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Abstract

Developments in the application of hyperspherical coordinates in a unified treatment of bound states and
resonances of two-electron atomic systems and other general Coulomb three-body systems are reviewed. It is
shown that the nature of the internal normal modes of such three-body systems can be examined within the
adiabatic approximation where the hyperradius is treated as an adiabatic parameter. From the nodal lines in the
internal coordinates, it is shown how a set of new quantum numbers can be assigned. The most recent progress
in the application of hyperspherical close coupling method to the photoabsorption of two-electron atoms and to
rearrangement collisions is also addressed.
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1. Introduction

The basic idea of the hyperspherical approach to three-body systems is very simple. The two rela-
tive coordinates are rewritten into a single six-dimensional vector and the nonrelativistic Schrédinger
equation in the six-dimensional space is to be solved without reference to the “wave function” asso-
ciated with individual particles. The condition of particle exchange symmetry becomes the boundary
conditions of the wave function on the hypersurface. ,

The hyperspherical approach has been applied to solve bound states and scattering problems in
many different fields of physics and chemistry. Many of the earlier works dealt with the basic structure
of the mathematical functions encountered in hyperspherical coordinates. For example, a monograph
by Avery [1] treats in great depth the properties of hyperspherical harmonics. In recent years,
computational techniques have been developed to perform accurate calculations in hyperspherical
coordinates, and the hyperspherical approach provides a direct and conceptually elegant method
for treating problems in few-body systems. In particular, the hyperspherical method has been very
successfully used in treating reactive scattering in atom-diatom collisions and in problems in atomic
physics.

This review focuses mostly on the progress made in the use of hyperspherical coordinates to
problems in atomic physics, particularly the atomic three-body systems. In fact, one of the most
important features of the hyperspherical approach is that it can be applied to any three-body systems,
irrespective of the masses of the particles. Thus, methods developed for treating the helium atom can
be generalized directly to treating problems in Hy or the scattering of a positron by a hydrogen atom.

The earlier development of the hyperspherical approach to two-electron atoms has been reviewed by
a number of authors [2-4]. These earlier reviews dealt only with the conceptual and gualitative results.
In the last few years, great strides have been made, particularly in the application of the hyperspherical
approach to obtain accurate quantitative results. In addition, the hyperspherical approach has been
extended to apply to general three-body systems where the masses of the particles are not restricted.
This article reports progress made since the review by Fano in 1983 [2].

1.1. Hyperspherical approach to three-body problems

1.1.1. Atomic physics

Hyperspherical coordinates were first introduced into atomic physics by Gronwall in 1937 [5] to
study the analytic structure of the Schrodinger equation for the ground state of helium atom. It was
found by Barlett [6] and later independently by Fock [7], that the ground state wave function of
helium does not exist in the form of the Hylleraas type [8]

V(r1,r0.112) = 9, Apn 1757, (1.1)
Imn
where r, and r, are the distances of the two electrons from the nucleus, and ry, is the distance
between the two electrons; instead, it exists only in the “Fock expansion” type,

W (r1,r2 ) = »_ Ce(ry, 1, ri2) (N R)%, (12)
k
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where R = (r? + r3)'/? is the hyperradius originally introduced by Gronwall and C is a polynomial.
The Hylleraas-type wave function accounts for the singularity of two electrons coming close to each
other, but only the Fock expansion accounts for the singularity when both electrons are close to the
nucleus. It has been found that variational calculations of the ground state energy of helium using the
Fock expansion (1.2) converge much faster than the Hylleraas expansion (1.1). For example, a 101-
term Fock expansion can give a better ground-state energy of helium than a 1078-term standard [i.e.,
I, mand n in (1.1) are restricted to integers] Hylleraas-type expansion [9]. Of course, calculations
based on Fock expansion are much more complicated.

