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mu vyhodné zavést zobecnéné fazové posuvy vzhledem k dipdlové asymptotice, které
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the framework of the DMR method on LDA-DFT grounds. Obtained results are then
utilized in BF SEP calculations within an analysis of experimental data for e™—Ns
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For N3, a new phenomenon consisting in suppression of backward cross-section below
95meV is observed and consequently attributed to destructive interference in the an-
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INTRODUCTION

The presented thesis intends to summarize and explain in more detail the work I have
been involved in during my doctoral study at the Faculty of Mathematics and Physics
of Charles University in Prague in the period from 2007 to 2011. From the concep-
tual point of view, the covered topics of interest could be divided into four essentially
independent logical blocks.

Firstly, I have picked up on my master thesis (Sulc, [2007) and investigated several
computational methods applicable for potential scattering problems. The attention was
especially devoted to examination of the properties and numerical behavior of a new-
ly proposed method capable of dealing with nonlocal potential terms. This approach
profits from combination of the R-matrix method, the basic properties of which are
summarized in Section [1.6] and Lanczos variational iterative procedure. For thorough
clarification of the latter gambit we refer to the literature cited in Section Conse-
quently, we have also adapted this procedure to computational tasks, in which a long
range interaction plays a dominant role. Corresponding details are briefly covered by
Section and discussed more thoroughly in Sulc et al. (2010). This publication is
also included as a part of this thesis in

Within the next subproject we have focused on development of the interaction
correlation-polarization potential in the framework of the Discrete Momentum Repre-
sentation (DMR) method canvassed in Section The electron-molecule scattering
process is in the proposed approach described at the level of the Static Exchange ap-
proximation to which we devote the Chapter [2] especially the Section In contrast
to the “classical” approaches, where one typically employs more or less succesful tweaks
in order to improve the adiabatic polarization potential (Section , we employ the
Local Density Approximation (LDA) within the Density Functional Theory (DFT) to
render the short range part of the correlation potential which is in turn matched with
known asymptotic polarization form. Consequently, we apply this tack for description
of electron scattering on small hydrocarbon molecules (Curik and Sulc, 2010). Theo-
retical concepts are introduced mainly in Section whereas corresponding results can
be found in

The third topic comprising the main contribution to the presented thesis consisted
in theoretical analysis of the experimental data regarding collisions of cold electrons
(incident energy below ~ 250 meV) with small molecules in the gas phase. The work has
been done in collaboration with the group of Prof. David Field from the Department
of Physics and Astronomy of Arhus University in Denmark. From the pure theoretical
point of view, there is a marked difference between polar and non-polar molecular
species.

In the former case, the electron-molecule interaction is governed by the dominant
long-range dipole part of the potential (Appendix the presence of which can be
actually conveniently utilized as explained in Subsection where we demonstrate



the applicability potential of this approach on the experimental data regarding CH3Cl.
Roughly speaking, the scattering formalism is reformulated with respect to the solutions
of the pure dipole interaction. In analogy with standard approach one is led to the
generalized phase shifts which are attributed to (unknown) short-range perturbation
to the dipole potential. These phase-shifts then play the role of free energy dependent
parameters in the entire model and are fitted in order to reproduce the experimental
integral and backward cross-sections data. Since we have two independent data sets
at our disposal, we take into account just two most dominant generalized phase-shifts
hoping in this sense for an one to one correspondence between the model and the
measurement (Chapter . Utilizing the knowledge of the energy dependence of these
phase shifts, we can consequently easily compute any scattering quantity, notably the
differential cross-sections for individual rotational state-to-state transitions.

For non-polar molecules, the situation is more involved since the interaction misses
a clearly dominant contribution. The identification of relevant fitting parameters as in
the polar case is thus accordingly hampered. In order to resolve this issue, we have
developed a computer program for laboratory frame close-coupling calculations in the
SE approximation including a correlation-polarization potential constructed in a very
similar DFT-fashion as for the hydrocarbons in the previous project. The numerical
implementation was based on the Volterra propagator method tailored for scattering
problems as elaborated succinctly in Section [I.5| and Appendix [A] The resulting treat-
ment has been tested on a model mimicking electron scattering off carbon monoxide
(Section representing a slightly polar molecule. For this particular system we
have achieved good accordance with published results. However, for the non-polar
Ny molecule, it turned out to be very difficult to obtain reliable converged laboratory
frame results. We have been thus forced to digress to the body frame (Section and
exploit the Rotational Frame Transformation (RFT) abstracted in Subsection [1.2.2]
Decreasing the characteristic size of the problem by reducing the number of relevant
channels led indeed to a significant improved numerical behavior. By comparing these
ab initio results with available sources in the literature we have identified the body
frame K-matrix elements dominant for the prediction of the measured quantities. The
procedure then runs along the lines of the polar case treatment. As a byproduct of
this analysis, we have identified an interesting phenomena consisting in marked sup-
pression of the backward cross-section below 95meV. After some consideration, we
have attributed this effect to a destructive interference in the [ < 1 angular space.
Corresponding publication is currently in the submission process and its actual version
is included as [Attachment Bl

Finally, in the last part of my doctoral study during my stay in the group of Prof. Jifi
Vanicek at the Laboratory of Theoretical Physical Chemistry (LCPT) of the Ecole Poly-
technique Fédérale de Lausanne (EPFL), I have devoted my interest to the study of
properties and numerical behavior of selected semiclassical methods (Kayl, 2005) in the
framework of quantum dynamics with applicability in the field of time-resolved ultra-
fast spectroscopy. Specifically, we have implemented and consequently analyzed the
Frozen Gaussian approach of Heller| (1981)) and the Heller-Herman-Kluk-Kay propaga-
tor proposed in Herman and Kluk (1984). These methods were tested on a set of low
dimensional training systems, i.a. a two dimensional collinear model (Li et al., (1993)
for the NCO molecule. Even for this rather simple setting, we were led to the appar-
ently inevitable conclusion that the direct implementation of the original algorithms
suffers from several conceptual (Walton and Manolopoulos, [1995) and also numerical
drawbacks (Kayl 1994)) reflecting itself in the fact that for sufficiently large time these
methods are typically brought to their computational demise. In this sense, several
improvements turned out to be of prominent importance (Elran and Kay, 1999; Kay,



1994; Walton and Manolopoulos, 1996; Wang et al. 2001). Another closely related
aspect surprisingly overlooked in the literature is the possibility to employ simplectic
integrators for solving the classical equations of motion. This ingredient represents
actually a common denominator to a vast majority of semiclassical approximations to
the quantum dynamics. More importantly, within this approach, the equations of mo-
tion for the stability matrix are naturally formulated by means of a straightforward
iterative updating process amenable to simple implementation. Apart from standard
propagation routines such as symplectic Euler’s and Verlet’s schemes, we have also im-
plemented and tested a fourth order method (Chin, 1997) minimizing the number of
terms in the split operator formula for the evolution operator at additional costs consist-
ing in introducing an effective force containing terms depending on the Hessian matrix.
This gambit turned out to yield better numerical accuracy, nevertheless the update
process for the stability matrix then necessitates the knowledge of third derivatives of
the potential the requirement of which could in principle complicate combination with
ab initio calculation of the potential surfaces in an “on the fly” fashion. This work
doesn’t constitute a part of the presented thesis, nevertheless relevant references, more
detailed discussion, and a concise summary of achieved results can be found in [Wehrle,
Sulc and Vanicek (2011).






CHAPTER
ONE

COMPUTATIONAL TOOLS

1.1 Discrete momentum representation

This method could be considered as an example of “direct” methods, in the spirit of
which one tries to tackle the Lippmann-Schwinger (LS) equation for the transition
operatoxﬂ T.

The basic idea of the Discrete Momentum Representation (DMR) approach (Polések
et al., 2000) is that one tries to solve the LS equation directly in three dimensional
momentum basis abandoning techniques such as partial wave decomposition. In one-
channel formalism considering only elastic scattering, the LS equation takes (Gell-Mann
and Goldberger, |1953) following form

- L Ak |UEYE|T |k
(Bl = (ol + [ar SPRHHTIRD )

with k2/2 representing the energy of the incident electron, U denoting the potential
multiplied by tW(ﬂ and finally presence of the term ie suggests the usual limiting process
€ — 07 performed after the integration.

The problem is now twofold. First of all, in oder to ensure successfulness of the
model, we certainly need to devise the interaction potential U as accurate as possible.
In the following, we shall confine ourselves only on issues connected with numerical
evaluation of the integral over k in Eq. . More detailed discussion regarding ap-
proximative treatments of the U-term can be found in Chapter [2]

The original paper (Polasek et al., [2000) doesn’t give detailed explanation regarding
simplifying procedure of the integral entering Eq. and therefore in the following
we would like to make a few comments concerning this issue.

To simplify the integral in Eq. as much as possible, it is convenient to split up
the integration into angular (over k) and radial part (over k). This readily yields

f(ks K k)

where the function f is defined in terms of U and T as
Flly ki k) = /dﬁ@f\u\kﬁxkﬁ T| ki ). (1.3)

Lfor economy of notation, we confine ourselves only to the one-channel Lippmann-Schwinger equation
in this chapter

Zatomic units are used throughout this chapter — in more precise notation U = 24V ,where p is the
reduced mass of the target-scatterer system



The radial integral in Eq. ([1.2)) is singular in the sense that the upper limit of integration
is infinity and also due to the term in the denominator. In order to handle the ie-term,
we can employ slight modification of the well-known Plemelj-Sokhotsky formulaE|
1 1
=P —imé(x — xp), (1.4)

To — X + i€ To— X

where both sides have to be understood in the sense of the theory of distributions.
Using (|1.4) for fixed xg # 0, the following identity is easily veriﬁedlﬂ

1 1 1 1
S o T o — + - =
xH—x*+ie  2xg \®xo—x +i€ x9+x i€ (1.5)
1 T '

=P———= —i—(0(x —z9) + d(z + x0)).

x3 — 22 270 ( ( 0) ( 0))

The distributions introduced in (1.4]) and (|1.5)) act on functions defined on the entire real
axis. However, the integration range in our integral of interest ([1.1]) is only the positive
real axis. Nevertheless, this nuisance is easily circumvented for all terms except f
appearing in the integrand of (1.1)) are even in k. We can therefore replace the function
f by its even extension f and consequently expand the integration range to (—oo, ),

utilize formula ([1.5)) and take only half of the resulting integral. Explicitly, one has

> f(kfukluk) 1 / 2 f(kka’uk)
dk k202 — = dk k*—5————"
/0 ki —k?+ie 2/ k} — k2 +ie

k kl,k . ~ = -
73/ dk:ka f’ — ) —%kof(kfak‘i,ko) (1.6)

kkk , I
—P/ dk:sz f kQ) %k:of(krf,ki,ko)-

From practical point of view, we are thus now faced with an integral of the type
f( k ki, k)
73/ dk k2 ;2 . (1.7)

Original DMR approach (Ingr et al., 2000; Polasek et al., 2000) tries to improve the
numerical behavior of (1.7) by a substitution chosen as

a—+ bx
a—bx

k=ko , for a,b >0, (1.8)
which maps the singularity £k = kg to £ = 0 and the points £ = 0 and £ = oo to
r = —a/band x = a/b, respectivelyﬂ Alternative approaches based on principal value
identities satisfied by Chebyshev polynomials of the first and second kind have been
also reported (Pichl and Horacek, 1996)).

By applying the transformation (|1.8)) to (1.7]), we obtain
k ki, k k b/a (K, ki, bx)?

K2k __EP b/a x (a — bx)?’

(1.9)

with f(Ef, ki, x) = f(Ef, lgi, k(x)). Three minor observations regarding Eq. (1.9) deserve
further comment.

3symbol P denotes Cauchy principal value
“limit € — 07 is automatically assumed
Sactually only the ratio b/a is important in ([1.8)) and therefore one can set b = 1 with impunity



e The integration in z is symmetric around 0. Because P ff‘A 1/2 = 0, one imme-
diately sees that following identity (Polasek et al. 2000]) holds

p/fgc):p/w. (1.10)

It is therefore perfectly possible to evaluate the rest of the integrand in (L.9)) at
x = 0 and consequently subtract it from the original expression without changing
the value of the integral (|1.9)).

e It might seem that the upper integration limit x = b/a causes problems due to
the (a — bx)? term. However, vicinity of 2 = b/a corresponds to high momenta
k and in this case it is not completely unreasonable to expect that the function
f (l;/: I3 ki, k(z)) will decay fast enough to ensure convergence.

e If one uses Gauss-Legendre quadrature in z with even number of mesh points
(which are then distributed symmetrically around the origin), it is justifiable
simply to “forget” the principal value as had been already observed in the early
days of computational science (Sloan, [1968)).

As concerns the angular integration in (L.3), [Polsek et al| (2000) suggested to use an
efficient numerical scheme known in the literature as Lebedev quadrature. This method,
originally introduced by Lebedev| (1976, 1977)), is intended for numerical integration of
functions defined on a sphere. The grid points are chosen so that they are invariant
under operations belonging to Gg — the octahedral point group augmented by inversion.
It can be shown (Lebedev} |1976) that any point on a sphere has exactly 5,7,11,23
or 47 “conjugated” partnersEl The final grid is then chosen as an union of several
such “conjugated” groups and points belonging to the same group are equipped with
the same integration weight. These weights are in turn determined from the natural
requirement of exact integration of polynomials (or equivalently, spherical harmonics)
up to a given order. This yields a set of nonlinear equations, which are consequently
solved for the Weightsﬂ in a numerical fashion.

Finally, introducing radial and angular numerical quadrature, the original LS equa-
tion is thus converted into a matrix equation amenable to standard treatment by
any of the plethora of methods available (Golub and Loanl, [1996)).

A detailed study regarding optimal choice of the radial as well as angular quadrature
parameters can be found in |Carsky (2010a). For these purposes, the author employs
transformation (1.8]) with b = 1 and presupposes that the error introduced by the nu-
merical quadrature in Eq. won’t be significantly changed if one replaces the exact
transition operator by the matrix U digressing thus actually to the Born approxima-
tion of second order. For b = 1, a value of a greater than 1 corresponds effectively
to a cut-off in the momentum space (with z confined to the interval [1,1]). |Carsky
(20104} therefore investigates the minimal value of @ ensuring a prescribed relative er-
ror in the numerical integration of the second term in Eq. (in the second Born
approximation) as compared to the case a = 1 using several model potentials (H2O,
CHy, cyclopropane, etc.). For this particular value of a, the author consequently sup-
poses that the Lebedev’s grid with 5180 points (precise up to the order of 131) yields
converged results. The angular grid density is then decreased until one reaches some
preselected relative error. This methodology has been later tested (Carsky, 20108) in

54.e., points belonging to one particular “conjugate” set are transformed among themselves with

respect to the group Gg
"e.g.,Lebedev and Laikov| (1999) give these weights in tabulated form up to order 131 (corresponding
grid has then 5810 points)



case of elastic electron scattering on small molecules, where the author also discuss-
es numerical issues connected with the evaluation of matrix elements of the exchange
contribution to the potential U-term.

The above described method has found many useful applications in the field of
electron-molecule scattering. [Ingr et al.| (2000) have extended this approach also for
polar molecules, where special care has to be taken concerning the singular behavior of
the dipole potential. The underlying ideas are actually quite similar to the Born closure
techniques described in Subsection Formalism for two-channel vibrationally in-
elastic scattering has been established and applied for Hy and H,O molecules by |Curik
and Cérsky (2003). Study of elastic electron scattering on cyclopropane, where the
short-range correlation potential is modeled at the local density approximation in the
DFT framework has been recently given by |Curik and Sulc| (2010). This paper is also

included into this thesis as [Attachment Cl

1.2 Electron-molecule scattering formalism

In description of electron-molecule collisions one usually employs (Lane, 1980) Born-
Oppenheimer approximation to simplify the theoretical treatment of the states of the
target molecule which is assumed to be comprised of M nuclei located at {R}}f‘i , and
N electrons with coordinates {7 }¥,. Following Chang and Fano| (1972), we will adhere
to the conventimﬁ that unprimed coordinates refer to the frame of reference fixed in
space (LF — laboratory frame) whereas primed coordinates are connected with a frame
of reference attached to the molecule (BF — body fmme)ﬂ
With this convention, the total Hamiltonian for the composite system comprised by
an impinging electron with position vector 7 and the target molecule can be expressed
as
H = HY) (7, B;) + HY (F)) + Te(7) + Ve (7, 75, B)), (1.11)

where the meaning of the individual terms is as follows

e T.(7) is simply the kinetic energy operator of the incident electron

o H{ )(TZ, R;) stands for standard “electronic” Born-Oppenheimer Hamiltonian be-
ing merely given as a sum of kinetic energies of individual molecular electrons
and Coulombic repulsion terms to wit

N
SCTCR AR SV ) g
=1

i=1 j=1 _TJ‘

\r,

St
1753

. Hf{f ) (ﬁj) contains in a very similar fashion the kinetic and potential terms re-
garding the nuclei, namely

. 1L 1 Moo
) = =5 2 Nt L R,
i=1 i#j |1l

o V(7 7, ﬁj) represents the (Coulombic) interaction of the incident electron with
the target molecule, i.e.,

M
- Z Z;
Ve_m("", Z7 ] J +
j=1 ‘ =1

8Lane| (1980); Morrison| (1988) employ opposite notation
Ycoinciding in the rigid rotor approximation (Appendlx ' with the principal axes of inertia



In order to simplify notation as much as possible, we shall confine ourselves in the
following to diatomic targets having just one nuclear degree of freedom, the internu-
clear distance, R. To proceed further, one typically introduces (Morrison, [1988)) a set
of target Born-Oppenheimer electronic states |a) to each of which there corresponds
a potential energy curve E,(R). By definition, these kets satisfy

H{) [0) = Ea(R)a).

The nuclear degrees of freedom are collectively taken into account by introducing a com-
mon label v. The target states |av) are consequently in the Born-Oppenheimer frame-
work rendered as

[HY + Eo(R)] |av) = Eay |av).

Central to the scattering process under investigation are the asymptotic free states
(Taylor, 2006)), which can be in the present setting labeled naturally by the scattered
electron’s momentum vector an and the target quantum numbers «, v introduced
above. Subscript on k£ denotes explicitly the dependence of the momentum on the
channel indices «,v. In accordance with Morrison| (1988)); Taylor| (2006]), we denote
the stationary scattering states as ‘/Za,,,oz,l/>. Since we are interested in low-energy
collisions only, it is not completely unreasonable to expect that only the lowest electronic
state will play a dominant role. This is manifested formally in the procedure (Burke,
1979; Morrison, |1988]) in which one expands the sought total wave function ‘Ea,,, a, V>
into individual electronic states, retains only the ground electronic state ag and finally
applies the bound-free antisymmetrizer to enforce the indistinguishability of the incident
(free) and the molecular (bound) electrons, i.e.,

| Kagws v AZ&

Projection of the Schrédinger equation corresponding to (| - ) for energy FE onto the
ground electronic state aq yields a Schrodlnger like equat1on in 7, R for ‘kaoy, > since

o' Yo |k:a,,,oz v). (1.12)

the electronic variables 7; aovs 1/> in coordinate

representation as \I'EO " (7, Rj), the resulting equation takes the form

1 -
_§A;+ H](H?) + EQO(R) + Vint — :| \IJEO,VO( ,Rj) =0. (1.13)
All information about the scattering process can be then extracted from the wave
function ¥ e.g., the scattering amplitude is closely linked with its asymptotic
behavior

ko,vo’

1kur

\IIEO’VO( ,R}) 700 1ko 7"¢y0 ] + Z ko, vy — EV,V)¢V(ﬁj). (1.14)

Having obtained the scattering amplitude f, one consequently easily expresses the
corresponding differential scattering cross-section

2

do , (1.15)

dn

(Eo, vy — Ey, I/)

vo—V

from which the integral cross-section o,,,—,, is rendered by means of angular integration.

The interaction potential denoted by Vit in consists of two important parts,
the so-called static Vi and exchange Vex potential. The former is merely the interac-
tion potential Vg, averaged over the ground electronic state |ag) whereas the latter is



in general a nonlocal operator ensuing from the antisymmetrization in . Result-
ing approximation is widely known in the literature as Static Fxchange Approzimation
(Huo and Gianturcol 1995, ch. 4) and is in more detail discussed in Section The
omission of excited electronic states in is formally equivalent to neglecting of po-
larization effects, i.e., distortion of the target charge density by the impinging electron,
and it has to be accounted for by further modifications of the interaction potential Viy
as briefly mentioned in Chapter [2|

1.2.1 Laboratory vs. Body frame approach

The plane wave representation inherently present in the central equation of the
static exchange approximation is not especially convenient for practical computational
purposes especially at very low energies. Therefore one is forced to seek more convenient
representations, two of which are the subject of the following discussion.

Laboratory frame approach (coupled angular momentum)

The laboratory frame approach in coupled angular momentunﬂ representation is tan-
tamount to considering one particular complete set of mutually commuting operatorﬂ
namely

HWY 12,j2,3%.7., (1.16)

i.e., one takes into account the vibrational Hamiltonian Hfff), squared orbital angular

momentum of the incident electron 12, squared rotational angular momentum j? of the
target diatomic molecule and also the total angular momentum J? together with its
projection J, onto the space fixed z-axis. In coordinate representation, the relevant
basis functions are expressed as

Q)N (7 R) = xu(R) D (ilmjmy| J M) Y (R) Yy, m(#), (1.17)
mg,my
with x, representing the vibrational state v. Transformation from the plane wave

representation is effected (Morrison, 1988) in a straightforward way. In the basis (1.17)),
the wave function W -~ takes a similar form

\II'UOJOlO 7 Z z/}’ujl ’Uo_]()lo ’U]l (,,2 R) (118)
v]l

where one is interested in solving the Schrodinger equation for the r-dependent “expan-
sion coefficients”, the “radial” equations (Chang and Fano, (1972, Eq. (21)) for which

1d* 1+ 1)
_5@ + 27,2 Y v] wugl ’Uojolo( ) = - Z <U]l‘vlnt‘v J l >wu T, Uojol()( )
,U/j/l/

(1.19)
are easily obtained by projecting the Schrodinger equation for the total wave function
onto individual elements of the basis . Numerical methods designed for solving
systems of equations of the type are the subject of Section

The channel momentum k,; entering results from conservation of the total

energy[]

k2 =2F —w(2v+1) - 2Bj(j + 1). (1.20)

denoted as (LAB-CAM) by [Huo and Gianturco| (1995)); Morrison| (1988))

Hgince we are considering only diatomic molecules, the rotational part H{ of the nuclear Hamilto-
nian Hl(Q)) is directly linked with the operator j?

12assumption of the diatomic case manifests itself in the expression for the rotational energy de-
pending only on the quantum number j and the rotational constant B, w stands for the vibrational
frequency in the harmonic approximation

10



The interaction potential matrix element in coupling individual channels depends
on r and in general is a nonlocal operator due to the presence of the exchange potential.
Approximate ways how to cope with its presence are discussed in Chapter 2] On the
other hand, in the rigid rotor approximation, Eq. can be further simplified as
discussed in Section [I.4] where the LAB-CAM treatment is applied to investigation of
rotational excitations caused by electron impact.

Body frame approach

Although the above described approach is formally “exact”, it is easily seen that if
the incident electron penetrates closer to the molecule (i.e., for r — 0), the LAB-
CAM formalism is quite inconvenient. The reason for this (Lane, 1980) has to be
accounted to the strong attractive behavior of the interaction in the vicinity of the
molecule. Thus the movement (and therefore also the orbital angular momentum) of
the electron is strongly coupled with the molecular axis R. Consequently, the projection
of the electron’s angular momentum on R is approximately well-defined. However, this
property is not directly reflected in and therefore large number of basis functions
will be in general necessary to reproduce this effect bringing any numerical method
intended for solving into considerable troubles.

Adequate description has to use therefore different set of commuting operators than
to take these considerations into account. T'wo choices are widely used depending

(v

whether one takes the vibrational Hamiltonian H;,

e excluding HS’R

) directly into account or not.

The first choic ignores the vibrational Hamiltonian Hsff) and as such hinges on the
use of the following operators
121,,32,3.,.7,, (1.21)

namely the angular momenta of the incident electron, the total angular momentum and
their projections onto the body-fixed z’-axis coinciding with the internuclear axis, the
orientation of which is in the laboratory frame speciﬁed by a unit vector R. In order to
ensure completeness of the set of operators , it is necessary to take into account
also the space-fixed projection J, of the total angular momentum. Instead of (1.17] - as
in the LAB-CAM case one is thus led to slightly different ba&ﬁ

2J+1

DA (R) Y A7) (1.22)

with DJ{/I, A being related to the symmetric top °| rotational wave function as discussed
in length in Appendix [E] Along very similar lines as in the LAB-CAM approach, one
can expand the total wave function with respect to the basis (|1.22)

J Iy JM (4 B
v (7 R qul/{}?vo Xix" (A R), (1.23)

obtaining thus an analogue of the expansion (1.18]). Since the basis (1.22]) is not com-
plete in the variable R, the resulting radial functions qﬁl‘]/;”(l)o Ao (r, R) will be R-dependent

13denoted as BODY basis I by [Morrison| (1988) and also used in |Lane (1980). Corresponding radial
functions are introduced in (Chang and Fano| (1972, Eq. (24)) as H;,'(r, R)

Mfor rigorous justification of the term containing the Wigner D-function Di,m we refer to Appendix A
in |Chang and Fano| (1972

Bthe factor 47 instead of 8 is just a consequence of the fact that we are considering diatomic targets
and therefore the Euler angle v can be set to zero with impunity reducing thus the “volume of the
angular space” to 4w

11



and it is also necessary to explicitly denote the initial vibrational state vy. Radial
equations obtainable again by projecting the Schrodinger equation onto the individual
basis elements ([1.22)) take the form (Lanel 1980; Morrison, |1988)

1d?  l(l+1) , Ju
—sqz T g THL =BGk, R) + Y [ IM|Viag [N TM) - 65 0+
A
(1A IMHD VA TM) - 5171,] B 1ong (1 B) = 0. (1.24)

Since the target molecule is assumed to be diatomic, the interaction potential expressed
in the molecular body frame is cylindrically symmetric and therefore its matrix elements
are diagonal in A. Moreover, due to the overall rotational symmetry, they are also di-
agonal and actually independent on J, M. Similar considerations lead to the conclusion
that Hr(f;) is diagonal in J, M, and independent on M.

Before proceeding to a slightly modified approach, we would like to make a few

comments concerning Eq. ((1.24))

o the action of the vibrational Hamiltonian H on the radial functions (11.23])

might seem too abstract nevertheless using the spectral decomposition of H](rff) in
the harmonic approximation

H) = Zw(v +1/2) |v)(v| (1.25)

v

easily furnishes in the coordinate R-representation (x.,(R) denote individual vi-
brational wave functions)

HOG | (nR) = S w(v+1/2) / AR x4 (R)xo (R o, (B (1.26)

v

in accordance with third term of Eq. (26) in |Chang and Fano (1972]).

e complexity of the equations can be significantly reduced in the so-called
rigid rotor approximation, where one supposes that the internuclear distance R
is held fixed at its equilibrium value R.. In that case, we can afford to drop the
R-dependence of gZ)Z]X (l)o Ao and also the initial vibrational label vyg.

e finally, neglecting the rotational Hamiltonian decouples the equations in A, this
approximation being known as body frame fixed nuclei (BF-FN) theorym

e presence of the rotational A-coupling <lA; JM ‘H(mr) }l’ N M > term has also sort
of unpleasant consequences for the asymptotic behavior of the radial functions.
Since this term does not depend on r, it is effectively incompatible with the usual
asymptotic form defining the scattering matrix. We have thus either to enforce
some approximations disregarding this term or to employ some techniques in the
frame transformation spirit as discussed below.

e taking HS;) into account

Farther from the molecule, the interaction potential becomes weaker and therefore the
vibrational levels can not be considered as degenerate without impunity. The wvibra-
tional frame transformation (VFT) discussed in more detail in subsequent section is

6on the other hand, the FNO — fized nuclear orientation — approximation amounts to neglecting the
rotational Hamiltonian but allowing the molecule to vibrate

12



essentially a procedure for transition form the previously introduced body frame basis
into a new one where one takes the vibrational Hamiltonian Hgff) directly into con-
sideration. Formally, this corresponds to augmenting the set (1.21]) by the vibrational

Hamiltonian Hgf) yielding thus basis functions of the form

[20 +1 . )
lwlA; JM) ~TXIA =y (R) = DA (R)Yy, A(7) (1.27)

Employing the very same procedure as it has been done in the LAB-CAM and previous
body frame approach furnishes coupled differential equations for the radial functions
(the channels are in this case labeled by v, 1, A in accordance with (1.27)))

2 dr? 272

142 (1+1) 1
o 2k5] i wotono ™ F) + Y [WA; TM| Vi [0/ N's TM) - 65,0+

v ' A

(vlA; IMHQ [V'VA; TM) - 51,1/5%0/] O Ar votony (T R) = 0. (1.28)

Similarly as in , the matrix elements of the rotational Hamiltonian Hfﬁ) are
diagonal in J, M,v,l and independent on M, whereas the interaction potential Viy
couples channels differing only in v, [ and its matrix elements are independent on J, M.
Channel momentum k,, is again fixed by energy conservationlﬂ

%kg = E—w(v+1/2). (1.29)

1.2.2 Frame transformation

In light of the preceding discussion, it is clear that the laboratory as well as the body
frame approach are both convenient in different (mutually exclusive) portions of the
r-space, the former being tailored for description of the “asymptotic” motion of the
electron (large ), where the individual angular momenta j?, 1? are approximately con-
served provided the electron-molecule interaction decays fast enough. On the other
hand, as it was already mentioned, the body frame approach is preferable for small r,
where, roughly speaking, the interaction term dominates rotational and vibrational ef-
fects and one is thus tempted to employ the FN approximation due to the approximate
degeneracy of the target (rovibrational) energy levels.

Therefore it might seem natural to profit from the merits of both methods. This is
actually the basic idea behind the famous frame transformation (FT) method originally
introduced in the landmark paper by Chang and Fano (1972). Due to the “partitioning”
of the space according to the variable r, this form of the frame transformation is known
as radial frame transformation. Alternative approaches based on partitioning according
to the angular momentum [ of the incident electron have been also reported (Collins
and Norcross, |1978) and are known as angular frame transformations (Morrison, |1983).
Physical explanation in this case is based on the observation that for large angular
momenta [, the electron is effectively repelled from the molecule due to the centrifugal
barrier and thus “feels” predominantly only the long range part of the interaction
potential. On the other hand, one can expect that for small [ the major role is played
by the short range interaction. Therefore it might be reasonable to introduce some
boundary angular momentum value [. such that for | < [, the S-matrix elements can
be with sufficient accuracy computed in the body frame formalism whereas for [ > [,
these elements could be rendered successfully in the laboratory frame approach.

harmonic approximation is presupposed

13



Frame transformation according to Chang and Fano

In the original treatment (Chang and Fano, 1972), the interaction area is effectively
divided into three parts as depicted schematically in Figure 1.1

1. in region I, i.e., for r € [0, ry], where the scattered electron is very close to the
molecule, the strongly attractive interaction potential dominates other terms in
the Hamiltonian washing out the energy dependency of the target states
(v, 7). The appropriate set of equations in this situation is therefore , where
one employs the FN approximation, i.e., the rovibrational Hamiltonian is disre-
garded.

2. in region II, i.e., for r € [ry, ], the dependence of the interaction potential on
the internuclear distance R will be much weaker. As a consequence, the radial
equations can be considered as approximately decoupled in v. On the other
hand, the upper boundary of region II is chosen in such a way that the rotational
Hamiltonian can be still neglected (as compared to the interaction potential)

3. finally, region III, r € [r;, 00|, representing the “asymptotic region” requires to
take the rotational Hamiltonian fully into account and the appropriate treatment
is thus the laboratory frame approach governed by Eq. ((1.19).

Transition between regions [—II and II—III is known as vibrational frame transforma-
tion (VET) and rotational frame transformation (RFT), respectively. Alternatively,
one might join regions I and II into one domain by setting r, = r, performing thus the
VFT and RFT simultaneously.

<«— Body-frame (BF) treatment %H Lab-frame (LF) treatment
Al ji1

T
v

<«— Region I — e Region II e Region III

r

S
?

Figure 1.1: Schematic representation of the r-partitioning used in the frame transfor-
mation theory. Physical meaning of individual regions is discussed in the text.

Rotational frame transformation (RFT)

The rotational frame transformation melts essentially down to the question how to
transform between angular parts of the respective laboratory and body frame
bases. More general derivation applicable also to diatomic molecules in non-3
electronic states can be found in Appendix of Chang and Fano (1972)), nevertheless in

14



case of X electronic states and ignoring parity designation it is possible to proceed as

~ o\ (1.17) . ~ ~
VIM(R, #) = Z (Glmgmu| T M) Y m, (R) Y1, (7) =

27+1 R . j A A
—ZW YViu(#) S Glmgm| TM) i, o(R) DL, (R) =

mgs,my

2 1 P
_Z,/7J+ Yir(#) DY DE(R) (lmgmy| J M) x

2t x (jUmgn] L) (j10K| L) =
1 i :
_ Z (jLOK| Lk) Y1,k (7) DYy (R)

_Z (jIOK| L)Y, k(”)\/m #(R): (1.30)

Fleeting glance at (1.30]) accompanied by comparison with ((1.27)) reveals that the trans-
formation coefficients A}-]lA connecting “angular parts” of (1.17) and (1.27]) can be iden-
tified as

27+1 il J g
JA J : _ : J C1\ji—l-A
Ajl = 2J+1(310AJA)—\/2]+1<0 A —A>( 1)

Y oyl A J—A

in agreement with Morrison| (1988). It is worth noting that the coefficients A}IlA as

givenlﬂ by (Chang and Fano| (1972) differ at first sight from (1.31). The culprit is
hidden in the fact that|Chang and Fano (1972) use slightly different angular laboratory
frame basis, namely

VIM(p, #) = > Agmumgl T M)Y s m,(6) Y1, mi(7),

mgj,my

(1.31)

which is seen by employing Eq. to differ from by a phase factor (—1)7++7,
Multiplying |(Chang and Fanofs coefficients by this factor yields indeed Eq. . In
Fabrikant (1983a), the author claims that the Chang and Fano (1972))’s coefficients
are mangled by improper inclusion of a (—1)’ factor, nevertheless we haven’t found
a mistake in the derivation and seems to correspond also with transformation
prescription used by |Chandral (1975)); (Clark| (1979) or Huo and Gianturco| (1995).

1.3 Adiabatic approximation

The approach known in the literature as adiabatic approximation was adapted for scat-
tering applications originally by |Chase in his eminent paper (Chase, 1956|), where he
investigated approximative description of collisions involving composite targets.

For detailed derivation we refer to the original work (Chasel [1956), nevertheless the
basic idea underlying this method is actually very straightforward. One supposes that
the target is described by Hamiltonian Ht defining a set of energy eigenvalues and
corresponding eigenvectors

HT\I/F((U) = €r \I/p(w). (1.32)

Bcoefficient matrix U(j " defined by Eq. (7) in [Chang and Fano| (1972),matrix A}-IZA with no parity

7 designation corresponds to Uy (GJ+) U;Ij\‘]f)
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For the sake of notation, the target internal coordinates were subsumed into a collec-
tive symbol w. The symbol T' introduced in encompasses all quantum numbers
uniquely determining a particular eigenstate.

The collisional process between the incident particle the position of which is de-
noted by 7 and the target is for fixed value of w formally equivalent to scattering in
a potential V(7,w). The incident particle with momentum k is in this case described
by a wave function wg(7; w) parametrically dependent on w. From asymptotic behav-
ior of wy (7} w), one can extract information about corresponding scattering amplitude
f(0, ¢;w), which is called by (Chase| (1956) as “w-modulated” for its parametric de-
pendencﬂ on w. Since this amplitude is evaluated for fixed target coordinates, it
contains of course no information about possible inelastic I' — I" transitions of the
target. However, if one approximates the total wave function of the system in channel
I' in a product-like form

wg (7 w)¥p(w), (1.33)

then an approximation to the exact scattering amplitude frr/(6,¢) corresponding to
the I' — I" transition can be expressed as

Frri(0,0) ~ —/27 / dw T2, ( / drre M TV (7 w) wy (7 w)) Tr(w). (1.34)

One immediately observes that the integral over 7 is apart from a multiplicative
factor equal to the w-modulated amplitude f (0, ¢; w) provided that the channel mo-
mentum kp/ were replaced by momentum in channel T', i.e. kp The final prescription
given by [Chase for the approximative I' — I'" scattering amphtude is thus

for (8, 0) = frp (6, ¢) & / dw U () £ (0, 5 w) Tp(w). (1.35)

In other words, this result is formally equivalent to the statement that the approxi-
mative amplitude 21 f is rendered by averaging the w-modulated amplitude f(6, ¢; w)
over the space of target coordinates. From the amplitude , the corresponding
differential cross-section results straightforwardly

do ]fr‘/ ad
Ty = Jrr/(0, ¢

2
: (1.36)

where the kinematic factor kp//kp has been appended additionally in order to mimic
desired threshold (kps — 07) behavior of Eq. (1.36).

To sum up, replacement of the exact amplitude frr+ by 24 frrv is essentially based
on two assumptions — expressing the total wave functlon in a product form and
the premise of negligible target level spacing k:p R~ kp

The precise validity conditions of the adiabatic approximation are quite subtle to
formulate. However, one feels directly from the derivation above that this procedure
could work well if the w-modulated amplitude is modulated only “weakly”, which is in
turn equivalent to the rather vague requirement that the characteristic interaction time
is much smaller as compared to the typical period of motion of the target@ Formally,
this condition is a _consequence of the replacement of ]{31"/ by a vector kr/ having the
same direction as k:p/ but with magnitude kr in the exponential term in ((1.35)) to wit

— ik e—i(EF,—EF)~F
~ otk T (1 — ik — Er) -F).

Y¢his parametric dependence is in f(0,¢; w) underlined by the convention that w appears after
a semicolon

2001 equivalently, as pointed out by [Chase| (1956), that the average width of the colliding particle
wave packet is much larger than average target level spacing

o—ikps 7

(1.37)
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A necessary condition is thus }Ep — EF R < 1, with R denoting characteristic size of
the interaction area. Conservation of the total energy

1- 1-
ik%/ +€[‘l = 5&% +€F

enables us to rewrite the momentum difference ‘]{?1"/ — EF‘ as

€rr — €r

kF'*EF‘ :2ma

thus rendering the above stated validity condition in the form

DT (1.39)

2R——— .
krr + kp

Since the passage time of the incident electron with average momentum k through
the interaction area is roughly given as R/k and the target period of motion can be
estimated as being inversely proportional to the level spacing, i.e., 1/(epr — er), one
immediately sees that condition is indeed equivalent to the adiabatic character
of the investigated collision process.

More care has to be taken regarding validity of Eq. near excitation threshold,
i.e., if the outgoing momentum krv is very small. In that case, more relevant criterion
is to require the relative error of the approximation introduced in Eq. to be small
instead of the condition on the absolute error leading to Eq. . Therefore, |(Chase
(1956)) imposes following relation

R |kp — kp| < R~ kr.
Employing Eq. (1.38]) finally yields

€y — €r

2(l<:p/ ) < 1, (1.39)
which reveals explicitly that the adiabatic approximation is expected to break down
close to the threshold kpr» — 0.

