can be considered to behave as in
the asymptotic limit. We place this trial function into equation (197) and vary our

functional J over u; to find the optimal result. This yields
7 d2 d2
= = Su— Su——

0J /0 (udr25u udr2u) dr

d d
= <U%(5U — (S’LLE;’LL> -
= —kASB (207)
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where §B = B; — B. Thus
d(I+kAB:) =0 (208)

For the true wave function u, I = 0, and B = Atann, where 7 is the scattering phase
shift. This means
I+ kAB, = kA%tany (209)

is correct to first order and serves as a variational principle to the scattering phase
shifts and hence the K-matrix. With this in mind we proceed to apply the variational
principle to our functional.

Varying in a;, we search for a stationary result:

@i i ]

Rewriting (210) as
S (A ~ SaiF)a;(P)a; = 0. (211)

J

A nontrivial solution to (211) requires that:

Aij - %xi(F)xj(F) = 0. (212)

But to derive A it is more useful to rewrite (211) as

> a;A; = %xi(f)ﬂ (213)
M

with
5= a,(r) = u) (214)

which is our trial wave function. Then assuming the matrix A is non-singular, we

can multiply both sides by A™! to get an expression for a;:

\ o .
=3 Z Aijlxj(r)ﬂ, (215)
j
We can place (215) back into our formulation for the trial wave function, (202) or
(214), to get

g= gz () Ay (F)B. (216)
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This allows us to derive a solution for A and hence R.:

A= —Zzl VA ;(7) (217)
R = ——sz VAZ @, (F). (218)

It should be noted here that the variational value for A is unique and thus the
R-matrix derived from it is as well. This can seen by looking at (212) and seeing that
the determinate of the matrix A;; — 3;(7)z;(7) must vanish. This linear equation
for A determines it uniquely.

From here the symmetric matrix A, with elements A;;, can be diagonalized by a
unitary transformation, such that UTAU is a diagonal matrix. This unitary trans-
formation also diagonalizes A~! since UTA"YUUTAU = I. Applying this to (218):

R — 517; S [; 3 (¥ UicUi)A;ll(g UaUZ)]5(7)
_ %izjwi(f) [Zg Uic(;;UchA;llUld)Uﬂwj(F). (219)
Using the results of the unitary transformation:
> Z Ug A Uy = EZ s (220)

and defining %, = >, z;U;., we arrive at an expression for the R-Matrix:

7)0ca

R = _ch E (221)

|wc l
= 2772 (222)

Finally we rewrite (222) using E, = E; — E, where E; are the eigenvalues of
the symmetric matrix By; = [ dr[3z}(r)z}(r) + z:(r)V(r)z;(r)]. As can be seen
Ai; = By; — Eé;;, thus justifying this approach. This gives a final form for the
R-Matrix:

|$c
= 5 Z (223)

A few points can be made here about the R-Matrix. We see for single channel
scattering, the R-Matrix is a 1 x 1 matrix. In the case of multichannel scattering it
will be an N x N matrix. Generalizing this result to multiple channels is similar to

the process shown here and is discussed in Nesbet [13].
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There are also two major advantages of our method. The first is the Bloch
operator is a natural addition to the Hamiltonian. The Bloch operator [82] corrects
for non-vanishing surface terms on the finite surface. These terms crop up due to
the fact that the Hamiltonian is not Hermitian within the finite interior region. The
addition of the Bloch operator is necessary to make the final R-matrix Hermitian
within that region. In our derivation the R-matrix is automatically Hermitian. This
can be seen in (218) where the R-matrix depends on the real and symmetric matrix
A;;. In the case of a complex radial function, u; in A;; would be conjugated and our
matrix A;; would be Hermitian. Hence the R-matrix would still be Hermitian. This
will be shown explicitly when we derive the R-operator.

The other advantage is that the variational R-matrix does not require a Buttle
correction. This is an advantage of our method over other non-variationally derived
R-matrices. The Buttle correction resolves the error caused by requiring a fixed
boundary condition on the basis elements at r = 7. This of course restricts the value
of the wave function there, thus causing a discontinuity in the slope at that point. It
was found that this leads to a slow convergence to the solution [86, 87]. Buttle [88]
proposed a method, known as the Buttle correction, for approximating the terms
excluded from the basis set. To improve the speed of convergence and simplify the
actual calculations, many authors developed formalisms where the need for a specific
boundary condition was relaxed. The variational R-matrix just developed achieves
this, resulting in no discontinuity of the radial function at » = 7 by deriving the
optimal boundary value A. This decreases the computational effort of the calcula-
tion. These improvements also apply to the R-operator giving us an advantage in

calculation of atomic scattering processes.

V.2 R-OPERATOR

The R-operator is an extension of the R-matrix method to generalized coordi-
nates [13], allowing the electrons to be treated symmetrically. This allows it to
be applied to ionizing collision geometries where there is equal sharing of an energy
between the two electrons. A major strength of this method is that it is also valid
near threshold. It is for this reason that we move to the R-operator approach.

The R-operator itself is a functional that takes normal derivatives of function
values on a hypersurface ¥, which encloses a hypervolume €2, and maps them to

function values elsewhere on the surface:
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b(o) = /E R(E, 01,00)Vath(09) - dos (224)

where o defines the coordinates of some point on the hypersurface 3. The hyper-
volume is the space defined by the coordinates of the escaping particles. Thus the

‘R-operator allows one to relate the inner region results to an outer region.

V.3 VARIATIONAL DERIVATION OF R-OPERATOR

Now we will show that there exists a variational functional for the R-operator which
is stationary if and only if the trial wave function satisfies the Schrédinger equation
throughout the enclosed volume [13]. Importantly, this provides us with a practical
way of calculating the R-operator.

The estimate of the R-operator is done with a variation over a functional J. In
defining this functional, we begin with the result of Corollary 1, where we use ¥ and

its conjugate as the wave functions:
1
/Q V()(H - E)¥(r) dr = A~ 5 / U*(r)V, U (r) do (225)
b

where

A= {%V\I!*(r) V@) + U @)V E) - B)UE)) dr. (226)

We note that A isreal, as A = A*. Rearranging this result we arrive at an expression
1
A= /Q W (x)(H — B)U(x)dr + 5 /E U (r) VU (r) do. (227)

Next we see that if ¥(r) is an exact solution to Schrodinger’s equation then A will be
equal to the second term on the right hand side of (227). We set the boundary condi-
tion V,¥(r) = {(r) where ( is an arbitrary well behaved function on the boundary.
We then define

1
A = Q/E\P*(r)g(r) do. (228)
In analogy with the Schwinger variational principle for scattering we create the func-
tional: A
J[U] = _%4—1‘ (229)

We note that if W(r) is an exact solution then A; = A and thus J = A] = A. We
then insert an approximate solution ¥ = W, + ¥, where U, is the exact solution,
into J.
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First we look at the effect of small variations of ¥ on A about ¥.. This yields

SA = AU, + 60— AL,
= [() + S0 () (H — B)(W.(x) + 0(x)) dr

2/ £) 4+ 60 (£)) V(Lo (r) + 60 (r)) do
—/‘Il*r )(H — E)¥,(r) T--/xp (£)V, 0, (r) do
_ /xp (H — E)§U(r d7+/6\11 )(H — E)U,(r) dr
+5 /2 SV (1) Vale(r) dor + /E U (5)V,80(r) do
— Re (2 /Q §U* () (H — E)U,(r) dr + /E SU*(r)V, 0, (r) da) (230)
For A; this same variation yields
1 *
641 =3 /E §U* (r)¢(r) do (231)

With these two results in hand we then examine the effects of the variation on J

o104

4 A& A
2‘5A1——[ 2 [ 50 ()(H ~ B)u(r) dr

/ 5T (r)V, T (r) da]) (232)

6J=J(

As we noted before for exact solutions J = A = A; = A}. We can use this result in

our variations about the exact solutions to yield
5J = Re ( [0 @)(¢w) - Vau() do —2 [ 59 w)(H - BY(x) dT) (233)

Since our variations are unconstrained throughout Q and ¥, (233) implies that 6J = 0
if and only if
(H-E)¥(r)=0 inQ,
¢(r) =V,¥(r) onX.

These conditions implicitly determine an R-operator. This can be show explicitly by

(234)

introducing a basis ¢, that is linearly independent in the volume 2. These can then
be used to expand ¥ and 6V,

= ¢a(r)c, (235)
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Z a(r)dca (236)

Using these expansions and assuming §J vanishes then (233) becomes

* 1 *
zb: /Q G3(x)(H — E)go(r) drey = 3 /E & (r) (((r) _ Xb:Vn¢b(r)cb> do (237)

Next we apply Lemma 1 from Chapter 3 on the left hand side of equation (237) to

yield X
X acs = 5 [ 911K do (238)
where .
Aap = /Q {3Vei) - Vau(r) + @2 ()(V(x) = E)gu(x) } dr (239)
Next we define .
G =5 o)) do (240)

Thus arriving at a matrix equation, Ac = ¢, with the matrix and vectors correspond-
ing the terms from equation (238). Solving this equation yields an expression for the

expansion coefficients

ca= Ap (241)
b

with A7} being the elements of the inverse of the matrix A (assuming the matrix A

is non-singular). From this we can derive an expression for ¥(r):
U AUTEDD ¢a(r)(2A;b1<b) (242)
- —zz/¢a () VU (x') do. (243)
This allows us to define the R-operator,
R(r,r',E) = ZZ% (r). (244)
Rewriting (243) we arrive at
- /E R(r,r', E)VoU(r) dr’ (245)

returning us to our definition in (224). As can be seen the R-operator relates the
normal derivative of the wave function on some boundary point (denoted by the coor-

dinates r’) to the values on some other surface point r. This removes the restrictions
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of the R-matrix, by allow us the freedom of relating the wave function at different
points on the surface.

We can also use these coefficients in our functional J. Inserting our expansion
(235) into A and A; yields

A = Z Ca.Aa.bCZ = Z Z A;clécAab Z Al:dléd
ab ab ¢ d
= Z (aA;bIQ, (246)
ab
Al = Z Caca = Z Ca Z A;bléb = Z CaA;bICb (247)
a a b ab

Thus we can see that the functional J yields
J=A=A=A=> (AL G (248)
ab

Expanding this out we arrive at the expression

_1 S5 do'$5(x")((r') Jg doga(r)(*(r)
T Zb: Ja dr(AV;(r) - Véa(r) + ¢3(r)[V(r) — Elga(r))’ (249)

Lastly, we use the definition of the R-operator (244) to get

J= % />: />: do do'¢*(r)R(r, ', B)C(r'). (250)

We note that J is stationary while the boundary functions ( are arbitrary. This gives
us a stationary result for our R-operator. Thus we have variational estimate for the

R-operator defined in terms of arbitrary boundary conditions and basis elements.

V.4 R-OPERATOR TO THE R-MATRIX

As noted earlier in equation (244), the R-operator can be expressed as

1

LSP LSP -1, LSP

R (I‘, r/’ E) = 5 Z wz (r)(Aab,cd(E)) le *(rl) (251)
zYJ

For the cases we are interested in we will restrict the R-operator to systems with

two escaping electrons. This means in equation (251) the vector r refers to a point

in the 6-dimensional space formed by the two electrons. We can reexpress (251) in

this case in terms of the radial vectors r; and ry as

1 - .
RLSP(rl’rZﬂ rllvr,ZaE) = '2‘ Z glfp(rl,m)(Aab,cd(E)) IHdeP (r,larIQ) (252)
ab,cd
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where HLSP are our two electron pseudostates. To derive useful results from the R-
operator we must first relate it to the R-matrix. This result will then be propagated
to the asymptotic limit in the later chapters and used to derive the final results as
outlined in Chapter 4.

In order to calculate the R-matrix we need to first project out the angular depen-
dance of the R-operator. This will leave us with a reduced R-operator that relates
the wave function values to their derivatives at a given radial distance. This reduced
R-operator can then be used to construct the R-matrix by solving for the channel
functions by making use of a close coupling expansion. The surface the R-matrix
is constructed on is composed of two parts oy and oy; as show in Fig. 18. In this
work we will concentrate on oy where r; = 7 and ro < r;. The "missing” data can

be derived by making use of the symmetry about the line r; = rs.

V.4.1 THE REDUCED R-OPERATOR

We project out the angular dependence of the R-operator with coupled spherical
harmonics =4 (€,€;). This will leave us with a reduced R-operator with only
radial dependence. We then fix one of the radial coordinates. This means we will
have four potentially distinct components of our R-operator: ’Rﬁ‘?P ) ’Rff}) ) ’Rﬁf ,
and R, the subscripts refer to which coordinates is fixed, I for r; and IT for ro.
The order indicates whether we are talking about the unprimed or primed coordinates
respectively.

We begin by projecting out the angular dependence with spherical harmonics

yielding the initial version of our reduced R-operator, denoted Rﬁfgf J
RiSP = 1 Z (/ 40, d0,EL; ( Ql,Qz)HaLEP(rurz)ln,rz=f>
abcd
< (Aue ) ([ A0 a04E (0, P (0 Ky s (253)

where 1, 7e = 7 indicates that either r; or v is equal to 7, that is that we are on one
of the bounding surfaces oy or or;. Next we expand this result using the form of the
2e” basis elements (140). This gives us

Rﬁégclij - 5 Z N Nb/dQ dQZ—lllz{Xa(rl)Xb(Tz)\n,rz—r—zazb
u.bcd

+<—1>L+S+be<r1)xa<r2>rn,m:r-aﬁla})

ny = =Ls
X (Aaw(E)) 1(§NcNd/dQ’ldQ’zﬂil4{Xc(ri)Xd(rlz)|ri,r2=r~lle
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FIG. 18: The radial plane depicting the surfaces on which the R-matrix is defined.
These are o7, where r; = 7 where ro < rq, and surface o;7, which is identical except
the radial coordinates are reversed so that ro = 7, where r; < 7r3. The reduced
‘R-operator can be related from one surface to other by making use of the symmetry
about the line r; = .
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=1 X ()X () bt oy =rEn, ) (254)

Next we use the orthonormality of the coupled spherical harmonics to reduce equation
(254) to

1
RﬁeSdP = g Z N(Xa<rl)xb<’r2)’7‘1,7‘2='F6l1l¢16l2lb
ab,cd

(=100 (1) Xa(72) =Sty Stat )
X (Aapea(E)) ™ (xelr)) Xa(r5) sy =rOtatc Ot
=1y (r) X (D) ot =B, (255)

where N' = N,N,N_.N;. The four reduced R-operator components can be written
explicitly as
RLSP - <l la !RLSI;'(T?? Tl27 E)|l3l4>lrl=ri=f‘ -

2 Z N{ 7)xb(r2)01,1,01,1, + (— 1)L+S+PXb<F)Xa(T2)6l1lb6l2la}

ab cd
X (Aap,ca( E)) ™ {XC(F)Xd(le)&alﬁlud + (—1)L+S+PXd(F)Xc(Té)%zﬁmc} (256)

Rﬁf = (Wla|R™F (rg, 11, E)|lala) lry=ry=r =

= Z N{Xa 7)Xb(72)0111, 6151, + (—1)L+S+PXb(f)Xa(7“2)5lllb5lzla}
abcd

X (Aab,ea(E)) ™ {xe(r)xa(F) 811, + (—1) 5 Pxa(r)xe ()i b} (257)

R%IS}D - <l1l2irR’LSP(T1aT$a E)‘l3l4>\r2=r’l=F =

= Z N{Xa 71)Xb(7)01,1,011, + (_1)L+S+PXb<T1)Xa(F)ahlbdlgla}

abcd
% (Aatea(E)) ™ {xe(P)xa(r5) 0100, + (1) P Xa(F)Xelr) 0.} (258)

R%FZ = (Ll R*P (ry, 71, E)|lsla) lryrp=r =

= Z N{Xa 1) X6(F) 131, 81zt + (—1)7 75 x, (Tl)XG(F)alllbélﬂa}
abcd

% (Aabea(E)) ™ {xXe(r))Xa(P) 811,811, + (— 1) 5 P xa(r)xe(F)Sis1,000. ) (259)



87

We can clearly see that the four reduced R-operator components are related. By
examining equations (256) and (257) we see that after we integrate over the primed

coordinates from 0 to 7 the two formula will be both be functions of ry only. An

integration of this sort will done later in this chapter. Thus the effect of R{“‘?})
on subsurface oy will be identical to that of R%fp once the limits on the angular

momenta are considered. Hence we can simplify our result for subsurface oy by using

only R}3” and multiplying by 2. This reasoning also holds for R{?f; and R{{T on
subsurface oyy.
Additionally a symmetry exists between ’Rffp and ’Rffﬁ This is easily seen

by noting that by reversing the coordinates in R%ﬁp we get R{“IS}'} Hence the two
components yield identical results on their corresponding subsurfaces.
Before moving on we will rearrange our result to a more convenient form. The

total reduced R-operator can be expressed as

1
R?ég(li) = g Z Z an (Tl)an (T2) ]7‘1,1‘2:7_'

ning n3ng

x {3 NaNo >2 NeNg [8131,6151, 6namaBram, + (— 154610, 81,1, 61, 6nm,

g Np Mg

X (Aab,cd(E))_l |:5l3lc(5l4ld(5n3nc5n4nd + (—1)L+S+Pélsld5l4lc5"1"116"2"175"3"115"4"5}
X an(Tll)XM(Tf?)lTi’Té:F

1
= § Z Z an(Tl)an(T2)|r1,r2=f

n1N2 N34

X (mlingla| R|nalanals) Xng (1) Xna (13) |y ry=r (260)
where

(n1linala| Ringlangly) =

1
- Z NaNb Z NCNd |:5l1l06l2lb6n1na5n2nb + (__1)L+S+P6l1l56l2la6711711,6712710}

4 TaMp TeNg

X(Aab,cd(E))—l |:6l3lc5l4ld5n3n56n4nd + (—1)L+S+P5l3ld5l4lcén1na5n2nb6n3nd6n4nc} (261)

Next we make use of our conclusions about the symmetry between R}:’?P and ’R%‘?})
to give us a factor of 2. We will limit ourselves for the moment to the consideration
of o7 based on our earlier conclusions of the symmetry of the problem. This gives us

a reduced R-operator on oy of

RESE =37 3" Xy (F)Xno (T2) (nalinala| RInalsnals) Xny (F) Xng (75) (262)

n1n2 N3nN4
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V.4.2 CLOSE-COUPLING EXPANSION

To derive the R-matrix, a close coupling expansion of the form shown in equations
(129) and (131) is made on the surface o;. This will produce a set of linearly in-
dependent one-electron radial channel functions which can be used to construct the
R-matrix. The expansion of the wave functions is
@5”Xnﬁby=§:Eﬂﬂi%@ﬂfﬁzguhAb) (263)
Y
where the subscript p denotes a particular incident channel and ' ranges over all
the scattering channels. The subscripts also denote a set of quantum numbers n, I;,
and ly. ¢,(r) are the radial wave functions of the target state, the eigenstates and
psuedostates derived in Chapter 4.

