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Abstract

Positronium-hydrogen (Ps-H) scattering is of interest, as it is a fundamental four-body
Coulomb problem. We have investigated low-energy Ps-H scattering below the Ps(n=2)
excitation threshold using the Kohn variational method and variants of the method with
a trial wavefunction that includes highly correlated Hylleraas-type short-range terms.
We give an elegant formalism that combines all Kohn-type variational methods into a
single form. Along with this, we have also developed a general formalism for Kohn-type
matrix elements that allows us to evaluate arbitrary partial waves with a single codebase.
Computational strategies we have developed and use in this work are also discussed.

With these methods, we have computed phase shifts for the first six partial waves for
both the singlet and triplet states. The 1*S and P phase shifts are highly accurate results
and could potentially be viewed as benchmark results. Resonance positions and widths
for the 1S-, 1P-, 1D-, and 'F-waves have been calculated.

We present elastic integrated, elastic differential, and momentum transfer cross sections
using all six partial waves and note interesting features of each. We use multiple effective
range theories, including several that explicitly take into account the long-range van der
Waals interaction, to investigate scattering lengths and effective ranges.
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Introduction

1.1 Positronium

Positronium (Ps) is an exotic atom formed from the bound state of a positron (antielectron,
e') and an electron (e™). Stjepan Mohorovici¢ theorized the existence of Ps in 1934 [10],
but it was not created until 1951 by Martin Deutsch [11]. This atom is similar in some
ways to hydrogen (H) but also differs in some key aspects. Namely that Ps annihilates,
emitting two or three <y rays, depending on the spin [12]. In the singlet state, also known
as parapositronium (p-Ps), the lifetime is 125 ps [13]. The triplet state, or orthopositronium
(0-Ps), lasts approximately 1000 times longer with a lifetime of 142 ns [14]. Due to the short
lifetime of p-Ps, the majority of experimental data of Ps-atom and Ps-molecule scattering
comes from o-Ps.

Working in atomic units (see Section 1.7), the ground state wavefunctions of H and

that of Ps are 1
By (13) = =" (1.1)

NG

and .
Dps (7’12) = \/ﬁ e T12/2 (1.2)

When the Schrodinger equation is solved for the hydrogen atom, the energy is seen to be

(neglecting higher-order effects)
Reo

E?’I,H - —? (13)
In Hartree atomic units, Reo = %, giving a ground state energy of
1
Ey=—+. 1.4
H= (1.4)
Due to the reduced mass of half that of hydrogen, the ground state energy of Ps is
1
Ep. = ——. 1.
Ps 4 (1.5)



1.2 Motivation

Ps formation is important in the galactic core [15], and Ps-atom scattering is of interest
in the study of solar processes [16]. As well as the basic interest of Ps-atom scattering in
atomic physics, Ps is also important in material science. As Ps is neutral, it penetrates
deeper into material than a charged particle, such as a positron. Ps scattering also has
applications in other areas of physics such as biophysics and astrophysics [17]. A brief
overview of the state of the art in antimatter atomic physics is Ref. [18], and a more in-
depth review of Ps collisions is Ref. [17].

With the increased interest in antihydrogen (H) production at CERN [19], there have
been investigations by groups exploring alternate mechanisms other than dumping an-
tiprotons (p) into a cloud of e™ and relying on the reaction of p +e™ +e* — H+e™.
Refs. [20, 21] explore the inelastic low-energy reaction of p + Ps — H + e, where the Ps
is in its ground state. A recent paper [22] (also mentioned in the popular science press
[23]) found that if the target Ps is in an excited state (1 < n < 3), the H production rate is
improved by several orders of magnitude.

The original motivation for this research was a proposed experiment to measure low-
energy Ps scattering from alkali metals by Jason Engbrecht of the Positron Research Group
at St. Olaf College. There has not been much theoretical work on these systems so far.
Unfortunately, it appears that this project is put on hold indefinitely, and the group’s
website [24] no longer exists. We started investigating Ps-H scattering and plan to extend
this work into Ps scattering from the alkali metals.

However, there is still interesting ongoing experimental work on Ps scattering, though
with different targets. The University College London (UCL) Positron Group [25] has
developed energy-tunable o-Ps beams [26, 27, 28, 29, 30] over the course of many years.
This group has been able to study Ps scattering from He, Ne, Ar, Kr, and Xe [29, 30, 31, 32,
33, 34, 35, 36] and the H,, N», O,, CO,, H,O, and SFs molecules [29, 31, 33, 34, 36, 37, 38].

A recent development in the field is the surprising discovery that Ps scattering is
electron-like [36, 39], which was also reported in the popular science literature [40]. If
the cross sections are plotted with respect to the velocity of the incoming projectile, not
momentum like typical, e~ and Ps scattering look similar when the target is the same.
This is despite the Ps projectile having twice the mass of e~ and being electrically neutral
versus negatively charged. It can be seen in Figure 1.1 that e™ scattering looks different
when compared to these two. Fabrikant and Gribakin [41, 42] compare low-energy e~
and Ps scattering from Kr and Ar targets, also finding that the cross sections are similar
for e~ and Ps projectiles. The tentative conclusion is that the e™ plays a much smaller role
in the scattering process than the e™ in Ps-atom and Ps-molecule scattering. This shows
that there is still plenty of work to do to understand Ps scattering more fully, but it does
suggest that for certain cases, a decent first approximation to Ps scattering can be made by
using e~ scattering data.
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Figure 1.1: Comparisons of e, e, and Ps scattering from different atomic and molecular
targets from Ref. [36]. Reprinted with permission from AAAS.

1.3 Partial Waves and Kohn-Type Variational Methods

The most common way of approaching scattering problems is to use the complete set of
Legendre polynomials to expand the scattering wavefunction. For a central potential, this
can be written as [43]

Y(k,r,0)= Z Ry(k,7)Py(cos@). (1.6)
=0

The method of partial waves evaluates each term in this summation separately, with each
referred to as a partial wave, and each has a different angular momentum. The typical
naming of each partial wave starting from ¢ = 0 is the S-, P-, D-, F-, G-, H-wave, etc,,
which is similar to the usual spectroscopic notation. For low energies, usually only a few
terms in this expansion are required, and for very low energies, the S-wave (¢ = 0) is
typically the only significant contribution.

The Kohn variational method [44] and its variants, derived and described in Chapter 3,
have been used successfully in many scattering problems, such as e™-H [45], e -methane
[46], H-H [47], e"-H, [48], e -Ps [49], e*-He [50], and nucleon-nucleon scattering [51, 52].
The Kohn variational method and its variants suffer from well-known spurious singular-
ities (see Section 3.5), so they are often used in conjunction with each other to identify
these. To avoid cumbersome wording in this document, the Kohn variational method and
variants of the method are simply referred to as “Kohn-type methods”. Complex Kohn
methods that use spherical Hankel functions instead of the spherical Bessel and Neumann
functions are often used due to a smaller, but nonzero, chance of the Schwartz singulari-

3



ties [46, 53, 54]. This work uses the Kohn, inverse Kohn, generalized Kohn [55], S-matrix
complex Kohn, and T-matrix complex Kohn variational methods.

1.4 Ps-H Scattering

For this work [5, 6,7, 8,9, 56], we have computed phase shifts for the first six partial waves
of Ps-H scattering and resonance parameters for 'S through 'F (Chapters 5 to 7 and 9).
We also calculate scattering lengths and effective ranges for *S (Section 11.1), scattering
lengths for 1P (Section 11.2), and multiple cross sections (Chapter 10). Each of these is
compared to previously published research where possible.

This work is an extension of the earlier work on Ps-H collisions using the Kohn and
inverse Kohn variational methods by Van Reeth and Humberston [57, 58]. In these papers,
they calculated S and 1P phase shifts and obtained resonance parameters, scattering
lengths and effective ranges from these. The most important difference from this earlier
work is that we have increased the number of partial waves examined from two to six,
requiring developing a general formalism and code that works for arbitrary partial waves.
This allows us to calculate elastic integrated, elastic differential, and momentum transfer
cross sections (Chapter 10), which would not be possible with only the 13S- and 13P-
waves. We also develop a very general form (Chapter 3) of the scattering wavefunction
and codes that allows us to calculate phase shifts with not only the Kohn and inverse Kohn
variational methods but also with the generalized Kohn, S-matrix complex Kohn, T-matrix
complex Kohn, generalized S-matrix complex Kohn, and generalized T-matrix complex
Kohn variational methods. Over the previous work, we also perform a thorough analysis
of the van der Waals contribution to the 1S scattering lengths and effective ranges and
investigate the 1P scattering lengths (Section 11.1).

We have increased the number of short-range terms (Equation (3.9)) used over prior
work [57, 58]. This is enabled by several changes. The largest improvement has been
the introduction of the Todd method (Section 4.1.3), which selects the “best” set of short-
range terms from the full set determined by w in Equation (3.1). Some short-range terms
contribute more to linear dependence than others, and this method removes those in
a systematic manner. This is often an improvement over the restriction in powers that
Van Reeth and Humberston [57] did, though we still use that restricted basis set for the
L3F-wave (Section 9.4). We also implement the asymptotic expansion [59, 60] for the short-
range—short-range integrals instead of only doing a direction summation (Section 4.1.1.1).
This gives much more accurate short-range-short-range integrals, allowing us to use more
short-range terms and solve larger matrices in Equation (3.56). We specifically noted a
threefold increase in the number of terms we could use for the 3S state when the asymp-
totic expansion was included. We use approximately seven times as many integration
points as this previous work (Appendix C.4.3). For £ > 1 especially, an increase in the
number of integration points for the long-range-long-range and long-range—short-range
integrals (Section 4.2) lead to more stable results and the ability to use more short-range
terms. For ¢ > 2 (not investigated by the prior work), we also introduced extra expo-
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nentials in several coordinates to the Gauss-Laguerre quadratures (Section 4.2.4) that are
subsequently removed, increasing the convergence rate of the long-range—short-range
integrals.

The Ps-H collision problem has been treated by multiple groups with different methods
over the years. Our paper [56] also has discussion of the different methods used for low-
energy Ps-H scattering. Various properties of this system have been calculated using the
tirst Born approximation [61, 62], diffusion Monte Carlo (DMC) [63], the SVM [64, 65], CC
[66, 67, 68, 69, 70, 71, 72], static exchange [73, 74, 75], Kohn variational [57, 58, 76], and
inverse Kohn variational [57, 58] methods.

The CC method has been used in multiple papers for Ps-H scattering by the Belfast
group. Campbell et al. [67] used 22 pseudostates and eigenstates of Ps with the ground
state of H in an approximation they denote as 22Ps1H for singlet and triplet Ps-H scat-
tering. Blackwood et al. [71] later included the e™-H™ channel, using a 22Ps1H + H™ ap-
proximation, finding that it improved the convergence of the binding energy and allowed
them to calculate resonance parameters for the 'F-wave and !G-wave. In another paper by
Blackwood [70], they use a 14Ps14H approximation with 14 Ps and 14 H pseudostates and
eigenstates to compute *S phase shifts and a 9Ps9H approximation to compute P and
13D phase shifts, finding that this performed better than the earlier 22Ps1H calculation
[67]. Walters et al. [72] also included the e™-H ™~ channel in a 14Ps14H + H™ approximation
for the S-wave phase shifts and a 9Ps9H + H~ approximation for the 'S-, 'P, and 'D-wave
phase shifts and resonances through the 'F-wave.

Page [76] calculated 1S Ps-H scattering lengths using the Kohn variational method
with 35 short-range terms. The Kohn/inverse Kohn variational methods [57, 58] have
been used to calculate *S phase shifts, scattering lengths, and effective ranges, along
with !S resonance parameters. The Kohn/inverse Kohn variational methods [58] have
also been used to calculate P phase shifts and parameters for the first P resonance. The
Kohn-type variational methods give empirical bounds on the phase shifts, and adding
short-range terms to the wavefunction allows us to improve the phase shift convergence
in a rigorous way. The Kohn-type methods can generate very accurate phase shifts, but
the choice of trial wavefunction can make computation very difficult. Then there are the
spurious Schwartz singularities, but these can often be mitigated by using complex Kohn
methods.

1.5 Positronium Hydride

Positronium hydride (PsH) is a bound state comprised of a hydrogen atom and a positro-
nium atom. After Wheeler [77] showed that positrons could be part of what he called a
polyelectronic compound, Ore shortly thereafter predicted PsH in 1951 [78]. PsH was not
experimentally verified until 1992 by Schrader [79] using the reaction e™ + CHy — CHY +
PsH.

We first investigated the bound state of PsH instead of Ps-H scattering, as it is a simpler
problem and has been studied extensively in the literature (see Table 2.4 on page 15). The
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purpose of first studying PsH was not to try to contribute more accurate results but to
develop the experience with the short-range Hylleraas-type correlation terms that we
used in both the 'S PsH and 'S Ps-H scattering problems. The full discussion of our work
on PsH is found in Chapter 2. There are dozens of calculations of the ground state or
binding energy of PsH given in Table 2.4. The binding energy of 1.066 406 eV compares
well with the most accurate value from Ref. [80] of 1.066 598 eV, which gives confidence
in the short-range part of the scattering wavefunction in Section 3.1.

1.6 Positronium Hydride Structure

There has been some discussion in the literature about whether PsH is more like an atomic
structure or more like a molecule with Ps and H. We did not attempt an analysis of this
problem, since the PsH system is not the goal of this work. Bressanini and Morosi [81]
give a good overview of the lack of consensus on this problem.

Frolov and Smith [82] note that they expect PsH to be a cluster consisting of a Ps atom
and an H atom. Then from their calculations, they conclude that it acts as some kind of
sum of H™ with Ps™.

Saito [83] attempted to answer this question using Ho’s [84] Hylleraas basis set by
plotting et and e~ densities. Saito’s conclusion was that PsH has an atomic structure but
also has a diatomic molecular structure, or Ps with H. Bromley and Mitroy [85] also state
that PsH has a molecular structure, comparing it “to a light isotope of the H, molecule.”

Biswas and Darewych [86] find that the difference between the S(1) resonance and
the binding energy (Section 2.3.1) for various calculations of differing accuracy is roughly
constant. They suggest that this means that PsH is less like e™ orbiting H™ and more like
a diatomic molecule.

Bressanini and Morosi [81] perform calculations on PsH with a highly optimized one
term wavefunction to determine the structure and conclude that PsH cannot be viewed
as Ps+H or e™ orbiting around H™. They state, “Keeping in mind the quantum nature of
the leptons and so the impossibility of defining a structure, we suggest to look at PsH as a
hydrogen negative ion with the positron that, staying more distant from the nucleus than
the electrons, correlates its motion with those of both the electrons. Its attraction on the
electrons squeezes them nearer to each other and nearer to the nucleus.”

Heyrovska [87] treats PsH as a molecule and calculates bond lengths to try to gain a
better understanding of its structure. However, this preprint does not settle the debate.

1.7 Final Notes

Unless otherwise stated, values throughout are given in atomic units, i.e. 1 = m, = ¢ =
4mey = 1 [88]. Energies are given in hartrees, with 1 E, = 27.21138505(60) eV [89, 90].
Momentum is given as units of a; !, where g is the Bohr radius. Cross sections are given



in units of mz%, and differential cross sections are given in units of a(z) /sr, unless otherwise
noted.

Some of the figures in this document are adapted from our paper submitted to Physical
Review A [56]. Some figures are available as interactive plots on the plotly page at http:
//plot.ly/~Denton. Additional notes for derivations are available at http://figshare.
com/authors/Denton_Woods/581638, and codes discussed are available athttps://github.
com/DentonW/Ps-H-Scattering. These notes and codes are also linked at http://www.
dentonwoods. com and on the Research Wiki [4].
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Positronium Hydride and Short-Range Terms

s discussed in Section 1.5, PsH consists of one atom of both Ps and of H. Figure 2.1
A shows the PsH coordinate system. There are 6 interparticle coordinates, given by rq,
r2, 13, 112, r13, and r3. The proton is considered infinitely heavy in this treatment. Armour
et al. [91] point out that positronium antihydride is an equivalent system, assuming CPT
symmetry. Another related system is e PsH, which is stable and can be thought of as e™
orbiting around PsH [91].

2.1 PsH Wavefunction

The wavefunction we use for the bound state has a Hylleraas-style [57, 92] set of terms,
given by

N(w)
==Y ot (2.1a)
i=1
¢ = (1 + P3)h; (2.1b)
¢; = e_(“’1+ﬁr2+7r3)rk rh r;”zlrglrf’srgg, (2.1¢0)

where the plus sign indicates the spatially symmetric singlet case, and the minus sign
indicates the spatially antisymmetric triplet case. The permutation operator Pp3 is needed,
as the two electrons are indistinguishable. The \% needed to normalize Y (to cancel out
the 2 in Equatlon (2.14)) is absorbed into the c; constant in Equation (2.1a). The constant
Y3(6,9) = T is also absorbed into c;. The Hylleraas-type basis set satisfies the Kato
cusp condition [93] well [55].

The variable w is an integer > 0 that determines the number of terms in the basis set.
For a chosen value of w, the integer powers of r; and r;; are constructed in such a way that
[57]

ki+li+mi+n+pi+q <w, (2.2)
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Figure 2.1: Positronium hydride coordinate system

with all k;, I;, m;, n;, g; and p; > 0. Using combination with repetition, an explicit formula

for N(w) is given as
N(w) = (w ;- 6) , (2.3)

where the 6 comes from the 6 coordinates of r; and r;;. A plot of N (w) versus w is given
in Figure 2.2.

2.2 Rayleigh-Ritz Variational Method

The Rayleigh-Ritz variational method is given as the functional [43]

(Y|H|Y)
El¥] = —go" (2.4)
(F1Y)
This provides an upper bound to the ground-state energy, Ey. In other words,
Eo < E[¥]. (2.5)

Equation (2.4) can be rewritten in matrix notation as a generalized eigenvalue problem
[94]
Hc = ESc, (2.6)

where

Hij = ($: [H| ¢;), Sij = (Pi | $;) , (2.7)
and c is the vector of coefficients for the wavefunction ¥. The normalization here is
unimportant due to the division in Equation (2.4) and the form of Equation (2.6).
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Figure 2.2: N(w) versus w

For PsH, the non-relativistic Hamiltonian is

1 1 1 1 1 1 1 1 1
H=--V2 —-V2 - V2 + — - -~ — — 4+ —. 2.8
2Vn 3 Vn Zvr3+r1 r2 T3 T2 T3 Jrst 29
The Laplacians in Equation (2.8) are complicated when applied to the ¢; function. We
exploit the short-range nature of ¢; and ¢; by using integration by parts, similar to equation
(3.21) of Armour and Humberston [55].

3
~ [0 (VA4 V4 VE) gyt = [ Y V- Vgydr 29)
I=1

The differential d7 represents the 9-dimensional configuration space given by rq, 5, and
r3 (see Appendix A). This expression is simpler than applying the Laplacian operators
directly to ¢;, and the summation is given by the following expression (a full derivation is
given on the research Wiki [4]):

3
& Y

Y Vi Vi, :4’i¢j{ (0 + B>+ %) - Z(ki + ki) — %(li +1;) + a(ni + 1)
I=1

kik]‘ lil]' nin; n Zmimj n Zpip]' N Zqiqj

noor 3, ;1
r2 4+ 12, — 12
L2 2 [_0‘7’1(7’”1‘ + m]‘) + (kim]' + kjmi)]

33

2rar?,
2.2 2
rmt+rs—r
A [an(pi+ py) + (kipj + Kypi)]
"3
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This is similar to the forms given in Refs. [55, 95]. The S-wave code also has an alternate
formalism using the Laplacian, as given in Ref. [60].

The full expression for H;; from Equation (2.7) for real-valued ¢ after using Equa-
tions (2.8) and (2.9) is then

1 1 1 1

(¢i |H| ¢;) = / [ sz Vi §j + (1 ——————— — + )m]dr

rp ¥z ¥ 13 123
(2.11)

To reduce the number of integrations needed by half, we use a property of the permutation
operator. Since

(@i [H| ¢j) = (Posi |H| Pasp;) (2.12)
and

(¢i |H| Paagp;) = (Poagpi |H| §;), (2.13)
Equation (2.11) becomes

(1 Pya)gi [H| (1 Pos)gj) = (¢i [H| ¢j) + (Paai |H]| )

+ (¢i [H| Posgj) + (Psgi | H| Paspy) (2.14a)
2 (g1 [H] ¢5) % (Poss |H] )] (2.14b)
=2 [(¢i [H|¢;) + (¢: [H| Pagy)] - (2.14c)
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w Terms « B v  Total Energy (a.u.) Binding Energy (eV) AE (a.u.)

0 1 0.60 0.60 1.00 —0.541492 378 889 — —

1 7 0.60 0.60 1.00 —0.744 334244165 — 0-202841865276
2 28 0.60 060 1.00 —0.778357106972  0.771636 156726  0-034022862807
3 84 0.60 0.60 1.00 —0.786 807 448 395 1.001 581 651 009 0-008450341423
4 210 0.60 0.60 1.00 —0.788 685563 109 1.052 687 753 648 0-001878114714
5 462 0.60 0.60 1.00 —0.789 082 645 582 1.063492917716  0-000397082473
6 916 0.60 0.60 1.00 —0.789 169 509 836 1.065 856 614384  0-000086864254
7 1585 0.60 0.60 1.00 —0.789 189 568 390 1.066 402 435 425 0-000020058554
8§ 1925 0.60 0.60 1.00 —0.789194 559 324 1.066 538 245 640 0-000004990934
9 2166 0.60 0.60 1.00 —0.789 195 830870 1.066 572 846182  0-000001271546
10 2205 0.60 0.60 1.00 —0.789 196 323586 1.066 586 253 647  0-000000492716
11 1674 058 0.60 1.00 —0.789 196 284 600 1.066 585 192 793 —0-000000038986

Table 2.1: Ground state energy of PsH

2.3 Results

The binding energy (also known as the dissociation energy) is given by Ref. [96] as

3
Ed == —E1 — — a.u.

: (2.15)

The —% comes from adding the ground state energies of Ps and H. If the PsH system
has a lower energy than — ?I, the system is bound. Using the accurate Bubin and Adamow-

icz energy in Table 2.4, this gives that 'S PsH is stable against dissociation into Ps and H
by 0.039 196 765 251 au or 1.066 598 271 959 eV.

2.3.1 Bound State: Singlet

The original double precision PsH code was run for a simple choice of the nonlinear
parameters &, B and . During these initial runs, LAPACK returned valid energies through
w = 5. With the w = 6 runs, it had trouble using the full 924 terms, with dsygv giving
an error. Using Todd’s algorithm (Section 4.1.3), this code returned a usable 916 terms
for w = 6, as given in Table 2.1. The original code worked well through w = 10, but
going from w = 9 to w = 10 only added an additional 39 terms. The run for w = 11 was
obviously a problem, since it gave less terms than w = 10 and a higher energy, even when
changing the « parameter slightly.
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w Terms o B 0% Total Energy (a.u.) Binding Energy (eV) AE (a.u.)

0 1 0.586 0.580 1.093 -0.558977 058 051 — —

1 0.586 0.580 1.093 -0.744 698 936 920 — 0.185 721 878 869
2 28 0.586 0.580 1.093 -0.778 246 602 473 0.768 629 176 247 0.033 547 665 553
3 84 0.586 0.580 1.093 -0.786 743703 126 0.999 847 053 924 0.008 497 100 653
4 210  0.586 0.580 1.093 -0.788 672801 036 1.052 340 479 962 0.001 929 097 910
5 462 0586 0.580 1.093 -0.789 082 645 582 1.063 460 197 197 0.000 409 844 546
6 924  0.586 0.580 1.093 -0.789 169 509 836 1.065 861 354 038 0.000 086 864 254
7 1716 0586 0.580 1.093 -0.789 189 730 694 1.066 406 851 931 0.000 020 220 858

Table 2.2: Ground state energy of 'S PsH with full set of terms and original ordering

w Terms o B 0% Total Energy (a.u.) Binding Energy (eV) AE (a.u.)

0 0.586 0.580 1.093 -0.558 977 058 051 — —

1 5 0.586 0.580 1.093 -0.718 445 865 883 — 0.159 468 807 832
2 25 0.586 0.580 1.093 -0.776 355701 568 0.717 175 143 631 0.057 909 835 685
3 77 0.586 0.580 1.093 -0.786 645 720 870 0.997 180 821 018 0.010 290 019 302
4 199 0586 0.580 1.093 -0.788 665 304 510 1.052 136 489 091 0.002 019 583 640
5 436 0586 0.580 1.093 -0.789 080 739 334 1.063 441 046 057  0.000 415 434 824
6 856 058 0580 1.093 -0.789 169 644174 1.065 860 269 913 0.000 088 904 841
7 1505 0.586 0.580 1.093 -0.789 189 725 050 1.066 406 698 333 0.000 020 080 875

Table 2.3: Ground state energy of 'S PsH with Todd set of terms and original ordering

The next and current version of the code uses quadruple precision and is able to do full
runs through w = 8 without omitting terms (not shown in Table 2.2). Linear dependence is
also decreased when the nonlinear parameters are different (Appendix C.1 for parameter
optimization). The Ps-H scattering problem (Chapter 5) is more difficult, so a run with
w = 7 is all that is needed. Table 2.2 shows the PsH energies through w = 7 for the full
set of terms described by Equation (2.2).

As described later in Section 4.3, we cannot use the full 1716 terms for the Ps-H scat-
tering problem. Table 2.3 gives the ground state energies using the restricted set of terms
using Todd’s method with the original ordering. The cutoffs in w are easily seen using the
ViewOmegaCutoffs.py script (Appendix D).
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Total Binding
Group / Method Terms Energy (au) Energy (eV)

Current work / Variational Hylleraas (w = 7) 1505 -0.789 189 725 1.066 406 705
Frolov (2010) [97] / Semi-exponential 84 -0.788 516 419* 1.048 085 11
Bubin (2006) [80] / ECGs variational 5000 -0.789 196 765 251*  1.066 598 271 959
Bubin (2006) [80] / ECGs variational® 5000 -0.788 870 710 444* 1.057 725 869 06
Mitroy (2006) [98] / ECGs with SVM 1800  -0.789 196 740* 1.066 597 58
Chiesa (2004) [99] / Quantum Monte Carlo — -0.784 620* 0.942 058
Bubin (2004) [100] / ECGs"* 3200 -0.788 870 706 6* 1.057 725 764
Van Reeth (2003) [57] / Variational Hylleraas (w =6) 721  -0.789 156 1.065 5*
Bressanini (2003) [81] / Variational Monte Carlo 1 -0.786 073* 0.981 596
Saito (2003) [101] / CI 13230 -0.786 793* 1.001 19
Bromley (2001) [85] / CI 95324 -0.786 776 1* 1.000 729
Saito (2000) [83] / Hylleraas 396  -0.788 951* 1.059 91
Bromley (2000) [102] / CI — -0.784 301 8* 0.933 399 5
Yan (1999) [92] / Variational Hylleraas (w = 12) 5741  -0.789 196 705 1* 1.066 596 635
Yan (1999) [92] / Variational Hylleraas (w — o) — -0.789 196 714 7* 1.066 596 896
Yan (1999) [103] / Variational Hylleraas® 4705 -0.788 853 107* 1.057 246 85
Ryzhikh (1999) [104] / ECGs 750  -0.789 196 0* 1.066 577
Adhikari (1999) [68] / Five-state CC — -0.788 6 1.05*
Mella (1999) [105] / DMC — -0.789 15* 1.065 3
Ryzhikh (1998) [106] / ECGs with SVM 500 -0.789 194 4* 1.066 534
Strasburger (1998) [107] / ECGs 332 -0.789 185* 1.066 278
Bressanini (1998) [108] / DMC — -0.789 175* 1.066 01
Jiang (1998) [109] / DMC — -0.789 18* 1.066 1
Jiang (1998) [109] / Variational Monte Carlo 1 -0.777 4* 0.745 6
Le Sech (1998) [110] / Variational Monte Carlo 1 -0.772 3* 0.606 8
Usukura (1998) [111] / ECGs with SVM 1600  -0.789 196 553 6* 1.066 592 513
Frolov (1997) [112] / James-Coolidge variational 924  -0.789 136 9* 1.064 969
Frolov (1997) [112] / James-Coolidge variational — -0.789 181 8* 1.066 191
Frolov (1997) [82] / Kolesnikov-Tarasov variational — -0.789 179 4* 1.066 126
Frolov (1997) [82] / Kolesnikov-Tarasov variational” — -0.788 853 4* 1.057 254
Ryzhikh (1997) [113] / SVM 400  -0.789 183* 1.066 22
Yoshida (1996) [114] / DMC — -0.789 1* 1.06*

Continued on next page

Table 2.4: Positronium hydride energy values. Starred values are the reported values.
Unstarred values are obtained by using the conversion factor given in Section 1.7. Results
marked by ? take into account the finite mass correction.
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Dissociation Binding

Group / Method Terms Energy (au) Energy (eV)
Saito (1995) [115] / Hylleraas — -0.774 71* 0.672 39
Saito (1995) [116] / Restricted Hartree-Fock — -0.776 0.70*
Strasburger (1995) [117] / CI — -0.763 7* 0.372 8
Strasburger (1995) [117] / SCF — -0.666 9* -2.261
Schrader (1992) [79] / Experiment — -0.790 1.1+0.2
Ho (1986) [84] / Variational with Hylleraas 396  -0.788 945* 1.059 75
Maruyama (1985) [101, 118] / Hylleraas — -0.788 211~ 1.039 77
Ho (1978) [119] / Variational with Hylleraas 210  -0.787 525* 1.021 12*
Clary (1976) [120] / Variational 67 -0.784 161* 0.929 568
Page (1974) [96] / Variational 70 -0.786 79* 1.00 11
Navin (1974) [121] / Variational 17 -0.779 2* 0.794 6
Houston (1973) [122] / Variational 56 -0.774 7* 0.672 5
Lebeda (1969) [123] / Variational 12 -0.774 2* 0.658 5
Ludwig (1966) [124] / Configuration interaction 9 -0.759 0* 0.2449
Goldanskii (1964) [120, 125] / — — -0.667 7* -2.2395
Neamtan (1962) [126] / Variational exponential 2 -0.758 4* 0.228 6
Ore (1951) [78] / Variational exponential 2 -0.752 51* 0.068 301
Walters (2004) [72] / CC 14Ps14H + H™ — -0.787 9 1.03*
Walters (2004) [72] / CC 9Ps9H + H™ — -0.787 5 1.02*
Blackwood (2002) [70] / CC 14Ps14H — -0.786 5 0.994*
Blackwood (2002) [70] / CC 9Ps9H — -0.785 4 0.963*
Blackwood (2002) [71] / CC 22Ps1H + H™ — -0.781 2 0.850*
Campbell (1998) [67] / CC 22Ps1H — -0.773 3 0.634*

Table 2.4: Continued from previous page. Positronium hydride energy values. Starred
values are the reported values. Unstarred values are obtained by using the conversion
factor given in Section 1.7. Results marked by “ take into account the finite mass correction.

There have been a large number of calculations of the PsH binding energy over the
years, starting with Ore’s prediction in 1951 that PsH could exist [78]. As computing
power increased, using a Hylleraas-type basis set with hundreds or even thousands of
terms became possible [57, 84, 92, 119]. The Hylleraas-type results were the most accurate
until very accurate ECG results from Mitroy [98] and Bubin and Adamowicz [80, 100]. The
ECGs do not satisfy the Kato cusp condition [93], but good optimization of the basis set
can give good results [127].
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Another paper by Frolov [97] is more of an introduction of a modified basis set to this
problem, showing how only 84 terms gives a better energy than a much larger Hylleraas
set. Yan and Ho [92] use a Hylleraas basis set with 5 sectors that each have different
nonlinear parameters. Frolov’s work essentially uses the same basis set but gives each
term its own set of nonlinear parameters, optimizing all of them simultaneously.

The last six entries of this table give the CC results of the Belfast group. These are
grouped together to show how different states and pseudostates in the CC calculations
can give better approximations to the binding energy. It is particularly clear that adding
the H™ channel vastly improves the accuracy.

The Hylleraas binding energy from our work in the first line of the table compares well
with the accurate energies of Refs. [80, 92, 98], but it is not as accurate of a calculation. The
purpose of doing the PsH calculation was not to get the best result but to test how well
the short- range terms for Ps-H scattering represent the short-range interactions. Based
on Table 2.4, the short-range interactions are described well. This also gave experience
working with the Hylleraas basis set, and finding the PsH energy is a simpler problem
than Ps-H scattering.

2.3.2 Triplet Energy Eigenvalues

Our code does not predict a triplet bound state. Mitroy and Bromley have published a pa-
per [128] claiming a stable triplet bound state, but our code does not have the appropriate
type of wavefunction to see this, since it is for a H(2p) + Ps(2p) state. They also use a very
large configuration interaction basis, and this bound state is very shallow.

Despite not predicting a bound state, we run the energy eigenvalue code for the triplet
so that we can use this for the short-range terms for the scattering programs. The triplet
case was more sensitive to the accuracy of the matrix elements. Changing the energy
eigenvalue code to quadruple precision let us use more short-range terms in our calcula-
tions.

Similar to the singlet, we cannot use the full 1716 terms for the Ps-H scattering prob-
lem. Table 2.6 gives the energy eigenvalues using the restricted set of terms using Todd’s
method with original ordering.

2.4 Stabilization

Hazi and Taylor [129] introduced the concept of stabilization plots to PsH bound state
calculations. Specifically, they plotted the four lowest eigenvalues with respect to N and
looked for avoided crossings. A resonance only exists if there is an avoided crossing
between eigenvalues. The avoided crossing that they found at 0.428 985au (or 5.8366 eV
as shown in Table 5.3) corresponds roughly with the first 'S resonance. Van Reeth and
Humberston [58] also did an analysis of stabilized eigenvalues but with the same type of
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w Terms o B 0% Total Energy (a.u.) AE (a.u.)

0 1 0.323 0.334 0.975 -0.500 031 146 247 —

1 0.323 0.334 0975 -0.623725636031 0.123 694 489 784
2 28 0.323 0.334 0975 -0.679176 805541 0.055451 169 510
3 8  0.323 0334 0975 -0.710407 818871 0.031 231 013 330
4 210 0.323 0334 0975 -0.727102619903 0.016 694 801 032
5 462 0.323 0.334 0.975 -0.735860693 040 0.008 758 073 137
6 924 0323 0.334 0975 -0.740622381908 0.004 761 688 868
7 1716 0323 0.334 0975 -0.743 386 825704 0.002 764 443 796

Table 2.5: Eigenvalues of 3S with full set of terms and original ordering

w Terms o B 0% Total Energy (a.u.) AE (a.u.)

0 1 0.323 0.334 0.975 -0.500 031 146 247 —

1 7 0.323 0.334 0975 -0.623725636031 0.123 694 489 784
2 27  0.323 0.334 0975 -0.679173 632477 0.055 447 996 446
3 81 0.323 0.334 0975 -0.710405 860558 0.031 232 228 081
4 201 0323 0334 0975 -0.727100988 826 0.016 695 128 267
5 432 0323 0.334 0975 -0.735860470972 0.008 759 482 146
6 854 0323 0.334 0975 -0.740622201811 0.004 761 730 840
7 1633 0323 0.334 0975 -0.743386893723 0.002 764 691 911

Table 2.6: Eigenvalues of 3S with Todd set of terms and original ordering
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E (eV) of IS

0 200 400 600 800 1000 1200 1400
N (number of short-range terms)
Figure 2.3: 1S eigenvalues. The dashed line represents the Ps(n=2) threshold. Dotted lines
represent complex Kohn !S resonance positions. The red rectangles are potential avoided
crossings.

basis set that we use.

Plotting the first 10 eigenvalues with respect to N for 'S gives Figure 2.3. As noted,
the dashed line represents the Ps(n=2) inelastic threshold at 5.102eV. The dotted lines
correspond to the first two complex Kohn 'S resonance positions given in Table 5.3. The
wavefunction we use is not optimized for this type of analysis, but there is evidence of
avoided crossings given by the red rectangles in Figure 2.3. The position of the plateau
in between these rectangles corresponds relatively well with the first resonance position,
LER, we find in Table 5.3 from the full scattering calculations in Chapter 5. The line for
the second resonance lines up with the 5th eigenvalue from roughly 700 to 900 terms and
with the 6th eigenvalue starting at about 1250 terms. The estimates of the two resonance
positions are 3.99eV and 5.03eV.

Van Reeth and Humberston [58] had difficulty doing the same type of stabilization
with these Hylleraas-type terms. Other wavefunctions or stabilization methods may work
better for this system. For instance, Yan and Ho [130] vary a scaling factor and plot the
eigenvalue energies with respect to this.

Figure 2.4 shows the same type of stabilization plot for 3S. It is clear that below the
Ps(n=2) threshold, there are no avoided crossings, meaning that there are no resonances
in the S-wave triplet for this energy range.
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E (eV) of 3S

0 260 460 660 860 1600 12b0 1400
N (number of short-range terms)

Figure 2.4: 3S eigenvalues. The dashed line represents the Ps(n=2) threshold.

0 200 400 600 800 1000
N (number of short-range terms)

Figure 2.5: IP eigenvalues for first symmetry only. The dashed line represents the Ps(n=2)
threshold. Dotted lines represent complex Kohn 'P resonance positions.

19



0 200 400 600 800 1000
N (number of short-range terms)

Figure 2.6: 3P eigenvalues for first symmetry only. The dashed line represents the Ps(n=2)
threshold.

Figures 2.5 and 2.6 show the stabilization plots for the P-wave eigenvalues when only
the first symmetry (see Section 6.1) is evaluated. In Figure 2.6, linear dependence becomes
a problem at 957 terms; hence there is an extra eigenvalue below zero, which is not actually
indicative of a bound state.

In Figure 2.5, there is evidence of avoided crossings for the first resonance marked
by the red rectangles. The second avoided crossing is barely noticeable. Taking the fifth
eigenvalue at 800 terms gives 4.44 eV, which is not very much in line with the accurate
calculations shown in Table 6.3, including the complex Kohn. The second resonance is
above the Ps(n=2) threshold here, making it physically different from the actual resonance.

Figures 2.7 and 2.8 are also for the P-wave, but they use both the first and second
symmetries paired. So each term number given on the x-axis is actually two terms, i.e.
N = 200 is a total of 400 short-range terms, 200 of the first symmetry and 200 of the second
symmetry.

In Figure 2.7, the first resonance position lines up relatively well with the full scattering
calculations. The second resonance is a narrow resonance, and there is an avoided crossing
enclosed in the dashed blue rectangle. The approximate position of the resonances are
taken as the fifth and sixth eigenvalues at 1000 terms, which are tabulated in Table 2.7 and
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0 200 400 600 800 1000

N (number of short-range terms)
Figure 2.7: IP eigenvalues for both symmetries. The dashed line represents the Ps(n=2)
threshold. Dotted horizontal lines represent complex Kohn P resonance positions. The
approximate avoided crossings are denoted by rectangles.

E (eV) of °P

0 200 400 600 800

1000
N (number of short-range terms)

Figure 2.8: 3P eigenvalues for both symmetries. The dashed line represents the Ps(n=2)
threshold.
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E (eV) of 1D

0 200 400 600 800
N (number of short-range terms)

Figure 2.9: 1D eigenvalues for first symmetry only. The dashed line represents the Ps(n=2)
threshold. The dotted line represents the complex Kohn !D resonance position.