It is probably hardly viable to obtain generally applicable criterion regarding va-
lidity of the adiabatic approximation and its use has to be therefore justified in each
particular case separately. However, several numerical studies dealing with this topic
have been published in the past. |(Chang and Temkin (1970) investigated rigid-rotor
rotational excitations of Hy induced by electron impact in the framework of the adia-
batic approximation. The authors argue that this approach is justifiable for electron
incident energies E satisfying

E
— >1.65 1.40
AE — b ( )

with Ae denoting the excitation energy of particular rotational transition. A compar-
ative numerical study of the adiabatic approximation with close-coupling calculations
modeling rovibrational excitations in case of e —Hjy scattering has been given by Morri-
son, Feldt and Austin! (1984); [Morrison, Feldt and Saha| (1984), where the authors find
that the percent error of the total scattering cross-section for pure rotational transitions
at incident energies close to the lower bound is typically around 10-20% as indi-
cated in Figure More importantly, results for vibrational excitations indicate that
the relative error of the adiabatic approximation is in order of units even for energies
exceeding the threshold several times. This behavior is probably closely linked with the
fact that “approximating” target vibrational states as being energetically degenerate is
far less justifiable than in case of pure rotational excitations.
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Figure 1.2: Comparison of the adiabatic approach and Energy modified adiabatic
method of Nesbet| (1979) with laboratory frame static exchange close coupling cal-
culations as reported by Morrison, Feldt and Austin (1984). The percentage error of
the excitation cross-section 0 — 2 is displayed as a function of the incident energy.
Dotted vertical line visualizes the excitation threshold.

1.4 Application to rotational excitations

In the following, the ideas of the preceding two sections are applied to theoretical in-
vestigation of electron-molecule scattering processes where we take into account merely
rotational excitations of the target molecule, described in the Born-Oppenheimer ap-
proximation, confining us thus to low-energy region such that the kinetic energy of the
incident electron is below the first vibrational (and therefore of course also electronic)
threshold.

1.4.1 Laboratory frame treatment

In order to describe the rotational excitations in the laboratory frame of reference,
where the molecule is allowed to rotate freely, we assume the rigid rotor approximation
discussed in more detail in Appendix [E] In this framework, one is led to a simplified
form of the Hamiltonian , namely

1
H= _ivjé + Hiot + Ving (1,6) (1.41)

where 7 specifies location of the inciden@ electron, H,q is the rotational Hamiltonian
and finally Vi, represents the interaction potential, to the more thorough investigation
of which is devoted Chapter[2] Since our computational applications of laboratory frame
treatment for description of rotational excitations of small molecules were limited to
diatomics, we shall confine ourselves in the following discussion also to this case for
which the rotational Hamiltonian H,; given by is especially simple

HrotY', m; (047 B) = B](] + 1)Y_7, m; (aa B)v (142)

with p = («, ) specifying the orientation of the molecular axis and B standing for the
rotational constant of the target molecule. Decomposition of the plane wave represent-
ing the incident electron into spherical harmonics allows to label respective channels in
this setting by quantum numbers (j,1) with | denoting the angular momentum of the
electron.

219" determines the angle between molecular axis and the vector 7
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As proposed already decades ago (Arthurs and Dalgarno, |1960)), the wave function
corresponding to the total angular momentum J (and its space fixed projection M)
can be then chosen as

o1 1 o
q}ﬁM(ra p) = ; Ju;’l’ (T>yjj’{\’/[(ra p) (143)
j/7l/

The angular part conforming to the LAB-CAM treatment of Subsection [1.2.1]is con-
structed in order to ensure conservation of the total angular momentum

yj]zM(ﬁ /3) = Z (glmjmy| J M) Y;; mj(ﬁ)Ylvml(f)' (1.44)

mgj,mj

Substituting ((1.43) into the Schrodinger equation and projecting out the angular part
(1.44)) of the wave function readily yields a coupled set of differential equations for the
radial Juj.,ll, component

I +1)

21 J gl . . 19/, J gl
ﬁ . = . kj’:| U?-/l/(r) —9 Z <j//l//7 JM‘ Vint ‘]/1/7 JM> uj,,l,,(r). (1.45)

j//,l//

The channel momentum k; entering (1.45) is determined naturally by conservation of
the total energy

1
ikj? = FE - Bj'(j +1). (1.46)

It is worth noting that the coupling matrix element containing the interaction potential
should be understood as a function of r. More explicitly stated, one has

(§'U'y TM| Ving |jl; JM) = / drdp Vi Vin (r, 7, p) VM. (1.47)

This form of the potential matrix element automatically reflects the fact — stemming
from overall rotational invariance — that the set of equations decouple@ in J and
M and can be therefore solved for each J independently offering thus the possibility of
an efficient parallel numerical implementation as discussed in Section [I.5]

The solution of is uniquely determined by prescribing asymptotic condi-
tion@ for r — oco. This is usually done (Arthurs and Dalgarno, 1960; Crawford and
Dalgarno, [1971)) in complex domain, where one arrives in this way to the S-matrix and
consequently the 7T-matrix. If we restrict ourselves to the discussion of open channels,
then from the computational point of view it might be more convenient to formulate
the asymptotic behavior in the real domain (Chandray, (1977) as

] r—00 1 .
Ju;,ll,(r) oo, \/T [Sln (kj/r — l'g) djir 41 + cos (k:jfr — l’g) Jle/l/’jl} ) (1.48)
J

This equation defines the KC-matrix, the connection of Whicﬁ with the S- and T-matrix
can be easily deduced

IT=7S-T=-27K-(i+’K)"". (1.49)

22in |Arthurs and Dalgarno| (1960)), there is probably a misprint concerning the order of indices in the
potential coupling term. Eq. is in agreement with |[Crawford and Dalgarnol| (1971)

Zactually it is independent on M

24apart from the natural zero boundary condition at the origin

2The T-matrix in [Chandral (1977) has opposite sign than in [Crawford and Dalgarno| (1971). We
follow the convention of |(Chandral (1977). For other frequently used conventions in scattering theory
and their possible consequences we refer to an excellent overview given by Morrison and Feldt| (2007)).
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The T-matrix contains essentially all information about the scattering process. Some
extensive use of Racah algebra based on formulae presented in Appendix [B]leads finally
to the relation for differential cross-section corresponding to the j — 7’ rotational
transition

do 1
— =—5 ) A\(j— ') Pr(cosb) (1.50)
2 Z A\J J A )
|, ~ 4k &
with
1)’
Arv(G—7) = 2 —|—1 YYD 2, lady; L) -
J i il 11 (1.51)
. It
Z (L, Vo 5'D) T T i

containing the algebraic Persival-Seaton (Percival and Seaton, 1957) Z-coefficients de-
fined as

Z (ab, cd; ef) = (—1)U=0F2(1)0Hd [(20 + 1)(2b + 1)(2¢ + 1)(2d + 1)(2f + 1)]*/2

a c¢ f a b e
1.52
X<000>{dcf} (1.52)
For evaluation of the integral cross-section o;_,;, just the coefficient Ay in (L.51)) is

needed due to the mutual orthogonality of the Legendre polynomials. One therefore
obtains (Crawford and Dalgarnol [1971)

Oj—j = %AO (] —)j,) =

j
- o0 y ) (1.53)
— m Z(2J+ 1) Z\ Tl -

J=0 LU

Note that as regards the backward scattering cross-section discussed extensively in
Chapter [4, only A’s with odd A are required since the “angular Jacobian” containing
term sin 6 is itself an odd function of 6.

Potential matrix elements

In practical application, we need to be able to efficiently evaluate the potential matrix
elements . Along the lines of the methods based on single center expansion (SCE)
(Faisal, [1970) approach, we might therefore try to expand the potential into Legendre
polynomials

o0
Vin (r,7,0) = Y _ VA(r)Pa(cos ), (1.54)
A=0
in the variable cosf = 7 - p, i.e., in the cosine of the angle spanned by the molecular
axis and unit vector pointing in the direction of the incident electron.

Although represents a general form of the interaction potential only for di-
atomic molecules, we shall assume its validity in the following also in the symmetric
top case in order to obtain a direct connection between the formulae obtained in both
settings.
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By inserting ([1.44]) and ( into (| and performing some rather lengthy al-
gebra one arrives (Brmk and Satchler 1994 Child, 2010) at the relatlonlﬂ

(3 TM| Vigg |jl; JM) = va)(—l)“ 1L
A=0 (1.55)

(i 7 AL U AN T
00 0/\o o o)1l j X[

1.4.2 Born approximation in the laboratory frame

Further insight into the above stated approach can be obtained if one computes the
Born approximation to the total and differential excitation cross-sections
directly without employing the partial wave expansion. The incident electron is de-
scribed by a pure plane wave corresponding to the initial momentum l_c; In order to
specify the rotational state of the target molecule, we shall use slightly more general
notation, for the explicit form of the rotational wave function depends on the type of
the target rigid rotor. The i*" target rotational state will be thus denoted as I';(w),
where w = («, 3,7) is the set of Euler’s angles describing the orientation of the targetm
The unit vector p = (a, ) = (¢m, 0m) then determines the orientation of the molecular
axis in the laboratory frame of reference. At large collision distance, the dynamics
of the electron and the target is not coupled and therefore the wave function of the
composite system will be given as a product of individual terms as

X (w,7) =Ti(w) - eiEi‘F, (1.56)
and we are interested in evaluation of the scattering amplitude corresponding to a tran-
sition to the final state -

Xp(w,7) =Tp(w) ™. (1.57)

Introducing the final momentum Ef and momentum transfer
K = Ez - Ef,

and inserting initial and final states into the well-known (Gell-Mann and Goldberger,
1953)) formula for Born scattering amplitude yields

fisy (k: — k‘f Z/dr elKTVA /dw I3 (w)i(w)PA(F - p), (1.58)

where we have already employed the “angular” decomposition of the interaction po-
tential - Expressing the exponential term containing the momentum transfer K
in terms of spherical harmonics according to @ and restating Py (7 - p) as a product
of two spherical harmonics in p and 7 via (]B__m[) furnishes further simplification in the
form

00 A

- ~\ Am
fimp(ki — ki =-2) it dr 2V (r)ja(Kr) | Y5 (K)——x
=) Z:: E_:A [/ MDY, J A+ (159

X / dw I} (w) Y, () Ti(w).

In order to perform the angular integration over dw, we need to know of course the
explicit form of I';,I'y. In the following, we will discuss two particular cases, namely
diatomic and symmetric top molecules considering interaction potential of the form
(1.54)).

26
27

in order to compress slightly the notation we have introduced the symbol [z] =2z + 1
as in the preceding subsection, we are assuming rigid rotor model
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Diatomic molecules

The rotational wave functions labeled by quantum numbers j, m of a diatomic molecule
coincide with spherical harmonics Y ,,. Thus the initial and final state can be relabeled
as I'; ( ) Y, m(A) and I'p(w) = Y7, p (ﬁ), respectively. Inserting these expressions

into and performing the integration using (B.11)), one finally obtains
fjmﬁj/m/(fc} = ky) = —2(-1)" V(2 + D@+ 1)-

0 00
'ZiA{A drrt A7) Z ViuK (1.60)

A=0
4 i 7 A j i oA
2A+1\m —-m' pu)\0O 0 0)°
Experimentally measurable quantity is however the differential cross-section corre-
sponding to the j — j’ rotational transition. This is expressible from (1.60) by taking

square of the modulus, summing over m’ and averaging over m, using (B.7a]) to simplify
the final result in accordance with |Crawford et al.| (1967))

00 2

do 4k/ b rr2 Va(r)j r
i), = 1@ X | [Car i) »

L (5 ay
220 +1\0 0 0/ °
Symmetric top molecules

The computational procedure is slightly more complicated in this case, since the ro-
tational states of a symmetric top molecule are described by Wigner Dfn ,, functions

introduced in (E.2)
2J+1
Fi(w) =4/ o D}{/[’K(w) ) (1.62a)

12J" +1 /

However, plugging these I';,I'y into (1.59) and simplifying consequently the angular
integrals using Egs. (E.21)) and (E.22) yields after some effort the expression

j}(KA’/[M’(kj —)k‘f) :_2\/(2J+1 (2J’—|—1 K’ M/Z \/7
A R [e’e) 9 J J/ )\ J J, )\
D YR K- A dr 2 Va(r)ja(Kr) (M'—M”u><K —K’O)

p==A

(1.63)

which in the case of a degenerate symmetric top (i.e., in the formal limit K, K’ — 0)
coincides with the diatomics formula . Differential cross-section for the JK —
J'K’ transition is computed as in the preceding case by taking squared modulus of
(1.63), summing over M’ and averaging over M

do _ 4K e 2
— (2J'+1)ZU drr V,\(r)jA(Kr)] :
A sk e k N—p /0

(1.64)

L (T T Y,
A+1\K —K 0) K
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Specialization to the point dipole potential

Especially important is the case of a point dipole interaction, i.e., when the potential
expansion ((1.54]) contains only single term A = 1 to wit

D

r2’

Since [;° j1(Kr)dr = 1/K, Egs. (1.61)) and (1.64) are amenable to further simplifica-
tion. With e = &’ /k < 1 one gets for diatomic molecules

Vi(r) = —

do 4D? jg i1 2 €
= 2 +1 1.
aol, , ~ At )<0 0 0> 1+ & —2ecos0’ (1.65)
and for symmetric tops
do 4D2(2J’+1) J o1y ‘ 5 (1.66)
AQ| i 3K K —K 0) 14+ —2ecosf 8" ‘

In order to obtain the corresponding angular coefficients Ay introduced in , it is
necessary to expand or into Legendre polynomials. At first sight, this task
might seem quite formidable. As far as we know, a simple derivation is not available
in the literature and therefore we would like to present one possible approach based on
neat utilization of the Legendre polynomials recurrence properties (Abramowitz and
Stegunl, [1965| ch. 8).

¢ Expansion of 1/K? into Legendre polynomials

Our problem at hand can be actually reduced to the question how to efficiently find
the coefficients in the formal expansior@

a_ﬁm Zan n (1.67)

Multiplying Eq. (1.67) by P, (x), calling upon the orthogonality of Legendre polyno-
mials and integrating over the domain z € [—1, 1] readily yields

(1.68)

am =

1
2m+1/ e Ppn(z)  2m+1 dsz(:c)7
2 _ a—px 28 1 Y-z

where 7 = /8 > 1. We are thus interested solely in the evaluation of the last integral
in which we denote as I,,,. Using the well-known recurrence relation for Legendre
polynomials (Abramowitz and Stegun, (1965, chap. 8) furnishes after some manipulation
recurrence relations for I,,,~1, namely

1
1
(m 4+ Dyt = / de mjm P, (x) =
R X (1.69)
:(2m+1)/ de —2—p m/d
-1 7T -1
Plugging further z/(y —x) = =1+ /(v — x) into (1.69)) gives
1
(m+ DIy =v2m+ 1)1, — (2m + 1)/ dz P (x) — mip—1. (1.70)
=
0 for m>1

28we are assuming that o, 8 are real constants and o > 8 > 0

23



Since the integrals I, can be computed easily directly for m € {0, 1} as

1
Iy = log <’Y+1> and I = 2varccothy — 2 = 2y — 2, (1.71)

N —
the relation ([1.70]) yields finally the sought prescription how to generate the expansion
coefficients in ([1.67)). Strictly speaking, the coefficients (1.68)) can be formally expressed

using the Legendre functions of the second kind, @,,, as

2m+1
A = 5

nevertheless the contribution of the derivation above is that it actually furnishes an algo-
rithm intended for a practical numerical implementation. As a side effect we have there-
fore also obtained an algorithm how to generate the Q;(vy) functions. In actual numer-
ical tests this approach turned out to be superior to the method gsl_sf_legendre Q1
offered by the GSL numerical library (Galassi et al.l 2009)), which is unable to handle
arguments v very close to 1 corresponding to higher incident energy or small rotational
constant B. As far as we know, functions Q;(7) are not available in the, otherwise very
rich, numerical library CERNLIB| (2006).
In notation compatible with we thus finally obtain@

Qm(7), (1.72)

FBA 4p.d N8 (3 0 1) L+
AX (=7 = 3D +1)<0 0 0) (2)\+1)QA< 5 ) (1.73)
Formula (1.73)) is a theoretical justification of the so-called “quadratic scaling rule”
often used (Randell et al., [1996) in the analysis of experimental data stating that the

scattering cross-sections are proportional to the square of the dipole moment D.

1.4.3 Analytic Born completion in the laboratory frame

The main drawback of the close coupling approach is the fact that the number of
channels (target states) taken into account is limited. Depending on the problem un-
der investigation, convergence issues with respect to this truncation may arise. The
method known in the literature as Analytic Born Completion (ABC) or Born closure
approximation constitutes one attempt how to circumvent these issues by clever em-
ployment of the Born approximation. The main idea can be formally summarized as
follows. Suppose that we need to compute numerically the sum F' = ">  f,, where
the terms f, decay slowly to zero with increasing n so in general a lot of terms is
needed to assure proper convergence of F. Nevertheless if we can find a similar series
Y oo 9n, the sum G of which is known analytically and whose terms g, exhibit similar
asymptotic (for n — oo) behavior as f,, then we can make following approximation

N
F~Y (fn—gn)+G. (1.74)
n=0

As concerns scattering applications, the quantities g are typically Born approximations
of f which explains the name of the method. Ideas along these lines have been used
extensively in the past (Clark] 1977; Crawford and Dalgarno, [1971). The original idea
dates back probably to|Thompson| (1966), where the author applied the above discussed
technique in description of elastic electron scattering on neon and argon. More recent
review with applications can be found, e.g., in [Feldt and Morrison (2008a); [Isaacs and
Morrison| (1996)) or [Itikawa, (2000alb).

Pgsuperscript p.d. reflects that (I.73) refers to the point dipole potential
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Illustration on e —CO scattering

In the following we would like to present the simplest possible application of the ABC
procedure with some illustrations. For this purpose we chose system used by |Crawford
and Dalgarno| (1971) mimicking the electron interaction with carbon monoxide. The
potential expansion in this model is considered only for A € {0, 1,2}, therefore we
are taking effectively into account contributions stemming from spherical polarizability,
dipole, quadrupole and anisotropic polarizability interactions. For explicit form of
the potential we refer to Crawford and Dalgarno| (1971). Moreover, we shall confine
ourselves to the evaluation of the integral scattering cross-section for the inelastic 0 — 1
rotational transition. In light of Eq. , it means that we need to evaluate the Ag
coefficient defined by Eq. . Explicitly stated

s
00—1 = PAO (0 — 1) =
0

_ % S @i+ | Tual”

0 j=0 L

(1.75)

In numerical implementation, one needs to restrict the channel space by imposing
upper limits Jmax, lmax, Jmax on J, 1, j@ Some testing revealed in accordance with
Garrett| (1975)) that the final cross-section is rather insensitive to the value of
Jmax if Jmax = 3. Thus according to the requirement [30, we have essentially one free
parameter ., the value of which influences the convergence of the sum in Eq. .
The quantities 3, J7'u/,01|2 thus play the role of f,, in Eq. (1.74).

By inspection of the Born prediction , we naturally expect that the main
contribution to the 0 — 1 transition is caused by the dipole contribution to the potential
and we might try to suppose that the 7T-matrix elements for high J in case of point
dipole potentia@ won’t differ much from their counterparts resulting from the original
potential. Therefore g, in Eq. would be interpreted as Born approximation to
the 7T-matrix elements for a point dipole potential.

However, the integral FBA scattering cross-section in this case can be obtained by
quadrature from . The result is

8w 1+e€ k1

FBA 2

— 7 p?) =L 0<e<1 1.76
N1 T2 8T TR (176)

Next, we need to evaluate the Born T-matrix elements for the dipole potential. The
Born T-matrix can be directly obtained from ([1.124)) by discarding terms (’)(VQ). This
yields

FBAj — 9 - V. 1.77
/01 ] (1.77)

Plugging this approximative K-matrix into (1.49) and keeping only terms linear in
(and thus linear in V) gives in turn the desired Born 7-matrix in the form

FBAT = —41/ J-V-T. (1.78)
0
The so-called unitarized Born approzimation as discussed, e.g., by Padial et al.| (1981)) is

obtained by a modification of the second step, where one uses the “exact” prescription
for the 7-matrix, i.e., even terms of higher order in K are retained@

30we prefer to deal with “complete” J-subspaces, i.e., the value of Jmax is connected with lmax, jmax

by the requirement Jmax < |lmax — Jmax]|
3lwith the same dipole moment as in the original potential
32pnevertheless the K-matrix itself is still only linear in V
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From Eq. (1.78) we easily calculate (Clark, |1977) individual matrix elements as

peA T = 4(=1)" D/koky </ d?"jw(kﬂ“)jl(kor)> :
0

v (oo {0 g T (179)

0 00 0 1

The identity allows us to perform the radial integration analyticallylﬁ yielding

U+l

: k I U 1IN(1 1 J
vd Tipo = itD(—=1)7 L2l + 1v2l + 1 .
’ kll+§ 0 0 O [ 0 1
0

(1.80)

_ Te%ﬂj 2F<LHH+1V—ZW 3_ﬁ>.
r(EE2) T (1 + 3) 2 7 27 27 k}

Since the integral cross-section is proportional to the square of the T-matrix elements,
as a side product we obtain the prediction k%llﬂ for the threshold behavior of the
J-component of the integral cross-section, where [’ is the minimal orbital angular mo-
mentum accompanying j = 1 for a given value of J.

Putting everything together, the integral excitation cross-section can be thus
approximated as

Jmax
T 2 2
001 ~ 2 E (2J +1) E |J7Ez',0l\ - E ‘FBAJTu',oz’ +
0 J=0 Ll Ll (1.81)
8 ko + k1
——D?1
* 3k2 o8 ko — k1’

with the last summand originating from Eq. (1.76)). Behavior of individual J-components

040 — U(t)]ﬁ»l T
1 SEFBAO—(‘)Ial_O—()]Hl —
@; (x30i 5
7 0.20 sk
’\bo | o
0.10 - S
0.00 et g e -8

0 10 20 30 40 0 10 20 30 40
total angular momentum J

Figure 1.3: Convergence of the excitation 0 — 1 (left panel) and elastic 0 — 0 (right
panel) cross-sections for incident energy of 100 meV. Left panel demonstrates the slow
convergence of og_,1 with respect to J and its approaching to the Born approximation
results. Calculations were performed with close coupling parameters Jyax = 40, lpax =
43, jmax = 3.

33for more involved numerical methods intended for evaluation of oscillatory integrals of spherical
Bessel functions we refer to |Lehman et al.| (1981)
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of og_1 is demonstrated in the left panel of Figure the results of which were ob-
tained using Volterra propagator method with adaptive grid discussed in more detail
in Section [L.El

Even for Jnax = 40, straightforward application of Eq. for incident ener-
gy 100 meV yields value of 2.59 A2, whereas the Born closure formula predicts
4.09 A% in accordance with Crawford and Dalgarno| (1971). At lower energies, this
behavior is less pronounced, for example for 10 meV, formula yields 25.29 A2,
whereas the Born closure formula predicts 26.89 A2. The intuitive reason for
this is hidden possibly in the fact that higher partial waves won’t contribute due to the
centrifugal barrier and therefore also high J-components will be less important, since
the minimal angular momentum [ in block J is given as Iy, = max (J — jmax, 0).

Note that even within this rather “crude” model, the obtained result (1.81]) for
10meV is thanks to the dominant character of the dipole interaction in acceptable
agreement with the value 23.84 A2 reported by [Randell et al. (1996) and also with
results of |Chandra/ (1977); |Jain and Norcross| (1992).

Finally, we would like to mention slightly different interpretation of the subtraction
technique @ as proposed by [Norcross and Padiall (1982)). The authors consider
the expression E[) for the differential cross-section and re-express it in the first step
following |Crawford and Dalgarno| (1971) as

do do |FBA do
2 =2 +aZ (1.82)
ALy ARy AR,
with d .
a9 _ _ AFBA
A ST }A:[AA AE }PA(COSQ). (1.83)

They key observation rests again in the fact that for large angular momenta [, the
T-matrix elements entering coefficients A in will ultimately coincide with val-
ues calculated in the first Born approximation. Since Ay does not couple T-matrix
elements differing in ! by more than A, the high | contributions effectively cancel in
(1.83)). Therefore one could interpret the splitting in such a way that it sepa-
rates the cross-section into low and high angular momenta components. [Norcross and
Padial| (1982)) also made the observation that the high [ cancellation in is actually
equivalent to the fact that the long range part of the potential does not influence sig-
nificantly . The authors consequently argue that exactly because of this reason,
the adiabatic treatment might be appropriate for evaluation of even if it is in-
applicable for evaluation of the original cross-section. Moreover, it is certainly possible
to go beyond Born approximation in the sense that one can introduce an approxima-
tive (APP) potential provided the 7-matrix elements coincide with original 7-matrix
elements for high {. Then a natural extension of reads

do do |AFP do

— = — + A — , (1.84)
dff; ;0 A9, A2 5
with 4 )

. )

A — = —5 > |Bx— BT |Px(cos ). (1.85)
2 A
Q| 4kg 5 [ _

The central difference from the previous approach is however that the expression
is evaluated in the adiabatic framework whereas is mot. The inherent body
frame approach is in Eq. also indicated by introduction of the B coefficients
(1.97) and the body frame momentum kg. |[Norcross and Padial (1982) denote resulting
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approximation as Multipole Extracted Adiabatic Nuclei (MEAN). In the sense that this
method treats essentially low and high angular momenta components in substantially
different way, it can be considered closely linked to the Angular Frame Transformation
methods mentioned briefly in Subsection [1.2.2

1.4.4 Body frame treatment & Rotational frame transformation

An alternative tack to the same problem is based on the body frame formalism which
is the subject of Subsection In the parlance of the frame transformation theory,
one essentially works in the region I introduced on p. [14]in the section devoted to the
partitioning of the space according to the radial variable . Since we are interested only
in the rotational excitations, we can afford to disregard the vibrational Hamiltonian
HEﬁ), which means that the wave function expansion is amenable to simplifi-
cations described below Eq. , namely omission of the designation of the initial
vibrational state and also the dependence of the radial functions on the internuclear
separation R. The coupled equations for (ﬁi]A” ?0 Ao(r, R) thus reduce into

a2 1(1+1)
> [(dr? -+ k:%) Sy —2Viy
l/

b1, (1) = 0. (1.86)

In Eq. (1.86]), we have also dropped the (redundant) label J since the potential matrix
element Vfl, in the body frame are not dependent on J. The symbol kg denotes
the so-called 7“body frame energy” of the incident electron. By imposing the usual
asymptotic behavior on qbl/}’l as in the laboratory frame treatment discussed previously

T—00 1

¢f},l(7") —_— NS

we can readily obtain the body frame reactance matrix BC-matrix or the closely linked
body frame BT -matrix using a relation identical to (1.49)

[sin (k:Br - z’g) Syg + cos (k:Br - z’g) B/C,ﬁ,} , (1.87)

BTA — 9B (i 4 Bch) ™ (1.88)

The first Born approximation (FBA) (1.77) to (1.88)) can be derived again by retaining
only first order terms in BK? yielding

AT = —2iBKCh. (1.89)

However, this BT -matrix (or its FBA counterpart) still refers to the body frame and
as such contains of course no information about the rotational dynamics under inves-
tigation. Therefore one needs to perform the transition to the laboratory frame by
means of the frame transformation procedure. In the present setting the regions I and
IT of Subsection [1.2.1] collapse into one and one has to deal just with the rotational
frame transformation effecting the transition from body frame basis (1.17)) to its
laboratory counterpart (|1.27)).

The matrices A}»flA specified by constitute a unitary transformation connecting
individual channels in the body and laboratory formalism. Since we work in the real
domain, the transformation properties of the wave functions are easily extended to the

. . L~ ..
BiC-matrix defined by (1.87). An approximate laboratory frame ~K-matrix is then

Led — def JA BjA | 4JA
Kip < APl - AN (1.90)
A

34slightly compressed notation has been used in (1.86) as compared to (1.24) - Vf\,z/ is just a con-
venient shorthand to <lA; JM|Vint|l’A'; JM> used in ([1.86))
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. L= ..
The approximate laboratory frame 7T -matrix is then rendered analogously to (1.49)

LJ L~J . LaJ -1
Tj’l’,jl = -2 chll/Jl . <’L -+ ]Cj’l’,jl)
LJ LeJ 2\l LJ LeJ 2\l (1.91)
= —2 ’Cj’l’,jl . (1 + ’Cj’l’,jl ) + 21 ’Cj’l’,jl . (1 + ’C /l/ ) .

It has been shown (Chandra, 1975) that due to the unitarity of the transformation
A}IlA, one can equivalently transform the body frame B7-matrix using prescription
analogous to , where one formally replaces all occurrences of “K by corresponding
T”, arriving at the same result as by using the “indirect” procedure via the BXC-matrix.
Having obtained an approximation to the laboratory frame transition matrix, we
can formally follow the procedure outlined in the section devoted to the laboratory
frame treatment. Thus the individual (rotational) state-to-state cross-sections are

B 2J+1 T, ‘ . 1.92
J=J k (2 J+ ) ; l ( )
Analogously, the differential cross-section is given by relation (1.50]) with L7~';-],l/7ﬂ being
substituted for the “7-matrix.
Alternatively, one may be tempted to calculate the total scattering (body frame)
cross-section directly from the body frame BT -matrix according to [Huo and Gianturco
(1995)) via

oB = ZO‘A, (1.93)
A

with

lmax lmax

D IPIN

Bl—Ol/—

It has been shown (Chan et al., [1968; |Temkin et al., [1969) thaﬁ the quantity (|1.93)
is, apart from possible kinematic factors, equal to

Oin = G (1.95)
j/

. (1.94)

and the sum on r.h.s. of Eq. does not depend on the initial rotational state j.
Because of this summation over the final rotational states, the body frame total cross-
section op in is often termed as “rotationally-summed”. Finally, the body frame
equivalent to relation can be written in quite similar form as

do
0|,

1
= WZ(QL—FDBLPL(COSQ), (1.96)
B L

where

By = Y it (20 4+ 1)(20 + 1)(2t + 1)(2l + 1] dy (I, b2, 1, )T, ,ji,
A1,A2
U1,0,02,05

(1.97)

3%in light of results presented in (Chandral (1975) regarding the equivalence of the adiabatic ap-
proximation and the RFT, this statement is actually explicitly proved by reasoning mentioned in

Subsection
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with couplingjﬁ terms dy, (Sun et al., 1995| p. 4)

v (ol L\ (l U L\ (L 1o L\( 1 Il L
i (b b, 1’l2):<0 00/ \0 0 0)\-A1 Ay o)\ A Ay o)

(1.98)

1.4.5 Adiabatic approximation

Section [I.3] shows that the central ingredient to the adiabatic approximation is the
elastic body frame “modulated” scattering amplitude. According to the Chase (1956)’s
prescription, the approximate laboratory frame (in principle inelastic) amplitude is
consequently rendered as a single matrix element of the transformed body frame am-
plitude sandwiched by respective rotational states of the target molecule. In this sense,
the approach based on adiabatic approximation (AA) thus resembles quite closely the
body frame approach accompanied by rotational frame transformation discussed in the
preceding section. One therefore expects that there must be some specific relation be-
tween these two approaches and it has been indeed shown (Chandral 1975) that these
methods in their original form actually furnish identical cross-sections. Nevertheless
because of the different theoretical background, we have devoted a separate section to
the AA method.

Formalism of the adiabatic approximation

The subsequent analysis is most easily performed in the partial wave expansion which
finds a natural generalization in case of polar molecules as elaborated in more detail in
Chapter 4l The body frame elastic scattering amplitude is thus expressed®| as

S 2 / N A
FE Y = 25 34 { = GGt + St} - Y7 () Yo me(R)),

(1.99)

m,m’ T

b mt m with k = ky = k;
with the term in curly braces Ty, ;,, being known as the partial wave transition ma-
trix. Consequently, it is necessary to transform this amplitude to the laboratory frame
obtaining in this way the “w-modulated” scattering amplitude required by the central
equation @ of the adiabatic approximation. To this end, we conveniently employ
the Wigner D,k functions (the most important algebraic properties of which are sum-
marized by Appendix to transform spherical harmonics in using relations
. The resulting (transformed) scattering amplitude takes the form

where we put the incident momentum k; into coincidence with the fixed laboratory
frame z-axis and the Euler angles specifying the orientation of the molecule have been
subsumed into a collective label w. As already mentioned above, the amplitude (1.100)
is consequently sandwiched by rotational states of the molecule and resulting expression
is integrated over w (i.e., averaged over possible molecular orientations). The result of
course depends on the explicit form of the rotational states. Since we have applied this

3Snotation of Appendix [B| has been used in (1.97), namely that the symbol e appearing in the
individual 3j-symbols represents the unique value for which the respective symbol doesn’t vanish
37in accordance with the convention introduced in Section primed vectors refer to the body frame

of reference
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approach for studying rotational excitations of polar symmetric top molecules, we shall
confine ourselves in the following to this particular case. The approximative laboratory
frame amplitude rendered in the adiabatic approximation is thus

TR (ky) = (JE'M| f(ky, Ei; w) |[TKM) (1.101)

with |JK M) representing the symmetric top rotational states introduced in Subsec-
tion Performing the integration over w in Eq. and utilizing composition
and orthogonality properties of the Dfn . functions yields after some
algebraic effort the final result ’

8728V IS 27T (2J+1)(2J’+1) eV m
ot £ (kyp) = zk\/ (=1)E M55 g Z(—l) V2 +1

47 —
Ly
/ J J L J J L
A= . 1.102
X I ZL (2L+1) (M —M AM) (K ~K 0) (1:102)
AM =M —M l 4 L l ! L ~
— . Yl’ M(kf)
M=M—M 0 AM —-AM m —-m 0 ’

The form is in agreement with expression given by |[Fabrikant| (1983b), where
the author presents similar formula for diatomic molecules obtainable from Eq.
in the formal limit K, K’ — 0.
Having obtained the scattering amplitude in , it is then straightforward to
evaluate the differential scattering cross-section via standard formula
.2
aLdF_fF/,F(kf) ‘

dUF’,F = — dQ, (1103)

]CF/
kr
where I" and I were introduced as shorthands for rotational quantum numbers JK M
and J'K'M’, respectively.

The cross-section corresponding to all possible rotational transitions from an initial
energetically non-degenerate subspace evaluated in the adiabatic approximation has the
interesting property that it is independent on this initial subspace. The explicit analysis
for diatomic molecules has been carried out long time ago by |Chang and Temkin| (1969)
and Temkin et al.| (1969). The underlying idea is quite simple and the proof can be
compressed just into a few lines as outlined below, where we extend the treatment also
to symmetric top molecules.

e Diatomic molecules

The energetically non-degenerate subspaces regarding diatomic molecules are labeled
just by the rotational quantum number j. Thus the physical quantity (cross-section
0j—) of interest as described above is

1
%+ = 5T SN Cimosgr (1.104)

2 o/
m ] 7m

The first sum over m in (1.104]) corresponds to averaging over initial energetically
degenerate stateﬁ and the second sum over j',m’ reflects summing over all possible
final rotational states. Expressing the individual cross-sections in Eq. (1.104)) in terms

38the initial subspace is of dimension 25 + 1
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of adiabatically approximated scattering amplitude (1.101)) yields

1 o L. ]
Uj:2j+122‘<3m‘f(kfa ki; w) ‘Jm>|2:

m j'm/
1 e T — —
= g1 2 2 ml fky, ks w)” |3l 'm| (kg K ) [im) =
m j/,m/
1 L .
m ' m
1 . % 1 - o
T 2j+1 ;j;/ /dw [£(Rp, Bz ) Yjm(w) Y m(w) = zm/‘f(/fﬁ i w)|” du,

where we have utilized the closure property of the |j'm’) states in the second row
and the well-known relation 47" Y m(w)Y;‘: m(w) = 27 + 1 in the final algebraic
manipulation. In other words, the result obtained in Eq. can be also interpreted
as that the cross-section is simply an angular average of the squared modulus
of the body-frame scattering amplitude transformed into the laboratory frame.

In the derivation , we have tacitly assumed that the target diatomic molecule
finds itself in a X electronic state. Therefore the expectation values of the operators J
and 1, coincide and the rotational wave functions are simply spherical harmonics. For
generalization to non-¥ states we refer to Temkin and Faisall (1971). Since a diatomic
molecule in a non-¥ state is, roughly speaking, almost a symmetrical top (as far as
angular momentum is concerned), it is not too surprising that the formalism quite
resembles the one given below.

e Symmetric top molecules

For symmetric top molecules, the rotational energy is determined by quantum numbers
J, K. Therefore one obtains the relevant cross-section o ;i by summing over final states
and averaging over the (2.J + 1)-fold degenerate initial quantum number M

1
OJK = 2J+ 1 Z Z OJKM—J' K'M!'- (1106)
M JK'M'

Consequently, one can proceed along very similar lines as for diatomic molecules to wit

1

K= 571 %:J/;M,W'K’M’\ PRy, By w) [TE M) =
_ 1 oo x| 7/ 7 PR oo B
=577 J/;M, (TKM| fky, kis w)* | JK'M'Y (J'K'M'| f(kg, ki w) |[JKM) =
M
1 ke, k 1.107
:2J+1Z > (KM |f(Ry, ki w)|*|TEM) = (1.107)
M J/K/M/
! LR 1 Lo
2P /dw‘f(kf’ Fis )" | D ()] = W/}f(kfa Fis w)|” do.
M J/K/M/

The essential algebraic simplification is again based on the closure property of the
D‘[](,,’ a functions and the orthogonality property enabling to carry out the sum-
mation over M. The interpretation of Eq. is almost identical as in the previous
case. The only distinction is present in the factor 872 which is due to the fact that the
orientation of a symmetric top is specified by all three Euler angles and therefore the
“angular space” size is correspondingly 27 x larger than in Eq. .
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Analytic Born completion in the body frame

The ideas outlined in Subsection regarding the analytic Born closure techniques
are easily extended also to the framework of the body frame treatment facilitating
significantly numerical calculations especially in case of polar molecules as discussed
in Chapter [4 Following the procedure introduced in Subsection we need first
to identify the dominant part of the electron-molecule interaction. In the following we
shall suppose that the dipole contribution does the job. For the subtraction technique
, it is again not necessary to consider exact form of the dipole potential since one
can assume that for high partial waves, the difference between point dipole and the
actual potential will be effectively washed out.

e Born point dipole amplitude

From the formal point of view, two main ingredients are required. Firstly, we need
to compute the Born approximation to the body frame elastic point dipole scattering
amplitude in the partial wave expansion obtaining thus the corresponding body frame
Born partial wave T-matrix ( - To this end we employ plane wave resolution
in the standard expression for the Born amplitude obtammgiﬂ

- | D7 1 TN
f(ky, ki):4772<kf‘r73 kz> 5 dr - (k kp) T

= 87TD Z ilil/Yl*’m(z:i)Yl/7m/(l/{\:f) /0 dT’jl(kiT‘) jl/(l{}f’f‘) .
L

" /dQ Yo ) cos 6 (%)

2 . L X

- £ le l F%’Adpl' Yl,m(ki)Yl’,m’(kf)y
m
LU

(1.108)

with FBA dpl, ; representing the mentioned Born point dipole partial wave T-matrix

oy — m2 5 / 12— m2

FBA I,01+1 U'+1,1

Y =2iD \ / \ / 1.1
pdpl = 1 1 l,Q l/ 1 4l2 1 ’ ( 09)

the elements of which are immediately seen to decay only as 1/l confirming thus the
expected slow convergence of the resulting cross-sections with respect to the angular
momentum basis. Nevertheless if the dipole interaction dominates in the collisional
process under investigation, it is not completely unreasonable to expect that the “exact”
partial wave T-matrix elements will exhibit similar behavior for large [. One might be
thus tempted to subtract the matrix elements from T-matrix elements @D
computed in the body frame by solving the corresponding radial equations (1.24).
Consequently, we need something which we would add in the laboratory frame in order
to compensate for this subtraction. To this end, we evaluate in a straightforward way
the FBA body frame scattering amplitude in the plane wave basis to wit

Fy>:

L B
£ By, By = am® (B | =5~

(1.110)

—»/' —/

= —2i

. > 1) 7!
702 with K = k% — k;.