If we substitute (263) into the 2¢~ Schrodinger’s equation, with the Hamiltonian
given by H = 3V2 + iV? — Z/ry — Z/ra + 1/r13, we can project out the angular
dependence by making use of the coupled spherical harmonics. We can also use the
fact that the pseudostates are solutions to the one electron Hamiltonian to further
simplify the result. This yields a set of coupled integro-differential equations, as
mentioned in Chapter 4, for the radial channel functions for the scattered electron

uup/ (T1)7
d? I,,+1 27 § Vv
( M + — + ki) Uy (T1) = 2 e (T1) (264)

ﬂ - i !
where
Viow = (G5r2)E0(5h, D)l 6 (ra) (1, 0a) (265)
This result will be used in Chapter 6 when we propagate the wave function.

V.4.3 R-OPERATOR TO THE CHANNEL FUNCTIONS

We begin the construction of the channel functions by examining the R-operator

equation on the surface oy:
Mﬂ:éw%mﬂEWNW) (266)
which for a 2e™ system can be rewritten as

U, (ry,ro) = /Ed3r'1d3T;RLSP(r1,r2,r'1r'2,E)Vn\lfp(r'l,rg) (267)
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Next we make use of the close coupling expansion, equation (263), substituting it

into equation (267) to yield

1 -
— S u(r)ou ()= = [ R*P (e rx B)
’u/

xVa (2 ——“”;(1”) bu(r2)Ey) drid’ry  (268)

where we have dropped the explicit angular dependence in =Z. Next we can eliminate
the angular variables by projecting onto Zf3 (1, Q2)Ef, (4, Q5)2L,, (4, Q%) and

then integrating over all angular space. This results in
—=Lx =L =Lk =L
_Z“uu (r1)u (r2) / A d€9=17, =) / AN dBE, =,
_ / drl [ dndQ, [ A4 dOLEE, RESF (52, 1, 1), E)EE,

x [ aeidoyzh,v ( S unlr)u( 7~2)”L> (269)
The integral involving the R-operator was already considered when we derived the
reduced R-operator earlier in this chapter. Making use of equations (260) and (261)
we can simplify this result to

1
7"_ Z uuu’(rl)¢u’ (T2)5l“/1l1 5l#/2l2

w

—/ dry > D Xy (11)Xng (r2) (nalimals| Rlnglsnals) Xn, (77) Xng (75)

n1N2 N3Ny
] % 1 —
« [ aanizh v, (7 Suulr-so)=E)  (@10)
1 v
where for the delta functions 51#, 1, and 51“, 1, the indexing indicates the restrictions
1 2

on the [ values allowed for a particular channel. [, must equal /; to yield a non zero
result.

Next we deal with the normal gradient V,,. On the surface oy, the norm is per-
pendicular to r and the angular coordinates, which means that is purely a derivative
in 71. This allows use to simplify our results (since neither Zf5 or ¢,(r}) is affected
by it) to get
1
— 2w (11)8p (72)81, 11, 1

T1
u
—/ dry Y Y Xy (T1)Xna (r2)(nalinala| Rinslsnals) Xn, (77) Xns (75)

n1N2 N3Ng
d [, (r) e —
X ZE{‘: ( = 7 L ‘ri:f¢y(T;)/inng:f;l4:£ (271)

™
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Then we perform the angular integration to give

_Zuuu (r1)ow (7‘2)51 ,1151 /1o

- / rh 3= 3 Xy (1) X (r2) (malymils | Rl malarials) X () X (75)

ning n3ng

d (u,(r
X Z dre (J‘__(_l_)) |T1_T¢U(T2)5lvll35ly2l4 (272)
v 1

T
Next we project out the ry dependence by projecting onto a set of pseudostates

@2 (re) and integrating over ro. Then we can write equation (272) as
Z —uwl(rl) /F drag;, (r2)du (7"2)51”,111 51”,212
W
=> > Xnml(r) (/ dragy Tz)an(T2)> (nalinals| Rlnslanaly) Xn, (1)
n17Mn2 N3Ng
<5 ([ arrantnrt) o (248 1t i 79

which reduces to

Upu T
Z M(;p’u'él”/lll&l”élz

v ™

=Y > Xy (r1) (/ drad;, Tz)an(Tz)) (nilinala| RInslsnals) xns (r})

nin2 n3ng
U\ T
x Z (/ dTQXm 7‘2)(;51,( )) dTl ( : (/ 1)> |T’1=f(sl"1l361"2l4

™

= >3 Xn, (r)(V|n2) (nalinola| R|nslanals) xns (17)

ninz N3ng

x Z {vina)—— (uw(rl)> |71 =701, 15 01,514 (274)

)

where )
Win) = [ drag, (ra)xa(r) (275)
Using the delta function relations in equation (274) gives

up,,:(rl)
1

=3 > Xmu (r1){nwr|n2)(nilyrnaly | Rlngly, nuly,) Xn, (1)

TN1IN2 N34

X Z Tbu)m <M> |t =701, 15001 (276)

T
Next we set the normal gradient (u,(r)/r) = C,0,, to define a set of independent
radial channel wave functions. The actual value of the normal gradient is unimpor-

tant as long as we have this delta function relation. Any value would be canceled
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out in the construction of the R-matrix. Using this form for the normal gradient in

(276) gives us an expression for the radial channel functions (1)
uul/ Tl ZT1X7L1 Tl Z Z nu|n2 nll nQZUé‘R’n3ZV1n4lV2>Xn3 (T/1)<n#|n4> (277)
T2 N3Ng

The derivatives of the radial channel functions are determined by differentiating this

equation with respect to r;. This yields

Zrlxm Tl <_ - a>
T1

X Z Z nu’n2><n1ll/{n2lu.",'R’n3ly1n4ll’2>xns(7‘/1)<n#|n4> (278)

T2 TN3n4g

where x are the normal Sturmian functions. As explained earlier only the subsurface
oy needs to be considered to completely solve the 2e~ problem. The value of the

channel wave function on the surface is obtained by setting r; = 1] = 7,

Upger (T erm ZZ (i|n2){(niliynali, | Rinalj, maljy ) Xng (7 Z]lm (279)

nz nzng

V.4.4 CONSTRUCTING THE R-MATRIX

With the derivation of the channel functions we can now construct the R-matrix.

The multichannel le~ R-matrix is defined as
Uy (T Z Rl"kuku (7) (280)

which can be rearranged to give
Ruw = Y upu(F) [/ (7)o (281)
k

which is similar to the single channel definition given in Chapter 1 except for the
constant factor of 7. Using equation (281) we can construct the R-matrix. Since we
are dealing with approximate solutions there are limits to computational accuracy
(due to a finite number of significant figures) so we need to insure that the R-matrix is
constructed so that it is always symmetric. This can be accomplished by constructing

the R-matrix, in matrix notation, as

R = u[ulu/] (282)
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where U now refers to a matrix of channel functions. Additionally for exact solutions
of the problem, the matrix ufu’ being inverted is real symmetric but for approximate

solutions this may not be the case. We can rewrite (282) as
Lt o Lo/t 1yt
R= u[gu u + U ul " u (283)

allows us to ensure that the inverted term is always symmetric, even for approximate

solutions used in the actual calculations

V.5 SUMMARY

We derived a variational form for the R-Matrix and investigated its advantages such
as the lack of discontinuity at the boundary and the natural inclusion of the Bloch
operator. We have also derived the R-operator and shown how it can be projected
into the space where r, > ro. We showed how this projection can then be used
to solve a series of integro-differential equations for the channel wave functions by
making use of a close coupling expansion. Finally we showed how these channel wave
functions can then be used to construct an R-matrix. We note that we can make
use of the symmetry about the line r, = r9 to account for the region where ro > 7.
With these methods in hand we can construct the R-Matrix which can then be used
to propagate or interior information to the asymptotic region. Next we will look at

how that propagation is effected.
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CHAPTER VI

PROPAGATION METHOD

Having constructed our R-operator we need to now extend it to the asymptotic
limit, r4, the Gialitis radius. Expanding our coupling equations to larger and larger
radii require larger bases sets which bring with them the problem of spurious linear
dependencies developing between basis elements due to the limits of computational
accuracy. Dealing with this requires various time consuming stabilization meth-
ods. In the interest of speed and stability, a method was developed by Light and
Walker [89], as well as others [90], to propagate an R-matrix in a way that preserves
the information from the solutions of the inner region and quickly translates it to a
larger radius. Doing this also allows us to correctly handle those mid range interac-
tions such as the polarization potential until we finally reach the region where only
the long range coulomb forces dominate.

Before we do this we must first address the issue with the failure of the Sturmian
basis. To correct this problem we convert to a new more robust basis called the spline
delta basis sa. This new basis is explicitly linearly independent and is defined in the
region 0 <7 < rg. It is also simple to convert the R-matrix from our Sturmian basis
via a linear transformation.

In this chapter we examine the spline delta basis and outline the basis transfor-
mation. Then we will review the Light Walker method and then we will show how
it has been modified to cfliciently make use the gcometry we are using. We show it
propagates the R-matrix from 7 out to the asymptotic radius r, allowing us to use

the R-matrix to connect to asymptotic region.

VI.1 SPLINE DELTA BASIS

In our R-matrix calculations we make use of a spline delta (sa) basis to overcome the
challenges of linear dependence on the boundary of r, and out to our final asymptotic
boundary, ;. This resolves the issues with the spurious linear dependencies of the
Sturmian basis and allows us to proceed to a region where we can treat the problem
asymptotically. Here we will examine the nature and properties of this basis.

As the its name indicates, the basis is constructed from spline interpolation func-

tions. These functions are cubic polynomials, which for the jth interval are defined:
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g;(7) = f; + a;(x — ;) + bj(x — 7;)* + cj(z — z;)? (284)

Each interval is defined by a separate equation, each with 4 unknown coefficients
to be solved for. For n points along the interpolated interval, this requires 4n — 4
equations to solve for the unknowns. 4n — 7 of these are provided by the values at

those points and the conditions of smoothness in the first and second derivatives:

gin(z;) = gi(z5) = (285)
g}(xj) = g;'+1(37j) (286)
gi(x;) = gin(zy) (287)

The remaining equations come from the additional restraints on the endpoints.
These restrictions of zero value and vanishing third derivative at the end points are

set to help insure smoothness of the interpolation.

91(z0) = gn-1(z0) =0 (288)
9/(z0) = gp_1(za) =0 (289)

Using all of these equations and the values at the various points z;, solutions can
be found for the various coefficients, allowing for a cubic spline interpolation to be
derived.

The sa basis consists of a set of spline interpolations where the function has zero
value at the points x;, called knot points, except at one knot point where it has the

value of 1.

u;(x;) = 0;j, where i = 1,2,...,n and j =0,1,...,n+1 (290)

The reason there are more points j than basis functions is to allow for the func-
tions to go to zero at the end points as mentioned above.

In Fig. 19, we see an example of a sa basis function. This one is defined over the
interval -1 to 6, with only the values 0 to 5 being used in the actual basis. As can
be seen it has the value of zero at every integer point except for 1 where it has the
value of unity.

In Fig. 20 through Fig. 22 we see the usage of the sa basis in modeling vari-

ous functional behaviors. These were all done with a simple 6 element basis. The
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FIG. 19: sa basis element for the range z;=0 to 5.
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FIG. 20: A representation of sinx in the sa basis verses the actual. 6 basis elements
were used.
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FIG. 21: A representation of z2 in the sa basis verses the actual. 6 basis elements
were used.
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FIG. 22: A representation of e* in the sa basis verses the actual. 6 basis elements
were used.
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representations f(z) of the functions f(z) were constructed via
flz) =3 fleiu(e) (291)

where u; are the sa functions and z; the knot points.

As can be seen, except near the end points, the behavior of sinz, 22, and e® are
all well modeled by this basis. With increasing numbers of knot points, and thus
basis functions, the effectiveness of the basis increases. Of particular note to us is
the effectiveness in modeling sinusoidal functions.

In actual work, our spline delta basis has the form
ni(r) = r' gy (r) (292)

where the factor of r'*! is there to account for Coulomb Cusp condition. The basis
is defined on the range 0 < r <y, where r,, the Gialitis radius, is where we are able
to treat our escaping electrons asymptotically and where only the coulomb forces
contribute.

The sa basis can be used to replicate the behavior of our pseudostates. With
these basis elements in hand we can then construct le~ pseudostates as well as
transform our R-matrix from the Sturmian representation into the sa basis. We
also calculate the relevant potential matrix elements which will be needed in the

propagation region.

VI.1.1 TRANSFORMATION OF BASIS

The pseudostates are constructed in the same way as they were in the Sturmian basis,
following the method in the Chapter 4. The le~ Hamiltonian and overlap matrix
elements are constructed using the sa basis elements. Since the sa basis elements
are simple polynomials, the integration is quick and analytic. The details of this
calculation and the general integration scheme are shown in Appendix F.

In addition to the overlap matrix S and the le~ Hamiltonian H, the multipole
moments of the basis elements are also calculated to be used in the propagation
calculations shown later in this chapter. These moments are simply integrals of the

form
(ilrlf) = /0 drnr (293)

and thus are easily solved via the same procedure.



98

Transformation of the R-matrix

The transformation of the R-matrix is relatively straightforward. We begin by ex-
panding the pseudostates in the sa basis in the original Sturmian pseudostate basis

(for a given angular momentum [),
$7(r) = 3¢l (ra)ey (294)
= Soflr) [ o8I r)ar (25)

where the superscripts A and S indicate the basis. We note that the Sturmian
pseudostates ¢ are orthonormal over 79 < 73, by construction, but the ¢ functions
we use are not. Both bases use the same number of channels, ensuring that the
overlap matrix between the two is nonsingular.

Our next step is to determine the linear transformation of R-matrix R® = R® to
R' = R®. This transformation is defined for = 7, that is on the surface o;, and

sums over channel indices with the conditions

F(rra) = 367 (ra)ui(7) (296)
= X;:¢f(rz)u]4(f) (297)
and
Grr) = Y6 rau(r) (298)
= X;cb? (r2)u () (299)

if the bases are sufficiently complete. F' is the coupled radial wave function and its

derivative is G. Next we use equation (294) in (297)
F=3%% ¢fcus (300)
i J

This condition implies
J

Similarly we can show that
uf =3 cipulp (302)
jl
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Using the definition of the R-matrix, equation (280),

s __ S 18
Uu; = Z Ry uy
k

Z cijuf‘ = Z R;s;c Z ijlu;;A (303)
J k J’
which implies that
R;j, == Z Cj_ilR?kaj/ (304)
i,k

Thus we are able to transform our R-matrix from the Sturmian basis to the spline

delta basis.

V1.2 LIGHT WALKER PROPAGATION

Developed initially in the area of inelastic scattering calculations, the Light Walker
method allows one to propagate an R-matrix in a radial coordinate. It does this
by dividing up the space between the inner boundary, in our case 7, and the outer
boundary, 74, into evenly spaced sectors, as illustrated in Fig. 23. Using this method
we construct sector R-matrices that relate solutions from one boundary to the next.
These sector R-matrices can then be concatenated, or linked together, to create a
global R-matrix that will be valid on the boundary r,.