Hyperspherical coordinates have also been employed in the direct numerical solution of the
Schrodinger equation for two-electron systems since the 70’s. Because the hyperspherical harmonics
[see (2.1.1)] form a complete set, it is possible to expand the wave function in the form

V(R, Q) =) Fy(R) u(2) (1.3)
[k]

where [k] denotes the set of quantum numbers that are to label the hyperspherical harmonics and
£ denotes collectively the five angles. Substituting (1.3) into the two-electron Schrodinger equation
results in a set of coupled differential equations for Fi;; (R). Attempts were made in the 70’s to solve
the resulting coupled equations, but the convergence of the expansion was found to be extremely
slow [10,11]. This is not surprising since hyperspherical harmonics are not suitable for describing
the limit where one electron is far away from the other.

The resurgence of using hyperspherical coordinates in atomic phy51cs in the last two decades owes
much to its applications to the study of doubly excited states of helium and H™. It was introduced
by Fano and first applied by Macek [12] where the wave function is expanded as

(R, 2) =Y Fu(R) ®.(R; 02). ‘ (1.4)
I

Eq. (1.4) takes the form of the Born-Oppenheimer expansion where the adiabatic wave functions
@, (R; 2) are obtained by solving the Schrodinger equation at a fixed value of R,

H|R=const ¢y(R; 0) =Uu(R)¢;L(R; '0) (15)

The basic idea of the adiabatic expansion (1.4) is that @, (R; 2) varies smoothly with R except
in localized regions of avoided crossings and the “channel index” w serves to identify a new set of
approximate quantum numbers in designating doubly excited states. The new understanding of doubly
excited states of two-electron atoms and ions obtained using the hyperspherical approach is based on
this approximation, and they will be discussed fully in Section 4.

1.1.2. Molecular physics

Hyperspherical coordinates were first adopted in molecular collisions by Smith [13]. Kuppermann
[14] published his strategy of implementing hyperspherical coordinates for exact quantum evaluations
of chemical reactions in 1975. At present, there are several groups developing computer packages for
calculating state-selective reactive scattering cross sections [15-20] using hyperspherical approach.
For example, the collisions H+H; (v =0, j =0) — H, (v/, odd j’) + H in the energy range E,, of
a few eV’s have been calculated using hyperspherical methods [21] and compared to those obtained
using methods based on the Kohn variational principle [22]. It has been established that these
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different theoretical approaches reach essentially identical results, and discrepancies have been found
with the existing experiment[23]. It is further established that the hyperspherical approach in general
takes less computing time, and calculations including a few hundred channels have been carried out
for collisions between F4-H, where data from molecular beam experiments are available [24]for
comparison. Reactive scattering has been studied using the hyperspherical methods for the following
systems: H+H, [21], F+H, [16], Cl+H, [25] and He+H; [26,27]. This subject has been reviewed
recently by Launay [28]and a more restricted application of the hyperspherical approach has also been
reviewed by Ohsaki and Nakamura [29]. At present, the practitioners in chemical physics probably
have the most sophisticated applications of hyperspherical coordinates in scattering calculations. In
these applications, the potential surface among the three atoms has to be determined either from
ab initio calculations or by semi-empirical fitting. Because of the small level spacings among the
rotational and vibrational excited states, the number of channels included in the calculation is usually
quite large even for the “small” collision energy of the order of 1 eV. In these collisions, it is also
essential to include many partial waves to achieve converged results. Because of these complications
in chemical reactive scattering, the power and the underlying simplicity of the hyperspherical methods
is often overlooked. '
The hyperspherical approach has also been applied to study the vibrational energy levels of triatomic
molecules, such as in H;O, in CO, [30], in trimers such as Ar; [31] and in the photodissociation
of triatomic molecules [32,33].