39superscript FBA stands for First Born Approzimation
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Now, it is necessary to transform the expression ((1.110)) to the laboratory frame. To this
end, it is convenient to rewrite the dot product D’ - K’ in terms of spherical harmonics
and consequently employ the transformation rules (E.17))

=P(D'- K’ ZY (K")Y1,m (D)

m=—1

1
1 ) 1 .
:,/%Y{,O(K’):,/§§ Dho(w) Y1 1 (K).
k=-—1

Thus the body frame scattering amplitude ([1.110) transformed into the laboratory

frame is
- - D J4nw ! 1 R
fky, ki) = _21?,/? k_§1 Dy o(w) Y1, x(K). (1.112)

Inserting this result into Eq. (1.100) and performing the angular integration using

relation (E.21) yields

2748V 21D 4 /
LF-FBA pJ K'M M -K
ad L7xM (K) = \/ I[J'] 0K K" X
J J J J 1 -

<M M .> <K ~K 0) Yo ().
Note that (|1.113)) is in contrast to (|1.102]) expressed in terms of the laboratory frame
transfer momentum K. Nevertheless the appropriate workaround is quite easy. Assum-
ing that the laboratory frame is chosen so that the incident electron momentum k; lies
in coincidence with the laboratory z-axis and denoting the polar (scattering) angles of

k ¢ as O, ¢r, the magnitude of the momentum transfer is K 2 = 21{:22(1 — cos 0f) and the
corresponding polar angles 0k, ¢k obey

(1.111)

(1.113)

CoS oK = —%(1 — cos Hf) and ¢ = ¢r.

Strictly speaking, the final momentum expressed in the laboratory frame Ef violates
energy conservation for it differs from k; only in the direction. This nuisance is closely
linked with our starting point, the body frame elastic amplitude . On the other
hand, from the formal point of view, this is not of much importance, since is
used solely to compensate for the subtraction of the FBA partial wave T-matrix .

Finally, a natural question might be what is the connection between the FBA am-
plitude obtained by digression to the body frame and the Born differential
cross-section calculated directly in the laboratory frame. Taking squared mod-
ulus of , summing over final and averaging over initial energetically degenerate
states readily provides

HEEBA dg LE-FBA o/ KM/ 2
— K
ad.dQ JK—SJ K! 2J+1]\J§]:\4" f ( )
4D? ()T i
=dmo 5 (20 + )(K T 0) SV (K)x (1114)

M,M’

(T T 1\’
XYI,M’fM(K) (M _M .> .
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The sums in ([1.114)) over M, M’ are easily evaluated by introducing temporary variable
A = M’ — M so that one has

ZYT,A(K)YLA(K)Z(]KZ J.I i) : (1.115)

~~
1
3

We thus immediately see that (|1.114)) reduces to (|1.66) with € = 1 reflecting the above
mentioned fact that the amplitude (1.113)) is “artificially elastic”.

1.5 Radial equations

Vast majority of computational methods intended for description of electron-molecule
scattering lead in the end to a set of coupled second order differential equations for
the radial wave function components of the scattered electron. Quite generally, these
equations can be written in the following form

? (e +1
az (2) + ’fi} Yap(r) =2 V(r)aythya(r)- (1.116)
v
Greek subscripts «, 8, ... distinguish individual channels and in the following they

are used as a compressed notation for all relevant channel quantum numbers. These
depend of course on the problem under investigation, nevertheless we shall assume that
the angular momentum of the incident electron [ is always included. This proviso is
already explicitly present in Eq. , where the symbol [, stands for the angular
momentum [ in channel «. Similarly, k, denotes channel momentum given by energy
conservation

k2 =2(E - E,), (1.117)
with E being the total initial energy of the systemlﬂ and F, representing the energy
of the target in channel o. Finally, two subscripts on the wave function 1,5 are used
in order to distinguish outgoing (a) and ingoing (3) channels.

In the absence of the coupling potential term V', the real solutionﬂ of Eq. (1.116))
can be chosen as the Ricatti-Bessel functions introduced in Appendix

1 ~ 1
~ VR VEa

In (1.118]), we have chosen slightly different normalizationlﬂ of the free solutions as
compared, e.g., to[Huo and Gianturco| (1995, chap. 6) in order to ensure unit Wronskian
and thus to eliminate kinematic factors in the real asymptotic form of the solution of
as mentioned in Appendix @

To determine the solutions of uniquely, one further imposes scattering
boundary conditions, namely

/j\la(kar) (kar) My, (kor) =

i, (kar) - (1.118)

Yap(0) = 0, (1.119a)
Yap(r) T Sap ity (kar) + Ka,s A, (ar) - (1.119D)

Condition ([1.119a)) has to be satisfied in order to ensure finite solutions of the three-
dimensional Schrédinger equation at the origin and condition (1.119b)) can be under-
stood as a defining relation for the so-called K-matrix. Strictly speaking, condition

4Oenergy of the incident electron + target
4Lin the following we shall refer to these functions as free solutions
4Zand therefore also different symbols j and n
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(1.119b)) applies only for energetically accessible ChannelsF‘EI The role of closed chan-
nels in all applications presented in this thesis seemed to be marginal. Therefore we
shall omit discussion of these topics and for additional details we refer to Norcross and
Seaton (1973).

Equations can be interpreted as a set of equations with nonzero r.h.s., where
the r.h.s. contains the solution itself. At least from the theoretical point of view, the
Green’s function approach is specifically tailored for these situations. The particular
(channel ) Green’s function g, (r, r’) extensively used in Subsection[L.5.1]and vanishing
identically™] for ' > r is

g, (r,7") =0 (r —r') {/]\la (kar) Ay, (kar') — T, (kar) 1. (kar’)} . (1.120)

1.5.1 Numerical solution of the radial equations

In order to tackle equations numerically, we have employed a technique based
on the possibility to reformulate the original set of differential equations into a set of
Volterra equations of the second kind, originally proposed and successfully applied in
a series of papers (Sams and Kouri, 196946, 1970a,b; [White and Hayes, 1972)). This
approach yields an efficient and easily implementable iterative procedure as opposed
to standard methods based on discretization of the differential operator. The appli-
cability of the latter methods to quantum scattering problems has been investigated
very extensively in the past (Allison) 1989; Blatt), [1967; Sullivan and Temkin, [1982]).
Approaches have been also reported, which are based on conversion of the second order
to first order equations amenable to treatment by exponential techniques (Chan et al.|
1968). |Gordon| (1969) has used a different strategy consisting in a piecewise linear ap-
proximation of the potential on several sectors. The solution on each sector can be then
constructed analytically and consequently matched at the sector boundaries to supply
an approximative wave function. For a recent overview of these and related methods
we refer to |Anastassi and Simos| (2009) and references therein.

Another possibility consists in restating the Schrodinger equation into a first order
differential equation for the log-derivative matrix of the solution. However, standard
discretization methods are not especially practical in this case due to the possible pole
singularities of the log-derivative matrix. An efficient numerical algorithm (although
without derivation) has been proposed in|Johnson| (1973) and later put on more rigorous
grounds by [Manolopoulos et al.|(1993). Mrugala (1985)) has shown how to extend this
algorithm also to handle Schrédinger equation with inhomogeneous terms. From the
formal point of view, these methods are closely related to the Variable Phase Approach
of (Calogero| (1967). Adaptation of the approximative method of |Gordon| (1969) to
the framework of log-derivative methods can be found in |Alexander and Manolopoulos
(1987).

Although closed channels in the close coupling approach don’t play a dominant role
in the presented applications, an elaboration on propagation under these circumstances
is contained, e.g., in Norcross and Seaton (1973).

Volterra integral method

Set of NV equations (|1.116)) being of second order has in general 2N solutions. The
condition (|1.119a)) reduces this number to N. It turns out to be convenient to arrange
individual solutions 1,3 distinguished by the ingoing channel 3 into a square matrix

434.e., channels « for which k2 > 0

419(x) represents Heaviside step function
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V,3. In the same spirit we introduce following diagonal square matrices

Jos = 1o (kam) 65 Nag =1, (ka?) da.s, (1.121)

representing the free solutions of Eq. (1.116f). Taking into account the Green’s function
(1.120)), the original set of equations can be easily restated into matrix form as

Wa,5(r) = D (o (1)Qy5(r) = Nay (r)Py5(r) (1.122)

Y

where the matrices Q and P depend on r and are given aﬁ

Q(r)=1+ 2/rdr’ N-V.¥ (1.123a)
0
P(r) = 2/ dr' J- V.- (1.123b)
0

Combining the boundary conditions (1.119)) and Eq. (1.123)) yields directly a relation
for the K-matrix
K =—lim P(r)-Q(r)~ " (1.124)

r—00

Discretization of Eq. (|1.123]
To obtain the numerical solution of Eq. (|1.121]), one follows typically these steps

e the radial variable r is confined into some prescribed interval [0, ryax],

e radial grid {rn}fyzo is introduced, where n labels the individual grid points and

ro =0, 'N = Tmax,
e the integrals in Eq. (1.123)) are replaced by suitable numerical quadrature scheme.

The issues regarding the choice of particular quadrature and its influence on the numer-
ical properties of the resulting algorithm are discussed in more detail in Appendix [A]
In light of the material presented there, an acceptable compromise between precision
and computational demands seems to be the Simpson’s method 2 with adaptive grid
spacing. In practical calculations it turned out that it is quite satisfactory to use just
simple trapezoidal rule with adaptive grid or “truncated” Simpson’s method introduced
in Section [A.3]

This behavior is mainly due to the fact that the major error in the computed
scattering quantities stems from the truncation of the close coupling target expansion
and the error caused by the inaccuracy of the integrator can be remedied by increasing
the density of the grid. This is accompanied by linear increase of the computational
costs, whereas the scaling with respect to the number of target states is typically of
third order. In the following, we shall therefore assume that the integration weights w;'

given by (|A.3)) don’t depend on n.
We thus readily obtain discretized versions of Eq. (|1.123)) as

Qu=1+2) w;iN;-V;- T, (1.125a)
=0
P, =2 Zwi Ji- Vi ¥ (1.125b)
=0

4Sindices are dropped and symbol - denotes matrix-matrix multiplication
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Subscript i indicates that the matrices Q, P, ... are referred to the i" grid point. Plug-
ging (1.125)) into Eq. (1.122)) furnishes the final relation for propagating the solution

\I]n-f—l = Jn+1 : Qn - Nn+1 - Pn, (1‘126)

which is a consequence of the fact that the contributions at the n'" grid point from Q
and P cancel. Eq. (|1.126)) is thus a prescription how to generate the solution at grid
point n 4 1 using the knowledge of the solution at grid point n.

Initial conditions

Eq. (1.126]) has to be of course accompanied with proper boundary conditions at the
origin. These can be obtained by direct inspection of Eq. (1.123)), namely

Q0)=1  P(0)=0. (1.127)

It is worth to note that the use of Green’s function actually already fixes the
normalization of the resulting wave function and we are therefore not free to prescribe
the matrices Q, P at the second grid point r1, as it is usually done in, e.g., Numerov
type methods (Anastassi and Simos, 2009)).

Numerical stabilization

The numerical errors arising in practical implementations of are unavoidable.
Probably the main consequence is the fact that the linear independence of individual
solutions (i.e., columns of ¥) degrades during the propagation. Several techniques how
to circumvent this nuisance have been proposed (Morrison et al.| [1977; Rescigno and
Orel|, 1981} 1982). The main idea is based on the observation that all columns of ¥
are solutions of the original linear equation and therefore ¥ post-multiplied by
some regular matrix A will be also a solution. From the mathematical point of view,
this approach essentially corresponds to a change of the initial conditions. The matrices
Q, P will be transformed into Q, P, given as

Q«Q-A and P« P-A

However, the key element of scattering calculations, the C-matrix, is invariant under
this transformation as can be immediately seen from ([1.124)

K=- li)m P(r)-Q(r)t=— Ilm P(r)-A-A71.Q(r) ' =K.
Various methods then differ in the choice of the matrix A. Rescigno and Orel (1982)
use in place of A the inverse of Q, i.e., Q~!. This yields the transformation

Q(—I and 15<—P-Q_1.

Another choice consists (Curik et all 2000) in employing the inverse of the solution
matrix ¥, although it might seem strange to multiply by W' in this case since the
matrix W is close to singular. Therefore the stabilization procedure has to be performed
“soon enough” to prevent numerical deterioration of V.

On the other hand, as pointed out by [Huo and Gianturco| (1995), this approach
suffers from the fact that it is not suitable for reproducing the wave function itself, for
it would be necessary to store all transformation matrices and finally undo all matrix
multiplications in order to return to the original initial conditions. But since we are
usually interested solely in the KC-matrix, this poses no serious restriction.
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1.6 R-matrix formalism for potential scattering

As a part of the presented thesis, we have investigated computational methods for
determination of scattering lengths in case of long range potentialﬂ emerging, e.g., in
theoretical description of Csy or 4He, dimer ground states. Our interest concerning this
topic was motivated mainly by theoretical significance of the scattering length quantity
in the low-temperature physics of molecular dimers for which the point of Bose-Einstein
condensation is experimentally attainable (Motovilov et al., 2001]).

In this regard, we have proposed an alternative method which is based on combina-
tion of the R-matrix approach and the celebrated Schwinger-Lanczos (SL) variational
principle. Details concerning this approach can be found in Sulc et al., (2010) com-
prising also the of this thesis. Briefly stated, the basic idea consists in
decomposing the interaction potential into a local V' and non-local (possibly energy de-
pendent) W part. Solution of the Lippmann-Schwinger (LS) equation for the potential
V + W is then in turn rendered by means of the so-called “two-potential” formula (Tay-
lor, [2006], ch. 14), i.e., one first solves the local problem taking into account only the
potential V| the solution of which is then employed as a “source term” for an equation
of the LS type but with potential W only. For handling the local part of the potential,
we have employed Green’s function technique along the lines of the R-matrix method
as suggested in Mil'nikov et al.| (2001)). Finally, the non-local problem W is solved by
application of the SL variational principle following the implementation of Meyer et al.
(1991).

The purpose of this section is to merely summarize the basic principles and formal-
ism of the R-matrix framework constituting a common denominator to a vast amount
of methods in modern electron-molecule scattering theory. Originally, this approach
was proposed by Wigner and Eisenbud (1947) in the context of nuclear physics and
later adapted for scattering calculations by many authors (Burke et al.l 1971} [1977;
Shimamuray, [1977).

1.6.1 Non-variational derivation

In the simplest possible setting of one-channel s-wave potential scattering, the relevant
problematics is essentially reduced to solving the radial Schrodinger equation

[~ + V) — 5B ) =0, (1128)

with V(r) and ko representing the interaction and incident momentum, respectively.
In the usual R-matrix derivation (Burke and Robb, 1976)), one fixes a radius r = g
and introduces a set {¢,} of radial functions being comprised of solutions of

[ 1 d?

5z TV - %kﬂqsn(r) =0, (1.129)

satisfying moreover boundary conditions

$n(0) =0, (1.130a)
1 dge| b
o T (1.130b)

Following Lane and Thomas| (1958), simple algebraic manipulations readily reveal that
functions ¢,, corresponding to different k,, are mutually orthogonal (and thus linearly

46 decaying as some inverse power of r for r — co
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independent) on the interval [O,TOHE Consequently, the sought original solution of
Eq. (1.128) can be expanded into this basis. Formally, one has

Z Cndn(r) for 0 < r <. (1.131)

Multiplying (1.128) by ¢, and (1.129)) by %, integrating from 0 to g and finally sub-
tracting both equations yields

/OTO [‘b"w” - W’Z] dr = (ky — ko) /U "’ Pntp dr. (1.132)

Left hand side of (1.132)) is simplified by employing Green’s theorem and taking into
account the boundary conditions ({1.130)). This procedure renders directly the expansion

coeflicients ¢, in ([1.131]) as

1 u(no) i dy

iz b@[}}. (1.133)

Having obtained ¢, and introducing the R-matriz via

Z ¢" TO (1.134)

1

one can restate (1.131)) into a form

-1

- bw<ro)> ; (1.135)

Ry = (o) (7“0 ij

T |
where the R-matrix Rp manifests itself as a dimensionless quantity directly relating the
value of ¢ and its derivative at the boundary r = rg. Knowledge of the logarithmic
derivative of the solution of enables us then in turn either to continue in the
radial propagation by means of some other method or to extract relevant scattering
quantities such as the reactance matrix provided the potential V' (r) is already negligible
at 7 = rg, the latter situation being abundant in the originally proposed nuclear physics
applications where the interactions are typically of short range.

However, from the practical point of view, this approach is of limited use since
to obtain the expansion basis ¢, by solving is actually almost equivalent to
solving the original problem ([1.128]) directly. On the other hand, we can introduce
some approximative potential V;(r) and introduce functions ¢! being solutions of

5

obeying the same boundary conditions (|1.130)) as before. The original functions ¢, can
be then approximated by linear combinations of go?l as

+ Vo(r) = 552 |@h(r) = 0 (1.136)

o) = Za(N) i=1,....N, (1.137)
where the coeflicients a%\/) are obtained by diagonalizing the differential operator
1 d?
———+4V 1.1
5 32 + V(r) (1.138)

4Twithout loss of generality we can therefore assume that ¢, comprise an orthonormal set
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in the basis ¢!. Resulting eigenvalues are denoted as kj(-N) for j =1,...,N. In order to
ensure completeness this set of N functions and eigenvalues is for £ > N +1 augmented

)

by gok and Iik, respectively. For the sake of clarity, the notation @; s used for the

entire basis with the prov1so that go( ) = gp? for j > N. An N-term approximation
M) (r) to the solution of (T.128) is then analogically to (1.131]) sought in the form

chN) (N ) for 0 < r <. (1.139)

Assuming that the differential operator ([1.138]) is diagonal also in the augmented basis
and that @) (r) represents its eigenfunction corresponding to k3 one can perform

similar manipulations as leading to (1.133]) obtaining a relation for the coefficients c( )
to wit

()
(N) _ 1 Cb ( ) dd) b (N)
= — . 1.14
K ro K2 — k3 [ dr 4 ]?“0 (1.140)
Thus the approximative R-matrix expression is now

(N) (. \2
R =2 Zu (1.141)

n=1 k( ) - k%

Of course in practical applications, the infinite summation in has to be somehow
truncated. However, it turns out that naive omission of terms with n > N leads to very
slow convergence due to the inherent discontinuity of the derivative of ¢(¥) at 7. An
alternative tack has been proposed by Buttle| (1967)), in the spirit of which the author
considers the part of the summation forn > N, i.e.,

ARM = — Z d’” TO - Z “On_kz. (1.142)

n= N+1k‘ —kQ n=N+1 K

The key observation rests then in the fact that (1.142]) is actually equivalent to

ro _ dxo
Xo(ro) dr
The first term is linked with the logarithmic derivative of the solution of ((1.136)) corre-

sponding to the considered incident energy k3/2. Inserting (1.143)) into (1.141) yields
“Buttlef-corrected” expression for the approximate R-matrix, namely

-1 N

1 < ¢h(ro)”

— bXO(T0)> — % K;Q _ k% . (1143)
n=1 "

T0

NN N
RN = Z o) (10)2 1 o 9 (ro)? +[ ro dxo

[ k:,(lN)2 -k T0aS K2 — kg Xo(ro) dr

-1
—bXO(ro)] . (1.144)
1
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Explicit form of analogical corrections to the constructed wave function are discussed
in terms of projection formalism by |Zvijac et al. (1975).

Although it might seem that the introduction of the approximative potential Vj(r)
in for potential scattering calculations brings no computational merits since
the original problem could be in principle attacked directly, the real “power”
of the approach reveals itself in more complicated settings such as, e.g., in
description of electron molecule collisions for which it can be naturally generalized and
has proven to be quite powerful. For conceptual details as well as an overview of possible
applications of this approach we refer to Burke and Robb| (1976); Lane and Thomas
(1958)) or Aymar et al.| (1996]); Burke and Tennyson (2005)) and references therein.
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From the usual derivation adumbrated above, it might seem that the R-matrix
method suffers by an internal inconsistency. To be more specific, the possible culprit
is hidden in the fact that in practical applications, the expansion sum contains
a finite number of terms each of which satisfies the prescribed boundary conditions
. Therefore the logarithmic derivative of the constructed solution being
a linear combination of ¢, will be also equal to b@ From the mathematical point of
view, this is equivalent to the statement that the sum converges uniformly only
for r < ro.

The actual value of the logarithmic derivative of the solution ¢ is of course a priori
unknown and therefore the approximative solution will be in general discontinuous in
its first derivative. One possible way how to cope with this nuisance is to employ the
above mentioned Buttle’s correction. Techniques have been also proposed where the
parameter b is adjusted iteratively in order to conform with the actual logarithmic
derivative of ¢ as elaborated by Fano and Lee| (1973).

1.6.2 Variational approach

Alternatively, it turns out to be convenient to relax the requirements on the basis
as demonstrated by Kohn| (1948) in terms of variational reformulation of the R-
matrix approach, the extension of which for multichannel case is discussed by |Jackson
(1951) or |Oberoi and Nesbet| (1973). Elucidating overview of the underlying ideas has
been summarized by Nesbet| (2004, ch. 8).

In his milestone paper, Kohn| (1948) introduces following functional

70 2
Exlo] = /0 dr ¢(r) <—;;2 +V(r)— ;].%) o(r) =
(1.145)

To

~ [Tar B () + (v - ;ké)&(r)} — SA6(r0)
0

The second equality in follows after performing integration by parts and denot-

ing the logarithmic derivative of ¢ at rg as A. [Kohn! (1948) further emphasizes that for

fixed energy, the value of A as calculated from is stationaryﬁ Corresponding

variation of the functional with A held fixed reads

1 d?

525 =2 /0 Carao[—3 S+ V() — SR +8000)[6(r0) ~ Ag(ro)]  (1146)

vanishing identically if and only if

1 d2 1,
[_QW +V(r) - §k0]¢(r) =0 for 0 <r <rg, and
o) (1.147)
A= .
o(ro)

The sought solution ¥ is now expanded into a basis 7; the elements of which are solely
required to obey the zero boundary condition at the origin and be linearly
independent. The functional can be consequently varied with respect to the
expansion coefficients ¢; yielding a matrix equation of the form

D Aije; = i(ro)(ro) (1.148)

J

48 Jogarithmic derivative of a linear combination of terms each of which has logarithmic derivative A
is again equal to A

49this observation is actually closely linked with similar approach in bound state calculations where
one utilizes the stationarity property of k for fixed A
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with o
Aij = / [17,’-77} +m; (2V — k) nj} dr. (1.149)
0

It can be shown that solution of exists only for one particular value of A which
is thus in this way uniquely determinedm Solving formally for the coefficients c;
in , expressing the wave function ¢ as corresponding linear combination and
bearing in mind that the one channel R-matrix is related to A as R = (r9)\)~! furnishes
the final expression

— TO)\ Z?]Z 7’0 1 .77j(7“0). (1150)
An interesting connection between the variational approach and the original Wigner-
Eisenbud (Wigner and Eisenbud, [1947)) treatment has been presented in Robicheaux
(1991), although essentially similar ideas can be found already in Jackson (1951). The
key step is to explicitly exclude from the matrix A in its dependence on the
incident energy. By introducing the overlap matrix S;; = fom 71, We can restate

(11.149) as

o ro
Ajj == / min; + 2n; Vi dr — k:%/ nin; dr =
0 0

= 2Gi;j — k3 Si ;.

(1.151)

Diagonalizing the symmetric matrix G in the (nonorthogonal) basis {n;} and storing
its eigenvectors in the columns of a matrix V yields the relation GV = SV. Matrix V
links two linearly independent bases so it is certainly regular. Moreover, the overlap
matrix S turns out to be positive-definite (Szabo and Ostlund, 1996, p. 143). Since
the eigenvectors are supposed to be normalized, one has by definition that VISV is
an identity matrix. Expressing G as G = SVV~! and substituting VIS for V! yields
finally the spectral decomposition

G=8V s,

Plugging this result into (|1.149) and taking into account that & is identical with the
inverse of VY1 enables to invert the matrix A explicitly

-1

A =(26-KS) =V (2 k) -V (1.152)

In combination with (1.150f) this recovers the usual expression for the R-matrix, namely

@i
= 50 Z ;_ o with  ¢;(ro) ZV}mj 70)- (1.153)

The functions ¢; represent the eigenfunctions of G and are in the literature also known
as surface amplitudes.

Finally, we find interesting that a connection between the “classical” approach
(Burke and Robb, 1976) and the variational treatment (Nesbet, 2004) can be also
achieved by calculating explicitly the variational R-matrix expression in a ba-
sis with fixed logarithmic derivative at the boundary rg. Since we haven’t found this
derivation in other sources, we would like to present it briefly below. To this end, we

®0this has been proven already in [Kohn| (1948) by means of the matriz-determinant lemma (Ding
and Zhou, [2007) intended for evaluation of determinant of a rank-one updated matrix in terms of the
original determinant
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consider an orthogonal basis {7;} comprised of eigenfunctions of ([1.129) obeying more-
over the boundary conditions (|1.130). Matrix elements of the matrix A in this basis
are then easily expressible

b
Aij = niro)n;(ro) + (ki — k) 0. (1.154)

This follows by employing integration by parts in and taking into account the
boundary conditions together with the orthogonality property of the basis {n;}.
Now we need to evaluate the inverse of this matrix. This is probably most easily done
by utilizing the Sherman-Morrison formula (Bartlett, [1951)

Ctu) (v|C1

L
€+t =7t - T

(1.155)

applicable for any regular matrix C. In the present notation, we have that C;; =
(k? — k3)8;; and |u), = |[v); = \/b/roni(ro). Thus the matrix elements of the inverse
matrix are given as

1 1
) b i (ro)nj(ro)
(A_l)ij = 0i b — mGom(r) : (1.156)
ks — kg o 1+521W

Substituting into and calling upon the definition of Ry in yields a relation
between R and R
Rz i
1+ bRy a 1+bRy’

which essentially recovers Eq. (1.135)).

R=R, (1.157)
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CHAPTER
TWO

INTERACTIONS

2.1 Static Exchange approximation

The derivation of the static exchange approximation as given by [Huo and Gianturco
(1995)) contains several misprints and therefore we would like to present detailed sketch
of the entire procedure along very similar lines instead of just referring to this source.

The considered system comprised of the incident electron and target molecule is
expected to be described by a wave function ¥ that dependsﬂ on the coordinates
Z1,...,Zn of the bound electrons and ¥4 representing the scattered electron. Wave
function W is of course sought as an eigenfunction of the total Hamiltonian H corre-
sponding to the total energy E to Witﬂ

HY(1,...,N+1)=E¥(1,...,N+1), (2.1)
where the Hamiltonian H takes the usual well-known formP]

H=Hyn(1,...,N)+ Vi(1,...,N + 1) + Tnq, with (2.2a)
N M

1 Z;
Vi = — - — + A 2.2b
’ ; ’TN—H - 7”2“ ; ‘FN+1 — Rj‘ ( )

The “molecular Hamiltonian” denoted as Hy, in (2.2a)) is just a shorthand for the
corresponding sum of one-electron Hamiltonians and electron-electron repulsion (with-
in the molecule) terms. The operator Hy,(1,..., N) defines a set of eigenvalues and

eigenfunctions
Hy,(l,...,N)®y,(1,...,N) = E,,®n(1,...,N), (2.3)

approximating the electronic levels of the target molecule rendered at the considered
fixed nuclear geometry. The wave function W is a function of N + 1 electron variables
and as such can be expanded into (presumably) complete basis comprised of the
functions ®,, of N variables with expansion coefficients F;, depending thus on the
remaining variable

V=AY ®pFu, (2.4)

where the Pauli exclusion principle reflects itself in the presence of the (N + 1)-electron
antisymmetrizer A.

"the molecule (disposing of N electrons and M nuclei witch charges {Z;}]1,) is assumed to be rigid
therefore the nuclear positions specified by {ﬁ] }ﬁl are constant

2the independent variables of the i*" electron entering ¥ have been subsumed into a label

3symbol (1,...,7) underlines explicitly that the corresponding quantity is dependent on the coor-
dinates of electrons 1,...,J
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The basic idea of static exchange (SE) approximation is then closely connected
with the product-like expansion , for which one can hope that keeping explicitly
just the first term m = 0 will furnish reasonable results. Approximate incorporation
of molecular terms m > 0 is in the literature known usually as static exchange +
polarization method.

Taking into account that Wq is already antisymmetrized in its variables, a little
juggling with permutations reveals quickly that one can obtain normalizedﬁ SE-approxi-
mation to ¥ in the formP]

N+1
1 +

Vep = 7%]\7_‘_1 ;(—

DN ({1, N + 1N\ {i}) Fo (i), (2.5)

where we have employed the notation ({1,..., N+1}\{i}) for specifying the coordinates
of all N + 1 electrons excluding the i*". In order to obtain an equation for Fp, it
is necessary to project the Schréodinger equation onto the first target state ®q.
Exploiting permutation symmetry and antisymmetry of H and ®g, respectively, it is
quite straightforward to show that this projection procedure yields following condition

/@3(1, L N)H(,...,N) = E][®({1,....,N + 1}\{N + 1}) Fo(N + 1)
— N®o({1,...,N +1}\{N}) Fy(N)] dr = 0.

(2.6)

Equation admits further significant simplification provided one assumes that @
corresponds to Hartree-Fock ground state of a closed shell molecule. In that case, since
Wgp is presupposed in a form of a single determinant, the Pauli exclusion principle
reflects itself in the requirement that the one-electron continuum function Fy be or-
thogonal to all bound orbitals with the same symmetry comprising ¥y. Employing
Slater rules (Szabo and Ostlund) 1996) for evaluation of the matrix elements between
functions in determinantal form readily furnishes sought integro-differential equation
for Fy, namely

=387 = (B = Bo) 1V (7| Foli) = [45 Vi (75) P (2.7)
———

_ 112
sk

The static potential V. is rendered via Coulombic repulsion terms

—»

Z/ *é*j ;,S +Z . (2.8)

whereas the kernel Ve of the integral exzchange operator is slightly more complicated

Ve (7, 5) = 3 2LENOHT) (2.9

2.2 Exchange potential

In the preceding section, it has been shown how the incorporation of the Pauli ex-
clusion principle manifests itself in nonlocal potential terms which in turn complicate
significantly numerical treatment of the resulting Schrodinger equation (2.7) for the

4at least as long as Wy is a single determinant and Fj is orthogonal to all orbitals entering ®¢
Sthe factor (fl)N is merely an overall phase and can be thus dropped with impunity, nevertheless
its presence is in accordance with Eq. (2.5) in [Morrison and Collins| (1978))
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“continuum orbital”, the function Fp, introduced in Eq. . In principle, it is possi-
ble to handle the nonlocal term in Eq. directly and such methods are known in
the literature as Ezact Static Exzchange (ESE). In this regard, one typically employs
some iterative approach (Collins et al., [1980) with possible incorporation of the cel-
ebrated Schwinger variational principle [e.g., (Lucchese and McKoy, 1979; [Takatsuka,
and McKoy, 1981) or (Winstead and McKoy, 2007) and references therein|. As regards
the direct methods, adaptation of the Volterra propagator method of Section [L.5]for the
ESE treatment is discussed by Collins and Schneider| (1981)) in the framework of their
Linear-Algebraic (LA) method. More recently, Feng et al.|(2009) have incorporated the
exchange term in their study of vibrational excitations of Ny induced by low-energy
electrons by considering the exchange kernel per se, expanding the bound orbitals
(parametrically depending on the internuclear distance R) using single center expan-
sion techniques, sandwiching resulting expression between initial and final vibrational
states, performing the integration over R and working in the partial wave formalism.
However, these methods are not subject of this section and for a concise overview we
refer to [Huo and Gianturco (1995, ch. 4).

From the computational point view, much more tractable tack consists in replacing
the nonlocal potential part by some local approximation, the energy dependence of
which is practically unavoidable. Common denominator of a broad class of methods
is to use the free electron gas approximation for the bound electrons of the target,
i.e., to treat them as noninteracting fermions occupying some prescribed volume V.
Corresponding one-electron wave functions are just simple plane Wavesﬁ (normalized to

V) eikj’F/ VV. Moreover, for the purposes of evaluation of the exchange term, one might
suppose that the incident electron is not influenced significantly and therefore invoke
the first Born approximation, i.e., approximate Fy(r) by a term proportional to etk
with & being related to the incident energy F; as |E| = /2F;. Following the derivation
neatly delineated by Morrison and Collins| (1978|) one can plug these assumptions into
Eq. . By performing integration over the volume V and summing over bound
orbitals using techniques summarized in |Slater| (1960, Appendix 22), one obtains the

Free Electron Gas (FEG) approximation to the exchange potential

B 9
Vrrg(7) = —;kFF(ﬁ), (2.10)
with ) "
F = — 1 dn=—. 2.11
() =5+ T ogll_ and n = 5~ (2.11)

The symbol kr denotes the Fermi momentum expressible in terms of the target charge
density p by well-known formula

kp = (37r2p)é : (2.12)

The potential (2.10)) is directly connected with a class of so-called X «w potentials Vi (7)
approximating exchange terms as

3 1
Via(F) = — <a> (372p)3 . (2.13)
27
Bearing in mind the definition of the Fermi momentum (2.12)) and comparing (2.13))
with (2.10) immediately reveals that the X« potential can be actually obtained from
(2.10) by imposing further approximation on the F(n) term. The tack proposed by

Ssubscript j numbers individual bound orbitals
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Slater| (1960)) is equivalent to replacing F'(n) in - 2.10) by its averageﬂ over the Fermi
sphere yielding thus o = 1. On the other hand Gaspar| (1954) and later Kohn and
Sham| (1965) have shown that considerations based on utilization of the variational
principle result in smaller value of a = 2/3. Although the potential has found its
practical use in the past (see, e.g., Tully and Berry| (1969) or |[Riley and Truhlar| (1975
and references therein), its use for scattering calculations is rather limited as pointed
out by |O’Connell and Lane (1983)

However, potential (2.10]) is amenable to further modifications which make it in
turn much more satlsfactory as has been observedlﬂ by Hara (1967). First of all, the
charge density in is of course not constant. In this sense, the Fermi momentum
and consequently also the parameter n can be made position dependent by assuming
that holds for all 7 to wit

ke (7) = (3n2p(7)7 . (2.14)

Second step (Morrison and Collins, [1978)) consists in replacing the momentum k£ in the
definition ([2.11] - by a “local momentum” k(7), the value of which is fixed naturally by

energy conservation
1

2
where V denotes the potential governing the motion of the impinging electron. Further,
the outermost bound electron (its momentum being equal to the Fermi momentum k)
can be approximatively considered as moving in the same potential V. Since its energy
is (apart from the sign) equal to the ionization potential I, energy conservation yields

K(F)? + V(F) = E;, (2.15)

%kp(F)z +V(F)= -1 (2.16)

Solving (2.16|) and (2.15)) for  readily gives

K(7)? = 2(Ei + 1) + kp(7)?, (2.17)
which reflects itself in a modified formula for n

(E; +1)

nrY =142t

(2.18)

From the formal point of view, the local momentum x(7) should far from the target
molecule correspond just to the incident energy E;, i.e., k() — 2F;. However, this
natural requirement is not compatible with due to the presence of the ionization
potential I. Therefore, it has been suggested by [Riley and Truhlar| (1975) to disregard
I in . Riley and Truhlar] (1975) call resultant approximation as Asymptotically
Adjusted Free Electron Gas Exchange (AAFEGE). The authors also introduce another
approximative treatment, the Second Order Free Electron Gas Exchange (SOFEGE),
the idea of which is to employ instead of a prescription of the form

SR = By = Vi (7), (219)

where V. represents the static potential of Section It is clear that (2.19)) exhibits
proper asymptotic behavior in the sense mentioned above.

"being equal to 3/4
8by comparing formulae from various sources, one should be take into account that this paper
contains several misprints as pointed out by [Riley and Truhlar| (1975
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Rather than disregarding the ionization potential I altogether, it turned out to be
much more convenient to treat I as a freely adjustable parameter the value of which is
numerically tuned in order to reproduce some chosen property of a particular quantity
of the scattering calculations. Because of this tunning, this modified method is known
as Tuned Free Electron Gas (TFEGE) approximation. Although I should be considered
as a “global” parameter characterizing the target molecule, Sun et al. (1995) in their
body-frame FNO e —Nj scattering calculations have tuned [ for the ¥ and II symmetries
independently in order to obtain better agreement with the experiment.

An interesting alternative to the former approach has been proposed by [Riley and
Truhlar| (1975)). The authors approximate the exchange term on the right hand side
of in an energy dependent local formal —L(7, Ey)Fo(7). In this notation, they

restate Eq. (2.7)) as
1
[Ar+ K5(7)] Fo(F) = 0, with 5&3(7?) = Fo — Vit. — L(7, Ep) (2.20)

The original individual contributions to the exchange integral

i (5)Fo(5)

M;(7) = [d5 ;l| , (2.21)

7=
understood as functions of 7 can be without loss of generality expressed as a product
of a presumably slowly varying amplitude A;(7) and (rapidly oscillating) function Fp.
Acting by A on , plugging in the definition of the local momentum xo and rear-
ranging terms yields an expansion for A; in inverse powers of /{%, the lowest order term
of which is

¢; ()

rig ()

At this level of approximation, the exchange contribution thus reads

M;(F) = 4 T (2.22)

N
2w
(7)) - — Y 2.23
;‘ Z( )’ E()—Vét_(’f’)—L(T‘,EO) ( ) ( )
Compatibility requirement with the original local approximative form —L(7, Ey)Fy(7)
furnishes quadratic equation for the function L(7, Ey), the admissibleﬂ solution of which

id10]

1

2L(7, Bo) = (Fo — Vau) — [(Bo — Vau. (7)) + 4mp(7)] (2:24)

Riley and Truhlar (1975) call the approximation obtained in this way as Semiclassical
Exchange approzimation (SCE). In the limit of high energy Ey, it is possible to ex-
pand the square root term in by obtaining the High Energy Exchange (HEE)
approximation
_ mp(T)
Eo — Vst (7)
All these methods approximating the ESE approach are in the literature usually
collectively denoted as Static Model Exchange (SME). One of their serious drawbacks
is that in general, the orthogonality condition (mentioned below Eq. ) of the con-
tinuum orbital Fy to the bound target orbitals is not guaranteed. On benchmark e —Li
scattering calculations, it has been demonstrated (Collins et al., [1980) that omission of
this property can lead to spurious resonant features in the KC-matrix eigenphase sums

L(7, Eg) ~ +0(p?). (2.25)

gi.e., the solution vanishing for Fy — oo
0closed shell molecule is assumed for which the sum Zf;l |:(7)|* reduces to the charge density

—

p(7)
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understood as functions of energy which are not at all present in the ESE treatment.
Therefore the authors suggest additional enforcement of the orthogonality requirement
along the lines of the ideas described in [Burke and Chandra (1972). Due to this
“added” orthogonality constraint, Salvini and Thompson| (1981)) call modified versions
of the methods presented above as OFEGE and OAAFEGE.

2.3 Correlation—polarization potential

The Static Exchange approximation adumbrated briefly in Section disregards one
important feature of the electron—molecule interaction. More specifically, the culprit is
hidden in the fact that in this framework, one does not take into account the distortion
(polarization) of the target charge density induced by the electric field of the impinging
electron. This effect can be qualitatively understood in a semi-classical picture (Lane,
1980) in which the slowly incoming electron causes redistribution of the target charge
density resulting in an induced dipole moment. This dipole moment can be consequent-
ly thought of as “acting” back on the electron giving rise to an attractive polarization
contribution to the interaction potential. However, this simple picture is unacceptable
in the vicinity of the nuclei, where the bound and the incoming electrons should be
treated on the same footing. In other words, indistinguishability of the electrons and
the inherent many-body character of the electron-target system in this region of space
reflect in correlation effects.

From the (formal) quantum mechanical point of view, these flaws of the SE approxi-
mation are closely linked with the fact that only one (ground) target state contributes to
the total wave function . In this sense, incorporation of these polarization effects is
usually attributed to virtual electronic excitations of the target (Castillejo et al., [1960).
However, direct inclusion of more electronic terms is far beyond the SE approximation
and would drastically increase the computational demands. Therefore in order to stay
within the SE framework, one seeks some compromise in terms of an approximative
optical potential, which is for reasons mentioned in the previous paragraph denoted
usually as correlation-polarization potential Vp.