We begin by looking at the standard Light-Walker propagation method. This

method makes use of the close coupled equations,

& us(r) = S 20Vir) — B+ () (305)

for the channel wave functions v. Our first step is to diagonalize our potential, or

interaction, matrix [Vix(r,) — E + €] at each sector boundary, 7,
3 2 (r2)2[Vik(r2) — B + €]@h(T2) = Tu(72)dy- (306)
ik

where X is the diagonalization matrix and I', are the values along the diagonal.
This also defines the locally (within the sector) decoupled pseudostates for the slower

electron:

Culre) = Z $m¢~5¢(7"2)- (307)

where ¢~5 is our untransformed pseudostates in the s basis. Our assumption is that

we are at a reasonable distance from our target where the potential function will be
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FIG. 23: The Light Walker Propagation Scheme. The propagation region is divided
up into sectors, each of which has its own independent sector R-matrix.

slowly varying. Thus we will be able to take the potential to be constant over each

sector assuming a small enough step size. Using the values of I' we calculated, we

can interpolate average values of I' for each sector. If the commutator [a‘%, :cm-} ~ 0,
1

then there are channel wave functions w,(r1) which satisfy the decoupled equations
d2
d_r%w“(rl) = Tywy(ry) (308)
where wy = T, jy.

These uncouple solutions w are used to construct our sector R-matrices. There are
two independent solutions for each I';, and any solution to (308) can be constructed
from a linear combination of them. As our choice of solution is arbitrary, we choose
solutions for their ease in computation. For a sector [ab] (referring to the bounding

radii 7, and rp), we choose two solutions that give us normal gradients of unity on
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one boundary and zero on the opposite. Thus we will have a w® which has the
boundary conditions

Lwt(ry) = =1, Zw'(r) =0, (309)

and a solution w® with the boundary conditions

Fw'(ra) =0, fw'(ry) =1. (310)

Our “left” solution, w,, has a negative gradient to account for the fact that the
normal on the surface is pointing inward toward the origin. Next we use these
solutions in the R-matrix equation (86) to determine the 2N x 2N coefficients of our
sector R-matrices.

The forms chosen for the wave functions are

_ [ku(rp—r)] b _ 0slky (r—7a)]
wir) = — e W) = Rl (311)

for T, = A2 = —k2 < 0, and

_coshA,u(r,—7)] b _ osh[Au(r—7a)]
WZ(T) W sinh[z\u(:b—ra)] w#(r) - A:sfnh[:uzrb—ra)] (312)

for )\i > 0. These can then be used in the R-matrix equation as follows:

Wa(7'a) Wb('f'a) :I _ [ rgz rgg } |: _dirwa|7'=ra _%Wb]rzra -|

ab ab d.\x,0 d b
[ Tha  Thb FWolr=ry, G W lr=r, J

(313)

wa(ry) wi(m)

Using these functions we can solve for the matrices r; and construct our R-matrices.
Once the sector R-matrix is constructed we can simply transform back to the normal

representation using our transformation matrices, X.

V1.3 MODIFICATION OF THE LIGHT WALKER PROPAGATION

The above solutions w however do not account for the fact that we are propagating
in a region where r; > ry. As seen in Fig. 24, in all our calculations involving the
potential we have been working under the assumption that 75 < ry. Hence to account
for for the fact that we are not using the correct Hamiltonian in the region above
the line r1 = 72, we must use a modified Light-Walker method, using a technique
developed by Temkin [10] and is the basis for the Poet-Temkin model. This technique
involves mixing the solutions w® and w® and then using the symmetry of the channels
about the line 7, = 7 to determine the best fit, thereby deriving the correct channel

functions for the region ro < ry.
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FIG. 24: Modified Light Walker Propagation Scheme. The propagation region r; >
r9 is divided up into sectors, each of which has its own independent sector R-matrix.

In this method our full transformed radial functions are

Z C/‘w;a;u = Z C,u(wz(s;w =+ waW) (314)
U

u
Z Cﬂmzu = Z C;t(_"w;a;z/u/ + 'wzé;w) (315)
1 1

where y;; and z;; are elements of the coefficient matrices. These allow us to mix
elements of the other linearly independent solution to construct the correct sector
wave function for the region. We use the boundary conditions to determine the
coefficient matrices Y and Z via a mean square fit along the line r1 = re. The

boundary conditions for the coupled radial wave function FL5F (ry, ry) are

FLSP(r rp) =0 (316)
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where the sum L + S+ P is odd (i.e. anti-symmetric) and

aFLSP aFLSP
67'1 B 67'2

lr=r, = 0 (317)

where L + S + P is even, or symmetric. This defines the functions @? and @° which

allows for the construction of the channel wave function matrix U:

@, (ra) @ (m)}
@, (1)

and the corresponding matrix U’ of outward normal gradients.

U= (318)

@b, (rs)

From this we can construct a real symmetric R-matrix [15, 91]. First we use the
generalization of the R-matrix equation to multiple channels:

U=r® U (319)

#P,Vq

We can rearrange (319) to get a solution for the sector R-matrix:

reb =UUHt (320)

Hp,vq

This gives us a solution, but because of the numerical limits of the computational
accuracy this result will not be exact. We need to ensure that our R-matrices remain
real and symmetric. This can be done by including a factor of UT,

=yutuy-tut (321)

#P vq

We can compare this formula to (218) and we see that if U corresponds to the
pseudostates, the factor UTU’ corresponds to the integral over Hg — E. As we noted
Hp is the Hermitian Bloch-modified Hamiltonian. In our case it is only locally
Hermitian but that is sufficient for our purposes. If UTU’ is Hermitian then we can

use (321) to derive a real symmetric sector R-matrix.

VI.3.1 CONSTRUCTING A GLOBAL R-MATRIX

As mentioned earlier, the sector R-matrices can be concatenated to link surfaces
bounding the entire volume. This is done by linking two sector R-matrices at a time,
moving slowly outward in r;. Connecting two regions is a fairly simple procedure
first worked out by Zvijac and Light [92]. We proceed by looking at the connection

between the wave functions in the representation of sector [ab] to that of [bc]. In
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terms of the relevant sector R-matrices and wave functions we have the following

equations:

wHry) = TZZwiI(Ta)%—ngwil(rb) (322)

wi(re) = ruw’(ry) + rPw’ (re). (323)

Now if w’ represents the wave function in sector [ab] and w? in sector [bc], these wave
functions of course must transition smoothly along the boundary r5. This requires
that

w (ry) = —Aw' (1) (324)

and

riww® (ra) + riguw’ (ry) = Alrigw’ (ry) + rigw? (o)) (325)

where A is the matrix relates the different bases used in the sectors. In our case the
sector bases are equivalent and A = I. With (322)-(325) we can solve for w?(ry) and

w?'(r). This gives us
w?'(ry) = w?'(ry) = (rig + i) 7 (rjew (ra) — rjgw? (r.)) (326)
Inserting (326) into (322) and (323) gives us
wi(ra) = roaw’(ra) — iy + i) 7 rigw (ra) — rhw?'(r)) - (327)
wi(re) = ri(rgy + i) "M (rpew® (ra) — rigw?' (o) + Tl (re) (328)

Rearranging this we can derive the forms for the elements of the new sector R-matrix

ac
r K

ree = Toe —ra(ri +1i5) " i (329)
P = g+l e (330)
ac __ ber o .ab bey—1_ab 331
Tea = To(Thy + Tho) The (331)
ris = ree—rog(riy +rig) i (332)

Thus we can connect two sector R-matrices, quickly linking the whole chain together.
Additionally once we have concatenated the sector R-matrices, we can transform the

result back to our original basis via

rf}’ = Z mmrzll’,x,,j (333)

HV
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Then we can propagate the global R-matrix from  at the initial sector to ry at the
nth sector via:

R = i — (R + i) (334)

(3

With this method we can also propagate our wave functions outwards to r, or if we

wish backwards from some larger radius:

On,/ __ On,,/
Up — Tty = —Tpot  Outwards (335)
ronu!, = ug + rifug Inwards

VI.4 SUMMARY

We have accounted for the linear dependencies arising in the Sturmian basis by trans-
lating to the spline delta basis. We have described how this basis has been constructed
to be explicitly linearly independent and defined throughout the propagation region.
We have shown how the linear translation of bases is made.

We have examined the Light Walker propagation method and how it is modified
to account for the fact that the Hamiltonian is incorrect for r1 < r9. We have shown
how the line of symmetry r; = 79 is used to construct the correct sector r-matrices
and how these allow us to construct a global R-matrix to take our solutions to the
asymptotic region at ry. Now we must look at how we use this R-matrix in the

construction of our final results.



106

CHAPTER VII

CONNECTING TO THE ASYMPTOTIC REGION

Having constructed and propagated our R-matrix to the region of long range inter-
actions, we now must connect the wave function it details to this asymptotic region.
This is the region where we can derive the cross sections and other relevant details
of the (e, 2e) process.

In the first part of this chapter we will examine how to use the R-matrix to
connect to the elastic scattering region and the construction of the scattering cross
sections and phase shifts. We examine how the S, K, and T-matrices are calculated
and how these are then used to calculate the scattering phase shifts as well as cross
sections for elastic scattering and excitation.

We begin with elastic scattering as this is the easiest process to model and provides
us a test of our method. Calculations above the threshold for ionization requires us
to deal with electrons in continuum states as well as substantial contributions from
higher angular momentum states. This is especially true in the region just above
threshold where high order angular momenta make large contributions to the cross
section. It is for this reason we begin with the much simpler scattering process.

In preparation for calculations for the ionization case, we will discuss the various
asymptotic forms that can be used to characterize the behavior of two free electrons
in the field of an ion. We need a form for this to use as our projector to extract that
part of propagated wave function that contributes to ionization. A more in depth
look at the alternate projectors can be found in Appendix H.

In the third section we will show how to derive the ionization amplitude and
examine what form the projector needs to take to extract it. Lastly, we will show
how in practice we use this minimum form to extract the triple differential cross

section.

VII.1 CONNECTING TO THE SCATTERING REGION

The first step in using the R-operator method to construct scattering results is to
construct the S-matrix, or scattering matrix, from the propagated R-matrix. From
this one can build the T-matrix, or transmission matrix, and derive the cross sections.

Additionally one can construct a K-matrix, or reactance matrix, and derive the
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scattering phase shifts. This is shown in the sections below.
These results are constructed in the limit where one electron remains close to the
atom while the scattered electron goes to infinity. Hence these results are constructed

using only one radial coordinate, that of the scattered electron, referred to as 7.

VII.1.1 DERIVATION OF S-MATRIX AND SCATTERING CROSS
SECTIONS

From the R-matrix propagated as shown in Chapter 6, it is possible to derive the
S-matrix, or scattering matrix, which allows for the calculation of the cross section.

First we look at the asymptotic form of the channel wave functions u,(r;) and their

derivatives:
T}lm uu(r1) = Aufi(r1) + Bufo (r1) (336)
Jim g, (r) = Augi(r) + Bug () (337)

where the f functions describe the incoming and outgoing parts of the wave function.
the g functions are their derivatives. The coefficients A, and B,, are not independent,
as the amplitudes of the outgoing waves, B,,, are dependent on the amplitudes of the

incoming waves, A,. The relationship between them is defined by the S-matrix:

B, =Y S.wAu. (338)
'
Substituting this into (336) gives
lim w,(r) Z A { £ )8 + 2 (1) Sy | (339)
- Z Upg Ay (340)
w
where
Upp = fﬁn(rl)éuu’ + fﬁut(rl)Suu’ (341)
and the derivative
Jim e (r ZA A G 1) 8 + 95 (r1) S } (342)
— Z ’U/#u/ A/—‘/ (343)
'

where
= g7 (r1) 8w + g2 (1) S (344)
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From here we can derive the S-matrix through the use of the R-matrix. Using

the R-matrix equation, (86), and substituting in the definitions of w, and w:
Z Au’{fﬁn(rl)‘suu’ + fﬁUt(Tl)Suu’}
ZRIWZA {gu 7"1 v/ +gu (Tl)SVli}

ZA {ZR#VQV Tl vy +2Ruugu Tl uu} (345)

As can be seen the factors inside the brackets must be equal to each other for a

nontrivial solution. Bringing the incoming functions to one side yields:
fm(rl ! ZRuugu Tl)(suu’ = _fOUt(TI Suu + Z Rp.l/gu (TI)SVIL (346)

which can be rewritten

fﬁn(rl)éuu’ - Ruu’g,i?(rl) = - Z {fﬁm("'l)(suusuu’ - Ruugzm(rl)suu’}

= - XV: {F2 )b — Ryugg®(r1) } Sy (347)

This can then be solved via matrix algebra to get the S-matrix.

VII.1.2 THE T-MATRIX AND THE TOTAL CROSS SECTION

The T-matrix is derived from the S-matrix by subtracting the portion corresponding
to the incoming waves, thereby taking into account only that portion corresponding
to transmission. Thus the T-matrix is [13]:

S—-1
2i

T = (348)

where I is the identity matrix. Using the T-matrix one can then construct the

scattering cross sections. We first note that the T-matrix can be expressed as
n .
Tij Z l‘ikl‘jkeusk sin 5k (349)
k=1
where the matrices x;; contain the eigenstates of the T-matrix and d;, are the eigen-

phases, or phase shifts, of the system [13]. We already know that

do/dQ2 = |£(8)? (350)
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for the case of scattering, as discussed in Chapter 1. The scattering amplitude f(6)
can be expressed in terms of the phase shifts d; as [93]
o

f(6) = % (21 4 1)e™ sin §,P,(cos 0) (351)
1=0

Blatt and Biedenharn [93] have shown that from (350) and (351) one can derive

T
1Tl (352)
J

Uz’j =

which gives us the partial cross section for scattering from channel ¢ to channel j.
The total cross section is obtained by summing over degenerate final states and
averaging over the initial states. The degeneracies in the initial state give factors of
2l; + 1 and 25; + 1 due to possible initial state values of angular momentum /; and
spin S;. An additional factor of 2 occurs for the degeneracy of spin of the incident
electron. The final states contribute degeneracy factors of 2L + 1 and 25 + 1 based
on the total angular momentum L and spin S. We sum over LSP as the T-matrix
is independent of the total M, and M;. Putting this all together, the total cross

section for a transition ¢ — j is

(2S+1)(2L+1) TLSP|2

o 353
7= kaXS; 22, + 1)(2S; + 1) ¥ (353)

In our calculation we examine specific LSP cases and the summation is suppressed.
VIL.1.3 DERIVING. THE K-MATRIX AND THE SCATTERING

PHASE SHIFTS

From the S-matrix, the K-matrix can be derived in straightforward manner [15].
The K-matrix, much like the S-matrix, relates the components of the asymptotic

radial wave functions u,. In the K-matrix formulation, u, can be written as
lim w(r1) = ——(
im w,(r
7100 ku

where 0, = kyry — [,m/2 — nln2kyry + 0y, 0y = arg[l'(1 + 1 —in)], n = Z/k,, and

C,sinf, + D, cos¥b,) (354)

[ is the angular momentum. The K-matrix then relates the coefficients of the even

and odd parts of the asymptotic wave function:

D, = Z Ky G- (355)

o
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To relate this to the S-matrix, we first use (355) in (354) to get
Cy

Hm u,(r) = Y —=(6usinb, + K, cosl,) (356)

71 —00 p,/ \/E
= Z u##/cﬂ/ (357)

u
where

1 .

Uy = —\/:(6##1 sinf, + K,y cosf,). (358)
kp

As we can see (358) is very similar in form to (340) and we can use these two equations
to relate the K-matrix to the S-matrix. By manipulating the vectors of the elements

Ay and C)y, we can construct the equation

1 . in oy
> —\/k:(‘sw’ sin 0, + Ky cosb,) | By = fi"0uw + £ "Syup (359)
v iz
where the incoming and outgoing waves, fft" and Z“t, can be expressed asymptoti-
cally
. e
fi(kyr) = (360)
Vha
() = (361)
o (kyry) = . 361
B whl \/kj
Substituting (360) and (361) into equation (359) yields
3 (B 80, + K c080,) By = —€ 48,0 + €98, (362)

v

where we have also multiplied by /k,. If we expand the exponentials into sine and

cosine functions we get

> (8w sin b, + K c080,) By = —(cos8, — isin )60

v

+(cos, + isinf,)Su.. (363)

From here we can compare the coefficients of the sine and cosine terms. This gives

us two equations:

/B}L}l/ = 7:6##/ + iSp.p/ (364)
Z K;W/Bwt’ = '_6pp’ + S,up“ (365)
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Putting (364) into (365) we arrive at
zzy: K (6w + Spw) = —6pw + Sy (366)
This expression can be written in matrix notation as
K(I+8)=-I+8. (367)

Rewriting this yields a solution for the K-matrix in terms of the S-matrix:

iW(I—-8)
= —". 368
I+S (368)
In a similar way the S-matrix can be expressed in terms of the K-matrix:
I+K
S = . 369
I-iK (369)

In this work, the S-matrix is calculated directly from the R-matrix as outlined above.
Having calculated the S-matrix the corresponding K-matrix is then derived as in
(368). From the K-matrix one can then easily derive the scattering phase shifts.
The scattering phase shifts are derived from the eigenvalues of the K-matrix [13].
In terms of the eigenchannels, or eigenvectors of the K-matrix, the matrix can be

expressed:

Kij - Z TikZjk tan 6k (370)
k

where z;; is the jth element of the ith eigenchannel. J; are the eigenphases corre-

sponding to the scattering phase shifts.

VIL.2 (E,2E) ASYMPTOTIC BEHAVIOR

In Chapter 1 we briefly discussed the form of the wave function in the asymptotic
region. In this section we review fully the various forms that one can choose to de-
scribe the behavior of the two escaping electrons. In previous work in this area, there
was considerable interest in finding a valid asymptotic form for use in calculating the
full problem [20]. For our needs however we need only a solution sufficiently valid to
extract the ionization amplitude needed to construct the TDCS.