E (eV) of °D

0 200 400 600 800
N (number of short-range terms)

Figure 2.10: °D eigenvalues for first symmetry only. The dashed line represents the Ps(n=2)
threshold.
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E (eV) of 1D

0 200 400 600 800
N (number of short-range terms)

Figure 2.11: !D eigenvalues for both symmetries. The dashed line represents the Ps(n=2)
threshold. The dotted line represents the complex Kohn !D resonance position.

E (eV) of °D

-

0 200 400 600 800
N (number of short-range terms)

Figure 2.12: 3D eigenvalues for both symmetries. The dashed line represents the Ps(n=2)
threshold.
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Partial wave !'Er 2Egx

1g 3.99 5.03
lp 428 499
D 473 —

Table 2.7: Approximate resonance positions found using stabilization method

can be compared to the full complex Kohn calculation in Table 6.3.

To complete the discussion for resonances below the inelastic threshold, the D-wave
stabilization plots for the first symmetry only are in Figures 2.9 and 2.10. Compared to
Figures 2.11 and 2.12, the first symmetry obviously is not enough to adequately describe
the system. There is only one resonance before the threshold, and the fifth eigenvalue is
taken at 924 paired terms in Table 2.7.

Table 2.7 gives the resonance positions found using the stabilization method. Despite
the fact that this stabilization method does not give very accurate resonance positions in
this work, we can learn some things from these. First, we can determine the number of
resonances before the Ps(n=2) threshold and where to look for them in the full complex
Kohn calculations. Secondly, the triplet states do not have resonances before this threshold
for any of these partial waves. Lastly, for £ > 0, both the first and second symmetries are
needed to accurately describe the system. The first symmetry alone cannot adequately
describe the P-wave and D-wave.
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Scattering Theory

As mentioned in the introduction, the Kohn variational method and its variants have
been used for many types of systems. This chapter discusses the trial wavefunction
used, derives the Kohn-type variational methods, and applies them to this system.

3.1 General Wavefunction

The applications of the Kohn, inverse Kohn, complex Kohn for the S-matrix and T-matrix,
generalized Kohn, and generalized complex Kohn for the S-matrix and T-matrix to the
trial wavefunctions for each of the partial waves through the H-wave are all very similar
in form. The trial wavefunctions for the partial waves (Equations (5.1), (6.1) and (7.1)) can
be written in a general form as

B _ N(w)
Y =S +L"Co+ Y i (3.1)
i=1
We only consider the Ps(1s)+H(1s) system for energies up to the excitation threshold of
Ps(n=2)+H(1s), which is at an energy of 13—6 a.u. (5.102 eV) [56]. The coordinate system
used is the same as in Figure 2.1.

To avoid confusion with th’t here and £ in Equation (3.16), since the orbital angular
momentum ¢ of the incoming Ps is the same as the total angular momentum L, we use ¢
to indicate the partial wave.

The short-range ¢; terms can represent terms of different symmetries, such as the ¢y;
and ¢,; of the P-wave in Equation (6.1). The only requirement in this derivation is that

these are Hylleraas-type short-range terms. In addition to letting the S; and C; represent
the Sy and C, for the different partial waves, we can define them in such a way as to use
multiple Kohn methods (Kohn, inverse Kohn, etc.). We begin by defining a matrix u which

satisfies N ) i
Se| —u|Se| = |Ho0 uor| |Sef (3.2)
Cy Cy up U1l

Ce
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This notation is similar to that of Lucchese [53] and Cooper et al. [54]. From this, it can
easily be seen that

§g = uoogg + qu (3.3a)
Eg = ulogg + u11Cg. (3.3b)

We define . ,
S)=—(Sy£S5))and C; = —(C, = C)), 3.4
¢ \/E( IET) ¢ \/E( ES®) (3.4)

where

SZ = PzgSg and CZ = P23Cg. (3.5)

The general form for the long-range terms S, and Cy is
Se =Y{ (00, @p) Prs(r12) Pr(rs) V2x jio(xp) (3.6a)
Co = =Y (60, 9p) Prs(r12) Pra(r3) V2 () fo(p). (3.6b)

The Y} (6,, ¢,) are the spherical harmonics, j,(kp) are the spherical Bessel functions, and
ny(xp) are the spherical Neumann functions. These are all given in Appendix B.1 through
¢ = 5. Ops(r1p) and Pyy(r3) are the Ps and H ground state wavefunctions given in Equa-
tions (1.1) and (1.2).

The shielding function, f;, removes the singularity at the origin due to the spherical
Neumann function, n,. The form that we have chosen for this is

filp) = [1— e (14 %p)}me. (3.7)

At a minimum, m, is chosen so that C; behaves like Sy as p — 0. For more discussion
of this, see Appendix B.6. The values used for the different partial waves are given in
Table C.13. Prior work [57] used a slightly simpler shielding function for the S-wave of

flo) =1 —e ). (3.8)

Note that their paper is missing the negative sign in the exponential.

The Hylleraas-type short-range terms are similar to that used in Equation (2.1), again
with k; + I; + m; + n; + p; + q; < w (Equation (2.2)). These are chosen to have two sym-
metries, one with a prefactor of { and the other with a prefactor of r5. The prefactors are

included so that the correct asymptotic form of ‘I"zt’t ~ r,f at the origin follows [131, p.87].
The first and second symmetries are given respectively by

P1i = (14 Po3) Y (01, 1) e (@rntPratars) Kyl i iy Pi e (3.9a)
_ ki 1
$oj = (14 P3) Y{ (62, 92) e (anth rﬁm)réﬁjrzj "2 r3]rférg’3 (3.9b)

From Refs. [95, 132], the D-wave and higher can have additional symmetries where
the angular momentum is shared between the Ps and H. From these references, we see
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that there are a possible £ + 1 sets of short-range terms for each partial wave. We do not
consider these mixed terms in this work (see Section 7.5).

The S-wave has only a single symmetry, so ¢; is a single set of terms. Similar to
Section 2.1, the % is absorbed into c;y. The full S-wave trial wavefunction can be written
as

_ _ N(w)
Yo' =So+ Ly Cot+ Y ciofir- (3.10)
i=1
For the P-wave and higher (¢ > 0),
_ _ N(w) 2N(w)
Y =S+ L Co+ Y cupn+ Y, dudi (3.11)
i=1 i=N(w)+1

The symbols p and p’ are defined as (refer to Figure 2.1 and Appendix B.2)

1

p= 5 (r1+m) (3.12a)
1

p = 5 (r1+73). (3.12b)

3.2 General Kohn Principle Derivation

Much of this derivation is similar to that in Peter Van Reeth’s thesis [95] but is for single
channel scattering and also generalized to a variety of Kohn-type variational methods. His
thesis covers the Kohn and inverse Kohn methods for two channel e™-He scattering. For
this derivation, I will use Equation (3.1) but drop the short-range ¢! terms. The derivation
follows through the same with these terms, but it is clearer to ignore them here. Likewise,
we only consider the direct terms here, unless otherwise specified. The final result of this
section applies equally well to both the direct and exchanged terms.
The kinetic energy for Ps is

k2 k2 1,
En—ﬁ—%—zK, (313)

where « is the momentum of the Ps atom. Including this in the total energy with the
ground-state energies of H and Ps, Eg and Ep, gives

1 1 1, 3 1,

The functional I, is defined as [133]
1) = (Yi'|£[¥}) = (¥}, £¥)) = / ¥ LY dr, (3.15)
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where the operator L is given by
L=2(H—-E). (3.16)
Note that the exact wavefunction ¥y solves the Schrodinger equation, giving
I[¥,] =0. (3.17)

Normally, the bra in bra-ket notation is conjugated, but as noted by Refs. [53, 54, 134], the
bra is not conjugated for the Kohn-type variational methods.
The trial wavefunction is related to the exact solution by

Y, =%+ 6%, (3.18)
The variation of I is
81y = I,[¥)] — L [¥4]
= I,[¥, + 0¥, — I,[¥/]
= (Yo, LY) + (Yo, LOYy) + (6, LF) + (6, LY) — (Yo, LY ). (3.19)
The first and last terms are equal to 0, by virtue of Equation (3.17).
We define 41; as
8l =81, — (6%, L5Yy). (3.20)
Since LY, =0,
(0%0, L¥,) = — (%0, L¥y), (3.21)

which combined with the definition of £ from Equation (3.16), allows us to write the above
equation as
8y =2 (Yy, (H—E)é¥,) —2 (6%, (H—E)Y¥y). (3.22)

The Hamiltonian for the fundamental Coulombic system is

1 1 1
H=—-V2 - V2 - V2 4~~~ — _ . 2
Zv’“1 Zvr2 2vT3+71 rp 13 T2 713+723 (3.23)

The Hamiltonian can also be expressed in terms of other variables in Jacobi coordinates as
1
_ 2 2 2
H —va—zvr3—vru+a————————+— (3-24)

and for the permuted version,

1
H=— Vo —oVo = Vit —————— —+—. (3.25)
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Substituting the second form of H in Equation (3.22) and using the total energy from
Equation (3.14) gives

1 1 1 1 1
/ 2 2 2
(514—2///1{[6 [_va_ivr3_vrlz+1’_____
Vi2 V3 Lp

1 1 1

1
— — — — 4+ — —Ey—Eps— =% 0¥, dt,dv,.d
a1 + s H Ps 47(} 0 ATpA T3 ATy,

1 1 1 1 1

) Y, | Ve v/ v - - =

///(5 €|: 4vp 2vr3 VT12+71 o r3
Vo V3 Vp

1 1 1 1
- 4 = _Fy—Ep.— 2| Y,drdT..dT,.. 3.26
T + - H Ps 47{} ¢ dTpd T, d Ty, (3.26)

The H and Ps equations are respectively (for large values of p)
1, 1
——VT3 - — CI)H(1’3) = EHCI)H(Vg) (3.27a)
2 r3

1
(—Viu - a) ®ps(r12) = EpsPps(r12). (3.27b)

Realizing then that the Hamiltonians for H and Ps are given by

1, 1
HH = — EVW - a (32861)
— vz ] 3.28b
Hpy ==V, =1, (3.28D)
and rearranging terms, Equation (3.26) becomes
1
5l = —5 / / / [Tgvi, 5¥, — 8%, V2¥,| dr,dv,d,,
Via V3 V
1 1 1 1 1
+2 / //‘fg Hy+ Hps+ — — — — — + — — Eyy — Eps — ~12| 6%, dt,d1,,dTs,,
no T2 T3 123 4
Via V3 V,
1 1 1 1 1,
-2 / //5Tg {HH + Hps + Z — a — a + a — Ey — Eps — ZLK } ngTpdTr3dTrlz.
Via V3 V,
(3.29)

From Green'’s theorem,

(¥

vi,‘(s‘@ — {s%; ] vf,“@ - / / / Y V2 Y, — 6¥, V2| dr, dTiadrs
V3 Vi Vp
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- / // [vapd‘y_é‘yévplfd 'da'pd’l.'ud‘fg,.
V3 V12 Sp
(3.30)

Sp is the surface at p — c0. Due to the exponential form of ®p,(r12) and Py (r3) given in
Equations (1.1) and (1.2), the last two lines of Equation (3.29) cancel each other.

Since we are only considering the direct terms in Equation (3.1) so far, let us define a
direct term only version of Equation (3.3) with

Sa = uooSe + ugCy (3.31a)
éd = u19Sy + u11Cy. (3.31b)

From Equation (3.18) and Equation (3.1),
¥ =¥, — ¥, = (S +LCy) — (Sqy+ Ly Cy) = (Lh — Ly)Cy. (3.32)
Substituting this into Equation (3.29) with Equation (3.30),

1 _ _ o _ _
oty = 5Ly = L) [ [ [ [Gi+ LeC)VCa = CaVp(Sa+LiCy)] - dorpdtiads

2
Via V3 Sp
(3.33)

From Equations (3.6) and (B.23a), to first order, the gradient acting on §d and C; in
Equation (3.3) gives

V,Sq ~ « [110Cy — 11015¢] p (3.34a)

VpCd ~ K [ung — unSg] ﬁ (3.34b)

Substituting this into Equation (3.33) and dropping the dot product, since the surface
elements are in the same direction as p, this becomes

. N _
0L ~ —5(Ly — Ly) / // {(Sd + Ly Cq)re(10Co — u115¢)

Via V3 S,

— Car [(100Cy — o1 S¢) + Ly(110Cy — u1154)]} dopdTipdTs.  (3.35)

Omitting terms quadratic in L, or L}, including L}L,,

1 ~ -
oIy ~ —EK(LZ —Ly) / // [Sd(”locﬁ —u11S¢) — Cy(uooCy — M015£)] dopdTipd T3
Vi2 V3 Sp
1 _ _ _ _
= —EK(LZ — Lg) / // [SdumCé — Sdullsg — Cduo()Cg + Cdumsg} dO'pdT12dT3
Via Vs $,
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1
= —EK(LZ —Ly) / // [Moouwsecé + ugu10C; — uoot11Sy — uoru11CrSe
Via V5 S,

2 2
—u1o00S¢Cp — U110 Cy + U10t01S] + ”11”01C€S€] dopdTiodTs

1
= —EK(LZ —Ly) / //(”10”01 — Ugol11) (5% + C%) dopdT1dTs
Via Vs 8,

— %K(Lg ;) detu / / / (8% +C2) dopdripds. (3.36)

The rest of this derivation considers only the direct terms. The final result applies as
well when the exchanged terms are included. Since we are considering the surface as
p — oo, fy(p) in Equation (3.6b) becomes 1. Then from Equation (3.6),

S2+ C2 =Y (8, @) s (r12)” @t (r3)” (26) [foip) +me(xp)’| . (337)

The asymptotic forms of j, and 1y as p — oo are given by [135, p.729]

. 1 . nri
je(xp) ~ o Sn (Kp - 7) (3.38a)
1 nri
ne(kp) ~ p” cos (Kp - 7) : (3.38b)
As p — oo,
1
2+ C2 ~ Y2 (6, 90)” ©ps (r12)” Py (13)? (ZK)Kz—pz. (3.39)

Substituting this in Equation (3.36) and expanding the do, volume element,

1 .
61, ~ k(L) — Ly) detu / / / YP (6o, (pp)2 Dp, (rlz)2 by (1*3)2 K—pzp2 sin 0,d6,d ¢, dTiod s
Vi V3 Sp

=(L}) — L;) detu / //Yg (6o, (pp)2 Pps (r12)> Py (r3)% sin 00d0ododTidTs.  (3.40)
Via Vs S,

Since the Ps and H eigenfunctions are normalized, i.e.

/‘@H(73)|2d1'3 =1 and /‘q)ps(i’lz)yzd’flz = 1, (341)
V3 Viz
we now have
1; = (L — Ly) detu [ Y0 (6, 95)° sin 8,d6,dg,. (3.42)
Sp
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The spherical harmonics are normalized so that [135, p.788]

2
[ Y0600 a2=1. (3.43)
Sp
This gives that
§I; = (L), — Ly) detu. (3.44)

From Equations (3.20) and (3.44),
SI; = (L}, — Ly) detu + (6%, L5Y)). (3.45)

This is the Kato identity [136]. For the Kohn-type variational methods, the last term is
neglected, since it is second order in §'¥,. Using the approximation 61, ~ 61, we have

6l = I,[¥Y] — I,[¥,] = (L) — Ly) detu. (3.46)

Replacing the exact Ly by the variational L} and rearranging, we finally get the general
Kohn variational method of
L) = L) — [;[Y}]/detu, (3.47)

which is correct to second-order. This was only derived using the direct terms, but the
exchange terms follow the same steps with p’ instead of p. This was also only shown
for the long-range terms, but it applies equally as well to the full wavefunction with the
short-range terms.

3.3 Application of the Kohn-Type Variational Methods

We use the general Kohn variational method (Equation (3.47)) with the full trial wavefunc-
tion to get

Ly = L — ag (S0 + 1§ Co+ L cid), L(Se + Ly Co+ L) )- (3.48)
i ]

The property of the Kohn functional that it is stationary with respect to variations in the
linear parameters [137] can be written in this case as
dLy _ dLy
aLZ aCi

= 0,wherei=1,...,N. (3.49)

Performing the first variation gives

_ oLy

0=
oL!
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o . 9 - N _ ) L

=detu—|(Sy, LCy) 4+ (Cy, LS)) + a?(LZCg, [,LZCg) + (Cg,EZCiqb,') + (Zcicpi, LCy)|.
L i i

(3.50)

The third term in brackets becomes

9~ - O R I
ﬁ(L;cg,ﬁL;cg) = (Cg,LCg)ELZ = 2(Cy, LCy) L. (3.51)
4 Y4

The last two terms of Equation (3.50) are equal to each other, and we can use Equation (3.97)
to rewrite this as

0= —2(Cy, L£Sy) —2L5(Cp, LCy) — 2 ¢i(Co, Lr). (3.52)

Rearranging gives

— (ég, Egg) = LZ(ég, ,Cép) + Zci(ég, ,Cgl_)l) (3.53)

Now we perform the variation with respect to a general c; as in Equation (3.49).

oL 5 oz =~z : aE 2 J - -
0= aC: = —[(54, Lepye) + Ly(Co, Li) + (b L8¢) + Ly, LCp) + a—ck(z cifi, L) _cify)
i j
(3.54)
Rearranging gives
— ($0,£50) = L (0, £Co) + 1 (o Lei) (355)
i
The set of linear equations in Equations (3.53) and (3.55) can be written in matrix form
as - o o o -
(Co, £C) (Co, £¢1) -+ (Cp L) -] | L] (Ce, LSy)
(01, LCe) (P, L£1) - (1, Lj) | | (41, LS,)
: : : = : : (3.56)
(¢i, LCo)  (Pi, Lp1) -+ (i, LP;) | |ci (¢i, LSy)
This matrix equation can be rewritten as
AX = —B. (3.57)
Solving this for X gives
X=-A"!B. (3.58)
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To obtain Lj from this matrix equation, we must next expand Equation (3.48).

L? = Lz—ﬁ [(gg, Egg) + LZ(gg, E&g) + Zci(gg, Lp;) + LE(&(, ﬁgg) + LZZ(Q, EE@)

LY ai(Cor @) + Lo £530) + Ly Deil@in £6) + L L eiey (B 5"_’1')]
; i i tJ
(3.59)

By substituting Equation (3.97) in for (§ 0, LC ¢), the first L@ above is canceled, leaving
~ ~ ~ ~ ~ _ ~ ~ 2, ~ ~
L) = -4 [(sg,ﬁsg) +Ly(Co, £50) + ) ci(Se, L) + Ly(Cy, £80) + Ly (Cy, LCy)
1

—+ LZ Zci(ég, ,C(]T)l'> + Zci(gﬁi, [,gg) + LZ ch’(qsi, Eég) + ZZCiCj(gl_)i, qu_)j)] .
i i i i
(3.60)

Using the following definitions of
D= [L; oL o c 1] and (3.61)

(Ce, L?'ﬂ) (Ce, L&) (Co, ﬁ;ge)
F= (‘E’a ‘CCLK) (3_57 ‘C&) ((Nﬁa ‘C‘Szf) ’ (3.62)
(Ce, LSy) (Se, L&) (Se, LS))

Equation (3.60) can be rewritten as the following matrix equation:

LY = —-1-_DFDT. (3.63)

" detu

Using Equation (3.57) in Equation (3.63) and expanding gives

A B X 0
detuly = — |XT 1 . =—(XT 1 o~
ctulj=—| ] [BT (S0, £50) 1] [ ] [BTX+(Sg,£Sg)]
= -BTX —(5,LS)), (3.64)
where L B
BTX = LZ(CK, LSy) + Zci((]_)i, ESE) (3.65)
i

A more compact way of writing Equation (3.64) is by

L7=—1 <‘I’t'0, ﬁé}) ) (3.66)

~ detu
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where %0 is the full general wavefunction in Equation (3.1) with its nonlinear parameters
optimized. Finally, to obtain the phase shifts, we use the relation given by Ref. [53] as

Ky = tandy = (ug1 + u11Lg) (1o + u1oLe) . (3.67)

The u and th’t for the various Kohn methods are described now. Note that for each
of these, detu = 1, except for the ones describing the S-matrix complex Kohn and gen-
eralized S-matrix complex Kohn. When we create the matrix in Equation (3.56), we only
calculate the matrix elements for the Kohn, along with (S;, £S,) and (Sy, LC;). Then from
the definitions in Equation (3.3), this matrix can be changed to any of the other Kohn
methods without recomputing any of the integrals.

Kohn
10
u= 3.68
[0 1] 6.69)
Ly =M\ =K (3.69)
Inverse Kohn
0 1
u= 3.70
[_1 0] 670)
Lyt =—u=—K'=-K (3.71)

Generalized Kohn

(3.72)

COST SsInNT
—sinT cosT

The generalized Kohn method is described by Cooper et al. [54, 138]. When T = 0 is
substituted in Equation (3.72) , the u-matrix for the Kohn method is generated (Equa-
tion (3.68)). Similarly, when T = 7, the u-matrix for the inverse Kohn method is generated
(Equation (3.70)).

T-matrix Complex Kohn

u= [1 O] (3.73)



L' =T, (3.74)

Lucchese [53] denotes this as £, = —7tT, but we use the definition of the T-matrix from
Bransden [139]:
Ty
K, = : 7
CT1FAT, (375

S-matrix Complex Kohn

u= [‘11 1] (3.76)
L' =-S5, (3.77)

The Lucchese [53] version of u differs from this, since he uses a different definition for
the S-matrix. The form of the S-matrix we are using is related to the K-matrix by [43]

i(1—5y)
Ky = —~——-, 3.78
¢ 1+ S / ( )
which is satisfied by the above u-matrix. Also of note is that detu = —2i instead of 1 like

most of the other Kohn methods presented here. Cooper et al. [54] use the T-matrix but
also provide a relation between the two.

Generalized T-matrix Complex Kohn

u— o costT smT (3.79)

—SINT+1COST COST +1SINT
This is a generalized form of the T-matrix complex Kohn, similar to how the generalized
Kohn works. When T = 0, this reduces to the T-matrix complex Kohn. This is also a
slightly different form than that of Cooper et al. [54], who have the real and imaginary

parts of Cy swapped.

Generalized S-matrix Complex Kohn

—icosT—sinNT —isinNT+cosT
u=| . o (3.80)
1COST —SINT 1SINT +COST

This is a generalized form of the S-matrix complex Kohn. When 7 = 0, this reduces to the
S-matrix complex Kohn.
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3.4 Matrix Elements

In this section, we examine the matrix elements of Equation (3.56). The three types of
matrix elements are short-range-short-range (short-short), short-range-long-range (short-
long) and long-range-long-range (long-long). The short-long and long-long matrix ele-
ments have a similar analysis. For these, the effect of the £ = 2(H — E) operator on the
long-range terms must be considered, and then integrations over the external angles (see
Appendix A) are performed. The remaining 6-dimensional integral is then numerically
integrated as described in Sections 4.2.1 and 4.2.2.

For all of these matrix elements, looking at the barred terms, we have 4 integrations to
perform. Using a property of the P»3 permutation operator, for a general f and g,

(f, Lg) = (f,Lg')and (f, Lg") = (f', Lg). (3.81)

The functions f and g are any of S, C; and ;. This relation allows us to reduce the number
of integrations needed by half by doing [95]

(f, £3) = (f, Lg) £ (f, L8 £ (f, L) + (f, L&) =2[(f, Lg) £ (f, Lg)].  (382)

3.4.1 Matrix Element Symmetries

Not all matrix elements in Equation (3.56) have to be calculated as presented. Some
matrix elements are identical to other matrix elements, such as (C;, £L§;) = (¢;, LCy). T

this particular case, it is much easier to calculate (¢;, £LC;) instead of (Cy, L;), due to
the complexity of operating £ on ¢; (see Equation (2.10)). We prove these claims in this
section.

These arguments follow that of Appendix A of Van Reeth’s thesis [95]. We start with
the functional

F= (g Lf)—(f Lg), (3.83)

with £ given by Equation (3.16). Using the Hamiltonian given by Equation (3.23), only
the first three terms of the above functional have to be evaluated, as the other terms go to
0 with the subtraction.

= (a™s) +(12%h) + (coa7h) + (1272s)
(g, f) (f Vrsg)

_/// —gV2 [+ fV28 — gVEf + Va8 — gVEf+ [Vig| dudndn (389)
VsV,
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Using Green’s theorem on each pair of terms,

F— / / / gV, [+ fVyg] - dodrads + / / / gV f + fVy.g] - dordridrs

V3 V2 S1 Vi V1 Sy

+ / / / gV f+ fV,g] - dosdrad . (3.85)
Vi ¥ S5

For the first pair of terms, the differential surface element contains r%. The surface we
are integrating over is at r; — o, 50 if the integrand falls off faster than r; %, the integral
vanishes, the same as the argument in Equation (3.29). The same argument applies for r3
and 3 in the second and third pairs of terms, respectively. The short-range Hylleraas-type
terms in Equation (3.9) fulfill this requirement for r1, rp, and 3, so if the matrix elements
contain ¢;, the right hand side is equal to 0. From Equation (3.83), this gives that matrix
elements with short-range terms are symmetric, or that

(i, Lj) = (B, LP) (3.86a)
(431'/ /ng) = <§£, 5431') (3.86b)
(@,£Cr) = (Co L) - (3.86¢)

From Equations (2.10), (2.11) and (3.16), the form of L¢; is very complicated, but Equa-
tions (3.86b) and (3.86¢) allow us to avoid having to operate £ on the ¢; terms.
Now if we let ¢ = Sy and f = C; in Equation (3.83),

1 / 1 ! 1 ! 1 /
F— (ﬁ [505) £ [cgicg}) - (E CixC) s [ng:Sd)
= 5 [(50,£C0) + (54, £C)) % (5, £C1) + (8}, £C))
—(Cu, LS¢) F (Cy, LSy) F (Cp, LSg) — (Cp, LS)] (3.87)

From the property of the permutation operators, (Sy, LCy) = (S}, LC}), (S}, LC;) =
(S¢, £C}), (Cy, LSy) = (S}, LCy) and (C}, LS,) = (Cy, LS)), causing the above to reduce to

F =[(S¢, LCy) — (Cr, £S0)] £ [(Se, LC)) — (CJ, L£Sy)]
=G+G. (3.88)

Using Equation (3.24) and Green’s theorem,

1
G = E / // [SEVPCZ — CngSd . dO'pdledTg,
V3 Vi2 Sp

+ / / / [ngr3Cg - Cer3Sg] -da'ngudTp
Vo V12 S3
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+2/ / / [S¢V1,C0 = CeV 1,54 - dorpdTizdT (3.89)
Vo V13 S12

As before, the Ps and H functions have an exponential dependence on r3 and rq, respec-
tively, so the second and third terms go to 0. The surface elements under consideration
at p — oo are normal to p, so we can ignore the angular dependence in V,. Then Equa-
tion (3.89) becomes

2// /( = Cfgi)!)zsmepdgpd@p AT12dT3. (3.90)
V3 Vip

Using Equation (3.6) and realizing that f, — 1 as p — oo, from the Mathematica note-
book “SLC - CLS Proof.nb” [4], we have

aCy Sy 2 2 2 2
(Se 3 - Cy ap) = EY? (60, 9p)” ©ps (r12)” Ph (13)° . (3.91)
Substituting Equation (3.91) into Equation (3.90) yields

g// %YE pI(PP) q>ps (1’12) QDH 1”3 }QZSIHQ do d(pp dTlZdT3
V3 Vi [Sp

Vs Vi Sp
= / / q)ps(ru)zq)H(?’g)szlszg, = 1, (392)
V3 Viz

which follows from the orthonormality of the spherical harmonics and the normalization
of the Ps and H wavefunctions. These, when combined in Equation (3.88), give that

(Sy, LCp) = (Cy, LSy) + 1. (3.93)

As this also applies to the permuted versions, writing this in terms of S; and Cy gives the
final relation of

(50, £C)) = (Cy, LS)) + 1. (3.94)

This can also be shown more generally for the (Sg, £Cy) and (Cy, £S,) matrix elements.
From the definitions of S ¢ and Cg in Equation (3.3),

(S0, £Cy) = ((100Ss + u01Co), L(110S, + 111Cy))
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= uoou10(Se, £S¢) + uoott11(Se, LCp) + uor10(Cp, LSy) + uorun1 (Cp, LCy).
(3.95)

Likewise,

(Co, £54) = ((u10S¢ + u11Cy), L (11005 + u01Cy))
= ulouoo(Sg, ,CSg) + M10u01(5g, ,CCg) + Mlluoo(Cg, ,CSg) —+ M111101(Cg, ,CCp)
(3.96)

Combining Equations (3.95) and (3.96) gives

(S, £Cy) — (Cy, £Sy) = [uoou10 — t10tto0] (S, £S4) + [toouns — urotior] (Se, LCy)
+[uo1t10 — u11t00] (Co, LSy) + [umuar — urnum|(Cp, LCy)
= [upou11 — ulO”Ol][( LCy) — (Cy, LSy)]

detu[(S,, LCy) — (Cy, LS))]
This is finally written as the general form of Equation (3.94), giving
(gg, Eég) = (ég, ﬁgg) + detu. (3.97)

This relation can let us obtain the (S;, £C;) matrix element from (C;, £S,), but it also
gives us a nice numerical check. I calculate these two matrix elements separately in the
long-long code and calculate their difference for the Kohn variational method. If it is close
to 1, this gives us confidence that the long-long integrations are accurate. This also allows
us to check that the difficult formulation of LC; is correct.

3.4.2 Matrix Elements Involving Long-Range Terms

The short-long and long-long matrix elements have a similar analysis. For all of these, the
effect of the £ = 2(H — E) operator on the long-range terms must be considered, and then
integrations over the external angles (see Appendix A) are performed. The remaining 6-
dimensional integral is then numerically integrated as described in Sections 4.2.1 and 4.2.2.

3.4.21 LS, Terms

The matrix elements in Equation (3.56) require us to first determine £S,. We start with
examining LSy first. Using Equations (3.6a) and (3.16),

LS, = —1V2 Vi, —2V2 E—z—g—i—i+i—2EH—2Eps—1K2
2 nt oo t2 t3 tip T3 123 2
X Y7 (80, @p) Pps (r12) Pri (r3) V2x g (icp) - (3.98)
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Since S, is independent of r3 and rq, except for the &y and Pps functions, respectively,
using Equations (3.27) and (3.28) simplifies this to
2 2 2 2 1

1 2 2 0 /
LSy = (_Evp+ " s + P 5k ) Yy (6, 9p) Pps (r12) P (73) V2K ji(xp).

(3.99)
From Appendix B.4.2, we find that Y (6,, ¢,) ji(kp) is an eigenfunction of V% with eigen-
value —x?:
2,2
2 [10 . _(—KP)PE(COSQ)__ 240 .
Vo [Ye (6. 9p) ]E(KP)] = 2P(cost) " Y7 (0o, @p) je(p)- (3.100)

Then Equation (3.99) reduces down to

(E 2 + i) Y} (60, @) Pps (r12) P (13) V2x jio(xp) (3.101)

or
2 2 2 2

LS, = (— - ——+ —) Sy. (3.102)
r Y2 1z 123

LS/ is simply the same as Equation (3.102) but with 2 <+ 3 due to the permutation
operator, or

£, = (3 2, i) s, (3.103)
rp  r3 T2 123

3.4.2.2 LC, Terms

To calculate the matrix elements in Equation (3.56) that include C, in the ket, we start by
writing a general form of LC, using Equations (3.6b) and (3.16):

_ _1 2 o2 o2 2_2_2_2_2 2_ _ _12
LC) = ( va Vrg ZV,.H + " 1 rm + s 2E — 2Ep; 2K
X Y (6p, 9p) Pps (r12) P (r3) V2 mg(xp) fo(p) (3.104)
Similar to Equation (3.99), using Equations (3.27) and (3.28) reduces this to
1, 2 2 2 2 1,
=—(—-= —— — — —+ — —2Ey —2Ep; — =
. < Vet o ra T3 " 23 " P2t )
X Y{ (0o, @) @ps (r12) Pr (r3) V2 1,(xp) fo(p). (3.105)

Unlike with LS, in Section 3.4.2.1, there is not a direct cancellation with the V% and

k2 terms, as these also operate on the shielding function f;. The combination of these
terms was calculated in the “First Partial Waves LC.nb” Mathematica notebook [1, 4] us-
ing the code given in Figure 3.1. This is for the F-wave, and replacing the /-value of 3
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Simplify [Laplacian [FunctionExpand [SphericalBesselY [3, kx p]] SphericalHarmonicY [3, 0, 6, ¢] £[p] ,
{0, 6, ¢}, "Spherical"] + K2 (FunctionExpand [SphericalBesselY [3, x p]] SphericalHarmonicY [3, 0, 6, ¢] £[p]) ] ;

1
Simplify [5 % / SphericalHarmonicY [3, 0, 6, ¢] ]

Figure 3.1: Listing of Mathematica code in “First Partial Waves LC.nb” to calculate part of
LC; for the F-wave

in SphericalBesselY allows this to be used for any partial wave. The results of these
derivations are given in each partial wave chapter through the D-wave. The full LC, for
the S-wave is shown on page 67 by substituting the 3 (V2 + «2) Y{ (6,, ¢,) n,(xp) fo(p) in
Equation (3.105).
Matrix elements involving £C} look similar but have the 2 and 3 coordinates swapped. In
other words, p <+ p’.

From Equation (3.7), the general shielding function for ég to keep it regular at the
origin is given by

fe(p) = [1 — et (1 + gp)}me. (3.106)

In Figure 3.1, the derivatives f;(p) and f;(p) are needed. In the Mathematica notebook
“Shielding Factor.nb” [1, 4], I found out that the derivatives can be written generally as

my
pme(pp +1) [1= de = (up +2)|

o T3 (3.107)

filp) =

and

4

oy [=2pper® + my(up +1)2 = 1] [1 = Je 0 (up +2)|
- (1p — 2e1 +2)?

7 (p) (3.108)

3.4.2.3 (S, LS;) and (Cy, LS,) Matrix Elements

From Equation (3.3), we see that, in general, any matrix element in Equation (3.56) con-
taining only long-range terms will contain both (S, £S,) and (Cy, £LS,), along with the
other two combinations given in Section 3.4.2.2. When (S, £LS,) is expanded,

(S, £S,) = % (St £S0) % (S), £5¢) % (Se, £5)) = (S}, £S})] - (3.109)
The properties of the permutation operator give that
(e, LS¢) = (S}, L£Sy) and (S}, LSy) = (S¢, LS)), (3.110)
so this becomes
(Sy, LSy) = (Sy, £Sy) £ (Sy, LSy). (3.111)
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From Equations (3.102) and (3.103), the Laplacian on S; and S leaves only some of
the potential terms. The potential terms in Equation (3.102) are antisymmetric upon the
1 <+ 2 swap, and the terms in Equation (3.103) are antisymmetric upon the 1 <+ 3 swap.
S¢ and S} are symmetric with the 1 <+ 2 and 1 <+ 3 swaps, respectively. When these
are integrated over these coordinates, the combination of symmetric with antisymmetric
functions causes the integral to be 0:

(Se, LSy) = (S}, LS)) = 0. (3.112)
Therefore, using Equations (3.102) and (3.103),
- 2 2 2 2
(Sy, LSy) = :E(SZ, LS)) =+ (Sé, {— -— = —+ :| Sg) (3.113a)
. 1 "z 123

2 2 2 2
A (sg, [—1 -2 2y er sg) | (3.113b)

Either form can be used to calculate (Sy, £S/) in the long-range code.
Since Cy and Cj, are also symmetric with their respective swaps, the (C;, £LS,) matrix
element is a similar form given by

(Cy, LSy) = £(C}, LSy) = £ (Cg, F _2z_ i 2 } Sg) (3.114a)
rno T2 Tz 123

= +(C(, LS)) = + <Cg, F 2 i 2 } SZ) (3.114b)
o rs T2 723

34.24 (¢, LSy) and (¢;, LC,;) Matrix Elements

The (¢;, £S;) and (§;, LC;) in Equation (3.56) have combinations of (¢;, £S) and (¢;, LC),
as seen in Equation (3.3).
Let us investigate (¢;, LSy) first.

(¢i, LSy) = ((471- i‘l’f)/ﬁ@) = % [(¢i, L£S¢) £ (¢, LSy) £ (¢, L£Sg) + (¢, LS))]

(3.115)
Again, from the properties of the P,3 permutation operator,

(¢, LSe) = (97, LSy) and (i, LS)) = (97, LS).- (3.116)

Equation (3.115) becomes

(¢i, LSy) = % [2(¢i, £Sy) £2(¢}, LS))] = [(<Pu/3515) (¢1, LSy)] (3.117a)

5 [0 £80) + (9, £5)]  (3117b)

sl
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Notice that Equations (3.117a) and (3.117b)) are equivalent ways of writing this expres-
sion. Either could be used, depending on the form desired for the computation. From
Equations (3.102) and (3.103),

- — 2 [ 2 2 2 2 2 2 2 2 1
sy - 2 (0 (2-2- 20 2)s) e (w(2-2- 20 2)s)
((Pl E) \/E _((Pl (71 2 13 723) 6) ((PZ rn T2 Tz 123 ¢ i

(3.118)

2 [ 2 2 2 2 2 2 2 2 ]
0GR D)) G2
\/5_(4)Z (71 2 113 723) ¢ Pi 4] r3s T2 123 ¢ i
(3.119)

Unlike the long-long matrix elements in Section 3.4.2.3, ¢; is neither symmetric nor anti-
symmetric in the 1 <+ 2 swap, so the direct-direct and exchange-exchange terms are
nonzero.

3.4.3 Matrix Elements Involving Only Short-Range Terms

Using the short-range terms given by Equation (3.9) in Equation (2.11) with Equation (3.16)
and realizing that the bra is not conjugated in the Kohn-type variational methods [53, 54],
the short-short integrals are of the form

2 2 2 2

2 2
(i, L)) / [Z Ve fi - Ve, §i + ( ———————— e ZE) 4)14)]] dr.

r r3 12 Y13 123
(3.120)

Again, the ¢ represents any of the short-range terms given in Equation (3.9) and could
also represent any other Hylleraas-type terms, such as the mixed symmetry terms (see
Section 7.5) or the second formalism of the P-wave (see Section 6.3). These matrix elements
are numerically integrated using the methods described in Section 4.1.1.

3.5 Schwartz Singularities

A disadvantage of the Kohn-type variational methods is the presence of spurious singu-
larities in the phase shifts. Looking at Equation (3.56), if A becomes near-singular (i.e.
det A = 0), solving this matrix equation will yield incorrect phase shifts. These “Schwartz
singularities” were described first by Schwartz [45] and analyzed by others [140, 141].
These singularities do not make the Kohn-type variational methods unusable, however.
These singularities are often easily noticeable, because they do not follow the pattern of
other phase shifts, and they do not agree with the results of the other Kohn-type variational
methods.

As an example, refer to Figure 3.2(a). This shows an example of Schwartz singularities
for the generalized Kohn method with T = 1.4. A clear Schwartz singularity exists at
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Figure 3.2: Example of Schwartz singularity for 'S at w = 7. The generalized Kohn method

with T = 1.4 is shown in (a), and the dashed rectangle is surrounding the Schwartz

singularity. The corresponding S-matrix complex Kohn phase shifts are shown in (b), and

no Schwartz singularities are present.

x = 0.851 or E = 4.927 eV, which can be seen as a point on the graph that is far away from
the red fitting curve. There is also a Schwartz singularity at x = 0.85 or E = 4.915eV, seen
as a slight deviation from the fitting curve.