The situation is far more simple for the long range part of the correlation-polarization
potential where only the polarization effects come into play. The corresponding asymp-
totic form has been shown (Almbladh and von Barth, [1985) to exhibit following behav-
ior

3
- 277{6 Z QLT 5, (226)
i,j=1

with a;; representing the molecular polarizability tensor. For diatomic molecules, being
the subject of the following discussion, only two components of c;; are independent due
to the cylindrical symmetry. The polarizability in the direction of the molecular axis
@ is denoted usually as parallel, ), whereas the component corresponding to the
perpendicular direction oz, = ayy is known as perpendicular polarizability a . In
this case, only two spherical irreducible components of the polarizability tensor are
nonvanishing. Namely (0,0) and (2,0) being given in terms of Cartesian components
(Edmonds, [1996) as —Tra/v/3 and (3a,., — Tra)/v/6, respectively. Utilizing the fact
that the position unit vector 7 can be interpreted as a tensor operator with rank 1
corresponding to /4m/3Y, where Y has spherical components Yy 4,¢ = —1,...,1,
forming the scalar product of the tensors «;;, x;x; implied by in terms of spherical
components and taking into account that only (0,0) and (2,0) components contribute
yields after some manipulations a simplified form (Dalgarno and Lewis, 1956) of the
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potential N N
2—:4 — ﬁPQ(COS 0), (2.27)
where the spherical ag = (o +2a)/3 and non-spherical g = 2(a)—a ) /3 polarizabil-
ities have been introduced. In , one formally requires that r — 0o, nevertheless
the “asymptotic region” is for small diatomic molecules reached already for » = 10a.u.
(Morrison and Hayl, 1979).

Pioneering approaches to the problem of determination of the correlation-polarization
potential were based on the knowledge of this asymptotic form. It might be tempting
to suppose that holds for all r. However, in the vicinity of the nuclei, the elec-
tron gains large local kinetic energy and the target charge density is not able to adjust
instantly. It turns then out that the potential overestimates the actual interac-
tion for small r. For this reason, a simple phenomenological rectification consists in
multiplying the potential by an cut-off function C'(r) containing typically some
adjustable parameters which can be in turn fitted to reproduce some particular feature
in the experimental cross-section data. Typical form of C(r) which has been used in
the past reads

ch(,,r) I,

C(r)=1—exp [—(L)p], (2.28)

Tec

with r. representing the cut-off radius (i.e., radius of the sphere from which one tries
to effectively “remove” the polarization interaction) and exponent p. This approach
can be traced back to the work of |Biermann| (1943), where the authors use with
p = 5 for investigation of atomic polarizabilities. For an overview of other possible
choices of the cut-off function C(r) we refer to Breig and Lin| (1965]) or Truhlar and
Brandt| (1976); Truhlar and Rice| (1970) and references thereinH

The semiclassical picture of the incident electron at intermediate and large distances
from the target molecule is quantum mechanically equivalent to an adiabatic description
in which the scattered electron is supposed to be held fixed in space at location 7. and
the target charge density is allowed to relax under its influence. More explicitly, the
adiabatic Hamiltonian “H for the target plus the incident electron takes the form

—

AH (7, 7, Ry) = HO (7, Bj) + Ving (7, 7, R) (2.29)

where the H is the electronic Hamiltonian (1.11)) and the Coulombic perturbation
Vint reads

L5 1 Z;
Vint (7o, 75, Bj) = > o= = > == (2.30)

An essential step in the calculation of the polarization potential is to determine the
ground state wave function w(p) (755 7o, R; ;) of the “polarized” Hamiltonian (2.29). Cor-
responding “polarized” energy is then naturally given aﬁ

B (Fes ) = (0 (7 P By) N HL (e, 75, By [0 (s e, By)) . (2.31)

Since the target density is allowed to relax, this quantity is expected to be lower as

e.g., [Truhlar and Brandt| (1976) suggest that the cut-off function (for a diatomic molecule)
should be chosen in such a way that the polarization effect is attenuated not for » — 0 but in the vicinity
of the nuclei. Therefore the authors choose C(r) in the form g(r4)g(r—), where g(r) = 1 —exp(—r®/b%)
and ry,r_ represent distance of the incident electron from the respective nuclei.

25emicolon in suggests parametric dependence on the nuclear geometry {EJ} and the subscript
7i symbolizes integration over the electronic coordinates

51



compared to the ground state energyIEl of the undistorted systenﬂ
Eo(7e; By) = (to(7; By)|MH(Fe, 75, By)[tho(75; R)))s (2.32)

when no distortion of the target is possible giving thus rise to an attractive potential as

has been already mentioned above. The adiabatic polarization potential is then simply
defined as the difference of (2.31]) and (2.32)

VA (7; By) = EP (7 Bj) — Eol7e; R). (2.33)

This gambit has been extensively studied in the past among others by
and Dixon et al| (1979); Truhlar et al| (1979) where the authors used this
approach in their calculations regarding electron scattering off Ho and Lis molecules.
However, potential suffers of course from the fact that the adiabatic picture
breaks down near the nuclei. Probably the simplest tack how to rectify this nuisance
is the so-called Non-Penetrating Approzimation (NP) Henry and Lane (1969); Temkin)
(1957); [Temkin and Lamkin! (1961)). Roughly speaking, in the NP framework, one sim-
ply multiplies the adiabatic Hamiltonian by a step-function which essentially
“switches off the interaction for target density outside the radial position of the projec-
tile” (Morrison et al. [1987). Following (Gibson and Morrison| (1984), one can express
the Coulombic term 1/|7, — 7| in via modified multipole expansion

(2.34)

1S N dr A
1 - T’eg#;)\%—kl’(rj YA,H(TZ‘)Y)\,M(Te)- T < Te
Fe =7
0

Ty > Te

This expression is consequently used in all calculations leading to the potential
which is now designated as mon-adiabatic. For reasons discussed by |Gibson and Mor-|
rison| (1984); Lane and Henry| (1968)) the monopole A = 0 term in is usually
disregarded. In their study of e —Njy scattering, Morrison et al.| (1987) have employed
further approximation to , namely they retained just the dipole (A = 1) term.
The resulting approximation is then called by Morrison et al.| (1987) as Better Than
Adiabatic Dipole (BTAD) potential. Their approach closely resembles the Polarized
Orbital (PO) method proposed thirty years earlier by Temkin| (1957); [Temkin and|
m m However, the Temkin m m’s PO treatment differs from the BTAD
approximation of Morrison et al.| (1987) in several important aspects. Similarly to
the BTAD approach, it employs the non-penetrating approximation retaining only the
dipole term in . Unlike BTAD, in the PO method one then computes the polar-
ized wave function of the system in the first order perturbation theory. Original
PO approach has been used, e.g., in |Onda and Temkin| (1983) in combination with the
FEGE exchange model potential for study of e —Ny collisions.

An alternative way how to incorporate the non-adiabatic effects in the theoretical
description has been proposed by Bouferguene et al.| (1999) and later extended by
Feng et al.| (2003). In this innovative procedure, the incident electron is described as
a continuous normalized Gaussian charge density

p(7) = — (2:> e (2.35)

Bheing equal to the sum of the Born-Oppenheimer electronic energy of the target and the static

potential ([2.8))

4Gibson and Morrison| (1984) speak about the undistorted system as being described in “frozen-core”
approximation, i.e., the system is not allowed to relax
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where the parameterﬁ& depends on the radial distance of the impinging electron as

§=pBre, (2.36)

ensuring that for r, — 0 the density ([2.35)) tends to be more diffuse while in the oppo-
site limit 7, — oo this density becomes essentially localized around r.. The Coulombic
contributions to the Hamiltonian (2.29)) are then in turn converted to integrals over the

charge density ([2.35))

th Te,’f'z, Z/d_’ ‘$ — Z/d Z I.R;’J‘ (237)

Due to the spreading indicated in of the “incoming charge density” for ro — 0,
these expressions give rise to weaker polarization potential than in the adiabatic casﬂ
reflecting thus the desired behavior. From the formal point of view, this method is
actually equivalent to the adiabatic approach in the formal limit of £ — oo, i.e., also
for ro — oo.

Moreover, presence of the Gaussian charge density facilitates significantly
numerical evaluation of the matrix elements of sandwiched by target molecular
orbitals in since these are typically given also in a Gaussian basis and very
efficient numerical algorithms for this class of problems are known (Helgaker et al.,
2000, ch. 9).

Feng et al.| (2003)) have further modified the approach of Bouferguene et al.| (1999)
by arguing that the parameter § introduced in should in general depend on the
internuclear separation R (in case of diatomic molecules) and also on the “approach
angle” 6, of the incident electron. Therefore whereas|Bouferguene et al.| (1999) consider
B as an adjustable parameter, Feng et al.| (2003) suggested following form|11|

B(be, R) = Pj% (14 cosbe), (2.38)

reflecting the expected behavior that the polarization potential should be stronger for
greater R and also for the parallel approach, i.e., small 6.

Finally, following Callaway et al| (1968), the non-adiabatic effects can be also ac-
counted for by calculating explicitly a correction to the adiabatic potential in
terms of

AV('Fe; Rj = - Z <% T Tey, R ‘Arkw}(p) rla Teaﬁ])>7‘.’i‘ (239)

Callaway et al.| (1968) call this term as distortion potential. It can be shown that it is
positive and falls off as 1/r% (Dalgarno and Lewis||1956) weakening thus the polarization
potential at small distances.

A conceptually different approach allowing to go beyond the adiabatic approxima-
tion consists in employing the Density Functional Theory (DFT) for determination
of the short-range part of the correlation-polarization potential. This methodology
has been originally proposed for scattering calculation purposes in|O’Connell and Lane
(1983); |[Padial and Norcross| (1984)) where the authors utilize the Local Density Approzi-
mation (LDA) originating from the local spin density (LSD) approximation well-known
in the field of solid state physics (Perdew and Zunger, [1981)). In order to obtain the

Bheing of dimension inverse length cubed

% moreover, the potential terms are not singular in the vicinity of the nuclei or bound electrons,
i.e., for re = Rj or re = 1y

7Ry represents the equilibrium internuclear separation
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correlation-polarization potential, O’Connell and Lane| (1983) and [Padial and Norcross
(1984)) consider model calculations of the free electron gas correlation energy [for details
we refer to, e.g., Fetter and Walecka| (2003, ch. 1) or |Carr et al. (1961); Gordon and
Kim| (1972) and references therein] being functionally dependent on the charge density.
The correlation energy is not obtainable analytically even at the free electron gas level,
nevertheless approximative ﬁts{T_g] are available (Cohen and Pack, 1974). |(O’Connell and
Lane, (1983) consequently argue that the correlation energy density &.[p(7)] is directly
related to the correlation potential as

V(7)) = 2&[p(7)]. (2.40)

In , the subscript ¢ instead of cp has been used for V in order to emphasize that
describes only the short-range correlation effects. Among other reasons, this is
a direct consequence of the free electron gas model which can not be hoped to describe
the interaction adequately when the incident electron is “beyond the outer edge” of the
target molecule since this model contains the inherent limitation that it doesn’t allow
for polarization of the target by the impinging electron (O’Connell and Lane, [1983).
On the other hand, [Padial and Norcross (1984)) interpret the correlation energy density
differently. Along the lines of the Hohenberg-Kohn method, they define the correlation
potential by means of functional derivative of the correlation energy to Wiﬂr_g]

VUF) = Sl (2.41)

Similar approach has been later followed in [Perdew and Zunger| (1981)) employing more
precise calculations of the free electron gas correlation energy based on numerical Monte
Carlo simulations (Ceperley and Alder, 1980)). Corresponding fitted form of &.[p] may
be found in |Perdew and Zunger| (1981) or in Conclusions of |Padial and Norcross| (1984).
Slightly modified (more precise) fit was later proposed in Perdew and Wang (1992]).
According to |Gianturco and Rodriguez-Ruiz| (1992)), this fit results generally in weaker
polarization potential near the origin, nevertheless in practical scattering calculations
in case of small hydrocarbon molecules (CsHg, C3Hg), the difference turns out to be
rather negligible (Curik and Sulc, 2010).

Colle and Salvetti (1975]) computed the correlation energy density in an approxima-
tive manner by multiplying the Hartree-Fock wave function by an explicit “correlation
factor” [, ; (1 — (7, 7;)) with a suitably chosen function ¢. For details of this pro-
cedure we refer to |Colle and Salvetti (1975). Their chief result is a formula for the
correlation energy density expressed in terms of the electron density and Laplacian of
the second order Hartree-Fock density matrix, which was later restated into a DFT
form by |Lee et al.| (1988]), where the authors establish in this way the well-known LYP
functional.

Alternative gradient based corrections to the LDA were suggested by [Perdew et al.
(1992) in their Generalized Gradient Approximation. The resulting functional is known
in the literature as PW91.

As already discussed above, a common drawback of the DFT approaches introduced
above is that they are unable to furnish the long-range part of the correlation-
polarization potential. A heuristic reason in the free electron gas framework is men-
tioned above, nevertheless in the general case the correlation energy /potential exhibits
exponential decay following similar behavior of the target charge density.

8the procedure usually applied in practice is to use known expansions of the correlation energy in
the limits of low and high charge densities p in terms of the variable rs = (3/ 47rp)1/ % and consequently
“smoothly” join these two forms. For details we refer to|Padial and Norcross| (1984).

9this approach would actually reduce to provided that E.[p(7)] depends on p linearly
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O’Connell and Lane (1983) and |Padial and Norcross (1984) therefore suggest for
linear molecules to augment the model by polarizabilities «g, cg entering deter-
mined by other means and consequently join individual Legendre A components of the
short-range correlation potential with their asymptotic counterparts at some crossing
point r.. Since for homonuclear diatomic molecules simplifies to , only two
terms A € 0,2 come into play. The correlation potential components with A > 2 can
be thus either disregarded or retained in the model with their exponential decay. For
example, Padial and Norcross (1984) neglect these components in description of elec-
tron scattering off small molecules (Hy, HCI, Ng, CO, ...) arguing they are negligible
as compared to corresponding components of the static exchange potential.

A modified “joining” procedure has been proposed in |Gianturco et al.| (1993)); Telega,
et al. (2004). First step in this tack is to find a “matching point” ry, where the short-
and long-range spherically symmetric components intersect. The long-range part of
the potential is then augmented by additional terms ), . Clmr_/\YLm(f) where the
coefficients Cj,,, are determined by the requirement of the overall smoothness of the
potential 7]

Curik and Sulc (2010) used in a study of electron scattering on small hydrocarbons
molecules employing the DMR method (introduced in Section a different approach
consisting in expanding the long-range polarization potential (2.26]) analytically into
partial-wave components

2 l
Vo) =Y > vm(n)Yym(). (2.42)

The short-range correlation potential is accordingly decomposed into two mutually
orthogonal angular components

2 l
Ve(®) =D > wim(r)Yim (7)) + W(), (2.43)

=0 m=—1

where the higher angular components are contained in W (7). One can then join the
radial functions in and independently. This results in a correlation-
polarization potential which is smooth in all partial-wave components up to [ < 2.
Components with [ > 2 decay exponentially, nevertheless they are retained in the
model.

The DFT approach for incorporation of non-adiabatic effects into the correlation-
polarization potential has been quite popular. Among vast amount of relevant stud-
ies we refer to Gianturco and Rodriguez-Ruiz (1992, [1993)) or |Curik and Gianturco
(2002ab); |Curik and Sulc| (2010); Telega et al.| (2004) and references therein.

20the exponent A depends on ! and for each I it corresponds to the first neglected term in the
long-range part of the polarization potential, i.e., A(l) = 6,5,6 for  =0,1,2 and A\=1+2 for I > 2
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CHAPTER
THREE

ANALYSIS OF THE EXPERIMENTAL DATA

3.1 Experimental setup

The theoretical ideas presented in Sections and were originally motivated by
an attempt to fully utilise and also explain the precise experimental data gathered at
the Institute for Storage Ring Facilitiesﬂ at the University of Arhus by the group of
Prof. D. Field.

Crucial property of any apparatus intended for measuring low-energy scattering
is the requirement of high energy resolution of the resulting electron beam. On the
other hand, it is necessary to ensure also a sufficient current density. Technical details
concerning the Arhus setup can be found in [Field et al| (2001)); [Hoffmann et al.| (2002).

In this apparatus, the electrons are generated by threshold photo-ionisation of Ar
at 15.75 eV using synchrotron radiation supplied by the ASTRID storage ring. Typical
energy resolution of the emerging electrons is approximately 1.6 meV. The electrons
are then focused by a zoom lens and enter the scattering chamber filled with the gas
under investigation, the density of which is assumed to be low enough so that multiple
scattering processes can be safely neglected. Unscattered electrons are in turn allowed
to leave the chamber via the exit slit. The total integral cross-section or is measured
by examining the beam attenuation. The designation “total” underlines explicitly the
fact that o1 includes elastic as well as inelastic processes, whereas “integral” refers to
integration over the full 47 sr.

Moreover, whole apparatus can be immersed in an axial magnetic field of typical
strength of 2mT. For incident energies up to roughly 0.7eV, the electrons scattered
into the forward hemisphere exhibit a spiral trajectory with radius smaller than the
radius of the exit slit (1.5 mm) and leave thus the chamber without being detected. It
is elementary to show that the necessary magnitude B of the magnetic ﬁeldﬂ ensuring
that electrons with energy < FE.« scattered into the forward hemisphere leave the
chamber through the exit slit with radius r can be estimated as

B < éx/ 2Fmax-
For F.x = 1 meV we readily obtain B =~ 2.25mT.

On the basis of the facts mentioned in the preceding paragraph, we can thus assume
that only the electrons scattered into the rear hemisphere contribute to the measured
total backward cross-section op in this case. These ideas are schematically presented in
a pictorial form in Figure In the following we will also drop the designation “total”

"http://www.isa.au.dk/
Zthe conversion factor from atomic units to T is fi/ead ~ 2.35 - 10°
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unless stated otherwise and simply refer to the total integral and total backward cross-
section as o1 and op, respectively.

Forward scattering measurement Backward scattering measurement
I} B
Ib If f
— M —_—  — -
Iin 10 Iu Iout Iin 10 Iu Iout
Q. -

180° 180°
no magnetic field axial magnetic field

Figure 3.1: Schema of the experimental apparatus: I, and I,y stand for the ingoing
and outgoing flux, respectively. Intensity of the unscattered electrons is denoted as I
and finally I¢/I}, represent intensities corresponding to scattering into the forward/rear
hemisphere.

Finally, we would like to make a comment on the interpretation of the total scat-
tering cross-section or. The gas in the experimental chamber is sufficiently diluted so
that multiple scattering events can be disregarded from our consideration with impuni-
ty. Nevertheless from Figure|3.1} it is immediately obvious that the minimum scattering
angle O, contributing to or is closely linked with the position on the chamber axis
where the collisional event occurred as schematically represented by Figure 3.2} If d
represents location of the collision, L denotes length of the scattering chamber and h
stands for the width of the exit slit, then 0, is easily determined by the conditions

Omin = arctan — and Oy € [0, 7).

2L —d
The resulting total “integral” cross-section thus corresponds to scattering into angular
range 0 € [Opyin, 7). In order to obtain theoretical quantity conforming to the experi-
ment in computations described in Chapter [d we are therefore forced to average the
calculated cross-sections over the scattering chamber.

d Omin

™= emin

I i
) 7A0:7r—arctaniL
] 2L1—n
7 1.5+
0 0.2 04 06 0.8 1
n

A
o
\

Figure 3.2: The dependence of the minimum scattering angle 0y,;, contributing to the
total cross-section o1 on the location d of the scattering event in a chamber of length L
with an exit slit of width h. The location of the event is characterized by a dimensionless
parameter 7 = d/L which for the actual experimental setup attains the value of 0.1.
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3.2 Phase-shifts fitting

The energy dependence of the generalized phase shifts introduced in Subsection [£.1.2] by
Eq. is determined via a numerical fitting procedure. In this way we thus obtain
a “bridge” between theoretical considerations and direct experimental measurement.
This short section should provide a more detailed explanation of the method itself.

In the following, we will confine ourselves on two generalized phase shifts 79, n1 and
denote their energy dependence explicitly as n9(E), n1(E). Then the integral op and
backward op cross-sections — being functions of 79, 71 — depend on the energy through
these two quantities (apart from possible kinematic factors). The experiment furnishes
us for given collision energy Ep with two numbers — 0% and of — representing the
observed values of the integral and backward cross-section, respectivelyﬂ One is then
naturally interested in finding the numerical values of 19(Ey) and 1, (Ey) which give the
bestE| agreement with the experiment. To this end, we introduce an auxiliary function
x? of two variables z, y according to the following relation

(z,y) = (USF—UGT($7?/)>2+ (UB—UB(fU’y))z‘ (3.1)

oT OB

The original question can now be thought of as an minimisation problem, where we
are looking for the (preferably global) minimum of the function in an open set
containing some specified initial point (zg, yo).

Unfortunately, there is of course no guarantee that the physical values of ng,n1
will coincide with the (presumably existing) global minimum of x2. Another issue
is then also connected with the dilemma which minimum (probably one of many in
general) of 2 should we choose. Although it is tempting to argue that when we have
two experimental quantities or, op and two fitting parameters 7, 71, there should be
a bijective mapping, the situation is actually not so clearly cut. On the other hand, it
is essential to take into account that also the experimental values are “contaminated”
by systematical errors — the upper bound estimate on this error (Hoffmann et al., 2002)
is in our case approximately 8%.

Figure supports the ideas of the preceding paragraph in a pictorial form. It
depicts a contour plot of the function x? interpreted as a function of g, 7; on given
domain for two collisional energies, namely 20meV (left panel) and 150 meV (right
panel). As can be readily observed, even for 20meV we experience two comparable
minima. The 4%— and 8%— “trust—areas’ﬂ are denoted by solid black and dashed white
lines, respectively. With increasing collisional energy, these domains tend to “evolve”
in the ng, n1—space.

In order to approach this issue more systematically, we employed following proce-
dure

1. for the considered energy range [Emnin, Emax| construct discrete grid

{E;}Y,, where Ey = Epiy and Ex = Epax,

2. for ¢ = 0 set the initial guess on ny(Ey),n1(Fo) to zero which is an approximation
to the assumed threshold behavior provided that Ey is sufficiently “small”

3. via minimizing the expression (3.1)) find the appropriate values of 19, n{ in the
vicinity of the starting point

3superscript © denotes that these quantities are obtained by experiment

4This formulation is rather vague. However, a slightly more precise definition is given below Eq.

%i.e., values of o, m for which x? < 32-107*. That in turn corresponds to 4% relative errors in o
and op. Similarly, condition 2 < 128 - 10~ * is compatible with the relative error being less than 8%.
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Figure 3.3: Dependence of x? defined in Eq. (3.1)) as a function of two generalized
phase shifts 79, 71 for collision energy of 20 meV (left panel) and 150 meV (right panel).
Experimental data for CH3Cl molecule recorded in the right panel of Figure are
assumed.

4. then proceed recursively:

e for energy point k£ + 1 use as the initial guess the phase shifts from previous
step, t.e., 776“, 7]{“ and repeat the procedure

Heuristically, this approach should ensure smoothness of the resulting phase shifts in
the considered energy range provided that the grid spacing is not too large and the
experimental values are also sufficiently smooth. To guarantee the latter, we have
approximated the of and of with piece-wise spline fit prior to the entire procedure.

Alternative modification to this method is to use for each energy grid point FEj
directly the experimental values in the role of the initial guess. However, in practical
computations it turned out that this doesn’t make any significant difference.

As concerns the minimisation procedure itself, our implementation for polar molecules
relied on standard gradient based Fletcher-Powell (Press et al., 2007, p. 521) algorithm,
where we have conveniently utilised the fact that it is very cheap to compute the deriva-
tives of x? analytically since the scattering amplitude depends on the short-range
S-matrix linearly.

The entire approach can be easily extended to more phase shifts than just two,
i.e., in general we would deal with a set of fitting parameters of n; for j = 1,..., N,
nevertheless the physical meaning of the obtained phase shifts certainly decreases with
increasing k.

3.2.1 Uniqueness of the phase shifts

The fact that the obtained generalized phase shifts are not guaranteed to be unique
has been demonstrated in Figure In this regard, we think that it is worth to men-
tion a very similar problem consisting in the question, originally posed by
, whether the knowledge of the differential cross-section for one particular en-
ergy uniquely determines the phase shifts (assuming spherically symmetric potential).
This resembles our situation, for the quantities o, og can be naturally understood
as functionals of the differential cross-section. (Crichton| (1966]) considered one particu-
lar differential cross-section taking into account s-,p- and d- partial waves (I < 2) and
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found two sets of phase shifts yielding the same angular dependence of the cross-section.
The same question for a general spd- cross section was later studied by |Atkinson et al.
(1973). The authors show that if one considers only partial waves with [ < 2 then for
a given set of phase shifts dg, d1, d2 and for certain intervals of do, there exists anoth-
er set 0y = dp — €9, ) = 01 — €1, 05 = 2 which yields exactly the same differential
cross-section, where the €g, €1 are defined in terms of

2Acosey = k2 — A% —1

3.2
2Akcose; = k2 + A% — 1, (3:2)
with constants x, A being given by
n——BSinal a1:52_[
= § 5
S111 (X
sin o1 sin 252 (33)
A=_2 tan g = — 3"
sin(ap — a) cos 203 —

Similar analysis was later extended for I < 3 (Berends and Ruijsenaars, 1973) and [ < 4
(Cornille and Drouffe] |1974). Case of an arbitrary finite number of contributing partial
waves has been discussed in |Berends and Van Reisen| (1976) and a more general study
for infinitely many partial waves was provided later by |Atkinson et al.| (1978).

In the light of the arguments presented above, it seems thus necessary to amend the
fitting procedure by some additional physical information such as low-energy thresh-
old behavior of the phase shifts, which could in principle help to remove unphysical
“branches” of the resulting phase shifts.
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CHAPTER
FOUR

APPLICATIONS

The following sections should present several applications of the theoretical concepts
discussed previously. Special attention is devoted predominantly to the content of
Chapter [I] and Chapter[3| Since the theoretical treatment of electron-molecule scatter-
ing in case of polar molecular is markedly different as opposite to the non-polar case,
the discussion is divided accordingly.

An explanatory intuitive argument explaining the reason why molecules without
a permanent dipole moment exhibit much smaller cross-sections at low incident en-
ergies has been given by |Gerjuoy and Stein (1955). The reasoning is as follows. To
induce a rotational transition of the target molecule, the incident electron has also to
experience a change in its angular momentum [ for the total angular momentum is
conserved. However, at low energies only [ = 0 electrons can penetrate the (missing)
centrifugal barrier to the vicinity of the molecule. Electrons with I > 0 capable of rota-
tional excitation are thus found far from the molecule and the resulting cross-section is
therefore small. On the other hand, the situation is drastically changed in case of dipo-
lar potential, the strength of which is comparable with the centrifugal barrier and the
preceding argument is thus invalid as had been already observed decades ago (Massey,
1932)).

These arguments are supported in pictorial form by Figure depicting the energy
dependence of the total integral and backward scattering cross-sections as introduced in
Chapter |3} By comparing the experimental data for a polar [CH3Cl (Field and Jones,
n.d.) in the right panel] and non-polar [Ny (Hoffmann et al., 2002) in the left panel]
molecule, one immediately observes the marked qualitative difference at lower incident
energies.
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Figure 4.1: Typical experimental data of integral and backward cross-sections in case of
a nonpolar (N3 — left panel) and polar (CH3Cl — right panel) molecule demonstrating the
marked difference at low incident energies. Insets show the ratio R of the backward and
integral cross-sections as a function of the incident energy. This quantity is discussed
in more detail in Section [£.2]

4.1 Polar molecules

When the dominant long-range dipole potential is present, it seems that instead of
fighting this fact it is more natural to take advantage of it. In this regard, one could
try to express the scattering matrix, as formulated neatly by |Clark (1984), to “describe
the state of the system relative to what it would be if all other, short-range, interactions
were absent”. This idea has been actually known for a long time and stems originally
from the description of electron-ion scattering (Burgess et al., |1970).

4.1.1 Short-range S matrix

Along these lines, one can try to re-express the body frame scattering amplitude not
with respect to the usual angular basis comprised of spherical harmonics but with
respect to the eigenfunctions of the dipole operator . Following almost
identical procedure as in basis comprised of spherical harmonics, one finally arrives
(Fabrikant, |1976) at the expression

—

S o - . i
f(k'f, kz) = E Z/ Z)\/7m/(]{,‘f) |:—(S/\7)\/5m7mlz/\’m(ki)+

)\:)\/ 1 . N ~
+ WSA’m’,AmZ)\,m( - k?z) )

(4.1)

which in the limit of zero dipole moment D — 0 naturally coincides with the well-
known partial wave decomposition . The symbol S introduced in denotes
so-called short-range S-matriz, which reflects effects of the short-range perturbations
to the dipole potential and in this sense describes the scattering state relative to the
dipole interaction.

Matrix elements of S are easily expressible in terms of ordinary partial wave S-matrix.
Utilizing transformation relations between angular bases Y; ,,, and Z) ,, readily
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furnishes the desired transformation together with its inversion as

'+ ZSZI im = ZAZ/A’ ' RV E R S)\’ !m R*g (42&)
AN
L
T O am = D AR o L St - AT (4.2b)

NG

It is worth noting that this transformation is not unitary for overcriticallﬂ dipole mo-
ments due to the renormalization of the radial solutions ensuring unit ingoing
and outgoing fluxes.

If we further suppose that the short-range interaction preserves the symmetry of
the potential, then it follows that the short-range S-matrix will be diagonal in m so

that formulae (4.1)) and 4.2 4.2)) simplify to
flky, ki) = ZZA' [ OANZS, l(ki) +

A I wm . . (4.3)
+ v ovaZiml k)|
and
l’—l— l Z ‘Al/A’ ’ RN+ RA S)\’,)\ ) ﬁ*a (44&)
AN
RN+ RA /\’ - R AR oS )

L

Spherical symmetry of the short-range perturbation to the dipole potential ensures the
short-range S-matrix being diagonal in A. In this case, more insight into the structure of
Eq. (4.3)) is gained if one substitutes into it the transformation relations (C.5|) directly.

Performing this substitution, taking into account that YLm(—n) = (—1)lYl,m(ﬁ) and
rearranging terms finally yieldsﬂ

f(Fy, o) ZYV (k) YE ) 30 [0 - A + AT (D)™ ST AR (-1
ll’ A

(4.5)

4.1.2 Parametrization of the short-range S matrix

Popular technique in the field of low-energy electron-molecule scattering in case of
short-range potentials is parametrization of the phase shifts since for sufficiently low
energy only a few partial [-waves will be significant. In the very same spirit, one
might assume that for sufficiently low energy, the electron scattered in dipole potential
modified by some presumably unknown short-range perturbation will be reasonably
described by just a few A-components, i.e., by just a few “dipole waves”. Assuming
spherical symmetry of the short-range interaction, one might be then tempted to use
following Ansatz for the short-range S-matrix

ei2n;

S = diag (SO, Sl, .. .), where §’ = el2ni+1 . (4.6)

Lexplanation of the overcritical dipole moment concept can be found in Appendix

%the term A} - AJ%* summed over X is equal to §;;» provided that one doesn’t perform truncation
of the matrices A}"y to achieve better numerical precision of the eigenvalues — in actual numerical
implementation, we keep the form as indicated by
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Individual steps of the subsequent procedure are consequently as follows

e the short-range S-matrix is parametrized by two generalized (short-range) phase
shifts 719,71 as implied by Eq. (4.6))

e using the transformation relations (4.4al), one obtains the partial wave compo-
nents of the ordinary S-matrix which are central for construction of the body
frame scattering amplitude (1.99) in the Y; ,, angular basis

e having done so, one can consequently transform (1.99)) into the laboratory frame
via ((1.100)) obtaining thus the |(Chase/s “w-modulated” amplitude

e this expression is then finally the essential ingredient for the adiabatic approzrima-
tion discussed in Section [1.3] which provides an approximative laboratory frame
amplitude in the form of a single matrix element between respective ro-
tational states. Based on the knowledge of this quantity, we can easily calculate
differential cross-sections for individual rotational transitions.

 formed to the laboratory frame, orien-

S 5 - m o o |
A f i) = ik Zl vl Yl,m(ki)Yl,’m(kf) tation of the molecule is determined
H m H

g:iF %(KJ\:IM,(]%f) _ <J'K/M/‘ f(Ef, EZ,; w) |JKM> the adiabatic approximation

: di _ 1 Z L(,jF j]}(K]\}M/(kf)‘ i summing over all possible final states
ad. H : .
df2 JK 2J +1 TR : and averaging over energy degenerate :
M { initial states furnishes measurable

Figure 4.2: Schematic summary of individual steps in the description of rotational ex-
citations of polar molecules in the framework of the adiabatic approximation discussed
in Section [L.3]

At this point, we would like to make a few comments regarding the connection of
the theoretical values with the experimental data generated by the setup discussed in
Section [3.1] First of all, the resulting cross-sections should be thermally averaged. To
this end, it is necessary to introduce corresponding partition function Z which takes
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the form

o0 J
Z2=)" Y gixe PPx, (4.7)
J

J=0 K=—

with § = 1/kT denoting the usual Boltzmann factorﬂ and gj i representing statisti-
cal weights of individual levels as elaborated in more detail in Section [E-4 Thus in
evaluation of the total cross-section, contribution from level J, K are weighted by

P(J,K) = —gjge PEx, (4.8)
The total cross-section oy of the last step in Figure is therefore expressible via

1 _
Otot = E JE;QJ,K OJ K€ Ak, (4-9)

It might seem that evaluation of the total cross-section is accompanied by significant
computational demands since at the room temperature of ~ 300K, tens of rotational
states contribute typically to the partition function . However, an approximative
value can be easily obtained in light of the result stating that the cross-sections
ok are in the adiabatic approximation independent on the initial J, K state desig-
nation. The only dependence is introduced by the kinematic factor kr//kr in .
If the incident energy is therefore not too low, one might assume that kp//kpr ~ 1.
Consequently, the terms o i can be taken out of the sum which in turn reduces
by definition to one. For evaluation of oy, it is then permissible to choose arbitrary
values of J, K and since ¢ is the most easily computable quantity, one obtains an
interesting approximation

Otot =~ 00,0- (410)

4.1.3 Connection with the experiment

Following the above described procedure, we thus introduce two generalized phase
shifts 7np,n1 in order to parametrize the short-range S-matrix. We might hope that
these two quantities will be in 1-1 correspondence with the two values furnished by the
experiment, namely the total or and backward op cross-section. Equipped with the
experimental energy dependence of o, op, we perform consequently the fitting proce-
dure described in detail in Chapter [3] obtaining thus corresponding energy dependence
of ng,m denoted as n9(E), n (E).

Using n9(E),n1(F) and plugging it back into the model we can, in turn, easily
calculate individual state-to-state cross-sections. In this way, it is therefore possible to
separate the total cross-section ot into its elastic and inelastic components.

This approach has been used in the past to study rotational excitations of water
molecules induced by electron impact (Curik et all, 2006). The authors report energy
dependence of various state-to-state cross-sections for incident energies up to 200 meV
and above 100 meV, where other data are available, they find quite good agreement
with ab initio prediction based on the R-matrix theory (Faure et al., [2004).

Following similar treatment, we have employed the procedure of Subsection in
case of two polar molecules, namely CH3Cl and SO3, for which accurate experimental
data regarding total integral and backward scattering cross-sections are available (Field
and Jones, n.d.). The results for both molecules are summarized in graphical form
below.

3Boltzmann constant k expressed in atomic units per Kelvin attains approximately the numerical
value of 3.1668 - 10~°
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The agreement of the theoretical prediction with the experimental data of another
group (Gulley and Buckman| [1994) regarding differential cross-sections in case of the
SO molecule presented in Figure 4.6(b)|is remarkable. On the other hand, this model
is apparently less successful for CH3Cl as can be seen in Figure We think
that the principal culprit could be hidden in the inherent assumption present in the
model concerning the spherical symmetry of the short-range perturbation to the dipole
potential disregarding thus the significantly prolate character of CH3Cl. To remedy this,
one would be forced to consider also the non-diagonal terms in the parametrization
of the short-range S-matrix in . On the other hand, this would spoil the 1-1
correspondence between the elements of the short-range S-matrix and directly available
experimental data turning thus the entire approach to a mere fitting procedure.

CH;Cl1
3.0 - 0.3
e . ‘ experimental opac + |
°<,ﬂ 2'5i experimental oyor  * 0.2- m
S 904 . domain of the model - &
S ] ~ fit of the experiment — =
2 1.5 £ 0.1+
S ] -
= S
S 1.0 A
g £ 0.0
Z 0.5 —— | 7o
5 1 sIback e
0.0 -4 T AU s sy 0.1 ———F—7—1—
20 100 200 300 400 500 20 100 200 300 400 500
Collision energy E [meV] Collision energy E [meV]
(a) Total cross-sections (b) Fitted generalized phase shifts 7o, m1

Figure 4.3: Experimental data of the total integral and total backward scattering cross-
sections for CH3Cl. Black solid line represent fit of the experimental values by the g, 11-
model described above. Dashed green line denotes range of cross-sections achievable
with two generalized phase shifts 79,71 independently ranging over [0, 27].
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Figure 4.4: Left panel: predicted rotational cross-sections for various J — J’ transi-
tions, Right panel: rotationally summed DCS for 500 meV as calculated on the basis of
fitted 19, n1 [blue solid line — (4.3(b)))], compared with the experimental values [red cir-
cles — (Shi et al., [1996)] and ab initio calculations [dotted black line — (Rescigno et al.
1997)]. Dashed green lines show attainable DCS range on the basis of the considered
two-parametric model as in Figure |4.3(a)}
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Figure 4.5: Experimental data of the total integral and total backward scattering cross-
sections for SO9. Black solid line represents fit of the experimental data by two gener-
alized phase shifts 7, n; depicted in Figure Dotted part of their energy depen-
dence shows extrapolation to “zero” energy.
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Figure 4.6: Rotationally resolved (4.6(a)|) and summed (4.6(b)|) differential cross-section
for SOy at incident energy of 1eV as calculated using phases in Figure [4.5(b)| extrap-

olated constantly up to 1eV by their values for 400 meV. Experimental data in Fig-
ure [4.6(b)| are taken from (Gulley and Buckman (1994)).

4.2 Non-polar molecules

As an representative example of a non-polar molecule, we have chosen molecular nitro-
gen Ny since (possibly apart from Hs) it represents one of the most studied systems in
the field of electron-molecule scattering (see [Itikawa and Mason| (2005) and references
therein) and the experimental data for total integral o and backward op cross-sections
are also available (Hoffmann et al., 2002).

The experimental energy dependence of o1 and op from various sources up to
250meV is depicted in Fig. 1 of A fleeting glance reveals the anoma-
lous behavior of the backward scattering cross-section opg for incident energies around
80meV exhibiting a significant dip in value which is not at all present in the integral
cross-section data. This behavior is even more pronounced in the inset of the left panel
of Figure showing the ratio R being equal to op/or as a function of the incident
energy. Since we are not aware of any theoretical study dealing with this phenomenon,
we have investigated the possible causes of the backward scattering cross-section sup-
pression in this energy region coming consequently to the conclusion that it can be
satisfactory explained by destructive p-wave interference.

The relevant details regarding the theoretical treatment can be found in the
tachment B|of the presented work in the form of a standalone paper and we will thus
confine ourselves in the following just to the principal ideas.