In this section we discuss the asymptotic form of the escaping two electrons as
developed by Rudge, Seaton, and Peterkop. Though we do not use the form presented

here as our projector for extracting the ionization cross section we did at one point
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consider using such as projector and others like it. These other asymptotic forms
explored in Appendix H. As discussed there we later determined that these functions
were more complicated than our needs. Indeed in the X2¢ method we use a much
simpler projector which was discussed in Chapter 1 and consists of two Coulomb
waves.

Note that in this section we use the notation for hyperspherical coordinates
extensively. Hyperspherical coordinates is a convenient way to express the radial
coordinates in a two electron system. With any two particles, one can specify
their position in terms of six coordinates, such as a pair of spherical coordinates
(r1,rg) = (r1,01, 61,72, 00, $2).

In hyperspherical notation the radial coordinates are converted into a hyperradius
p and a hyperspherical angle «. In this notation r = pcosa and ro = psin a where
p=r2+7r2and @ = tan~(ra/r;). This notation allows one to easily define an

asymptotic condition where both electrons are far from the nucleus (i.e. p — 00).

VIIL.2.1 SEMICLASSICAL DETERMINATION OF THE ASYMP-
TOTIC FORM

We begin by examining a solution for where all three particles are far from each other.
This is done using the formalism of Rudge, Seaton, and Peterkop (RSP) [11, 12]. As

usual we start with the Schrédinger equation:

vz V3
(—71— 72+V+E)\I/(r1,7"2) =0 (371)
with 7 7
1
V=—-=- o — (372)
1 T2 712
and
2F = ki + k3 = . (373)

Since the situation is that of an incoming electron of momentum kg followed by the
excitation or ionization of an electron, the wave function can be described asymp-

totically as:

eikm"‘l

Iim ¥ ~ 6ik0'r1@0(1‘2) + Z (I)nlm(l‘g)fnlm(kg, k‘gf‘l)
rmee nim ™
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etkiritin(ka,r)

+ f i (r2) f (kg oty ) ————dlk, (374)
ko<x=vV2E
. eik1n7'2
lim ¥ ~ Z(I)nlm(rl)gnlm(k2,k2r2)
e oy T2
eik11‘2+in(k2,r2)
[ Bl ki) i, (375)
2
ko<k=V2E

where (374) refers to the ionization process and (375) to the exchange process (where
the two electrons exchange states). In the ionization process, e*0T1®y(r,) is the
target state multiplied by the plane wave which represents the incident electron.
The scattered electron is treated as an outgoing spherical wave. As one can see there
are contributions from both the excitation and ionization states, though for the case
we are considering the excitation states do not contribute. f and g are the ionization
and exchange amplitudes respectively and the 1 factor in the exponent is due to
Coulomb interactions with the unscreened nucleus. The question then becomes what
are f(kg, ki) and g(k;, k) for the ionization process?

We note that their absolute values should be equivalent. Both processes should
result in the same cross section due to the indistinguishability of the electrons. For
a more persuasive argument of why this is so, we first need to examine some of the
formalisms and assumptions in the case of finite range potentials. By finite range,
we mean that V(r) = 0 for very large but finite 7. This is opposed to asymptotic
range potentials such as the coulomb potential Z/r which cannot be ignored in our

calculations even at extremely large distances.

Finite Range Potentials

For finite ranged potentials (where V(r) = 0 for large r) the solution for the contin-
uum can take the form of a plane wave plus a diverging or converging wave. Using

the converging wave form for ease of use, we look at the solution for large r.

—ikr
lim ®(k,r) ~ (27)~%2{e™" 4 ¢*(|k|f; k)<

r—00

} (376)

where ¢* is a distortion on the incoming waves due to the interactions with the

nucleus. We expand the plane wave, €', into its asymptotic form [94]:

lim T ~ %{5(1& — £)e*T — §(k + £)e7*), (377)

r—00
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This is derived in Appendix G. Putting this into (376) yields

-2 . .
lim @(k,r) ~ %—{5& —1)e* + a(t)e*} (378)
where .
alf) = ;—ﬂ¢*(|k]f';—k) ok + 8. (379)

Next we insert this into (374) for the case of r1, 73 — 00, or p — co. Since we are
interested in the asymptotic form we drop the summation over the bound states.
(27r)_1/2 /\/2—E—

7:’/'17"2 0
+a(f‘2)6_ik2r2}6iklrlf(kg, k‘gf‘l). (380)

Jim W(r, )~ kodky / o {8 (kg — By)ce

Next we make use of the stationary phase theorem which we introduced in Chapter
1, that is equations (29) and (30). Applying these to (380), we first make use of
Theorem 1, equation (29):

(2m)~1/2

lim \I’(I‘l,l‘g) ~ "
p—0 1r1Te

vam .
/ kadkae 0T £ (1) kop ). (381)
0

The term with the incoming wave e~*272 has been lost since the wave function is the
same at ky = 0, corresponding to the scattering of electron 1 with k; = V2E, and at
ky = V2E, or k; = 0 and the case of scattering of electron 2. Hence the integral is
zero and only the outgoing wave contributes.

We next note that in the limit we are working in, (ry,7e — 00), we assume
that momentum is directly proportional to the distance that electron has traveled.
Hence r1/k1 = ro/ke = p/k. This follows from an argument based on the phase of
the ionization amplitude. This will shown later when we deal with the long range
potentials.

Next we apply Theorem 2, equation (29), to the (381) integral. We first find the
point k, where & = 0.

Ep= —a—a];g(klrl + korg) =19 — <k—?> ry = 0. (382)
where we have used equation (373) to express k1 = (/k2? — k2. Solving this for ks
gives ko = k, = kra/p. For this ko, k1 = kr1/p. £ in this case is

16° 1(r  Kkir 1 2 2
¢ (k) = S far kara) = —— <k—1 + 72&“1') == (1 + 5) =2 (383)
1 1
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Thus:
. (2m) 72 (2mkr})1/? Ky in(r24r2) prim /4
N T
-1/2“3/2 iKp
~  —1 —p—f;/—zf(ko, kl)e . (384)

The same reasoning can be applied to (375) to yield:

3/2
lim W(rp,ry) ~ —i/25

ik
) ;;,/—zg(kl, ko)e™. (385)

Thus | f(ko, k1)| = |g(ki, ko)|, showing that they are equivalent in absolute value as

we stated earlier.

Long Ranged Solution

Next we attempt to solve the problem with long range potentials. We are looking

for the asymptotic form of the solution to (371). We reexpress the wave function as

@(paﬂly QZa Ot)

Y(p, 0,0 =
(P, 1,8, ) P smacosa (386)
In hyperspherical notation Schrédinger’s equation is
10 (40 N 1 0 sin? , O
—— | p°= —_— o cos’ a—
P Op p op p?sin? o cos? a O da
L3 L 20, N, a) |
- - L ©=0
prsinfa p2cos?a + T (387)
where
Z VA 1
Q1,Q, = — - — 388
(2, ) sma+cosa V1—1; -Tysin2a (388)
1 9 o} 1 9
2 = ——— 2 {smol) - -2 389
sin 6 90 (Sm ae) sin? § 02 (389)

We plug (386) into (387) to get

2 111 L2 L2 2 Q
(5 +_[___L__1_+5]+2_C(&’_2’_a)+m2>e=o (390)

8_p2 pl4 sina  cos?a da? 7

Next we substitute the form:
@(p, Qh QZ) Ot) = G(p’ Ql) Q?v a)eiU(p’QhQ%a) (391)

where G and U are real valued, into (390). This yields the real and imaginary parts:
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0 2
1 {8_(; + iDQGjl + 4_1_2_ - (?E) + i(DU)Q— (m2+ 2—C> (392)

G |0p*  p? p dp p? p
with 12 12 o
D=2 2 4 393
cos2a  sinla da? (393)
ou LU LU
2 _ (Y N2 1 2 2 2
(DU)" = (Ba) (cosa) sin ¢ (394)
and 5 ou
1
2 2 _
—8—/; <G %) + ;)ED(G DU)=0 (395)
with

L L
D:i__l_'Q_ (396)
da  cosa sino

L; are the standard angular momentum operators.
So starting with the real part (392), we set the left hand side to zero (we can
show later that this result will be small for large p). We get:

oUu\® 1 2
— | +S(DUP =K+ 2 397
< dp ) p? (ov) p (397)
Neglecting ;)%(DU )2 as small in the first approximation means:
ol 5 2
—— =K+ —. 398
o5 P (398)

Letting z = x2p/(, we arrive at a first approximation of

Uy = %[\/:ﬁ 3+ In(1 4+ 2 + VAT T 22)] + e(O, O, ). (399)

Putting this result into < (DU)? we see
P

1 :  (r\ (W +z+vaTram)\
P

~ (g) (1‘1;5”)) (DC)? for |z > 1. (400)

The constant ¢ has been left out but we can see that it is even smaller than the first

term in the large z limit. This justifies our neglection of the p%(DUl)Q term. We
then look at the limit for (399) as p — oo,

Uy ~ kp+ %1n(2f$2p/4). (401)
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Next we solve for G using (395). First we note that the outward directed current
for our problem is proportional to
ov ov*
A
dp dp

{¥ }0° sin? & cos® adad, dSs. (402)

Using (386) and (391), we that this is equivalent to

<G2%%> dadQ,dSQ,. (403)

Now this should be independent of p asymptotically. Qur final answer should be

independent of radius. Thus

0 ou
—Gi—=]=0. 404
dp ( 15‘/)) (104
So using U;, we can solve for G
g, = ) (405)

de2v2¢/p

Looking at the limit as p — oo we see

lim G ~ £~ Y2(Q4, Qp, @) with & > 0. (406)

p—00

With this result we can now illustrate that asymptotically the left hand side of (392)
will be very small. The terms ﬁ and 'G‘%o'szG will of course be very small for large
p and so can be neglected. Using (406), we also see that the remaining term, é%,
will be close to zero in the asymptotic limit.

Putting (406) and (401) together we arrive at a functional form for the asymptotic
behavior of the wave functions. Using the work from the finite range potentials,
specifically (384), we can construct the full form of the asymptotic wave function in

terms of the ionization amplitude

3\ 1/2
lim ¥ ~ —%/? (”-) £ (ko, K)eilrotx n(2r0)) (407)

p—00 p5
Thus we have established an asymptotic form for the escaping electrons.
VII.3 SURFACE INTEGRAL

In Chapter 1 we showed how one could extract the ionization amplitude from the

interior wave function via the flux projector method. In this section we will show
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how the calculation is done in practice. This section repeats and expands on some
of our recent work [95].

First we will look at the form of the interior wave function and that of the
projector used to derive the ionization amplitude. We will also discuss the effect
of exchange on our calculations. Then we will show how we convert the volume
integral of (37) into a much simpler surface integral. Then we will examine the

methods used to calculate the angular and radial portions of the integral.

Reconstructing the Interior Wave Function

Our interior solution is constructed from the pseudostate functions described in Chap-

ter 4. The total wave function has the form:

1 o
Y(ry, o) = - ST UlSE (1) iy (r2) EEAL (S, Q) (408)

LSP

ninl, are the channel

where ¢p;, are the hydrogenic radial pseudostates and where u
orbitals. Eﬁj‘l’[z are the couple spherical harmonics as discussed in Chapter 4. The
channel orbitals on the boundary are outgoing plane waves with momenta k,; and
weighted by the corresponding T-matrix element. For a target in the ground state,

they are:

il

V knl

As noted in Chapter 4, [; and Iy are restricted by the boundary conditions along

glnim, (409)

Uni(r1) = Tin

r1 = 19, ensuring that the wave function has the proper symmetry.

Projector Wave Function

As mentioned earlier our projecting wave function is the product of two Coulomb
wave functions with effective charges. The Coulomb wave function is a solution to

the equation p
2
V2 + —+ E*)x = 0. (410)

This equation has solutions of the form
X(Z,~K[r) = € (7, kr + k- 1) (411)

where

27y P . .
P(7,y) = \/T‘_“&me ™)) Fy (iry; 15 dy) (412)
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with v = and m = arg[['({+ 1 —4v)]. 1F is the confluent hypergeometric function.
Of 1nterest to us is that equation (410) also admits a partial wave solution of the

form

(2, k.1, mlx) = Ylm(f')%}'(Z, k, Ur) (413)

where the function, F, has the asymptotic form
F — sin(kr — /2 4+ v 1In(2kr) + mi(7)). (414)
These two forms are related via the equation [96]

x(Z, —k|r) = —Zylm (K)i'e™x(Z, klm|r). (415)

Putting equations (413) and (415) together we arrive at a form for our projectors

decomposed by spherical harmonics,

1
x(Z, —k|r) Z Vi (K) Vi (R)i'e™ = Fy( Z [k, ky1) (416)
T

where we have used that fact that asymptotically, the Coulomb wave goes as (414)
with an added factor of k='/2. As our interior solution is already broken down into
spherical harmonics, this allows for efficient extraction of the differential cross section

as shown later.

Exchange Processes

Before dealing with the surface integral it is important to first discuss exchange. We
have been treating the electrons as if they were distinguishable and now we need to
consider spin. We first note that the electrons have spin eigenvalues of s and s{.
We define x; = (r;, sg)), where ¢ = s or f, to denote both space and spin coordinates.
A total spin wave function for the two electrons can be written x(S, M5|s§f ), sgs))

where S takes the values, 1 and 0 and
X(S, My|st), 58y = (=)5x (S, M,|s), s). (417)

Adding this to (407), we see that the asymptotic form of the outgoing wave function

is given by

NI‘-‘

X2
lim ¥~ = o/ =X (S, Ms|sDs?) £(S|f2, 1, @)
— X0 p

In(2X p))} (418)

> |

x exp{i[Xp+
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where
F(S|#1, B2, @) = F(B1, B2, @) + (=1)S f (0, 1, g — a). (419)

Note that tan & = ry/rq, consequently tan(r/2 —«a) = cot & = r1/r9, and the integral

expression for f(Slk;, ks2)) becomes
1 .
f(S|kfa ks) = —5(27T)_5/261A(kf:k3)

x /@(H—E)[\P(rf,rs)
+ (=1D)5W(r,, r))]d%r pdrs. (420)

With this form, the triple differential cross section (TDCS) then becomes

3o (27) ks - 2
dQdQ.dE ko [1£(S = 0k, k)|
+3|f(S = ks, ko). (421)

Another way to express f(S|ksks) is [11, 97]
F(S|ksks) = f(ks, ko) + (—1)%g(ky, k). (422)
Thus with this small alteration to the TDCS and the calculation of f we can properly
account for exchange.
Surface Integral
With these ideas in mind, we return to (37), where we have
JR7N
fks,ks) = __(—27_(_)—5/2/@(1{37 rs, ks, Ty)
x (H— E)Ut(rs,r,)dProd’rs (423)
and where @, our projector, is
®(k,,rs, kp,rp) = X" (25, ke, vs) X" (25, kg, Tp). (424)

U™ is the outgoing solution of the Schrodinger’s equation in the form (H—E)¥+ = 0.

In our case this is the solution from the interior region. Our Hamiltonian is

ley 1001
H=——2-V2————+st (425)

Ts Tf

where V2 = V2 + V.2 and V = V; + V,.
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Now we consider the function
0= é[qﬁﬁ@ — OV (426)
then we can see that
VO = 20t(H — E)®. (427)

Now assuming (423) is valid in some very large volume, V', with surface, S, then we

can apply the 6-dimensional analog of the divergence theorem to derive

1 el = =
k ksz———-—fq) Ut — UVl dS. 4928
$01. ) = —5 v 12V Vel (428)
Next we define
dg = &(rs,rs) + (—1)5®(rs, 1y) (429)
to account for exchange. Now (429) clearly satisfies
1= s ~ ~
(——W . (f— + z-")) Bs(rs,1s) = Eds(ry,rs) (430)
2 Ts Tf
so the analysis leading to (428) may be repeated, resulting in
1 b ~ o o~
Slky, ks =————74<1> U — UtV - dS. 431

Using this result it is possible to determine the ionization amplitude and thus deter-
mine the TDCS as mentioned earlier.

Our choice of the surface to conduct our integral on is a 6-dimensional box. As
seen in Fig. 25, the surface integral occurs along the line r; = 74 in 7y and 7 = 74 in
r1. Re-examining our surface integral in (431), we see that this divides the procedure
into two distinct parts, a surface term and a radial integral. This division occurs
because V = 11V, + ra Vs, and the surface we have chosen is always tangential to
one of the those terms.

Using the form of our interior solution (408) and our projector (416), the surface

integral (431) takes the form:

1 eiA

f(Ski,ks) = —5(%)5/2Z[//dQldQﬁ(Ql,Q2)[x(z1,k1,r1)vlun(r1)

—un(rl)VIX(zlakl:rl)”h:F/O Pn(r2)x (22, k2, T2)drs
+ (-1)% [ [d90d92(9, 9)[X(22, ko, 1) Vitn(r1)

—Un(r1)Vix(22, ko, T1)]|r = /0F Pn(r2)X (21, k1, T2)drs. (432)

This is the formulation used for all our calculations.
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T3

T T

FIG. 25: A depiction of the surface integral in the radial space of the two escaping
electrons. The solid line denotes the surface that the integral occurs on. As can seen
it runs from 0 to 7 in 7y at 7; = 7 and the continues in a symmetric path for r;.