The same calculation as in Figure 3.2(a) is performed using the S-matrix complex Kohn
in Figure 3.2(b), but no Schwartz singularities are evident. Normally, if one Kohn-type
method described in the previous section (Section 3.3) has a Schwartz singularity, other
Kohn-type methods will not. This gives us a strategy of simply rejecting Kohn methods
that have obvious Schwartz singularities.

Additionally, the complex Kohn methods in Equations (3.73), (3.76), (3.79) and (3.80)
are far less likely to suffer from these singularities. A complex-valued Kohn variational
method was first proposed by Miller et al. [142] and used the same year by McCurdy
et al. [143]. Subsequent work by Lucchese [53] showed that the complex Kohn methods
can indeed have Schwartz singularities, but they are not likely to show up in practice.
Cooper et al. [54] also showed that the phase shifts obtained using the complex Kohn
variational method can be obtained exactly from the real-valued generalized Kohn method
in Equation (3.72), but we do not use this method.

There is also much less variability in the results of the different complex Kohn-type
variational methods, and even for different values of T in Equations (3.79) and (3.80), the
phase shifts generally agree to great precision (greater than the accuracy that we quote
for the phase shifts). Due to the stability and agreement of the complex Kohn variational
methods, the results quoted throughout this paper are for the S-matrix complex Kohn
unless noted otherwise.
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Ps(n=3)
(6.0470)

PsH | l l l l l LN
1 1 1 1 1 —
E

(—1-6666|) Psh=2) "4+ H~ Ps(ioniz) H(n=2) Ps=+ p H(ion)
(5.1) (6.0477) (6.8) (10.2) (13.28) (13.6)

Figure 3.3: Event line for singlet Ps-H scattering from Ref. [72]. Reprinted with permission
from Elsevier Limited.

3.6 Resonances

Resonances are where the phase shifts rapidly change by 7. We find that there are reso-
nances in each singlet partial wave for Ps-H scattering. Some papers refer to these reso-
nances as Breit-Wigner resonances [144, 145], but according to Bransden and Joachain [43,
p-596], Breit-Wigner resonances are a special case of Fano resonances.

The resonance positions and widths can be calculated to high accuracy by fitting the
phase shift data to the following curve [58]:

Ir

5(E) = A + BE + CE? tan |———
(E) + BE + + arctan [2(11512 s

T
1 + arctan [m] . (3121)

The polynomial part of the above equation corresponds to hard sphere scattering. The
arctangent parts correspond to the first and second Fano resonances [146, 147, 148], with
1Er and Ej as the positions of the resonances and IT and °T as the widths of the respective
resonances. The 'S and !P partial waves use this fitting, and the 'D and !F partial waves
omit the second term, since we consider only a single resonance. See Sections 5.3.2, 6.4.2,
7.6.2 and 9.4.2 for further discussion of the resonances for each partial wave.

As Blackwood et al. [70] mention, there are an infinite number of Rydberg resonances
in each partial wave converging on the e*+H™ threshold at 6.05eV. Walters et al. [72]
gives this as a a more accurate value of 6.0477 eV, as shown in Figure 3.3 from their paper.
They also note that the Ps(n=3) threshold is at 6.0470 eV, making these two thresholds
nearly the same energy. This work only considers the single channel problem up to the
Ps(n=2) threshold at 5.102 eV.

For Ps-H scattering, Drachman predicted that these resonances correspond to the
metastable state of et with the H™ ion [149]. A set of close coupling papers [70, 71, 72]
confirms that the H™ channel is important for the resonances, indicating that Drachman’s
prediction was correct. Biswas [150] also showed that H™ formation is important for
describing this system.

The first 'S resonance is associated with the 2s state [151] and was first calculated by
Hazi and Taylor using a stabilization method [129]. The first !P Rydberg resonance is
associated with the 3p state, not the 2p state [151], while the 1D resonance corresponds
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with the 3d state [152]. No such analysis exists in the current literature for higher partial
waves or resonances for the S-, P- and D-waves other than the first resonance of each.
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Computation

THIS chapter covers some of the major computational details of this work. For addi-
tional details, such as resonance fittings, determination of nonlinear parameters and
the use of Gaussian quadratures, refer to Appendix C.

4.1 Short-Range Terms

Matrix elements in Equation (3.56) involving only short-range terms are handled differ-
ently than those that involve long-range terms (short-long and long-long). The integrals
resulting from using Equations (2.10) and (2.11) in Equation (3.56) are handled in this
section.

The bound state problem is a generalized eigenvalue problem (see Equation (2.6)), but
to simplify the following discussion, I will refer to the set of matrices H and S as a single
matrix. The diagrams in this section show a single matrix, but it is in actuality a pair of
matrices forming the generalized eigenvalue problem.

4.1.1 Short-Range — Short-Range Integrations

The short-range—short-range (short-short) matrix elements make up the bulk of the A
matrix (Equation (3.57)). The PsH bound state problem in Chapter 2 consists of only these
types of matrix elements (see Equation (2.1)). The form of these short-range integrals is

I = /e_(‘_“’1+ﬁ72+7’3)rk rér%r?’r%r%drldtzdtg, (4.1)

with real-valued &,B,7 > 0. The & is related to through Equation (3.56), as are the
relations of the other nonlinear parameters B, B, ¥, and 7.

This class of integrals, the Hylleraas three-electron or four-body integrals, has been
studied extensively. See Refs. [59, 153, 154, 155, 156] for just some of the papers detailing
strategies on how to compute these integrals. Refs. [59, 153, 154] use the same infinite
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summation to numerically solve this integral but use different techniques to accelerate
the convergence, as the summation converges slowly for some arguments. The paper by
Pachucki et al. [156] uses a very different approach with recursion relations, described in
Section 4.1.1.2.

Each of these methods has some restriction on how singular these integrals can be. For
Drake and Yan’s asymptotic expansion [59, 60], k;,I;,n; > —2 and m;, p;,q; > —1. Yan
extends these to k;, I;, m;, n;, p;,q; > —3 in an additional paper [157]. For the recursion
relations of Pachucki et al. [156], k;, [;, m;, n;, p;,q; > —1. Pachucki and Puchalski have
two other papers, one extending this to k;, [;, m;, n;, p;,q; > —2 [158] and another even
extending these to k;, I;, m;, n;, p;, q; > —3 [159]. Our work for the D-wave has some terms
with k;, [;, or n; = —2, restricting what methods we can use. The biggest need for integrals

more singular than r;” Lor rl-;l in most work (such as lithium energies [160, 161]) is for

relativistic or quantum electrodynamics effects [60, 159, 161].

Ohrn and Nordling [162] were the first to give a method to solve this type of integral by
splitting it into summations over W functions. To deal with odd powers of r;;, these terms
are usually expanded in a Laplace expansion using Perkins’s expression [163]. A related
expression is given by Sack [164]. Porras and King [165] also use another expansion with
Gegenbauer polynomials.

From Drake and Yan'’s paper [59], splitting into W functions gives

oo Lip Ly Ly

I= 4” Z Z Z Z 2 _|_1 ]12qk12Cj23qk23Cj13qk13
q=0k12=0k2=0k2= 0 q
[

+2g + 2k1p + 2ky3, [ 4+ m; — 2k1p + 2kos, 7i; + q; — 29 — 2koz + pi — 2k13; 0, B,Y)

(k;
W (k; + 2q + 2kio + 2k13, 7i; + p; — 2k13 + 2kos, [; + m; — 2q — 2koz + q; — 2k13; 2,77, B)
W(T; 4 29 + 2k1o + 2ko3, ki + m; — 2k1p + 2k, 7i; + q; — 29 — 2koz + pi — 2k13; B, &, 7)
W(I; +2q + 2kqp + 2kos, 7i; + q; — 2kp3 + 2ky3, ki + m; — 2q — 2kos + p; — 2kq3; B, v, &)
W (i; + 29 + 2kps + 2k13, ki + p; — 2k13 + 2k1, [; + m; — 2q — 2ko + q; — 2k13; 7, &, B)
W (71; + 29 + 2kpz + 2k13, I; + q; — 2koz + 2k1o, k; + m; — 29 — 2koz + p; — 2k13; 7, B, )]
(4.2)
The Cjy coefficients are given by Perkins [163] as
. 1/
g1 2\ MR gy gp 3
jak = 2 \2k+1 tl 2ky2q-2t+1 '

The W functions are expressed as an infinite summation of the ,F; hypergeometric func-
tions [59]:

| o p
WL, m, 0, B,y) = I (I+m+n+p+2)! ( o )

(«x+/5+v>’+m+"+3,§ (I+1+p)l+m+2+p) \a+p+y
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x+p
; — . 4.4
><2F1(1,1+m+n+p+3,l+m+p+3,a+ﬁ+7) (4.4)

To reduce computation time, we also use the recursion relation in their paper of
zFl(lacz)—1+< )zzFl(l a+1c+1;z). (4.5)

A derivation of this is given in Appendix B.5.

The k;j summations in Equation (4.2) are all finite. If all powers of r;; are odd, the q
summation is infinite, and if any of rij is even, the 4 summation becomes finite. For the
tinite g sums, these direct sums are solved very accurately, but for the infinite sums, some
integrals converge slowly. Particularly when all three r;; powers are odd and at least one
is —1, the integrals converge the slowest. It is possible to restrict the basis set described by
Equation (2.2) so that at least one of the r;; powers is even, making solving the integrals
easier. However, this leads to slow convergence in the energy [59].

As Frolov and Bailey [153] note, these four-body integrals only work for systems with
one infinitely heavy particle, such as PsH or Ps-H scattering. For systems with arbitrary
masses, such as Ps; or Ps-Ps scattering, this has to be generalized to

I = /e—(Ml+572-Wfs+ﬂ12f12+ﬂ13713+ﬂ23723)rk il rﬁrg’rfgrggdndrzdra- (4.6)
Fromm and Hill give an analytic solution to this [166], but it is extremely difficult to work
with. Harris more recently solved this problem analytically using recursion relations
[167], using a similar method to the recursion relations of Pachucki et al. [156]. Both of
these solutions restrict the powers of r; and r;; to k;, I, m;, n;, p;,q; > —1. We have also
looked at a subset of these integrals. As another extension of the Hylleraas basis set, some
four-electron integrals can be reduced down to the three-electron integrals [168, 169].

4.1.1.1 Asymptotic Expansion

For cases of Equation (4.2) with all odd powers of 7;;, the 4 summation is infinite, and the
summation converges slowly. The convergence accelerator approach of Pelzl and King
[154, 169] is one way to deal with this. I did limited testing with this approach but chose
to instead use the asymptotic expansion method of Drake and Yan [59]. In my testing, it
was more numerically stable, and it has been generalized to arbitrary angular momenta
[60].

As an example in Drake and Yan'’s paper [59], direct calculation of the 4 summation
for 1(0,0,0,—1,—1,—1;1,1,1) only reaches an accuracy of 1.5x10~ 13 after 6860 terms.
With their asymptotic expansion method, the integral has converged to approximately
2.2x1071¢ after only 21 terms. The summation converges monotonically and asymptoti-
cally. Drake and Yan use this knowledge to speed up the convergence of the integration.
Details of this method can be found in their paper [59].

I use this asymptotic expansion method in all calculations of the short-short integrals
through the H-wave, and it performed very well. In fact, my quadruple precision code
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N

Sa(N)

AS4(N)

Sa(N)

17
18
19
20
21
22
23
24
25
26
27
28
29
30

684.106 432 091
684.107 475 306
684.108 320 637
684.109 012 851
684.109 585 093
684.110 062 261
684.110 463 302
684.110 802 809
684.111 092 142
684.111 340 236
684.111 554 183
684.111 739 660
684.111 901 249
684.112 042 674

0.001 043 214
0.000 845 331
0.000 692 213
0.000 572 241
0.000 477 167
0.000 401 041
0.000 339 506
0.000 289 333
0.000 248 094
0.000 213 946
0.000 185 477
0.000 161 588
0.000 141 425

684.113 411 842 629 912 374 349
684.113 411 842 629 911 836 645
684.113 411 842 629 911 829 661
684.113 411 842 629 911 835 071
684.113 411 842 629 911 836 095
684.113 411 842 629 911 836 195
684.113 411 842 629 911 836 186
684.113 411 842 629 911 836 178
684.113 411 842 629 911 836 174
684.113 411 842 629 911 836 173
684.113 411 842 629 911 836 172
684.113 411 842 629 911 836 172
684.113 411 842 629 911 836 172
684.113 411 842 629 911 836 172

Table 4.1: Convergence of direct sum, S;(N), against the asymptotic expansion, S;(N).
This is an extension of Table I in Drake and Yan’s work [59] and uses A = 15. AS;(N)
gives the difference between successive direct sums.

often calculates matrix elements to better than 1 part in 10V for the S-wave. Table 4.1
gives an example of the convergence of a single integral by only calculating the direct sum
of Equation (4.2) in the S;(N) column and with the asymptotic expansion in the S,;(N)
column. These four-body integrals are relatively quick to calculate, and most of the runs
to compute them for ¢ < 2 complete in a matter of hours on a typical desktop computer.

4.1.1.2 Recursion Relations

After the S-wave calculations were completed, we learned of an analytic, instead of numer-
ical, solution to these three-electron integrals, derived by Pachucki et al. [156]. They were
not the first to derive an analytic solution to the three-electron integrals, but the first by
Fromm and Hill [166] is not very practical to use, considering its very complicated form.
Each set of r; and r;; powers requires a new rederivation from the Fromm and Hill result.
The recursion relations from Pachucki et al. are complicated but also general.

Like many other types of recursion relations, these recursion relations may not be
stable for higher w values, depending on the calculated precision. I have tested through
w = 8, and this method produced stable results under quadruple precision. In some of
their work on Li and Be™, their group uses sextuple precision, as quadruple precision

51



w Used Terms Total Terms Percentage Used

1 115 20,000 0.575%
2 921 27,040 3.41%
3 1,939 34,992 5.54%
4 3,140 43,904 7.15%
5 4,573 53,824 8.49%
6 6,246 64,800 9.64%
7 8,147 76,880 10.6%

Table 4.2: S-wave W function terms used

becomes insufficient near w = 10 [170], which is much higher than we can use in the Ps-H
scattering calculations.

These are used as a check on the accuracy of the asymptotic expansion method in
Section 4.1.1.1 for the S-wave and P-wave. The D-wave short-range integrals cannot be
evaluated using the recursion relations in Ref. [156] due to the r;z terms that appear.
Solving these using the recursion relations would require implementing the extended
method in Ref. [158]. However, the asymptotic expansion method has proven to be stable
and accurate so far.

4.1.1.3 W Functions

While evaluating the integrals in the PsH short-range code, we noticed that the W func-
tions in Equation (4.2) could be called more than once by multiple integrals. For the
S-wave, there are 34 terms in Equation (2.10), and each matrix element in H in Equa-
tion (2.6) requires these 34 integrals to be evaluated. The overall powers of 1y, 2, 17, etc.
in Equation (4.1) can be the same for a set of ¢; with ¢;. Also for a set of integrals without
the overall powers the same, there is the possibility of two different integrals calling the
same W function.

To speed up the partial wave specific programs for the short-short S-, P-, and D-wave
matrix elements significantly, we precompute the W functions and store the results in a
look up table stored in a 4-dimensional matrix. Even though there is a possibility for the
W function arguments to be anywhere in this space, not all of the W matrix elements will
be used.

The current S-, P-, and D-wave short-range codes first do a dummy run where the
integrals are not actually calculated, but any W matrix elements that need to be computed
are marked. Only these are computed, and then the code runs through again using this
W matrix look up table. Table 4.2 shows that only 10.6% of the W matrix elements are
actually needed for the S-wave at a relatively high value of w. Similarly for the D-wave,
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w Used Terms Total Terms Percentage Used
0 150 196,290 0.0764%

1 1,670 259,932 0.642%

2 14,076 332,262 4.24%

3 23,384 413,520 5.65%

4 36,418 503,946 7.23%

5 51,420 603,780 8.52%

6 68,438 713,262 9.60%

7 87,520 832,632 10.5%

Table 4.3: D-wave W function terms used

Table 4.3 shows that only 10.5% are needed.

Another more sophisticated method that we have started using is looking instead at
the overall integrations instead of the W function arguments using prime factorization to
avoid calculating integrals more than once [171].

4.1.2 Linear Dependence in the Bound State Calculation

With infinite precision in calculations, all terms from the basis set could be used. However,
due to the limited precision inherent in computer calculations, when using large basis sets,
near linear dependences will exist in the matrices. The goal is to identify and eliminate
terms that exhibit near linear dependence with other terms. These terms are not exactly
linearly dependent, if infinite precision was possible, but they are linearly dependent to
computer precision.

To calculate the eigenvalues of the generalized eigenproblem, the LAPACK routine
dsygv is used [172]. For the basis set consisting of terms from w = 5, LAPACK computes
the eigenvalues without errors. Adding in terms corresponding to w = 6 for some sets
of nonlinear parameters causes dsygv to fail with an error set in the last parameter, info.
This error is always an integer greater than the number of terms, indicating from the
library documentation that “the leading minor of order i of B is not positive definite” [172].
Liichow and Kleindienst [173] also encountered a similar problem using other libraries.

This error does suggest that one approach to identifying problematic terms is to check
for positive definiteness of the overlap matrix (¢;|¢;). This is one method that Yan and Ho
[92] use to isolate problematic terms. They test the eigenvalues of the overlap matrix to
see if any are small or negative, though there is no mention in their paper of what value of
“small” is used. We attempted to use this fact to remove problematic terms, but too many
terms were removed, leading to an energy that converged too slowly. In several papers by
Yan and others [59, 92, 160, 174, 175], terms with j1 > j2 are omitted if [; = I and & =~ §,
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along with j; = jp if jo3 > J31.

Another technique Yan and Ho [92] used was to partition the basis set into five sectors,
each with a different set of nonlinear parameters and maximum w. The sectors also have
restrictions on the interparticle r;; terms, mainly limiting the power of 7,3 and 31, which
are the electron-positron coordinates in their paper (corresponding to r1; and 713 in our
work). These techniques used for restricting the set of terms are not used in our work.

4.1.3 Todd’s Method

In trying to determine the energy eigenvalues, we noticed that the ordering of the terms
could determine whether there was linear dependence in the matrices. Todd’s method
[176, 177] was attractive, because it reorders the matrices to obtain the best possible energy,
and it is a purely computational approach. We have not seen any physical reason why
certain terms should introduce a near linear dependence. Todd’s method is very similar
to the algorithm in Ref. [178] that we also considered, but it did not work as well. A
description of his algorithm as implemented in this work follows.

The total number of terms to look atis N = N(w) (see Equation (2.3)). N matrices of
size 1x1 are created for each term. This is done for the overlap and the (¢; | H| ¢;) matrices
together. The LAPACK dsygv routine is used to determine the lowest eigenvalue for each
of these N sets. These energy eigenvalues are compared against one another, and the term
with the lowest energy is chosen. In the next step, the first basis function from the previous
step is combined with each unused term to create N-1 matrices of size 2x2. Again, the
energy eigenvalues for each of the N-1 matrices are compared against each other, and the
term yielding the lowest energy is chosen as the second basis function. This is done again
with 3x3 matrices for each of the N-2 remaining terms combined with the basis functions
chosen in the first two steps. This procedure is repeated until all terms have been used or
the remaining terms are problematic.

In his original algorithm, Todd looked at the eigenvalues computed from the upper and
lower triangular matrices. Normally, the overlap and H matrices are symmetric, but this
is not true to machine precision due to truncation and rounding. If the energy eigenvalues
from the upper and lower triangles differ by more than 107 (in atomic units), the last
added term is considered problematic and discarded.

In our testing for w = 6 for the S-wave, no terms were omitted due to the reordering.
As noted earlier, before implementing this algorithm, LAPACK would fail when trying
to calculate the eigenvalues, so the ordering is important for getting the best possible
energy. For w =7, 116 terms were omitted, out of a total of 1716 terms. The criteria that the
eigenvalues for the upper and lower matrices differs by no more than a certain amount
was not needed in this case. The info parameter of the LAPACK dsygv function is checked
for both the upper and lower matrix eigenvalue calculations, and the last added term is
discarded if it causes an error due to linear dependence. When only the 116 problematic
terms were left, every one of them caused LAPACK to error. If a term was problematic at
any stage, it continued to be problematic in all further stages, so computation time can be
decreased by immediately discarding it.
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Figure 4.1: Diagram of Todd’s procedure

For larger basis sets, this algorithm becomes extremely slow, as determining the eigen-
values is an O(N?) operation. It can easily be parallelized, since we are computing the
eigenvalues for a large number of matrices. Our program has been parallelized using
OpenMP [179] for intranode communications and MPI [180] for internode communica-
tions. Todd’s algorithm provides the best converged energy for a set of terms, albeit at a
cost of computational speed.

4.1.4 Restricted Set

Van Reeth and Humberston [57] found that restricting the power of the r3 coordinate
could significantly improve their numerics, allowing them to use more short-range terms.
Specifically, we restrict the r3 power (see Equation (3.9)) so that n; < 2 if w > 3, and we
refer to this as the restricted set.

We normally use Todd’s method applied to the scattering problem, described in Sec-
tion 4.3, or we use the full unrestricted set when possible. For the cases of 'F and °F for
low %, described in Section 9.4, we use the restricted set. This allowed us to keep the
convergence ratios less than 1 for these cases.

4.2 Long-Range Terms

To minimize verbosity, the long-long and long-short integrations are collectively referred
to as the long-range integrations. Each of the long-range integrations are performed using
Gaussian quadratures, which are described fully in Appendix C.4.

4.2.1 Long-Range — Long-Range

The scattering program calculates only the short-long and long-long matrix elements. The
volume element in Equation (A.8) has an internal angle of @3 to integrate over. When a
term has a negative power of 3 due to the Hamiltonian in Equations (3.23) to (3.25), a
large number of integration points must be used for reasonable accuracy. Instead, we split
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the integration such that one part is missing the 72_31 term and the other contains only the
rps term [95, 171].

The first integration excluding the 72_31 term has negative powers of r; and r;; canceled
by the corresponding terms in the volume element given by Equation (A.8). For the
integration over the r;31 term, we use an alternative volume element, namely that given
by equation Equation (A.10). The r2_31 is then canceled by the 3 in this volume element.

4.21.1 Integration without the rgg)l term

The simplest long-long matrix element to evaluate is (S;, £LS,). From Equation (3.113), not
including its r2_31 term, this is

_ _ 2 2 2
Sy, LS =4 (S, LS =:|:<S/, {—————}S). 4.7
(S¢,L£S0)a (S5, £S0) 4 O P (4.7)

For this type of integration, we use perimetric coordinates as described in Appendix B.3.

_ _ o0 1%} %) 0 ‘r +r | 21
(Sg, [,Sg)A = :|:27T2/ / / / / Y / 5256 |:£ - g - i} (4-8)
o Jo Jo Jo Jjr—rs JO o r2 13
X roraripri3 d@oz drizdrs dz dy dx 4.9)

The ¢p3 integration is done analytically. Since S; and S) have no 3 dependence
and there is no ro3 term in the brackets, the integration over ¢,3 is simply 27t. The 713
integration uses the Gauss-Laguerre quadrature from Appendix C.4. The x, y and z
integrations use Gauss-Laguerre quadrature, since they are semi-infinite.

The r3 integration could also be performed using just the Gauss-Laguerre quadrature.
However, the integrand for the r3 integration has a discontinuity in its slope at r3 =
r1, creating a cusp (see Section 4.2.3), so the accuracy is improved greatly if we split
the integration interval into two parts and employ different quadratures for each. The
integration is split to use Gauss-Legendre on the interval (0, r1) and Gauss-Laguerre on
the interval (11, 00).

4.2.1.2 Integration over the r,; term

The other part of the (S, £LS,) integral contains the 7,;" term.

(Sp,L£S))p = + (Sg, [%] Sg) (4.10)

The volume element for this integral is dt from Equation (A.10). The integration also does
not need to be converted to perimetric coordinates, so its form is

_ B , [® [P [ |r14r3]  plra+rs| p27 , 2
(S¢, LSp)p = =87 / / / / / S¢Se——"r1r2113723
0 0 0 |1’1—7‘3‘ ‘1’2—1’3| 0 7"23
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X d@qp dros dryz drp drs dry. (4.11)

The r13 and rp3 integrals have finite limits, so here we use Gauss- Legendre quadrature.
Again, for the internal angular integration, this time over ¢1,, we use Chebyshev-Gauss
quadrature. The cusp in the r3 integration is at r3 = rq, and the cusp in the r; integration
is at rp = r3. Similar to before, we split up these integrations by using Gauss- Legendre
before the cusp and Gauss-Laguerre after the cusp.

The (Cy, LSy) and (Cy, LC) terms are integrated in the same manner as the (S;, £S))
integral just described. With all four matrix elements calculated, as mentioned on 41, if
the difference of (S;, LC;) and (Cy, LS,) is close to 1, we can have reasonable confidence
in the long-long integrations. Another check is that if we explicitly calculate (Sy, £Sy), we
should get 0 (Equation (3.112)). We find that the choice of innermost integration, over ¢1»
or ¢13, can cause this to be nonzero, so this gives us another check on the accuracy of the
long-long integrations.

4.2.2 Short-Range — Long-Range

We will consider only the integrations for (¢;, £S,) here, as the integrations for (¢;, LC/)
are evaluated in the same manner. As in the case of long-long integrations in Section 4.2.1,
we split up the integration into two parts — one containing the r2_31 term and another
containing the rest of the terms. The short-range terms have the added benefit of the
possibility of the polynomial .5 being present, which cancels the r2_31 term or gives it an
overall positive power.

From Equations (3.102), (3.103) and (3.117b),

(§i, £5)) = % (91, £5)

2 2 2 2 2 2 2 2 2
_ _~ 224 2 s, + (22 = L 2 )s|dr. 412
\/5/4)1{(71 r 713+723) ‘ (Vl r3 712+723> g] o :

4221 Casel:gq; >0

When g; > 0 in ¢; (Equation (3.9)), the power of 23 is equal to or greater than 0. Gaussian
quadratures can safely integrate this type of term, so we integrate the full expression in
Equation (4.12).

(_ Eg ) 2 8 2/00 /OO /'00/|7‘1+1’2| |1’1+1’3‘ /27'(

; — .87 ;

Pinko) =" o Jo Jo S e o ¥
x{(E_E_iJri)Sgi<E_E_i+i)sg] (4.13)

r1 2 T3 7123 1 rs T2 723
X 1oraripri3 d@os driz drip drsdry drq (4.14)

Similar to the long-long integrations from Section 4.2.1, the r; integration is performed
using the Gauss-Laguerre quadrature. The r; integral is broken into two parts at the cusp
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of r, = r1, with the Gauss-Legendre quadrature before the cusp and the Gauss-Laguerre
quadrature after the cusp. In the r3 coordinate, there is a cusp at r3 = r, so the integration
is also split up into Gauss-Legendre before the cusp and Gauss-Laguerre after the cusp.
The finite intervals for r1 and rq3 ensure that we can use Gauss-Legendre quadratures for
these coordinates. The ¢,3 integration uses the Chebyshev-Gauss quadrature.

4222 Casell:q; =0

When g; = 0, the overall power of the rp3 term is —1, so we cannot use the Gaussian
quadratures in the form of Equation (4.13). Similar to the long-long integrations, the 755’
term is integrated separately, using the same type of integrations as Equation (4.13). Refer
to the previous section for the description of the quadratures used.

_ - 2 2 2 2 2 2 2
LS = — ; —_——— ) S5yt - - — Slld’t
((Pl K)A \/_/(Pl 7 ] 713) ¢ (7’1 73 V12> ¢
lri+ral  plri+rs]
:— - 87 / / / / <Pz'7273r12713
lri—ra| Jlr1— r3|

X K— —— — —) S+ (— —— — 2 ) Sp} Aoz drizdrip dr3 dry dry
o r3 T

(4.15)

The integration over the r2_31 term is done the same way as the second integration of
the long long matrix elements in Section 4.2.1. The 773 in the dT volume element cancels
the r23 term. Refer to Section 4.2.1.2 for a description of the quadratures used here.

(¢1/£S€ \/— /‘Pz S( + SE)} dT/

|r14r3]  plro+rs| p27
_ = 87r/ / / / / [ sgisg)}
[r1—r3| J|ra—3]

X T1¥2r13723 dgolz d1’23 d1”13 di”z d1’3 di’l (416)

For a discussion on the final quadrature points used, refer to Appendix C.4.4.

4.2.3 Cusp Behavior

The short-long and long-long matrix element integrals have cusps in the integrands that
must be dealt with [55, 95]. As an example, consider(¢;, LCp) from the S-wave. Using the
notation of Section 4.2.1.2, where we are only computing the r5;' terms (given fully later
in Equation (5.5) on 67),

@ iCos=s7 [ [7[7 / e / e
ir = OTT 1
)8 = |r1—r2| J|ra—r3| JO g



rp integrand (arbitrary units)
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14 ‘ 16 ‘ 18 ‘ 20 ‘ 2 ‘ 2%
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Figure 4.2: Example of cusp in S-wave short-long integration for 1/7,3 term of (¢3, LCp)
with r; = 18.201

X 1173713723 dg013 d1’23 d1’12 d1’3 dr2 d?’l. (417)

Due to the integration limits of the r13 and 3 integrations, the r; integrand has a cusp at
rp = r1, and the r3 integrand has a cusp at r3 = r;.

Figure 4.2 shows one such example of this cusp behavior for the r; integrand. All inner
integrations (¢13, 123, 712, and r3) are performed with a full set of integration points as
described in Table C.17.

The r, integration could be performed using just the Gauss-Laguerre quadrature, since
we are integrating over [0,00). However, the cusp makes this integration slowly con-
vergent. We instead split the integration interval into two parts and employ different
quadratures for each. The integration is split to use Gauss-Legendre on the interval [0, 7]
and Gauss-Laguerre (Appendix C.4) on the interval [rq, 00). Likewise, the r3 integration is
split into the intervals [0, o] and [rp, 00).

Doing this splitting requires many more function evaluations, so we use an approxima-
tion whenever rq is large enough. Specifically when rq is greater than a chosen distance,
we use Gauss-Laguerre over the entire [0, o) range. In the example given in Figure 4.2,
at r, = 100, the r, integrand is approximately 10>/, while at r, = 25, the integrand is
approximately 10~°.

For all partial waves, runs were performed with the cusp parameters set at r; =
100. When r; > 100, the r; and r3 integrations are done using only Gauss-Laguerre,
since the cusp is considered unimportant at that distance. When r; < 100, we use
Gauss-Legendre before the cusp and Gauss-Laguerre after the cusp, as described in Sec-
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tions 4.2.1.1 and 4.2.1.2.

4.2.4 Extra Exponential

To further improve the convergence of the short-long matrix elements in equation Equa-
tion (3.56), we investigated the integrands [171]. The biggest source of difficulty in con-
verging these results comes through the Gauss-Laguerre quadratures in the rq, 7 and r3
integrations. Specifically, the region near the origin is not adequately represented. The
integrands fall off quickly due to the exponential falloffs in rq, r, and r3, so it is not as
important to have abscissae far away from the origin. We are using approximately 7 times
as many integration points total as the earlier Kohn and inverse Kohn work [57, 58] (see
Appendix C.4.4), but this brute force approach of adding quadrature points can increase
the computational time greatly. We took another approach to further increase the accuracy.
For each of the Gauss- Laguerre quadratures, we introduce an extra e~ and remove it
with e’ after the quadrature, bringing the abscissae closer to the origin without increasing
the number of integration points.
The basic form of the Gauss-Laguerre quadrature is given in Equation (C.2) as

/Ooo e " f(x)dx ~ i w; f(x;). (4.18)
i=1

—Ax

Introducing an extra e~** and removing it with e**, we can bring the abscissae closer in

by

n

| e = 3 S () et -

i=1
As an example, the full expression for the r, Gauss-Laguerre quadrature is given by

/oo e_ﬁyzf(rz)drz ~ e[B’Ba iwzf (% —+ a> , (420)
i=1

a p
where y; = Bx;, and a is an arbitrary lower limit starting at the cusp described in Sec-
tion 4.2.3. With the exponential in A, this becomes
00 —a(B+A) n ro+a(f+A)
—pr2 dro & , (2—) M2, 4.21
/a e P2 f(r2)drs ) iZIwzf ) (4.21)

Figure 4.3 shows the effect of introducing this A into the 71 exponential. We use 50
quadrature points for each curve, meaning that there are points represented past the cutoff
of 18 au in the graph. For the black curve with A = 0, the curve is very jagged around
the peak of approximately 4 au. With A = 1.0, the curve is much smoother, and as A is
increased to 2.0, the peak is represented even better. If A is too large, the area near the
origin may be overrepresented and the area farther out may be underrepresented. We
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Figure 4.3: Effect of introducing A in r; exponential

have chosen A = 1.0 for all of our runs for the r1, r, and r3 coordinates, which gives
better representation near the origin but does not run the risk of neglecting the small
contribution of the curve for large r; values. Our D-wave and general long-range codes
could use different A for each of the 7, rp and r3 integrations, but we set them equal here.
The matrix elements converge better for A = 1.0 than for A = 0.

4.3 Phase Shifts

We solve for the phase shifts by solving Equation (3.56) for X and then using Equa-
tions (3.64) and (3.67). Note that as mentioned in Section 3.3, we only have to calculate
one set of integrals for the Kohn variational method, and the other Kohn-type methods are
used by rearrangement of these integrals in the matrix equation. The different Kohn-type
variational methods typically agree well when linear dependence in the matrix equation
does not occur. We use this fact to determine how many short-range terms we are able
to use in our final calculations. If we plot the 'S phase shifts with respect to the number
of terms, as in Figure 4.4, it is clear that around 1530 terms, the phase shifts from the dif-
ferent generalized Kohn methods begin to diverge. In this particular example, we chose
the cutoff as a more conservative 1505 terms-before the “jump” that precedes the clear
divergence. No Schwartz singularities (Section 3.5) are evident here, but if any are present,
we discard the generalized Kohn variational methods that contain spurious singularities.

Using the short-range terms chosen by Todd’s method (Section 4.1.3) normally allows
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Figure 4.4: Breakdown in convergence of the 'S phase shifts with respect to number of
short-range terms for different T values for the generalized Kohn variational method

us to increase the number of terms used over using the terms chosen just by Equation (2.2)
for the Ps-H scattering problem. Since Todd’s method chooses an ordering with the most
“important” terms at the beginning, we obtain well-converged phase shifts using this
method with the above-mentioned cutoffs for the first two partial waves (which do not
have omitted symmetries). So we perform one truncation of the basis set by using Todd’s
method for just the short-range terms and then an additional truncation by using plots as
in Figure 4.4 to reduce linear dependence.

The number of terms used for each partial wave are given in Appendix C.2, denoted
as N'(w). For £ > 3, we either use the full set of terms described by Equation (2.2) or the
restricted set described in Section 4.1.4.

The phase shifts presented in this work are found using the S-matrix complex Kohn,
unless otherwise indicated. We normally only use the Kohn, inverse Kohn, and general-
ized Kohn variational method results to determine the number of short-range terms to use
as described in this section. Then the phase shifts for this set of terms with the S-matrix
complex Kohn method are determined.

4.4 Convergence and Extrapolations

For comparing quantities such as the convergence of the matrix elements or the conver-
gence of the differential cross sections, we use the percent difference:

—b

(a+b)/2
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% Diff = % 100%, (4.22)




—0.0432 —0.0432

—0.0433 *.. (a) (b) 00433
X x |
—0.0434 - e *... 1 0.0434
< 0.0435 - x... - —0.0435
—0.0436 - - —0.0436
~0.0437 - T —0.0437
—0.0438 - Tx - —0.0438
0.0000 0.0005 0.0010 0.0015 0.0020 0.0025 0.0030  0.000 0.005 0.010 0.015 0.020 0.025 0.030
w—4.25 w—2.56

Figure 4.5: Extrapolation for !S at x = 0.01. The extrapolation without resorting the
short-range terms into increasing w is given in (a), and the resorted version is in (b).

where a and b can represent any of these quantities. When we can compare convergence
with respect to w, we define a convergence ratio as

_ w) w1
5w —1) 6 (@ —2)

R (w) (4.23)

This is similar to the inverse of the ratio for the energy eigenvalues given in Ref. [92]. If
R’(w) > 1, there is no convergence pattern. A ratio of less than 1 shows convergence but
does not guarantee a reliable extrapolation. We find that R'(w) < 0.5 is needed to properly
extrapolate phase shifts. We also find that when &, < 1074, the convergence often becomes
poor (see Section 7.6.1).

The tangent of the phase shifts is fitted to the function

tan &7 (w) = tan &} (w — o) + ﬁ. (4.24)
The ¢ and p in this equation are fitting parameters and depend on each extrapolation.
When plotted with respect to w ™", the tangents of the phase shifts form nearly a straight
line, with the y-intercept being the tangent of the extrapolated value of the phase shift,
tan 6% (w — c0).

Van Reeth and Humberston [57] do the extrapolation using w = 3 through w = 6.
We have completed the extrapolation using the sets w =3 -6, w =3 ~-7and w =4 —7.
The smallest residuals are normally found with the set w = 4 — 7. The values of the
extrapolated phase shifts using this method are in Table 5.1.

As described in Section 4.1.3, we omit certain terms using Todd’s method. The output
of this method from the bound state program described in Section 4.1.3 is not ordered in
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terms of increasing w. This leads to difficulties when attempting to do the extrapolation
in Equation (4.24). The tangent of the phase shifts cannot be fitted to a straight line in this
order, as seen in Figure 4.5(a). If we reorder the short-range terms back into their original
order while still omitting terms, the tangent of the phase shifts can now be fitted to this
straight line, as can be seen in Figure 4.5(b). The reordering does not affect the phase
shifts in any case that we tested, since more terms are normally omitted in the scattering
problem than just the bound state problem.

We also extrapolate scattering lengths as shown in Equation (11.3). There is no clear
convergence pattern for the effective ranges, which are described in Section 11.1.
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S-Wave

HE S-wave is the simplest of the partial waves to consider, since the spherical harmonic
Y (6, ¢,) is constant. The form of the Kohn matrix elements was derived in Chapter 3
for general ¢, but when we started this project, we went through the S-wave derivation first
and wrote code to compute this partial wave only. This chapter shows the matrix elements
specifically for the S-wave, which can be shown from the general results in Chapter 3. The
code described in Chapter 8 works for any partial wave but is slower than the S-wave
specific code (Appendix D).
Van Reeth and Humberston [57] previously performed S-wave Ps-H calculations
using the Kohn and inverse Kohn. We extend their work here and used Van Reeth’s notes
and code [171] for guidance, though we rederived everything, and I wrote my own codes.

5.1 Wavefunction

The general wavefunction for any / is given in Equation (3.1), and the S-wave version is

B N
Yo' =S+ Ly Co+ Y i (5.1)
i=1

The S-wave has only one set of short-range terms. Sy, Co, and ¢; are given by Equa-
tions (3.3) and (3.9). The forms of the short-range terms in Equation (3.9) are equivalent
for the S-wave (¢ = 0). There is one notable difference about what we did here for the
S-wave versus the general code, namely that we absorb the spherical harmonic on the
short-range terms into the c; coefficients, similar to what we did with the \/LE

5.2 Matrix Elements with £

These can be calculated using the results in Section 3.4.2.2, but the S-wave code was
written using these derivations. The analysis for £Cy is more difficult than that of LSy
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in Equation (3.102) and Equation (3.103). The shielding factor, fy(p), complicates the
derivatives slightly.