In order to gain a notion about the most important features of the system under
consideration, we have employed an ab initio theory exploiting the material presented in
Chapter [2} Briefly stated, the calculations were done in the fixed nuclei approximation
(see Section with the interaction between the incident electron and the target No
molecule being described in the framework of the static exchange plus polarization
approximation. The static part of the potential was rendered using the Hartree-
Fock wave function for the Ny ground state. As concerns the approximative treatment
of the exchange component , we have utilized the TFEGE method described in
more detail in Section The free TFEGE parameter in was tuned in order to
reproduce the position of the II; resonance in the integral cross-section.

In this regard, the results reported in Telega and Gianturco| (2006) and shown in
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Fig. 3 of were obtained in a similar fashion, whereas for the calculation
of the simultaneously displayed “SCME” data (Telega et al., 2004}, the authors used
a semiclassical exchange description elaborated in Section

Finally, the correlation-polarization part of the interaction potential was determined
at the local density approximation level (Gianturco and Rodriguez-Ruiz, [1993)) in the
DFT framework as adumbrated in Section For adjusting the long-range part of the
potential, we have used experimental values of the polarizabilities (see Morrison et al.
(1997) and references therein).

The fixed nuclei body frame radial equations were solved using the Volterra integral
propagator of Section the details about the use of which can be found in
[attached paper]

The main outcome of the fixed nuclei calculations are the converged body frame
K-matrices. Fig. 2 of records the energy dependence of selected K-matrix
elements as compared to the results of Morrison et al. (1997). Another important result
stemming from the ab initio calculations is the observation that the influence of the
[ > 1 partial waves is insignificant for incident energies up to 250 meV.

Therefore to connect the ab initio calculations with the experiment, we have em-
ployed a truncated K-matrix presented in Figure [1.7) excluding thus the partial waves
with [ > 1. The body frame K-matrix in Figure is directly related, via Eq. ,
to the T-matrix, from which one can readily evaluate the rotationally summed integral
o1 and backward og cross-sections by means of Eq. . Although it is possible to

A=0

Ty

IA|=1

Figure 4.7: Reduced K-matrix used in the fitting procedure described in the text. Since
Yoo is the only nonzero element in the A = 0 block with gerade symmetry, we adhere
to the notation ;. With the same proviso, the symbols ¥, and II, are used instead
of 317 and Il;1, respectively.

obtain the expression for or,0p understood as functions of ¥, ¥y, II,, in closed form,
it is instructive to consider the case of small energies E since then the 7-matrix is actu-
ally directly proportional to the KC-matrix as 7 = —2iK. Evaluating the cross-sections
oT, og with this proviso yields

A7
Tiot = 73 (32 4+ %2 +2117) (4.11a)
1 2
Oback = §Ut0t - ﬁxg (Eu + 2Hu) . (411b)

We thus immediately recognize that the departure from the backward/forward symme-
try for low energies reflecting itself in R differing from 0.5 is mainly on behalf of the
interplay between the X, and II, phases. Since the ¥, phase is rather dominant we fix
its energy dependence according to the ab initio prediction and consider the phases >,
II, as free parameters which can be in turn fitted to the experimental data of o, op
in a very similar fashion as we have employed for the polar molecules and described in
Chapter
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In case of quadrupole potential, it can be actually shown analytically (Fabrikant,
1984; [Isaacs and Morrison), [1992)) that the power expansion of the K-matrix elements
>, Il in the incident momentum k attains the form

=, 2% +(°52k +0(K?), (4.12a)
kK=o Q 9
My —= =1k + Ok ) (4.12Db)

confirming thus the expected result that R — 0.5 for k — 0.

The results of the fitting procedure are summarized in Fig. 5 of
the main message of which is that the employed ab initio model seems to greatly
underestimate the >, component of the K-matrix. Moreover, for incident energies
around 90 meV, the phases X, and II, act indeed in opposite rendering thus the desired
behavior. For physical arguments supporting this observed behavior we refer again to

the attached
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CONCLUSIONS

In the first part of the presented thesis we have proposed a numerical method based
on the R-matrix framework (Mil'nikov et al., [2001) adapted for potential scattering in
case of long range potentials. Moreover, combination with Schwinger-Lanzcos method
(Meyer et al.l [1991) turned out to represent an efficient extension of this approach for
handling nonlocal interactions. We have studied the numerical behavior of the resulting
numerical procedure Sulc et al.| (2010) and performed several tests on simple (bench-
mark) systems, namely ground state potentials of Csy and *Hey dimers. Comparison
with relevant results available in the literature demonstrates that the robustness of
the R-matrix renders an efficient and computationally effective algorithm superior to
standard treatments usually employed for this class of problems.

In the second project we diverted our interest to the development of the correlation-
polarization potential component in the static exchange + polarization approximation
as discussed in Section and Section Following ideas of (Gianturco et al.| (1993
we profited from the possibility to construct the short-range part of the correlation
potential by means of the local density approximation within the density functional
theory framework. The long range polarization component obeying known asymptotic
behavior specified in is subsequently added by means of a joining procedure
elaborated in Section Complete SEP potential is then implemented into the DMR
method reviewed in Section [1.1] Practical applications in case of electron scattering off
small hydrocarbon molecules (propane, cyclopropane) indicate good agreement with
other theoretical methods as well as experimental measurements. Further details and
relevant references can be found in the of the presented thesis.

The main contribution to this work was however comprised by investigation of
mechanisms of rotational excitations of small molecules in the gas phase induced by
electron impact. Since the necessary theoretical treatment exhibits significant differ-
ence in case of polar molecules as compared to nonpolar species, we have divided our
approach accordingly. In the former case, it has turned out to be convenient to work in
the dipole asymptotic formalism (Fabrikant| [1976), introduce generalized phase shifts
and interpret these quantities as free parameters of the model. These are in turn fitted
to the experimental data of integral and backward cross-sections. Their knowledge
enables us then to compute other scattering quantities, notably the differential and
individual state-to-state cross-sections resolving thus actually the total integral cross-
sections into elastic and inelastic components. In the light of the encouraging results
for water molecules (Curik et al., 2006), we have adapted this approach for symmetric
tops and tested on the experimental data for CH3Cl molecule. Obtained results are
discussed in Section [£.I] To our knowledge, there is only one relevant independent
experimental source (Shi et al., [1996) of low energy differential data for CH3Cl. The
agreement is not that impressive as in the HoO or (so far) unpublished SO2 case al-
so presented in Section The culprit could be hidden in the inherent assumption
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of diagonal short-range S-matrix. This is actually equivalent to assuming a spherical
symmetric perturbation to the dipole potential. This limitation is probably much more
pronounced for strongly prolate CH3Cl than for the SO5 molecule. Unfortunately, lack
of usable experimental data didn’t allow us to resolve this issue in some systematic
manner.

For nonpolar molecular species, the dominant dipole contribution is clearly missing
and therefore we had to identify other crucial parameters which could be employed in
a similar fashion as the generalized phase shifts for polar molecules. Several attempts
to obtain converged laboratory frame SEP cross-sections turned out to be rather un-
realistic in case of Ny molecule and we have therefore digressed to the body frame and
employed rotational frame transformation as explained in Subsection [1.4.4] Since the
number of relevant channels is significantly reduced, the resulting cross-sections exhib-
ited much more favorable numerical behavior. Comparison of these ab initio results
with available literature (Morrison et al. [1997)) enabled us to identify the body frame
K-matrix elements dominant for the prediction of the measured quantities as recorded
by Figure [£.7 In notation of Section .2} we have fixed the ¥z phase and employed
>, I, as fitting parameters in a similar fashion as in the polar case. This gambit has
turned out not only to be compatible with the measured data of integral and back-
ward cross-sections but it furnished also an explanation for the observed suppression
of the backward cross-section below 95 meV apparent from Figure Succinct elab-
oration on these topics comprises Section [£.2] and is also included as

Corresponding publication is currently in the submission process.
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APPENDIX
A

VOLTERRA EQUATIONS OF THE 2" KIND

In connection with their use in Section this appendix intends to summarize essen-
tial descriptive ideas concerning Volterra integral equations of the second kind. The
attention is especially devoted to the topics regarding numerical discretisation.

The scattering theory is usually formulated in multichannel formalism, nevertheless
for the economy of notation we shall confine ourselves to the simplest setting of the
one-dimensional case. Formally, the general equation of interest can be then written as

b(z) = bla) + /0 " K.y, 0(y) dy, for 0 <z <R, (A1)

where the range of the independent variable z is restricted to the interval [0, R]. Stan-
dard result (Linz, [1985) concerning the existence and uniqueness of possible solutions

of Eq. (A.1) is summarized by

Theorem 1
Equation (A.1) has an unique (continuous) solution provided that

1. ¢(x) is continuous in [0, R],
2. the kernel K (x,y, z) is continuous for 0 <y <z < R, —00 < z < 00,

3. K(z,y,z) satisfies further the Lipschitz condition

|K(.Z‘,y,21) - K($7y722)| < L|zl - 22|'

In applications connected with this work we shall always assume that the kernel K of
Eq. is a linear functionlﬂ in the third variable z and therefore fulfills the Lipschitz
condition automatically.

Alternatively, existence and uniqueness of an L? (0, R) solution is guaranteed by the
following assumptions

e ¢(x) belongs to L? (0, R),

e the kernel fulfills R R
/ / K (z,y)[? dzdy < oo. (A.2)
0 0

'we will use the same symbol K also for the “rest” of the kernel, i.c., K(x,y,2) = K(z,y)z
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A.1 Numerical methods of solution

What we are most interested in is the numerical solution of Eq. for given kerne]ﬂ
which is determined by the particular potential under investigation. In this regard, it
is practical to introduce discrete grid xj, where in the simplest case x; = k - h with
h denoting the grid spacingﬂ The numerical integration rule is then assumed in the
standard form

nh n
/0 pla)dz~ b wlo(x:), (A.3)
i=0

where the quantities w]' represent the integration weights. Approximating integrals in
Eq. (A.1) vieEq. (A.3) yields directly a numerical method of the form

Yp = én + th?K (@, z4,9) forn >, (A4)
=0

with ¢, = ¢(x,) and 1), representing the value of the numerical solution at grid point
n. The restriction on n stems from the fact that higher order integration rules require
some minimum number of points and therefore it is necessary to supply these “starting”
values 1y, . . ., ¥r_1 in some other way. Typical candidate for the underlying integration
scheme would be probably a rule of the Newton-Cotes type. However, these rules pose
some restrictions on the number of grid points — e.g., the well-known Simpson’s rule
is applicable only for even n. Nevertheless it is quite easy to circumvent this nuisance
by combining rules of even and odd orders. For example, we can apply the 3/8-rule
for the first 4 grid points and the Simpson’s rule for the rest of the interval. Another
possibility is to employ the 3/8-rule at the end of the interval (i.e., for the last 4 points).
The former and latter approach is by [Linz| (1985) denoted as Simpson’s method 1 and
Simpson’s method 2, respectively. For both methods we need to supply somehow the
“starting” values g, 11. Corresponding weights obtainable by straightforward
calculation are summarized in Table [A1l

A.1.1 Discretization and local-consistency errors

In order to investigate the numerical accuracy of general numerical method of the type
(A.4]) in more detail it is practical to establish some more formalism and notation.

If the exact analytical solution of Eq. (A.1)) is denoted as ¢ (x) then the discretisation
error € is defined as

€ = Pi — (). (A.5)

The properties of a particular numerical method (A.4) reflect itself directly in the
behavior of ¢; for h — 0. The method of the type (A.4)) is said to be (on a grid {x;}}¥,)
of order p if
| = P). A.

Jnax el = O(h?) (A.6)
It is natural to expect that this order of convergence will be directly connected with the
accuracy of the employed numerical integration, the precision of which can be quantified
by

2the employment of the Green’s function of Section actually fixes the non-homogeneous term as
the regular Bessel function

3More generally, the grid can be made of course adaptive in the sense that the spacing h can vary
according to the local behavior of the potential. However, the necessary modifications of subsequent
discussion in this regard are straightforward.
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Definition 1 — local consistency error

d(h,x;) = /0 K(zi,z,9(2))dz — th}K(xi,xj,i/)(xj)). (A.7)
=0
If § satisfies the condition
A P
onax 6(h, z;)| = O (RP), (A.8)

then the numerical method (A.4)) is said to be consistent of order p with Eq. (A.1]). Basic
theorem (Linz, 1985, chap. 7) connecting the conception of consistency and convergence
can be stated as follows

Theorem 2 — consistency vs. convergence
Assume that

e the solution ¥ (z) of Eq. (A.l) and the kernel K are such that the numerical
method ({A.4) is consistent of order p with (A.1)),

o the weights w]' satisfy

sup |wj'| < oo,
n,i

e the errors of the “starting” values satisfy
Wi — ¥ (z)] = O (WP71).

Then the numerical method (A.4) is convergent of order p.

The important message of this theorem is that the “starting” values can be of lower
order without decreasing the order of the method itself.

A.2 Numerical stability

Apart from the concept of numerical discretization errors, the issues regarding numer-
ical stability are also important in actual computations. The reason is that even with
a high order method the error for given h can in general grow (with z) much faster
than the actual solution which makes the method essentially unusable.
For the sake of further analysis, the discretization error is usually decomposed
into two parts as
€ = €s + €¢,

where eg stems from the propagation of “starting” errors and ec originates in the

consistency error (A.7)).

Definition 2 — stability
A method of the type (A.4)) is said to be numerically stable with respect to an error
component €; if this error can be expressed as

e; = hPe(x;) + O (h?) with ¢ > p > 0,
where e(x) is the solution of
(@) = Q) + [ hlaen) o, (A.9)
for some function Q(x).
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This definition can be understood as follows. If we denote the difference of the
inhomogeneous terms in Eq. and Eq. by AQ(z) and assume that this
function is bounded, i.e., |AQ(z)| < AQ, then the solutions to Eq. and Eq.
will behave in a “similar way”, more precisely their difference will be bounded as

O (AQ).
Definition 3 — repetition factor
If p is the smallest integer such that

w P = Wl (A.10)

3 70

then the numerical method in Eq. (A.4) is said to have repetition factor p.

The main conclusions of a theorem about regarding numerical stability of methods of
the type (A.4) are as follows

e all methods ((A.4)) are stable with respect to the consistency error

e methods (A.4) with repetition factor (A.10]) equal to 1 are also stable with respect
to the starting errors

For the precise formulation of this statement we refer to (Linzl |1985| p. 106), where it is
also proven that the Simpson’s method 1 has repetition factor 2, whereas the Simpson’s
method 2 exhibits repetition factor 1 an should be thus preferred in actual numerical
applications.

A.3 Integration weights for particular discretization schemes

A.3.1 Simpson’s 1/2 methods

Simpson 1 Simpson 2

n =2k w = w 1/3 n =2k wi = w! 1/3

wh, 2/31 wh, 2/31

Wai 41 4/3f Wai 41 4/31
Yiefo,...,k—1} fie{0,...,k—1}

n=2k+1 wy 3/8 n=2k+1 w 1/37

w = wj 9/8 wh 2/3T

wh 35— 3003 Wiy 4/31
w48t AP

Wy 1 2/31 Wy = Wy o 9/8

wn 1/31 wn 3/8
n>5i€{2,...,k} fn>5i€{2...,k}

Table A.1: Integration weights (A.3) for Simpson’s 1/2 methods
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A.3.2 Trapezoidal & “Truncated” Simpson’s methods

The “truncated” Simpson’s method, the integration weights of which are summarized
by Table is actually formally equivalent to constructing an “infinite” grid using or-
dinary composite Simpson’s rule and consequently truncating the grid points as well as
the integration weights at the upper limit of integration. A practical advantage is that
the weights in Table don’t depend on n and therefore it is very straightforward to
advance repeatedly the numerical solution in . On the other hand, these method
are of lower order. Trapezoidal method exhibits second order behavior, whereas “trun-
cated” Simpson’s method is supposed to be just of first order due to the truncation at
the end of the integration interval. This procedure introduces a quadrature error of or-
der O(h) into the propagated solution and thus the overall accuracy can’t be remedied
by higher accuracy of the Simpson’s integration itself.

trapezoidal “truncated” Simpson’s

n>1 Wy = 1/(1 + (52‘70 + 51'7”) n>1 W, 2 % — (52'70%
W, 241 4/37
fic{l,...,n—1}

Table A.2: Integration weights (A.3|) for trapezoidal and “truncated” Simpson’s meth-
ods
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APPENDIX
B

ANGULAR MOMENTUM

The purpose of this appendix is by no means to be a cheap substitute to the existing
rich collection of literature covering the angular momentum topics. Instead, it should
merely provide a condensed overview of angular momentum algebra identities collected
from various sources and converted to a form suitable for direct application for the
algebraic manipulations regarding the body/laboratory frame treatments discussed in
previous chapters. Apart from the standard book sources (Brink and Satchler, [1994;
Edmonds}, [1996; Rosel {1995; ' Thompson, [2004), we would like also to mention a well-
written older overview by Biedenharn et al. (1952)) dealing with this subject.

B.1 Symmetries of the Clebsch-Gordan coefficients

. ) — 2;+1 . .
(jig2 mima| jm) = (=1)71 7™ ﬁ(m myp —m| jo —ma)
, 2j + 1
_(_ jo+me S .
(-1) 2j1+1(m mma| j1 —m1) (B.1)

= (=127 (1 Gy —my —ma| j —m)
— (71)]&-&-]’2—]’3 (j2j1 m2m1| ]m)

= (jaj1 —ma —mi|j —m)

B.2 3j-, 6j-, Racah W- and Z- coefficients

3j7-symbol
<j1 Jo J3 ) _ (—1)i—ems (j1g2 mimal| jz —ms3) (B.2)
mip mg Mg V233 +1
6j-symbolll]

]'1 ]‘2 j3 (_1)j1+j2+j4+j5
{j4 Js jﬁ}_ \/23'3+1\/2j6+1mZ
1,Mm2
. . . . (B.3)
(jrja mima| j3 ®) (j3jami + moe| js M)

(j1je m1 ®| js M) (jojamoe| je M —mq)

lsymbol e denotes the uniquely determined value for which the corresponding Clebsch-Gordan
coefficient has nonzero value
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Racah W-coefficients

{g l; ;}_(—1)“+b+0+dW(abcd; ef) (B.4)

From the various symmetries of the 3j- and 6j- symbols, especially the following are
very useful in formal manipulations:

1. 3j- symbols

e interchange of any two columns of the 3j- symbol (B.2)) is equivalent to
a multiplication of its value by (—1)/1+/2+7s

e sign reversal of the second row in (B.2]) is governed also by the previous rule
2. 6j- symbols

e the value of the 6j-symbol (B.3) is invariant under interchange of any two
columns (i.e., under any column permutation)

e the value is also unaltered by interchanging the upper and lower arguments
in each of any two columns

From these properties, the symmetries of the Racah coefficients can be easily deduced

W(abcd; ef) = W(cdab; ef) = W(badc; ef) =
= W(acbd; fe) = W(dbca; fe) = (B.5)
= W(aefd; bc) = W(ebef; ad).
Especially in the laboratory frame treatment (Arthurs and Dalgarno, 1960)) of rotational

excitations of rigid rotorE] it turns out to be convenient to introduce additional algebraic
Percival-Seaton (Percival and Seaton, 1957) Z-coefficients defined as

Z (ab, cd; ef) = (—1)70+92(—1)P+4 (20 4 1)(2b + 1)
a c f
><<0 0 0){

B.3 Orthogonality relations

—

2+ 1)(2d + 1)(2f + 1)]"/?
b
&

it

QU

(B.6)

. . . . . y
. Ju o J2 J3 Ju o J2 )]
(233 + 1) Z <m1 Mo m3> <m1 ms m’33> = 5j3,j’36m3,m’35j17j2,j3 <B'7a>

mi,m2

Z (23 + 1) (]1 J2 U3 ) < JuoJ2 I3 ) = Oyt Ormig s (B.7b)

, m1 mg mg ) \m't m's mg
J3,m3

B.4 Relations between 6j- and 3j- symbols

Using the defining and orthogonality relations regarding 3j- and 6j- symbols stemming
from their relation to unitary transformations between various bases in angular mo-

2the essential theoretical framework was actually introduced earlier by [Blatt and Biedenharn| (1952)
although in this work the authors deal just with two particle collisions
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mentum recoupling schemes, it is possible to derive a plethora of identities. Let us just
mention two of them, which turned out to be most useful for our purposes.

Defining relation of the 6j-symbol using the 3j- symbols

5’71 Y1/ 50701 a b c A+B+CHa+p+y A B C
2c+1 {A B C}_ 52/5/(_1) <a —B 7/> (B.8)
a? ”Y?a7

B C a C A b a b ¢
B —y o« )\v —a B)\d B A
Sum over three Clebsch-Gordan coefficients

\/(26 +1)(2f + 1) (af aMs| cy) W(abed; ef) =

S (abaB| e My) (ed My M| ¢v) (bd BMs| f Ms) (B.9)
B

B.5 Other relations

Although following identities are not directly connected with the properties of the 3j-
and/or 6j- symbols, we found useful to include them also in this appendix mainly be-
cause of the fact that in the context of this work, they were typically used in connection
with formulae mentioned above.

Composition of spherical harmonics

l
I, 4 v o .
Py(ni - n3) = > Y (1) Yo (122) (B.10)

m=—

Integration of a product of three spherical harmonics

Gaunt’s formula
[ Y ) i (1) Vi, () =

B.11

(_ij\/(zj eranesn o N 7 oty o
47 0 0 O —mj my m
Product of spherical harmonics with the same argument
% N R m 1 (2[1 + 1)(2[2 + 1)
1/117”11 (n) Yiz,mz (n) = (_1) 1@ % (2l T 1) 5m,m27m1
x (l11200] 10) (Ll —mama| Im) - Y m (1)
(B.12)
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APPENDIX
C

DIPOLE POTENTIAL

Classically, the interaction between an electrical dipole D and a particle with charge ¢,
mass m is naturally given as

D7
3

5 (C.1)

where the vector 7 specifies the position of the particle. Utilizing the correspondence
principle, the relevant Hamiltonian for an electron can beE| written in the following form

H- 1 [16 (7“28) - 1L2} 42t (C.2)
T

with L? representing the square of the angular momentum. This Hamiltonian clearly
resembles the free particle Hamiltonian, nevertheless in the dipole case, its part acting
on the angular variables

—

L?2-2D-

=>

(C.3)

is modified by a term proportional linearly to D representing the magnitude of the
dipole moment D.

C.1 Fixed point dipole

In the simplest possible setting, we can assume that the orientation of the dipole mo-
ment D is fixed and choose the laboratory frame of reference so as the quantization
2-axis coincides with D. In order to explore the properties of the operator it turns
out to be convenient to evaluate its matrix elements using a basis |l m) comprised of
the eigenstates of L? and L,. The resulting matrix will be diagonal in the quantum
number m with each block being in turn tridiagonal in [. This observation immediately
results from the Wigner-Eckart theorem. Thus we obtain

Gy =(U'm/|L* = 2Dz - #|lm) =

12 —m2 12 —m?2 (0'4)
— l(l + 1)61,1’6m’,m — 2D(5m/7m 5l/,l+1\/4l127_1 + 6l/+17l\/4[27_1 :

From this equation we see that the matrix elements do not depend on the sign of m
as a direct consequence of the axial symmetry. Of course, the eigenvalues of G will
reduce to the well-known eigenvalues of L?, i.e., 0,2,6, - - -, for zero dipole moment. On
the other hand, for D # 0, the off-diagonal elements of G™, i.e., g{gﬂ, are nonzero and

Latomic units are presumed
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the matrix is itself symmetric. Arguments based on the Minimaz theorem (Wilkinson,
1988, p. 299) and Sturm sequence properties lead to the interesting conclusion that
such matrices have non-degenerate eigenvalues.

C.1.1 Dipole harmonics

The spectrum and corresponding eigenvectors of the matrix G defined in can
be for practical purposes obtained most easily by a numerical procedure. To this end,
one restrictﬂ the quantum number [ to 0,1,...lhax, evaluates corresponding matrix
elements and performs then the diagonalization numerically.

Along the lines of the standard approach, one could try to express the eigenvalues
of as A(A + 1) for non-integer A being function of I, m and the magnitude of the
dipole moment D. In a more pedantic notation following [Lévy-Leblond and Provost
(1967), the eigenvalues should be therefore labeled as A;,, (D) nevertheless for the
sakes of brevity, we shall omit this cumbersome designation. With this proviso, we will
call the eigenfunction of the operator as dipole harmonics — Zy , — in analogy
with spherical harmonics Y;,,. Transformation between these two angular bases is
established by means of a transformation A™, namely

Zom = Am) = 3 (tm|Am) 1m) 3 ARYim, (C.5)
l l

the matrices A™ being unitaryﬂ i.e.,

> ARATS = 610 > ARTAR, =6y (C.6)
A l

Momentum normalized eigenfunctions (kK = v2F) of the Hamiltonian (C.2)) can be
consequently specified according to the following formula

@ijlm("#) = \/zkj/\(kr)z)\,m (72) ; (C7)

with jy(z) representing regular spherical Bessel function of order A (Watson, 2008).
Alternative approach to the solution of the radial Schrodinger equation for pure point
dipole potential based on an expansion into Laguerre and Gegenbauer polynomials has
been given by Alhaidari and Bahlouli (2008).

The dependence of the eigenvalues on the magnitude D of the dipole moment is
depicted in Figure Each eigenvalue [(I 4 1) of L? is split into I + 1 components
due to the above mentioned symmetry in |m|. Although an analytic expression for
the eigenvalues is probably not available, it is possible to derive (Lévy-Leblond, [1967)
a continued fraction expansion of \;,,(D) from which one can easily obtain the power
expansion of these quantities in the variable @ = 2D. For example the lowest eigenvalue
for m = 0 is given as

o2 11 fa?\? 133 /a2\?
Mo(D)~ — 2 4 = (&) =2 (L 8) . .
00(D) 6+30<6) 450(6) + 0(a®) (C.8)

2each matrix ™ will be of order lmax — |m|+1

3in an actual numerical implementation, the truncation in [ causes typically some error in the highest
eigenvalues. One countermeasure is to increase slightly Imax and crop the vector of eigenvalues and
also the transformation matrices after the diagonalization to correspond with the original l;ax. This
technique produces more precise eigenvalues, on the other hand it can compromise the unitary property

in .
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Figure C.1: Dependence of the eigenvalues of the angular operator ((C.3)) on the mag-
nitude of the dipole moment

For large [ one can alternatively consider the dipole term as a perturbation to L? and
in that case it is possible (Clark, 1984) to derive an approximation to A;,,(D) as

D? 4
The dipole harmonics also naturally transform to spherical harmonics in the limit
D — 0". Figure depicts the square of the absolute value of three selected |\, m)’s
understood as functions of the angular variables 6, ¢ for ﬁxedﬁ angle ¢ = 0.

C.1.2 Critical dipole

The operators L2 and —2D cosf are certainly bounded from below by 0 and —2D,
respectively. This means that also the operator , being their sum, is bounded
from below by —2D. Its lowest eigenvalue is thus greater than —2D. If we insist
on the eigenvalue parametrization as A(A + 1), we immediately see that A has to be
complex for eigenvalues smaller than —1/4 (highlighted in Figure . This situation
may (and indeed does) thus occur for D > 1/2 and is directly connected with the
question concerning the existence of possible bound states of the electron in the dipole
field as discussed in the following section. To avoid unnecessary confusion, it should
be noted that each eigenvalue \; (D) has its own “critical value” of D. The critical
dipole moment usually mentioned in the literature refers to the lowest eigenvalue Ag .

To numerically render these critical values forcing A to be complex can be done
using standard methods for root searching (Press et al., [2007, p. 442). To this end, we
interpret the eigenvalue A;,,(D) as a function of D and define f(z) = A, (z) + 1/4.
The critical value of D then coincides with roots of f and even the simplest bisection
method yields very satisfactory results. Table contains the critical values for several
eigenvalues ) ,,, localized by means of this procedure as compared to Crawford| (1967)).

4because of the axial symmetry, the three dimensional shape would be obtained by rotating the slice
depicted in Figure @ around the z-axis
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Figure C.2: Selected dipole harmonics for D = 1.0 a.u. and ¢ = 0 — gray lines represent
corresponding spherical harmonics (i.e., limiting case for D — 071), axial symmetry of
the dipole harmonics is preserved, nevertheless the overall shape is deformed.

m Dirit [au]  Deig [a.u.]
0 0 0.63928 0.639314877
0 1 7.5463 7.546955713
0 2 21.299 21.30090331
1 1 3.7916 3.791967926

Table C.1: Magnitude of the critical dipole moment D for several eigenvalues A .

Values Dzrit in the second column are taken from Crawford| (]1967'). More accurate

results can be found in [Alhaidari and Bahlouli (2008)).
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C.2 Other forms of the dipole potential

The dipole interaction model presented in the preceding section is clearly the most
simple. In the literature, three additional cases are usually distinguished:

e fixed finite dipole — in this case, it is assumed that the electrical field is gen-
erated by two point particles fixed in space with opposite charges ¢ separated
by a distance R. For r — oo the form of the potential coincides naturally with

Eq. (C.1)).

e point dipole rotor — the direction of the dipole moment D in Eq. can
in general depend on time. A crude model of a polar molecule would consist in
fixing the dipole moment in the frame of reference of the molecule. The vector
D will consequently depend on the Euler angles specifying the orientation of the
molecule in space.

e finite dipole rotor — the last case is a combination of the preceding two schemes,
i.e., the dipole is assumed to be finite as well as free to rotate.

C.3 Existence of electron bound states in a dipole field

The question whether and under which conditions can a dipole field bind an electron
has aroused the attention of many investigators in the past few decades. Lucid overview
regarding this topic can be found in Turner| (1977) or in Appendix B of Itikawa (1978).
In this section we would like to provide a short summary of the relevant results.

The analysis in the framework of classical mechanics is much simpler as shown by
Fox (1968); [Turner and Fox (1968). Their conclusions can be summarized as follows:

e fixed finite dipole supports electron bound states for arbitrarily small dipole mo-
ment D (Turner and Fox, 1968),

e in the case of a point dipole, the only stable electron orbits are such that » = const.
and total energy E = 0. Moreover, a necessary condition is D > 3v/3/ 4p§, where

pi is the electron’s angular momentum along the dipole axis (Fox, [1968).

The notion of quantum mechanical critical dipole can be dated back to the work by
Fermi and Teller| (1947) almost sixty years ago. Nevertheless as pointed out by Turner
(1977), their results didn’t attract sufficient attention at that time and thus the ex-
istence of the minimal dipole moment required to bind an electron was rediscovered
twenty years later by several authors as discussed below. On the other hand, it should
be noted that the principal ideas applicable also in the general case are mentioned
already in the book by [Landau and Lifschitz| (1977)), the first edition of which is dat-
ed to 1958. Landau and Lifschitz (1977) analyze the radial differential equation for
an electron in a spherically symmetric fixed point dipole field

V(r) ~ B/r% (C.9)

The form of the potential poses actually no restriction, since the Schrodinger
equation for the “proper” dipole potential is separable in radial/angular vari-
ables. The eigenvalues of will then only reflect itself in a particular value of the
parameter 3. Arguments based on the oscillation theorem lead to the following con-
clusions, for the concise statement of which it is convenient to introduce a parameter
v as

vy=28-1(+1), (C.10)

where [ is the orbital angular momentum of the electron.
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e If the potential is of the form ((C.9) in the entire space then

1. v > 1/4 — the particle is saidﬂ to “fall to the centre”,
2. 7 < 1/4 — the dipole field supports no bound states.

e If the potential (C.9)) is modified by some short-range perturbationlﬂ to mitigate
the singular behavior at the origin, then

1. v > 1/4 — there are infinitely many negative energy states for the zero energy
radial wave function has infinitely many nodes (i.e., its ordinal number is
infinite),

2. 7 < 1/4 — only a finite number of bound states can exist in this case, de-
pending on the form of the short range perturbation.

In the following discussion, let us distinguish two cases according to the fact whether
the rotational degrees of freedom of the dipole moment are taken into account or not.
We shall also confine ourselves only on the discussion of negative energy states. For
implications of the properties of the dipole potential for scattering calculations we refer
to Section (4.1l

C.3.1 Fixed dipole

The bound state problem for a fixed finite dipole was first studied probably by Wallis
et al. (1960)) who separated the Schrodinger equation in spheroidal coordinates (&, 7),
expressed the sought negative energy wave function in a basis comprised of associated
Laguerre (£) and Legendre () polynomials and thus converted the differential equation
into an algebraic problem. These equations were solved for dipole moments in the
interval 0.84-30.0a.u. Later, the same problem was variationally solved by [Turner
et al. (1968) with a basis composed of functions of the type exp{—1/2a(§ + n)}¢Pn.
Resulting energies for the lowest bound state are given in Table [C.2| for a few values
of the dipole moment D. The theoretical dependence of the binding energies on D
has been investigated by |/Abramov and Komarov| (1972). Analogical calculations to
Turner et al.| (1968) were performed by |Garrett et al. (1969)) in spherical coordinates.
As opposed to [Wallis et al. (1960)), [Turner et al. (1968)) present not only the energies
but also the form of corresponding eigenfunctions for a much wider range of the dipole
moment, namely 0.639-400.0 a.u. A very similar numerical approach as in |Turner et al.
(1968)) led |Turner and Fox (1966) to the conclusion that fixed finite dipole doesn’t
support bound electron states for D < D¢yt &~ 0.6393 a.u. In this work, the variation
principle was applied to D for fixed energy E = 0 — this corresponds to the fact that we
seek the smallest value of D which is compatible with zero energy bound state (critical
binding). A surprisingly simple argument can be made to verify this claim (Crawford
and Dalgarnoj 1967). The reasoning goes as follows. The potential for a fixed finite

dipole qd is given by
1 1
V(F)ZQ<H—q>-
‘ r—d } ‘ T ‘

This expression is everywhere less negative than the lower bound —gq/r2, for which
we can apply the results of Landau and Lifschitz (1977) and therefore confirm the

5This is an interpretation of the fact that the radial part of the wave function can be shown to
exhibit infinite number of zeros for any finite energy E. On the other hand, the ground state with
energy Eo has no radial nodes and one is then forced to the conclusion that Ey — —oo. This in turn
leads to the closure that the electron should be confined to an infinitesimal vicinity of the origin r = 0.
Sshort-range meaning that the perturbation decays faster than 1/72 for r — co
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numerical results of [Turner and Fox| (1966). The independence of the lower bound on
the size or direction of ¢ enables us to extend this result also to the case of a fixed /freely
rotating finite/point dipole.

Recently, |Giri et al.| (2008) claimed to prove that the fixed point dipole does support
bound states even for undercritical dipole moments. Their argument is based on the
statement that the radial Hamiltonian is actually not self-adjoint, nevertheless by direct
computation of its deficiency indices they prove that it admits self-adjoint extension.
Giri et al| (2008)) then aver that this extension (parametrized by w) posses a bound
state, which is in contradiction with previous works. On one hand, |Giri et al. (2008)
claim that their results are incompatible with older findings, on the other hand, on
p. 3 the authors state that “w encodes the effect of the boundary conditions arising
from the short range physics of the system”. If this should be understood as a result of
particular short range modification to the point dipole potential, then their conclusions
essentially reduce to the findings in |Crawford (1967)), who generalized the analysis of
Landau and Lifschitz (1977) to the case of anisotropic dipole potential modified
by a short-range perturbation.

It could seem tempting to apply the Crawford’s results also to the class of potentials
modeling rotating polar molecules. Nevertheless, as pointed out in |Crawford| (1967)),
this would require the incorporation of the Born-Oppenheimer approximation. How-
ever, the predicted discrete spectrum has an accumulation point for £ = 0, which in
turn means that the Born-Oppenheimer approach is itself questionable.

C.3.2 Rotating dipole

If the dipole moment is allowed to freely rotate in space, one would naturally expect
that the strength of the dipole potential could be “averaged out” thus altering the
conditions for electron binding. From the formal point of view, the incorporation of
the rotational degrees of freedom means that we are forced to include additional terms
into Eq. , typically rigid rotor Hamiltonian as introduced in Appendix

In the simplest possible setting of a diatomic polar molecule, the radial components
of the electron’s wave function U ]‘{ ; in the laboratory frame close coupling treatment will
satisfy a set of coupled differential equations (Bottcher] 1969; Garrett|, 1971b), namely

14> 1(1+1) j(G+1) ;
[2017“2 G (2507 |l =

(C.11)
_ Z Gl, |V |5V, YU u(r),

j/7l/

where j, [ are the channel quantum numbers, I stands for the moment of inertia of the
molecule and J represents the total angular momentum. In the past, it has been argued

D [a.u.] E eV] D [a.u.] EeV]
0.667  1.2208-107'8 | 1.000  2.7882-1072
0.693  1.1340-10719 | 2.000  2.3982-10°
0.741  9.9116-10°7 | 4.000  7.0285-10°
0.797  8.5596-107° | 8.000  1.0219-10!

Table C.2: Lowest bound state energies for a fixed finite dipole with magnitude D as
given by Turner et al. (1968)
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that the critical binding properties of an electron in a field of rotating dipole should
be identical to the fixed case (Bottcher} 1970), nevertheless as pointed out by (Garrett
(1971a), this argument is flawed by the omission of the difference in the electron’s
channel momenta. |Garrett| (1980a) showed later that the arguments of |Bottcher| (1970)
are actually valid in the (purely mathematical) limit of point dipole rotor.

The system of a rotating finite dipole moment was thoroughly studied by Garrett
(Garrett, 1970 (19718, [1980a,). He investigated the radial laboratory frame close-
coupling equations for the presumably bound electron. His findings are as follows

e the number of bound states is finite (Garrettl, 19715, p. 966),

e the critical dipole moment D required to bind an electron depends on I (Gar-
rett], |1970) and decreases monotonically with I — oo. Moreover, Dgj; converges
in this limit to the value for the fixed point dipole as depicted in Figure

N 1.1

= 1.05 J — 0 1 J 0

= e 1| 1.0- 1

S 0.95 1 — 2 1

= — .3 0.9 -

< 0.85 - |

& 1 0.8

S 0.75 - \\ ]
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moment of inertia I [a.u.] dipole length [a.u.]

Figure C.3: Dependence of the critical dipole moment on the moment of inertia I and
the charge separation in case of rotating finite dipole. Value of D¢ is influenced by
total angular momentum J. Data taken from Garrett (1970) and |Garrett| (19804j).

e for fixed moment of inertia I and dipole length, D is an increasing function of
the total angular momentum J

e with decreasing charge separation in the finite dipole rotor model, D.,j; converges
to the value for the point dipole case as demonstrated graphically in the right

panel of Figure

Generalization to “real” molecules

Because the binding properties are mainly attributed to the long range behavior of
the dipole potential, the finite dipole rotor model could furnish in principle a reliable
approximation. However, exact treatment is hardly possible. Employing Rayleigh-
Ritz variational principle, Crawford| (1971)) showed that in the framework of Born-
Oppenheimer approximation, all polar molecules with dipole moment higher than the
point dipole value 0.693 do support electron bound states. His generalization to freely
rotating molecules based on an analysis of critical dipole moments calculated by |Garrett
(1970) and by using arguments about presumably small influence of the short-range
interaction is nonetheless little bit vague — “the facts strongly suggest that any real gas
phase molecule or radical with D > 0.79 a.u. probably can bind an extra electron, and
almost certainly can if D > 0.98a.u.”.
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Ab initio studies regarding electron affinities of simple polar molecules have been
also reported (Jordan and Luken| [1976). Their theoretical value of the affinity for
LiCl 0.54¢eV is in good agreement with experimental value 0.61eV (Carlsten et al.,
1976)). Calculations performed on other small polar molecules suggest that the electron
affinity increases with increasing dipole moment and the binding energies are very small
as compared to values predicted by finite dipole rotor model. Also no “multiple” bound
states have been observed.