Angular Integral

The surface integral (432) can be broken up into a radial and angular portion by
expanding the projecting wave function in spherical harmonics as shown in (416).
We know that = is

lmin
20,0, Q) = Y Cllaym—m, LO)Y;,m(£1)Y},—m(E2) (433)

m=—lnin

where [, 1s the smaller of I, and .
We can combine this with the angular portion of our projector to derive an
analytic solution to these integrals. For an integral over a single channel n, the

angular integrals reduce to

=L0x (& A (47T)2 min *x (1 * ,
/dQIdQZ‘—‘lalb (€21, Q2)@(ry, 12) = 7o los m:;mm Yiom (K1), (k)

x et leto iy (n) — ki) Fy, (Y2, —kor2)C(lalym—m, LO)  (434)

where we have made use of the orthogonality properties of the spherical harmonics.
This provides us with a straightforward and efficient way to calculate the this portion

of the integral.
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Radial Integral

The radial part of the integral is broken up into a constant surface term and a radial

integral in one coordinate. The radial integral is simply

/0F Pn(r2) Fi, (2, —kara)drs (435)

and is sufficiently non-oscillatory that it may be accurately calculated via a 5-point

Simpson’s rule (Boole’s rule). The surface term is equally simple
Fi, (7, —kr1)Vaun(r1) — un(r)ViF, (v, —kri)|r=r (436)

where as indicated the entire expression is evaluated at the final radius.

VIiI.4 SUMMARY

We have shown how to use the propagated R-matrix to connect our results to the
asymptotic regions. In the le™ asymptotic region, we showed how to calculate the
S, K, and T-matrices. We then showed how these are used to construct the cross
sections and phase shifts for scattering.

In the 2e™ asymptotic region, we derived the RSP wave function for the escaping
electrons. We have also derived and detailed a surface integral that allows us to
determine the ionization amplitude and using that to calculate the Triple Differential

Cross Section.
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CHAPTER VIII

POET-TEMKIN MODEL

In this chapter we provide a proof of principle for our X2e method. This takes the
form of the simplified case called the Poet-Temkin model. Derived by Temkin [10]
and extended by Poet [9], this model has been examined extensively using variational
methods [98, 99] as well as several numerical methods, in the case of elastic scattering,
excitation and double ionization [36, 100, 101, 102]. This makes it a perfect first
test of the method by providing us with ample comparison while at the same time
reducing the computational complexity.

The crux of the Poet-Temkin model is a simplification of the three body problem
via the elimination of higher angular momenta. This was undertaken historically to
establish a lower bound on cross sections results for electron scattering. As argued by
Temkin [10], progress in theoretical calculations of electron scattering was hampered
by a lack of a minimum principle to establish limits (upper or lower) on the values of
phase shifts and other descriptors of the scattering process. To establish this lower
bound he investigated a simplified model of the scattering problem.

The true importance of the Poet-Temkin model for us however is that which drew
Poet to the problem. His interest was drawn to the possibility of using the simplified
case as a test of pseudostate bases. Though one could test the completeness of a
basis by examining its polarizability (for example via the real part of the second Born
term) [103], this crucially fails to take into account the correlation effects between
elements of the pseudostate basis. These effects turn out to have substantial effect
of the usefulness of the basis [104]. Thus by making use of this simplified model we
gain a much better test of the effectiveness of our basis.

For the X2e method, this simplified model also allows us to test the method
without the additional complication and computational effort of the higher order
momentum states. Below we will examine Temkin and Poet’s original derivations.
In the second section we will compare the R-operator calculations for phase shift
and cross section to those of other methods for this special case. We also calculate

elastic phase shifts for the full problem as a test of our method.
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VIII.1 POET-TEMKIN MODEL

In this section we examine the theory behind the Poet-Temkin model and illustrate
how it simplifies the calculation of the total scattering (or ionization) wave function
and the associated cross sections and scattering phase shifts.

As mentioned earlier, Temkin proposed the zeroeth order solution to establish a
lower limit on the size of the scattering phase shift. He began with the three body

Schrodinger’s equation confined to a plane [105]:

1 8%, 1 0%y 1 1 1 8 . d
{~5 57557 |3+ 3) o msinbus—
2ry Or{  2ry Ors r$  rs ) sinfs 0619 0012
yA VA 1
+ = =4 — = B W(ry, 7, 00) = 0 (437)

™ T2 T12

where 65 is the angle between the two electrons. His next step was to expand the

wave function in terms of Legendre polynomials:

1
T

M8

U(ry, o, b12) = (2l + 1)®(r1,72) P(cos 012) (438)

N
Il
<)

where ®;(r;,0) = ®;(0,72) = 0 to ensure the proper boundary condition at the origin.
This is to account for the factor of 1/r17rs in our wave function W. Substituting this
into Schrodinger’s equation and restricting the problem to Hydrogen (Z = 1) gives

a set of coupled equations:
9> 0 1 1 2 2
—St+t—=—-l(l+) |5+ — 4 —
{arf or3 (1+1) <r% r%) + 1 + 9

+E — My}®(r1,m2) = 3 My @ (r1,72). (439)
m=0

Note that we have multiplied equation (437) by 2 on both sides to simplify the final

formula. M, in the region r; > ry, is defined as

I+m

Mim = (204 1)/2(2m + 12 3" =27
n=0 "1
X /7r P,(cos0) Py, (cos 0) P, (cos 8) sin 0d6. (440)
0

The wave function is restricted by the condition that it be symmetric or antisym-
metric with the switch of the two electrons. In the case we have thus presented, this

switch results results in the exchange of coordinates r; « ry and 019 < +65. For
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the symmetric case this means that the wave function should be perfectly reflected
in the line ry = ry, or
(bsym (I'l, I'Q) = (I)Sym(rg, I'l) (441)

More over the total wave function must converge smoothly along that line with no
discontinuity in the derivative. In other words there should be a local extremum along
that line at all points. One way to approach this is to require that the difference
between the derivative of the wave function on both sides of the boundary goes to
zero as you converge on the line. To simplify matters if we conduct our derivative
along the line normal to the line r; = 79, we get the simplest expression of this, the
singlet, boundary condition.

In the case of antisymmetric wave functions the value of the wave function on

one side of the line 7, = 7, is reversed in sign to that on the other side, or
(I)anti(rh rZ) = _(I)anti(rZ, rl) (442)

This merely requires that the wave function go to zero along that line. These two

arguments yield the following boundary conditions along the region r, = r:

®,(r1,72)|ry=r, = O, triplet (443)
(0/0n)®i(ry,72)|ry=r, = O, singlet (444)

where §/0n is the normal derivative along r; = ro. Additionally as mentioned earlier
there is the boundary condition that the wave function ¢; goes to zero as r,79 — 0
that must be accounted for so that the total wave function is regular at the origin.

In his original paper, Temkin restricted the problem to elastic scattering on the
ground state. This establishes an asymptotic condition that the wave function is also
required to go to zero for [ > 0 as the scattered electron goes out to infinity. For
I = 0 Temkin states this restriction as

lim (I)()(T‘l,’f'g) = sin(krl + 5)R15(Tz) (445)

r1—00

where ¢ is the phase shift, k is the momentum of the scattered electron, and Ry, is
the Hydrogen ground state. The problem as a whole is restricted to a region where
r1 > 79. Using the symmetric properties of the wave function about the line r; = ro,

this yields the correct overall solution for all regions.
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The zeroth order solution for s-wave scattering involves neglecting the right hand

side of (439) and restricting the problem to / = 0. In this case

2l '’ T

My=(20+1)) —Z%—l/ Py(cos 8) P(cos )P, (cos ) sin 6d6 (446)

n=0"T1 0
reduces to
1 ™
My = - Py (cos 0) Py(cos 0) Py(cos 0) sin 6d6
1 Y0
= 2/m (447)

where we have made use of the rule for integration of three spherical harmonics [106].
Thus the problem is then reduced to finding a solution to the equation
{ 0? 02

2
53t oy Ty, T EIW rr) =0 (@19)

thus greatly simplifying the computational task of calculating the cross section and
phase shifts. As illustrated in the next section, this allows use to derive complete
analytic solutions for the individual channels that go into constructing the total wave

function.

VIIL1.1 POET’S WAVE FUNCTION

It was illustrative in the course of this work to compare our R-operator wave function
to that derived for the Poet-Temkin model. The cleanest derivation of that function
is via the later derivations of Poet [9]. It is also through this way that we can most
clearly see how to derive the phase shift and associated cross sections.
In Poet’s derivation, he expands the solution @éo) into incident and reflected (or
scattered) states:
o) = ul +3 Cepultde (449)

where the summation includes an integration over the continuum. In practice this
is only a summation over a set of pseudostates that converge on the correct wave
functions with a sufficient number of channels. »! and uf are the incident and

reflected solutions to (448), respectively, and are expressed:

ul = e7*m R (ry)
ul = e®mtOR (ry)  where k2 =E —€¢> 0 (450)
ul = e7Fmt%R (r)) where k? =€~ E >0
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where the reflected solutions correspond to open and closed channels, respectively.
Note that we have altered our asymptotic conditions for this variant of the model.
The scattered electron is treated as a plane wave. The hydrogenic wave functions,

R(r3), are

Re(’f‘z) = Tge_qT21F1(1 - (1/(]), 2, 2(.]7‘2) (451)
where g2 = —e¢, and

g=1/n for a bound state where n =1,2,3, ...
(452)
g = ik, for a free state,

This can be characterized, at least for the free states, as the product of a plane wave
and a Coulomb wave.

These functions satisfy (448) but to satisfy the boundary condition on the line
r1 = r9 we need to use a linear combination of these separable solutions. To achieve
this Poet used a variational method. He defined functions v(r;) for the singlet and

triplet cases

v(r1,72)|m=r, = u, triplet (453)
) Ou _ 0u) " Gnglet (454)
U(T1,T2 ‘7‘1:7‘2 o o , singlet.

These functions should go to zero for the correct solution along the border. Equiva-

lently the function,

X =0l + Y Ceyulide (455)
should equal 0. With this in mind we see the integral over |x|? will also be zero, i. e.
o)
I= / Ix|2dz = 0. (456)
0
We can then minimize that integral with respect C,, i. e.
al 8 e .
5C.., 9C.e, /0 Ix["dz
0 o Ix * R* I R
= 30 /0 (er +> Cheve de) (er + Y Ceqv; de) dz
o0
_ /0 (vIwR + 3 Co vl oltde’) da (457)

This is equivalent to acting on x with f3° dzv?*. This allows us to state that

Z Aee’ce’eodel = beeo (458)
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where
Aeer =/ v Rdx (459)
0

and
bee = — /0 ol da, (460)
If (458) is true then x = 0, establishing the minimum case and a solution that satisfies
the boundary condition along r; = r9. Crucially this give us a way to solve for the
total wave function.
The integrals for A and b can be done analytically [9]. The first step in the

analytic solution for A.s and b, is to restate the wave functions as
u=ePre 1 F1(1—(1/q),2;2qx) (461)

with p = +iky, for open channels, and p = k; for closed channels. ¢ is defined as
earlier. z is the radial coordinate with x = r; = 5. To simplify notation we will
define

X = ¥ (462)
X = —-pe=—-pX (463)
Y = ze ™ Fi(1-(1/q),2;2qx) (464)

Thus v = XY. Putting this form and its derivative into the integrals (459) and
(460) we are able to derive the form for the singlet and triplet integrals. The singlet

integral is:
O
1j = /0 dz(X|Y; — X\ Y!)(XLYs — Xo¥2)e o/ (465)
[o.¢] (o 0]
= s [ doe X XYY 4y [ dee X Ko Vi
Ooo ooO
+p2 / dwe™/™ X, X,Y1Ys + / dze™2/™ X, X, V1Y, (466)
0 0
[o.¢] (o 0]
= p1p2/ dﬂ?@_z/rchXzYlYé‘Fpl/ d$€—$/T°X1X2Y1YgI
Ooo c)o()
+p2/ d.Te_-z/TCX]_Xz}/l,Y2 —/ d.'Ee_I/TCXngYi”}/Q
0 0
O
+(p1 +p2)/ d$6_I/T°X1X2Y1,Y2 (467)
O 0 (o 0]
= s [ due XYY oy [ dwe X X0 VY]
0 0
o0 o0 2
+p2/ dme_z/”XleYsz +/ dme‘z/rcE.XlXQYlYQ
0 0

o0 o0
P / e X, X5Y1Ys + (p1 + po) / dze=®/" X, XYY, (468)
0 0
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where to avoid singularities in the A integrals a cut off radius . is introduced, which
is much larger than the radii of the low level states. The derivation above uses

integration by parts twice and the formula:
1" 2 2

Those terms resulting from the differentiation of e=*/™ are dropped as it is assumed
that 1/r. is small.
The triplet integrals are simply:

o
3J = / dze/™ X, X3Y1Y5. (470)
0
All of these integrals have the same basic form:
® ol
J = / dzx'e ™ Fy(ay, my; 2q1x)1 Fi(ag, me; 2¢ax) (471)
0

which has a solution in the form of the Fy Appell function [107]. The solution is

A 2q1 2
J= l+1F2 <l+17a1aa2>m17m2;—q£)ﬂ)~ (472)
T r r

Additionally, Appel functions of the form Fy(m, ay, as, m,m; 21, 23) can be expressed

in terms of a hypergeometric function, o Fj, by [107]

FQ(ma ap, az, M, m; z, 22) = (1 - 21)—a1(1 - 22)—@
2122
1-— 21)(1 - 22)

X2F1 (ala ag, m; ( ) (473)

We can use the recurrence relations for the F, functions to transform the various

solutions into the required form above. These recurrence relations are

1 1
F(3,a1,02,2,2,21,20) = (1— e —2—a2)F2(2,al,a2,2,2;z1,z2)

+%a1F2(2, a; +1,a9,2,2; 21, 25)
+%a2Fg(2, ap,as +1,2,2; 21, 29) (474)
F5(3,a1,a9,3,2;21,20) = (1— %ag)Fg(B,al, as, 3,3; 21, 22)

+%a2F2(3, ai,az +1,3,3; 21, 22) (475)

for the cases (I, my,mg) = (2,2,2) and (I, my,m2) = (2,3, 2) respectively.
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Using these formulae we get expressions for the singlet and triplet integrals:

' = A{ppsTi+piTo+ poTs + Ta} (476)
= AT (477)
where
201 — —a1—1 __ —ag—1
4 = Aza) 0z (478)
T
1 1
T, = (1——Eal—Eag)ng(al,ag,Z;z)(l—zl)(l—zg)

1 1
+§G11Fz(a1 +1,a0,2;2)(1 — 22) + §a21F2(a1,a2 +1,2;2)(1 — 21) (479)

1
T2 = 5’{'1F2(a,1,a2,2;z)(1—Zl)(l—z2)—'qQTl

He-11- %al)ng(al, a2 +1,3:2)(1 — 21)

+%a11F2(a1 +1,a0+1,3; z)} (480)
T3 = %rng(al, az,2;2)(1 —21)(1 — 22) — T

+(g1 — 1) [(1 - %a2)1F2(al +1,a9,3;2)(1 — 22)

1
+§a21F2(a1 +1,a9 +1,3; Z)ji (481)
Ty = PT—@T +rmFyar,a,2;2)(1 — 21)(1 — 2) (482)
1
P = —4+pi+p (483)
TC
1
r o= T—+P1+P2+Q1+IJ2 (484)
c
1
qi
2q;
5 = B (486)
T
. - (487)

(1—21)(1— 29)
Using these formulae, we can solve for the coefficients Cl, and reconstruct the wave
function.

These coefficients can also be related directly to the S-matrix:

N2 s \3/2
Sy =— (ﬁ) ("—) Cij (488)
k; n;

where j refers to the incoming state and n is the normalization for the states. The
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TABLE 1: Comparison with Temkin scattering phase shift. The subscript a denotes
our phase shift results using the R-operator approach and the subscript b denotes
the variational calculations of Temkin [10].

k 1S 1S, 35, 35

0.01 3.0637 3.0638 3.1181 3.1182
0.05 27586  2.7595 3.0242 3.0247
0.1 24168 2.4207 2.9075 2.9084
0.2 1.8952 1.8949 2.6778 2.6806
0.3 1.5338 1.5350 2.4611 2.4634
0.4 1.2685 1.2694 2.2579 2.2582
0.5 1.0652 1.0667 2.0706 2.0715
0.75 0.75450 0.7556 1.6804 1.6914
0.8 0.72188 0.7289 1.6151 1.6166

cross section is then:
25 +1

-—Zzgr—|5w"‘fﬁjp (489)

QU — i) =
where S is the total spin.
From this one can also derive the K-matrix and thus obtain the zeroth order

phase shift, §;. Finally as shown by Temkin [10], there is a relation between &y and
the true phase shift, 4:

. 1 &
sin(é — 8g) = _EZ \/W
X / dr, / dr, @) :f O (490)

r1

which illustrates the minimum principle that was the initial impulse to the derivation
of this model.

VIII.2 RESULTS

Here we present of preliminary results for the X2e method in comparison with the
Poet-Temkin model. In our calculations this is done by limited the maximum [ value
for our pseudostates to zero and then proceeding as normal. In Table 1, we have
replicated the Temkin’s scattering phase shifts using our method. We have good

agreement despite using only a small basis and a minimal final radius (r, = 10 a.u.).
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FIG. 26: Plot of 1s — 1s cross sections (in ma2) by X2e (solid) against those of
Callaway (dashed)[99]. The energy is in terms k2.