1 2 2 2 2 2 2 1
EC():(——VZ Vi, —2Vi + ——————————l———ZEH—ZEpS——KZ)
2 r ra r3 rip 13 123 2
cos(kp) |2k i 1
X Dpg(r12)PH(r3) p” yp [1 +e (1 + p)] (5.2)

Again, we use Equations (3.27a) and (3.27b)) to simplify this expression.

(lgpe 2 2 2 2 1,
LCO_( 2vp+71 r2 713+723 ZK)
cos(x _

X @ps(r12)Pp(r3) K(pp)\/4n [1+ He <1+%p)} (5.3)

Similar to Appendix B.4.2, np(xp) is an eigenfunction of V% with eigenvalue —x2. To
properly take into account the shielding function, we use the code in Figure 3.1 for the
S-wave, yielding

%(viﬂz) Y3 (6, ¢p) m0(xp) fo(p) = 2L (P)sin(sp ;K;f “p)cos(kp) (54

The f'(p) and f”(p) are given in Equation (3.107). Combining Equations (5.3) and (5.4)
and the permuted versions gives

1

LG = 5L(C+C) = T(LCO 1+ £C))
\/18_7Tq)P5(712)¢H( r3)V/2x
8 {%e” P(1+ up)SinK(;p) + ”ip G Coi(;P)
i (%_%_%+%) % 1o (H%p)]}

+— Cbps(rl3)<I>H(r2)\/2_

§H
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{
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5.2.1 (Co, LCy) Matrix Element
Using Equations (3.4) and (3.82),

- - 1
(Co, LCy) = 5 [2(C0, LCo) +2(Cp, ECO)} = (Co, LCp) + (C}, LCy). (5.6)
Substitute Equations (3.6b) and (5.5) in Equation (5.6) and simplify to get

(Co, ,CC()) :% ((Co + C(l))e_yp(l —+ ]«lp)So)
2 3
n \/g% ((cO + Cé)e_ypcoi(‘:p)®P5(712)(I)H(7’3)>
+ ((Co + C)) <% _z_ 2 + i) Co) : (5.7)

2 2 2 2
((CoiC(’)) (—————+—> Co)
1 rs T2 723
2 2 2 2 2 2 2 2
“(G-2-2+H)a)=((2-2-2+)qa). o9
1 rs T2 723 1 rs T2 723

The first set of parentheses has the same form as Equation (3.113). These terms in paren-
theses are antisymmetric with respect to the 1 <+ 2 permutation. Also, Cp is symmetric
with respect to this permutation. So the first set of parentheses is 0. Thus,

2 2 2 2 2 2 2 2
((Coj:C{))(——————l——)Co)::t(Cé(——————i——)Co) (5.9)
1 r3 T2 723 71 rs T2 723

We finally have that

(Co, £Co) = "F* ((Co Ch)e ™ (1 + pp)So)

2
2% ud 110 COS(K
+4/ EVZ <(CoiC6)€ He K(pp)¢Ps(712)q’H(73)>
N (q) (E _2_2 i) Co) , (5.10)
71 r3 T2 723

This is the form that is used in the S-wave long-range code (Appendix D).

5.2.2 (¢, LCy) Matrix Elements

For the S-wave, following the work of Van Reeth [95], we chose to absorb both the % and
Y0 (6, 9p) = \/%771 into the c; constants of the short-range terms in Equation (3.9).

67



From Equation (3.82),
(¢i, LCo) = —= [(%ECo) (¢}, LCo)] (5.11a)

[(¢i, LCo) £ (1, LCp)] - (5.11b)

I
Sl

Using Equation (5.5) in the above gives the results for (¢;, LCp).

5 LC / 2 2 2 2
(¢i, LCo) :\/g ((fPi £ ;) Pps (r12) P (73) { (a “h T m + a) —Coi(;p)

_ 3 —up .

_ —up I e "u’pcos(kp) e sin(xp)

X [1 e <1+ 2p>] + = +— ku(1 +,u,0)—Kp
(5.12a)

2 2 2 2\ cos(kp) [, _up 1
(I)PS "2 CI)H 1’3) { (1’1 2 r13 + 1”23) KO |:1 ¢ <1 + 2‘0)}

e P‘Ppt 30 cos(kp) e M sin(xp)
= +- 5 (o) =

(s
(

[ K 2 2 2 2\ cos(xkp’) 1y U,
+ E (P Cpps 12 CDH 1’3) { (Z g E + a) —Kp/ [1 e <1 + EP >:|
e H0udo’ cos(kp’) e M , sin(xp’)
+ 1 s + k(1 + pp') o (5.12b)

Either of these forms can be used. We use the second form, since this only has ¢;, not ¢;

and ¢/.

5.3 Results

5.3.1 Phase Shifts

All runs here were performed using the set of integration points described in Appendix C.4.4.
The number of terms used for 'S was determined using the procedure in Appendix C.3,
and for 3S, the method in Section 4.3. The phase shifts are calculated with the programs de-
scribed in Appendix D. Table 5.1 shows the S phase shifts calculated using the S-matrix
complex Kohn at regular intervals of x, which we compare to the results from other groups
in Table 5.2. The extrapolations in the fourth and fifth columns are performed using the
technique described in Section 4.4. The last two columns show the percent difference
given by Equation (4.22).

Table 5.2 gives comparisons between the complex Kohn phase shifts and phase shifts
calculated elsewhere in the literature. The w = 7 phase shifts from this table are the same
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kK dTw=7) 5 (w=7) " (w—>00) 6 (w—o0) %Difft % Diff~

0.1 —0.427 —0.215 —0.426 —-0.214 0.223%  0.120%
0.2 —0.820 —0.431 —0.819 —0.431 0.010%  0.063%
0.3 —1.161 —0.645 —1.161 —0.645 0.040%  0.094%
0.4 —1.446 —0.850 —1.446 —0.849 0.022%  0.130%
0.5 —1.678 —1.041 —1.677 —1.040 0.031%  0.166%
0.6 —1.858 —-1.217 —1.857 —-1.214 0.040%  0.273%
0.7 —1.964 —1.375 —1.963 —1.372 0.045%  0.250%

Table 5.1: 1S phase shifts using the S-matrix complex Kohn. % Diff* and % Diff~ are the
percent differences between the current complex Kohn w = 7 and w — oo results.

as Van Reeth and Humberston’s results for w = 6 [57], with some exceptions in the last
digit. This indicates that the prior Kohn variational method S-wave phase shifts were
well converged, despite only using 721 short-range terms. We use a larger basis set here,
which brings the phase shifts up slightly, but the larger set of integration points for the
long-range terms (see Appendix C.4.3) tended to bring the phase shifts down slightly.
Figure 5.1 has the more complete set of phase shifts plotted with respect to the incoming
Ps energy, E. This compares the complex Kohn phase shifts to that of the 'S CC [72] and
the 3S CC [70], along with the 135S CVM [181].

As seen in Table 5.2 and Figure 5.1, the 'S CC phase shifts are slightly below the
complex Kohn phase shifts, with a larger difference at higher x. The complex Kohn 3S
results are almost exactly the same as the prior Kohn [57], and Van Reeth and Humberston
noted then that the CC S phase shifts were higher. For scattering problems, there is
no rigorous bound, but the phase shifts are typically empirically bound. In the inset in
Figure 5.1 however, we see that the recent CVM results line up well with the complex
Kohn results for both 'S and 3S, potentially indicating that complex Kohn phase shifts are
more accurate than the CC.

Figure 5.2 shows comparisons of the complex Kohn phase shifts to that of other groups
for calculations of 'S and 3S. The different Kohn-type methods agree to the accuracy given
after methods with Schwartz singularities are removed. The current S-matrix complex
Kohn results are extremely close to Van Reeth and Humberston’s results [57], so they
follow along the solid line as well. Several groups have results that cluster very closely to
the current S-matrix complex Kohn phase shifts, namely Blackwood et al. [70], Walters et
al. [72], Chiesa et al. [63] and Ivanov et al. [65]. Ivanov et al. [65] discuss that the higher
phase shifts of Adhikari and Biswas [68] are likely to be in error. Likewise, the further 'S
calculations by Biswas et al. [183] are near that of Adhikari and Biswas [68]. The Biswas
et al. [150] phase shifts agree relatively well with the current complex Kohn and that of
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Figure 5.1: 1*S complex Kohn phase shifts. The 'S CC phase shifts [72] are given by x,

and the 3S CC phase shifts [70] are given by +. The CVM 'S and 3S phase shifts [181]

are blue and red circles, respectively. Vertical dashed lines denote the complex rotation

resonance positions [92, 175, 182]. An interactive version of this figure is available online
[3] at https://plot.ly/~Denton/3/s-wave-ps-h-scattering/.
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Figure 5.2: Comparison of 'S (a) and 3S (b) phase shifts with results

from other groups. Results are ordered according to year of publica-
tion. Solid curves - this work; x-CC[72]; @ -Kohn[57]; +-CC]J[70];
A — DMC [63]; vV —SVM 2002 [65]; A — T-matrix [183]; O —SVM 2001 [64];
V —2 channel / static exchange with model exchange [150]; A — 6-state CC [69];
B - 5-state CC [68]; O — Coupled-pseudostate [67]; A — 3-state CC [66];
% — Static-exchange [75]; > — Stabilization [184]; ¢ — Stabilization [185];

( — Static-exchange [73]; ¥ — Static-exchange [186].
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Method 0.1 0.2 0.3 0.4 0.5 0.6 0.7

This work w = 7 §; 0427  —0820 1161 1446 -1.678 —1.858 —1.964
Thiswork w — 00 8f  —0426  —0819  —1161 1446 —1.677 —1.857 —1.963
Kohn w = 6 [57] §; 0427 0820  —1161 1446 —1.677 —1.857 —1.964
Kohn w — oo [57] 6 0425 0817  —1158 1443 —1.674 —1852 —1.959
CVM [181] 5} —0.42636 —0.81973 — — — — —

CC 14Ps14H+H™ [72] 67 —0428  —0.825  —1167 —1453 —1.685 —1.867 —1.992
CC 14Ps14H [70] &, 0434 0834 —1178 1467 1704 -1.890 -2.018
T-matrix [183] &; —0.38269 —0.73419 —1.03799 —1.2924 —1.5014 —1.6667 —

2 channel ME [150] 6; ~ —0532  —0966  —1294 1546 —1746 —1910 —2.048
3-state CC [66] & 068  -120  —159 189 -213 232 248
SE [75] &; 0692 1212 —1592 1902 -2.142 -2362 -2512
5-state CC [68] &) 0362 0702  —1.002 —1252 -1462 -1.622 -1712
SE [73] 6 —0.68649 —12147 —1.6029 —19026 —2.144 —2.344 -—2511
This work w = 7 &y —0215 0431  —0.645 —0850 -1.041 -1217 -1375
Thiswork w — 00,  —0214  —0431  —0.645 —0849 -1.040 —1214 -1372
Kohn w = 6 [57] &, —0215  —0432  —0.645 0850 -1.040 —1215 -1373
Kohn w — o0 [57] 8 —0214  —0431  —0.645 —0.849 -1.038 —1211 -1366
CVM [181] 6; —0.21464 —0.43159 — — — — —

CC 14Ps14H [70] &, 0206 0414  —0.624 —0838 —1.037 —1213 —1.367
SE ME [150] 5, —0.145  —0283  —0410 0521 -0613 —0.683 —0.731
3-state CC [66] & —024 044  —069 089 —1.08 -123 —1362
SE [75] &, 0252 0502  —0722 0942 -1.142 -1332 -1502
5-state CC [68] &, —0.167  —0327  —0474 —0.602 —0706 —0.784 —0.833
SE [73] 6, —0.2469 —0.4888 —07211 —0.9402 —1.1435 —1.3300 —1.4996

Table 5.2: Comparison of S phase shifts between complex Kohn results and those from
other groups. Values in the header are x in a.u.

the accurate Refs. [57, 70, 72] for 'S but seem to overestimate the 3S phase shifts.

An extensive comparison of the S-wave phase shifts with calculations from other
groups is also shown in Table 5.2. Fewer groups have attempted this problem than the
PsH bound state problem in Table 2.4. We see that the accurate complex Kohn results are
very similar to the prior Kohn [57] and agree extremely well with the CVM results [181].
The CC phase shifts [70, 72] also agree relatively well, with closer agreement for 'S than
33,
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Method 1ER (V) IT (eV) 2ER (eV) 2T (eV)

Current work:
Average + standard deviation 4.0065 £ 0.0001 0.0955 £ 0.0001 5.0272 + 0.0029  0.0608 =+ 0.0007
Current work:

S-matrix complex Kohn 4.0065 0.0955 5.0278 0.0608

CC (9Ps9H + H™) [72] 4.149 0.103 4.877 0.0164

Kohn variational [58] 4.0072 +0.0020 0.0956 +0.010  5.0267 +0.0020 0.0597 + 0.0010
Stabilization [130] 4.007 0.0969 4.953 0.0574

CC (22Ps1H + H™) [71] 4141 0.071 4.963 0.033

CC (9Ps9H) [70] 4.37 0.10 — —

Optical potential [151] 4.021 0.0259 — —

T-matrix [183] 4.06 — — —

CC [86] 4.04 — — —

Five-state CC [187] 4.01 0.15 — —

Complex rotation [92] 4.0058 +0.0005 0.0952 +0.0011 4.9479 +0.0014 0.0585 + 0.0027
Coupled-pseudostate [67] 4.55 0.084 — —

Complex rotation [119] 4.013 +0.014 0.075 £+ 0.027 — —

Complex rotation [185] 4.455 +0.010 0.062 +0.015 — —
Stabilization [129] 5.8366 0.2693 — —

Table 5.3: S-wave resonance parameters

5.3.2 Resonance Parameters

Before the Ps(n=2) threshold at 5.102 eV, there are two very clear resonances for 1S scatter-
ing, which can be seen in Figure 5.1. The trial wavefunction we use cannot be extended
past this threshold without modifications to take into account the Ps(n=2) channel. We use
the numerical methods described in Appendix C.5 to accurately determine the resonance
parameters.

The current complex Kohn resonance parameters in Table 5.3 are very similar to that of
the previous Kohn calculations [58], but the first resonance position matches better with
the complex rotation of Yan and Ho [92]. The complex rotation can be considered one of
the best calculations for these resonances, and the stabilization method in Ref. [130] from
the same authors agrees well with the complex rotation. Both the complex Kohn and prior
Kohn calculations give a second resonance position that is at a higher energy than the
complex rotation, but the current results agree relatively well with the complex rotation
for most parameters.

The CC calculations of Ref. [72] tabulate resonance parameters through the F-wave
singlet. Their resonance parameters are close to the complex Kohn and CC results, but
there is a significant difference in the second resonance width, which is much smaller than
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Figure 5.3: 3S plot showing Schwartz singularity at low N

the other calculations. Other calculations shown in this table agree approximately on the
position and width of the resonances, with the exception of the much earlier stabilization
by Hazi and Taylor [129].

Ray [188] reports a 3S resonance in a 3-state CC approximation. This has not been
reported by any other groups, and it appears that this may not be a true resonance. The
Belfast group notes this in Ref. [67], stating that “Since H™ is in a spin singlet state, the
resonances must have total electronic spin zero. Accordingly, we find no resonances in
our triplet partial waves.” Figure 5.3 shows that for a small number of terms, we get a
Schwartz singularity in the triplet. As the number of terms increases, this singularity
disappears, which can illustrate how critical it is to have basis sets with a large number of
terms for Ps-H scattering.

54 Summary

The Kohn-type variational methods have provided highly accurate phase shifts and reli-
able resonance parameters for the *S-wave. The S-matrix complex Kohn phase shifts and
resonance parameters compare well with those of accurate calculations from other groups
[70,72,181].
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P-Wave

IKE the S-wave in Chapter 5, the general formalism in Chapter 3 was developed much
later than the P-wave derivations and code were developed. So though the analysis in
Chapter 3 will work properly for the P-wave, it is worthwhile to show the exact formulas
that are used in the P-wave long-range code. Similar to the S-wave (Chapter 5), we used
Van Reeth’s [171] P-wave notes and code for guidance in performing our derivations and
writing code.

6.1 Wavefunction

We include both short-range symmetries for the P-wave, so that Equation (3.1) becomes

B _ N'(w) ) N'(w) _
‘Pf't =5+ Lli’t C1+ Z ciPri + dja;. (6.1)
i=1 =1

]

The forms of the long-range terms S; and C; are found in Section 3.1. Like for the S-wave
and as mentioned in Section 3.3, we compute only matrix elements with the barred S and
C; for the Kohn, then use these to construct the matrices (Equation (3.56)) to compute the
other Kohn-type variational methods.

The short-range terms are given by Equation (3.9), rewritten as

¢1i = (1 = Pa3) Y10(01)r1¢; (6.2a)
$2j = (1 £ Pa3) Y10(02)r29;, (6.2b)

where ¢; and ¢; are given by Equation (2.1c). We also use the shortcuts
(Pli = Vlgbj and gsz = 7’24?]'. (6.3)

We refer to the short-range Hylleraas-type terms ¢1; and ¢»; as the first and second sym-
metries, respectively.
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To derive the form of the matrix elements involving C;, we used the Mathematica code
in Figure 3.1 to find that

% <v§ 4 K2> Y7 (85, 9p) n11(x0) f1(p)

__pf"(p) [kpsin(xp) +cos(xp)] + 2f'(p) [(x*p* — 1) cos(xp) — xpsin(xp)] (6.4)
2K2p3 o

Derivations are not given in the following sections —just the final results for each matrix
element. The notes on derivations are available on my figshare page [2].

6.2 First Formalism

We used two different formalisms for the P-wave. The first places the orbital angular
momentum mainly on the positron (r;) and the electron of Ps (r,, and 73 with exchange).
Section 6.3 covers the second formalism that we tried.

6.2.1 Matrix Equation

Since the P-wave trial wavefunction has two sets of short-range terms, the matrix equation
can be seen from Equation (3.56) to be

[ (6,562 (C.Lpu) -+ (CLpn) (CLn) -+ (C L) | [L] [ (6,552
($11, LC) (P11, LP11) - (P, LPin) (P11, LPa1) -+ (P11, LPan) | | a1 (11, LS)
(¢1N15§) (P, LP11) -+ (PN LPin) (PN, LPa1) -+ (i LPan) | |en| = — (¢1Nrﬁ§) :
(P21, LC) (P21, LP11) -+ (Par, LPin) (P21, LPa1) -+ (P21, LPan) | | da (21, LS)

L(gon, LC)  (fon, LP11) -+ (Pan, LPin)  (Fon, L) -+ (Fan, LPan)] Ldn ] _((ﬁZN/E%)_ )

6.5

The analysis in Section 3.3 applies directly to the P-wave.

6.2.2 Short-Range — Short-Range Matrix Elements

Due to the angular dependence of the Y? (6, ¢) spherical harmonic, the P-wave short-short
integrals are more complicated than the S-wave. Using the results in Appendix A, these
integrals with both symmetries can be written as shown in Equations (6.6) to (6.9). Each
of these equations has re-expressed the Laplacian as the gradient-gradient, allowing us
to use Equation (2.10). Full derivations are available from the Research Wiki [4] and on
tigshare at http://figshare.com/s/82e47cbe0d9bl1e58ed806ec4b8d1£61.
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The short-short matrix elements involving all four combinations of the two symmetries
are given below:

3
(Pri, L1j) =2 27T/ { k—zl [Vrk(Pli - Vi ¢1j = Vi ¢y - Vr,}Pij]
2 2 2 2 2 2 1 2
+ |- = _ = + = —2Ey —2Eps — K> + =
o r2 13 rip 1z 123 2 i
X <<P1z'4>1]’ ifl’liqbij) }dTint (6.6)
. 3 , 2
((le', E‘PZ]') =2- 27‘[/ Z [Vrk(]hi * Vi ¢2j & €08 023 Vi, o - Vrk(PZj} + r—z(Pziépzj
k=1 2

/ r1 r
F ¢oipy; | pi— (cos B1p — cos O3 cos 013) + m’;——(cos b13
j 2 i 2
3713 raryp

. o r3
— c0s 03 cos B15) + sin® 63 qi—>s + q;—z
1”31’23 1’21’23

2 2 2 2 2 2 1
+[ ———————— ——|———2EH—2EpS——K2}
oo r2 13 tip T3 123 2
X <4>2i472j + cos 923¢2i4>§j> }dTint (6.7)
(P11, Loj) =221 / Y. [COS 012V 1 + Vi pj £ c08 013Vr, ¢, - Vrkfl’z]}
k=1

I3 3
F Pri¢2j |gi—>(cos 13 — cos B13 cos 03) + pj—7(cos ba3
215, SLET

. 1 2
— 08 015 cos B13) + sin? 0y, | m; 5+ mi—>

4] 72
/ !/
F ¢1:0y: | gi— (cos By — cos 013 cos Ba3) + m (cos B3
j 2 i 2
r3¥53 SLEY

. r r
— cos 015 cos By3) +sin® 013 | p; 12 + p;' 32
1’31’13 1’11’13
2 2 2 2 2 2 1
+{ ———————— —+——2EH—2EPS——K2]
r ra r3 rip riz o 123 2
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X (COS 012¢1i¢2; + cos 913<P1i¢§]') }dTint (6.8)

3
(QEZi/ 591_71]') =2 27[/ { Z cos 012 [Vrk¢2i ’ Vl‘k(Plj + Vi - Vrk¢ij:|

k=1

»
F ai; {pi 7‘17’?3 (cos 023 — cos B2 cos 013) + g, (cos 013

r2¥23

2
.2 ]
— cos 017 cos Op3) + sin” 015 | m; m;
r17r12 72712

"3
F 4’2i4’i]' [pi v (cos B3 — cos 015 cos by3) + q] 332 (cosbq3
13

r r
— c0s 05 cos B3) + sin? 6y, (ml- 2 5 +m—L 2)]

1712 o112
2 2 2 2 2 2 1
+{ ———————— ——|———2EH—2EpS——K2}
r rp 13 rip T3 123 2
X cos 012 <4>2ifl>12j + 4’21’473]') }dTint (6.9)

The cos 0;; that are present in these equations have to be rewritten in terms of r; and
rij using Equation (B.44) so that the short-short code in Section 4.1 can be used with these.
I wrote a Mathematica notebook (see Appendix D) that transforms these equations into a
form that allows us to copy and paste them directly into Fortran code.

6.2.3 Short-Range — Long-Range Matrix Elements

Like the S-wave in Section 5.2, we derived these and wrote code using these results based
on Van Reeth’s [171] notes and codes before we developed a general formalism described
in Chapter 3. They can easily be shown to be equivalent, but it is easier to compare these
forms to the P-wave long-range code.

_ - 71+ 79 cos @ 2 2 2 2
(o 50 = Var [ [0 (222 2
1Y 4] 2 T3 123

0 2 2 2 2
+ w (— - - —+ —) 523] ATint (6.10)
0 rn r3 ri2 123

(¢1i,LCy) = —Zﬂﬁ/¢1i
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{ PR (o) | (2 - 7 = 2+ 2 ) (s fule)
|00 (s op) + cos(ip)) = 351 (p)m (sp)| | & 2500000, (r12) 0 1)
|10 () + coston) = 371 ma(se') ||| 611)

2 2 2 2
2 6 - — 4+ —
(4)2],551 71/472] { (ro + 11 cos012) (Vl P + 723) S

2 2 2 2
+ — (r1 cos 617 + 13 cos 6r3) (— —— ——+ —> 523} At (6.12)
o’ oo r3 Trpo 13

(4_)2]',£C1) = —Zﬂ\/%/(l)zj

rp4r 0 2 2 2 2
y { 24nCosbag e [(_ 22, _) m(xo)fi(p)  (6.13)
p rnorn rnz 13

+ |file omxp) + costep) = 51 (pmep)|

n r1 COS 012 + r3 cos Or3

P Dps(r13)Pr(r2)
2 2 2 2 o
X {(a—g—a‘i‘a) n1(xp") f1(p") (6.14)

6.2.4 Long-Range — Long-Range Matrix Elements

The long-long matrix elements are a straightforward application of the £ operator on S;
and C;. The resulting integrals after external angular integration (see Appendix A) are
given below:

Ll 2 2 2 2
5, L5 /—{5'5 (—————+—)
(51,£51) = 2 oo’ |7} "\ s om

X (r% + 1172 cos 012 + 1173 €Os B3 + 1273 COS 923)] Aty (6.15)

1 2 2 2 2
(C1, L51) = ”/—, {c{sl (— R —)
2J pp roor2 riz 123
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X (7’% + r17p cos 017 + 1113 cos 013 + 113 cos 923)} AT, (6.16)

(C1,LCy) = 27TK/CPPs(ﬁz)CPH(VEs){2®ps(712)¢H(73)n1(KP)f1(P)

< (5 F1(0) (ra(sp) + costp)) = 37 ()
1
inp’
X @ps(r13)Pri(r2)m1(xp") f1(p')

< mseton) (2 -2 - 2+ 2)

r1 2 T3 123

(1’% ~+ r17p cos 017 + 1113 cos 013 + 113 cos 923)

+ (%fl’(p) (n1(xp) + cos(xp)) — %f{’(p)nl(xp))} }dTint (6.17)

6.3 Second Formalism

Van Reeth and Humberston [58] had difficulty with convergence of the 3P phase shifts.
They specifically state:

“The present triplet p-wave phase shifts are not yet fully converged; at very
low energies we estimate them to be ~ 20% below the fully converged values
and ~ 3% in the higher energy range. This relatively poor convergence is due
to the fact that we have not yet included in the wavefunction a set of terms for
which the unit of angular momentum is on the electron in the H atom.”

Due to this, we looked at a second formalism that includes these short-range terms instead
of what we call the first formalism in Section 6.1. This second formalism places the orbital
angular momentum mainly on the Ps (p) and the electron of H (r3, and r, with exchange).

6.3.1 Wavefunction

The trial wavefunction that we use for the second formalism is similar to the first formalism
in Section 6.1.

_ _ N(w) N(w)
Y =S+ L7 Ci+ Y i+ Y dids (6.18)
i=1 j=1
The new short-range terms are given by
Boi = (14 Px3) Y7 (6, 9p) 0 ¢ (6.192)
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$3; = (14 Py3) Y (63, ¢3) 3¢ (6.19b)

These place the angular momentum on the Ps and on the electron of H, instead of on the
positron and the electron in the Ps. In the first formalism, some amount of the angular
momentum is placed on the second electron through the P»3 permutation operator.

The short-long terms can be directly computed by changing the short-range terms in
the code, but the integration routines (see Section 4.1.1) for the short-short terms cannot
handle the p factor of ¢, directly. The following relations are used:

1
Y7 (6p, 9p) = 5 [71Y9(91, @1) +12Y7 (62, 902)] (6.20a)
1
o'Y? (Qp'r (Pp’> =3 [71Y?(91/ @1) +13Y7 (65, @3)] : (6.20b)
The first of these is obtained by substituting

cos6, = 11 cos 61 + 17 cos 0 621)

2p

in the Y} (6, ¢,) spherical harmonic. The second is found by using the P»; permutation
of this.

6.3.2 Short-Short Matrix Elements

The (¢,i, LP,j) matrix elements of the second formalism can easily be rewritten in terms
of the first formalism by using Equation (6.20). In terms of the first formalism (denoted by
1st subscripts),

- - 171, - - - - - - _
(Pois LPpj) = 1 [(4’11', LPrj) ., + (Prir Loj) 1, + (P2i L1)) 1, + (D21 54’2]')154 . (6.22)

The other types of terms cannot be expressed as combinations of the first formalism results,
but these calculations are similar to the first formalism.

(Poir L3j) =(Y10(01)r1i, LY10(03)130;) + (Y10(62) 72001, LY10(03)7307)
£ (Ya0(01)r19pi, LY10(62)r29) = (Y10(62) 729, LY10(02)7297) (6.23)

(Pois LP3j) = £(Y10(02)r29;, LY10(61)r1¢7) £ (Y10(02)r29;, LY10(62)7207)
‘|‘(Y10(92)1’2(P1{, £Y10(91)7’1(P]/~) + (Y10(92)r2q>f, £Y10(93)1’3(P;) (6.24)

(Ppis Lp3j) =2 [i(Ylo(Gz)fszif£Y10(93)7347j) + (YlO(OZ)FZsz/"£Y10(92)r2¢;)]

Derivations for all four of these are found on figshare [2].
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o) o7
x | 15t Formalism 2" Formalism | 15! Formalism 2" Formalism
0.1 2.2672 2.2772 —1.7973 —1.8073
0.2 19171 19171 —1.6872 —1.6772
0.3 6.0871 6.0871 —5.5472 —5.5272
0.4 9.93~1 9.9371 —1.1571 —1.1571
0.5 1.14 1.14 —1.8471 —1.8471
0.6 1.16 1.16 —2.49~1 —2.4873
0.7 1.15 1.15 —2.9371 —2.9371

Table 6.1: Comparison of P phase shifts for the first and second formalisms (w

6).
The 2" formalism for 0, uses 889 terms, while the others use 924 terms.

6.3.3 Short-Long Matrix Elements

The short-long second formalism matrix elements are easily written as combinations of
matrix elements from the first formalism. In terms of the first formalism (denoted by 1st
subscripts),

(qspi/ LS_l) =

(qspi/ ‘Cc_l) = 2

[(q—)li/ ‘Cs_l)lst + ((ﬁZil ‘Cs_l)lst] (625a)

[(gl_)li/ 'Cc_l)lst + <4_)2l" ‘Ccl)lst] :

[l

(6.25b)

Since these are both linear combinations of the first formalism results, the code is a straight-
forward adaptation of the first formalism code.

6.3.4 Phase Shifts

The phase shifts for 'P and 3P in Table 6.1 were not improved in general by using the
second formalism and were even lower in the ¥ = 0.1 triplet case. One exception is
x = 0.3 for 3P, where the second formalism phase shift is slightly higher. We note that
this is the same result as the w = 7 case with 1000 terms as presented in Table 6.2. The
difficulty with the second formalism is that linear dependence becomes more of an issue,
forcing us to only use 889 terms for w = 6 and unable to do an w = 7 run. I tried an w =7
run with the Todd energy program, but it could only select 767 terms, leading to worse
phase shifts than the w = 6 runs.

The energy eigenvalues in Tables C.5 and C.6 were also lower for the first formalism,
so we did not pursue using the second formalism any further. The convergence of the
phase shifts for the first formalism, even for P, appears to be good. The second formalism
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was not tried for the D-wave due to its difficulty and because it did not generally improve
the results for the P-wave.

6.4 Results

Results in this section were computed using the nonlinear parameters «, 8, and -y described
in Appendix C.1.3, which has discussion on how these were chosen.

6.4.1 Phase Shifts

Table 6.2 compares the current S-matrix complex Kohn phase shifts for the first P-wave
formalism with that of other groups. We use w = 4 — 7 phase shifts to do the extrapolations
for w — co. The % Diff entries comparing the w = 7 and w — oo extrapolated phases
shifts give an estimate of the error for the complex Kohn results. The singlet results are
converged very well. The triplet results are also converged well, but there is more possible
error at k = 0.1 and x = 0.7. Even with these slightly larger percentages, the 3P phase
shifts appear to be well converged.

The different Kohn-type variational methods generate phase shifts that agree with the
S-matrix complex Kohn results presented in Table 6.2 when methods with Schwartz sin-
gularities are removed. The previous Kohn / inverse Kohn P phase shifts [58], published
only in graph form in their paper, agree well with the current S-matrix complex Kohn
phase shifts though generally are slightly higher.

Table 6.2 and Figure 6.1 give good comparisons with the CC results of the Belfast group
[70, 72]. The complex Kohn phase shifts are higher for 1P, but they are slightly lower for
much of the range for 3P. We note that this was also the case for the S-wave (see Table 5.2
on 73), but the CVM results seem to confirm the complex Kohn S phase shifts. Both the
S-matrix complex Kohn and the CC phase shifts of the Belfast group appear to give the
most accurate sets of phase shifts, with the current complex Kohn giving highly accurate
results.

Figure 6.2 gives a detailed comparison to phase shifts from many other groups, similar
to the S-wave comparisons in Figure 5.2. The 5-state CC method of Adhikari and Biswas
[68] again gives phase shifts that do not agree well with other methods, and Ivanov et al.
[65] has a detailed discussion of this. The SVM results of Ivanov et al. [65] follow along
well with the current complex Kohn and the CC [70, 72] but are below throughout the
energy range. The SE [73, 75] and smaller CC calculations [66] do not match the complex
Kohn phase shifts well.
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Method 0.1 0.2 0.3 0.4 0.5 0.6 0.7

This work (w = 7) &; 02261 0.191 0.609 0.994 1.140 1.162 1.152
This work (w — 00) & 022771 0.192 0.611 0.996 1.142 1.163 1.154
% Difft 0.465%  0.306%  0.314%  0.205%  0.140%  0.137%  0.181%
Kohn (w = 6) [171] &, 0226"1  0.192 0.612 0.997 1.143 1.165 1.155
CC 9Ps9H+H ™ [72] 6] 02211 0.183 0.580 0.956 1.106 1.134 1.133
CC 9Ps9H [70] 6, 021371 0.175 0.545 0.908 1.068 1.103 1.099
3-state CC [66] &; 8.1473 6.27 2 0.190 0.358 0.489 0.551 0.556
SE [75] 6, 079872 06141  0.186 0.349 0.477 0.536 0.538
5-state CC [68] 6, 04772 037071  0.116 0.239 0.372 0.478 0.541
SE [73] 6, 0.792 0.61171  0.1853 0.3487 0.4772 05361  0.5388
Thiswork (w =7)é;  —0.17872 —0.167"! —0552"1 —0.115 —0.183 —0.248 —0.292
This work (w — o) 6; —0.17272 —0.165"! —0540"! —0.114 —0.182 —0246 —0.288
% Diff~ 3.176%  0993%  0.749%  0.698%  0.749%  0.896%  1.237%
CC 9Ps9H [70] 6, —0.95373 —0.1227! —0456"! —0.104 —0.178 —0.247 —0.295
3-state CC [66] &; —44373% 3082 —85172 —0159 —023 —0.302 —0.332
SE [75] 6, —0.5032 —0.352"1 —0980~! —0.18  —0287 —0.390 —0.488
5-state CC [68] 6, —0.23372 —0.1671 —0476"1 —09181! —0.142 —0.190 —0.228
SE [73] 6, —05072 —0.350"! —0978"1 —0.1860 —0.2872 —0.3906 —0.4882

Table 6.2: Comparison of the S-matrix complex Kohn *P phase shifts with results from
other groups. % Diff* is the percent difference between the current complex Kohn w = 7
and w — oo results. Values in the header are x in au. Exponents denote powers of 10.
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Figure 6.1: 1°P complex Kohn phase shifts. The P CC phase shifts [72] are given by X,
and the 3P CC phase shifts [70] are given by +. Vertical dashed lines denote the complex
rotation resonance positions [92]. An interactive version of this figure is available online
[3] athttps://plot.ly/~Denton/4/p-wave-ps-h-scattering/.
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Figure 6.2: Comparison of 'P (a) and ®P (b) phase shifts with results from other
groups. Results are ordered according to year of publication. Solid curves -
this work; x — CC [72]; @ — Kohn [57]; + - CC [70];v — SVM 2002 [65]; A — 6-state CC [69];
W - 5-state CC [68]; A — 3-state CC [66]; % — CC [75];  — Static-exchange [73].

86



Method 1ER (V) IT (eV) 2ER (eV) 2T (eV)

Current work:
Average + standard deviation 4.2856 £0.0001 0.0445 £ 0.0001 5.0577 £0.0004 0.0459 + 0.0005

Current work:

S-matrix complex Kohn 4.2856 0.0445 5.0579 0.0459

Kohn variational [58] 429 +0.01 0.042 £ 0.005 — —

CC (9Ps9H + H™) [72] 4.475 0.0827 4.905 0.0043
Stabilization [130] 4.287 0.0446 5.062 0.0563

CC (22Ps1H + H™) [71] 4.401 0.029 5.108 0.017

Optical potential [151] 4.472 0.082 — —

Five-state CC [187] 5.08 0.004 — —

CC (9Ps9H) [70] 4.66 0.084 — —

Complex rotation [92] 42850 +0.0014 0.0435 +0.0027 5.0540 + 0.0027 0.0585 =+ 0.0054
Coupled-pseudostate [67] 4.88 0.058 — —

Table 6.3: P-wave resonance parameters

6.4.2 Resonance Parameters

The P-wave has two resonances before the inelastic threshold, as seen in Figure 6.1. These
resonances are shifted to higher energies than the S-wave, and we use the numerical fit-
tings described in Appendix C.5 to determine the resonance parameters given in Table 6.3.

Table 6.3 has the !P-wave resonances calculated in this work and compared to that of
calculations from other groups. The complex rotation result of Yan and Ho [92] is one of
the most accurate calculations of these resonance parameters. The positions of the first and
resonances using the complex Kohn agree very well with the complex rotation, as does
the width of the first resonance. We find a width for the second resonance about half that
of the complex rotation. A more recent result of Yan and Ho uses a stabilization method
[130], which has a result for the second resonance closer to the complex Kohn result.

The CC results of the Belfast group [70, 71, 72] show again that the H™ channel is
important for the resonances. The ! Eg that they calculate is still higher than this work and
that of Yan and Ho [92, 130], but it is roughly comparable. The 2Ey they calculate is lower
than the complex Kohn, stabilization and complex rotation, although it is also close. The
complex Kohn and complex rotation second resonance widths are much larger than the
CC.

6.5 Summary

We have investigated the P-wave by using two different formalisms but found little dif-
ference in the resulting phase shifts between them. Using the first formalism S-matrix
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results, we have obtained accurate 13P-wave phase shifts that converge well and compare
against the results from multiple groups. We also obtain reliable 'P resonance parameters
that compare well with those of other groups.
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D-Wave

AN Reeth [171] had D-wave notes that I used as guidance for the D-wave derivations.

He also had code for the !D-wave that we used to compare our independent code

against after it was written. His D-wave work was unpublished, unlike that of the S-wave
[57, 58] and P-wave [58].

7.1 Wavefunction

Similar to the discussions for the S-wave (Chapter 5) and the P-wave (Chapter 6), here we
present the D-wave wavefunction for multiple Kohn-type variational methods in Equa-
tion (7.1), but throughout this chapter, we only consider the Kohn variational method. The
wavefunction for each of the variants of the Kohn can be easily constructed from this by
using the general formalism in Sections 3.1 and 3.3. The general D-wave wavefunction is
given by
~ . N(w) N'(w) N'(w)
YE=S+L"C+ Y adu+ Y digoj+ Y feior. (7.1)
i=1 =1 j=1

The long-range S; and C, are given by Equation (3.3). As noted in Section 3.1, the full
wavefunction has (¢ + 1) = 3 short-range symmetries. The short-range terms are given

by

$ri = (1= Pys) Yoo (61)r7¢h; (7.2a)
Poj = (1= Po3) Yoo (62)r3¢); (7.2b)
P12k = (1 Po3) ¥(31,12,0) (61, 02) r172¢%, (7.2¢)

where ¢;, ¢; and ¢y are given by Equation (2.1c). We also use the shortcuts

P = 1’%4)1-, $oj = 1’%4)]', and ¢y = r172¢%. (7.3)
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The mixed symmetry terms, given as ¢, are discussed in Section 7.5. There is also a
second formalism, similar to that for the P-wave (Section 6.3), which we did not use.