In connection with the question about the role of the Born-Oppenheimer approx-
imation in Crawford’s results, Crawford and Garrett| (1977) have shown for typical
values of I, R (only spherical rotors are considered) that the negative ion is still stable
provided that the Born-Oppenheimer electron affinity is larger than roughly 1/10 of the
rotational constant of the molecule (and thus the energy increase by adding positive
semidefinite rotational term j(j +1)/21 to the Hamiltonian is still compatible with the
bound character of the respective state).
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APPENDIX
D

SPHERICAL BESSEL FUNCTIONS

The purpose of this short appendix is to furnish a concise overview of the normalization
(and other possible definition related) conventions regarding the use of various special
functions appearing in the presented work in order to avoid confusion with the plethora
of other sources in the available literature.

D.1 Spherical & Ricatti-Bessel functions

Spherical Bessel functions naturally enter the stage of quantum mechanics as solutions
of the radial Schrédinger equation and are defined in terms of Bessel J, N functions of
fractional (Abramowitz and Stegun, |1965, ch. 10) order as

D=\ 3diyD) ) =\ [N ) 0.)

Standard substitution R %f in the radial Schrodinger equation eliminates the first
derivative term and yields thus a simpler differential equation for £, the two independent
solutions of which are the so-called Ricatti-Bessel functions

~

Ji1(2) = z5i(2) n(z) = — zj(z). (D.2)

Two particular linear combinations of (D.2]) turn out to be especially useful, namely
the Ricatti-Hankel functions given by

o~ ~

h(2)=ig(z) +7u(z) by ()= —iqi(z) + ). (D.3)

In multichannel scattering formalism, to each channel a with channel momentum k,,
there correspond two radial functions f,, g, (regular and irregular solution) which are
just conveniently chosen linear combinations of . However, as discussed by |[Zemach
(1964), the necessary condition ensuring symmetry of the resulting -matrix is that
the absolute value of the Wronskian of these f,, g, is 1.

D.1.1 Extension to complex orders

In connection with the radial Schrodinger equation in dipole potential, it turns out to
be convenient to define functions and also for complex orders. In order
to distinguish this case we shall denote the order as A instead of [. Bessel functions
are analytic functions of their order in the entire complex plane (possibly except the
origin) — for details we refer to an excellent overview by Watson| (2008]). The well-known
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(Taylor, [2006, ch. 11) asymptotic behavior of (D.2]) can be thus directly extended for
complex orders \ as

?L?:(Z) ~ eI oH(z ) (1+0(z")  for z — . (D.4)

However, in scattering applications, one prefers radial solutions yielding unit ingoing
and outgoing flux. To ensure this, it is necessary to renormalize (Clark, 1984)) functions

O s

=
S
—~
N
S~—
g
=
=K
&
)
_H
%
>
Wl
Q

eFi(=M3) (1+0 (") for 2 — oco. (D.5)

D.2 Scattering integrals

Finally, following set of relations entails an overview of integrals, which appear frequent-
ly in the first Born approximation framework in computations of scattering amplitudes
and transition operator matrix elements. The formal mathematical reason is that in
this approximation, the radial wave function is typically described by a regular spherical
Bessel function of corresponding order. Another possible use is for integrals the inte-
grand of which contains plane wave terms exp(ilg -7). This expression can be expanded
into spherical harmonics as

o] l
T =4 >N il (kr) YT (B) Y (), (D.6)
I=0m l

where the radial term is again given by a regular spherical Bessel function so the
integration over r or k can in principle benefit from formulae presented below. For
other useful properties and relations we refer to Gradshteyn and Ryzhik (2007) or
Erdélyi (1954).

Combination of j; and powetf'_-] of r

n>1L,RA>n—3

[\][9+)

[ iy = ot s ) (.7)
0 (2+3)

—
_l_
NS

Combination of two j;’s with different £ and power of r

0<ko<k,n>0RAX+RN>n—3

AXo—n+3
o] T k>\0 F<f)
ga(kr) jag (kor) r*~1dr = (o ) T30 — -
/0 (277) fe3+Xo nr()\oJr %)F(’\_’\2°+’7) (D.8)
2p A4+X—1n4+3 - A—n+2 \ §kj
1 2 ) 2 M 0 27 kz

The symbol 9F; denotes the standard hypergeometric function (Abramowitz and Ste-
gunl 1965, ch. 15). Although at first sight it might seem that Eq. should be
symmetrical under simultaneous exchange of A <+ Ag and k < kg, the situation is

Lin [Feldt and Morrison| (2008%), there is probably a misprint concerning the validity conditions of
this formula
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slightly more complicated by the fact that the right hand side of Eq. is not
analytic in the variable ko/k (Gradshteyn and Ryzhik, 2007, p. 683).

Combination of two j;’s with the same k£ and power of r

0<k,n>1, RA+RA>n—2
AAo—n+3
F(n—UF(%)
Ao—A+ Mo+l A—=Xo+
]:\(O2 7])1’1( 027] )1—\( 2O 77)

A noteworthy special case of Eq. is obtained for 17 = 2 since then the radial term
72" vanishes. Using a slightly modified Euler’s reflection formula for T'(z)

k"3 (D.9)

/OOOjA(kr) Jao (k1) 2 dr = (%)

Tz

I'(1 I'l—2)=z2'x)I'(1 — z2) = D.10
(14201~ 2) = TEN( - 2) = (D.10)
readily yields for RA + R g > 0,k >0
o ] sin (()\0 — )\)%) 4

k kr) dr = -k D.11

vt g (k) ar = GEEE S (D.11)
More specifically, Eq. (D.11)) reduces for A\g = A £ 1 to
& 1

i(kr) jaar (k) dr = - - k1 D.12

/0 Ia(kT) g1 (kr) dr N T1El (D.12)

Combination of two j;’s of order \ with different £ and power of r

k>0,ky>0 Rnp>0 RA> -1

% . . (T (kko)T(A+35 - 1)
/0 i) ahor) 7 dr = (55) (i + ko) 1T (A 4 3) 1(3)

AU
3 4kk
~2F1<A+—”,A+1, A +2 02>
2 2 (k‘—i—ko)

(D.13)
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APPENDIX
E

RIGID ROTOR APPROXIMATION

In the standard treatment of molecular vibrations/rotations, the electronic structure of
the molecule is usually disregarded and the molecule is simply modeled by charged point
particles representing the nuclei. In order to obtain (Watson, 1970; Wilson et al., 1980)
the quantum-mechanical Hamiltonian, it is necessary to perform several steps. First-
ly, the translational motion is separated by coordinate transformation into a frame of
reference “moving” with the molecule determined by Eckart conditions. Consequently,
normal coordinates are introduced and the (actually still classical) Hamiltonian is re-
stated in terms of angular momenta and momenta conjugate to the normal coordinates.
In order to utilize the correspondence principle, it is further essential to determine the
relation between the angular momenta and momenta conjugated to the Euler angles
and finally apply a procedure, originally proposed in the early days of quantum me-
chanics by |Podolsky| (1928]), which yields the “exact” rovibronic Hamiltonian. However,
if the coupling between rotations and vibrations is neglected, the total energy separates
into the energy of a rotating rigid molecule plus vibrational energy of a non-rotating
body and one speaks then about rigid rotor approximation.

E.1 Symmetric tops

The rotational Hamiltonian takes in the rigid rotor approximation the following form

1L L L
i)

_ - |ZA B E.1
21 Iy Ic (E.1)

where the subscripts A, B, C identify body fixed coordinate axes and the L_ represent
corresponding angular momentum projections. The rotational constants A, B,C are
then defined by means of the moments of inertia I as, e.g., A = 1/214 etc. By con-
vention [4 < Ig < I and therefore A > B > C. It may happen that A > B = C or
A =B > C. In that case, the molecule is denoted as a symmetric top. This relation
is automatically satisfied if the molecule exhibits an n-fold symmetry axis with n > 3.
On the other hand, it may happen that even if the molecule is not itself symmetric, its
rotational behavior is close to a symmetric top. This case is denoted as an accidental
symmetric top (Winnewisser, [1972).

Two cases are distinguished:

prolate top A > B =C e.g.,, CH3Cl, CH3Br, CF3Cl
oblate top A=B >C e.gq., NHg
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E.1.1 Rotational eigenfunctions

It can be shown that in the Euler angles representation, the normalized (E.20]) rotational
eigenstates |j km) of a symmetric top are rendered as

jm) = /2257 DLl 8, 7). (£2)

Each ket [j km) is an eigenstate of the total angular momentum, projection of the an-
gular momentum onto the space fixed z-axis and also of the projection of the angular
momentum onto the (rotating) molecular z’-axis of symmetry with eigenvalues j(j+1),
m and k, respectively. The Euler angles («, 3,7v) are defined in the y-convention as
discussed in length, e.g., in |Goldstein et al.| (2001}, p. 154) and determine the orienta-
tion of the principal axes frame of reference ﬁxed in the molecule. More importantly,
the symbol D’ .k Tepresents a Wigner functzo the properties of which are concisely
summarized in Sectlon E.3l

When comparing relations from various sources in the available literature, proper
care has to be taken as concerns the variety of possible conventions regarding Euler
angles, Wigner Din,k functions and active/passive interpretation of rotation operators.

We adhere to the convection used by Davydov] (1965), where the Dfn ,, functions are
defined as matrix elements of the rotation operator expressed in the 7passz've conven-
tion, i.e., the set of Euler angles («, 3,7) defines a sequence of three successive rota-
tions applied to the original space fixed coordinate system (z,vy, z) ending up with the
molecule-fixed reference frame (&, 1, () coinciding with the principal axes of inertia.
Explicitly written, one has

(5 B, 7) = (G| R (e, B,7) [5m) (E-3)
with the rotation operator R being given by
R (o, B8,7) = NARER T IS TR
Simplifying and appending a subscript D for |Davydov, one obtains

/| 183y

DDJ, (s B, 7) =" (j jm) e, (E4)

where the states |jm),|jm’) can be considered as referring to the space-fixed frame
of reference. [Davydov| consequently obtains the transformation relation of spherical
harmonics resulting from the definition (E.3) as

Y (0, ¢) = ZDDm wlen B, Y k(0 @), (E.5a)

Y, (0, ¢ Z pDLr (e, B, 7)Y m (8, ), (E.5b)

where the angular variables 6, ¢ and 6’ ¢’ refer to the space fixed (laboratory) and
rotated (fixed in the molecule) frame of reference, respectively.

On the other hand, Brink and Satchler| (1994) use the same convention regarding
Euler angles («, f, ) but works in the active convention, i.e., they consider the frame
of reference as being fixed in space and rotate the physical states. Their D-matrices

talso known as generalized spherical function or alternatively D-function
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(distinguished by subscript B) are thus rendered as matrix elements of the rotation
operator in active convention to wit

5D B,7) = (jm| e i -e~ e i3

mm’( )

jm')
. (E.6)
jml> e*lm CM'
Quick simultaneous glance at Eqgs. (E.4) and (E.6) reveals that D-matrices given by

Brink and Satchler| (1994) are just complex conjugated D-matrices of the D-matrices
of Davydov] (1965)

= e MY <]m) e By

Dpzmm/(aa B, ) = BDm m’( , B, 7) . (E7)

In the active convention, if one rotates a state |jm) by («a, 3, v), the resulting state
|jm)’ = R|jm) is naturally an eigenstate (with the same eigenvalue m) of the angular
momentum projection onto the z’-axis, i.e., the rotated z-axis. Expanding |jm)’ in the
original basis |jm) yields

jm)" = Rjm) =Y |jk) (k| R |jm), (E-8)
k

with (k| R |jm) being identical to Brink’s D-matrix (E.6). In coordinate (0, ¢) repre-
sentation, Eq. (E.8]) is equivalent to

Y (0, & ZBka L B Y (0, ¢). (E.9)

Taking into account the “compatibility” relation recovers Davydov’s result .
Other books preferring the active convention such as |Inui et al.| (1996) or Bohr and
Mottelson! (1998) are fortunately in accordance with the results stated previously.

Another heavily cited source on angular momentum, the book by [Edmonds| (1996),
also chooses the passive view point and consequently avers to define the D-matrices
as matrix elements of the rotation operator in passive convention as it is done also by
Davydov| (1965). The defining relation (Eq. 4.1.10 in Edmonds (1996))) iﬂ

E mm’( B, ): <jm‘e%ane%ﬁJye%’YJz ]m>
(E.10)

i . i . im/
e elmﬂy <jm‘ ehﬁ‘]y jm/> elm [

and a discrepancy with |Davydov/s results is apparent. The nasty culprit is deeply
hidden in the fact that the rotation operator in passive convention used by [Edmonds
(1996) is seriously flawed for reasons discussed thoroughly in Bouten| (1969). One of
the immediate consequences is the violation of the group-property which can be easily
shown (Bouten, [1969) as follows. Let’s suppose that that the correct form of the passive
rotation operator Rp(a, 3, v) is as considered by [Edmonds (1996), namely

RP(CM, B? ’7) - e%aneéﬁJye%'sz .

To a composition of two rotations, there should correspond a product of the respective
rotation operators. Now let’s consider two particular rotations («,0,0) and (0, 3,7) in
the passive view point. It is easily verified that their composition is (a,0,0)0 (0, 3,7) =
(0, B, + 7y), nevertheless corresponding relation for the rotation operators is clearly
invalid

RP(OK, 0, 0) : RP(07 B?f}/) - e%a.]z : e%ﬁJyeih’YJz 7& eihBJye%(aJr’Y)Jz = RP(07 67 o+ f)/)

2subscript E should distinguish [Edmondsfs notation from two previously discussed cases
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We would like to note that the same misconception has unfortunately penetrated also
into the, otherwise very elucidating, work by Morrison and Parker| (1987). Correct form
of the passive rotation operator is on the other hand used, e.g., by |Davydov| (1965) or
Fano and Racahl (1959). Discussion regarding these topics found in Rose (1995) is even
more confusing in the sense that the author claims to work in the passive viewpoint,
nevertheless his rotation operators are actually active as pointed out by Morrison and
Parker| (1987) and Bouten| (1969)).

In order to remedy the error in [Edmonds/s approach one has two possibilities.
Either it is possible to interpret his D-matrices as describing an active rotation by
angles (—a, —f3, —) or to formally interchange the Euler angles a and nyl The former
approach is mentioned (but without discussing the reasons) in Brink and Satchler| (1994,
p. 21). On the other hand, the latter tack might be the reason that Chang and Fano
(1972) who adhere to the Edmonds’s notation for the D-functions, interchange the
Euler angles £ = v and ¢ = «, i.e., the orientation of the molecular frame of reference
is specified by Euler angles (¢, 6, ¢ = 0) but the authors use Edmonds’s D-matrices
in the form DZ;M(O7 0, ¢), which makes the relation (A3) of |(Chang and Fano (1972)
compatible with equation (43.9) in Davydov] (1965).

There are several possibilities how to proceed in order to obtain the eigenfunctions
of a symmetrical top. More thorough analysis based on the investigation of the
properties of the body-fixed angular momentum components (especially their action
on Wigner functions D) is given by Davydov (1965, §43). Nevertheless, it is
possible to arrive to the same conclusion more straightforward way as discussed,
e.g., by |Brink and Satchler (1994, p. 25) or|Landau and Lifschitz (1977). The
reasoning is as follows. Suppose that the rigid rotor eigenfunction is ¢(R), where
R specifies the orientation of the rotor. If we now rotate the function ¢ by an
amount Ry, the transformed function ¢’ will be given by

¢'(R) = D(R1)¢(R) = ¢(R'),

where R is transformed to R by rotation Ri. Without loss of generality, one can
now assume that ¢ is an eigenfunction of L?, L, and H with eigenvalues J(J +1),
N and E, respectively. Consequently, ¢' will be also an eigenfunction of L?, H
with the same eigenvalues. Moreover, if the energy level E is only rotationally
degenerated, we can expand ¢’ into ¢ jp(R) as

¢'(R) = ¢sn(R) = ¢su(R) (JM|D(Ry)|JN).
M

For the particular choice Ry = R, it follows that R' = (0), i.e., Ry is an identity
transformation. Therefore the preceding equation can be restated into the following
form

bt (R) = 3 (IN| DUR) [T ) 61 (0). (E11)
N

In other words, the eigenfunction is determined in all space just by its value for
R = (0). The symmetry around the body fized z'-axis then requires that only one
term in the sum in (E.11) can be nonzemﬁ. Thus the sought wave function will
be indeed proportional to the matrix element of the rotational operator.

JLandau and Lifschitz (1977) actually mention in §58 that Edmonds interchanges angles a and 7
but no detailed comment is given
4N will be then equal to the corresponding eigenvalue of L./
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E.1.2 Rotational energy levels
The rotational energy corresponding to (E.2)) can be expressed as

prolate top A>B=C Ejxy=BJ(J+1)+(A—- B)K?

oblate top A=B>C Ejxy=BJJ+1)+(C— B)K?

and is clearly independent on the quantum number M as well as the sign of K due
to the inherent rotational symmetry. Rotational constants together with a graphical
depiction of rotational levels for one particular example of a prolate symmetrical top
molecule (CH3Cl) are displayed in Figure Values for other molecules can be found
in Appendix [F]

E.2 Asymmetric tops

If A> B > C, the body fixed angular momentum projection L, does not represent
a good quantum number. However, L? and L, is still conserved and the rotational
eigenfunctions of an asymmetric top can be expressed as linear combinations of sym-
metrical top states |JK M) introduced in . It is convenient (Krotol |[1975; Winter,
1954)) to express the rotational Hamiltonian in a slightly more general form as

_ L. 2 L2 L L? e (a2 L2 O = (a+b)/2
H, = 5(a+b) (Lg + Lj) + L + 5(a = ) (L — L) e aen (B12)

T2 +2 -2
=aL —i—BLC—F’Y(J +J ) v = (a—b)/4

The body fixed axes are in labeled as a, b, c. It is worth noting that in ,
there is no connection between this designation and the rotational constants A, B, C.
Actually, the only assumption requires the axis ¢ to be the quantization axis of the
symmetric top eigenfunctions but otherwise one is free to “distribute” A, B,C onto
the a,b,c axes in any manner. There are in principle six (Kroto, |1975) such possible
mappings. The right-handed versions are summarized in Table If a molecule is

I II III
a| B C A
b|C A B
c|lA B C

Table E.1: Axes mapping in the asymmetric rotor problem

a near prolate top then it is convenient to use mapping I for in this case the quantization
axis ¢ nearly coincides with the “prefered” axis A. Analogically, mapping III is suitable
for a near oblate top.

For practical calculations, another form of the rotational Hamiltonian turns out to
be profitable

1
Hrzi(A+C)L2+ (A-C)H(k)  2B—-A-C

1
2 "TTA—c
H(r) = L4 4+ kL% + Lo B

(E.13)
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Figure E.1: Rotational constants and dipole moment for CH3Cl, a symmetric prolate
top molecule, together with graphical depiction of the rotational levels specified by
quantum numbers J; K. Levels in each “K-stack” are labeled by J.

with —1 < k < 1 being the Ray’s asymmetry parameter. Prolate top (B = C') corre-
sponds to K = —1 whereas the oblate top limiting case (A = B) is equivalent to k = 1.
The matrix elements of H(k) are easily determined

(JK|H(K)|JK) = FJ(J+1)+ (G — F)K?,

(E.14)
(JK|H(r)|JK £ 2) = H g(J, K).

Specific form of the function g(J, K) is for our purposes not important and can be
found in Kroto| (1975, p. 41). The values F, G, H in depend on the chosen
mapping according to Table[E.I] Direct evaluation yields expressions given in Table[E.2]
Eigenvalues and eigenvectors of the matrix H(x) are usually denoted as |J7) and E ;. (k)

I II 111
Fl| 3(k=1 0 3(r+1)
G 1 K -1
H|-ik+1) 1 3(r-1)

Table E.2: Factors appearing in matrix elements of H(x) in (E.14)

respectively where 7 numbers the eigenvalues in order of increasing magnitude. It
is often stated without proof in the literature that there are exactly 2J + 1 distinct
energy levels Ej (k) for —1 < k < 1 and that for fixed 7 and —1 < k1 < k2 < 1 the
corresponding energies satisfy E (k1) < Ejr(k2).

However, if we consider the mapping II, it is not difficult to see where these prop-
erties originate. In this case, the off-diagonal part of 7/ (k) is independent on s and
the diagonal part is reduced just to /2. The set of eigenvalues of the matrix —//H (k)
will be apart from the sign identical to eigenvalues of /# (k). Because change of sign
in the off-diagonal elements does not affect the spectrum of a Hermitian matrix, the
spectrum of —/'H (k) coincides with the spectrum of //H(—x), therefore we obtain
following relation

Ej (k) = —Ej_+(—K). (E.15)
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Further, a direct application of the minimax principle (Golub and Loan, {1996, p. 395)
yields
Ej (k) +dk-0< Ej(k+dr) < Ezr (k) 4+ ds - J?,

so that the energy levels are not decreasing with k. The terms on left /right hand side
of this inequality are the smallest/largest eigenvalues of the perturbation dkK 26[{7 K
between H(xk + dk) and H (k). Numerical values for one particular case of J = 3 are
recorded in Figure [E.2]

E.2.1 Symmetry classification of asymmetric rotor states

Although the molecule itself doesn’t need to be geometrically symmetric, its rotational
Hamiltonian is invariant under the point group Ds and therefore the rotational
states of an asymmetric rotor can be classified according to the four one-dimensional
irreducible representations of this group. Bases of these representations can be con-
structed by considering proper linear combinations of the states in Eq. , namely

T K M) d:efi[uKM>+(—1mJ —KM)} (E.16)

V2

The matrix decomposes in this basis into four blocks, designated in the notation
of [King et al. (1943) as ET, E~, O, O™, where +/— denotes the sign of v in @
and E/O specifies whether the corresponding block is comprised by functions @
with even/odd K onlyﬂ

The transition from an oblate to a prolate rotor can be understood as a continuous
transformation in k. Because the “incremental” perturbation kLpg is also invariant in
Do, the symmetry classification of the asymmetric rotor states is independent on k.
These states, however, coincide with rotational states of prolate or oblate symmetric
top for Kk = —1 or k = 1. Therefore, their symmetry properties are uniquely determined
by two numbers — K_1, K1 — which specify the angular momentum projection onto the
symmetry axis in the prolate/oblate limit.

Easily deduced (Townes and Schalow, [1975) transformation propertiesﬁ of the sym-
metrical top wave functions lead directly to the classiﬁcationm summarized in
Table [E.31

Symmetry designation cal e | ce
K 4 K
e e + |+ |+ A
e o + — — | Ba
0 o) — + — | Bp
o) e - - + | Be

Table E.3: Symmetry classification of the asymmetric rotor rotational wave functions
(E.16)) under the operations of the point group Ds.

Sthis formally follows from the fact that only states with AK = 0 or |AK| = 2 are coupled in

Sstrictly speaking, rules for transformation of the symmetric top wave functions furnish directly
only symmetry labels for the Ca and Cc rotations, nevertheless Cg = Ca o C¢ so the middle column
in Table is also easily obtained.

"a slightly different convention is used by [Herzberg| (1956, p. 52) regarding the +/— symmetry labels
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Figure E.2: Eigenvalues of the matrix H(x) defined in (E.13) as a function of x for
J =2 (left panel) and J = 3 (right panel).

E.3 Wigner function properties

Transformation properties

Yl,m(ea ¢) = Z Dimk;(av 57 ’Y) Yj7k(9/’ qb,) (E17)

k

In this useful formula, the angle variables €, ¢ refer to the fixed laboratory frame of
reference whereas 6/, ¢’ are connected with the rotating body frame.

Orthogonality relations

> Dok P = D Dhin Do o = Ok (E.18)

m m

DI (0) = (jjzmamy| jm) DI (0) D2 | (0) (jrjz kika| 5m) (E.19)

mi,k1

-/

/ DI"(0) D, 4 (0) dO = (—1)F ™ / D/, 4 (0) DI, (6) A0 =

_ 872
25 +1

(E.20)
5]’ j’(sm m’(sk K’

This relation holds only for integer angular momenta 7, j'. For detailed discussion and
possible generalisations of relation (E.20|), we refer to |Jonker and Vries| (1967)).

8712
243+ 1
X (j1J2 k1ka| j3 k3)

/ Dg;i;ks (9) Dfiz,kg (9) DZTILlJfl <0) do = (jle mlmQ‘ s mS) (E 21)
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Special cases — relation to spherical harmonics

D(%:O(Oa 67 O) = PL(COS 6) (E22&)
1
Dy ola, 8,0) =/ 57 I 1Yz,m(ﬂ, a) (E.22b)
1
D§4(0, 8.7) = (=" 57 Ya.e (8. 7) (E.220)

Composition properties

Z Dzn,k:(e?) Dfn,k/(%) = Z ngm(@z 061) (E.23)
J1+j2
D) O D2 (0) = > (jemama| jm) D), (0) (jijz kika| jk)  (E.24)
J=lg1—72|

E.4 Statistical weights

The rigid rotor complete wave function ¢ is typically approximated as a product of
several terms, each of which corresponds to different type of degrees of freedom. In this
sense, we can schematically write

Y = YpYviYPRYns, (E.25)

where the individual subscripts E, V, R and ns represent electronic, vibrational, ro-
tational and nuclear spin parts of the complete wave function, respectively. To fully
utilize the Pauli exclusion principle, it is necessary to take properly into account sym-
metry properties of the individual parts of the complete approximate wave function
. To this end, it is essential to identify the convenient group, the irreducible
representations of which will furnish the appropriate symmetry labels.

The analysis is more complicated for molecules with several alternative “configu-
rations”ﬁ as discussed originally by Longuet-Higgins| (1962)) and [Hougen| (1962} 1963]).
Nevertheless, it may happen that transitions between these configurations are in the
considered model not energetically possible. In that case, we say that the molecule is
rigid, following Bunker and Jensen| (2004).

Regardless of the geometrical configuration of the molecule, the molecular Hamilto-
nian is invariant under operations belonging to the so-called CNPI groupﬂ comprised
of all permutations of identical nuclei present in the molecule together with spatial
inversion of all coordinates. If one removes from this group all elements which inter-
change individual energetically inaccessible conﬁguraﬁcions{ﬂ7 one obtains the so-called
MS groupH Each operation from this MS group will affect vibronic, rotational
and nuclear spin coordinate in a different way. The key observation is that for rigid
molecules, its effect on the vibronic variables is identical to the effect of molecular

8by two distinct configurations of a given molecule we mean two specific permutations of identical
particles which are not interchangeable by a simple rotation of the molecule as a whole

9CNPI meaning “complete nuclear permutation group + inversion”

%in the terminology of [Hougen| (1962), these operations are said to be not “feasible”

HMS stands for “molecular symmetry”
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point group defined in the usual WayE Thus in the case of rigid molecules, the anal-
ysis reduces actually to that given much earlier by Wilson (1935]) for spherical and
symmetrical top molecules. Similar treatment for asymmetric tops has been presented
by [Mulliken| (1941]).

For symmetry classification of the entire wave function , Wilson| (1935)) con-
siders only the rotational subgroup Gr (having o elements) of the full molecular point
group Gp (of order N). This stems from the fact that the effect of improper operations
in Gp on the rotational variables (Euler angles) is not clearly defined. Wilson, (1935))
further assumes that each rotationally configuration of the molecule can be described
by a wave function ; of the type . Since Gp can be decomposed into N/o cosets,
one has precisely N/o such functions. However, v; have good transformation properties
only under operations belonging to Ggr. The total wave function ¥ obeying the Pauli
principle for all operations in Gp can be expressed as an linear combination of ;’s.
The question at hand is now how many of such U’s it is possible to construct. Simple
argument leads to the conclusion that there is only one such V.

Let’s consider the reducible representation of Gp generated by functions ;. Number
of U’s is then the same as the multiplicity of the totally symmetric representation A
of Gp in the aforementioned reducible representation. On the other hand, there are
exactly o elements of Gp which leave each of the );’s invariant. Their contribution
into the expression Zj X;j, where j runs over all elements of Gp will be then just o.
But there are N/o such functions, therefore one has in total that > ;x; = N. The
multiplicity of the totally symmetric representation is then according to the character
orthogonality formula (Inui et al., |1996) equalﬁ to % Zj x;-1=1

The symmetry of the complete wave function will be finally given as a product of the
symmetries of its individual components. For low energy electron molecule scattering
it is usually justifiable to consider the molecule in its ground electronic and vibrational
state, each of which are supposed to be totally symmetric. In that case, it is sufficient
to investigate just g and ¥ys.

E.4.1 Application to symmetric tops

In connection with the results presented in Chapter [d we would like to mention one
particular application of the above mentioned procedure to a class of symmetric top
molecules with point group symmetry Csy, ¢.e., molecules having threefold symmetry
axiﬁ and three vertical mirror planes — typical representatives of this class are for
example molecules such as CH3Cl or NHj. In the following we shall discuss the former
case.

CH3X molecules

For the sake of brevity, let’s suppose that spin Sx of the nucleus X is zero. If this is
not the case, it is sufficient just to multiply the final statistical weights by 25x + 1.
For example in the casd”| of CH3Cl/CH3Br and CH3l, Sx = 3/2 and Sx = 5/2,
respectively. Because spin of the hydrogen nuclei is 1/2, we have in total 8 nuclear
spin functions ;. These functions form an eight dimensional reducible representation
of the rotational subgroup Cj of the full point group Cgy. It is easily deduced that this
representation will decompose into irreducible representations of Cs3 as

4A @ 2E. (E.26)

1240 this sense, these two groups are therefore isomorphic

13the one-dimensional totally symmetric representation has all characters equal to 1

4in case of polar molecules this axis coincides with the dipole moment

5these values are valid for stable isotopes, e.g., 3Cl and *2°T have nuclear spin 2 and 7/2, respectively
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Moreover for Sx = 0, the value of the total spin can attain only 1/2 or 3/2, where
the doublet and quadruplet states transform according to the E and A representation,
respectively. Transformation properties of the rotational functions can be demonstrated
in a similar wayE Results are summarized in the first two columns of Table Third
column contains symmetry classification of the vibrational normal modes together with
corresponding energies (Shimanouchi, [1972). Finally, employing decomposition rules
regarding direct product of two irreducible representations, one readily obtains the
resulting statistical weights recorded in Table

d}ns ¢rot wvib
C-CI stretch v A 909
S—3/2 A K =0 A g—gl 1rockilr)1g N Vg Z 126.1
) K|=3n 24 -H sym. ben 11‘1g Vo 168.3
==~ FE C-H asym. bending vs FE 180.7
2 K| #3n  E C-H sym. stretch vy A 368.4
C-H asym. stretch vy FE 377.8

Table E.4: Symmetry properties of nuclear-spin s, rotational o4 and vibrational
Yyib functions of a CH3X molecule with respect to the rotational subgroup of Css.
In the first column it is assumed that nuclei X has zero spin. Vibrational energies
(Shimanouchil, [1972)) of the normal modes are given in meV.

YEV A FE
K =0 4 4
IK|=3n|8 8
K| £3n | 4 12

Table E.5: Nuclear-spin statistical weights for a molecule of the type CH3X. All weights
should be multiplied by 2J 4+ 1 due to the rotational degeneracy and by 25x + 1, where
Sx stands for the spin of the nuclei X. The columns of the table distinguish two possible
symmetry species of the vibronic part of the wave function (E.25]).

Selection rules consequences

In all electron-molecule collision models considered in this work, the incident electron
can not change the value of the total spin. In case of Sx = 0, to each value of 5,
there exists uniquely determined rotational state with symmetry given by Table
For example the rotational states |K| # 3n correspond to S = 1/2 and states with
|K| = 3r""| correspond on the other hand to S = 3/2. Therefore rotational transitions
between these two sets of states induced by electron collisions are not allowed. However,
this analysis is not applicable in case of Sx > 0. For example if Sx = 3/2 as in CH3Cl
then the total spin can attain values 0, 1, 2, 3. The S = 0, 3 states are of A symmetry,
nevertheless the S = 1, 2 states can be of A as well as ¥ symmetry. On the other hand,
it should be noted that in the framework of the adiabatic approximation, only AK =0
transitions are allowed due to the inherent body frame formulation and the anticipated
symmetry around the body fixed 2’-axis.

6 functions with K = 0 and K > 0 span one and two dimensional representations, respectively
including the case n =0
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In low energy electron-molecule collisions, the assumption that the molecule is in its
ground electronic state is typically well justified, nevertheless the assumption concern-
ing vibrations is by no means so clear as can be observed by considering the energies
in Table Symmetry difference between initial and final states could in principle
render some of the AK = 0 transitions to be forbidden. Then it would be necessary to
incorporate these additional selection rules into the model by hand. On the other hand,
these effects should play a considerable role only in the case that the corresponding vi-
brational excitation (VE) cross-section is comparable to the rotational cross-sections
under investigations. Theoretical predictions concerning VE for CH3Cl suggest that in
the energy range considered in this work, the VE cross-sections are much smaller as
compared to rotational excitation (Fabrikant| 1991]).

E.4.2 Application to asymmetric tops

The procedure briefly outlined in Section can be directly applied also to the asym-
metric top case. As regards asymmetric tops in our scattering calculations, we have
dealt only with water HoO and sulfur dioxide SOs molecules and therefore in the
following we will confine our attention to these two particular cases. The symmetry
point group of interest is now Co, having 4 one-dimensional irreducible representations.
Because these molecules are planar, the moment of inertia around the axis parallel to

L, = 2mr?sin® /2

I, = 2mr? cos®6/2 (E.27)

M +2m
I, =1, +1,

Figure E.3: Configuration of a planar triatomic molecule with two identical nuclei of
mass m and center nuclei with mass M. Quantities r» and € denote the bond length
and angle, respectively. “Classical” expressions for principal moments of inertia are

summarized in Eq. (E.27).

this plane I is just sum of the other two principal moments of inertia and this axis is
thus in notation employed above denoted as C'. Relation between I, and I, introduced
in Figure depends on the particular geometry and masses of the nuclei, nevertheless
I; > I, for HoO as well as SO3. The Cy symmetry axis is thus axis B (middle moment
of inertia). If the moments of inertia are computed from Figure “classicaly”, one
obtains quite reasonable values. For example in HyO, the experimental (Hall and Dowl-
ing), |1967) value of 1/2I; is 1.799meV, whereas corresponding formula in Figure
yields for the equilibrium geometry the value of 1.807 meV.

H->0

Oxygen and hydrogen nuclei in HoO have spin 0 and 1/2, respectively. We thus have
4 nuclear spin functions which generate 4-dimensional reducible representation of the
rotational subgroup Cs of Cog,. Point group Cs has just two one dimensional irreducible
representations A, B. Direct calculation reveals that the mentioned representation
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reduces as

3A @ B. (E.28)

Finally, we need to determine the symmetries of the rotational states labeled by K_1, K3
as introduced in Subsection Because the Cy axis is the axis B, the sought sym-
metry labels are directly contained in the middle column of Table [E.3] Therefore e, e
or o, 0 and e, 0 or o, e states transform according to the A and B representation of
Ca, respectively. Combination with decomposition immediately yields the cor-
responding weights summarized in the left part of Table

SO,

The situation for SO is slightly different than in the HsO case in the sense that
sulfur and also oxygen nuclei have zero spin. The nuclear spin wave function is thus
totally symmetric and therefore only rotational states transforming according to the A
representation of the point group Cs are allowed. In other words, the effective statistical
weights of e, 0 and o, e states are zero as indicated in the right part of Table [E.0]

H,0 SO,
K_, K; | weight K, K | weight
even even 3 even even 1
even odd 1 even odd 0
odd even 1 odd even 0
odd odd 3 odd odd 1

Table E.6: Statistical weights for the HoO (left panel) and SO9 (right panel) asymmetric
rotor states classified by the parity of K_1, K.
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APPENDIX
F

UNITS, DIPOLE MOMENTS & ROTATIONAL CONSTANTS

F.1 Energy units

a.u. meV cm ! MHz
) 27.2114 - 10° 2.1947 - 10° 6.5797 - 10°
a.u.
{mec?a?/e} - 103 | {meca®/h}-1072 | {m.c*a®/h}-1076
v 3.6749 - 1075 1 8.0655 2.4180 - 10°
me f 5
{e/moc?a?} - 1073 {e/hc}-107° {e/h}-107°
i | 45563100 1.2398 - 10~ ; 2.9979 - 10*
{h/meca’} - 10 {hc/e} - 10° {c}-107%
MH 1.5198 - 10710 4.1357-107° 3.3356 - 1075 1
z
{h/mec?a?} - 108 {h/e} - 10° {1/c} - 10%

Table F.1: Conversion factors for various energy units — displayed numerical values are
merely informational, full available precision can be found, e.g., in [National Institute

of Standars and Technology| (2008)).

evaluated numerically in SI units.
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F.2 Dipole moment units

a.u. D esu-cm esu-A
1 2.5417 2.5417-10718 | 2.5417-10~10
a..
{ceap} - 10! | {ceao} 103 {ceap} - 101!
0.3934
D (Lccan} - 102 1 1018 1010
ceap} -
1018
esu-cm 0-3934 - 10 1018 1 108
{1/ceag} - 1073
0.3934 - 1010
esu-A oy ). 1011 1010 10—8 1
ceagp} -

Table F.2: Conversion factors for various dipole moment units — displayed numeri-
cal values are merely informational, full available precision is listed, e.g., by National
Institute of Standars and Technology| (2008]).

F.3 Rotational constants & Dipole moments

Asymmetric top molecules

D [D] A [meV] B [meV] C [meV]
H,O | 1.855  3.456757(4)  1.800470(4)  1.150289(4)
SO, | 1.633  0.25135988(2) 0.042671452(4) 0.036392429(4)

Table F.3: Dipole moments (Debye) and rotational constants (meV) of HoO and SO,
being representative examples of polar asymmetric top molecules. Values of dipole mo-
ments taken from |Lide| (2009)), rotational constants of water and sulfur dioxide adopted
from |DeLucia et al.| (1974) and |[Lovas| (1978)), respectively.
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Symmetric top molecules

D [D] A [meV] B [meV]
CH3Cl | 1.896 0.630 0.061
CHsl 1.641 0.628 0.035

Table F.4: Dipole moments (Debye) and rotational constants (meV) of CH3Cl and CH3l
being representative examples of polar symmetric top molecules. Dipole moment and
rotational constants values adopted from Lide| (2009) and Herzberg| (1991)), respectively.

Spherical top molecules

B [meV] Q [a.u.] ap [a.u.] ag [a.u.]
Ny | 0.2477507  —1.09 +0.07*  11.744 4+ 0.004? 3.080 £ 0.002?
Hy 7.5448"  0.474 £ 0.034P 5.179°¢ 1.202¢

t adopted from [Lide| (2009)

& experimental values — (Morrison et al.l |1997) and references therein

b experimental values — (Morrison, Feldt and Austin, |1984) and references
therein

¢ accurate CI (equilibrium) values — (Kotos and Wolniewicz, [1965])

Table F.5: Rotational constants (meV), quadrupole moments (a.u.), spherical and
nonspherical polarizabilities of Ho and N9 — homonuclear spherical top molecules. The
dipole moment vanishes due to the symmetry reasons.
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Abstract. We propose a fast and economical computational method for solving scattering Lippmann-
Schwinger integral equation. Our approach benefits from the accurate construction of the Green’s function
based on the R-matrix theory combined with the Schwinger-Lanczos variational principle. No principal
restrictions on the form of the potential are assumed. Theoretical description of our method in the first
part of this paper is then followed by numerical examples. In particular we demonstrate how to adapt
our method for computation of partial wave phase-shifts in the case of electron-hydrogen atom scattering.
Then we also investigate the properties of a family of long-range potentials (emerging e.g. in the theoretical
description of the Cs, or “Hes dimer ground state interaction). As demonstrated on these particular cases,
our approach turns out to be very accurate in comparison with other computational methods.

1 Introduction

In the last decades there has been expended great deal of
effort to study the collisions of slow electrons and positrons
with atoms and molecules as well as collisions of cold
atoms [1-3]. This subject is appealing not only from the
theoretical point of view the main reason being that these
scattering processes find an application in a wide variety
of problems as in atmospheric or plasma physics, astro-
physics, radiative processes etc.