Figure 26 shows further results where we compare our 15 — 1S5 cross sections for
energies above threshold to the calculations of Callaway and Oza [99]. Again we use
only a small basis and final radius.

We have also generated results for elastic scattering of hydrogen for energies below
threshold. In Tables 2 and 3 we compare our calculations with the variational cal-
culations of Schwartz [108], Armstead [109], and Chen [98]. We get good agreement

for almost all cases except for those where the phase shift is very small.

VIIL.3 SUMMARY

In this chapter we have described the Poet-Temkin model in detail. We have also
presented a comparison of our results to those of other accepted theory and shown
that the X2e is in excellent agreement for both phase shift calculations and total

scattering cross sections. Additionally we have also provided calculation of elastic
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TABLE 2: Comparison with elastic scattering phase shift. The subscript a de-
notes our phase shift results using the X2e method and the subscript b denotes the
variational calculations of Schwartz (S) [108], Armstead (P) [109], and Chen (for
k = 0.8) [98].

kK 15, 1S, 38, 38, lp, 1p, 3p, 3P,

0.1 2.5474  2.553 2.9296 2.938 0.0041 0.0070 0.0078 0.0114

0.2 2.0601 2.0673 2.7126 2.7171 0.0110 0.0147 0.0411 0.0450

0.3 1.6903 1.6964 2.4977 2.4996 0.0439 0.0170 0.1032 0.1063

0.4 1.4097 1.4146 2.2935 2.2938 0.0082 0.0100 0.1862 0.1872

0.5 1.1961 1.202 2.1036 2.1046 -0.0023 -0.0007 0.2696 0.2705

0.6 1.0358 1.041 1.9320 1.9329 -0.0133 -0.009 0.3449 0.3412

0.7 0.92504 0.930 1.7786 1.7797 -0.0171 -0.0013 0.3913 0.3927

0.8 0.87506 0.886 1.6426 1.643 -0.0096 -0.007 0.4251 0.426

TABLE 3: Comparison with elastic scattering phase shift for D waves. The subscript
a denotes our phase shift results using the R-operator approach and the subscript b
denotes the variational calculations of Chen [98].

k 1D, 1Dy 3D, 3Dy k D, 'D, 3D, 8Dy

0.1 0.0010 0.0011 0.0008 0.0012 0.5 0.0264 0.027 0.0291 0.030

0.2 0.0034 0.0056 0.0012 0.0059 0.6 0.0375 0.038 0.0416 0.042

0.3 0.0087 0.011 0.0087 0.011 0.7 0.0514 0.052 0.0546 0.055

0.4 0.0176 0.018 0.0178 0.019 0.8 0.0719 0.074 0.0675 0.069

scattering phase shifts for Hydrogen in comparison with the best variational calcu-
lations. In this case we again have good agreement. The good agreement with the
Poet-Temkin model proves that the basic techniques and structure of X2e method are
functioning as they should and that we can expect that this method can successfully
applied to calculations of the full (e, 2e) TDCS. Further proofs of individual parts of
the X2e method will be presented in the next chapter.
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CHAPTER IX

TESTS OF THE X2F METHOD

Thus far we have shown the details of the X2e method and in Chapter 8 showed
some preliminary results that illustrate the method’s validity. In this chapter we will
examine several tests of the method that indicate key calculations are done correctly.
We will also discuss what work is still necessary to bring the method to fruition.

First we show the convergence of our 1 electron pseudostates to the true bound
and continuum electron wave functions for hydrogen. This will be done both for
the Sturmian basis and the spline delta basis. We will also present the stability of
the modified Light Walker propagation technique and discuss whether we have truly
reached the asymptotic region.

In the second section, we will discuss what problems remain with the X2e method
and what further work is necessary to correct for these issues. We will discuss two

methods this might be accomplished and outline how this might be implemented.

IX.1 TESTS OF THE X2FE METHOD

In constructing the X2e method we conducted many tests of individual subroutines.
Here we will present several results that clearly indicate that certain key section of
the method are performed correctly.

First we examine the 1 electron pseudostates. In the case of the correct result
these should converge on the correct bound states of the hydrogen wave functions.
Figure 27 shows a comparison of the pseudostates in the spline delta basis to the
theoretical results for hydrogen [73]. There is no difference between the two curves,
proving that our le™ pseudostates have converged. As another test we also note that
for the cases in Fig. 27, the energies for the bound states have converged onto the
true bound states. That is for the 1s state F; = 0.5 atomic units and on up to the
5s state which is E5 = 0.1 atomic units.

The picture is a little different for the Sturmian basis. In Fig. 28, we can see a
comparison between the first two bound states and the pseudostates generated with
the Sturmian basis. Due to the limits of the Sturmian basis, we are limited to a
radius of only 10 atomic units and the limitations this imposes can be seen in the

discrepancies in the 2s curve. This distorts not only the shape of the curve but also
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FIG. 27: Comparison of le™ spline delta pseudostates against the corresponding
hydrogen bound states. Here we compare the pseudostates (dashed lines) against
the radial portion of the bound states (solid lines) for (a) 1s, (b) 2s, (c) 3s and (d)
5s states. These calculations were done with an impact energy of 1.1 atomic units

and a radius of 100 atomic units.
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FIG. 28: Comparison of le~ Sturmian pseudostates against the corresponding hy-
drogen bound states. Here we compare the pseudostates (dashed lines) against the
radial portion of the bound states (solid lines) for 1s (left) and 2s (right) states.
These calculations were done with an impact energy of 1.1 atomic units and a radius
of 10 atomic units.

throws off the bound state energy. For the 2s state this yields an energy value of
0.134 atomic units verses the standard value of 0.125 atomic units. The squeezing of
the state due to the small radius causes this effect. This problem will be discussed
further in the next section. We note however that we can get good agreement with
the ground state.

We have also performed a number of tests of the modified Light Walker propaga-
tion method to ensure stability. In Table 4 we show the propagation of the results for
a calculation at r, = 40 in the Poet-Temkin model with an impact energy of k = 1.1
atomic units. In normal calculation the R-matrix would be propagated from 7 to r,
and the cross sections determined at the final radius. For the results shown in Table
4, we truncated the propagation artificially and generated the results at an interme-
diate radius. Thus they are all generated with the same set of pseudostates. As the
table shows the results are relatively stable. Some limited variance can be attributed
to the fact that the sector size is constant throughout and hence our assumption that
the potential is slowly varying may not be accurate. this could be solved by using
a variable sector size. For the 3s results we note that we are not able to generate

converged results. The reasons for this are discussed in the next section and are tied
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TABLE 4: A test of the stability of the modified Light Walker technique. Shown
are the elastic and inelastic cross sections at various ’final’ radii. The results are
generated in the Poet-Temkin model with an impact energy of &k = 1.1 atomic units
with the actual final radius of r, = 40. The other values are generated by truncating
the propagation early and generating the final cross section results.

g r1a=12 r,=14 r,=16 r,=30 r;=40 or

1s 0.252 0.252 0.252 0.245 0.243 0.244
2s  0.033 0.033 0.034 0.038 0.039 0.035
3s  0.00084 0.00068 0.00065 0.00013 0.00054 0.008

to the squeezing of the inner region states.

Lastly we explored the question of what is the limit for the asymptotic behavior
of our wave functions. That is, what is the minimum distance at which we need to be
to have the correct final state behavior. To determine this we explored using several
formulations of the final channel wave functions u,. In Chapter 7 we presented an
extreme asymptotic form of a plane wave in equation (409). But one could also use

the obvious Coulomb wave function F or its asymptotic form,
F — sin(kr — In/2 + v In(2kr) + mi(v)). (491)

where v = £, m; = arg[['(l + 1 — 4y)], and ! is the angular momentum. There is
also an asymptotic expansion used in the FARM (Flexible Asymptotic R-Matrix)
package [110] and based on an asymptotic expansion developed by Gailitis and oth-
ers [111, 112]. All of these were used and compared with each other for several
different cases. In all cases the results were found to be identical thus showing that
we were indeed in the asymptotic regime even at a minimal radius of a few tens of

atomic units.

IX.2 AREAS FOR FURTHER WORK

Despite the good results for elastic scattering and the Poet-Temkin model, there is
much work that needs to be done to allow X2e method to calculate accurate TDCS.
The previous section shows us that the issues do not lie in the pseudostate bases
themselves or in the propagation techniques. On the other hand we can see that
we are failing to get convergence for the total cross sections for inelastic collisions

despite good convergence for the le™ pseudostates. This issue also ruins our TDCS,
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regardless of whether we use the flux projector method outlined in Chapter 7 or the
pure flux method of Chapter 1.

The cause of this failure is due to the limited size of the interior region. Specifically
the fact that the Sturmians quickly develop false linear dependencies due to our
computational limits, means that the 2e~ pseudostates (which are calculated entirely
in the Sturmian basis) are grossly wrong for any state above the ground state. This
is understandable in light of the squeezing we see for the le™ pseudostates for the
Sturmians in Fig. 28. It is important to note that the 2e~ pseudostates which are
used to construct the R-matrix and hence the issue propagates despite our change
of basis.

There are several ways this problem can be rectified. The easiest conceptually
is to expand the interior region. This can be done by replacing the Sturmians with
a more robust basis. The logical candidate is the spline delta basis. In retrospect
it is lamentable that we discovered this basis so late in the design process while
at the same time failing to account for the pervasive influence of the Sturmian’s
failure. Replacing the Sturmians with the spline delta basis will remove the linear
dependencies that limit the size of the inner region. We can then construct an initial
R-matrix on a much larger initial radius with much improved results for the 2e¢~
pseudostates. It may even prove unnecessary for us to propagate further.

The other possible solution is to follow the example of Malegat. The hypersphri-
cal R-matrix with semiclassical outgoing waves method [40, 41, 42] uses an internal
region of roughly the same size as ours. Their region is highly inaccurate for any-
thing beside total cross section and elastic scattering, thus even less accurate than
ours. They deal with the issue via their propagation technique which carries to the
solution to millions of atomic units. Essentially they account for the missing internal
information by accounting for the final coulomb interactions to a much higher degree.

It should be possible for us to propagate our result further as well. Currently we
are limited to 100 atomic units due to the memory structure used in the X2e code
(which consists of a large dynamical array). If we could restructure that memory to
allow for an arbitrary number of propagation regions we should be able to propagate
far enough to achieve convergence of the TDCS despite the flaws of our inner region.

Both these methods should allow the X2e method to generate accurate TDCS.
Both require substantial effort to bring the method to completion but given the

advantages of this method in terms of flexibility of target and kinematics, they are
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well worth pursuing.

IX.3 SUMMARY

In this chapter we presented tests for intermediate portions of the X2e code. We
showed the convergence of the 1 electron pseudostates to the bound and continuum
states of hydrogen, both for the Sturmian and spline delta basis. We tested the
stability of the modified Light Walker propagation technique and showed that we
had indeed reached the asymptotic region as far as our projectors and outgoing wave
function was concerned.

We also discussed how the failure for the 2e~ pseudostates to converge limits
our ability to calculate the TDCS. We explained how the limited size of the inner
region generated inaccuracies in the pseudostates that make up the basis of the R-
matrix. Faced with this, we discussed two methods that can rectify these problems.
We described how replacing the Sturmian basis would improve the 2 electron wave
function by increasing a larger more complete inner region. We also pointed out that
the properties of the spline delta basis would make it ideal for constructing this larger
interior region and thus allowing for greater convergence of the final wave function.
We also noted that we could use our current small and limited inner region and
instead modify the code for a much larger propagation region and thereby extract
an accurate TDCS.

Ultimately by pursuing some combination of these corrections, the X2e method
will reach fruition. We note that the X2e method is readily applicable to (e, 2e)
for hydrogenic ions and there exists easily implementable subroutines (discussed in
[15]) that will allow the X2e method to be applied to (v, 2e) for helium and helium-
like targets. Thus with completion of this (substantial) work the X2e method with
be able to provide an efficient and flexible method of calculating (e, 2¢) and (v, 2¢)
TDCS for a wide variety of systems.
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CHAPTER X
CONCLUSIONS

In this thesis we investigated electron impact ionization using a several methods. We
first examined the problem using first order perturbation calculations such as the
Distorted Wave Born Approximation (DWBA). We used this method to calculate
the TDCS for (e, 2e) processes for inner shell ionization of Argon in both the 2s and
2p case as well as for inner and outer shell ionization of Magnesium (for 3s and 2p).
In both cases our results compared well with experiment, particularly the recent data
for Magnesium [48, 60]. We were able to use the plane wave born approximation to
show that the trough in the recoil peak was in fact due to the momentum distribution
of the target wave function.

We were also able to use the DWBA to examine hydrogen-like and helium-like
ions near threshold. In particular because of the simple approximations used we were
able to examine the dominate processes that caused the central peak in the case of
(e,2€e) in helium and were able to determine that it is caused by incident channel
effects such as correlation and exchange despite the literature that shows that final
state processes dominate at low energies.

In the second half of this thesis we developed the variational R-operator approach,
or X2e method, an ab initio calculation applicable to electron impact ionization and
double photo-ionization for all kinematics. We gave a detailed accounting of the
techniques used within the method, including derivations of the crucial theoretical
concepts. We presented early results using the simplified model called the Poet-
Temkin model [9, 10]. We also noted the current limitations of the X2e method due to
the limited size of the inner region, which generates inaccuracies in the pseudostates
that make up the basis of the R-matrix.

We have outlined two methods of rectifying these problems, either implementing
the spline delta basis throughout the inner region , replacing the Sturmian basis or by
modifying the code for a much larger propagation region. Either of these corrections
will allow us to calculate accurate TDCS for (e, 2e) for hydrogen. The X2e method is
already readily applicable to (e, 2¢) for hydrogenic ions and the necessary subroutines
for (v, 2e) on helium already exist [15]. It is easy to see that with the implementation
of these (non-trivial) corrections the X2e method with be an efficient and flexible

method of calculating TDCS (e, 2e) and (v,2e) for a wide variety of systems in
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relatively short order. The computational savings over other methods should prove
extremely useful in the quest to extend ab initio calculations to more complex target

atoms and ions.
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APPENDIX A

HYPERSPHERICAL SURFACE ELEMENTS

In this appendix we show how the hyperspherical surface elements are derived. Hy-
perspherical coordinates transform the radial coordinates of the two escaping elec-
trons into a hyper radius, p = /7% + r3, and hyperspherical angle, a = arctan(ry/r3).

Beginning with the standard 6-dimensional volume integral, we have

dridry = 12r2drid6,d¢,drodfdeé,
= r2r2dridQidradQ, (492)

where  represents the standard spherical angles 8 and ¢. Next we note that in
hyperspherical notation 1 = pcosa and r; = psina. This is analogous to polar

coordinates and uses the same transformation. That is
dridre = pdpda (493)
Inserting (493) into (492) we get
dridry = p°sin® a cos® adpdadQ,dQ, (494)

which is the 6-dimensional volume element in hyperspherical coordinates. To derive

the surface element we remove differential element in p,
dY = p°sin® a cos® adadQ,dQ, (495)

Next we wish to derive a surface element that is differential in energy and the
angular coordinates for use in deriving the TDCS. First we note that asymptotically
£, = k;. This means that tan?q = k?/k? = E,/E, where E; and E, are the
asymptotic energies of the escaping electrons, which satisfy E; + F5 = E. Using this
result in equation (495),

e
dy = —4t—sin2 2adad,d)
b 2t
e ( ang ) dadD,d9,
4 1
0
4

4 +tan? o

5 2F5 tan o
i = dQ,d
e ( E2 n El ) do Ql Ql

[S43

in2
= p—il%—aQEztanadadQldQl (496)



To simplify this we consider the derivative of tan?a = E;/Es,

(tan? 0}’ = (%>,=<E€1E1>,

2 tan ado 1 B, E
o= - 4E = —dE
cos? a 1<E—E1 * (E—E1)2> E3

We can simplify this by considering

E B+ E, E, 1
E2 E2 E, ) B,
= (tan2 o+ 1) /Es
_ 1
" Eycos?a

Substituting (498) into (497) we are able to derive

dE;  2tanada
Fycos?a cos?a

and thus
db, = 2E, tan ado
Finally we can use the relation (500) in (496) to get
5

sy = :—E sin 20dF,dQ,dQ,

which is a surface element differential in energy and angle.
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APPENDIX B

ANGULAR MOMENTUM COUPLING TERMS

This appendix reviews the relations and identities for the Clebsch-Gordan coefficients
as well as their relationship to the Wigner 35 and 65 symbols and the Racah W
symbol [113, 114]. These coefficients are used extensively in calculating the coupling

of the angular momentum terms presented throughout this thesis.

B.1 CLEBSCH-GORDAN COEFFICIENTS

The Clebsch-Gordan coefficients; c¢(jjamims|jm), are zero unless m = m; + mo.