Only the results of the derivations of the matrix elements are shown here, but full
derivations are found on figshare [2].

7.2 Short-Range — Short-Range Matrix Elements

The D-wave short-short integrals are generally more complicated than those for the S-
wave and P-wave. Equations (7.4) to (7.7) give the short-short integrals needed evaluate

the matrix in Equation (3.56). Full derivations for each of these are given in separate notes
available on the Wiki [4] and figshare [2].

3
(P11, Lp1j) :2'27T/ {kz [Vl‘k¢1i . Vrkfl’ljinkali'Vrkﬁbij]
—1

2 2 2 2 2 2 1
+ === _ = 4+ = _2FEy —2Eps — K2—|—6
rnoor2 13tz M3 123 2 2
X <<P1i4>1j id’liqb{j) }dTint (7.4)

3
(¢ois Lj) =2 27(/ { Y. [VerI)Zi - Vi oj £ (1 — 3sin 923) Vi $2i - Vrk§b2]] 24921472]

k=1 )

r
F 34’2i¢£]' cos 63 | pi 12 (cos 01 — cos 63 cos B13) + m] 5~ (cos 013
I3l rarf
.2 3
— €08 023 cos 613) + sin” O3 ql q]
723 rarys

2 2 2 2 2 2 1
+{ ———————— —+——2EH—2EPS——K2]

rnora 13 rip 3 123 2

X | oigpoj & (1= 3 5in® 023 ) oy }drmt (7.5)

3
(§1i, Loj) =227 / { y [(1 — 3 sin? 912) Vi b1i - Ve,

k=1

+ (1 — 3 sin? 913) Vi1 - Vrkaéj]
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3 3
F 3¢1i¢pj cos 012 | gi—75(cos 13 — cos 012 cos 6p3) + pj—7-(cos b3

. r 2
— cos By cos By3) + sin? 01, m; 12 +mi—=
r2r SLEY)

2 r2
T 3(/)11-qb§]~ cos 613 |g;—5(cos 012 — cos B13 cos b3) + m;—z (cos o3

) 1 ) 13
— cos 01, cos0q3) + sin? 0 i + p;
12 13) 13 <P1 rot? P; " )

2
13 13
{ 2 2 2 2 2 2 1 }

+

s s S & Z = _2Fy—2Eps— =k?
ro rp r3 T T3 123 2

x [ (1= 3sin2012) guigpy & (1 § sin 013 ) prighy | }drint (7.6)

3
(i Lrj) =2 Zn/ { y <1 — 3 sin? 912> [Vrkfpzi * Vi 1j £ Vi o - Vrkf/’i]}
k=1

13 3
Bnipr; s 1 | pi—2— (cos B3 — cos B2 cos 0 13 (cos®
T 3¢oigprj cos b1n [plr1r132 (cos Bp3 — cos 01, cos 13)—|-E]]727232 (cos 013

. ) 1
— 08 01 cos 03) + sin? 01, (mi 5 +m; 5 ) ]
r1t12 2712

r3 r3
T 3¢2icp1j cos 012 | pi—5-(cos B3 — cos 613 cos b13) + ‘7;‘—2 (cos b3
1113 r2r23

— 05 01 cos 03) + sin? 01, (mi 2 >+ AL )}

m.
r1r12 1727122
2 2 2 2 2 2 1
+{ ———————— ——i———ZEH—ZEps——KZ}
r rp 13 Trip 113 123 2
X (1 — 3 sin? 912) <472i471j + 4’2:‘4’1]') }dTint (7.7)

The cos 8;; factors in each of these must be re-expressed in terms of r; and r;; by using
Equation (B.44) so that these can solved using the techniques given in Section 4.1.1. Similar
to the P-wave, I wrote a Mathematica notebook (see Appendix D) that transforms these
equations into a form that allows us to copy and paste them directly into Fortran code.
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7.3 Short-Range — Long-Range Matrix Elements

To calculate £C,, we again use the code in Figure 3.1 to get

% (V2+2) Y2 (60, 90 )ma(xp) fo ) =
_%3()4 {pfﬁ'(p) [<3 _ K2p2> cos(kp) + 3xp sin(Kp)}
2800 s (2 6)sint) 3 (<37 2) cost] } . 79

To simplify these equations, define

ZS) :#S;p) = <% — % — % + %) D ps(r12)Pr(r3) V2K jo (cp)
26, =#C;p) (B2 - ) nlr)@u(a) VB ) flp)
= @) @i (r2) V23 {[4ma(op) — 260 m (s0)] o) —pmalip) )} 79)
Equivalently, / /
LS, = #Zp/) and £C, = #(épl). (7.10)

Each of the following equations has multiple forms that can be used due to the proper-
ties of the permutation operator, but these equations show the form that we used in our
code. These equations are mainly straightforward applications of the external angular
integrations in Appendix A to the matrix elements of Equation (3.56).

- _ [ 3r2 sin® 6 3r2sin? 0
(11, L£S2) = \/5'2”/4)11‘ <1 - %) ZLS £ (1 - 38sz L8y | ATy
i (7.11)
_ - [ 3rZsin? 0 372 sin? 0
(f1i, LCo) = \/E-zn/% (1 - ZTzu> LCy+ (1 - SSTZB £Ch | dTi
) (7.12)
o 3(ricosbip +1)% 1
() £52) 2\5'2”/4’21 [( ( 502 o 5 )52
2
+ (3(” < 9128;;3 cosfis)? %) gs&] ATt (7.13)
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2
(¢2, LCo) =\/§-27r/4>2j [(3(” C0582122+r2) _%) 26,

2 1
n 3(rq cos b1 +27’3 cos 63) — = | 2| dti (7.14)
8o’ 2

7.4 Long-Range — Long-Range Matrix Elements
Similar to the short-short terms, the derivations for the long-long terms are available on

the Wiki [4] and figshare [2]. After external angular integrations (see Appendix A), these
matrix elements are:

s 2 2 2 2\ [34pr+40”7 -2 1
=4 R S T 3)° L ‘
(SZI ESZ) 27(/ {SZSZ (7’1 r 13 + 7’23) [8 16p2p/2 2 dTmt

(7.15)

S (2 2 2 2\ [3(4p2+4” )2 1],

(Cz,ESz)—:i:27r/{52C2 (71 b 713+723) [8 16020 2| (i
(7.16)

.- 2 2 2 2\ [3(402 4407132 1

S5, LCy) =21 | {£S4C (———__+_> ° ) 1

(52 £C) /{ 22\ rs ) |8 160p20" 2

3 (402 + 40 —12)2 1

X % ([4n2(x0) —2xp n1(xp)] f3(0) — pm2(xp) f3 (P)) }dTint

(7.17)
. 2 2 2 2\ [3(4p2+4p7 %)% 1
Co, £Gy) =21 [ {£C)C (———__+_) 2 3) 21
(@ £) /{ 22\n . rmz 3] |8 160p20" 2
3(40% + 407 —13)2 1
_ [CZ + (g 16p2p’2 — 5 Cé \/ﬂq)ps (7’12) CDH (7’3)



X % ([4n2(xp) — 2xp n1(x0)] f5(0) — pn2(xp) f3 (0)) }dTint-

7.5 Mixed Symmetry Terms

According to Schwartz [132], to have a complete description, each partial wave needs ¢ + 1
symmetries. As shown in Equations (5.1) and (6.1), we use the full sets of symmetries for
the S-wave and P-wave. There is a third symmetry for the D-wave, which we refer to as
the mixed symmetry terms, or mixed terms, given by

+1
w(gll £2/ L/ M) - 1/)(1,1,2,0) = Z Yl,m(91/ (Pl)Yl,m(92/ 4)2) <1/ m, 1/ —m, 0|2/ O>

m=—1
=Y1,-1(01, ¢1)Y1,+1(62, ¢2) (1,—1,1,4+1|2,0)
+ Y1,0(01, ¢1)Y1,0(62, 92) (1,0,1,0(2,0)
+Y1,41(01, 91)Y1,—-1(62, 92) (1, +1,1,-1|2,0), (7.19)

where /1 and ¢, are the angular momenta on the particles in Ps, and L and M give the
angular momentum of the Ps. These three terms can be combined into a single set as

31
(1,120 (01,62) = Ec% (3cos 6y cosf —cosbyy) . (7.20)
This avoids the issue of dealing with complex terms in the m = —1 and m = 1 cases. Refer

to Appendix B.7 for the derivation of Equation (7.20) from Equation (7.19).

The short-long matrix elements that include the mixed terms are not much more diffi-
cult to deal with than the first and second symmetry terms. The evaluation of the short-
short matrix elements involving the mixed terms is much more difficult than those with
just the first and second symmetry terms. I spent some time trying to derive the expres-
sions for the short-short matrix elements but ran into difficulty doing so. There has been
some preliminary progress on this front.

For three-body problems, the mixed terms are substantially easier to deal with. For
eT-H, Refs. [50, 131, 189, 190, 191] used the mixed terms. Dunn et al. [192, 193] also treated
et-He as a three-body problem, using one-electron models of He and including the mixed
terms.

Prior work [50, 95] on e "-He scattering (also a four-body problem) neglected the mixed
terms. The justification they used was that for e™-H scattering, adding the third symmetry
changed the K-matrix elements less than 1.5%. The e'-H scattering problem also has
mixed terms, but these are much easier to deal with analytically, since it is a three-body
problem. However, this conclusion is now believed to be in error, as described in Ref. [56].
A corrected code in a preliminary investigation by Van Reeth and Humberston [194] for
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e"-H scattering found that these mixed terms can change the K-matrix elements by about
10% near the Ps formation threshold. Since they believed that the mixed terms did not
contribute much, they were neglected for e'-He scattering and virtual Ps terms were
added in to improve the convergence, getting the final results to within 1 to 2% of the
corrected code from this preliminary investigation. It is clear that these virtual Ps terms
are no longer needed if the mixed terms are included.

The same preliminary investigation [194] also looked at e™-H scattering. This investi-
gation found that the mixed terms change the !D and 3D phase shifts less than 1%, but the
D phase shifts are affected more by the inclusion of the mixed terms. The 'D phase shifts
are affected less at low x and more at higher x, though the contributions are still small.

Due to the difficulty we had evaluating the analytical portion (the external angular
integrals) for the mixed terms, we only included the first two symmetries in the D-wave
calculations in this work. The preliminary investigation [194] took place only recently,
after we had attempted other methods to accelerate the convergence of the D-wave phase
shifts. As we discovered in Section 7.6, this turns out to be an acceptable approximation.

7.6 Results

This section gives the results of the 1*D-wave calculations using the nonlinear parameters
determined in Appendix C.1.4.

7.6.1 Phase Shifts

Table 7.1 and Figure 7.2 show the final results of the phase shifts using the S-matrix
complex Kohn with the nonlinear parameters given in Appendix C.1.4 and compares to
multiple other calculations by other groups. One of the most easily noticeable problems
is the poor convergence for x = 0.1 for both 'D and 3D. As mentioned in Section 4.4 on
page 64, our code does not seem to handle very small phase shifts particularly well, and
we likely would have to increase the number of integration points further. Also, the lack
of mixed terms likely affects the convergence. Both of these effects likely combine to give
a bad extrapolation of over 100%. However, note that the phase shifts for x = 0.1 are not
extremely far from the CC of Refs. [70, 72]. We do not show this extrapolation for 1D in
Ref. [56], as it is obviously not good.

For ¥ > 0.2, the extrapolations look more reasonable, and for 1D, the phase shifts look
relatively well converged, especially for x > 0.3. We believe that with the exception of
x < 0.2, the 'D phase shifts are reasonably accurate, even with the omission of the mixed
terms. The 'D phase shifts for w = 5 and w = 6 differ by less than 10%.

For ®D, the extrapolations are worse when the phase shift curve goes from positive to
negative, which happens around « = 0.35, as can be seen in Figure 7.2(b). In Ref. [70], they
note that this change in sign of the phase shifts indicates a switch from being repulsive
at low «x and attractive at high x. In the higher x region (x > 0.5), the °D phase shift
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Method 0.1 0.2 0.3 0.4 0.5 0.6 0.7
This work (w =6) 6" 1.367* 29973 16072 4982 113! 206! 328!
This work (w — 00) 67 4247% 31873 16272 5052 114! 20971 33371
% Difft 103.0%  627% 154% 133% 152% 1.67% 1.67%
% Difft CC 39.1% 154%  7.81% 4.71% 2.62%  0.97% 1.23%
CC9Ps9H+H™ [72]6f  2.027* 34973 17372 52272 116! 208! 32471
CC 9Ps9H [70] 6, 1467% 3153 16572 4952 108! 19471 30271
3-state CC [66] 6, 32275 9297% 59673 20172 46372 82972 12371
SE [75] 6, 31875 9.17% 5873 1972 45472 8092 119!
5-state CC [68] 65 18 534 353 1272 292 552 8.872
SE [73] 65 0.0 0.0009 0.0058 0.0195 0.0453 0.0810  0.1194
This work (w =6) 6, 581> 7.127% 1073 —2.007% —1.1272 —2652 —4452
This work (w — 00) 8, 3.137*  8.677% 14173 —1.207% —9.3472 —23272 —4.0272
% Diff~ 137.4%  19.6%  244% 39.8% 135%  9.10%  6.28%
CC 9Ps9H [70] 6, 848> 1153 2843 2373 —4663 —1852 3272
3-state CC [66] 6, —27475 —7777% 48373 15572 34172 —-5837%2 82572
SE [75] &5 —3.007° —856 % —537% 17672 —3952 —7.0372 —1.06"!
5-state CC [68] 65 145 —40* 263 863 202 362 552
SE [73] 6, 0.0 —80% —533 17472 —3952 —7042 —1.06271

Table 7.1: Comparison of 1*D phase shifts and comparisons with other groups. Values
in the header are « in au. % Diff* is the percent difference between the current complex
Kohn w = 6 and extrapolated values. % Diff" CC is the percent difference between the
complex Kohn w = 6 and CC 14Ps14H+H™ [72] phase shifts. Exponents denote powers

of 10.
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convergence is much better, getting down to ~ 6%. Due to the worse extrapolations for
3D than for the 1S, 13P, and D partial waves, we do not report any D extrapolations in
Ref. [56].

We see from Table 7.1 and Figure 7.2 that the CC phase shifts [70, 72] are generally
above the S-matrix complex Kohn phase shifts. The exception is the ¥ = 0.7 phase shift for
ID and the extrapolated phase shifts for ¥ = 0.6 and 0.7, where the complex Kohn results
are slightly higher. For !D, the complex Kohn and CC [72] results overall agree very well,
as seen in the fourth line of Table 7.1, with percent differences ~ 1% at higher «.

There is much more discrepancy between the D complex Kohn and CC phase shifts,
as can be seen easily in Figure 7.2 and the inset of Figure 7.1. This discrepancy plus the
poorer D extrapolations show that the 3D phase shifts are not fully converged. It should
be noted however that the CC phase shifts could be overestimates, considering that the
CVM [181] 3S phase shifts agree extremely well with the complex Kohn phase shifts, but
the CC 3S phase shifts are slightly higher than both. The CC also differs from the complex
Kohn at low « for the 3P-wave, where we do not have a neglected symmetry, and the
phase shifts are well converged.

Unfortunately, it is not possible to know at the moment how far the complex Kohn
phase shifts differ from the true phase shifts, and further investigation into the mixed terms
could help resolve this discrepancy. Thankfully, the contribution to the cross sections in
Chapter 10 from the 3D is small, even in the differential cross section. The D contribution
to the cross sections is very small in the low x region where the phase shifts are less
converged. In the resonance region, where the !D resonance contributes significantly, the
phase shifts are well converged.

7.6.2 Resonance Parameters

The 'D-wave has a single resonance before the Ps(n=2) threshold, unlike the IS- and 'P-
waves, which have two. We use Equation (3.121) to fit this curve but without the second
arctan term. As mentioned in the previous section, the 'D phase shifts are well converged
in the higher x region, where the resonance is located.

From the discussion in Appendix C.1.4, the complex Kohn resonance parameters pre-
sented in Table 7.2 are more sensitive to the nonlinear parameters than the two lower
partial waves. The complex Kohn resonance parameters agree very well with the complex
rotation [182]. The 9Ps9H CC results [70] are brought closer to the complex Kohn and
complex rotation results by the inclusion of the H™ channel for both the position and
width. The stabilization [130] results are also similar to the complex rotation results, both
of which are carried out by Yan and Ho.

This 'D-wave resonance has a very important contribution to the cross sections in
Chapter 10. Due to the (2¢ 4 1) dependence for the elastic integrated and elastic differen-
tial cross sections and the (¢ + 1) dependence for the momentum transfer cross section, the
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Figure 7.1: 13D complex Kohn phase shifts. The !D CC phase shifts [72] are given by X,
and the >D CC phase shifts [70] are given by +. Vertical dashed lines denote the complex
rotation resonance positions [182]. An interactive version of this figure is available online
[3] athttps://plot.ly/~Denton/5/d-wave-ps-h-scattering/.

Method 1ER (eV) 1T (eV)
Current work: Average & standard deviation 4.720£0.001  0.0908 £ 0.0010
Current work: S-matrix complex Kohn 4.720 0.0909
CC(9PsSH + H™) [72] 4.899 0.0872
Stabilization [130] 4.714 0.0969

CC (9Ps9H) [70] 5.16 0.15

CC (22Ps1H + H™) [71] 4.814 0.065

Optical potential [152] 4.729 0.327

Complex rotation [182] 4.710 £ 0.0027 0.0925 + 0.0054
Coupled-pseudostate [67] 5.28 0.47

Table 7.2: 'D-wave resonance parameters
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Figure 7.2: Comparison of 'D (a) and 3D (b) phase shifts with results from other
groups. Results are ordered according to year of publication. Solid curves — this
work; x —CC[72]; @ —Kohn [57]; + = CC [70]; A —6-state CC [69]; B - 5-state CC [68];
A —3-state CC [66]; % — CC [75]; ¢ — Static-exchange [73].

99



D resonance has a larger contribution to these cross sections than the !S- and 'P-waves.

7.7 Summary

The !D-wave phase shifts obtained by the Kohn-type methods using the first two short-
range symmetries are relatively well converged at higher k¥ but do not appear to be as
well converged at low «x values. The *D-wave phase shifts are less converged than the 1D
phase shifts and show poor convergence at low x. Including the mixed symmetry terms
may improve the convergence, but we have not included them in this work, primarily
due to the difficulty of evaluating the short-short integrations. However, we are able to
reliably calculate the 'D resonance, and the contribution to the cross sections from the less
accurate 3D phase shifts is minimal (see Chapter 10). The contribution to the cross sections
from the !D low x phase shifts is also small.
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General Ps-H Formalism

O extend this work to higher partial waves, we could have continued as before, per-
T forming derivations and writing new code for each partial wave. This takes time and
is error prone, so during the course of writing the D-wave code, I investigated creating a
general formalism that works for arbitrary £. The long-range code, covered in Section 8.1,
is a straightforward generalization from the previous codes. The short-range code, dis-
cussed in Section 8.2, uses the Laplacian formalism instead of the gradient-gradient that
we used in the S-, P-, and D-wave short-short codes, which also enabled us to compare
the two different methods for the first three partial waves.

8.1 General Long-Range Matrix Elements

If the mixed symmetry terms in Section 7.5 are not included for the D-wave, the P-wave
and D-wave long-range codebases are very similar. The S-wave is not much different as
well, but it only has a single symmetry. We also only treat the first two symmetries for
£>2.

8.1.1 Long-Long Matrix Elements

One major difference for similar matrix elements is the angular integrations. As shown in
Appendix A, the external angular integrations for each partial wave have different results,
due to the different spherical harmonics. Sy and C, are also of a similar form between the
partial waves, as seen in Equations (3.3) and (3.4). Other than the spherical harmonics, the
spherical Bessel functions are different, as is the shielding function for C,. The spherical
Bessel functions are easily called through the GNU Scientific Library [195] for any ¢-value.
The power of the shielding function varies as my > (2¢ + 1). All of this allows us to easily
generalize the long-long integrations.
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8.1.2 Short-Long Matrix Elements

The short-range functions are also easily generalizable. For the P-wave and D-wave, these
are seen in Equations (6.2) and (7.2). The ¢; and ¢; parts for each are the same. This fact
can only be easily used for the short-long calculations and not the short-short calculations,
due to the action of the L-operator on these terms. The formalism we have used for the
short-long terms at every stage only operates £ on the long-range parts. Section 8.2 covers
the calculations of the short-short terms using a general formalism.

8.2 General Short-Range-Short-Range

The short-short integrals are more complicated due to the gradient-gradient operator act-
ing on the short-range terms (see Equation (2.9)). As an example of the nature of these,
refer to Section 7.2. The derivations were previously performed by rotating the coordinate
system and integrating over external angles first, as described in Appendix A. This ap-
proach works, but it cannot be extended to higher partial waves without completing a full
derivation for each partial wave. Drake and Yan [60] expand upon their previous work for
the three-electron Hylleraas integrals to include the spherical harmonics using the Lapla-
cian formalism instead, which still has a complicated form but works for arbitrary 4. It is
this approach that we take here. All equations in this section have been rederived for the
Ps-H system in my notes [2, 4]. The work of Harris [196] may also be directly applicable
to this problem, but this has not yet been explored.

8.2.1 Hamiltonian

As we have for the bound state problem, the Hamiltonian is given compactly as in Equa-
tion (2.8) by

H i(——vt—) 2— (8.1)

i=1 i>j Tij

As in Ref. [60], when the Laplacians are expanded, this is given by the form

1 P20 LL+1) ¥ 49 3. (17— 17+
H=—- o - Y (25 + - |+ Y — L
[Z <8r ri Of; r? ;‘ orz 1 0r; ;’ 1t
+712 +riy— 13 O 1 133 —1f 0 My +133—13, 0
712713 0r120713 12723 01120723 13723 01130723
1 7"1 Y 1 7"] 0 A~ &Y
+ Z (r, vY) + Z (7-91)- (8.2)
i~ Tij Tj rj or > i Ti Irji 1

This is the form when the mass polarization terms are unimportant (with y — 0). As
defined in Ref. [60], #; = r;/r; and VY = r;V!. The terms involving V! only operate on
the spherical harmonics, and they will be discussed in Section 8.2.3.
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The wavefunction we use is slightly different from the form Yan and Drake [60] use.
Specifically, we handle the antisymmetrization operator differently in our code, and we
do not include the Q) function, given by Equation (10) in their paper. Part of the difference
here is that we are working with two electrons and one positron, whereas they are working
with systems that have three electrons, such as binding energy calculations of Li.

8.2.2 General Integrals

Using the notation in Ref. [60], the terms in Equation (8.2) without the spherical harmonic
operator, VZY, will be of the general form

!/ / !/ ! pl / . . . . . . - 5 =
I( 1m11 £2m2/£3m3/ Elmll £2m21 £3m3;]1/]2/ ]3/ ]12/ ]231]31; &, ﬁ/ ,)/)

_ 712,03 012 ,j23 31 ,— (&r+Bra+7r3)
= /drlerdry,rl Ty 131y T3y € p

X Y;lm/l (rl)Y[Zm’z (1’2) [Zmé (rS)Y€1m1 (rl)Ygzmz (TZ)Yfg,Trlg (1’3) . (83)

As noted on page 29 for the Kohn-type variational methods, these should not be conju-
gated, but for this work with m = 0 (so excluding the mixed symmetry terms described
in Section 7.5), the real-valued short-range terms will be the same with and without the
conjugate. The method described here is an extension of that in Section 4.1.1. Note that
«, B, and -y are not necessarily the same as those in Equation (3.9). These will be 2«, 28,
and 2+ for the direct-direct terms and 2a, 8 4 7, v + B for the direct-exchange terms. After
some manipulation, this integral can be written as [60]

ol ol gl R T
I( 1m1/£2m2/ £3m3/ Elmll gszI £3m3/ J1, 12,13, J12/,J23, J31, &, ,B/ ,)/)
My My Mz Lip Lz Lag

=2 X XY Y )

712=0 923=0 431 =0 k12=0 kp3=0 k31 =0
/ / / / / /
X lang (£3my, Lymy, Lymy, bymy, boamy, £3m3; 412,423, 431)
X Ir(q12, 923, 931, k12, k23, k31; j1, j2, j3, 12, Jo3, 315 &, B, ) - (8.4)

For even values of jip, M1 = %jlz and L1, = %jlz — g12. For odd values of ji5, M1y = o

and L1; = %( j12 + 1). The same type of upper limits apply to the j»3 and j3; terms.
The angular part of I is given by

A S Y. .
Lang (£1m,bymy, Lymy, £ymy, Lymo, €3m3; 412, 423, 31)

= (_1)m£+mé+mé+qu+q23+q3l(fﬁzﬁlzr%,fl,fz,%)l/z Z (n1,nz,n3)
ninpns

% np np N3 n ny ns
/ / /
q23 431 4912 my —myp My, — My Wy — M3

5 6,1 51 nq 6’2 62 no
—my my mp—m —m) my mh—my
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This expression includes summations over both the Wigner 3-j and 6-j coefficients [197,
198, 199], also known as the 3-j and 6-j symbols. The 3-j symbols are related to the Clebsch-
Gordan coefficients by [197, p.46]

( oo g ) = (—1)j1_j2+m3(2]'3+1)_1/2 (J1, jos m1, m2 |f1, j2; j3, —M3) . (8.6)
nmq mp MmMs

The advantage of the 3-j symbols over the Clebsch-Gordan coefficients is that they are
a more symmetric representation of angular momentum. The factor (2¢ 4+ 1) appears
often in these types of derivations, so we adopt their shorthand notation of (I,m, n,...) =
2I+1)2m+1)2n+1)---.

The radial part of Equation (8.4) is

IR (912, 923, 931, k12, k23, k315 11, J2, J3, 12, 23, J315 &, B, °¥)
=C C C;

J12q12k12 = j23g23k23 - j31931K31

X WR(q12, 923, 931, k12, k23, k315 j1, J2, J3, 12, j23, J31; & B, 7F) - (8.7)

The Cjgx coefficients are the same as in Equation (4.3). The Wy function is built from the
W functions in Equation (4.4) as

WR (912, 923, 931, k12, k23, k31 1, J2, 3, 12, j23, J31; & B, 7F)

)
+W(j1+ 24512+ 531,j3 + 2+ 503 + ja1 — 31, /2 + 2 + j12 — S12 + o3 — 523; &, 7, )
+W(ja+2+s12+523,j1 + 2+ jio — s12+ 531, /3 + 2 + joz — 523 + ja1 — S31; B, &, )
+W(jo+ 24512+ 523,j3 + 24 jo3 — 523 + 531, j1 + 2+ j1i2 — S12 + 31 — S31; B, 1, &)
+W(j3+ 24503 +531,j1 + 24512+ ja1 — 531, J2 + 2+ ji2 — S12 + jo3 — 523; 7, &, B)
+W(js+2+ 53+ 531,/ +2+ 512+ joz — 523, j1 + 2+ jio — 12+ a1 — S31, T, B, 5‘()é .

with s;; = g;; + 2k;;. Note that there are similarities with Equation (4.2).

8.2.3 Spherical Harmonic Terms

The terms in Equation (8.2) involving the spherical harmonic operator @ZY have to be
handled differently than the other terms. In Ref. [60], they do different permutations for
the three-electron problem, so for the p in their paper, we always use p = 1.
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M My Mz Lip Lz La 1+4 1+4

v =3 Y L X X Y Y L b(yh)Cl(ih)

712=0 423=0 431 =0 k12=0 kp3=0 k31 =0 Ty =[1—{1| T,=|1—45|
X Ir(q12, 923,931, k12, k23, k31 1, j2, 73, J12, j23, J31; &, B, °F) (8.9)
The b function here is defined by

b0 —1) =0+1
(40 +1) = —L. (8.10)

For any other values of the arguments, b gives 0. C! is given by

Cl(?l '?2) = ( /1/ 6/2/43161/62/€3)1/2(_1)q12+q23+q31 Z (nlanI ns, Tl/ TZ)

ninpns

% 1 fl T1 1 fz Tl fll T1 n 5/2 T2 no fé 53 ns
0 0 O 0 0 O 0 0 O 0 0 O 0 0 O

% q31 q12 Mm q12 423 Nz q23 431 N3 ny nz ng Cl(?l.?z),
0 0 0 0 0 0 0 0 0 q23 q31 4q12
(8.11)

with

c~1<%1-f2>=2(—1>ﬂ”13<1 A h )(1 L )

p pomp —p—m —U my u—mp

(G 6 om ¢n n
—my m3 My —m3 —my u+m omp—p—m

% Elz ib) nyp m np ns
—mbh —p+my mh+p—m my—p—my my+pu—my mhy—ms
(8.12)

The values that y can take are —1, 0, and 1.

Considering the properties of the 3-j symbols in Equation (8.12), the limits for the T}
summation in Equation (8.9) are |1 — ¢1| to 1 4 ¢;. Similarly, for the T, summation, the
limits are |1 — /5| to 1 + ¢,. However, considering that the b function in Equation (8.10)
can give 0, not all T, in this range are used.

Unlike the previous section, the expressions here are not exactly the same as that in Yan
and Drake [60], since as noted, their wavefunction for Li has an extra set of coefficients.
This addition to their wavefunction is included in the C!(#; - #,) and allows them to reduce
these using graphical methods as in Refs. [198, 200]. Unfortunately, such simplifications
are not possible with the form of Equation (3.1).
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We note that C1 (7 - 7o) = Cl(#2 - #1), but I' (+ - V) # I (v - VY). Namely,

My My Mz Lip Ly La

M- V) =Y Y Y Y Y Y Y bty Th)Cl - 2)

712=0 423=0 431 =0 k13=0 kp3=0 k31 =0 T1 T»
X Ir(q12, 923,931, k12, k23, k315 ja, j2, 3, 12, J23, J31; &, B, 7 ) - (8.13)

More generally, these integrals can be written as

My My Msy Lip Lz Lag

=X X X Y ) ZZMVT]@ 7))

912=0g23=0g31=0 k1o=0kp3=0k3; =0T,
X Ir(912, 23, 931, k12, ko3, k31;]1,]2,]3,]12,]23,]31; &, B,7), (8.14)

and C'(#; - #;) = C!(#; - #;). Using cyclic permutations,

Cl(ty - 13) = (£}, 0y, U5, €1, by, £3) /2 (—1) T2t 05501 N (14,115,113, T, T3)

ninzng

% 1 62 Tz 1 63 T3 6/1 61 ni 6/2 Tz no fé T3 ns
0 0 O 0 0 O 0 0 O 0 0 O 0 0 O

w [ 931 12 ™M qi2 q23 N2 423 431 13 mon2 n3 o\ A1 (- #3)
O 0 O O 0 O 0O 0 O 423 431 4q12

(8.15)
with
Cl(ty-3) = Y (~1)F—m 1 6 T, 1 43 T;
# pomz —p— N —| mz u—m3
X 6,1 61 nq 5,2 Tz ny
R A G AR
X f Ts 3 ny 1y 13
—mly —p+my my+u—ms ) \mp—my mh—p—my mh+p—ms)’
(8.16)

and

Cl(#3-#1) = (1,05, 05,41, L, £3) /2 (—1) 20505 N (g, 1y, 13, T3, Ty)

ninpns
5 1 63 Tg 1 61 T1 6/2 52 nop gé T3 ns ﬁll T1 ni
0 0 O 0 0 O 0 0 O 0 0 O 0 0 O
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o [ 31 d12 ™M q12 423 M2 q23 431 "3 np N2 N3 Cl(#s-#1)
0O 0 O 0O 0 O 0 0 O q23 431 4q12
with

él(%s-mzﬂ—l)ﬂmz(l b b )(1 hoh )

u pomz —p—ms —u mp u-—m

% glz 52 no 5/3 T3 ns
—mb my mh—my —my p+mz mh—p—ms

% Ell T1 n n ny ns
—my —p+my omy+pu—m my+p—my mh—my my—pu—ms
(8.18)

8.3 Programs

The general codes described in this chapter are available on GitHub [1].

The general short-short code implementing the equations described in Section 8.2 is
at least an order of magnitude slower than the corresponding S-, P-, and D-wave short-
short code developed separately for each of the first three partial waves. On the Talon 2
[201] cluster, an w = 5 run of the general short-short code takes approximately a full day
running on a single node with 16 cores.

A rough analysis of the code shows that the bulk of the processing time is spent cal-
culating the angular parts, i.e. the 3 and 6-j symbols. Due to the symmetries inherent
in the 3-j and 6-j symbols, different inputs can generate the same output. Also, many
input values to these do not satisfy the selection rules for the 3-j and 6-j symbols [202,
p-1054-1064] [197], giving a result of 0.

Multiple papers [203, 204, 205, 206] have detailed strategies to exploit the symmetries
to speed up calculations of the 3-j and 6-j symbols. Storing a full lookup table with the full
parameter space of the 6 input variables would be prohibitively memory-intensive. The
most recent of these by Johansson and Forssén [206] provides a very promising algorithm
with full code that could be used to speed up this general short-short code.
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Higher Partial Waves

Y the D-wave, the various cross sections in Chapter 10 have not fully converged, so
B we looked at the contributions from higher partial waves. This work includes partial
waves through the H-wave (¢ = 5), but there is nothing preventing us from extending this
to even higher partial waves now that we have determined general expressions for the
external angular integrations in Appendix A.

9.1 Born-Oppenheimer Approximation

In an attempt to approximate the partial waves past the D-wave, we turned to the Born-
Oppenheimer (BO) approximation [61, 207, 208, 209]. The BO approximation comes from
using only the first term in Equations (3.10) and (3.11). Specifically, this is done with the
Kohn variational method to get an estimate for the K-matrix, giving [43, p.720]

tand, ~ —(gg, £§ﬁ) = —(Sg,ﬁgg) = :F(Sg,ESQ) . 9.1)

We have also performed Kohn variational method runs that only use the first two terms (§ /
and Cy) in Equations (3.10) and (3.11). This gives phase shifts that are very similar to the
BO approximation and lines up nearly exactly with the BO on most partial waves, so we
normally just use the BO approximation. We also note that the first Born approximation,
tandy ~ —(Sy, LSy), cannot be used here due to Equation (3.112), since this gives 0.

These BO approximations were calculated for the first three partial waves but showed
huge discrepancies, especially for the S-wave, as seen in Figures 9.1 to 9.3. The 'S, 'P,
and 'D partial waves have resonances before the Ps(n=2) threshold, which we would not
expect to be represented by the BO approximation. The Ganas approximation described
in Section 9.2 is also included in Figure 9.3. This approximation agrees with the D phase
shifts much better than the BO approximation.
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Figure 9.1: 1S phase shift comparison between S-matrix complex Kohn and BO approxi-
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Figure 9.2: 3P phase shift comparison between S-matrix complex Kohn and BO approxi-

mation
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Figure 9.3: 1*D phase shift comparison between S-matrix complex Kohn, BO approxima-
tion, Ganas approximation and Gao approximation

For the 1S, 1P, 1D, and 'F partial waves, each has at least one resonance before or shortly
after the Ps(n=2) threshold. The BO approximation does not capture resonance behavior,
so we can really only look at this for partial waves that do not contain resonances in this
region. As { increases, the resonance positions (in Tables 5.3, 6.3, 7.2 and 9.1) increase, until
they are past the threshold fully for the G-wave. Ho and Yan [210] calculate the G-wave
resonance at 5.486 eV with a width of 0.0109 eV.

Due to the obvious discrepancies with even the D-wave, we decided to do full Kohn-
type calculations for the F-wave to compare, again finding that the BO approximation
does not match up as well as we would like for either !F or >F. We tried the same for the
G-wave and H-wave, and the BO approximation does not match up with the complex
Kohn phase shifts. The results of using the BO approximation for the higher partial
waves are shown later in this chapter in Figures 9.4, 9.6 and 9.7. The BO approximation
unfortunately does not represent any of the partial waves through the H-wave well for
this system. Preliminary investigation shows that this pattern still holds

9.2 Ganas Approximation

Ganas [211] gives an expression to estimate phase shifts for / > 2 using a van der Waals
ERT (see Section 11.1.3), which is given in a more convenient form by Refs. [42, 212, 213]
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as
6rtmCerct

(2045)(20+3) (20 +1)(2 —1)(20 - 3)’

For Ps scattering, m = 2. The van der Waals coefficient for Ps-H scattering is given in
Section 11.1.3 as Cg = 34.78473.

This approximation matches surprisingly well to the 'D phase shifts in Figure 9.3.
Figures 9.4, 9.6 and 9.7 show this approximation for the g 1G-, and 'H-waves, and it
normally gives a better approximation to the phase shifts than the BO approximation. For
the H-wave, it matches relatively well but overestimates the phase shifts.

5g(K) ~ (9-2)

9.3 Gao Approximation

Gao [214] provides a QDT expansion for the van der Waals interaction, somewhat similar
to those we used for the S-wave and P-wave in Section 11.1.3.4. For £ > 2, the Kg and its
derivatives do not come into play though. This expression is given in terms of tan d;:

tan dy=p = (31/32){ (£ +1/2)[(£ +1/2)> —4][(£ +1/2)> — 1]} 1(xBs)*, (9.3)

where ¢ is given in Equation (11.18).

This approximation matches even better to the 'D phase shifts than the Ganas approx-
imation and matches the same as the Ganas approximation for ¢ > 3. The behavior of all
three of these approximations is shown in Figures 9.3, 9.4, 9.6 and 9.7.

9.4 F-Wave

Similar to the D-wave (see Appendix C.1.4), we investigated the dependence of the F-wave
phase shifts on the nonlinear parameters. After multiple variations of « and p with a fixed
v, we settled on using the same set of nonlinear parameters that we used for the D-wave,
as seen in Table C.13, but with the switchover between the two sets at xk = 0.4. We found
that to keep R'(5) < 1 for 1*F, we had to use the restricted set described in Section 4.1.4
for x < 0.4. We have calculated the F-wave phase shifts for w = 5 with these nonlinear
parameters for the first two short-range symmetries using the general codes described in
Sections 8.1 and 8.2.

9.4.1 Phase Shifts

Figure 9.4 shows the phase shifts for the F-wave. Similar to the D-wave (page 99), the
triplet F-wave starts positive and becomes negative, though at a higher « of about 0.7
(3.3eV).

We can see that the phase shifts for the (modified) BO approximation do not agree
very well with the full Kohn calculation, though they follow roughly the same shape.
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Figure 9.4: 1°F phase shifts

The triplet BO is fully negative, while the Kohn only goes negative past about x = 0.7.
The problem with the triplet gets even worse for the G-wave (Section 9.5) and H-Wave
(Section 9.6). The Ganas Section 9.2 and Gao approximations Section 9.3, which do not
distinguish between singlet and triplet states, match better with the singlet than the BO
approximation but still disagrees near the resonance.