The theoretical description usually leads to Fredholm
type integral equations of the second kind which can be
hardly solved analytically except in a few simple cases.
Therefore it turns out to be important to have a numerical
method which would be accurate and robust in the sense
that its implementation should be essentially independent
of the interaction under investigation.

Our aim in this paper is to propose one such approach.
In the following we restrict ourselves to the one dimen-
sional case (utilizing the standard partial-wave decompo-
sition) and assume the interaction being given in the form
V(r)+ W(r,r"), where V and W represent the local and
nonlocal part of the potential respectively.

As is well known [4], the scattering wave function is
then governed by the Lippmann-Schwinger equation

[¢) = lu) + Go(E)(V + W) |¢) . 1
where |u) describes the incident plane wave and Gy (F) =
(E — Hy)™! stands for the free propagator. Simple al-
gebraic manipulations furnish another insight onto this

* e-mail: miroslav.sulc@jh-inst.cas.cz

equation. Explicitly written

6) = (1 — Go(BE)V) " [u)+(1 — Go(E)V) ™! Go(E)W |¢)
= |u) + G(E)W |¢), (2)

where we have introduced the symbol |u) for the “dis-
torted” wave obeying an equation of the same structure
as equation (1), namely

fu) = [u) + Go(E)V |u) 3)
Having solved equation (2) we are consequently in posi-
tion to evaluate the quantity (u|V + W |¢) which can be
shown to be directly related to the tangent of the scatter-
ing phase shift. According to the two-potential formula [5],
p- 271 this matrix element can be equivalently computed
as a sum (u| V |u) + (u| W |¢). We exploit the latter ap-
proach in our method — the first term is computed using
the R-matrix framework and the second summand is ren-
dered as a byproduct of the Schwinger-Lanczos iterative
algorithm described below.

The numerical section of this paper is divided into two
parts. In the first one we focus on the application of our
method to electron-hydrogen atom scattering in the static
exchange approximation [6], p. 412. In this case both lo-
cal V' and nonlocal terms W have to be taken into ac-
count. In the second part we consider long-range spher-
ically symmetric potentials which decay as O (1/r™) for
large r. Due to this symmetry we are allowed to exploit,
in the standard manner, the partial wave decomposition
of the radial Schrodinger equation and study consequently
the low-energy behavior of each partial wave phase shift d;
independently.
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However, we are particularly interested in the s-wave
(i.e. in the properties of dp understood as a function of
the wave number k). We can assume that under usual
circumstances and for sufficiently small k only this wave
yields significant contribution to the total scattering cross-
section due to the absence of the centrifugal barrier in the
zero angular momentum case.

It is well known [7] that the quantity ¥+ cot § is an
even function of k and for potentials decaying fast enough
(typically exponentially or of finite range) it is even an-
alytic in the complex plane in some neighborhood of the
origin k£ = 0. The leading terms of the expansion in k are
then given by the effective range theory (ERT for future
reference), namely

K cot ) ~ — ! + 17’0k2+..., (4)
aj 2

where the parameter ap has (for [ = 0) the dimension
of length and is called the scattering length whereas the
quantity ro is known [7] as the effective range.

For long-range potentials (decaying as 7~"), these nice
analytic properties are unfortunately violated, neverthe-
less k271 cot d; is still an even function of k and it is es-
sentially again possible to find an expansion in k similar
to equation (4) termed usually MERT (modified effective
range theory) [8,9]. It is an interesting question to deter-
mine the lower bound which needs to be imposed on n in
order to guarantee the existence of a; ([8], p. 492) and r;
as introduced in equation (4). Following simple arguments
given in [10], p. 546 one can show that the corresponding
condition as regards a; is n > 2l 4+ 3. For more thorough
discussion extending these arguments see e.g. [8], where it
is also shown that n > 6 is required for the existence of
the effective range rg.

The n = 4 case, i.e. the 7=* interaction, describing
polarizability effects deserves particular interest. An elab-
orate review can be found in the pioneering works [8,11].
Unfortunately for a general interaction of the type r—",
the investigation has to be carried through for each n sep-
arately. In the second part of this paper we are concerned
with the “van der Waals”-like ~ 1/r% terms. Relevant
analysis regarding the applicability of MERT in this case
is given in [12] including a formula similar to equation (4)
for the s-wave

1

1 1
. tando = — Ao — QrOAng + 15m4k4
4 5 5 5
+ . Agy* kP In |2kd| + O (K°,7°),  (5)

15

where the leading term of the potential is assumed to be of
the form —~*/r® 2. Higher partial waves are then discussed
in [13]. It is of particular interest that even an analytic
solution of the full Schrédinger equation is known for this
interaction [14].

2 RHS of equation (5) seems to violate the statement that
tando/k is odd function of k, nevertheless as discussed on
p. 496 in [8], for k£ < 0 an alternative derivation of equation (5)
is necessary having as result the need to replace all occurrences
of k by —k.

The European Physical Journal D

2 Theoretical background

In this section we introduce concisely the main theoreti-
cal concepts used in our method. For details we refer to
original papers. Consequently we show how to adapt these
general procedures for our particular needs.

2.1 R-matrix method

The theory behind R-matrix approach is described elabo-
rately in the original work [15] so we present only a short
summary below.

In general we can restate the LS-equation as a sec-
ond order differential equation supplemented with proper
boundary conditions, actually an equation of Schrédinger
type with nonzero right hand side. R-matrix method is
in the simplest possible case devised just for solving this
class of problems, i.e.

1 d*w(r)

_2N dr? + (Ver(r) — E)¥(r) = x(r),

(6)
where ¥ is required to satisfy

¥(0) =0, and
(4= Yot

The cutoff radius r¢ is required to lie in the asymptotic
region where the interaction can be neglected in compar-
ison with the electron energy. Main idea of this method
is to divide the radial range [0, r¢] into several sectors,
expanding on each sector the sought wave function into
basis formed by the eigenfunctions of the homogeneous
Schrédinger equation supplemented by the so-called Bloch
term [16] (ensuring actually hermiticity of the resulting
differential operator). The expansion coefficients are then
determined by the natural requirement of continuity of
the logarithmic derivative at the respective sector bound-
aries. For the sake of simplicity we describe this technique
in the simplest case of just one sector. For more details
and general discussion also in the three dimensional case
see [15].

As already mentioned above, in the first step we need
to construct a basis comprised of the eigenfunctions of the
operator K + Veg(r), i.e.

(7a)

=0. (7h)

Tf

f(&pn(”‘) + (Verr(r) — En) Tp(r) = 0, (®)

where K is the operator of “modified kinetic energy” and
~ 2

is usually written in the form K = _21;1 ddr2 + L, where

L stands for the Bloch operator, the matrix elements of

which are in the respective basis given as

1 & (re) dkpéfﬂ

Lij = .
20 .

(9)

Its domain of definition is the space of square integrable
functions satisfying the boundary condition (7a). Integra-
tion per-partes and using the boundary condition gives for
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the matrix elements of the modified kinetic energy follow-

ing relation
1 T dWl(7) d!pj (7”)
= . 10
T o /0 ar dr (10)

We see that the operator K + Vg (r) is indeed symmetric
thus has real eigenvalues F,, and its eigenvectors W, (r)
build basis of the corresponding function space. Incorpo-
rating the Bloch operator into equation (6) yields

Nz

KW (r) + (Ver(r) = E)(r) = x(r) + L¥(r).  (11)
By expanding ¥(r) into basis W,(r) as ¥(r) =
> n Cn¥,(r) and plugging into equation (11) we obtain

a relation for the coefficients C,,,

1

1
Cum L p Pt g taa]. 2

where
Tf
Xn = / LPH(T)X(T)dT‘
0

and the parameter \ is equal to the ordinary derivative of
the complete wave function ¥(r) at r = ry, i.e.

d¥ (r)

A=
dr

e

It can be related to the parameter A introduced in equa-
tion (7b) by using equation (12), namely

Xk ( Tf
1 7,473Z B —

where R stands for

(13)

This expression understood as a function of r¢ has a di-
rect physical meaning. It can be shown to be equal to the
inverse logarithmic derivative of the complete wave func-
tion at r = rp Its knowledge is in the one dimensional
case equivalent to the information contained in (x| V |¥).

At this point, equation (6) is solved completely because
the coefficients C,, are known. However, according to [15],
the solution can be expressed in a slightly different form
more suitable for computational needs. Namely

w(r) = /0 B N Yr, (14)

where G(E, r,r") is indeed the Green’s function of the orig-
inal equation (6) being the solution of this equation for
the special source term x(r) = §(r — r’). Explicit expres-
sion (unimportant for our purposes) can be found again
n [15], p. 4.
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2.2 Schwinger-Lanczos variational method

Schwinger-Lanczos method is an iterative approach to the
problem of T-matrix elements calculation. Its use is practi-
cal especially in the presence of nonlocal interactions and
relies on the complex Schwinger variational principle as
described in the fundamental work [17]. According to this
principle the desired T-matrix element

Tﬁa = < fé 1V ‘¢O¢>

V(V-VGyV)"
is given as the stationary value of the following functional

Ty (@l W [thg) + (V| W |¢a)
— (| W = WG W [gy),

i) =

which can be shown to attain its stationary value for
1_, 1+ being the corresponding solutions of the associated
Lippmann-Schwinger equations. The Schwinger-Lanczos
method expands the sought solution into a properly cho-
sen basis and solves consequently for these expansion co-
efficients.

If we denote the basis under consideration as {|gx)}5_,

and the variational coefficients as c}c )

2

then we can write

z

[1) = = lgr) -

The final T-matrix element is then approximated as

N

where the elements of the matrix M are given as My =
(gx|W — WGoWg;). Although the choice of the basis
seems to be quite arbitrary, it is a fundamental ingredient
of this method. In principle, all we need is the matrix M
being regular. However, this requirement is only a neces-
sary and not a sufficient condition on the basis to ensure
fast convergence of the entire method.
According to [18] it turns out to be convenient to con-
struct the basis so as to be “W-orthogonal”, i.e.
(9kIWg1) = b1 (16)
In addition, the matrix WGoW is required to be tridiag-
onal, i.e.

(-1l WGoW |gr) = (gr| WGoW |gk—1) = Br—1
(9| WGoW |gk) = au,
(9| WGoW |gi) =0, for |k—1]>2. (17)

The basis that fulfills these conditions is constructed it-
eratively with the first vector |g1) chosen in the form
<¢|V|¢>71/2. Because of the W-orthogonality condi-

tion (16) only the matrix element (M~!) | is required
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in equation (15). Some rather tedious calculations furnish
this element in the form of a continued fraction, namely

TV = (| W |g1) (MY),, (1| W |o)
w
_ oo, s
1—(11— ! 2
e 33
2 2

' Fis
— g — -

lfaN

Complete recurrent relations according to [18] are

k) = GoW |gr) — Br—1lgr—1), (19a)
o = (g W Ire) ;
s&) = [r&) — o |gk) 5 (19b)
Br = (sl W |s0)' 72,
lgrr1) = B, " Ise) (19¢)

where we set By = 0 and |g1) = (¢| V |¢) /2.

2.3 RLS algorithm

‘We have already mentioned partly in the introduction how
to adapt the two cornerstones described above for our
computational needs so let us now sum up the details. For
purposes of future reference we hereafter call our method
as the RLS-algorithm — R standing for R-matrix and LS
for Lippmann-Schwinger principle. Following the ideas de-
picted in the previous sections, the overall strategy of the
proposed method can be summarized according to the fol-
lowing prescription using the “two-potential” formula.

1. Solve equation (1) with source term |u) considering
only the local potential V' using the R-matrix tech-
nique and obtain the solution |u) as:

(a) write the sought solution |u) as a sum of two parts
|u) = |u) + |€), where [€) represents a “correction”
to the source term |u);
|u) is also an eigenvector (corresponding to the
same energy F) of the Hamiltonian Hy = Kr+V,
where K is the operator of free particle’s kinetic
energy with reduced mass p. The following rela-
tions are thus easily seen to hold

(Kr+ V) {Ju) + 16} = E{lu) +1€)},
V |u) + Hy |€) = E¢),
&) = (B~ Hy) ™"V |u)
=G(E)V |u),

(b)

(20a)
(20b)

(20¢)

where the symbol G(F) has been used for (E —
Hy)™' in accordance with the former definition
given by equation (2). This handy observation can
be checked immediately by means of the following
oper]ator identity (A — B)™! = A=! + A7IB(A —
B)~.

The European Physical Journal D

2. Obtain the solution |u) according to equation (20c)
as a sum of the source term |u) and the ket
G(E)V |u). The Green’s function is constructed us-
ing the R-matrix method as described above. This ap-
proach ensures that the desired boundary condition at
the end of the integration interval is correctly incorpo-
rated into the Green’s function under construction.

3. Solve the LS-equation considering only the nonlo-
cal potential W with source term |u) by means of
Schwinger-Lanczos iterative algorithm obtaining the
final solution |¢) and also the T-matrix element as
a byproduct of the iterative procedure [18].

In the second part of the next section where we apply our
method to the local “van der Waals”-like potentials, we
merely skip the third step in the previous scheme since no
nonlocal interaction W enters the stage in this case.

The most time consuming part of the entire compu-
tation is the construction of the R-matrix basis specified
by equation (8). But it should be noted that this proce-
dure is energy independent and needs to be carried out
only once. Therefore we can render the phase-shift energy
dependence for various energies at almost negligible ad-
ditional cost. This positive feature is profitably employed
especially in the computation of the scattering length as
we discuss elaborately in Section 3.2.

As concerns the construction of numerical solutions of
equation (8), we use a polynomial basis to restate this
equation to an algebraic matrix eigenvalue problem. In
the case of the first sector 0 < r < rq, we utilized a set
of modified Jacobi polynomials rpi*? (2r/ry — 1), which
are orthogonal in [0, 7] with respect to r and obey natu-
rally the zero boundary condition at the origin, whereas
Legendre polynomials adapted for the respective interval
were used for the remaining sectors. In order to evaluate
the integrals appearing in the R-matrix framework we em-
ployed standard Gauss-Legendre or Clenshaw-Curtis (in
the case of potentials diverging at the origin) quadrature.
In practice, the number of mesh points N in each sec-
tor should be set slightly higher than the number of basis
functions N, to assure exact integration of basis functions
products.

3 Numerical examples

In this section we demonstrate the use of our method
for tackling two different class of problems. Namely de-
termining the phase-shift energy dependence for e”—H
scattering in the static exchange approximation and con-
sequently computation of scattering length and effective
range for a family of potentials decreasing as O (1/r°) for
r — oo. These model potentials appear e.g. in description
of ground state interactions of particular dimers such as
Csy or “Hes,.

3.1 e~ —H scattering

The numerical tests of the presented algorithm consisted
in the calculation of the s-wave phase shift for electron
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scattering off the ground state of hydrogen atom in the
presence of exchange terms, both for the spin singlet §(*)
and triplet () state. We have chosen this model as our
subject of interest because similar calculations using dif-
ferent approaches can be found in the literature [19] offer-
ing the possibility to compare the results.

From the mathematical point of view, we need to solve
following integral equation for the radial part Ro(r) of the
| = 0 wave function. Namely

(d(,j; * k2> Ro(r) = V(r)Ro(r) £ /OO;((T, r")Ro(r") dr'.

(21)
In our particular case we set
—2r 1
V(r) = —2re 1+ (22)
r
K(r, r') =2v(r)u(r’) + yu(r)u(r’) for v’ <r  (23)

K(r, r") = 2u(r)v(r’) +~yu(r)u(r’) for ' > r,
where (k denotes incident momentum)
=k -1,

u(r) P
r

u(r) =2re”" and v(r) =

We compare our results with outcomes of the following
alternative methods

— S-IEM is an spectral (the convergence with increas-
ing number of mesh points n is under some assump-
tions faster than O (n~?) for p € N) integral equation
method developed by Gonzales et al. by extending the
approach outlined originally in [20,21]. In [22] a new
method is introduced for solving the LS-equation with
local potentials. With a slight generalization [19] it is
possible to handle properly also the nonlocal terms in
the form (23). The LS-equation for the s-wave wave
function can be schematically written in operator form
as (I+K)y(z) = sin(kz). The radial integration range
is further divided into several subsectors and the re-
striction of K on the i-th subsector is denoted as K;.
It is shown in [19] that the final solution on each of the
subsectors can be found as a linear combination of four
functions which are obtained by acting of (I+K;)~! on
four different “source” terms. These do not depend on
i and are determined by the particular potential. The
original problem is then reduced to solving a sparse
set of linear equations for the coefficients of the linear
combinations on each subsector. For practical imple-
mentation details we refer to [19] and [22].

— M-IEM is an iterative method originally introduced
by Kim and Udagawa in [23]. The core of this method
relies on utilizing of the algebraic Lanczos method
for the nonlocal potential W while the local problem
(with potential V') is handled in similar manner as
in [24]. The authors use some additional computational
tweaks in order to improve the convergence properties.
Namely an additional term Vj is subtracted from the
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Table 1. Accuracy of the calculated singlet phase shift §(+)
for several reference methods.

Method 6" (mod 7) Number of m.p.
RLS 1.87015788 64
S-IEM 1.8701579 80
MCFV 1.8701579 128
M-IEM 1.870156 4000
N-IEM 1.87015 4000

nonlocality W and consequently added to V. Never-
theless they do not discuss effects of this approach in
detail and we have not investigated this issue further.

— N-IEM stands for an older non-iterative integral
equation method based on the work [25] of Sams and
Kouri. In principle, the final solution v of the original
one channel LS-equation is expressed as a linear com-
bination of two auxiliary functions ¥y and 1,. Each
function is required to solve a Volterra type integral
equation which is easily handled by standard quadra-
ture methods. It turns further out [25] that the two
coefficients in the mentioned linear combination are
given as a solution of a set of two linear equations
the matrix of which depends functionally on ¢y 2. The
general discussion and a slight generalization of this
method can be found in [25].

— MCFV is an iterative technique based on series of
papers [26-28] by Hordcek and Sasakawa. In this ap-
proach the local and nonlocal parts of the poten-
tial are also handled separately as in the presented
RLS method. Nevertheless the Green’s function is con-
structed in this case directly from the two independent
solutions of the free Schrodinger equation. This proce-
dure seems to be less numerically accurate than the
R-matrix approach especially in the classically forbid-
den region where the difference in the order of mag-
nitude of the two independent solutions is consider-
able. The nonlocal part W is then handled iteratively
by successive subtractions of separable terms from the
potential until it is weak enough so the remaining term
can be neglected. Moreover the trapezoidal rule used
in this method allows to incorporate e.g. the Romberg
extrapolation scheme. The implementation details are
given in [29].

Relatively detailed accuracy study of the N-IEM method
is contained in [25], so we have decided to test our RLS
method for the same set of parameters. Explicit results
relevant to the other mentioned approaches for this set of
parameters can be found in [19,29]. The case chosen is the
singlet phase shift with exchange —&(*). The magnitude
of the wave number of the incident particle is in atomic
units £ = 0.2 and the maximum radial distance 7 is set
to 20.

Obtained results are summarized in Table 1, where the
number of significant figures in the second column is de-
termined from the stability of the phase shift value after
rounding, when compared to the result corresponding to
higher number of mesh points. The overall energy depen-
dence of §*) is depicted in Figure 1.

125



Attachment A

192

e
! j
1.5 -
! e |
e |
< 1.0 - s !
s |
! -7 |
= 05~ Pie I
! s
0.0 - LaenT s
R i
—0.5 BT e rommpomd
0 02 04 06 08 10

k [a.]

Fig. 1. Energy dependence of the calculated phase shifts 5,

I
2 16 - 5 io N-IEM i
2 14 4 $ 14 M-IEM |
< 12 N lo MCFV |
= ! al I . |
g 10 o1 SIEM
& [ oo > o RLS |
[=} - O o
5 87 on SRR |
% _ s
5 6 a0
. 4 - & A O I
) | ANTO !
= 2 - o~ }

fF--r-rrrraq--asaomATAE - oroe T o

10 10% 103 10*

no. of mesh points

Fig. 2. Comparison of the accuracy of the tested methods. For
details see text.

More transparent overview of the convergence proper-
ties of the tested methods is contained in Figure 2 in which
we are dealing essentially with an “inverse” task. That is
with determining the number of mesh points necessary to
obtain some prescribed number of significant figures. As
can be seen from Figure 2 the proposed RLS method is
very stable even for low number of mesh points. We believe
that it is primarily ensured by the accurate construction
of the Green’s function in the R-matrix framework.

3.2 Cs—Cs dimer

We have tested our method on the model potential for
the Cs—Cs dimer X, ground state interaction described
according to [30] by potential

Cs

r6

Cs

1 C
Va(r) = QBr“e’ﬂT _ [ s 10:|

7.10
x {00 = R+ 0(R. e (07} 29)

where 6 represents the Heaviside step-function. The first
term in equation (24) is related to the exchange repulsion
of the valence electrons whereas the remaining part in the
form of a sum of van der Waals terms corresponds to the
long-range interaction. Suitable cutoff function (term in
the curly braces) is introduced to cancel the divergent be-
havior of 1/r™ at the origin. For r — 0 the potential tends

The European Physical Journal D

(=2

17 ;
d ! |
1 i

Ay I
g 0 s
= A // |
- S e i
S 53 s !
- 3000 / !
= R / i
F 10 N A - R.=23215au. |
= —10 1 iy . = 23. L
3 N --- R, =23.115 a.u. |
<4 |
—15 Fa-pramramprem s pase T pasra e
10 15 20 25 30

r [a.u]

Fig. 3. Model potential for the Cs—Cs ground state interaction
as given by equation (24).

Table 2. Parameters of the local potential V4(r) introduced
in equation (24).

Iz Ui B
5.53 1.072 1.6 x 1073

Cs
7.02 x 10°

Cs
1.10 x 10°

Cho
1.70 x 10®

erroneously (the exchange repulsion should increase expo-
nentially) to zero but this discrepancy is physically irrel-
evant because the wave function vanishes rapidly in this
classically forbidden region (especially for low energy).

The numerical values of the constants p,n, B and
Ce,8,10 that enter equation (24) are listed in Table 2 and
the Cs reduced mass was set to mcs = 2.422 x 10°. The
cutoff radius R, is considered as a free parameter. Com-
paring the potential curve with ab-initio results in the
radial range from 7 to 20 a.u. shows [31] that best fit is
obtained by R. = 23.615. However, since the potential is
by no means exact, we have performed the calculations for
several values of R. to partly reveal its influence on the
scattering length. Typical behavior of V4(r) is depicted in
Figure 3 for two values of R..

In connection with the formula (24), we would like to
point out, that this function dependence is not smooth
in the vicinity of r = R, (actually, already the second
derivative exhibits a jump discontinuity). This poses some
subtle complications in our R-matrix approach based on
polynomial approximation and Gaussian quadrature and
we are forced to set one sector boundary precisely at R..

3.2.1 Bound states of V4(r)

As a first practical application of our method in this case
we demonstrate its use on the determination of the num-
ber of s-wave bound states of the potential (24) with R
set to 23.215 by calculating the zero energy solution of the
full Schrédinger equation using the R-matrix machinery.
We postpone the stability and convergence questions for
further discussion and merely show the shape of the full
zero energy solution in Figure 4.

‘We see that the wave function attains slowly its asymp-
totic behavior approximately at r ~ 400. According to the
well-known oscillation theorem [10], the number of bound
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Fig. 4. The zero-energy solution of the Schrodinger equation
with the potential (24) for R. = 23.215 a.u.

states should be no less than 58 (total count of the nodes)
in this case. However, equipped only with the results of
the numerical computation, we can be hardly sure that the
potential is not strong enough to bend the wave function
once (or perhaps several times) again even for r > 400.

We shall show now that this is actually not the case
and we have exactly 58 bound states. Our argument is
based on the Bargmann condition [32,33] — stating that
the number of bound states n; in the partial wave [ is
bounded from above by

1 o0
< 2l+1/0 H|V(r)| dr.

According to Figure 4, the last found node of v is located
at ro ~ 350. Using the Bargmann condition, it is easy to
see that the number of s-wave nodes in the interval (1, 00)
is bounded by the quantity

def

1 (ro) % Q'OIH/OO (r = o) [Va(r)] .

Straightforward inspection of this integral yields that
I(rp) is non-increasing function of rq for ro > rypin, where
rmin &~ 12 a.u. locates the minimum of V4(r), and that
I(rg) <1 for ro 2 100 a.u., i.e. the wave function has no
additional nodes for r > rg.

3.2.2 Computation of the scattering length ag
and effective range re

We have devoted our main computational effort to the
evaluation of the scattering length ag and effective range
ro. Although it is mathematically possible to apply the
R-matrix method directly for zero energy, we have used
different approach based on extrapolation of the phase-
shift towards zero energy according to the modified ERT
formula (5). Because for zero energy the scattered par-
ticle can never be considered as free for an infinite-range
potential we need to propagate the wave-function theoret-
ically to 7 — oo. Moreover, if we denote the maximal dis-
tance of propagation as ryax, then the inverse logarithmic
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Table 3. Accuracy of the calculated quantity kcotdo vs. in-
creasing grid density (together with the number of basis func-
tions).

No. of basis functions 24 26 28 30 34
No. of significant digits 5 6 8 9 11

derivative R (supplied by R-matrix calculations) diverges
as Tmax. The scattering length can be further shown to
be equal to (Tmax — R) for zero energy. But in this ex-
pression we would subtract large numbers comparable in
magnitude and the numerical precision will be probably
significantly decreased.

On the other hand, for non-zero k it is sufficient to
propagate until the energy dominates the potential by sev-
eral orders of magnitude.

Quick glance at Figure 4 reveals that the full wave
function is almost identically equal to zero in the radial
range r € (0, 10), rapidly oscillates in (10, 30) and for
r 2 30 the oscillations slow down attaining gradually the
asymptotic behavior.

As concerns the numerical stability and convergence
properties of our method, two important factors enter the
stage. Firstly, it is the structure and density of the grid in
the oscillatory region and secondly the particular value of
maximal propagation distance 7y ax.

1. In order to gain insight onto the influence of the first

factor we have tested our method with several grids for
rmax = 30 a.u. (this corresponds to phase shift compu-
tation for the potential given by (24) for r < ryax and
zero elsewhere). We have used equisized sectors (2 a.u.
wide) with increasing grid density together with the
basis functions count and observed consequently the
influence on the quantity k cot dp. Results are summa-
rized in Table 3.
We always assume that the number of grid points in
each sector is set approximately slightly higher than
the number of basis functions to ensure exact numer-
ical integration of basis functions products. It seems
that for more basis functions no further refinement is
achieved — we account this to the non-smoothness of
the potential at r = R..

2. Equipped with a stabilized “short-range” grid ob-
tained in the previous step we have investigated con-
sequently the influence of ryax on k cot dg. Because it
is not especially convenient nor desirable to have too
many sectors for large 7, we have used for the grid den-
sity for > 7o the following rule of thumb. We have
found out that 10 significant digits of k cot dy are re-
tained in the considered energy region when we use ap-
proximately 18—20 mesh points per local wave length
given by

27

TR = 2uVa(r)’

This enables us to fix the grid for small r while expanding
the last sector by increasing the corresponding number
of mesh points resp. basis functions in it and observing
the convergence properties of our method. Of course we
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Table 4. Dependence of the scattering length ao and the effective range r. on the “cutoff” parameter R..

I 1T
Re [aw] a0t ao? ao®
23.215 376 352.5  350.6305
23.190 140 144.2  145.4336
23.165 65 68.0 68.21596
23.140 -69  -67.7 -72.24305
23.115 467  485.3  477.1465

111 v
re? ao e
169.9843  350.6305570 169.9
157.5894 145.4335866 157.2
624.5533  68.21596735 622.7
2069.113  -72.24304633  2067.4
1916.246 477.1465226 191.6

1 Extrapolation procedure [30]; 2 semi-classical WKB based
probably a misprint.

can take only those decimal places seriously which were
guaranteed by the stabilization of the “short-range” grid
because further propagation introduces additional numer-
ical error so we can hardly expect to gain higher accuracy.

As concerns the MERT extrapolation procedure, com-
parison with independent sources [30,34] revealed that
best the fit is obtained for wave numbers k from 1078 to
10~°. This interval was chosen mostly by trial and error
since for lower energies the method starts to exhibit con-
vergence problems similar to the zero energy case while for
higher k the use of the modified effective range theory (5)
could be dubious.

In connection with this question we would like to men-
tion an alternative approach developed in the work of
Sasakawa and Hordcek [35], and Nowak et al. [36] based
on rational approximation of kcotdy in k which is sup-
posed to be convergent in larger domain of k£ as well as
being able to cope with possible Ramsauer-like effects ac-
companied by zeros of dy for certain values of k£ where the
standard power expansion breaks down completely ([35],
p. 169).

The typical behavior regarding the convergence with
respect to increasing ryax is shown for two distinct ener-
gies in Figure 5, where we display the behavior of the rela-
tive error of k cot 09 understood as a function of 7y, with
respect to its “limiting” value obtained for 7., = 50x10%.

We see that in order to ensure ten-eleven significant
decimal places, we need to propagate up to ca. r =~
150 x 10%. For determination of the scattering length ag
we use this “asymptotic value”, while the effective range
re is computed via standard Levenberg-Marquardt fit of
kcotdp understood as a function of energy determined
by (5). An important advantage of the presented method is
the ease of repetitive calculations for several energy values
because the most time consuming (~95% of total running
time) part is the construction of the energy independent
basis. We haven’t performed thorough time complexity
benchmarks of our computations nevertheless the typical
running time for calculating k cot §p for 500 energy points
is on a today’s low-end computer (Intel P4 3 GHz, 2 GB
RAM) in order of seconds.

Using the presented method and following [34], we
have computed the quantities ag, r. for several values of
the cutoff parameter R.. The relevant numerical values
are listed in the column IV of Table 4. In this table we
also show results of other authors for comparison.

method [30]; ® results taken from [34] — the last value of r. is
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Fig. 5. Number of significant digits in the quantity k cot do
as a function of rmax for k = 107° (in the upper panel) and
k =10"% (lower panel).

Details of these alternative methods can be found in
corresponding papers so let us only briefly mention the
essential basic ideas.

Col. T  The first column of Table 4 contains values of
scattering length computed by direct extrapola-
tion of the s-wave phase shift dy for k& tending to
0, where Jp is determined simply via integration
of the Schrodinger equation starting at the origin
with zero boundary condition and comparing the
obtained wave function at some large r with its
presumed asymptotic form sin(kr + do) [30].

These results adopted also from [30] were gained
using the WKB approximation. The radial range
is divided by some R into an asymptotic » > R

Col. I
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(where only the long-range part of the potential is
supposed to be significant) and inner region part
r € (0,R). In the inner region, the solution of
Schrédinger equation for zero-energy is expressed
in terms of WKB and then matched at the bound-
ary of these two regions, i.e. at r = R, with the
known analytic solution for r > R.

The main idea behind the method used in [34]
is to express the zero energy solution U(r) of
the Schrodinger equation for large r as a sum of
two independent free solutions U(r) = aeq(r) +
Bea(r), where ¢, and eg tend to r and 1 for
r — 00, respectively. Functions €, g solve the
same equation as U(r) but can not be obtained
exactly for a general potential. Nevertheless we
can try to solve the Schrodinger equation in an
iterative manner as it is often done in the the-
ory of integral equations. Sufficient approxima-
tion of e, is then used in the expression for
U(r) and matched at some (set fixed in advance)
r = Ry with the numerical solution obtained by
integration for r < Ry in order to determine the
constants a, 3. Scattering length a is then easily
evaluated as —3/a.

Finally the last column summarizes our results
obtained by means of the presented method de-
noted as RLS-algorithm.

Col. III

Col. IV

As demonstrated by Table 4, our results regarding the
scattering length are in full accordance with [34], more-
over we were able to secure typically 4 additional signifi-
cant decimal places. As concerns the effective range, our
method suffers from the fact that r. is determined indi-
rectly by fitting because two contradictory requirements
are essential here. On one hand we need small k for va-
lidity of (5) and on the other hand the change Ag cot s, in
k cot &y induced by a slight variation A, in 7. is given as
(assumed qq fixed)
1 2
Akcot S0 N QArQ k= (25)
Using the values from Table 4 we see that e.g. for & =
107% and A,, = 0.1 we have Agcors, ~ 1071 so, since
kcot 8o = 1073, it is desirable to compute eight significant
decimal places of kcotdy in order to being able to detect
this tilt in 7.
The effective range in the last row of Table 4 exhibits
large discrepancy but we believe that the corresponding
value in [34] is merely a misprint.

3.3 *He; dimer

We have also tested the presented method with three dif-
ferent forms of *Hey dimer ground state semiempirical po-
tential by Aziz et al., namely HFDHE2 [37], HFD-B [38]
and LM2M2 [39]. For the explicit form of these potentials
we refer to [40]. The computational procedure is almost
identical as in the previous case of the Csy dimer so we
merely state the results in Table 5.
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Table 5. The scattering length ao and the effective range 7.
for various model potentials of the “He, dimer ground state.

I Present calculations
ao [A] ao [A] re [A]

HFDHE2 124.65 124.645898672 26.4
HFDB 88.50  88.6009728852 26.0
LM2M?2 100.23  100.233913812 26.2

! Data taken from [40].

4 Conclusion

In this paper we have proposed a general, practical and
very efficient method for handling the basic equation
of scattering theory, namely the one-channel Lippmann-
Schwinger integral equation containing local as well as
nonlocal interactions. Our approach makes use of the
R-matrix framework to construct the Green’s function of
the local problem while the potential nonlocality is han-
dled by the Schwinger-Lanczos iterative algorithm. Com-
parison with results of other alternative approaches in-
dicates that our technique is superior to all standard
methods based on the direct numerical integration of the
Schrédinger equation. This was demonstrated on the ex-
ample of electron scattering with hydrogen atom in the
static exchange approximation. This is a standard test for
any numerical method designated for solving the scatter-
ing equations. The RLS method is so efficient that using
only 64 meshpoints in the calculation yields phaseshifts
correct to nine significant digits. Using 20 meshpoints we
obtain results correct to about four significant digits. This
accuracy surpasses the accuracy of any experimental data.
In addition, it was shown that, contrary to the previous
electron-atom case where all interactions were of short
range, excellent numerical accuracy was also obtained for
a class of long range local potentials decaying as r~" at
infinity. This problem is of great importance in the field
of collisions of cold atoms. The precise knowledge of the
scattering length is an important factor for understanding
the formation of Bose-Einstein condensate. Even in this
case we obtain results with an excellent accuracy.
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agency of the Academy of Sciences of the Czech Repub-
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is also greatly indebted to Dr. Michal Tarana and Dr. Premysl
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material of this paper.
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1. Introduction

A new phenomenon in cold scattering is described involving explicit interference effects
between the x-, y- and the z-components of unit angular momentum matter waves.
Results are relevant to all charged particle interactions with target species where the
dominant static pole in the interaction is a quadrupole, for example for homonuclear
diatomics and non-polar triatomics. The phenomenon is potentially of interest in
the closely related field of cold collisions involving heavy particle scattering (Weiner
et al. 1999, Field & Madsen 2003). The Ramsauer-Townsend effect, involving only the
s-wave and based on somewhat different physics (e.g. Field & Madsen 2003), is the only
other hitherto known quantum interference effect in cold collisions with which this new
phenomenon may be compared.

Electron scattering in Ny is a test-bed of our understanding of electron-molecule
collisions and has been studied extensively in the cold regime. Computational studies
available in the literature employ different levels of close-coupling schemes. Body-frame
fixed-nuclei approach was used in Isaacs & Morrison (1992). The method was later
extended by including vibrational dynamics via close-coupling (Morrison et al. 1997).
Recently, laboratory-frame calculations with vibrational and rotational close-coupling
procedure were reported by Telega & Gianturco (2006). Although the agreement of
the calculated integral cross-sections with the experimental data (Sohn et al. 1986, Sun
et al. 1995) is quite good, it has been demonstrated (Telega & Gianturco 2006) that
computed results strongly depend on the short-range interaction model. In particular,
it has been shown (Telega & Gianturco 2006) that different local exchange models may
lead to cross-sections that differ by 30% in absolute value.

These findings are in accord with modified effective-range theory (MERT)
(Fabrikant 1984) studies by Isaacs & Morrison (1992) and Morrison et al. (1997).
In both works authors concluded that in the case of Ny molecule the original MERT
model (Fabrikant 1984) fails to describe integral cross-sections above collision energies
of approx. 20meV. Such a surprising result was attributed to a small value of scattering
length A that was determined to the range of 0.36-0.44 a.u. (Fabrikant 1984, Isaacs
& Morrison 1992, Morrison et al. 1997). Therefore, the leading terms in the MERT
expansion may not be dominant and the introduction of higher-order terms (proportional
to k* and k*) becomes necessary to describe cross-sections in the range of 20 - 200 meV
(Isaacs & Morrison 1992, Morrison et al. 1997). These higher-order contributions are
due to forces of a short or intermediate range and predicted cross-sections were found
to be sensitive to their presence.

In present analysis of the experimental data we therefore refrain from employing
MERT. We instead attempt to determine the absolute value of the phase shifts from the
experimental integral and backward cross-sections. Since the full information about the
computed values of the phase shifts for all the partial waves with [ < 2 is unavailable in
the literature we also decided to carry out body-frame fixed-nuclei calculations. These
calculations then serve us as a guide to determine the dominant partial waves necessary
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Figure 1. Schematic representation of the experimental apparatus: the ingoing
electron beam intensity I;, splits into the unscattered component I, plus the parts
If and I}, corresponding to the forward and backward scattering, respectively. With
no magnetic field (left panel), the outgoing intensity I,y is essentially equivalent to
I, and thus the outcome of the experiment is the total integral cross-section orp. In
presence of an axial magnetic field (right panel), I¢ also contributes to Iy (see text),
therefore the total backward cross-section op is measured in this case.

to describe e~ —Njy collisions in the measured range of 10-250meV. Using an analytic
approach we then show how our experimental data may be reproduced using phase shifts
as fitting parameters. This yields a graphic physical description of how interference
effects arise in the p-manifold.

2. Experimental details

In our experiments (Hoffmann et al. 2002, Field, Lunt & Ziesel 2001), synchrotron
radiation from the ASTRID storage ring at Aarhus University provides a high resolution
photon source and through threshold photoionization of Argon at 15.75eV creates
photoelectrons with an energy resolution determined by the energy resolution in the
photon beam. This is set here to ~ 1.5 meV full-width half-maximum. Electrons, formed
into a beam, pass through room temperature target gas (99.999% purity) contained in
a collision cell of length 30 mm. The intensity of the electron beam, in the presence
and absence of target gas, is recorded as a function of electron energy. This yields
the variation of the total integral scattering cross-section, or 1, where “total” refers to
all elastic and rotationally inelastic events and “integral” to integration over the full
drsr. org is given by (NI)~'ln(ly/I;) where N is the target gas number density,  is
the path length in the gas and Iy and I; are respectively the intensities of the incident
and transmitted electron beams. Absolute values of total integral scattering cross-
section at 1 to 4eV show excellent agreement with those reported by Kennerly (1980).
In independent experiments, an axial magnetic field of strength ~ 2 x 107 T was
introduced. Electrons scattered into the forward hemisphere exhibit a spiral trajectory
with radius smaller than the radius of the exit hole of the collision chamber (1.5 mm) and,
guided onto the detector, are recorded as unscattered. Thus only electrons scattered
into the backward 2 sr are recorded as lost to the incident beam and the cross-section
measured is the total backward scattering cross-section og. The absolute electron
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energy scale is calibrated to 1 meV and £2meV (Hoffmann et al. 2002, Field, Lunt &
Ziesel 2001, Jones et al. 2002) by observing the peak in the N; 2II, resonance around
2.442 eV (Kennerly 1980). We estimate errors in cross-sections of £5% to +£8% (20),
the latter at the lowest energies for integral scattering data. Pictorial scheme of the
two independent experimental settings (with and without an axial magnetic field) is
presented in Figure 1.
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Figure 2. Experimental cross-sections — grey e and A are present integral and
backward hemisphere data respectively. o, [0 and { are data of Jost, Ferch and Sun
respectively (Brunger & Buckman 2002, Sun et al. 1995). The inset shows the ratio of
backward and integral data, R, as a function of energy.