Additionally the triangular condition, A(j,7273), must hold:
< Jje+J J2<n+17, J <+ Je (502)

The pertinent relationships for Clebsch-Gordan coefficients used in this thesis include:

c(j17200|70) =0 unless j; +j2+J 1is even (503)
. . - 2j+1\"* .
c(Guizmmaljm) = (=1)tme (2 c(jga —m —maljy — my) (504)
2_71 + 1
c(frjamima|jm) = (1)1 c(j1h, — my — malj — m) (505)
c(frzmamy|jm) = (=172 c(jagimamy|j — m) (506)

. 1/2
. ) e | 2741 .. )
c(gigamimelym) = (=1)™™ ( ] ) c(jigmy — m|j2 — ma) (507)

We also make extensive use of the orthogonality relations for Clebsch-Gordan coef-

ficients:
> cliemimalim)c(ijamimali'm’) = Smmdiy (508)
my,msg
Zc(j1]2m1m2|]m)c(]1]2m'1m/2|]m) = 5m1m’15m2m’2 (509)

j)m
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B.2 CLEBSCH-GORDAN COEFFICIENTS AND THE WIGNER 3J
SYMBOL

The Clebsch-Gordan coefficients can be easily related to the Wigner 35 symbols, or
Wigner coefficients, by

c<j1j2m1m2|jm>=<—1>m+ﬁ+j2\/2j+1( o ) (510)

my; mo —MM

and conversely,

aoJ2 J —l)ymtanci ,
( m m m > = —(#—1—‘0(]1]27%17%2!] — m) (511)
1 2

Using the Wigner 35 symbols we can make use of its symmetry relations:

(]1 J2 ]):(12 J ]1)2(1 N ]2) (512)
m; Mo M mo MM MMy m m; My

( n J2 J ) _ (_1)j1+]’2+]’ ( n J J2 ) (513)
my Mo m my m Ms
auode 3y (1)t oo g2 d (514)
my Mo M —mq —Mo —M
As well as its special cases and orthogonality relations:
(]01 ]02 é):o if 1+ ja + j is odd (515)

m my me m my, my, m

B.3 CLEBSCH-GORDAN COEFFICIENTS, THE RACAH W SYM-
BOL AND THE WIGNER 6J SYMBOL

Next we relate the Clebsch-Gordan coefficients and the Racah W Symbol. This can
be done via [15]

[(25 + 1)(2d6 + 1)]*W (j1j27354ljsj6) c(jimajs(ma + ma)|jsm)
= c(jimagemeljs(mq + m2))e(js(ma + ma)jams|jam)

my

X c(Jamajama)|je(ma + ma)). (517)
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where m = m; + mg + m3. The Wigner 65 symbols have the following symmetry
pom ) _fnan) [ o9
Ja Js5 Je Js J4 Je Ja J6 Js
AR ST EE A B E D BT
Ja 5 Je Ji J2 Js Ja J2 I3

Additionally we can easily relate the Wigner 65 symbol and the Racah W symbol

relations:

via

W (j1j2dsjaldsie) = (—1)jl+j2+j3+j4{ ],1 ].2 ],3 } (520)
Ja Js Je

B.4 EVALUATION OF THE INTEGRAL OF THREE SPHERICAL
HARMONICS

We can use the Wigner 3j symbols to express the result of an integral of three

spherical harmonics:
[ 491 (0) Yiara () Yigms () =
20, +1 D23 +1 l l l Loy 1
\/(14— Y2l + 1)( 3+)< 1 b 3)(1 2 3) (521)

4 mi Ms M3
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APPENDIX C

BASIC RADIAL INTEGRALS

In this appendix we cover the details for the radial integrals. Specifically we show
the numerical methods used to efficiently calculate these integrals.
In conducting the integrals for the Sturmian basis, we need to do numerous inte-

grals of the form:

T
Us(n, o) = / e dr (522)
0
where a > 0 and n is a positive integer (in actual calculations n was at most 30).
These integrals are solved via the simple analytic formulae outlined here.
We begin by noting that the incomplete gamma function (e, ) is defined [115]

as
v(m, B) = /Oﬁ e *x™ . (523)

Via a change of variables, ' = ar, we can reexpress equation (522) in terms of the

incomplete gamma function. In this way Us(n,a) can be written:

Us(n,a) = /ar (%) e_’"'%—
0

1 or O i
= a"+1/() e T dr
= (et laf) (524)

The incomplete gamma function itself can be represented via a Kummer confluent

hypergeometric function [115],

v(a,z) = a'z%*M(1,1+a,x)
= a '2°M(a,1+ a,—1x). (525)

We can use this to rewrite equation (524) as

fn+1

Ur(n,a) = e " M(1,n + 2, aF). (526)

n+1

To speed the calculation of these integrals we can make use of a downward recursion

formula. This can be derived from (522) via an integration by parts,

Ur(n,a) = /r”e_o”dr
0
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1 _ T

= —[fe™™ +n/ r" e dr)
a 0
1 _

= —[f"e™* 4+ nUx(n — 1,a)] (527)
a ‘

and thus
1 _
Us(n — 1, ) = ;[aU;(n,a) + e, (528)

To determine the initial value for our downward recursion, the particular integral

Ur(n, @) can be calculated via the closed formula finite series

Ur(n,0) = 1 — (1 + a7 -+ L2 (529)

or by the power series

An+1 n+ 1) _

T > &
. 530
1 ,}; n+k+1) (o) (530)

Ur(n,a) =

In the limit ¥ — oo however the integral is greatly simplified. In this case we have a

complete gamma function and the integral becomes

7!
antl! .

Uso(n, ) = (531)
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APPENDIX D

ANGULAR INTEGRALS

This appendix reviews the integration of coupled spherical harmonics that arise out
of the evaluation of the 2¢™ matrix elements used to construct the R-operator. These
integrals are also important when generating the radial channel solutions for propa-
gating the wave function.

The integrals of interest are those associated with the 1/ operator. So first we
will investigate how this operator can be expanded into spherical harmonics to allow
for easier integration. In the second section we will investigate how we can perform

the angular integrals associated with this integration.

D.1 TRANSFORMATION OF THE 1/R;; OPERATOR

One of the key integrals to be performed is the interaction between the two electrons,
the 1/ry2 potential. To aid in our integration over this term, we will expand it in

terms of spherical harmonics. First we we reexpress the Coulomb interaction as

1 1 1

T12 Ir1 — ra| \/7“12 + 13 — 21179 COS 019

= = (532)

7‘>\/1 + (re/r5)? — 2(r< /7)) cos 012

where 7. = min(ry,re) and r~ = max(ry,72). 612 is the angle between the two
electrons. We expand this form in a Taylor series,

1
V1 + 22 — 2z cosd

1
= 1+cos€x+§(300s29— Dz?+ ...

= i 2* Py(cos 6) (533)
A=0

where Py (cos 0) are the Legendre polynomials [115]. Using equation (533) in equation

(532) yields

1 bl ri
i Z T Py (cos 01). (534)
0TS

T2 Z

Next we use the addition theorem of spherical harmonics [106],

4 +A
2 +1 Z Y/\*,m(917¢1)y)\,m(927¢2) (535)

m=—A

Py(cosbq2) =
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in equation (534) to get

4
Z /\+1 2)\ _7:; 1 Z Y/\m 915¢1)Y/\m(927¢2) (536)

1 =0 "> —

which gives us an expression for the Coulomb interaction in terms of spherical har-

monics.

D.2 ANGULAR INTEGRALS
The integral of interest to us is the angular integral over the 1/r15 operator or

T = / / A0 AT (4, Q) Py (€08 19)ZL,(21, ) (537)

th electron and 612 is the angle

where €2, denotes the angular coordinates for the n

between the two electrons. Py(cos#) are the Legendre polynomials and =4 (€, Q,)

are the coupled spherical harmonics, discussed in Chapter 4, which have the form
EL(QL, ) = 3 Vi ma ()Y, m, (Q2)c(lolomamy| LM). (538)

Ma,Mp

Using equation (535) we can rewrite equation (537) as

4 +A
Tomea = //d91d92{~ (€, Q) D1, Z Yam(01, 61)Yam (02, ¢2)
XEch(Ql,Qz)}- (539)

Incorporating equation (538) as well, this yields

Tojea = % DY S cllamamsl LM)e(lamemal LM)
Mg, Mp M, Mg m=—N\

)™ [ 40V, (20 Vi () Vi, ()

X (=1 [ d03Y5, iy (02)Vam(9) Yiama(22) (540)

where we have made us of the relation (—1)"™Y;_,, = Y}},. Next we use equation
(521), to evaluate the integrals over three spherical harmonics in terms of Wigner 3j

symbols. This yields

IR, = c(lalymemp| LM )c(llamemg| LM)

'ma yMp Me,Myg m=—X
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><(—1)ma+mb+m\/ (2a + 1)(2A4;r 1)(2Le + 1)

MR lo A e \/(211,+1)(2)\+1)(21d+1)
—mg M m, 0 00 4m

{ A { h M1
v b d b d (541)
—mp —M My 0 0 O

The Wigner 35 symbols can then be expressed in terms of Clebsch-Gordan coeffi-

cients. Using equation (511) in equation (541) we get

+A
I[ﬁ,’;d = Z Z Z c(lalymgmp| LM )c(llgmemg| LM)

M, Mp Me,Md m=—A\

(2, +1)(2l,+ 1)
(2. + 1)(2lg + 1)
Xc(lgh — mam|l. — me)c(1,200]1.0)

XC(lb)\ — mbm]ld - md)C(lb)\OONdO) (542)

X (_1)ma+mb+mc+md+m\f

Next we note that m, + my = M and m, = mg = M. This reduces the exponent of
(—1) in equation (542) to simply m. Next we rearrange the fifth and sixth Clebsch-
Gordan coefficients using equation (504). This adds another factor of (—1)™ yielding
+A
I20 = Y Y 3 cllulymamy| LM)c(llgmema| LM)

Ma,Mp e, Md m=—\

@l 1)@+ 1)
(21, +1)(2lg + 1)

X c(ld)\mdmllbmb)c(ld)\oo}lbO) (543)

c(lgh — mamll, — m.)c(l,00(1.0)

We then use equation (505) to rearrange the third Clebsch-Gordan coefficient in
equation (543) to give

+X
IR = XY Y > cllalsmamp| LM)c(llagmema| LM)

Mg, TMp Me, Mg mM=—X\

- 21, + 1)(215 + 1)
-1 lat A=l ( B
< J @+ 1) (2l 1 1) eMma — mileme)e(1aAD0[L:0)

X c(lgAmam|lyms)e(1gA00]10) (544)

Our next step is to use equation (506) to rearrange the first and third Clebsch-Gordan

coeflicients in equation (544) to give

A 2, +1)(20 + 1)
I = —1)laHl—Lta+A—leHa+A—le (2L, b
2= ¥ T 3 dle 1)z + )

Mg, MMy Me, Mg =—A\
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X c(lplgmymg| LM )c(llgmemg| LM ) c(Mg — mmyg|leme)c(1,A00(1,0)
x c(lgAmgm|lyms)c(1gA00(150) (545)

Next we look at the first, third and fifth Clebsch-Gordan coeflicients in equation (546)
and see that we can use equation (517) to express these in terms of the product of a
Racah W coefficient and a Clebsch-Gordan coefficient,

IRy = 3 ()RR (20 + 1)(2l + W (AL |bble)

Me,Mg

% c(1gA00|10) (1 X000 c(lelgmema|ly M) c(lglemame| LM)  (546)

where we have used the constraint for equation (517), m = my +mg +mgor M =
mg+m—+ M. This reduced the possible values for the angular momentum projections
m; thus simplifying the summation. Next we use equation (506) to rearrange the

fourth Clebsch-Gordan coefficient in equation (546) to yield

IRy = 3 V(@ + )2+ W (1A LLJbL)

Me,Myg

X c(ld)\00|lb0)c(la)\00\ZCO)c(lcldmcmd|lLM)c(lcldmcmd1 LM)
Y (547)

We can remove the factor of (—1) by noting that by equation (503) when the first
and second Clebsch-Gordan coefficients are non-zero the exponents must be even.
We can also eliminate the remaining summation by making use of the orthogonality
of Clebsch-Gordan coefficients illustrated in equation (508). This reduces equation
(548) to

I, = \/ (2l + 1) (21 + D)W (IgA Lla|lle) c(14M00]1,0) (1,200 1.0) (548)

At this point we have eliminated any angular momentum projections and we can
alter the indices abced to reflect the fact we are only referencing the angular momenta.
Hence we change our notation from Z5, to Ilﬁf\blcl »

Next we use equation (507) to rearrange the remaining Clebsch-Gordan coeffi-

cients in equation (548) to yield

TR, = (1) 2A+ 1)1/ (2l + 1)(20 + 1)(2L + 1)(2lg + 1)
W (1) Lig|ll, ) (141,00 A0)c (141,00 A0) (549)
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and then use equation (506) to rearrange the second Clebsch-Gordan coefficient in

equation (549) to give

I, = (—1)la+lb-k(2x+1)—1\/(2za+1)(2zb+1)(zzc+1)(2zd+1)
X W (LaA L lple) e(151400|A0) (1L 00| AO) (550)

Lastly we can use the relation between the Racah W coefficient and the
Wigner 65 symbol, equation (520), as well as the symmetry relations for the
Wigner 65 symbol, equations (518) and (519), to rewrite the Racah W cofficient
(=)l o= AW (I ALl | lple) as (—1)ete= LW (10,114 LN). Using this equation (550)
yields

TR = (DETTAEA 4+ 1) 72U + 1)(20 + 1)(2h + 1)(20 + 1)
) W (Llplela| L) c(I51400|A0) (11 00| AO) (551)

Additionally we note a few useful symmetry relations for the Z/}, , coefficients which

are easily derived from equation (551). These are:

2 U 2 S
L. = Titua, = Tigs (552)

lale

This relation makes use of the fact that due to parity conservation (—1)ltt =
(_1)lc+ld.



162

APPENDIX E

PSEUDOSTATE CALCULATIONS

In this appendix we show explicitly the construction of the psuedostates and their
corresponding energies from the Hamiltonian and overlap matrices.
We refer back to equation (191),

H.-o,=ED-q, (553)

where H is the Hamiltonian matrix, D is the overlap matrix, o, is an eigenstate
that will be part of our pseudostate basis, and E, is an eigenvalue which is also the
energy of the pseudostate «,. All matrices are constructed in the Sturmian basis as
outlined in Chapter 4.

We begin the process of deriving the « coefficients as well as the energy eigenvalues

by first factorizing the H and D matrices into the forms
H=T-A-TF D=T.Tf (554)

where T is the matrix generated via a Cholesky decomposition {116]. A is a real
symmetric matrix.

The Cholesky decomposition is valid because we could if we wished translate our
Sturmian basis into an orthonormal basis via a unitary transformation. Indeed our
pseudostates will form just such a basis. Under such a transformation the overlap
matrix would be transformed into a diagonal matrix with eigenvalues along the diag-
onal. These eigenvalues are positive by construction thus satisfying the requirements
that the matrix be positive definite.

Next we insert the result of equation (554) for D into (553) to get

H-a,=ET T q, (555)

Next we insert a factor of (TT)™ - TT between H and «, and multiply by a factor of
T~! on both sides. This yields

T'H- (TH™' T a,=ET a, (556)
Next we make use of the other part of equation (554) to get

T! T AT (TH. TN a,=ET -0, (557)
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or more simply
A-T'a,=ET  q, (558)

Our next step is to decompose A via spectral decomposition. Looking at equation
(558), we see that the eigenvalues of A are the same as those of equation (553) and

the eigenvectors are TT - a,. By spectral decomposition A can be expressed as
A=X.E.X! (559)

where X is the matrix made up of the eigenvectors of A and E is a diagonal matrix
containing the eigenvalues. This gives us the energies of our pseudostates but we still

need to solve for the vectors ¢,. This can be done by solving
X=T«a (560)

where « now refers to that matrix made up of the eigenvectors «,. After making
sure they are correctly normalized, this yields the eigenvectors of our Hamiltonian.