9.4.2 Resonance

There is the start of a resonance shortly before the threshold cutoff in Figure 9.4. Figure 9.5
gives a fuller plot past this resonance. As our code does not contain the open channels
required to extend into the region that contains the full resonance, we likely cannot de-
termine the resonance parameters as accurately. Table 9.1 give the resonance parameter
tittings using a MATLAB script (Appendix C.5). The first two lines only use data before
the Ps(n=2) threshold. The next two lines have the calculated values when we consider
data on both sides of the resonance, in the range of x = 0.74 — 0.88. These two sets agree
well and would likely agree better if we considered the multichannel problem above the
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Figure 9.5: !F phase shifts showing full resonance past the inelastic threshold
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Method 1ER (eV) IT (eV)

Current work”: Average =+ standard deviation 5.1867 +0.0021 0.0125 =+ 0.0003

Current work”: S-matrix complex Kohn 5.1863 0.0125

Current work”: Average + standard deviation 5.1838 +0.0031 0.0114 +0.0015
Current work”: S-matrix complex Kohn 5.1857 0.0145

CC (9Ps9H + H™) [72] 5.200 0.0095

CC (22Ps1H + H7) [71] 5.151 0.010

Complex rotation [210] 5.1661 +0.0014 0.0174 £ 0.0027

Table 9.1: F-wave resonance parameters. * denotes that the data is only taken before the
Ps(n=2) threshold. ? indicates that data is used from both before and after the threshold,
as described in the text.

Ps(n=2) threshold. As with the other partial waves, these resonance parameters compare
reasonably well with the complex rotation [210], though there is more discrepancy with
this partial wave, presumably because the resonance is past the inelastic threshold. The
CC results of Ref. [72] agree relatively well, but their resonance position is higher than
both the CC and complex Kohn results. Interestingly, their less accurate 22Ps1H + H™
calculation [71] has a resonance position closer to the complex rotation result.

9.5 G-Wave

In an effort to try to improve the convergence ratio, R'(5), of the low energy phase shifts,
we looked at the ; nonlinear parameter in the shielding function, given in Equation (3.7),
along with the m, power in the same equation. Interestingly, the w = 5 phase shifts were
very stable with the variation of y from 0.5 to 0.8 (with a constant m,), agreeing to five
significant figures. Keeping u constant and increasing m, from 9 to 13 yielded the same
phase shifts, again agreeing to five significant figures. The convergence ratios are greater
than 1 for 3G when x < 0.3, but the phase shifts are very small in this range (< 107°).
As for the F-wave, we also use the D-wave nonlinear parameters, but the switchover is at
x = 0.45.

Similar to the F-wave (section 9.4), the BO approximation does not work well for
this partial wave. In fact, the G-wave triplet Kohn calculation is fully positive, yet the
BO approximation is fully negative. The BO approximation gives a repulsive potential
(6, < 0), while the Kohn calculation gives an attractive potential (5, > 0).
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Figure 9.6: 1°G phase shifts
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9.6 H-Wave

As for the F-wave and G-wave, we also use the D-wave nonlinear parameters, but the
switchover is at a higher x of 0.45. The convergence ratios are greater than 1 for *H when
k < 0.4, but the phase shifts are very small in this range (< 107°).

Figure 9.7 shows the *H phase shifts. The BO approximation also does not work well
for the H-wave. Like the F-wave (section 9.4) and the G-wave (section 9.6), the triplet is
particularly bad, giving the wrong type of potential. The Ganas approximation agrees
relatively well with the 'H curve. The phase shifts are small for this partial wave, so its
contribution to the integrated cross section is essentially negligible, and its contribution
to the differential cross section is small (see Chapter 10).

9.7 Singlet/Triplet Comparisons

Interestingly, there appears to be a pattern concerning the difference between the singlet
and triplet phase shifts for Ps-H scattering as ¢ increases. From Figures 9.4, 9.6 and 9.7,
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Figure 9.8: Percentage difference comparison between singlet and triplet higher partial
waves

we see that at low energies, the singlet and triplet phase shifts are nearly the same. The
energy at which the triplet curve diverges from the singlet becomes higher as ¢ increases.
To this end, I calculated the percent difference between the singlet and triplet phase shifts
for these three partial waves in Figure 9.8.

By 0.5eV, the !F and °F phase shifts differ by more than 50%. The !G and 3G differ
by more than 50% at around 1.75eV, and the 'H and ®H phase shifts differ to this degree
at over 3eV. In fact, the 'H and ®H phase shifts are approximately the same up to about
1.5eV. This suggests that at a high enough value of ¢ and above, the singlet and triplet
phase shifts are close to the same in the full energy range below the Ps(n=2) threshold.

It should be noted that for each of these, the singlet and triplet BO phase shifts are the
opposite sign of each other, but the integrated elastic cross sections determined from the
BO (Section 9.1) will be the same due to the sinZ(SZIE contribution. The Ganas approximation
also does not differentiate between the singlet and triplet.

The similarity of the singlet and triplet phase shifts is also not without precedent. An
analysis of two papers on e -H scattering [215, 216] shows that the S-wave and P-wave
singlet and triplet phase shifts do not agree, but the D-wave and F-wave singlet and triplet
phase shifts agree well. It is also interesting that this occurs as low as ¢ = 2, while for Ps-H
scattering, these do not agree fully for even ¢ = 5.
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9.8 Summary

I was able to generalize the evaluation of the matrix elements for arbitrary ¢ (see Chapter 8),
which enabled us to calculate phase shifts for the F-, G-, and H-waves. The phase shifts are
not fully converged, but they are small and generally get smaller as £ increases. Including
the mixed symmetry terms may allow us to get better converged phase shifts for these, but
the very small phase shifts (< 107°) at low « are not likely to improve without improved
numerics as well. We are able to calculate the F-wave resonance parameters well, even
though the resonance lies just past the Ps(n=2) threshold.
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10

Cross Sections

E obtain the phase shifts directly from the Kohn-type variational methods, but a

more relevant quantity for experiments is the cross section. Cross sections essen-

tially give the strength of the interaction and are a quantity that can be measured experi-
mentally.

If we have azimuthal symmetry, as we assume for Ps-H scattering, the results are
independent of ¢. The quantity that we are most interested in from this is the ratio dQ'
which is is the differential cross section. The integrated cross section is related to the
differential cross section by integrating over d():

do n o do
a_/ﬁdﬂ_/o /0 " sin6do do. (10.1)

10.1 Integrated Cross Sections

The partial wave cross sections can be related to the phase shifts by [43, p.584]

+ 4

0, = — (20 + 1) sin® 67 (10.2)

=5
In addition to the relation of the integrated cross sections to the differential cross sections

in Equation (10.1), using the partial wave expansion, the integrated cross sections can also
be expressed as [43, p.584]

oy =Y 0y, i 20+ 1) sin® 57 (10.3)

We consider that the H(1s) is unpolarized and the final spin states are not determined,
giving spin-weighted cross sections where the singlet contributes }L, and the triplet con-

tributes 3, i.e. [49, 70, 74, 137]
c=30"+30. (10.4)
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Figures 10.1 and 10.2 show the partial wave cross sections for the singlet and triplet,
respectively. The “Summed” in each is the sum of each of the singlet or triplet partial
waves through the H-wave.

The triplet cross section in Figure 10.2 is dominated almost completely by the 3S-wave.
The 3P-wave contributes less, and the >D-wave barely registers on the graph. The higher
partial waves contribute nearly negligible amounts. The summed cross section follows
closely with 3S, but the contribution from 3P is evident.

The singlet cross sections in Figure 10.1 are more interesting due to their larger partial
wave cross sections and the resonances from the first four partial waves. The “Summed”
has peaks from each of the first three partial waves, giving it a more complicated structure
than the summed from the triplet in Figure 10.2. As mentioned in Section 3.6, each of
these resonances goes through a phase shift change of . With the (2¢ + 1) factor in
Equation (10.3), higher partial wave resonances have a larger contribution to the summed
cross sections, as long as the background does not change significantly. In Figure 10.1, the
D resonance clearly has the most significant contribution to the integrated elastic cross
section out of the resonances for the first three partial waves. The 'F resonance barely
contributes, but this is because the resonance lies past the inelastic threshold.

The cross section at very low energy (less than 0.5eV) is dominated by the S-wave, as
we would expect. At zero energy, the S-wave is the only partial wave that has a non-zero
cross section (for both 'S and ®S). Bransden and Joachain [43, p.589] point out that for
¢ > 1, the partial cross sections vanish as x* as kx — 0, so 0,; = 0y at this limit, and the
scattering is isotropic. As can be seen in Figures 10.1 and 10.2, the D-wave falls off more
quickly than the P-wave as k — 0, and the F-wave falls off even faster.

Also interesting is the minimum in the summed singlet cross section at approximately
0.25eV and then the maximum at 0.74 eV. The dip here at low energy is due to the mixing
of the 'S and P cross sections. The !S-wave cross section is decreasing rapidly while the
IP-wave cross section is increasing, giving this feature. The maximum is due primarily to
the 'P-wave.

From Equation (10.3), for exact cross sections, we have to do an infinite summation.
In practice, we add partial waves until the cross section no longer changes a significant
amount. In Figure 10.3(a), we consider what the percentage contribution to the summed
cross section for the singlet partial waves is at the 7 “standard” x values. From this,
we can see the trend that the 'S-wave is by far the greatest contribution at small x, but
the 'P-wave becomes the dominant contribution through most of the rest of the energy
range. When « > 0.5, the !D-wave is no longer a negligible contribution. The 'F-wave
barely contributes, even for ¥ = 0.7, and the 1G- and 'H-wave are not shown due to their
insignificant contributions.

The corresponding bar chart for the triplet is in Figure 10.3(b). As qualitatively de-
scribed earlier, the contribution to the elastic integrated cross section for the triplet is
mainly due to the 3S-wave. The 3P-wave contributes about 20% at x = 0.7, and the
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Figure 10.1: S-matrix complex Kohn singlet elastic partial wave cross sections and the
sum through ¢ = 5. An interactive version of this figure is available online [3] at https:
//plot.ly/~Denton/95/singlet-partial-cross-sections-ps-h-scattering/.
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Figure 10.2: S-matrix complex Kohn triplet elastic partial wave cross sections and the
sum through ¢ = 5. An interactive version of this figure is available online [3] at https:
//plot.ly/~Denton/138/triplet-partial-cross-sections-ps-h-scattering/.
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Figure 10.3: Percentage contribution to integrated elastic cross section from each partial
wave with selected « for the singlet (a) and triplet (b).
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Figure 10.4: Percentage contribution to integrated elastic cross section from each partial
wave for the singlet (a) and triplet (b).

3D-wave contribution is nearly negligible.

Figure 10.4 also shows the percent contributions to the integrated elastic cross sections
from each partial wave but shows this data for the entire energy range. The triplet graph
in Figure 10.4(b) again shows that only the 3S- and 3P-waves give very significant con-
tributions. The D-wave gives a non-negligible but small contribution near the inelastic
threshold

The corresponding singlet graph in Figure 10.4(a) is more difficult to interpret due to
the resonances. The !S- and 1P-wave dominate until about 3 eV, and the !P-wave is the
largest contribution from approximately 0.5eV to slightly over 4eV. The !D-wave starts
being a more dominant contribution past 4eV, and it has spikes in the percentage when
the 'S and 'P resonances go to their minima.

For a more quantitative approach, we calculate the percent contributions of the dif-
ferent partial waves to the spin-weighted integrated elastic cross section as presented
in Table 10.1. The second and third columns give the contribution from the singlet and
triplet combined for each partial wave. From this, it is noticeable that the F-wave should
be included, though the average is less than 0.6%. The G-wave and H-wave barely con-
tribute, with the H-wave contribution from both the singlet and triplet less than 0.002%
on average.

For the last 4 columns of Table 10.1, we also compare each partial wave’s contribution
to the spin-weighted integrated elastic cross section, but we separate out the singlet and
triplet. From columns 4 and 5 for the singlet, we see that the 'F-wave is important, and it
gives most of the combined *F-wave contribution to the elastic integrated cross section.
The 3F-wave contribution is 0.0011% on average, and the D contribution is less than 0.41%
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Max. Avg. Max. Max. Avg. Max. Max. Avg.
14 Y% Y% 10 % E. (eV) %t Yo~ E;r (eV) %~

S-wave 100.0% 60.61% 57.80% 2.72177 20.80%  20.86% 5.067 13.27%
P-wave 4597%  30.21%  42.89%  1.200 24.36%  4.323% 4.300 1.947%
D-wave 42.07%  8.565%  41.61%  4.686 8.178%  0.401% 5.067 0.129%
F-wave 3.782%  0.596%  3.765%  5.078 0.593%  0.00606% 5.067 0.0011%
G-wave 0.103%  0.022%  0.0994% 5.067 0.0206% 0.00106% 5.067 0.00046%
H-wave 0.0083% 0.0019% 0.0062% 5.067 0.0013% 0.00070%  5.067 0.00021%

Table 10.1: Percent contribution to the elastic integrated cross section from each partial
wave for both the maximum and average for the entire energy range. Superscripts give
powers of 10.

through the entire energy range. We include all partial waves through the H-wave in the
tinal results, but these would be relatively well converged if we stopped adding partial
waves to Equation (10.3) at the F-wave. For comparison, the CC [72] cross section shown
in Figure 10.5 uses partial waves through the G-wave, but their graph would likely not
change if they included the H-wave.

Finally, combining the singlet and triplet integrated elastic cross sections using the spin-
weighting in Equation (10.4) gives the result in Figure 10.5. We include the spin-weighted
singlet and triplet cross sections for comparison with the combined integrated elastic cross
section. The comparison to the CC [72] and SE [73] results is made possible by using
the CurveSnap [217] program to extract the curves from the respective papers. The SE
curve gives a decent approximation to the background without any resonances. We would
not expect the SE to give resonance information. There is good agreement between the
complex Kohn and CC cross sections, but the CC results have resonances shifted to higher
energy. The complex Kohn resonances correspond better than the CC to the resonance
positions that are given in the complex rotation results of Yan and Ho [92, 175, 182, 210],
as seen in Tables 5.3, 6.3, 7.2 and 9.1.

For partial wave cross section data available from the CC papers [70, 71, 72], we com-
pare the complex Kohn partial wave cross sections to these in Figures 10.6 and 10.7. The
CC9Ps9H + H™ cross sections are more accurate than the CC 22Ps1H + H™, as pointed
out in those papers. They also have CC data with the 9Ps9H approximation [70], but that
gives less accurate results than the CC 22Ps1H + H™.

Other than the shifted resonance positions, the CC results tend to match well with the
complex Kohn results. However, there are some features that are worth noticing. For the
1P cross section in Figure 10.6, the CC 9Ps9H + H~ maximum is lower than the complex
Kohn maximum. The CC cross section 22Ps1H + H™ maximum is even lower, so we
would expect that if more eigen- and pseudo-states are included, the CC maximum would
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Figure 10.5: Elastic integrated cross sections. CC results are from Ref. [72], and SE results

are from Ref. [73]. An interactive version of this figure is available online [3] at https:
//plot.ly/~Denton/150/integrated-cross-sections-ps-h-scattering/.
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Figure 10.6: Comparisons of 'S, IP, and !D elastic partial wave cross sections. CC 9Ps9H +
H™ results are from Ref. [72], and CC 22Ps1H + H™ results are from Ref. [71].
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Figure 10.7: Comparisons of 3S, 3P, and 3D elastic partial wave cross sections. CC results
for 3S and 3P are from Ref. [72], and the CC results for °D are from Ref. [70].

likely match up with the complex Kohn. Also, the D CC cross section is much smaller
than the complex Kohn. This is a reflection of the fact that in Figure 7.1 and Table 7.1,
the CC results are higher than the complex Kohn results, making them less negative and
the corresponding cross sections smaller. Noting the magnitude of the 3D cross section
for both methods, the contribution to the full summed elastic integrated cross section is
small. As a simple test, we tried replacing the complex Kohn x = 0.1 — 0.7 3D phase shifts
with those of the CC, and the change to the cross section is less than 0.084% for this range.
Consequently, for the full summed cross section, the discrepancy between the complex
Kohn and the CC results does not change things significantly.

In Figure 10.8, the BO approximation elastic partial wave cross sections do not match
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Figure 10.8: Comparisons of F-, G-, and H-wave elastic partial wave cross sections between
complex Kohn and BO approximation

up with either the singlet or triplet for the F-, G-, or H-waves. Interestingly, we see that
the plots for the singlet and the BO look approximately the same in (a), (b), and (c) but
with a different vertical scale. Similar to what we noticed in Section 9.7, we also note that
the singlet and triplet phase shifts match for higher x as ¢ increases.

10.2 Differential Cross Sections

The differential cross section is important through Equation (10.1), but this also gives
information about the angular dependence (6) of the system. The differential cross sections
can be calculated from the phase shifts by [43, p.584]

&_%éio (26+1)(20 +1) exp {i [60(x) — 30 (x)]}
X sin 5

() sin &7; () Py (cos 6) Py (cos 0) . (10.5)

This expression has the complex-valued exponential, for which we can use the well-known
Euler formula of .
e = cosx +isinx (10.6)

to split this into real-valued and imaginary-valued parts. Aslong as the finite truncation of
the upper limits of the summations are the same, the imaginary part becomes 0 to within
numerical accuracy. So we can use the approximation of

do-g N 1 Linax Cmax

= Y. Y (2041)(20 +1) cos [6,(x) — Oy (k)]

a0 " 55
x sin 8 (k) sin 87 () Py (cos 0) Py (cos b)) . (10.7)
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Figure 10.9: Singlet differential cross section

Graphs of the differential cross sections for the singlet and triplet are found in Fig-
ures 10.9 and 10.10, respectively. Note that the 0 axis is plotting backwards so that the
features are visible instead of being obscured by the higher value of the differential cross
section in the front of the graph. The triplet ii%l is not particularly remarkable, being
smooth and having a maximum at intermediate energies for the forward direction (6 = 0).
The triplet differential cross section in the forward direction is less than 7 a%/ sr for all
energies considered. It is also of note that in the backward scattering direction (0 = ),
the triplet differential cross section quickly becomes very small.

In contrast, the singlet differential cross section, ‘ZT—QJ, shown in Figure 10.9 has a much
more complicated structure. The resonances are clearly visible in the plot, and the highest
peak extending to 110.5 a3 /sr is due to the D-wave resonance, which is also the dominant
resonance in the integrated cross section shown in Figures 10.1 and 10.5. The features in
the integrated cross section graphs can easily be matched up to features in the differential
cross section, including the rest of the resonances. The maximum and dip described in
Section 10.1 for the integrated cross section can also be seen in Figure 10.9, especially in
the forward direction.

Similar to the integrated cross section, we combine these using the same type of spin-
weighting given in Equation (10.4). Due to the nearly featureless nature of the triplet in
Figure 10.10, the combined differential cross section in Figure 10.11 looks very similar
to Figure 10.9, but the 1/4 weighting of the singlet brings the vertical scale down. The
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Figure 10.10: Triplet differential cross section

forward direction is enhanced slightly by the maximum in the triplet in Figure 10.10.

With the data in Figure 10.11, it is illustrative to plot 2-dimensional versions to see
trends more clearly. In Figure 10.12, we restrict & and vary E, to see the the energy-
dependence for several 6 values. From this figure, it is clear that scattering in the forward
direction is dominant past approximately 0.46 eV. The maximum for forward scattering
is due to the 'D resonance. Particularly interesting is the contribution from backward
scattering for low E,, and the dip in the forward scattering direction, which corresponds to
the dip in Figure 10.5. All angles give essentially the same value at very low energy, as we
would expect. For nearly zero energy at x = 0.0001 (6.8 x 10~8eV), %’l at(0°,90°, and 180°
is 8.112, 8.113, and 8.108 a%/ sr, showing that the differential cross section is essentially
isotropic. At exactly 0eV, it will be exactly isotropic. This is due to the S-wave having the
only non-zero cross section at zero energy.

In Figure 10.13, we instead fix values of E,; and plot with respect to 6. The legend
gives the x value instead, so it is clear what specific values we are plotting. At low x
(0.05 in the plot), the differential cross section is nearly isotropic, with a slight bias toward
backward scattering. As x is increased to 0.2, backward scattering is more prominent.
Between x = 0.2 and 0.3, there is an abrupt change in the differential cross section, where
it becomes much more forward peaked, with a decreasing contribution to the backward
direction, and a minimum at approximately 100°. As « is increased further, the differential
cross section becomes very strongly forward peaked, with even further decreases at larger
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Figure 10.11: The combined spin-weighted elastic differential cross section for Ps-H scat-

tering at two different viewing angles
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Figure 10.12: Differential cross section for selected 6

angles and a nearly constant value from about 100°. We see from Figure 10.11 that the
majority of the scattering takes place between 0 and 1 radians.

We find that the elastic differential cross section converges slower with respect to ¢
than the elastic integrated cross section in Section 10.1. The convergence of the differential
cross section is more difficult to quantitatively evaluate than that of the integrated cross
494 for
dQ

section, since it has mixing between all of the included partial waves. We calculate
two subsequent values of /;,,y, then find the percent difference between these.

Figures 10.14 and 10.15 shows this percentage difference for all angles and energies.
These two figures look similar but have different vertical scales, as we would hope for if
there was convergence. There are two important trends here. One is that the differential
cross section is well converged at low energies, and the other is that it is less converged
in the backward scattering direction than in the forward direction. In Figure 10.15, which
includes all partial waves through the H-wave, the percentage differences are all below 4%,
and most of the E,; and 6 range is much less than this. This indicates that the differential
cross section is relatively well converged.

Figures 10.16 and 10.17 show the same data but for selected angles. We see here that
8 = 90° is the best converged angle out of the three, and the backward scattering direction
of 6 = 180° is the worst converged. Again, as seen in Figure 10.17, the differential cross
section is relatively well converged if we include the H-wave.

We would expect that as £ increases, 0 = 180° will be the most sensitive to adding terms
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Figure 10.13: Differential cross section for selected x

to the differential cross section. The partial wave expansion [43, p.583] has a Py(cos 6) for
each term. If we set & = 0°, each of the Legendre polynomials equals 1, meaning that each
term added is positive. If § = 180°, the Legendre polynomial alternates between 1 and
-1,i.e. (—1)%. This is then an alternating series, which we would expect to converge more
slowly. The minimum for 6 = 90° can be explained by every ¢ odd term equaling 0 from
the Legendre polynomial.

Similar to Table 10.1, Table 10.2 gives the average and maximum percent differences
for adding partial waves to the differential cross section (both the singlet and triplet). The
average percent difference for adding the G-wave is less than 1% but has a fairly large
maximum percent difference. Adding the H-wave is a much less significant contribution,
and the differential cross section looks to be relatively well converged by the H-wave.

Table 10.3 separates the singlet and triplet contributions to the differential cross section.
For this table, when the singlet contributions are analyzed, the triplet summations have
lmax = 5. Likewise, when the singlet contributions are analyzed, ¢,,,x = 5 for the triplet.
We see that with respect to ¢, the triplet differential cross section converges much quicker
for both the average and maximum. Columns 5 and 6 give the values of E,; and 6 where
the maximum percent difference is located for the singlet, and columns 8 and 9 give the
maximum percent difference location for the triplet. Unsurprisingly, for £ > 1, the angles
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Figure 10.17: Percent difference of % for upper limit of summations in Equation (10.5) as

liay = 4 versus {5 = 5 for selected angles

¢ Avg. % Diff. Max. % Diff.
1 49.11% 140.8%
2 18.54% 122.6%
3 4.50% 58.1%
4 0.86% 12.1%
5 0.26% 3.8%

Table 10.2: Percent difference of the elastic differential cross section for each partial wave
¢ with respect to £ — 1 for both the maximum and average for the entire E,; and 6 range
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Avg. Avg. Max. Max. Max. Max. Max. Max.
%t Diff. %~ Diff. %" Diff. E[ (eV) 67 (rad) % Diff. E; (eV) 6 (rad)

l

1 40.34% 9.84%  162.28% 4.686 0 50.11% 4289  0.705
2 17.55% 3.31%  121.89% 4.686 0 24.72% 4.354 T

3 4.47% 0.39% 51.89% 5.072 s 3.31% 5.102 s

4 0.80% 0.20% 9.22% 5.067 0 1.48% 5.055 0

5 0.21% 0.15% 3.15% 5.061 s 1.64% 4.354 s

Table 10.3: Percent difference of the elastic differential cross section for each partial wave

¢ with respect to £ — 1 for both the maximum and average for the entire E,; and 60 range.
:t

The values of EX and 0* given are where E;
and 7.

that are the most sensitive are 0 and 7t radians. The most sensitive energies are in the
resonance region, and most of these are near the inelastic threshold of 5.102eV.

10.3 Momentum Transfer Cross Section and Comparisons

Measurements of the momentum transfer cross section, ¢;;, have been made for Ps scatter-
ing with atomic and molecular targets [35, 218, 219, 220], and calculations of Ps scattering
by inert gases have been performed [221]. Calculations of momentum transfer cross sec-
tions for other systems have been made in Refs. [222, 223]. The momentum transfer cross
section is similar to Equation (10.1) but with a weighting factor of (1 — cos ) [72]:

dUel

O = / (1— cos0)2% 40, (10.8)

The momentum transfer cross sections can also be written in terms of the phase shifts as
[43, p.589]

4 (e°]
O = Z (0+1)sin®(8; — 6;,1)- (10.9)

This is the expression used in this work.

Figure 10.18 shows the momentum transfer cross section using the complex Kohn
phase shifts. The spin-weighting is from Equation (10.4). The triplet is a nearly featureless
curve that gives a nearly constant contribution to the spin-weighted momentum transfer
cross section.
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Figure 10.19: Comparison of cross sections. CC data is from Ref. [72].
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Figure 10.19 shows the elastic integrated and momentum transfer cross sections. oy, ~
o, at very low energy. At zero energy, 0, = 0, should hold, and for Ps-H, we find that
E. <10 %eV, 0, =0, = 32.45 na%. As Blackwood et al. [221] note for Ps-Ne scattering,
this is due to the differential cross section being essentially isotropic at low energy (and
exactly isotropic at zero energy), as seen in Figures 10.11 and 10.13. If ¢ < 0y, the
scattering is mainly forward peaked, and if ¢;;, > 0,;, the scattering is mainly backward
peaked [224]. Past zero energy, where 0;;, = 0, we see that 0y, > 0, until approximately
0.46eV or k = 0.26. This is backward peaked (concentrated in the 8 = 7t direction), which
corresponds to the findings from the differential cross section in Section 10.2. Beyond
0.46eV, 0y, < 0y for the rest of the energy range, indicating that the scattering is primarily
forward peaked. The 0y, curve, as seen in Figure 10.19, gets close to the ¢,; curve for
the dips in some of the resonances at approximately 4.3 eV and 5.1 eV, showing that the
scattering is concentrated nearly equally in the forward and backward directions at these
energy values. This effect can slightly be seen in Figure 10.11, but it is most clearly shown
in Figure 10.12.

104 Summary

Computing the phase shifts for the first three partial waves allowed us to calculate the
elastic integrated cross section for for Ps-H scattering. This cross section compares well
to the CC [72] but with some significant differences at both low and high x (below the
Ps(n=2) threshold). The ¢ = 3 — 5 partial waves are used in this calculation but affect the
integrated cross section little. An interesting feature is the dip and maximum under 1eV,
which is caused by the interference of the 'S and P partial wave cross sections.

The differential cross section converges more slowly than the integrated cross section
with respect to ¢. The differential cross section exhibits a complicated behavior, with the
singlet resonances contributing greatly near the Ps(n=2) threshold. At very low energies,
the differential cross section is slightly backward peaked and becomes strongly forward
peaked as energy increases. The momentum transfer cross section is identical to the elastic
integrated cross section at nearly zero energy but becomes larger as energy increases,
up to approximately 0.46 eV, which corresponds with the differential cross section being
backward peaked. Past this energy, the momentum transfer cross section is less than the
elastic integrated cross section, indicating that scattering is more forward peaked.
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Effective Range Theories

HE scattering length and effective range give information about very low energy scat-

tering (x — 0). The Kohn-type variational methods can give an exact upper bound

on the scattering length [137, 225], though we do not do a Kohn-type variation on the scat-

tering length in this work. The scattering length can also give information about whether
there is a bound state in the system.

11.1 S-Wave Scattering Length and Effective Range

There are multiple methods for calculating the scattering length and effective range. I
describe the methods and results that we used in this section.

11.1.1 Scattering Length Definition
The scattering length [43, p.589] is defined as

tan 6
+ _ : 4
ap =~ 111_}1101 20+ 1 (11.1)
We approximate this with very small x as
tan 6
= ~ 4
G (11.2)

To avoid confusion with the Bohr radius, ap, we define a = ay_. If this definition is used
for decreasing (but positive) values of «, there is a clear convergence. Table 11.1 has the
scattering length calculated for x values of 0.001 and 0.0001. To the quoted accuracy, the
values of the scattering length agree exactly for the two different values of x for w = 7.
This is the method used by Van Reeth and Humberston [57] for finding the scattering
length (but for w = 6 only).
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w at(k=0.001) at(x=0.0001) a (x=0.001) a (x = 0.0001)

6 4.3364 4.3364 2.1415 2.1415
7 4.3306 4.3306 2.1363 2.1363

Table 11.1: Scattering length from approximation to definition

437 2.18
136 (b) 217
135 216
T, 434 IPSE I
133 P
13 213

431 212
0.000 0005 0010 0015 0020 0025 0030 0000 0002 0004 0006 0008 0010 0.0i2
w —2.56 w—3.22

Figure 11.1: Convergence of (a) 'S and (b) 3S scattering lengths using Equation (11.3).

Van Reeth and Humberston [57] also extrapolate their scattering length to w — oo
using

_ o+ <
w) =a"(w — 00) + o (11.3)

where c and p depend on each extrapolation. Performing this extrapolation, we obtain
the fits shown in Figure 11.1. The extrapolated 'S and 3S scattering lengths shown in
Table 11.7 are 4.319 and 2.129, respectively.
At zero energy [226],
oy =0 = 4(a%)2 (11.4)

So we can compare the scattering lengths to the cross sections at zero energy (taken as
E. = 1077 eV here) with (in units of mz%)

o = o =75.03 ~ 4(a™)? = 75.02 (11.5a)

e
0, =0, =1827 ~4(a”)* = 18.26. (11.5b)

Also at zero energy [43, p.590],
dUel _ 2

aQ

(11.6)
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+ + - —
k Range a "o a "o

0.1-0.5 43080 22816 2.1623 1.3729
0.01 —0.09 43306 2.2012 2.1367 1.9354
0.001 —0.009 4.3306 2.1972 2.1365 2.0354

Table 11.2: Scattering length and effective range for short-range expansion

Using the values for a™ and a~ for w = 7 from Table 11.1 and using the appropriate spin-
weighting from Equation (10.4), this gives (a7)? x 1/4 + (a~)? x 3/4 = 8.11, and as seen
on page 135, this is equal to the differential cross section at nearly zero energy.

11.1.2 Short-Range Interactions
For short-range interactions, the effective range is given by [227, 228, 229]

Kco’c(Soi = _aii + %roixz + O(x*). (11.7)
This equation is referred to here as the short-range expansion. Phase shifts for low values
of x are fitted to this equation to determine the effective range and scattering length, and
the results are shown in Table 11.2. This is a subset of Table 11.3. We used 10 equidistant
values of «x for all x ranges other than 0.1 - 0.5, where we used 5 equidistant points. This
titting is not carried out to « higher than 0.5, due to the resonance structure described in
Section 5.3.2.

This fitting works well enough for the singlet, but the triplet data does not fit exactly.
This can be seen in Figure 11.2, which is similar to Figure 5 of Ref. [57]. Fraser [186] has
also done a similar graph using the SE method but found a relatively straight line for both
1S and 3S.

For very small values of «, the scattering length agrees with the definition in Equa-
tion (11.1). These values also agree well with the scattering length found by other recent
calculations, shown in Table 11.7. The effective range for the x = 0.1 — 0.5 entry for the
short-range expansion also agrees relatively well with the results from other groups. As
can easily be seen, when smaller  values are used however, the value of r5- changes dras-
tically for the triplet and a much smaller amount for the singlet. Previous work using the
Kohn / inverse Kohn variational methods found r, = 1.39 [57], which is close to the value
of r, = 1.3438 using x = 0.1 — 0.5.
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Figure 11.2: 1S and 3S phase shifts, plotted as « cot (53E versus k2. The inset shows a magni-
tied portion of the same data as denoted by the gray box in the lower left.

11.1.3 van der Waals Interaction

The dominant long-range interaction for Ps-H scattering is given by the van der Waals
potential [42, 57, 230]. The van der Waals potential is given as

V(R) = —=2. (11.8)

For the Ps-H system, Cg has been calculated in atomic units by Martin and Fraser to
be 34.78473 [231]. Mitroy and Bromley [212] also calculate this to be 34.785 in a paper
calculating Cy for multiple Ps-atom problems. Ray [232] also investigates a modified static
exchange model that explicitly includes the van der Waals interaction.

11.1.3.1 Flannery Expansion

When the van der Waals potential is taken into account, the effective range equation from
Flannery [229, p.669] is (dropping the =+ for brevity)

1 1 T (2MC 4 (2MC
Kk cotdp = -t Eroxz ~ 152 ( 2 6) K> — 155 (76) x*In (kag) + O(x*). (11.9)
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2

3

x*In

Partial wave « Range K K
1s 0.1-05 4.3080/2.2816 3.9879/4.1474 3.1029/7.9026
0.01 —0.09  4.3306/2.2012 4.3288/2.4807 4.3297/2.3490
0.001 —0.009 4.3306/2.1972 4.3306/2.2251 4.3306/2.2207
3S 0.1-05 2.1623/1.3729 1.9356/9.0125 1.7116/9.7221
0.01 -0.09  2.1367/1.9354 2.1350/3.0845 2.1359/2.6251
0.001 —0.009 2.1365/2.0354 2.1365/2.1502 2.1365/2.1394

Table 11.3: Scattering length and effective range using Equation (11.10). The column
headings indicate which term this expansion is taken to. Entries are given as a*/ roi.

In atomic units (see Section 1.7), M = 2 (mass of Ps), i = 1 (Planck’s constant) and ag = 1
(Bohr radius), simplifying this equation as

1
K cotdy = - + Zror? —

> 47TC6K3 — %K‘L In (k) + O(x*).

1542 15a

(11.10)

In Table 11.3, the x? column fits only to the first two terms of Equation (11.10), which
makes this the same as the short-range expansion, Equation (11.7). The x® column fits to
the first three terms, and the «* In column fits to all four terms. Entries in these tables are
given as at/ roi. The scattering length, a*,is used as a titting parameter, not a fixed value
determined by Equation (11.1) in Table 11.1.

11.1.3.2 Hinckelmann-Spruch Expansion

Equation (11.9) is derived by starting with the expression given in Hinckelmann and
Spruch [233], then inverting and performing an expansion. Hinckelmann and Spruch give
this in terms of tan Jy.

tandy = —ax — %1’06!21{3 + %ng‘* + %CgKS In |2xd| + O(x°)
Table 11.4 has entries for the x° In term where the titting cannot be used, since the
titting attempts to use a negative value of d, forcing the natural logarithm to return a
complex value. The variable d is given in their paper as the distance r > 4 at which the
van der Waals potential is dominant. We have to fit to d in our problem, making this
particular model not fit as well.
The scattering lengths for x = 0.001 — 0.009 match well with the other methods, how-
ever. For the x® and x* terms in Equation (11.11) using this x range, the effective range
matches reasonably well with the previous methods, but the last term involving x> does

(11.11)
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3

4

x° In

Partial Wave x Range K K
IS 01-05  13.652/-0.7062 13.359/-0.6806 24.484/-484.65
0.01 —0.09 4.3286/2.3119 4.3276/2.3930 4.3306/34.834
0.001 —0.009 4.3306/2.1980 4.3306/2.2060 4.3306/34.622
3S 01-05 1.7299/4.9923 1.4474/12.139 2.3287/-3.0949
0.01 -0.09 2.1369/1.9500 2.1359/2.2805 2.1364/2.1411
0.001 —0.009 2.1365/2.0382 2.1365/2.0711  2.1365/7.0068

Table 11.4: Scattering length and effective range using Equation (11.11). The column
headings indicate which term this expansion is taken to. Entries are given as a*/ roi.

+ —
w 7‘0 1’0

6 22809 2.1839
7 22796 2.1878

Table 11.5: Effective range from Arriola equation

not match for the effective range. The effective range is even negative when using the x°
term with x = 0.1 — 0.5. The Flannery expansion, Equation (11.9), is a modified version of
Equation (11.11) and is easier to fit to our type of problem.

11.1.3.3 Arriola Expression

Refs. [234, 235] give an analytic solution derived using a semiclassical approach for the
effective range with a van der Waals potential of

R R?
0 1395-1.333= 4 0.6373> , (11.12)
R ap aO
where the van der Waals range, R, is
MG\ #
R= (#) . (11.13)

Using the values from Table 11.1 for a*, this equation produces the results in Table 11.5.
Despite being derived using a semiclassical approach, it nonetheless returns values for
the effective range similar to that returned from the other models.
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11.1.3.4 Gao Model

Gao’s [236] effective range theory treatment is the most complicated of the models tried.
Gao solves the Schrodinger equation for an attractive r—° potential to find an expression
relating the phase shifts to a quantity he refers to as K)(E):

tand; = [Zf — K)(Ex) Zgs) KD (Ex) Zgg — Zgg)- (11.14)

The Z functions in this equation are complicated but described in his paper. The phase
shifts are fitted to Equation (11.14) to determine KY(E,) for each x value. K9(E,) can be
expanded in a Taylor series as [214]

K9(Ee) = K9(0) + K (0)Ex + ... (11.15)

We keep just the first two terms in this expression. From this, K?(0) and K?/(O) are deter-
mined. In another paper [214], Gao performs an expansion of this expression for low « to
generate expressions for a and rp:

o KY_,(0)—1

T AP K, (0) Pe (1116
and
_[P/9P (KL, +1, [T(/4)P KLy (0)2(7/2p)(1/ 6)?
ro =g [K?:Z(O)—1]2ﬁ6+ - 0 (0] 21 Bo.  (11.17)
Be is related to Cq by
Be = (2uCe/n*)!/4. (11.18)

The results in Table 11.6 are computed by taking Equation (11.15) out to the second
term, which includes the K) derivative. Two values of « are used to solve the equations

for the unknowns K)_(0) and K?ZOI(O). These values are in the table and are used to
determine a4 and r( via Equations (11.16) and (11.17).

The values for a are well-converged and compare well with the values in Table 11.1
from the definition in Equation (11.1). The values of ry are not so well-converged, but
they normally compare well with the fittings in Section 11.1.3. In Ref. [56], we used the
x = 0.002, 0.003 values, as the smallest set of x = 0.001, 0.002 is obviously unstable, with a
much different effective range for !S.

We also attempted to carry the expansion in Equation (11.15) to the third term with the
second derivative, but numerical inaccuracy proved to be a problem. This term is propor-
tional to x*, which is vanishingly small for most x values considered, making determining
ngol/ impossible with the current phase shift precision.