Experimental results for cross-sections for Ny are shown in Figure 2. The anomalous
behaviour of the backward scattering cross-section between 70 and 90 meV is apparent,
showing a marked dip in value with no such feature in the integral cross-section. This
represents a destructive interference of scattered waves in the backward hemisphere
compensated by a rise in the forward hemisphere. Discussion of the data of other groups,
shown in Figure 2 may be found in Itikawa (2006) or Sun et al. (1995). There are no
data suitable for comparison for scattering into the backward hemisphere as a function
of energy in the energy range shown. The inset to Figure 2 records the variation with
energy of the ratio of the backward to integral cross-section, R, as a function of electron
kinetic energy. As a useful check on the data at very low energy, the inset shows that R
is asymptotically 0.5, within experimental error, representing pure s-wave scattering as
E — 0. Note that the ratio passes below 0.5 at ~ 95 meV. The remainder of the article
is devoted to the origin of the suppression of backward scattering and a demonstration
that it can be explained through p-wave interference.
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3. Ab initio calculations

We describe first an ab initio theory whose results will be used as a guide to identify
the partial waves that are dominant at low energy and their relative importance, in
particular in relation to the p. and p,, contributions. In the following ab initio
calculations we use a model potential in a local form

Mnt(F) = Vst+vcx+ch7 (1)

where V is the Coulombic potential characterized by a highly anisotropic short-
range part, with a weak long range quadrupole interaction, and V., representing the
exchange interaction. This is estimated using the TFEGE approximation (Telega
et al. 2004, Morrison & Collins 1978) in which the target electron cloud is represented
by a free electron gas and the incident electron as a plane wave. Vg, is the correlation-
polarization potential which incorporates dynamical effects which distort the target
electron cloud. The electron correlation at long range essentially describes the charge-
induced dipole effect, computed here using the local density approximation (Perdew &
Zunger 1981). Asymptotically leading terms in Vi and V., may be written as

T—00 (€3
Vig + Vep = %sz(cose) 5 o - észQ(COSO) : (2)
Experimental values of the polarizabilities are used: «p = 11.8au, ay; = 13.08au

(Morrison et al. 1997). The quadrupole moment is computed here from the target
Hartree-Fock wave function and has the value of —1.107 au; the experimental value is
—1.09 £ 0.07 au (Morrison et al. 1997). In the region close to the molecule, the value of
Vex is typically an order of magnitude greater than V;,. Vex however falls exponentially
outside the charge density of bound electrons.

3.1. Body-frame approach

Scattering calculations are performed in a body-fixed frame of reference exploiting the
conservation of the projection of angular momentum A of the scattered electron onto
the molecular axis. Using the partial waves expansion, the Schrédinger equation for the
incident electron can be written (Boardman et al. 1967), (Lane 1980, p. 48) as

> K(f wry, k]%) 5 — 2V ( -)} U =0, 3)

where kp denotes the body-frame momentum of the incident electron, A stands for the
projection of its orbital angular momentum onto the molecular axis and finally V' & (r)
represents the matrix element of the interaction potential (1) between respective angular
basis elements, namely

Vl l’( ) <l7AH/;nt(F) Il/7A>., (4)
while the interaction potential is expanded into Legendre polynomials (Lane 1980)
‘/int(F) = mt T, 9 ¢ ZVL PL COS 9)) (5)
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This explicitly underlines the anticipated cylindrical symmetry of the potential. We
note that only terms V; with even L contribute in case of homonuclear molecules.
Substituting (5) into (4) yields

Vi(r) =Y Vilr) (LA Po(eos(9) I, A) =
L
= (-1)%/2’14"1\/2’1’/4'1ZVVP@ C(LU,L; 0,000 (11 L —AA)
L 2L + 1 ) 7 ) ) 7 ) b )
By imposing the usual asymptotic behaviour on ¢£l according to
T o0 1 .

Ui (r) i g = [Sln (k‘Br - l’—g) Oy + cos (szr - l'—g) ICZA,J} ) (7)
we can readily obtain the reactance K*—matrix and consequently also the cornerstone
of the scattering theory, the T—matrix (Morrison & Feldt 2007)

Th =2k (i 4+ kN7 (8)

Having obtained the body frame T —matrix we evaluate the total body-frame cross-
section according to Huo & Gianturco (1995) via

Imax Imax Imax

o= ZO’A, with o® = ;:23 Z Z|771\’

A=—lmax 1=01'=0

2

(9)

The angular dependence needed for computation of the backward scattering cross-
section og, is most readily evaluated using the expansion into Legendre polynomials

do 1
—] =— B¥ P (cosd), (10)
A0y, 4k2 XL:
where
A=l =42 ! ! 1 A3
BUF = S ittt gy (1 1y, 1, B) T T, (11)
Ap,Ag
YA

with coupling terms (Sun et al. 1995, p. 4)
1 1/2
Pl = 20 +1)(2 1)(2, + 1)(2 1 L .
dp (I, 12, 1y, 1) YA (207 + 1) (20 + 1)(205 + 1) (202 + 1)] 77 C (I, I, L3 0,0) (12)
C(l;,l;,L‘ 070)0(117127L; 7A1>A2)C(l/1>ll27L; 7A17A2)'

3.2. Transformation to the laboratory frame

The T—matrix (8) refers to the body-frame and as such contains no information about
the rotational dynamics. For its transformation to the laboratory-frame we employ the
adiabatic rotational frame transformation (e.g. Fano & Dill 1972) which connects the
body-frame quantum numbers (A, I) with laboratory-frame quantization expressed by
(4, 1), with total angular momentum J = j + 1 conserved.

This procedure (Huo & Gianturco 1995, Lane 1980) is formally achieved by

LFgJ  def JA A AJA
T = Y AT AR, (13)
A
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Figure 3. K-matrix elements resulting from the ab initio calculations. Dashed lines
show the results presented by Morrison et al. (1997).

where the transformation coefficients introduced originally by Fano & Dill (1972) are in
simplified form defined as

A 2L G g an) = (—1) ( Sl J). (14)

a 2J +1 —A A O

The individual rotationally elastic and inelastic state-to-state cross-sections are then

evaluated as
o0

™ 2
= e Y (2] + 1 YTl 15

Oj—j k‘%(Z]-ﬁ-l) ;( + );’ ]l,]l’ ( )
The formulae for the differential cross-section in the laboratory frame are not needed
explicitly in the presented paper and because of their rather lengthy form we refer to
Huo & Gianturco (1995).

3.8. Ab initio results

The crux of the numerical procedure consists in the solution of the coupled set of
differential equations (3). In our implementation we have used the Volterra integral
propagator method (Sams & Kouri 1969, White & Hayes 1972). As mentioned in
Huo & Gianturco (1995, p. 154), this technique finds limited use for the wave-function
computation, nevertheless it turns out to be a very efficient and fast approach to render
the K—matrix.

For practical details concerning the numerical procedure we refer to Huo &
Gianturco (1995). In the present calculations we have expanded the continuum wave
function 1/1{},(7“) in Eq. (3) up to l,I’ = 40. Strictly speaking, these partial waves are then
coupled by the radial coefficients Vj,(R) in (5) up to L = 80. However we found that
such a high degree of angular anisotropy is necessary only for the nuclear contribution
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Figure 4. Comparison of theoretical results with the experimental data. Integral
and backward cross-sections are displayed in left and right panel, respectively. Present
ab initio results: solid lines. Telega & Gianturco (2006): dashed; Sun et al. (1995):
dash-dot. Fits to experimental data using X4, ¥, and II, phase shifts: dotted.

to Vi, while the remaining contributions to Viy, namely Ve, Vo, and electronic part of
Vi, are sufficiently accurate with L < 40.

The numerical integration in the framework of the Volterra method (Rescigno &
Orel 1981, Curik et al. 2000) was done on a discrete radial mesh using composite
Simpson’s rule with adaptive step size and additional stabilization described for example
by Rescigno & Orel (1982) or Morrison et al. (1977). As a practical convergence criterion
we have used the eigenphase sums of the various K—matrix A-blocks. It has turned
out that a radial propagation distance of approx. 400-600a.u. is sufficient to ensure
convergence of all the presented quantities below 0.1% for the energy range of 10-
300meV. We found this simple approach to the propagation robust and stable and
thus we have not incorporated additional tweaks such as Born r- or A-completion (Sun
et al. 1995).

Figure 3 shows various ab initio K—matrix elements compared to the results of other
authors (Morrison et al. 1997). Values for the total op and backward op cross-section
are depicted in Figure 4. The integral scattering is well reproduced but the method
fails to obtain the backward data below 300 meV and gives no hint of the anomalous
behaviour below 100meV. Also shown are results reported by Telega & Gianturco
(2006). In passing we note that the present ab initio theory reproduces experimental
values of rotationally inelastic J=0 to 2 cross-sections with high precision (Morrison
et al. 1997, Itikawa & Mason 2005, Telega et al. 2004) as displayed in Figure 5.

4. Connection to the experiment

The goal of this section is to create a simple analytic model for explanation of the
anomalous behaviour of the R-ratio visible in the inset of Figure 2. In order to restrict
our number of parameters we use our ab initio calculations as a guide to tell us what
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Figure 5. Ab initio prediction of 0 — 2 rotational cross-section compared with swarm
experiment (Itikawa & Mason 2005) (full circles), Morrison et al.’s (1997) results (dash-
dot line), computations by Telega et al. (2004) (dotted line) and Kutz & Meyer (1995)

(open diamonds).

are the important partial wave contributions. A significant result stemming from the
previous section is that at energies up to 250 meV contributions from waves of [ > 1
are insignificant. Thus d-waves can be excluded from the analysis with impunity up
to ~ 250meV, greatly reducing the problem of uniqueness in the subsequent fitting
procedure involving partial wave phase shifts. We therefore express the integral and
backward cross-sections in terms of s- and p- wave phase shifts only. Tangents of phase
shifts, which are the elements of the —matrix, are denoted by ¥, for the s-wave and
Y. and II, for the p-waves.

It follows that a truncated representation of the K-matrix describing the collisional
event takes the form:

X 0
K=| o 3=, (16)
1_Iu
|Al=1
Cross-sections and scattering amplitudes are then obtained by an inversion T =
2K (i + K)™!, where the T-matrix is essentially the matrix of scattering amplitudes. In
our numerical implementation full inversion is used; however the phase shifts here are
small and for didactic purposes one may write, to first order in K, that T = —2iK. The

integral cross-section and the cross-section for scattering into the backward hemisphere,
which include rotationally inelastic events through off diagonal terms not shown in the
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Figure 6. Tangents of the phase shifts (K-matrix elements - see (16) ) used to create
the fits to integral and backward scattering data (dotted lines in Figure 4). Values of
Y, were taken from the ab initio calculations, ¥, and II, were obtained by fitting to
the experiment. Dash-dot line shows the results for ¥, of Morrison et al. (1997)

truncated matrix in (16), result in the simple formulae:

4

Ttot = 73 (EZ +X0+ QHﬁ) (17a)
1 2T

Oback = gatot - ng (Eu + 2Hu) (17b)

where k represents the momentum of the incident electron. Note that in the full
representation there occur terms in the backward hemisphere scattering cross-section
which multiply X, II, and ¥, phase shifts, illustrating that interference between these
waves is somewhat more complex than (17b) suggests. Note that terms which generate
rotationally inelastic events result in backward-forward symmetric scattering and do not
influence our subsequent discussion.

Equation (17b) is the crux of the explanation for the anomalous behaviour of the
ratio, R, of backward and integral cross-sections shown in Figure 2. The second term
in (17b) generates a departure from backward-forward equality, that is, R # 0.5. Our
explanation for the variation of R with electron energy is that at energies < 95meV, the
values of ¥, and II, are such as to depress the value of R below 0.5. At 95 meV the terms
3. and 2I1, become exactly equal and opposite in value, whereby they cancel to zero in
(17b) giving R = 0.5. Thus R starts at 0.5 at zero energy, where X, + 211, equals zero
(see below), and returns to 0.5 once more at 95 meV, reflecting the experimental values
of R shown in the inset to Figure 2. The effects of p-wave interference are especially
apparent in Ny since the ¥, phase shift is small, reflected in the small integral scattering
cross-section. The p-waves are therefore able to influence the angular scattering at
rather low energy since their values, while considerably less than that of 3, become
non-negligible at energies as low as tens of meV.

Our analysis also allows us to determine empirical values of ¥, and I, phase shifts
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as follows. A comparison of the spherical component ¥, calculated using our ab initio
model with results of Morrison et al. (1997) is shown in Figure 3. Since we see good
agreement, we proceed by assuming that the s-wave phase-shift is well described by our
ab initio model and fix the values of this phase shift to those shown in Figure 3. The
phase shifts >, and II, then can be determined uniquely by the two sets of experimental
data for integral and backward-hemisphere cross sections displayed in Figures 2 and 4.
Resulting tangents of phase shifts which create the exact fit to experimental data, shown
in Figure 4, are given in Figure 6. It is clear that experimentally determined value of
the II, phase shift is close to the calculated one. However, the calculated X, phase
shift is very small in comparison to the value extracted from the present experiment.
This is not surprising, since the experiment requires ¥, = —2II, at 95meV. It is
necessary to emphasize here that this single discrepancy (shown in Figure 6) between
Y. determined from experimental data and calculated above is sufficient to explain
the difference between calculated and measured backward cross sections displayed in
Figure 4. The discrepancy may be attributed to the quality of the local exchange
potential Vi used in the computational model (1) since this contribution brings the
largest uncertainity to our calculated results.

In the remaining part of this section we first comment on very low-energy
(< 20meV) behaviour of the phase shifts. We include these remarks for the sake
of completness as they do not impact our discussion at higher energies. Then we
continue with a simplified and pictorial explanation of the p-wave cancelation that
occurs at 95 meV.

Returning to the near zero energy regime, the first term in (17a), involving Eé,
corresponds to pure s-wave scattering of particles in the zero collision energy limit. In
the case of quadrupole interactions, it may be shown analytically that the following
limits hold for the ¥, and II, phase shifts:

2, 2 4 gm oK) , (18a)
I, =4 fi—%wo(k?) : (18b)

The behaviour in (18a) differs from the Wigner threshold law which requires that the
phase shift is proportional to k?*! for short-range interaction. This discrepancy arises
from the long-range nature of the quadrupole field, as described in modified effective
range theory (Fabrikant 1984, Isaacs & Morrison 1992). However, as k — 0, the 3, and
I, phase shifts both fall to zero and tend to cancel in the second term of (17b). Thus
p-wave phase shifts are well-behaved at very low energy and tend to the analytical form
shown in (18a). Note in this connection that (18a) contains only first order terms in
MERT and therefore is restricted to energies very close to zero.

The physical explanation for interference within the p-manifold is as follows. The
distribution of charge around the Ny molecule is such as to concentrate electrons at
each end of the species while between the atoms there is a relative depletion of electron
density. This is shown in Figure 7. If we now superpose the ¥, and II, waves on
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Figure 7. Interaction of the quadrupole field of Ny with [ = 1 waves. The quadrupole
of the molecule is illustrated by charges displayed in circles. Orientation of the 3, and
1T, components show that the waves experience asymptotically different signs for the
quadrupole interaction.
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Figure 8. Radial dependence of the L =0 and L =2 components of the static
potential Vg as defined by the expansion (5). Both X, and II, waves are subject
to the same centrifugal barrier, nevertheless the sign of the quadrupole interaction
differs as explained in the text.

this charge distribution, we see that the I, wave interrogates the positive region of the
quadrupole and the 3, the negative region. Thus in (2), the ¥, wave sees the quadrupole
potential as a repulsion and the II, wave sees it as an attraction. For both waves there
are equal centrifugal barriers, but for that part of the wave that penetrates into the
central region, the 3, wave sees the quadrupole as presenting a barrier of maximum
height 0.015 au (325 meV) whereas the II, wave sees a similar attraction. This behavior
can be more formally justified by noting the different sign of the angular prefactor in
the potential expansion (6) for X, as compared to IT,. The barrier quoted is displayed
in Figure 8. Its value is derived from our ab initio results which show a maximum
at ~ 3.7au, noting that our ab initio theory gives a very accurate description of the
static potential in (2). On the basis of this description, the 3, wave is repelled from
the central part of the molecule which by convention gives rise to a negative phase shift,
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increasing in absolute magnitude with increasing energy, and the I, wave is attracted,
which gives rise to a positive phase shift, as shown in Figure 6. The two phases therefore
act in opposition and, as our experimental data show, cancel in their effect at 95 meV.

5. Conclusions

We have identified a new form of interference involving interference within the p-
manifold of p. and p,, waves, which arises from the presence of a quadrupole on the
target. This is a general phenomenon but will have readily detectable consequences only
if the s-wave interaction is not strongly dominant. Thus it would be difficult to observe
in electron scattering in CO,, with a strong virtual state effect (Field, Jones, Lunt &
Ziesel 2001), but could be found for example in Hy and Os. The phenomenon could also
prove observable in cold ion-molecule scattering with quadrupolar targets.

We have also found that the ab initio potential used, sophisticated and adequate as
it is in other respects, is unable to describe the necessary ¥, and II, phase shifts. The
only means of reproducing this phenomenon is through fitting to the experimental data
to obtain the phase shifts. This underlines the general problem in obtaining reliable
phase shifts at very low energy, a difficulty well-known in the theoretical determination
of scattering lengths.
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Abstract

‘We explore an implementation of correlation—polarization interactions for electron scattering
by polyatomic molecules. The short-range correlation is approximated by local and nonlocal
density functional theory (DFT) models commonly used in quantum chemistry and solid-state
physics. The long-range polarization is represented by general full tensor components.
Furthermore, we propose a robust and stable technique to calculate momentum-space matrix
elements of such a composite potential. The quality of several selected DFT potentials is
tested by elastic scattering calculations for a class of small hydrocarbon molecules represented

by propane and cyclopropane.

1. Introduction

Modification of the static-exchange potential (outlined in the
following section) by a local form of interaction accounting
for correlation and even polarization of the target’s bound
orbitals is not a new idea. The first models used the long-
range asymptotic form V, = —ap/2r* with a short-range
cutoff function in order to remove the singular behaviour at the
origin (Morrison and Collins 1978). A single parameter of this
model, the cutoff radius, was then determined by adjusting the
calculated cross sections to some well-established feature of
the results. For modelling the short-range correlation between
the scattered electron and the target electron density, use of the
density functional theory (DFT) was proposed (O’Connell and
Lane 1983, Padial and Norcross 1984). They employed a local
spin density (LSD) approximation emerging from the field of
solid-state physics (Vosko ef al 1980, Perdew and Zunger 1981,
both later refined by Perdew and Wang (1992)). All these
forms of the LSD correlation are based on Green’s function
Monte Carlo simulation for electrons in a finite volume, subject
to periodic boundary conditions. The correlation energy per
electron was then extrapolated to infinite volume (Caperley
and Alder 1980). The practical accuracy of all these LSD

0953-4075/10/175205+08$30.00

approximations is similar and they are a core component of
all modern DFT functionals used in quantum chemistry. They
are often referred to as LDA (local density approximation) in
the literature of electron—molecule collisions.

A further way to improve LSD approximation came in
the form of a generalized gradient approximation (GGA)
by Perdew et al (1992) (the functional is referred to in the
literature as PW91). A different way to incorporate the density
gradient corrections was used by Lee et al (1988), who turned
the correlation-energy formula of Colle and Salvetti (1975)
into a DFT functional form by the use of the first and second
gradients of electron density (LYP functional).

Development of DFT correlation functionals was
accompanied by a simultaneous development of the exchange
functionals. ~ Although a Hartree—-Fock exchange energy,
in principle exact, is computationally cheap, most of the
successful exchange-correlation functionals (PBEO, B3LYP,
etc) contain a weighted mixture of the Hartree—Fock exchange
and gradient-corrected exchange functionals. For example,
PBEO contains 75% of exchange functional constructed by
Perdew et al (1996). Another highly accurate, gradient-
corrected functional is from Becke (1988), which takes 80%
of the exchange energy present in the B3LYP exchange-

© 2010 IOP Publishing Ltd  Printed in the UK & the USA
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correlation functional. Both exchange-correlation functionals
have been successfully applied to a vast number of molecular
systems during the last decade.

We feel that despite the intense development of DFT in
solid-state physics and bound-state quantum chemistry, its
adaptation for modelling the electron—molecule collisions has
been rather slow. One reason may be lack of Hohenberg—Kohn
theorem for a continuum (N + 1)-electron state describing the
scattering event. Therefore, many authors employed the DFT
correlation potential generated by a closed-shell ground-state
density of the target with the density of the continuum orbital
excluded. Even with such a minor conceptual discrepancy
the addition of a simple LDA correlation potential resulted
in calculated cross section being in better agreement with
experimental data (among many examples we chose Gianturco
and Rodriguez-Ruiz 1993, Curik and Gianturco 2002a, Telega
et al 2004, Tonzani and Greene 2005).

Motivated by the success of the LDA exchange
and correlation functionals in the electron-molecule
computational modelling, here we explore the possibility of
their implementation in a framework of discrete momentum
representation (DMR) method.  Previously Curik er al
(2008) employed LDA correlation in the DMR method for
calculations of vibrationally inelastic collisions of electrons
with methane molecules. The spherically symmetric case is
extended in section 3 to a general asymptotic polarization
represented by a polarizability tensor. For the short-range
parts of the correlation interaction we make use of several
DFT functionals commonly used in quantum chemistry. Their
quality is assessed in section 4 for propane and cyclopropane
molecules.

2. Optical potential

The DMR method belongs to the class of one-electron methods
that make use of an optical potential. The method calculates
elastic body-frame scattering amplitudes by solving the one-
electron Lippmann-Schwinger equation (Polasek et al 2000,
Curik and Carsky 2003)

(k| T k;) = <kn|V|ki>+/d3kw‘ ()
ko — k> +ie
where k; and k, are the momenta of the incoming and
outgoing electrons, respectively. Optical potential describing
an interaction between the scattered electron and the target
molecule is denoted by V. The collision energy E is defined as
E =k} /2. After some careful treatment of the singular kernel
in the above equation one can discretize the integral on the rhs
of (1) as shown in greater detail in part I of this series (Crsky
2010a). This technique leads to a set of a linear algebraic
equations that can be solved by a matrix inversion (Curik and
Cérsky 2003). The optical potential used in the DMR method
has been recently extended and now it contains static, exchange
and correlation—polarization contributions (Curl’k et al 2008)

V=Vi+ Vi + Ve 2

The static V, contribution to the optical potential (2) is obtained
from a set of N doubly occupied Hartree—Fock orbitals ¢; (1)
of the closed-shell target as

- lei () z;
(rIVilf) =2Z/d-‘r’w’ff<r>—27f_|f<r)‘

7| 7 |r — R;
(3)

The first term in this equation describes a repulsion with the
electronic charge density, while the second term corresponds
to an attraction to the molecular nuclei positioned at R;.
Similarly, action of the exchange interaction on the continuum
function f can be written as

N / !
Vi) ==Y / LGB AP
- lr— 7|
The sum V; + V, is an exact static-exchange approximation
in the literature of electron—molecule collisions and it has
been employed by many authors to successfully describe
the interaction of continuum electron with a target molecular
system. For extensive reviews see Huo and Gianturco (1995),
p 79, Lane (1980), p 47.

As can be seen from equation (1) the DMR method
requires momentum-space representation of the optical
potential. The local parts V; and V., are then obtained by FT
integrals, while the nonlocal exchange contribution is more
computationally demanding. Its efficient implementation via
interpolation of complex Shavitt functions is described in part
II of this series (Cérsky 2010b).

3. Correlation and polarization interaction

The short-range correlation potential is obtained by the DFT
models mentioned in section 1. We have chosen to examine
three correlation functionals that are widely used and known
in quantum chemistry calculations. The first is the LDA
correlation potential of Perdew and Wang (1992), although the
alternative choices due to Vosko et al (1980) or Perdew and
Zunger (1981) lead to the same results. Gradient corrections
to this potential are then applied with the GGA potential of
Perdew et al (1992) (PW91 potential) and independently we
also employ the gradient corrections of Lee et al (1988) (LYP
functional).

It is appropriate to address the confusing vocabulary
used in two different fields of quantum calculations. In the
literature of solid-state physics and quantum chemistry the
gradient corrected functionals are referred to as nonlocal as
they gather information of the electron density surrounding a
point of interest. It is achieved via terms with first and second
gradients of the electron density that enter the functional.
However, from the strict point of view of quantum mechanics,
the corresponding potentials are local as they simply multiply
the wavefunction in the Schrodinger equation.

All the three correlation potentials that we explore
decrease exponentially outside the molecule following the
exponential decay of the bound electron density. This defect
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in DFT was noted a long time ago (Umrigar and Gonze 1994,
Almbladh and von Barth 1985). Such an incorrect long-range
behaviour of the DFT potentials causes many problems in
the description of induced moments of delocalized charge
densities. Accordingly, special treatment has been undertaken
in calculations of charge transfers (Dreuw and Head-Gordon
2004) or dispersion forces (Antony and Grimme 2006, Zhao
and Truhlar 2007). Rigourously, the long-range correlation
potential should be taken as (Almbladh and von Barth 1985,
Umrigar and Gonze 1994)

3
1
Vp(r) = =55 D cipix;, ©)
iJj

where the symmetric 3 x 3 matrix o;; is a polarizability tensor
and r? = x} + x3 + x3. Therefore, guided by the previous
works of Padial and Norcross (1984) or Telega et al (2004),
we connect the correct long-range term V), of the correlation
interaction (5) with the short-range term V, described by one
of the DFT correlation potentials. Since our technique of such
a connection differs from the above-mentioned procedures, we
describe it in more detail.

A smooth connection of a general and anisotropic
asymptotic form (5) to a short-range anisotropic potential is
not uniquely defined. Telega et al (2004) suggest finding
a crossing point r, of a spherically symmetric component
of the long- and short-range parts. Of course r. is not a
proper crossing point of the higher partial-wave components.
Overall smoothness is then achieved by adding the higher
order-induced multipoles leading to a modification of the
asymptotic form (5) where faster decaying terms are added.
In our approach we prefer to keep the asymptotic form (5) and
perform the smooth connection for each of the partial waves
that come into play. As the first step, we expand the general
tensor form (5) into partial waves

2 1
IAGED B BRAGRIGN ©)

1=0 m=—1

where S}" (7*) are the normalized real spherical harmonics:

gy [ 2F] (4 —my
1) = (U + 8om) U +m)!
m cosmep, m =0
x B (COSﬂ){sinmtp, m < 0. M

The radial functions v;"(r) of equation (6) can be obtained
analytically as

m
o
2r4’

®)

v (r) = —

where ;" are the irreducible components of the Cartesian
tensor of rank 2 (Weissbluth 1978, p 174)
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_ |4
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For the short-range part V. we separate the interaction into
two orthogonal angular subspaces:

2 1
Ver) =D wl' ()8 () + Wo(r).

1=0 m=-1

(10

All the terms on the left- and right-hand sides of equation (10)
decay exponentially. Because the DFT form of the short-range
correlation potential V. (r) is numerical the radial functions
w;"(r) are obtained by a numerical angular projection. It
follows that Wy(r) contains only partial components with
1> 2.

Having both (short- and long-range) interactions split
into the partial waves the connection procedure is readily
available. We connect each partial wave of v}" (r) and w;" (r)
independently up to I = 2 forming six crossing points
R;". Three short-range functions w;"(r) with [ = 1 decay
exponentially as they do not have the long-range counterparts
v;"(r) to connect to. It is a consequence of a symmetry of the
polarizability tensor. Therefore, we can define the connected

radial functions as
wi'(r) for r <R

u(r) = r>=R"
=z Iy

an

v'(r) for

The total correlation—polarization potential V., is then
evaluated by the following formula:

2 1
Vep(r) =Y Y u" ()} (7) + Wo(r).

1=0 m=—1

12)

The above procedure exploited the simple fact that the
asymptotic polarization potential V), is fully contained in
the angular space defined by / = 0 and / = 2. Hence, we
made sure that the connection between the short- and long-
range parts is smooth in every partial component up to / = 2.
All the higher components of the resulting potential V¢, then
decay exponentially.

The final step needed to obtain the momentum-
space matrix elements entering the Lippmann—Schwinger
equation (1) is a Fourier transform (FT) integral

1 3 i(ky—ky).r
@y /d T Vep(r) € .

The integral in the above equation is typically solved by a
discrete fast Fourier transform (FFT) method. This is achieved

(kllvcp‘k2> = (13)
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Radial distance from CMS of the molecule [bohr]

Figure 1. Visual comparison of different correlation functionals used in the present study. For simplicity only the dominant spherical
components u)(r) of equations (11) and (12) are displayed. The left panel shows the data for the cyclopropane molecule, and the right panel

for the propane molecule.

by bounding the integral in a three-dimensional rectangular
volume and by evaluating the argument on a three-dimensional
rectangular grid. In our implementation we used a cubic
volume. We observed that a cube size of several hundred
bohrs is needed in order to achieve a sufficient accuracy of
the resulting integrals for the small k, — k; vectors. The
cause of the slow size convergence is the long-range nature (5)
of the V, potential. However, with such a large integration
volume it becomes difficult to sample the potential with a
sufficient density in the area of the molecule, where V,
changes rapidly.

In order to solve this dilemma we subtract and add a well-
behaved analytical function that cancels the V., potential at the
long range. We also require this function to have an analytical
FT form:

1

Voo = | Vot 506 am)

3
E QjjXiXj
ij
. n
numerical FFT ch
3
E QijXiXj .
ij

analytical FTV:I‘J

1

"~ 2(r6 +a) 19

The parameter a is chosen to be sufficiently small in order to
achieve the long-range cancellation in the Vj, term. However,
if the cutoff @ is chosen too small it may produce a rapidly
changing behaviour at the origin. To compromise we have
found the procedure very robust and accurate for a being
anywhere between 5% and 15% of the FFT cube size.
Evaluation of the FT integral for the V term is described
in the appendix. Here we present only the final results:

3 3
1< e L a
- i d3 ik MY 1 G (k).
Q)3 ;a’/ T e +a® . 2n) IXI:O‘_/ (k)
15)
with
F'(k) F"(k) F'(k)
Gij(k) = TSU + [ R }kik‘/, (16)

and

2
_ T —kaj2| ka2 . V3
F(k) = 73a4ke |:e ++/35sin <ka—2

()]

For practical implementation one also needs the limit at the
origin

a7

272

o (18)

,Eli%cij(k) =

4. Application to elastic scattering on small
hydrocarbons

In order to test the current implementation of correlation—
polarization forces within the DMR method we have selected
two similar molecular systems, namely cyclopropane and
propane molecules. Both molecules have been intensively
studied experimentally (Allan 1994, Allan and Andric 1996,
Szmytkowski and Kwitnewski 2002a, 2002b, Makochekanwa
et al 2006, Boesten et al 1994, Tanaka er al 1999). While
the number of theoretical calculations is thorough for the
cyclopropane molecule (Winstead et al 1992, Beyer et al
1997, Curik and Gianturco 2002a, 2002b, Makochekanwa et al
2006), to our knowledge there is only one SE calculation by
Winstead et al (1991) for the propane molecule.

A visual comparison of the spherical components ug(r)
defined by equation (11) is displayed in figure 1 for both
studied polyatomic molecules. The general features of the
correlation potentials are as expected. The cyclic C3Hg
exhibits slightly stronger correlation in the core area of
the molecule while the open ring of C;Hg allows stronger
correlation in the low-density outskirt regions of the molecule
resulting in a stronger asymptotic polarizability. As far as the
differences among different functionals go, the LYP gradient
correction to the LDA potential results in a stronger correlation
especially on the peripheral low-density region. This feature is
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Figure 2. The elastic integral cross sections for electron scattering by cyclopropane molecules. The left panel compares results of various
correlation models with available experimental data. The right panel shows the comparison of available calculations.

valid for both presented molecules and it extends even for more  be compared to the present exact exchange model. Previous
unpublished results of polyatomic molecules. On the other work employed the LDA short-range functional smoothly
hand a behaviour for the PBE potential is not as predictable in  connected to the spherical polarization potential; however,
the low-density region, as seen for C3Hg and C3Hg in figure 1. all the polarization tensor components are used in the present
All the calculated correlation potentials smoothly connect to  calculations. These small differences between the two models
the asymptotic form (5). Polarizability tensor components may explain the pronounced structure around 6 eV visible
used in the present calculations were obtained as linear in the present results. The structure was identified by Curik
response functions in Kohn-Sham DFT (Rinkevicius ef al and Gianturco (2002b) and Allan and Andric (1996) as A)
2003) calculations with B3LYP hybrid functional and Sadlej’s shape resonance leading to a selective vibrational excitation
polarized VTZ basis sets (Sadlej 1988) as implemented in  of C—C ring stretching mode. Fixed-nuclei calculations of
program Dalton Release 2.0 (2005). The body frame of the ~Makochekanwa et al (2006) and Beyer et al (1997) predict
reference was chosen by principal axes; thus, the calculated a lower integral cross section than the SEP results discussed

polarizability tensors are diagonal: above. However, they both predict the presence of the A)
38.8 shape resonance at 6.2 eV and 5.4 eV, respectively.
a(C3Hg) = 38.8 i The elastic DCSs of electrons scattered by cyclopropane
33.8 are displayed in figure 3. The agreement of the present
ESE+LYP model with the experimental angular distributions
38.0 is again very good at both collision energies: 5 eV (left panel)
a(C3Hg) = 45.6

and 10 eV (right panel). In comparison to the experimental
40.2 data at 10 eV, present calculations predict a slightly higher
Both tensors compare favourably with experimental data for cross section at small and large scattering angles. This
spherical polarizabilities og(C3Hg) = 38.2 au (Khristenko er  difference, especially at angles above 140°, may lead to a

al 1998) and «(C3Hg) = 42.5 au (Lide 1994). different experimental extrapolation of the DCS, consequently
Parameters for the numerical quadrature of the integral on  resulting in a smaller integral cross section visible in figure 2.
the rhs of equation (1) are taken, for these two molecules, from In order to make a full use of our tensor description of

table 1 in part I of this series (Carsky 2010a). Calculated fixed-  the asymptotic polarization, we selected a molecular system
nuclei integral cross sections for all the present correlation—  with a smaller symmetry yet of similar size to our second
polarization models applied to the cyclopropane molecule testing case: the propane molecule. Figure 4 summarizes
are displayed in figure 2. It is clear that the presence of the available experimental and theoretical data for elastic
the correlation—polarization interaction leads to some major collisions of electrons with the propane molecules. The left
changes in the magnitude and shape of the cross sections panel compares our correlation models with the measurements
below 10 eV. Moreover, we found the differences among all ~ of Szmytkowski and Kwitnewski (2002b), Tanaka et al (1999)
the three correlation models fairly minor and therefore we and Boesten et al (1994). The experimental cross sections
chose the LYP model as their representative in the following exhibit a strong maximum around 8 eV. Again the presence
discussion. The right panel of figure 2 shows a comparison of the correlation-polarization forces in our model strongly
of the available theoretical predictions for the elastic integral —affects the value of our calculated integral cross section below
cross section. Our calculations are in very good agreement the collision energy of 12 eV. The difference among correlation
with the calculations of Curik ef al (2002a) as a result of very —models is more visible for this system, as seen in figure 1. The
similar interaction models. Curik and Gianturco (2002a) used ~ strongest correlation provided by the LYP functional shifts the
a nonlocal separable approximation of the exchange part to  peak in the integral cross section down to 8.5 eV while the PBE
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Figure 3. Elastic differential cross sections (DCSs) for electron scattering by cyclopropane molecules. The left panel shows data for the
collision energy of 5 eV while the right panel for 10 eV. The data of Curik and Gianturco (2002a) and Allan (1994) are shown on the left
panel for the collision energy 5.5 eV.
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Figure 4. Elastic integral cross sections for electron scattering by propane molecules. The left panel compares results of various correlation
models with available experimental data. The right panel shows present results with the LYP functional and the previous SE calculations of
Winstead et al (1991).
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Figure 5. Elastic DCSs for electron scattering by propane molecules. We compare our LYP calculations (full curve) with experimental data
of Boesten ez al (1994) (diamonds) and Tanaka ez al (1999) (crosses). The broken curve represents the SE calculations of Winstead et al
(1991).

and LDA functionals point to 9.5 eV. The right panel of figure 4 In order to complete our comparisons we likewise
also shows the SE calculations of Winstead er al (1991) present the angular distributions for the propane molecule in
that are similar to the present ESE results (the left panel of figure 5. The agreement between our calculated results and
figure 4). the experimental data is very good for 5 eV (left panel) while
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for 10 eV we observe behaviour similar to the case of the
cyclopropane molecule. Our predicted DCSs are slightly
higher for the small and large scattering angles resulting in
larger integral cross section shown in figure 4.

5. Conclusions

The present study has several goals: first, to extend a
previously published spherical polarization model in the
DMR method (Curik er al 2008) to a form of the general
polarizability tensor; second, to implement and discuss several
correlation potentials commonly used in the DFT community
and codes (the LDA, PBE and LYP potentials) and third, to
test the reliability of the constructed potentials on two simple
hydrocarbon molecules, propane and cyclopropane.

Regarding the second and third objectives, the reliability
of the potentials is gauged by their agreement with
experimental data. In the case of the cyclopropane molecule,
all three correlation models led to very similar results.
Elastic integral cross sections presented in this paper agree
very well with calculations by Curik and Gianturco (2002b)
and total cross-section measurements of Szmytkowski er al
(2002). Experimental and theoretical integral cross sections
of Makochekanwa et al (2006) are distinctly lower. However,
in terms of angular distributions, the present calculations
agree very well with the experimental data suggesting the
difference between our integral cross sections and cross-
beam integral cross sections might rest in the extrapolation
of the cross-beam data to large scattering angles. Similar
conclusions can be drawn in the case of the propane molecule
with one distinct difference. The stronger LYP correlation
model performs considerably better than the LDA and PBE
correlation potentials.

In order to draw some general conclusions about the
quality of the correlation models in the electron molecule
collisions, many more molecular systems should be studied.
Computationally, the presented implementation of correlation
potentials is very efficient and can be applied to molecules
larger than propane and cyclopropane. We hope to provide
some data to this open issue in the near future using the
methods and model presented in this paper.
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Figure Al. Contour integration path used in equation (A.3) together
with the three residual points in the upper plane.

Appendix. Fourier transform of the full tensor
asymptotic potential

The aim of the appendix is to evaluate the following FT
integrals:
: XiXj
G:i(k) = d3 elk.r e} .
i) / " 2+ ad)
As a first step we define the FT F'(k) of the radial component
of the potential. The angular part is then integrated out with
the only radial integral remaining:
"o v as

) 1 2 [
Fby=- [ d& "“‘7=——/ d
® / LR Yot X Js
(A2)

The radial integral can be transformed to a contour integral in
the complex plane as follows:
Zeilcz
/ e
c Z°’+a

/‘mdrrsinkr =l/‘°°drrsinkr =llm
o ro+a® 2 ) o r®+a® 2
(A.3)

with the contour C shown in figure A1. There are three residual
points in the upper complex plane that count for the residue
theorem:

(A1)

rsinkr

71 = aein/6’
22 =la, (A4)
23 = a e>/s,

By employing the residue theorem for the last integral in (A.3)
we obtain the radial FT F(k) defined in equation (A.2) as
follows:

2
_ T —kaj2| a—kas2 . V3
F(k) = 73a4ke |:e ++/3sin (ka >

()]

By comparing equations (A.1) and (A.2), one can easily see
that the general tensor components G;;(k) may be obtained
by the partial derivatives of the radial function F (k):
82
Gij(k) = o,k F(k).
The second-order partial derivatives
equation (16).

(A.5)

(A.6)

directly lead to
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