These eigenvectors are the pseudostate basis we use in our close coupling expansion.
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APPENDIX F

SPLINE DELTA Sx INTEGRALS

In this appendix we review how the integrals over the spline delta basis elements are

conducted. As we know from Chapter 6, the actual basis elements have the form
ui(r) (561)

where [ is the angular momentum which is included to ensure the correct Coulomb
Cusp conditions. u; is a cubic spline function with values of zero at each knot point
except for the ith one where it has a value of one. Within a given interval j, the

spline delta function has the form
uij(r) = fij + aij(r - T'j) + bij(T' — T‘j)z + Cij(’f' - ’f'j)a (562)

where 7; < 7 < r;,1 and the second subscript refers to the interval in question.
Now we look at the inner product of two basis elements. Due to the orthogonality
of the spherical harmonics our integrals will be confined to the case where I, = [.
The general form of this integral for a given interval is
il . .
/ ’ 22 el (r)ul(r) =
7

/ ™ T2l+2d7'(fjj +ay(r — 1) + by (r —15)* + ci5(r — rj)3)

T

X (f}cj + a;cj(r - T'j) + b}cj(T' - ’f'j)2 + C}cj(T‘ - ’f'j)s) (563)

We can simplify this expression if we expand u;; in powers of 7, this yields

uij(r) = (fij — ayry + bijrf — cijr?-’) + (a@;; — 2bi;ry + 3cijr?)r
+(bij - 3Cij’f'j)’f'2 + Cij’f's
= f:'j + inj:v + Eij$2 + CijSEs (564)
where
f;‘j = f,’j — QT + bi]w? — CZ‘JE? (565)
ai]' = Qi — 2bij$j + 3Ci]‘$]2- (566)

bij - bij—3cijxj (567)
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We insert (564) into (563) to get

Tj+1 . .
/ T p 22y ] (r)ul(r)

T

Ti+1 ~ ~
/ ’ 7‘2l+2d7‘ (f” + diﬂ‘ + bijTQ + CijTB)

7
x (fk] + T + by + ckjr3>
= /fﬂl ar (fijfijzH? + (@5 frg + Fijlng)r2e
Ti
+(bij fug + Fiibrg + Gsging)r™
+(cij fos + Fijons + biglias + auzbeg)r™™®
+(Cijling + Bijcrs + bijbr ) T2 e
(

+ Cijgkj + Bijckj)Tm—i—? + Cijckj’l"zH_S) (568)
Looking at (568) we see that the integral is easily solved to yield
Tit1 . . . - .
/ rF2dru] (ryuf(r) = fij fags (2L + 2) 4 (@ fas + Fijng)s(20 + 3)
+ (b frg + Figus + isjiang)s(20 + 4)
+(Cijfkj + f;jckj + Bz‘jakj + &zJBkJ)S(Ql + 5)
+(Cz‘j&kj + injckj + szi)kj)s(Ql + 6)
+(Cijl~)kj + Eijckj)s(Ql + 7) + c’ijckjs(Ql + 8) (569)

where
s(l) = / "y (570)

7

Using this calculation we can construct the overlap matrix D. To solve for the
pseudostates we also need to construct the le” Hamiltonian H. This is simply a
sum of a Coulomb potential, a Centrifugal term, and a Bloch modified kinetic energy
operator. The Coulomb element can be integrated over the intervals and has the
form

/T].Jr1 r2l+2dru{(r)§ui(r) = Z(ﬁjfkjs(Ql +1)+ (ajjfkj + fijtr;)s(20 4 2)
7
bijfrs + Fisbrs + @isng)s(2l + 3)
cijfig + Fijors + bijting + Gijbeg)s(2L + 4)
Cijling + Gijcrj + bijbri)s(2L + 5)

n
n
+
+ (cisbg + bijery)s(2L + 6) + cisergs(2 + 7)) (571)

o~ o~~~

in a given interval. The same formula holds up for the centrifugal term except the
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constant factor is [(I + 1) instead of Z. Lastly the Bloch modified kinetic energy is

1 rmi+1 ; : 5w ~

5 ) arvnl(r) - Vnl(r) = (Ffus(@D) + @l + Fydi)s(@+ 1)
+ ( fkj + fz]bkj + &;j&;(tj)s(2l + 2)
+ (czjfkj Jckj + b' &;W + a” k]) s(2l + 3)
+ (c”akj + a”ck] + bgj kj)s(2l +4)
+ (i + Biychy)s(20 + 5) + ¢j;cys(20 + 6)) (572)

where

fi = (+Df; (573)
a;, = (I+2)iy (574)
by = (I+3)by (575)
i = (I+4)c; (576)

for a given interval. Thus we solve for the matrix elements, adding up the contri-
butions from each interval and then solve the eigenvector equation as outlined in

Appendix E.
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APPENDIX G

MATHEMATICAL RESULTS

In this appendix we derive various minor mathematical results for our derivations.

G.1 ASYMPTOTIC FORM OF THE PLANE WAVE

Many times in describing an escaping or incoming particle we approximate its be-
havior as that of a plane wave e**7. It is thus of interest to us to determine what the
asymptotic behavior of a plane wave is. In terms of spherical waves, a plane wave
asymptotically behaves as

lim ™ ~ —{ (k — £)e*r — §(k + £)e~*} (577)

T—00

This unintuitive result may be proven as follows. We begin with the Raliegh expan-

sion of the plane wave in terms of spherical waves [106]
T =3 (20 + 1) Pk - #)i'y(kr) (578)
1

where j;(kr) are spherical bessel functions and P, are the Legendre functions. We

can make use of the spherical harmonic addition theorem [106] to write

. 47

Rllk-#) = 57 2 Vi (0)Yim (8) (579)
With this we can write
= 4n Y Y (k) Vi (£)i5 (o) (580)
im

Asymptotically the spherical bessel functions behave as

Tlirglojl(kr) ~ (kr)~'sin(kr — In/2)
~  (2ikr)T (it — jleTT) (581)

Combining (581) and (580) we get

lim etk ——Z (K Y () (e — (—1)le™T) (582)
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Next we make use of the fact that the spherical harmonics y;,, form an orthonormal

set

~ A~

ZY* (K) Vi (#) = 6(k — #) (583)
and the fact that (—l)lYQm(r) = Y (—F). Using these two results (582) becomes

lim T ~ ——{ (k — #)e™* — §(k + £)e~*} (584)

T—00

G.2 SUMMATION RULE FOR SPHERICAL HARMONICS

Here we will present a simple derivation of a summation rule for spherical harmonics.

We begin with the general addition theorem for spherical harmonics [117],

Py(cos7y) Z )Yim (8, ) (585)
where
cosy = cosfcos® + sinfsinf cos(¢p — ¢') (586)

If we let § = 6, ¢ = ¢’ the equation (585) becomes

m

Yim(0, ¢)° (587)

but P(1) =1 VI [118] hence (587) becomes

Z'Yimp =

thus yielding the summation rule.

2041

(588)
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APPENDIX H

ALTERNATE ASYMPTOTIC FORMS

In developing the X2e method we considered several possible projectors [119] for use
in the asymptotic region in addition to the form developed by Rudge and Seaton [12].
In this appendix we review these other methods examining their strengths and weak-
nesses. We begin with the special case formula by Alt and Mukhamedzhanov. Then
we look at the form developed by Engelns as a general case solution. We compare
the two forms and examine the relative merits. Then we discuss why in practical

calculations we have no need for them.

H.1 ASYMPTOTIC SOLUTION FOR R,;; /4 o©

Special care must be taken in deriving the asymptotic expansion for double ionization
in the case where the distance between the two electrons remains small. As described
in Alt and Mukhamedzhanov’s paper (AM) [120] keeping terms of only leading order
in the derivation of an asymptotic form (such as we did in the RSP derivation of
Chapter 7) yields unsatisfactory results in such a case. Their solution rectifies this
issue.

The AM asymptotic form is derived using a center of mass approach with respect
to the coordinates. For two electrons the vector R joining the their center of mass to
ion equals %(rl +r2). The canonically conjugated relative momentum is q = k; +ko.
The vector connecting the two electrons is defined as ri3 = r{ — ry and their relative
momentum ko = —;—(kl — k).

The Schrodinger equation describing this system (in the coordinates described

above) is:
{T‘r‘12 + TR + vV — E}\I/km’q(rlz, R) =0 (589)
with
zZ Z 1
V = ———+ — (590)
T T2 T2
Ty = V2, (591)
v2
Tp = ——2 (592)
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q2
E = T+k, (593)

There are two asymptotic regions to consider. In the {2y case all interparticle
distances go to infinity. In hyperspherical notation this corresponds to the case
where p — o0 and o # 0, 5, §.

In the other case, 1, the distance between the atom and the center of mass for
the two electron subsystem goes to infinity but the relative distance between them
stays finite, thus m2/R — 0. This corresponds to p — o0, & — 7/4, where the
anglar coordinates of the electrons are similar.

The solution for 2; should match up with 2y as ry2 is allowed to expand to
infinity. The form of the solution to the € case is taken by AM to be a product

of Coulomb-distorted waves, much like the form we just derived. Excepting in the

singular directions (k, - r, = —1), this takes the form:
. . 3 .
\IISS(T) — ezklg-r12+zq-R H &t In(kyro+kory) + 0(1/,,,) (594)
v=1
with
Na = €pecflaf/ka, and  p12 =1, ps= iz =1/2. (595)

In the notation above, the subscripts a denote are defined as A, = A, where a #
b # c. For example, p3 = p12. p are the reduced masses and e are the electric charge
of the particle.

In determining the general form of the solution we note that R — oo implies
ry — 00 and 73 — oo. Thus with respect to the motion of each electron to the
ion, €y coincides with 3. Thus we can represent the relative motion of these two
subsystems with the same Coulomb-distortion factors as for the asymptotic solution
for €, as long we stay away from the singular directions. Hence the form of the

solution for €2; should be:
\I/;z(s q(r12 R) — ei(km-r12+q~R)F(r12, R)eim ln(k1r1+k1-r1)ei'r]2 In(kara+ka-ra) (596)
12, ) ’ .

where F' is the function that remains to be determined that depends on the relative
motion of the electrons, possibly modified by the interaction with the ion. It is
assumed that a solution can be found such that:
1
VRF(I‘U; R) = O(ﬁ) (597)

so that the transition from ; to Qg is smooth.
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The first step is to write the Coulomb-distortion factors in terms of R and r;s in
the limit r12/R — 0, discarding terms of O(1/R?). This has the form

eim In{kyr1+kir1) s eim 1n(k1R+k1-R)+ia(1)(ﬁ)~r1/R (598)

with PN
R+Xk

1+R- 1A<1 .

The result for the second Coulomb-distortion term, with 2 instead of 1, differs by

aR) =n (599)

an overall sign. Putting these results back into our formula we have

ilciz,q(rm’ R) = ei(k12(R)~r12+q~R)F(r12; R)eim In(k1 R+ki1-R)
. 1
x el In(ks R+k2-R) + O(ﬁ) (600)
with -
R
kio(R) = kpz + a(R ) (601)
~ R + 111 R + RQ
a(R) = L S L 602
(R) "R & TltR Kk (002

The next step is to return to the Schrédinger equation and divide the Hamiltonian

into a R part (center of mass relation) and 715 part corresponding to the electron

interaction:
H* = HE+H,(R) (603)
Y = Tp+v°R)-VS(R) (604)
I_NIrc1,2 = Trp + VO(ra) + VS(R) (605)
with
~ R) k
TER) = -2 3% = (606)
1
VOrn) = — (607)
T12
Zz Z 2Z
C .
v ( ) R—roo}‘Ile/R—rO(’r‘l T 7‘2) R (608)

Next we define a function x§:, ((R) as

X‘ll(ig,q(R) - eiq~Rein1 ln(k1R+k1~R)ein2 ln(lch-i-kz-R). (609)
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As can be seen this corresponds to portion of our wave function directly related to

R. Applying it to Hﬁs portion of the Schrodinger equation:

(Ta v (R) - VER) - Dt o(R)

= =+ T TSR
+0(1/ 32)}ein1 in(k R+kiR) jine In(kz Rtk R)
q - A 27 -
= {3 YR +aO®R) + Z - VE(R)
+O(1/ R }x, o(R)
= O(1/R?. (610)

Thus (609) satisfies the R portion of the Hamiltonian to O(1/R?). We can use this

result to simplify the asymptotic Schrodinger equation.

(H® — E}e™=® 0 p(ry R)xE, (R)

2
= Rty R)AE - L1xil, o(R)

ki2,q
i, (R HE, — b ye™2®m2 Py R)
1
+O(ﬁ)
= X2, oR{HL, — k2B m3 Py R)
1
+0(%3)- (611)

In the first equality the Hg could be shifted through the first two terms since the
result would be of O(1/R?) as assumed in (597). Hence we now need to solve the

following equation to derive a solution:

{H, — ke ™2 F(ryR) = O(5). (612)

This can be adjusted as follows:
{Hg, — Kk} = {Tey + VO (112) + Vi3 (R) — K}
R) -k
= {Tr12 + Vc(rlz) — ZM—E
R
= {T, + VO(ri2) — kK5 (R) + O(5)}- (613)

where k15(R)) is the modified momentum dependent on the direction of the individual

electrons relative to the center of mass.
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This yields a 2 body problem in a Coulomb potential to order 1/R?, where the
energy is now the local energy of the 2 electron subsystem. An exact solution to this

problem can immediately be found:

T/JC,km(R)(R) = kiz(R)Tiz N(R)
x1F1(—im2(R), 1; i[ki2(R)r12 + ki2(R) - 112]) (614)

with
1

nlg(R):m and  N(R) = e ™2®/20(1 4 iny(R)). (615)

Thus our final wave function is:

\I/ﬁiz,q(ru; R) = wC,km(R)(rlz)Xﬁi?’q(R)
ei(k12(R)'r12+q'R)1F1(~i7712(R)a 1;i[k12(R)r2 + ki2(R) - r12])

x N(R) 61’7]1 ln(k1R+k1'R)ei'r]2 ln(k2R+k2-R)‘ (616)

Comparing this result to (594) we see that if 73 — 00 the two results match up
since:
lim N1F1(—i7712, 1; 'i[k12712 + k12 . 1'12]) ~ eimz In{k127m12+ki12-T12]) (617)

Ti3=500
Now for the boundary conditions to be satisfied the wave function and its deriva-
tive should be zero when rj equals ry (i.e. when o = 7/4). In this case ry5 is zero and
it can easily be seen that the wave function itself is zero. Looking at the derivative
with respect to rq:
av

Ory Ir12=0

= AU + BlFl(]. — ’L"I]lz(R), 2, i[klg(R)T‘lz + klg(R) . rlg])
= 0 (618)

where A is a factor derived from the derivatives of the exponentials and B are the
various factors attached to the derivative of the hypergeometric function. As can be
seen each term becomes zero when 712 = 0. The same result follows a derivative with

respect to rs.

H.2 COMPARISON OF R;; /» oo SOLUTION TO ENGELNS ET AL.
ASYMPTOTIC SOLUTION

Recently Engelns [121] and others have proposed an asymptotic solution to the double

ionization problem that would cover all asymptotic domains. This form would be
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valid in both the case were the interparticles distances become infinite and when
the two escaping electron are close (becoming the AM form in that limit). There
has been some interest [119] in using this form as an asymptotic form to use in an
R-operator formalism. Here we will discuss its relative merits.

The form itself is derived from the Schrodinger equation for the system through

the use of the eikonal equation. In its most general form it can be expressed:

) Z
v = glantker) (“i——a L —i(kyerra + Koofr - r2)>

2eff
Z .
0B (—ie, 1 =ik + k) ) Br) (619)
1
with
o1 .
B(ri2) =.F <_Zﬂ, L —i(Kkofriz + Ko - 1'12)) . (620)
e

As can be seen the Engelns form uses two modified momenta as opposed to the AM
form which only has one. Curiously Engelns asserts that AM modifies the momenta
of both outgoing particles which as can be seen from the previous section is not the

case. The modified momenta used by Engelns are:
K,off = ko + V2@ (621)

where p .
d=—— 111(7"1 + lA{l . I'l) + — 111(7“12 + 0.51;12 . 1'12) (622)
k;l k12

and r, denoting the position of the farther particle in this case, and:

Ko = k12 + 0.5(V1A — VoA) (623)
where
A . A -
A=——In(r; + ky ‘1) — —In(rs + ks - ra) (624)
k1 ko

and ki2 is defined as in the previous section.

As one can see in the limit of ry — 00, kg will reduce to k. As noted earlier in
(617), as r — oo the hypergeometric functions become approximately exponentials.
This brings us close to the AM form and we can see B should be identified with the
hypergeometric term in that form. Comparing the two requires us to take a close
look at kg to ensure that it corresponds to k12(R) when 75 /4 c0. As mentioned

earlier

Z( Rk R -k, ) (625)

kp(R) = Kyp — 2 s S A
2(R) =k -3 k,—R-k;, ky—R-k;
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The first difference of note is a factor 1/2 for the second term. But a more
important concern is that the relationship of the momentum and radial vectors is

preserved. Using the form of A in the equation for s g

7 4k 7 to+ko ) (626)

Ko = Kjg — 0.5 — = —— ~
eff 12 (kn“l—l—kl-rl k2r2+k2-r2

Only in the case of r; = ry & R do we have direct correspondence. This is a more
extreme condition than that used by AM who require that the difference between ry
and ry be small relative to the R. The Engelns form is not a perfect correspondence
to the AM form in the rj5/R — 0 limit.

In the limit that all the particles become separated however the transition is much
smoother. k.g goes smoothly over to ki for large radii and the result is clearly a
product of the three Coulomb waves, the BBK form derived by Brauner, Brigggs,
and Klaur [122]:

U(ry,ry) = efdamitkem) p(7/k k) 1) F(Z/ke, Ko, v9) F(1/k1g, Ko, v10)  (627)

where F' is a Coulomb wave. If we look at (617) we can see that the Engelns form
and the BBK form go over to that of the RSP derivation.

H.3 CONCLUSION

After having reviewed these various forms including the RSP form of Chapter 7, we
must choose one for our calculations. Though ideally there would be a solution that
satisfied the conditions in all regions, ultimately we want a solution that is valid for
the calculations we can compare with experiment. Also we want a solution that is
simple if possible.

For experimental purposes there is a lower limit on how close two electrons can
be detected. The detectors used to find these electrons in coincidence are physical
objects and therefore must have some volume. This forces some space between the
two detected electrons and a thus a minimum distance between them. This distance
will be many times larger than the distance considered in AM solution.

For this reason and the interests of a simple solution that we discard the AM and
Engelns forms as more complex than our needs. Returning to the RSP form (407) we
find that we can in fact derive an even simpler solution through the use of effective
charges. This is shown in Chapter 6, when we develop our surface integral for the

ionization amplitude.
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H.4 SUMMARY

We reviewed the other methods considered for the X2e asymptotic projectors. We
showed the special case formula by Alt and Mukhamedzhanov, discussing its moti-
vation and deriving the result. We looked at the form developed by Engelns as a
general case solution. We compared it to the AM form and to the BBK form. We
tested the claims made by Engelns. Lastly we discussed why in practical calculations

we do not need these complicated asymptotic projectors.
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