The K is not particularly sensitive, but even the K{ can change drastically depending
on the values of k used. The K’ values for 3S are also much larger than those of 'S. While
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0 0
K K; K; a 0

1s 0.1,0.2 -0.610967 -1.67672 4.3286 2.3380
02,03 -0.608704 -1.90301 4.3386 2.3128
0.3,0.4 — — — —

1S 0.001,0.002 -0.61050 -13.8371 4.3307 0.9103
0.002,0.003 -0.61052 -2.76553 4.3306 2.2104
0.003,0.004 -0.61052 -0.46049 4.3306 2.4811
0.004, 0.005 -0.61050 -4.51842 4.3307 2.0046
0.005,0.006 -0.61052 -2.67368 4.3306 2.2212
0.006, 0.007 -0.61052 -2.66827 4.3306 2.2219
0.007,0.008 -0.61052 -2.63471 4.3306 2.2258
0.008,0.009 -0.61052 -2.59699 4.3306 2.2302

35 0.1,0.2 -3.33674 -20.9648 2.1336 2.7510
0.2,0.3 -3.30159  -24.4797 2.1389 2.6778
0.3,0.4 — — — —

35 0.001,0.002 -3.31867 -62.3938 2.1363 2.0666
0.002,0.003 -3.31868 -57.2099 2.1363 2.1513
0.003,0.004 -3.31868 -57.6505 2.1363 2.1441
0.004, 0.005 -3.31866 -62.0112 2.1363 2.0728
0.005,0.006 -3.31868 -58.7635 2.1363 2.1259
0.006, 0.007 -3.31869 -57.7088 2.1363 2.1431
0.007,0.008 -3.31871 -55.5445 2.1363 2.1785
0.008,0.009 -3.31874 -54.1885 2.1363 2.2006

Table 11.6: Full Gao model scattering length and effective range
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the Gao method gives results in line with the other ERTs presented thus far, it would likely
be suited better for systems where phase shifts could be computed to more precision than
we can do for Ps-H scattering.

Gao [214] also gives QDT expansions for the S-wave and P-wave in another paper.
Equations (6) and (7) in [214] relate the phase shifts to Kg. In Section 11.1.5, we also see
that this QDT expansion does not do well for these two partial waves. Gao also gives an
expansion for ¢ > 2, which is discussed in Section 9.3.

11.1.4 Effective Range from Scattering Length and Binding Energy

We use an expression from Ref. [70] to get an estimate of the S effective range, given by

at\/4E, — 1
2a+Eb .

ra = (11.19)
This expression is also similar to one given by Page [76]. Using this with the complex
Kohn a™ and Ej, at w = 7, we get rj = 2.106, which only agrees somewhat with the other
results in Table 11.7. There is not an equivalent expression for r;, as there is not a 3S PsH

bound state.

11.1.5 Comparison of Effective Range Theories
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Figure 11.3: Comparison of results from effective range theories for 'S Ps-H. Figure (a)
shows a larger set of x values, and (b) shows a range with small « values. The Gao 1 and
2 term results use 1 and 2 terms from Equation (11.15), respectively. The Gao expansion
uses the method in Ref. [214]. The short-range and Flannery expansions are given in
Sections 11.1.2 and 11.1.3.1, respectively.
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Figure 11.4: Comparison of results from effective range theories for 3S Ps-H. Figure (a)
shows a larger set of k values, and (b) shows a range with small « values. The Gao 1 and
2 term results use 1 and 2 terms from Equation (11.15), respectively. The Gao expansion
uses the method in Ref. [214]. The short-range and Flannery expansions are given in
Sections 11.1.2 and 11.1.3.1, respectively.

To obtain the plots in Figures 11.3 and 11.4, after obtaining fits for each of the models,
we solved the respective equations for the phase shifts. This provides a reliable way to
determine how well each model fits the phase shift data. When «x is small, the different
models agree extremely well, as seen in Figures 11.3(b) and 11.4(b). Higher order terms in
each of the model equations become negligible as k gets smaller. Figures 11.3 and 11.4 do
not include the Hinckelmann-Spruch results since, as seen in Table 11.4, this expression
does not generate particularly good results due to the need to fit to the d parameter in
Equation (11.11).

11.1.5.1 Comparisons with Other Groups’ Results

The first eight entries of Table 11.7 show the scattering lengths and effective ranges we
calculate with the various methods described in this chapter. Other than the ERT Short
for k = 0.1 — 0.5, the scattering lengths from the different methods are identical. There is
much less agreement in the effective range. For the singlet, rj ~ 2.2, and for the triplet,
ro ~ 2.0 —2.1. The effective range is much more sensitive to slight variations in the phase
shifts. More agreement could likely be achieved if the wavefunction was fully optimized
for this very low energy range. We also tried a smaller x range of 0.0001 - 0.0009, but the
phase shifts were less numerically stable in that region.

As noted earlier, there is good agreement between the scattering lengths and effective
ranges for recent calculations from other groups and the results we obtain using the com-
plex Kohn phase shifts. The older calculations tend to have higher values for a*. The r;
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at

Method K o a 7o
Approx. to def. - Eq. (11.2) 0.001 43314+0.012 —  2137+0.008 —
Extrapolated (w =4 — 7) - Eq. (11.1) 0.001 4.319 — 2.129 —
ERT Short - Eq. (11.7) 0.001 —0.009 4.331+0.012 2197 2.1374+0.008 2.035
ERT Short - Eq. (11.7) 0.1-0.5 4.308 £0.003 2275 2.162+0.003 1.343
ERT vdW - Eq. (11.10) 0.001 —0.009 4.331+0.012 2.221 2.137+0.008 2.137
QDT - Egs. (11.14), (11.15) 0.002,0.003 4.331+£0.012 2210 2.1364+0.008 2.151
QDT expansion - Eq. (6) in Ref. [214] 0.001 4.331£0.012 2535 2.136£0.008 3.086
Eq. (11.19) — — 2.106 — —
CC 14Ps14H+H™~ (Walters et al 2004) [70] — 4.327 — — —
Kohn extrapolated (Van Reeth et al 2003) [57] — 4.311 2.27 2.126 1.39
Kohn 721 terms (Van Reeth et al 2003) [57] — 4.334 — 2.143 —
Kohn Eq. (11.7) [57] up to 0.5 4.30 2.27 2.147 —
CC 14Ps14H (Blackwood et al 2002) [70] — 441 2.19 2.06 1.47
SVM (Ivanov et al 2002) [65] — 4.34 2.39 2.22 1.29
DMC (Chiesa et al 2002) [63] — 4.375 2.228 2.246 1.425
T-matrix (Biswas et al 2002) [183] — 3.89 — — —
SVM (Ivanov et al 2001) [64] — 4.3 — 2.2 —
Variational basis-set (Adhikari et al 2001) [237] — 3.49 — 2.46 —
6-state CC (Sinha et al 2000) [69] — 5.90 2.73 2.32 1.29
5-state CC (Adhikari et al 1999) [68] — 3.72 1.67 — —
22-state CC (Campbell et al 1998) [67] — 5.20 2.52 2.45 1.32
9-state CC (Campbell et al 1998) [67] — 5.51 2.63 2.45 1.33
Stabilization (Drachman et al 1976) [184] — — — 2.36 1.31
Stabilization (Drachman et al 1975) [185] — 5.33 2.54 — —
Kohn 35 terms (Page 1976) [76] — 5.844 2.90 2.319 —
SE (Hara et al 1975) [73] — 7.275 — 2.476 —

Table 11.7: 13S-wave scattering lengths and effective ranges

148



Model K a a;

Approx. to def. - Eq. (11.2) 0.01 —22.1304+0.173 1.4530 £0.1104
Extrap. approx. to def. (w =4 — 7) - Eq. (11.1) 0.01 —22.262 1.378
QDT - Eq. (11.14) 0.01,0.02 —22.200+£0.173 1.4158 £ 0.1107
QDT expansion - Eq. (11.20) 0.01 —22.198 £0.172 14102 £0.1104
SVM [65] — —20.7 6.80

Table 11.8: 1P scattering lengths summarized and compared

values from other groups lie close to our ERT Short values for x = 0.1 — 0.5, but as seen in
Figure 11.2 and Table 11.7, smaller « values give a much larger effective range.

11.2 P-Wave Scattering Lengths

From Refs. [214, 238], the scattering length is only defined for a partial wave if 20 43 < n,
and the effective range is only defined if 2¢ +5 < n. For the van der Waals interaction,
n = 6. Thus for Ps-H scattering, the P-wave has a scattering length but not an effective
range. Ref. [65] calculates a P-wave effective range, but this does not appear to be physical.
To determine the scattering length, we can use Equation (11.2) with ¢ = 1: This is the
approximation to the definition shown as the first entry in Table 11.8. We also extrapolate
the scattering lengths from this for w = 4 — 7 using Equation (11.3). Additionally, we use
the QDT of Gao from Section 11.1.3.4 for the P-wave and the QDT expansion of Gao given

by [214]
n  KL,(0)+1 ,

T8I/ K, (0) P (11.20)

a| =

Each of these methods agree reasonably well for the !P and 3P scattering lengths. The
1P scattering length is negative and has a magnitude much larger than the S scattering
lengths, while the 3P scattering length is positive and closer to the %S scattering lengths.

The only other calculation we have found of P-wave scattering lengths is the SVM
calculation [65]. Their af matches well with the complex Kohn value, but their a;” is much
larger. They determine the scattering lengths with an effective range formula involving
a r; term, but even if we fit the complex Kohn phase shifts to this form, the scattering
lengths do not change much. The discrepancy in the a; scattering lengths appears mainly
to be due to the much smaller SVM phase shifts at low «.

Despite there not being a P-wave effective range, spurred by the SVM [65] use of an
ERT expression, we performed a similar plot to Figure 11.2, given in Figure 11.5. Similar
to the S-wave, the 'P gives a relatively straight line, while the 3P curves downward at low
k. Negating and inverting the y-intercept gives another way to calculate the scattering
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Figure 11.5: (a) ! P and (b) 3P phase shifts, plotted as x> cot 51i versus k2.

length. Doing this, we get a;” = —22.101 and a; = 1.474. These match well with the other
values we obtain in Table 11.8.

11.3 Summary

We calculated the *S-wave scattering lengths using the approximation to the definition,
yielding similar results to the prior Kohn / inverse Kohn calculation [57]. In addition,
we calculated the 1*S-wave scattering lengths and effective ranges using the short-range
expansion, several models using the van der Waals interaction, and a QDT model incor-
porating the van der Waals interaction. These models yield nearly identical 'S and 3S
scattering lengths when small x values are used. The effective ranges vary more between
the different models than the scattering lengths, but most models agree relatively well
for several x ranges for the 'S-wave, with the exception of the QDT expansion, which
gives less accurate results. Consequently, we do not report the QDT expansion results in
Ref. [56].

We are able to reproduce approximately the 3S effective range reported by other groups
and the earlier Kohn / inverse Kohn calculations [57] by using ¥ = 0.1 — 0.5. As Van Reeth
and Humberston [57] note, the graph of x cot 5~ versus x? is not a straight line but curves
down at low «. Due to this, we also used a much smaller x range of 0.001 — 0.009, giving
a more stable effective range that is higher than previously reported.

The P-wave does not have an effective range but does have a scattering length, which
we calculated using the approximation to the definition and the QDT model. The scatter-
ing lengths between the different methods agreed relatively well, and the 'P scattering
length is similar to the SVM result [65]. However, the P scattering length between our
work and the SVM does not agree, with the SVM a; being approximately 4.7 times as
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large, which is likely due to the smaller SVM 3P-wave phase shifts.

151



Conclusions

The Kohn variational method and variants of the method have been successful at treating
Ps-H scattering in this work. We give a general formalism that can use any of the variants
of the Kohn variational method, including the inverse Kohn, generalized Kohn, S-matrix
complex Kohn, T-matrix complex Kohn, generalized S-matrix complex Kohn, and general-
ized T-matrix complex Kohn. We have also developed a general formalism and code that
works for arbitrary ¢, allowing us to calculate phase shifts for multiple partial waves. We
have presented results for the first six partial waves through the H-wave using highly cor-
related Hylleraas-type short-range terms and an appropriate choice of long-range terms.
The computational techniques that have enabled to do this work are also presented.

We used these short-range terms to calculate the binding energy for 'S PsH, which
compares very well to the accurate results of Refs. [80, 92]. This gave us confidence in
using these terms for the Ps-H scattering problem. Despite there not being bound states
for other partial waves, we also used these short-range terms to create stabilization plots
to get rough estimates of the resonance positions for 'P and 'D.

The S-wave and P-wave phase shifts compare well to other accurate calculations, in-
cluding the CC [70, 72]. The current complex Kohn phase shifts for these two partial
waves are highly accurate. The resonance parameters we have computed for the singlet
partial waves through the 'F-wave generally compare better with the complex rotation
[92,175, 182, 210] than the CC [72].

The much larger differences come in with the lower x phase shifts for the 1*D-wave.
The complex Kohn D phase shifts are consistently below the CC results [70], and the
D phase shifts are generally below but become slightly higher than the CC [72] near the
resonance region. An analysis of the nonlinear parameters improved the phase shifts
slightly, but we believe that some of this discrepancy with the CC can be explained by our
omission of the mixed symmetry terms for the D-wave (and higher partial waves). These
terms are very difficult to work with, and an analysis [194] of their contributions for e™-H
and e -H scattering shows that they could be important for Ps-H scattering. The mixed
symmetry terms for the three-body e-H and e~ -H systems are much easier to use than
for the four-body Ps-H system.
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However, the multiple cross sections we calculate are not affected much by this dis-
crepancy in the D phase shifts. This is due to the D-wave mainly contributing only at
higher x values, while the S-wave and P-wave are dominant through much of the lower «
range. In this region, the complex Kohn phase shifts are better converged and match well
with the CC phase shifts. The resonance parameters that we calculate for the 'D resonance
also match well with the complex rotation results. The L3E 13G, and 1¥H partial waves do
not contribute significantly to the elastic integrated or momentum transfer cross sections,
but they do contribute some to the elastic differential cross section. The differential cross
section is relatively well converged by the H-wave, so we have presented all of these cross
sections in this work. The differential cross section has interesting features, such as the
contributions from the singlet 'S through F resonances. The differential cross section is
nearly isotropic at very low energy and becomes slightly backward peaked at low energy,
then becomes forward peaked at approximately 0.5 eV, continuing this way to the Ps(n=2)
threshold.

Multiple effective range theories were used to analyze the effective ranges for 1S and
the scattering lengths for 13S and P, including several that incorporate the van der Waals
interaction. We found that these all agreed relatively well at very low x — even the short-
range expansion. We find that the 3S effective range changes significantly depending
on the range of x used. The r, we obtain agrees with the values from other groups if
x = 0.1 — 0.5 but increases when we use the much smaller range of x = 0.001 — 0.009. The
other S-wave scattering lengths and effective ranges match up well with those calculated
by other groups. The P scattering length compares well with the SVM result [65], but the
3P scattering length differs significantly.
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External Angular Integrations

E perform rotations and then integrations over the 3 external angles to reduce the
9-dimensional integrations to 6 dimensions. The procedure described here is the
same as in Van Reeth’s thesis [95].
The integrals needed in Equations (2.11), (3.56), (4.1) and (8.3) have volume elements
of

dt = dridrydrs. (A1)
In spherical coordinates, this becomes
dt = r2dry sin 01d0,d @17r3dr, sin 0,d62d por3drs sin O3d03d 3. (A.2)

These coordinates are given in an arbitrary coordinate system as in Figure A.1.

We can rotate the coordinate system multiple ways in order to integrate over the exter-
nal angles. First consider rotating the coordinate system so that the z-axis is along r;. If
we then choose to perform another rotation so that r; is in the x’-z’ plane, from Figure A.2,
the volume element becomes

dt = T%d?l sin 91d91d§011’%d1’2 sin 912d912d(p§r§dr3 sin 913d913d§023. (A3)

The angles 601, 613, and ¢p3 are internal angles. The external angle ¢ is measured from
the x’-axis before the rotation into r,. The angles 6; and ¢; are also external angles. As
Peter Van Reeth points out in his thesis [95] on page 78, @23 is the angle between the
planes of the triangles (71,12, 712) and (rq,73,713). This angle can range between ¢3 = 0
and ¢p3 = 271.

For the PsH bound state and S-wave Ps-H scattering, integrating over the external
angles gives

dt = 87‘[21’%611’17’%111’2 sin 912019121’%617’3 sin 91361913614)23. (A4)

We can transform this into integrations over 1, and r13 instead of df; and d6;3 by differ-
entiating the following expression from the law of cosines with respect to ry;:

”%z = r% + rlz — 211 oS Oy;. (A.5)
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Figure A.1: Ps-H original coordinate system. This figure is the same as in Van Reeth [95].

When differentiated, this gives

drklrkl = Tr1] sin ledel. (A6)
Thus, we have

di’lzi’lz =T1rr sin 91261912 (A7a)

d1’131’13 =rir3 sin 913d913. (A7b)

Substituting these into Equation (A.4), we have
dt = 87r2dr1rgdrzr3dr31’12dr12r13dr13d(p23. (A.8)

This is the final form that we use in the short-range and long-range integrations, described
in Sections 4.1 and 4.2.

If we do the rotations so that the z-axis is pointing in the direction of r, then rotate so
that r is in the x'-Z’ plane, the volume element is instead

dt = 87‘[21’1 d1’1 d1’21’3d1’31’12d1’121’23d1’23d(P13 . (A9)

We use this in the long-range integrations when there is an r2_31 term, as in Sections 4.2.1
and 4.2.2.
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There are 6 possible orderings to performing these rotations, but we only consider 3
and only use 2 in the final code. The last one rotates the z-axis into r3, then performs
another rotation where the x’-z’ plane contains 1, giving a volume element of

dt = 87‘[21’1di’l1’2d1’2d1’31’13d7’131’23(11”2361([)12. (A.lO)

For the P-wave and higher, there is no spherical symmetry, but there is azimuthal
symmetry for m = 0 of the spherical harmonics for all partial waves. The following
sections show the results of performing these external angular integrations for general
¢. These are shown in a Mathematica notebook entitled “General Angular Integrations.nb”

[1].

A.1 Terms with Identical Spherical Harmonics

Since we are only investigating integrals over external angles in this Appendix, the or-
thogonality relations of the spherical harmonics do not hold. However, it can be seen that
if we integrate over all external angles, d.yt, any spherical harmonic with itself will give
27, i.e.

/ YD (05, 9:)Y{ (0, ;) dText = 271, (A.11)
Text

wherei=1,2,3,porp.

A.2 Terms with Yg (0;, qoi)Y? (65, 9j)

These terms are not completely necessary to generalize here, because they only appear in
the short-short calculations. The derivations and code for the S-, P-, and D-wave short-
short calculations use these. The general short-short derivations and code (Section 8.2) use
a formalism from Drake and Yan [60] that does not do these external angular integrations.
The general code is used for the F-, G-, and H-waves and can be used for arbitrary /.
Derivations for all of these can be seen in the Mathematica notebook “General Angular
Integrations.nb” [1, 4]. Note that the result of 277 in Appendix A.1 is recovered if i = j.
The general result is

/ YO(8;, 9:)Y2(8;, @) dText = 27P; (cos ;) . (A12)
Text

wherei =1, 2, 3, p or p’ . The results in the Mathematica notebook “General Angular
Integrations.nb” are equivalent to this.
These integrations for the first three partial waves are given below:

/ YO (0;, 9:)YS (0}, ¢f) dText = 270 (A.13a)
Text

157



/ YO(6:, )Y (8}, 9;) dTors = 27 cOS (A.13b)
Text

/ Y(0:, 91)Y2 (0}, ¢j) drewt = 27 (30526~ 1) . (A.13¢)
Text

When performing the external angular integrations instead of using the general short-
range integrals in Section 8.2, the very specific form of the short-short integrals has to be
that of the four-body integrals in Equation (4.1). From Equation (A.12), the results here
have a cos 6;;, which does not appear in the four-body integrals. To use these results, we
have to use the law of cosines to replace any cos 6;; terms by

ﬁ+@—ﬁ

cos btj; = i (A.14)

21’i1’]’

This allows us to split these into multiple integrations with only polynomial r; and r;;
terms with the decaying exponentials. Most of the other external angular integrations in
this Appendix also end up with cos 6;;, but those only apply to the long-range code, which
does not have this restriction.

A.3  Terms with Y7 (61, ¢1)Y}(6,, ¢,) and Y} (61, ¢1) Y} (6,1, ¢,1)

After doing these integrations by hand for the P-, D-, and F-wave (the S-wave is just 277),
I realized that it is possible to generalize these. This can be seen in the “Vector Gaussian
Integration.cpp” file of the general long-range integration code (Appendix D). If we define

N ~+ 17 COS 912

0 (A.15)

w1

then
/ Y?(QL 901)Y?(9p, (Pp) AText = 27TPZ(w1) ’ (A.16)
Text

where Py is the standard Legendre polynomial. This easily lets us calculate these terms in

the C++ code. Likewise, for ;
71 + 73 C0s b3
wh =2 (A.17)
then

/ Y201, 01)Y2 (0, 9y ) ATt = 270P, (w}) (A.18)
Text

A4 Terms with Y} (6, ¢2)Y}(6,, ¢,) and Y} (63, ¢3) Y7 (6,7, ¢,r)

Similar to Appendix A.3, these integrals are also generalizable and are used in the C++
tile “Vector Gaussian Integration.cpp”. Defining

__ Trp+r1Cos 012

TR (A.19)

w»
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then
/ Y2(0, 92) Y2 (8, 9p) dTexs = 27Py (). (A.20)
Text

Since p’ is constructed from r3, we can do the same method for the next set. We define

_ 13+ 7r1cosb3

T (A.21)

w3
which gives

/ Y (03, 93) Y0 (0, @) ot = 277Py (w3). (A22)
Text

A.5 Terms with Y} (6, ¢2)Y}(6,, ¢,7) and Y} (65, ¢3) Y} (6,, ¢p)

This set is more complicated than those in Appendix A.4 but look similar. We first define

_ 1r1cos 01 + 13 cos b3

Wy 20 , (A.23)
and then
/ Yg(ez, ([)z)Yg(Gp/, q)p/) dTgxt = 27’[Pg(ZU4) . (A24)
Text
For the permuted version of this, we use
6 6
s — 71 COS 13;;2 Ccos 23/ (A.25)
giving
/ Y2(05, 93) Y2 (8, 9p) dTexs = 27Py(ws) (A.26)
Text

A.6 Terms with Y7(6,, 9,)Y) (0, ¢)

These are the most difficult angular integrations considered. After performing these inte-
grations by hand through the D-wave, I came up with a way to compute them in Math-
ematica. These are derived in a Mathematica notebook entitled “General Angular Integra-
tions.nb”. Using this method, the H-wave integral (¢/ = 5) took approximately 1 hour
and 26 minutes to calculate in Mathematica using an Intel Q6600 processor-based desktop
computer.

I discovered a way to generalize these integrals as well, but it was not until recently.
Without realizing this relation, these integrals are very difficult to compute. Defining

4 (0 +07) =15,
8pp’

y= , (A.27)
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these integrals can be generalized to

/{ Yg(ep, (PP)Y?(Gp’/ §0p/) AText = 27tP, (]/) . (A.28)

The results of these integrals for the first six partial waves follow.

/ Y (8, 90) Y (0, 9y ) dTurt = 270 (A.29)
Text
0 0 _ T 2, 2\ 2
/T O o) O ) e = 1 4 (0 +07) 3] (A.30)
0 0 _ 7T 4 2 /2 14
/Tm Y5 (00, 90) Y2 (0, @) dText = 61027 [16 (310 +20%0"" +3p )
+31%; — 241 (02 + )| (A.31)
Y6, 0,)Y0 (0. @) dro = ——— [64 (500 + 30%0" + 30%0"* + 50'°
/[eﬂ 3( Y q)P) 3( o q)P) Text 512p3p/3 [ < P + P + PP + Y >
518, 601k (0% + 0'*) — 4812, (50* + 60%0"* + 50" A32
ro3 + 06013 (P~ +p 33 (90" +6p7p" +5p (A.32)

/T Y2 (65, 90) Y3 (B, @) dTers = 89600'® + 1280p"° (4p2 - 7r§3)
ext

1638;4,0'4 [
— 800 (35— 4p2>2 (713 — 40*) +35 (3 - 4p2>4
+960"* <48p4 +35¢k, — 120p2r§3)} (A.33)

110

/T Y2 (6p, 9p) Y8 (61, @) dTexs = (645120 — 89600"* (9r3; — 4p?)
ext

7T
131072050’
3 5
+140p" (1%3 — 4p2> (91’%3 — 4p2> — 63 (1%3 — 4p2>
+19200" (160" + 21745 — 56p*13; )

—480p" (123 — 20) (20 + 123) (16p4 4217, — 56p2r§3)] (A.34)
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Extra Derivations

THIS Appendix mainly contains short derivations and equations that are not critical to
understanding the main results but are nonetheless needed for this work.

B.1 Spherical Functions

This section gives the spherical harmonics (Table B.1), spherical Bessel functions (Ta-
ble B.2), and spherical Neumann functions (Table B.3) through ¢ = 5 for easier reference.
These were all obtained using the appropriate functions in Mathematica [239]. Most sources
[135, 240] give these for ¢ < 2.

B.2 pand p’ Definitions

From equation 2.1 of Peter Van Reeth’s thesis [95] and Armour and Humberston’s paper
[55],

p= % (r1+172). (B.1)

By switching coordinates 2 and 3, we have

/

1
p =3 (ri+73). (B2)
In the original coordinate system (Figure A.1),

r1 = (rq sin6; cos @1, 11 sin 6y sin @1, r1 cos 6 )
r3 = (r3sin 63 cos @3, r3 sin 03 sin @3, 13 cos H3) (B.3)
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Partial Wave

Y(6,¢)

S-Wave
P-Wave
D-Wave
F-Wave
G-Wave

H-Wave

1

Van

/2 cost

Ve (3cos?6 - 1)
\/wzn(5c0s39 —3cos6)

\/% (35cos*6 — 30cos? 6 + 3)

\/ 256” (63 cos® 6 — 70 cos® 6 + 15 cos 6)

Table B.1: Spherical harmonics for partial waves ¢ = 0 through 5

Partial Wave jy(z)

S-Wave Si“K(;P )

P-Wave Sinz — cosz

D-Wave (Z% — 1) sinz — %Cosz

F-Wave (22— ) cosz 3(22 ;f) sinz

G-Wave 5(22 _2241) cosz + (24—4522;105) sinz
H-Wave 15(24_28226—&—63) sinz | (—2* +105Z225_9 45) cos 2

Table B.2: Spherical Bessel functions for partial waves ¢ = 0 through 5
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Partial Wave 1ny(z)

S-Wave — 22
Ccosz sinz

P-Wave -2 Tz
D-Wave — (Z% — %) cosz — Z%sinz

3(222—5) cosz (22—15) sinz
F-Wave : + 3

z z

5(222—21) sinz (—Z4+4522—105) cosz

G-Wave o + 5

H-Wave (—z!+10522-945) sin 2 o 15(z*—282%+63) cos z

z° z6

Table B.3: Spherical Neumann functions for partial waves ¢ = 0 through 5

In the rotated coordinate system (Figure A.2),

™ = (0/ 0/ 7’1)
r3 = (3 sin 013 cos @13, 73 sin H13 sin @13, 73 cos H13)

2 . . .
‘7‘1 + 1’3’ = 1’% Sll’l2 913 COS2 P13 —+ I’% Sll‘l2 913 Sll’l2 P13 + (1’1 + Y3 COS 913)2
= r% sin? 613 + 1’% + r% cos? 03 + 21173 cos 013

= 12 + 13 + 21173 cos B3
Also, using the law of cosines,
r%3 = r% + r% — 2rqr3 cos 613
Substituting Equation (B.6) into Equation (B.5) gives
lr1 + 1’3|2 =2 <r% + r%) — 12,

From Equations (B.2) and (B.7),

Nl—=

/

p = [2 (r% + r%) — r%}

N =

Similarly,

NI=

2(rR+n3) )

NI =

p:
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B.3 Perimetric Coordinates

Perimetric coordinates are used for the long-long integrations in the S-wave code. If
perimetric coordinates are used for r1, , and 71, then these are defined by [55]

X=711+1—7112
y=rot+rp—n
Z=7r1p+1r — 1o (B.10)

These can alternately be written as

» _X+Z
1=
X+
Ty = Zy
+z
rn:yz . (B.11)

From Equation (A.8), the volume element after integration over the external angles is
dt = 87'[2dr1rzdrzrgdrgrlzdr12r13dr13d(p23. (B.12)
We need to perform a change of variables to use perimetric coordinates for rq, r, and r1;.

The Jacobian is
orp 9n

In 1 1
ox ay > 0 > 1
) o o)
Joyo=| % % 2 l=|110|= (B13)
drip  drpp Orpp o 1 1
ox ay oz 2 2
This gives a transformed volume element of
AT = 271113t or13dx dy dz dr3 driz d¢os. (B.14)
The limits for each of the perimetric coordinates are 0 to co.
B.4 Spherical Bessel Derivatives
B.4.1 First Derivative
From Abramowitz and Stegun [240, p.437],
jo(z) =z71 [P(f +1,z)sin(z — 3¢m) + Q(£ + %,2) cos(z — %671)} (B.15a)

ne(z) = (=1)+1z71 [P(E +3,z)cos(z+ 2lm) — QU + 1,2) sin(z + %En)} . (B.15b)
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where
0+ 2!

P(l+131,2)=1- m(zz)—2 +... (B.16a)
{+1! 3!
QU+1,z)= %(@(22)1 — 3!1‘71(;——2)(22)3 + ... (B.16b)

Using Mathematica with these expansions, we get

_sin(z - Y4

ilz) = (B.17a)

ne(z) = (- COZS(Z talm) | (B.17b)
and

ji'(z) = w +o.. (B.18a)

1 (z) = (-1 Siz(z talm) (B.18b)

In a more general format than that of Abramowitz and Stegun [240, p.73],

_1N\E/2 . .
o8 (Z_ K_ﬂ) _ {( 1)*“cosz if / is even (B.19)

2 (=)D 2sinz  if £is odd
and
. 7 (—=1)2sinz if ¢ is even
sin (Z B _) _ ) (B.20)
2 (=)D /2cos 2z if £is odd
Also,
/2 YR
CcoSs (Z + £_71> = (=1)"*cosz if £is even (B.21)
2 (=)D 2sinz  if £ is odd
and
. I (—1)"/2sinz if ¢ is even
sin (z + —) = ' (B.22)
2 (—1)1D/2cosz if £is odd

Using these with Equations (B.17a) and (B.18a), we see that to first order, there is a rela-
tionship between these functions and their derivatives given by

ji' (z) ~ —ny(2) (B.23a)
ng'(z) ~ ]'g(Z). (B.23b)

This allows us to write the gradient of S, and C, for arbitrary / to first order in Equa-
tion (3.34).
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B.4.2 Second Derivative

The output we get from the Mathematica notebook “First Partial Waves LS
General.nb” [1, 4] is

V3 [Y7 (00, 9p) je(kp)] (1 + n? — k%0?)Py(cos 8) + 2 cot§ P} (cos §) + PZ(cos 6)

, = . (B.24)
Y7 (60, @0) je(x0) p?Py(cos6)
From Ref. [241], a recurrence relation for the associated Legendre polynomials is
u+1 . . . u—1 Z,UZ U .
Py (z) = [u(p—1)—L(+1)] P, (z)+ \/1—71221)[ (z) =0. (B.25)

Note that other books [240, 242] give slightly different forms of this recurrence relation. If
we set 4 = 1 and z = cos 0, this becomes

2cos b
sin 6

Using the definition of cot and solving for (¢% + ¢) P)(z) = (¢> + €) Py(cos¥),

P?(cos 8) + (62 + 6) P)(z) + P}(cos8) = 0. (B.26)

<€2 + K) Py(cos8) = —P?(cosf) — 2 cotf P} (cosf) . (B.27)

Substituting this back into Equation (B.24), we get cancellations with the associated Legen-
dre polynomials and see that Y} (6, ¢,) j¢(kp) is an eigenfunction of V% with eigenvalue
—K2:
2,2
2 [y0 - (—x“p~)Pr(cos6) 21,0 -
Y/ (6o, = = —x"Y; (6,, . B.28
V2 | Y0 (65, 95) je(xp) | 22D, (cos 0) kY7 (6o, @p) je(xp) (B.28)

B.5 ,F; Recursion Relation

The backwards recursion relation for the hypergeometric function is used in the short-
range code (Section 4.1). This is given in Refs. [59, 153] as

JF(Lacz) =1+ (%) z2F(La+1c+1z). (B.29)

From Abramowitz and Stegun [240], the definition of the hypergeometric function is
given by

ey =10 N @ (B)nZ"
oF (o, B;7;2) =1+ n; D (B.30)
where (x), is the Pochhammer symbol given by [240]
(x)nEW:x(x—i—l)---(x—i—n—l) (B.31)
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with (x)p = 1. A special case is (x); = n!, where n! is the factorial.
Using the above definition of the Pochhammer symbol, we can easily see that

(1) (), = Ens1 (B.32)

(x+1)n = (x) X

From Equations (B.30) and (B.32),

© (1), - 1 n 00 1
2F1(1,a+1;c+1;z):1+2() (a+ )”i_:l+2(”+ )nzn
n=1 : =

n=1
— 1+ (2) i (@ns1 n _q 4 (2) i (@)n -1 (B.33)

Multiplying by (£) z, we now have

(2) zF(L,a+1,c+1;2) = <£> z+ i (a)”zn — i (”)nzn. (B.34)

a n—2 (¢)n el (¢)n

From the definition in Equation (B.30),

oFi(1,a;¢z) =1+ i %zn, (B.35)
n=1 n

which, when combined with Equation (B.34), gives the final result of

JFi(Lacz) =1+ (g)zzFl(l,a+1;c+1;z). (B.36)

B.6 Shielding Function

The spherical Neumann functions, 1,(xp), in C; go to —oo at the origin, and we remove this
singularity with the shielding function. The shielding function given by Equation (3.7),
filo) = [1— e (1+£5p)]™, is slightly different than earlier work [57, 58] on Ps-H
scattering, which used f(p) = (1 — e )3,

This work is based on notes from Van Reeth [171] for the S-wave shielding function.
We want to have C; behaving similar to S, at the origin. To accomplish this, we take
a series expansion of both to see what the dominant terms are. To more easily see the
behavior, we only take expansions of the spherical Bessel and Neumann functions for the
S-wave. For Sy, the series expansion of jj is

2.2 K4P4

. K
jo(xp) ~ 1——p+—+0(p5). (B.37)
6 120
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For Cy, the series expansion of ny is

1 ko x30°
mokp) ~ —— + 5 = S

4
w2 2 +0O(ph). (B.38)

The singular nature at the origin is easily seen by the first term. To have Cy ~ Sy at the
origin, the shielding function needs to change the leading term to a constant. If we choose
a shielding function of the form [1 — e #* (1 + ap)], the expansion at the origin of this
multiplied by the spherical Neumann function is

2

U
B —a ap—75)p 1 2 _ 3au?
HO(KP)[l_eW(l‘F”P)}N_V _< > +(§K(P‘_“)_u PP+

K K 6K
(B.39)
This is no longer singular, but it has a p term, so if we set a = 4, the second term disappears,
leaving us with

" 3
no(o) [1— e (14 Lp)] ~ L+ (%4‘1]/;—;() Pt (B.40)
This shows that with the choice of shielding function in Equation (3.7), we have Cy behav-
ing similar to Sy at the origin.

The Mathematica notebook “Shielding Factor.nb” found on the GitHub page [1] shows
these expansions and the expansions for the P-wave and D-wave. We normally choose
my = (2¢ + 1), but for the D-wave, we used m, = 7 when we were trying to improve
the convergence, which ultimately did not give improved results over m, = 5. This
notebook also shows the first and second derivatives of the shielding function given in
Equations (3.107) and (3.108).

This notebook also has interactive graphs that show how the shielding function with
and without the spherical Neumann function behaves with differing m,, y, and ¢ values.
Figure B.1 shows that as m, increases for fixed p of 0.9, it takes a larger p before C, becomes
significant. Figure B.2 keeps m, constant at 7 and varies y. This figure shows that smaller
u values give a strong contribution for C,. Table C.13 shows the y and m, values we use
for each partial wave.

B.7 D-Wave Mixed Symmetry Terms

This derivation proves Equation (7.20). Using Equation (7.19) and substituting the appro-
priate spherical harmonics and Clebsch-Gordan coefficients,

+1
V120 = Y, Yim(01, @1)Y1,m(62, ¢2) (1,m;1,—m,0[2,0)

m=-—1

168



Figure B.1:

u=209
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0

Figure B.2: Shielding function f, variation with respect to p for multiple values of y with
my = 7
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3 3

8 sinf; e = sin 6, e'? 7
3 3
+ 177 08 1 = sin 92 NG
3 — sin6; e'? 3 —sinfe ¢ 1— (B.41)
8m ! 81 2 V6 '
Using [95, p.192]
cos 01p = sin 6 sin 6, cos(¢@1 — @2) + cos 61 cos 6 (B.42)
in Equation (B.41), we obtain Equation (7.20):
31 sin By sin 6 - 2cos(¢1 — @2) + 5 1 2 cos B cosb
Y1120 = 87 \/8 1 2 P1—92) + - NG 1 >
3
(3cos b1 cosbr —cosbrn) . (B.43)

-

B.8 Miscellaneous

The cosine factors present in many of the matrix element equations are easily expressed
in terms of r; and r;; by using the law of cosines [243, p.174]:

2,2 2
rr T

ASED)

2 2 2 2 2 2
e +r5—r 15 +1r5—r
13 1B and cos 03 = 23 23

B.44
21113 2ror3 (B44)

cosfp = , cosbiz =

This allows us to express all short-short matrix elements in the form needed by the short-
short methods described in Section 4.1.
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Extra Numerics

TH IS Appendix gives more details than what is provided in Chapter 4 on computations.

C.1 Short-Range Code Nonlinear Parameter Optimization

A powerful property of the Rayleigh-Ritz variational method is the ability to systemati-
cally improve the wavefunction to lower the upper bound on the energy. By either adding
terms to the expansion in Equation (2.1a) or changing the nonlinear parameters «, § and
7, the energy can be reduced and a possible minimum found. This is a three-dimensional
optimization problem, and we tried multiple methods for the nonlinear parameter opti-
mization.

C.1.1 Broyden’s Method

We used Broyden’s method [244], which can solve for all three nonlinear parameters si-
multaneously. This was more stable than the 1-D Newton method. The second Broy-
den’s method, sometimes referred to as the “bad Broyden’s method” was used here. As
Kvaalen points out, this method is perfectly usable and can be faster than the first Broy-
den’s method [245]. Tables C.1 and C.2 show the nonlinear parameters used for 3S and
IP. All other partial waves used the simplex method described in Appendix C.1.2. This
is because I already had a number of results for 3S and 'P, so running everything again
for simplex-optimized nonlinear parameters was unnecessary. For S, we were able to use
even more terms than we could use for 'S Table C.13, and we were able to use the same
number of terms for 'P and °P.
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g

w B 0

0.264440 0.831645 0.498871
0.356175 0.452426 0.829591
0.347611 0.467298 0.814971
4 0323300 0.333783 0.974653

W N -

Table C.1: Broyden optimized 3S nonlinear parameters

w o p v

0.47767 0.50273 0.97498
0.48253 0.49342 0.96874
0.42803 0.43099 0.98993
0.39740 0.37617 0.96205

= W N =

Table C.2: Broyden optimized !P nonlinear parameters

w o p v

0.30226 0.45479 1.07962
0.53592 0.59453 1.02206
0.57450 0.65222 0.98020
0.58966 0.63150 0.97397
0.58493 0.60995 0.98610
0.58691 0.58045 1.03321

Q1 == W N —,, O

Table C.3: Simplex optimized 'S nonlinear parameters
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Partial Wave « B 0%

3p 0.310 0.311 0.995
D 0.359 0.368 0.976
D 0.356 0.365 0.976

Table C.4: Simplex optimized nonlinear parameters for the P-wave and D-wave

C.1.2 Simplex Method

Broyden’s method was more stable than Newton’s method for this work, but I also tried
the gsl multimin fminimizer nmsimplex routine from the GNU Scientific Library, which
is an implementation of the simplex method [195, 246]. This was the most stable of the
three methods tried to optimize &, B, and <y simultaneously. I normally stopped at w = 5
for the optimization, and the S-wave singlet runs are shown in Table C.3. Table C.4 has the
optimized nonlinear parameters used for the P-wave and D-wave. Due to the slowness
of the general short-range code (see Section 8.2), the F-wave through G-wave just use the
parameters « = 0.5, § = 0.6, and v = 1.1.

With the work on the second formalism for the P-wave Appendix C.1.3, it was also
possible to use the simplex method to optimize all 6 nonlinear parameters simultaneously
instead of having to optimize each symmetry separately.

C.1.3 P-Wave Nonlinear Parameter Optimization

Using the simplex method described in Appendix C.1.2, we optimized the nonlinear
parameters for both the first and second formalisms. Tables C.5 and C.6 show the results
of these optimizations in the second and third columns. We also let each symmetry have
its own set of nonlinear parameters for each symmetry in the fourth and fifth columns.
This was inspired by the work of Yan and Ho [92], where they used 5 different sets of
nonlinear parameters to calculate the PsH ground state energy.

From Tables C.5 and C.6, we see that lower energy eigenvalues are always obtained
with the first formalism with 1 set versus the second formalism with 1 set. Likewise, the
first formalism has lower energy eigenvalues than the second formalism when both have 2
sets. For w > 2, the first formalism with 1 set even has lower energy eigenvalues than the
second symmetry with 2 sets. We had trouble obtaining phase shifts with two different sets
of nonlinear parameters due to increased linear dependence, but for higher w, we also see
that the energy does not change much. Using more than one set of nonlinear parameters
could be explored further in future work, and we have done preliminary investigation
into this for the S-wave.
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1st formalism / 1 set

2nd formalism / 1 set

1st formalism / 2 sets

2nd formalism / 2 sets

0.5341,0.4536,1.0139  0.5668, 0.4686, 0.9787

0.4776,0.5027,0.9749  0.4571,0.5700,0.9266  0.3792,0.5455,0.9816  0.6777,0.8587, 0.4813
-0.666819968640 -0.663226610680 -0.670015702237 -0.665355147531

0.5270, 0.4394, 1.0036  0.4497, 0.5039, 0.9459

0.4825,0.4934,0.9687  0.4734,0.5162,0.9584  0.4087,0.5213,0.9704  0.3963, 1.0233, 0.4327
-0.700681070987 -0.699190666285 -0.701936448530 -0.700245066225

0.4632, 0.3918, 1.001 0.4653, 0.4512, 0.9905

0.4297,0.4337,0.9808 0.4317, 0.4564, 0.9621  0.3844, 0.4620,0.9740  0.8745, 0.9796, 0.4957
-0.718093418924 -0.717282613790 -0.718548496648 -0.717931026880

0.3954, 0.3505, 0.9997  0.3744, 0.3746, 0.9537

0.3740, 0.3744, 0.9898  0.3803, 0.3951, 0.9648  0.3478, 0.39493, 0.9798  0.4078, 0.9010, 0.3351
-0.727918723553 -0.727281885394 -0.728067443345 -0.727981667586

0.3401, 0.3181, 0.9983  0.3373, 0.3390, 0.9635

0.3293, 0.3289, 0.9939  0.3371, 0.3468, 0.9680  0.3174,0.3397,0.9880  0.4299, 0.9452, 0.3023
-0.734233160953 -0.733680013812 -0.734264232997 -0.734219573964

Table C.5: Simplex 'P-Wave Short-Range Optimization
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1st formalism / 1 set

2nd formalism / 1 set

1st formalism / 2 sets

2nd formalism / 2 sets

0.3832,0.2911, 0.9894  0.3367, 0.3436, 0.9517

0.3316, 0.3535, 0.9956  0.3302, 0.3540, 0.9909  0.2854, 0.3959, 1.0112  0.7606, 0.6593, 0.2304
-0.624190839847 -0.622936676609 -0.629448013148 -0.626442778437

0.4056, 0.3294, 0.9799  0.3623, 0.3952, 0.9716

0.3664, 0.3750,0.9900  0.3679, 0.3896,0.9753  0.3226,0.4097,1.0078  0.1961, 0.7724, 0.7692
-0.674819577647 -0.672880514312 -0.676837948726 -0.673438894110

0.3874, 0.3314,0.9823  0.3557, 0.3794, 0.9593

0.3585, 0.3613,0.9911  0.3639, 0.3810,0.9690  0.3257,0.3881, 1.0036  0.2080, 0.5994, 0.7711
-0.704764841366 -0.703191879865 -0.705411707053 -0.703452729525

0.3539, 0.3192,0.9879  0.3392, 0.3502, 0.9789

0.3357,0.3366, 0.9936  0.3427, 0.3554, 0.9680  0.3162, 0.3539, 0.9989  0.1624, 0.6564, 0.9512
-0.721696022987 -0.720513417195 -0.721859567659 -0.720596381145

0.3184,0.3038, 0.9935  0.3177,0.3271, 0.9769

0.3106, 0.3109, 0.9953  0.3182,0.3275, 0.9682  0.3025, 0.3186, 0.9966  0.1142, 0.4274,1.1088
-0.731463030326 -0.730592482596 -0.731486455300 -0.730615490923

Table C.6: Simplex P Short-Range Optimization
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C.1.4 D-Wave Nonlinear Parameter Optimization

The comparison to the CC results [70, 72] in Table 7.1 and Figure 7.1 for the ID-wave is
reasonable, with the CC results below the complex Kohn results at x = 0.7. For ®D, the
CC results are much higher, as can be seen in the inset in Figure 7.1. The 'D phase shifts
are small, so their overall contribution to the integrated cross section is small. This lead
us to investigate whether the phase shifts could be improved by a better selection of the
short-range nonlinear parameters. If the phase shifts were fully converged, varying the
nonlinear parameters should have little effect on their values. Both Van Reeth [171] and I
investigated this.

Using the simplex method described in Appendix C.1.2, we obtained a set of nonlinear
parameters for 'D and °D in Table C.4. We realized when calculating the phase shifts
however that these were more sensitive to the values of the nonlinear parameters than
the S-wave and P-wave, especially for °D. This is likely due to the short-range terms
trying to make up for the missing mixed symmetry terms, and for higher partial waves,
the interaction region is more extended. We performed some manual optimization of the
nonlinear parameters for two x values to try to improve the phase shifts.

For this investigation, we chose « values in two different regions: one at lower x and
another at higher x. After optimization with these, we also checked convergence ratios in
the more sensitive resonance region. The x = 0.1 choice was made, since this is the lowest
value that we report. We chose x = 0.6 for the higher « region, as this gets closer to the
Ps(n=2) threshold but is far enough away from the 'D resonance to avoid sensitivity of
the nonlinear parameters due to the resonance.

For these variations, we kept 7y constant and used w = 4. From Table C.13, the value
of v was found to be near 1 using the simplex method (Appendix C.1.2) for every partial
wave for both the singlet and triplet. An explanation is that the r3 coordinate represents the
electron in H, and y = 1 gives the short-range terms multiplied by the H wavefunction
given in Equation (1.1) [171]. We used the original nonlinear parameters found by the
simplex method and given in Table C.4 as a starting set. For !D, these are « = 0.359,
B = 0.368, and v = 0.976. For 3D, these are & = 0.356, B = 0.365, and v = 0.976.

For the first variation, we investigated the a nonlinear parameter at xk = 0.1. We
varied « to see its effect on the phase shifts. Figure C.1 shows the results of this variation.
There is a maximum in the phase shift in Figure C.1(a) and a large difference between the
phase shifts at low and high «. If we decrease a from its value of 0.359, however, from
Figure C.1(b), the convergence ratio R’(4), given by Equation (4.23), increases drastically.
From this analysis, we had hoped for higher phase shifts, but we have a trade-off between
this and reasonable convergence ratios. Due to this, we have kept the nonlinear parameter
« at 0.359, which seems to be a reasonable compromise between higher phase shifts and
better convergence ratios. This is likely an indication of the amount of numerical instability
we have with small phase shifts.

At the higher x of 0.6, the variation looks very different, as seen in Figure C.2. The
maximum is at about @ = 0.6, and R’(4) is much less than 1. Interestingly, R’(4) decreases
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Figure C.1: Phase shifts (a) and convergence ratios (b) for variation of the nonlinear pa-
rameter « for 'D atx = 0.1

monotonically as « is increased. For x = 0.6, it is clear that choosing & = 0.6 is much better
than the original 0.359.

Starting from the original nonlinear parameters, we also varied . The B variation
looks very similar to the a derivation, but there is a surprising breakdown of the phase
shifts when g > 0.6. At p = 0.7, 6, increases significantly, and R’(4) > 5. For f = 0.8,
65 = —2.069473, and R'(4) = —128.3, so the phase shifts for large 8 are obviously not
reliable. When f is smaller, we see very similar behavior to that of the a variation in
Figure C.1. The convergence ratio increases as p gets too low, and the maximum is around
B = 0.3. Similar to the « variation, we kept the original B = 0.368 value.

For ¥ = 0.6, we see a breakdown when S is large as well. The plot in Figure C.4 shows
that we have not hit the maximum 8, before the phase shifts exhibit breakdown. The «
variation appears to be more stable than the B variation from these runs.

The variations for 3D look similar to that of 'D. There are less points in Figure C.5, but
we can see that as « is lowered, R’(4) increases, and there is a maximum around a« = 0.3.
Again, we kept the original « of 0.356.

Due to the problems we had with the 8 variation for 'D and the original &, we did not
pursue this for 3D. With these new choices of D nonlinear parameters for higher « that
use a higher a of 0.6, we also investigated varying B, as shown in Figure C.7 for !D. Again,
the phase shifts are unreliable as § is increased much. The equivalent plots for 3D are in
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Figure C.2: Phase shifts (a) and convergence ratios (b) for variation of the nonlinear pa-
rameter « for 'D at x = 0.6
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Figure C.3: Phase shifts (a) and convergence ratios (b) for variation of the nonlinear pa-
rameter B for 'D at x = 0.1
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Figure C.4: Phase shifts (a) and convergence ratios (b) for variation of the nonlinear pa-
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Figure C.5: Phase shifts (a) and convergence ratios (b) for variation of the nonlinear pa-
rameter « for ’D at x = 0.1
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Figure C.7: Phase shifts (a) and convergence ratios (b) for variation of the nonlinear pa-
rameter § for 'Datx = 0.1and a = 0.6
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Figure C.8: Phase shifts (a) and convergence ratios (b) for variation of the nonlinear pa-
rameter f for D atx = 0.1and a = 0.6

Figure C.8. For this, the phase shifts break down even earlier, starting after g = 0.5.

We had previously noticed for multiple partial waves that if x and § are equal, linear
dependence becomes a large issue. Based on this and the graphs in Figures C.7 and C.8,
we tried the set of nonlinear parameters & = 0.6, § = 0.5, and ¢ = 0.976 for *D for a full
run of w = 6. Using the Todd procedure in Section 4.1.3, this 1D set only uses 844 terms,
and the 3D set uses 854 terms.

Table C.7 compares the sets with B = 0.368 and 0.5 (using & = 0.6 and y = 0.976).
We do not use the restricted set described in Section 4.1.4 for our final calculations, but
a comparison with it can give an idea of how stable the phase shifts are. Comparing the
full and restricted sets for f = 0.368, the phase shifts do not change much, even though
we are reducing the basis set from 913 to 720 terms. However, comparison of the full and
restricted sets for = 0.5 shows a much larger change in the phase shifts, despite only
changing from 844 to 720 terms. This seems to indicate that the set with g = 0.5 is not as
stable and could potentially suffer from linear dependence.

To see whether the B = 0.5 set has linear dependence issues, we compared the con-
vergence ratios. From Table C.8, we see that the convergence ratios are less than 0.5 for
w = 6, which indicates good convergence. Table C.9 however shows a problem with linear
dependence for the B = 0.5 set. Based on this analysis, we have chosen the set &« = 0.359,
B = 0.368, and y = 0.976 for higher « for 'D.

We also looked at the convergence ratios for °D, as given in Tables C.11 and C.12.
Again, the set of nonlinear parameters with f = 0.5 is problematic, giving R'(6) > 1 for
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k 6, full p=0.368 4, restricted p =0.368 4, fullp =05 6, restricted B = 0.5

0.3 1.5992 1.5952 1.69372 1.6002
0.4 497872 496572 5.1762 49872
0.5 1.12671 1.12471 1.15271 1.130°1
0.6 2.05871 2.05371 2.08371 2.06671
0.7 3.27571 3.26971 3.3021 3.29371

Table C.7: 'D phase shifts for sets of nonlinear parameters with « = 0.6 and ¢ = 0.976.
The full set for B = 0.368 has 913 terms, and the full set for = 0.5 has 844 terms. The
restricted sets have 720 terms.

x R'(2) R(3) R'(4) R'(5) R(6)

03 1523 0.795 0.572 0491 0.377
04 1286 0.680 0475 0412 0.429
0.5 1.048 0.603 0.464 0.442 0.466
0.6 0826 0.534 0575 0435 0.481
0.7 0471 0.874 0472 0521 0.465

Table C.8: Convergence ratios for ! D at multiple w values for the full B = 0.368 set

most k values. From this analysis, we decided on the 3D nonlinear parameters of x = 0.356,
B = 0.365, and y = 0.976.

C.2 Nonlinear Parameters and Terms Used in the Scatter-
ing Wavefunction

Table C.13 gives the nonlinear parameters and total short-range terms used for each partial
wave. This table is the same as that in our Ref. [56].

C.3 S-Wave Maximum y

For the first three partial waves, we truncated the short-range basis set of size N(w) using
the method in Section 4.3. For 'S however, we found that we could more easily determine
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x R'(2) R'(3) R'(4) R'(5) R'(6)

03 2475 0352 1.611 0316 1.628
04 2157 0291 1372 0.209 1.902
0.5 1835 0254 1.133 0.225 1.343
0.6 1539 0237 0979 0299 0.667
0.7 1.206 0.306 0.696 0.360 0.441

Table C.9: Convergence ratios for ! D at multiple w values for the full B = 0.5 set

k 6, full p=0.368 o, restricted p =0.368 ¢, fullp=0.5 6, restricted = 0.5

0.3 1.1003 1.058 3 1.9773 1.0793
0.4 —1.7963 —1.89873 8.016° —1.751-3
0.5 —1.0702 —1.0872 —8.43273 —1.0522
0.6 —2.5442 —2.5682 —2.33172 —2.5012
0.7 —4.2812 —4.31472 —4.0852 —4.1912

Table C.10: 3D phase shifts for sets of nonlinear parameters with « = 0.6 and v = 0.976.
The full set for B = 0.365 has 913 terms, and the full set for = 0.5 has 854 terms. The
restricted sets have 720 terms.

x R(2) R(3) R(4) R(5) R(6)

03 3950 0932 0.564 0.512 0.432
04 3399 0.811 0446 0.404 0.469
0.5 2812 0.740 0417 0411 0.519
0.6 2261 0.730 0.466 0.400 0.527
0.7 1714 0.860 0.490 0.433 0.484

Table C.11: Convergence ratios for 3D at multiple w values for the full § = 0.365 set
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x R'(2) R'(3) R'(4) R'(5) R'(6)

03 7392 3424 0505 0426 1.768
04 6978 3.035 0.390 0.265 2421
0.5 6435 2625 0345 0.229 2.235
0.6 5739 2241 0393 0.242 1.251
0.7 5.082 2063 0504 0.244 0.723

Table C.12: Convergence ratios for >D at multiple w values for the full 8 = 0.5 set

Partial wave w N'(w) « B 0% woomy

1s 7 1505 0568 0.580 1.093 09 1

3S 7 1633 0323 0334 0975 09 1

p 7 1000 0.397 0376 0962 09 3

5p 7 1000 0310 0311 0995 09 3
D(k<03) 6 916 0359 0368 0976 07 7
D(x>03) 6 913 0.600 0.368 0.976 0.7 7
D(k<03) 6 919 0.356 0.365 0976 0.7 7
D(k>03) 6 913 0.600 0.365 0976 0.7 7
IF(k<04) 5 38* 0359 0368 0976 0.7 7
IF(k>04) 5 462 0500 0.600 1.100 0.7 7
F(k<04) 5 38* 0356 0365 0976 0.7 7
5F(k>04) 5 462  0.600 0365 0976 0.7 7
IG (k< 045) 5 462 0.359 0.368 0976 0.7 9
1G (k>045) 5 462 0500 0.600 1.100 0.7 9

G(k<045) 5 462 0356 0365 0976 07 9
3G (k>045) 5 462  0.600 0365 0976 0.7 9
H(k<05) 5 462 0359 0368 0976 0.7 11
H(x>05) 5 462 0500 0.600 1.100 0.7 11
SH (k< 045) 5 462 0356 0365 0976 0.7 11
SH(k>045) 5 462  0.600 0.365 0976 0.7 11

Table C.13: Nonlinear parameters «, 3, 7y, u, integer power my in the shielding function,
w, and the number of terms N’(w) of each symmetry in the wavefunction for each partial
wave. Numbers marked with a star indicate the restriction in the 3 power described in
Section 4.1.4.
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Figure C.9: Value of u in the shielding function, Equation (3.7), that gives the largest phase
shift versus the number of terms for the !S-wave with x = 0.1

the cutoff by performing phase shift runs for multiple u values and various «x to see what
the optimal value of y was that gave the highest phase shift. As shown in Figure C.9,
this value of y was fairly stable through most of the N range, but it suddenly spikes up
after 1505 terms and fluctuates greatly. For some x values, we also saw that when this
happened, the value of u that gave the highest phase shift was sometimes unbounded,
definitely indicating linear dependence. Interestingly, this behavior was not noticed for
the 3S-wave. We did not try this for other partial waves, but it gave a good cutoff point for
the !S-wave.

C.4 Gaussian Quadratures

Gaussian quadratures are used to integrate many classes of integrals. In their most general
form, these quadratures are given by [240, p.887]

[ Wepar = Y wif(x). )
a i=1

Gaussian quadratures are particularly attractive, since they give exact results for polyno-
mials up to degree 2n — 1. The weight function W(x) can be chosen for certain classes of
integrals. Three main types of weight functions are used in this work. For a discussion on
the number of quadrature points used, refer to Appendix C.4.4.
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For most integrals over finite intervals, we use the Gauss-Legendre quadrature. The
exception is when we integrate over an interior angle (¢;;), where we use the Chebyshev-
Gauss quadrature. For semi-infinite integrations, we use Gauss-Laguerre quadratures.
Each of these can be seen in Ref. [240, p.887-890].

The Gauss-Laguerre quadrature is typically over the range (—1, 1) but can be modified
to arbitrary finite intervals using a standard formula given in Ref. [240, p.887]. Discussion
over adapting the Gauss-Laguerre quadrature to use an arbitrary lower limit and an extra
constant multiplying the variable in the exponential is found in Appendix C.4.1. Discus-
sion over adapting the Chebyshev-Gauss quadrature to the ¢;; innermost integrations is
given in Appendix C.4.2.

C.4.1 Gauss-Laguerre Quadrature

The Gauss-Legendre quadrature cannot be used on semi-infinite intervals, so we use the
Gauss-Laguerre quadrature in these cases. The orthogonal polynomials in this case are
the Laguerre polynomials, L, (x), and the weight function is W(x) = e~*. The specific
form of Equation (C.1) is

/OOO e " f(x)dx ~ i w; f(x;). (C.2)
i=1

When the integration is over the interval (a, o) instead, Equation (C.2) is transformed by
/ e_xf(x)dx:/ e_(x+“)f(x+a)dx:e_”/ Ff(x+a)d szf X+ a).
a 0 0
(C.3)
A more general form of this is obtained by using a coefficient in the exponential, i.e.

—mx e Y
/ flx 1n/ (L) ay, (C4)
where we have defined y = mx. This allows for Equation (C.3) to be generalized to

/°° e_mxf(x)dx l f dy — — / y+ma y + a) dy

m

—ma
— 7y -_— =~
/0 e f . + a) dy

m

J(%+¢). (C5)

The y; abscissas and w; weights are the same as the standard Gauss-Laguerre quadrature.
This more general form quadrature is what we use for semi-infinite integrations.

C.4.2 Chebyshev-Gauss Quadrature

To integrate over the ¢;; variable, we can use [95, p.79]

2n 27T & 2i—1
/0 D(cos ¢p3) dgaz = — g D {cos ( 5 7()} . (C.6)
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To prove this, we start with

/On D(cos ¢p3) dgoz =~ — Z D {cos (2121_1 1 7'()} . (C.7)

Both of these equations are variations on Gaussian quadratures. The Chebyshev-Gauss
quadrature is given by [240, 247]

/1 f) deszf (C.8)

1— x?

with w; = 7 and x; = cos (212 L),

Starting from the left side of Equation (C.7), we have

s 7T 1
D dp = / —\/1— 2¢ D d C.9

= / D(cos @) sin ¢ de. (C.10)
V1-— cos2
Using the substitution x = cos ¢ and dx = —sin ¢ d¢ changes the limits to x,,;, =
cos0=1 and x4,y = cos T = —1. Equation (C.10) becomes

43 -1 1 1 1
/0 D (cos @) de = —/1 \/ﬁD(x) dx = /_1 1—_xzD(x) dx. (C.11)

This is the exact form needed for Gauss-Chebyshev quadrature (with f = D):

n n 2i —1
/()D(Cosgo)dq)z%;D[cos( 1211 )} (C.12)

This proves only form Equation (C.7). To prove Equation (C.6), we split up the integra-
tion into two parts:

27
/0 D (COS (p23) d(p23 = /O

The first integration is just Equation (C.7). The only difference between the first and second
integration is the limits. Defining y = ¢ — 7t gives

/27'( D (cos @) de = /On D [cos(¢)]dy = /On D [cos(y + )] dy. (C.14)

7T

7T

27
D (COS (p23) d(ng + /7-[ D (COS (P23) d§023. (C.13)

If we also define z = cos ¢ = cos(y + 1) and dz = siny dy, we get an expression the same
as Equation (C.11):

s 7T 1
/0 D (cos ¢) dy:/o — D(z)singpdy = / mD(z)dz (C.15)

Since this is the same as Equation (C.11), we just combine this with Equations (C.12)
and (C.13) to get Equation (C.6), proving the first form.
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C.4.3 Selection of Quadrature Points

The number of quadrature points for each coordinate in the 6-dimensional integrations is
critical to have fully converged results. In our testing, the 71 coordinate (the coordinate of
e™) required more integration points than any other. The r, and r3 coordinates required
less points, and the interparticle terms (15, r13 and rp3) required the least. These results
only apply to the long-long and long-short terms, as the short- short terms are integrated
using the asymptotic expansion method (see Section 3.4.3).

To determine this, we held the number of integration points fixed, except for one
coordinate, which we increased in steps. The difference in the output between steps was
used to analyze how important each coordinate was. Also, some terms are more sensitive
to the number of integration points than other. For instance, the (S, £S;) term converges
relatively quickly, while the (C,, £LC;) term requires more integration points.

We also used a sample input file from Van Reeth [171] for the number of quadrature
points he used in his code as a starting point. This is shown in Table C.16. Using a
comparison program with the Developer’s Image Library [248], we determined a set of
quadrature points that yielded good convergence of the matrix elements with a reasonable
runtime. The final set of quadrature points that we use for all partial waves is shown in
Table C.17. This set yielded good convergence for partial waves through the H-wave.

C.4.4 Quadrature Points

Describing the number of points used in integrating the different coordinates in Sec-
tions 4.2.1 and 4.2.2 can be confusing, so we have taken to grouping the sets of points
as in Tables C.14 and C.15. Each column of these tables is referred to as an “effective coor-
dinate”, as the r; and r3 integrations are split into two parts, as described in Section 4.2.3.
The “Lag” entries use the Gauss-Laguerre quadrature, “Leg” uses the Gauss-Legendre
quadrature, and “Che” uses Chebyshev-Gauss quadrature. Note that the only difference
between Tables C.14 and C.15 is that the S-wave long-long matrix elements are integrated
using perimetric coordinates when the ri} is not present, while the other partial waves
use the same coordinates as the long-short terms.

Table C.16 shows the set of integration points used by Van Reeth [171]. This was the
starting point for trying to obtain better convergence of the matrix element integrations, as
described in Appendix C.4.3. Using a comparison program to investigate this convergence,
we determined a more extensive set of integration points given in Table C.17 that we use
for all partial waves.
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Coord Coord Coord Coord Coord Coord Coord Coord

Integral 1 2 3 4 5 6 7 8
Long-long, no rzgl xLag ylag zLlag r3leg r3leg ri3Lleg
Long-long, r2_31 riLag 1 Leg rylag r3leg r3Llag ¢@p2Che riz3Lleg 13 Leg

Long-short q; = 0, no r2*31 r1Lag 1 Leg mLlag rs3leg rz3lag ripleg i3 Leg
Long-short g; =0, 7531 rpLag ryLeg rylLag r3Lleg rzLag ripLleg ¢13Che ry3Lleg
Long-short q; > 0 riLag ryLeg rylag r3Lleg r3Lag ripLleg rizLleg ¢o3 Che

Table C.14: Description of the values in Tables C.16 and C.17 for the S-wave. Refer to the
text for explanation of this table.

Coord Coord Coord Coord Coord Coord Coord Coord

Integral 1 2 3 4 5 6 7 8
Long-long, no r2_31 r1Lag 1y Leg mLlag rs3leg rz3lag ripleg r3Leg
Long-long, rzfjl riLag 1 Leg rylag r3Lleg r3Llag ¢1pChe ri3leg 13 Leg

Long-short g; = 0, no rzgl rpLag rp,Lleg mLlag rs3leg r3lag rppleg ri3Lleg
Long-short q; = 0, r2_31 riLag ryLeg rylLag r3Lleg rz3Lag ripLleg ¢13Che 713 Lleg
Long-short q; > 0 riLag 1 Lleg rylag r3leg r3lag ripLeg rizLleg ¢o3 Che

Table C.15: Description of the values in Tables C.16 and C.17 for £ > 0. Refer to the text
for explanation of this table.

Coord Coord Coord Coord Coord Coord Coord Coord

Integral 1 2 3 4 5 6 7 8
Long-long, no 7531 45 35 35 35 28 15
Long-long, 5! 65 35 28 35 28 12 15 15
Long-short g; = 0, no ;! 90 57 34 57 34 30 30
Long-short q; = 0, 1,3 90 58 30 55 35 33 33 33
Long-short q; > 0 90 57 34 57 34 30 30 30

Table C.16: Base set of effective coordinates for integrations from Van Reeth [171]
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Coord Coord Coord Coord Coord Coord Coord Coord

Integral 1 2 3 4 5 6 7 8
Long-long, no 53! 75 40 40 40 40 25
Long-long, 75, 75 40 40 40 40 25 25 25
Long-shortg; = 0,nory; 100 65 45 65 45 45 45
Long-short g; = 0, ;! 115 65 45 65 45 45 45 45
Long-short g; > 0 100 65 45 65 45 45 45 45

Table C.17: Final set of effective coordinates for integrations

C.5 Resonance Fitting

To find the resonance parameters (positions and widths), the phase shifts for multiple
energy values are fitted to Equation (3.121). There have been multiple programs described
in the literature [144, 145, 249] to do these fittings. Some of the difficulty with this type of
titting is choosing appropriate guesses for the resonance parameters. Ref. [249] describes
methods that some groups use to try to identify resonance parameters.

With the help of Bosca [250], I wrote a MATLAB® [251] script that uses the nlinfit
routine of MATLAB. nlinfit is specifically designed for fitting to nonlinear functions,
and its robust option allows for a variety of weighting functions to be used. This script
does the fitting for all eight of the possible weightings: Bisquare, Andrews, Cauchy, Fair,
Huber, Logistic, Talwar and Welsch. This fitting routine is also not as sensitive to the initial
guesses as the Mathematica and SciPy routines.

Later on, I adapted this resonance fitting code to be called from IPython [252] using the
mlabwrap [253] Python to MATLAB wrapper. This allows fits and graphs of the fittings to
be in the same IPython notebook, including the flexibility of querying a MySQL database
for the phase shift data for any partial wave at any number of terms and for any Kohn-
type variational method. The mlabwrap package is difficult to install properly, requiring
a compilation against MATLAB. The mlabwrap-purepy package [254] has been created to
simplify this, but I have not tried it yet.

The results of fitting the phase shifts from the S matrix are shown in Figures C.10
and C.11 for each of the weighting functions, and the resonance parameters are given
in each subfigure. There is good agreement between the fits performed with each of the
weighting functions, and the Fair is the furthest from the others. In our testing, the Cauchy
is consistently one of the best choices for fitting. In addition, Figure C.12 has plots of the
residuals (the absolute value of the difference between the fitted curve and the actual
phase shifts). Each graph also has the residual sum of squares (RSS) calculated. The RSS
gives an easy way to compare the performance of the weightings with each other. The
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Figure C.10: First set of uncorrected resonance fitting graphs for 'S at w = 7
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Figure C.13: 'S resonance data showing raw data from S-matrix complex Kohn and the
corrected version. The solid gray line shows the polynomial background, and the vertical
dashed lines give the calculated resonance positions.

Fair has a notably larger RSS than all of the other fittings.

One important thing to notice with the fits in Figures C.10 and C.11 is that the S-matrix
complex Kohn phase shifts extend above the fitted curve at the resonances before matching
up again on the right side of the resonance below —3.0. The red curves still fit to the data
well, but the fits can be improved by correcting for these.

In Equation (3.121), the first three polynomial terms form the background, and the two
arctan terms represent the resonances. The range of arctan is (— Z g), so the arctan parts
of this model cannot bring the phase shift from the background (near 2.0) all the way to 0.0,
as it can only add up to 5 to the background. It is important to realize that the Kohn-type
variational methods will only return phase shifts in a certain range. From Equation (3.67),
we are not finding the phase shifts directly but are rather calculating tan é,. The phase
shifts found this way sometimes have to have 7 added or subtracted if they are outside
this range.

Figure C.13 shows the results of subtracting 7 from phase shifts that are more than 7
above the background. The original and the corrected data are both shown on this plot,
and the background is given as a gray line. Note that the slope of the original data changes
when crossing over the vertical dashed lines, which gives the resonance positions. When
corrected, these upper points are moved down to their appropriate place, shown as x’s
on the graph. These match up better with the fitting curve. This fitting is an iterative
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process, because the background polynomial has to be determined with Equation (3.121)
before we can do this correction. Then the phase shifts are fitted again after performing
the correction.

Finally, this corrected and re-fitted data is shown in Figures C.14 and C.15. The dif-
ferent weighting methods agree extremely well now, with the only notable differences
being in the 2T width of the second resonance for the Bisquare, Andrews, and Talwar
tits. This is still a very small difference, and the other resonance parameters are almost all
identical. Figure C.16 gives the residuals and RSS for the corrected phase shifts, similar to
Figure C.12. The Bisquare, Andrews, and Talwar weightings have larger RSS values than
the other weightings, indicating that their fits are not quite as accurate, but they are still
relatively accurate.

The differences between the different weighting methods gives us one way to deter-
mine errors for the resonance parameters. Additionally, comparing the different Kohn-
type variational methods methods gives us an idea of the error. The real-valued gener-
alized Kohn variational methods give more disagreement, so we compute the resonance
parameters for each of these. We also have to take into account Schwartz singularities. In
Figure 3.2(a) on 46, the second resonance parameters are not as accurate. The fitting rou-
tine described here chooses fitting parameters of 2Egx = 5.0295eV and I' = 0.060 11 eV.
In Figure 3.2(b), where there are no Schwartz singularities, 2Egx = 5.0278eV and *T =
0.06075eV. This highlights the importance of using multiple Kohn-type variational meth-
ods and trying to detect Schwartz singularities. After removing obvious Schwartz singu-
larities, the mean value of the different Kohn-type variational methods for all weightings
is taken for each resonance parameter, and these are the results listed for each of the partial
waves in Sections 5.3.2, 6.4.2, 7.6.2 and 9.4.2. The errors given in these tables are simply
the standard deviation with all generalized Kohn variational methods and weightings
used for each resonance parameter. For this, we do not use the generalized S-matrix or
T-matrix complex Kohn methods, because using these would decrease the error, as they
agree to a significant precision.
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Figure C.14: First set of corrected resonance fitting graphs for 'S at w = 7
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Figure C.15: Second set of corrected resonance fitting graphs for 'S at w = 7

4.0

4.0

Welsch

J(E) = —1.2082 — 0.3600E + 0.0321E>

0.09551
+ arctan [2(4.006575}

0.06077
+ arctan [2(5.0278—E)}

Resonance Parameters

1ER = 4.0065

T = 0.09551
2ER = 5.0278

I = 0.06077

42 44 46 48

Logistic

J(E) = —1.2362 — 0.3470E + 0.0307E2
0.09554
+ arctan [2(4.0065—)3)}

0.06079
+arctan [2(5.0278—E)}

Resonance Parameters

LEg = 4.0065
T = 0.09554
2Er =5.0278
2T = 0.06079

44 46 48
Ex (eV)

4.2

5.0

5.0

197

3.8

3.8

4.0

4.0

Huber

3(E) = —1.2079 — 0.3601E + 0.0322F>

0.09551
+arctan {2(440065—5)}

0.06077
2(5.0278—E)

-+ arctan {

Resonance Parameters

1ER = 4.0065
T = 0.09551
2ER = 5.0278
I = 0.06077

42 44 46 48

Talwar

8(E) = —1.2494 — 0.3404E + 0.0298E2
0.09553
+arctan {2(40065—5)}

0.06090
+arctan [2(5.0278—EJ

Resonance Parameters

1ER = 4.0065

1T = 0.09553
2ER = 5.0278

2T = 0.06090

44 46 48
Ex (eV)

4.2

50

5.0

0.0

: —0.5
: -1.0
: -15
20
: —25
-=3.0

- =35

0.0

: -0.5
10
: -1.5
20
: —-2.5
-=3.0

=35



0.0010 -+

0.0005 l

OOOOOL‘ ‘

RSS: 2.987041

o°°°°

3.6 42

0.0010 -+

0.0005 l

OOOOOL‘ ‘

RSS: 2.987068

[}
0
o
o,
o

ﬁ%fm

3.6 40 42

0.0010 -+

0.0005 -

0.0000 - - - -
3.6

0.0010 -+

0.0005 l

OOOOOL‘ ‘

LS B

RSS: 2.987630
38 40 42

RSS: 2.987008

o
o
o
]
o

xﬂ%f

4.2

4,4‘ 46 48 50 52 36 42 44 a6 48
_Cauchy ‘ Fair
] RSS: 3.200458
‘4.4‘ 46 48 50 52 36 38 40 42 44 46 48
~ Welsch ‘ ... .  Huber
RSS: 2.987713
° ° | (% ﬂ% Z: o °
. T R - S SR S
44 46 48 50 52 36 38 40 42 44 46 48
_Logistic ‘ Talwar
] RSS: 2.987051
_°H_H9‘H_‘; fQ%" A
44 46 48 50 52 36 40 42 44 16 48
Ex (eV) Ex (V)

Figure C.16: Residuals for corrected resonance fitting graphs for 'S at w = 7

Bisquare
. osquare.

fﬂ%f“°

L e

Andrews

RSS: 2.987041

o°°°°

198

xﬂ%fwf L

5.0

50

5.0

~ 0.0010

£ 0.0005

~10.0000
5.2

~ 0.0010

£ 0.0005

20,0000
5.2

~ 0.0010

£ 0.0005

~20.0000
52

~ 0.0010

£ 0.0005

00000
5.2



Program Descriptions

DOING this work required writing multiple codes, and I have made my codes avail-

able on GitHub at https://github.com/DentonW/Ps-H-Scattering [1]. Much of the
codes are what is described in Chapter 4. A flowchart of the steps required to calculate
phase shifts and any additional quantities, such as cross sections, is given by Figure D.1.

The short-range program typically only needs to be run once for a partial wave, and
those short-range matrix elements are used for all ¥ runs. For ¢ > 2, we have a low and
high «x set of nonlinear parameters, so there are two runs of the short-range program that
have to be done. The long-range program is run for every « value for each partial wave,
and if needed, we restrict the short-range terms using Todd’s method from Section 4.1.3.
Then the phase shift program uses these inputs to run many Kohn-type variational meth-
ods and generate phase shifts. These phase shifts can then be further analyzed with several
scripts.

As the codes are freely available on GitHub, it is worthwhile to show the directory
structure when this package is downloaded with git or as a zip. Figure D.2 shows this di-
rectory tree. The S-wave, P-wave, and D-wave codes only work for their respective partial
wave, and the code in “General Code” works for arbitrary ¢, as described in Chapters 3
and 8.
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Figure D.2: Directory tree of code on GitHub [1]
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S-, P-, and D-wave Codes

The S-, P-, and D-wave folders each have a Short subfolder (short-short code) and a Long
subfolder (short-long and long-long code). As shown in the flowchart in Figure D.1, the
Short code is run first, and then Long code is run for all x values of interest. To obtain
phase shifts, use the “Phase Shift” code in the “General Code” folder. Extrapolations, etc.
are also in the “General Code” folder.

General Short and Long

The general Short and Long codes act similarly to the S-, P-, and D-wave codes but for
arbitrary ¢. It should be noted that because these codes are general, they are much slower
than running the corresponding code specific to a partial wave if £ < 2.

Phase Shifts

The phase shift code, located in “General Code/Phase Shift”, uses the outputs of the Short
and Long codes from the S-Wave, P-Wave, D-wave or “General Code” folders to calculate
the phase shifts. An optional file describing which short-range terms to use (such as that
generated by the “Todd Code”), can also be used as an input. The output is an XML file
showing phase shifts calculated for every N value for each of the 109 total Kohn-type
methods used.

Extrapolation Program

I wrote a Python [255] script, located in “General Code/Python Scripts”, to extrapolate
the phase shifts for a run for all Kohn-type methods used, including the 35 values of
T used in each of the generalized Kohn, generalized S-matrix Kohn, and generalized T-
matrix Kohn. The extrapolation is performed with a least-squares fitting using the polyfit
function of the SciPy package [256] to the form of Equation (4.24). This program can do
the extrapolation over any interval of w values requested. The extrapolations from the 109
total Kohn-type methods are compared to see if there is any large discrepancy between
them, indicating numerical instability. The phase shifts can have a singularity in the real-
valued Kohn-type variational methods as seen in Figure 3.2, so care must be taken to
ensure extrapolations are not taken around this interval.

Derivations and Tests

The “General Code/Derivations and Tests” folder has files referenced throughout this
document that are usually Mathematica notebooks. Examples are the “Shielding Factor.nb”
notebook that is referenced in Appendix B.6 and notebooks to generate the powers and
coefficients needed for the short-short integrations for each partial wave.
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