1.1.3. Nuclear physics

The application of hyperspherical formalism to nuclear three-body problems has a rich history.
Delves [34] introduced the hyperspherical harmonics expansion to describe three-body channels in
nuclear reactions. Danville [35] solved the trinucleon bound states using hyperspherical harmonics.
Three-body hypernucleon problems such as 3H, § ,He, Be have been studied since the early work of
Dalitz and Rajasekaran [36]. A number of less stable nuclei have been treated as three-body systems.
For example, °He has been treated as n + n + 8He [37], and SHe is treated as a three-body system
with a “He core. For the bound states of *He and !'Li, a recent review is given by Zhukov et al.
[38].

Most of the nuclear three-body problems have been examined so far using hyperspherical harmonics.
The convergence of such an expansion, as has been found in atomic and molecular physics, is known
to be extremely slow. Convergence can be improved by selecting optimal subsets, and such methods
have been applied to three-nucleon systems. The application of the hyperspherical methods to nuclear
physics can be found in Ballot and Fabre de le Ripelle [39]. For other examples of recent studies
of nuclear three-body problems, see references [40,41]. We mention that in most of nuclear three-
body systems, the spin-orbit and spin-spin interactions are more important and in general should be
included in the Hamiltonian.

1.1.4. Elementary particle physics

The nonrelativistic aspect of the three-body problem for baryons has been reviewed recently [42].
The early picture of the baryon spectrum was based on the unitary symmetry from which the Q~
particle was predicted. The excitation patterns of the baryons, on the other hand, were described
in terms of the harmonic oscillator model. In recent years, one of the major experimental activities
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concerns baryons with heavy flavors, including Qqq, Qgs or Qss, where q stands for a u or d quark,
s for an s quark and Q for heavy quarks such as ¢ or b. These states have a helium-like structure. In
the future, baryons such as QQq can be studied as well. In the nonrelativistic model of baryons, the
two-body short-range potential is derived from the QCD and the challenge is to solve the resulting
three-body problem.

The baryon spectrum so far has been investigated mostly based on the harmonic-oscillator model.
Improved methods that involve treating the anharmonicity by using first order perturbation theory or
by using harmonic oscillator basis functions for the expansion of wave functions have been used as
well. These approaches, similar to those used in atomic and molecular physics, do not easily provide
a classification of the baryon spectrum. The hyperspherical expansion has been discussed, but few
calculations have actually been carried out. Hyperspherical approach as a general method for treating
three-body problems for baryons has just begun. Attempts have been made to describe the hadron
mass spectrum using a nonrelativistic quark model [43] to obtain the masses of nonstrange hadrons
belonging to the meson octet and the baryon decuplet, and relativistic corrections have also been
discussed [44]. Despite its simplicity, an attempt has even been made to derive the quark-quark
potentials from the inversion of the baryon spectra [45].

1.2. Coulombic three-body systehs with two identical particles

This section provides an overview of the spectroscopy of bound states formed by three charged
particles. We first consider ABA systems where two of the charged particles are identical. Each
charged particle carries one unit of charge and the masses are m, and mjp for particle A and particle
B respectively. This class of ABA systems ranges from H™, to e~u*e™, Ps~ (= e~e*e™), d*u~d*
and Hj. Except for an overall scaling, these systems are distinguished by the parameter A = m,/msg,
which is defined to be the mass of each of the identical particles with respect to the mass of the third
particle. Thus A ranges from about 1073 in H™ to 1 in Ps™ to about 10* for Hj.

1.2.1. Two-body Coulomb problems

The nonrelativistic two-body Coulomb problem is well studied in elementary quantum mechanics.
The energy levels for the system AB is given by the Bohr formula. Using atomic units, the binding
energy for an excited state with principal quantum number N is given by

Ey = —p/(2N?) \ (16)

where u = mamp/(m4 + mp) is the reduced mass, and the eigenfunctions are given by the well-
known hydrogenic wave functions. The two-body energies (1.6) are the asymptotic energies of the
ABA system when it dissociates into A 4+ (AB), where the subscript N indicates that (AB) is in
the excited state.

1.2.2. Atomic models versus molecular models

In standard textbooks, adding another charged particle A to the well-known AB system is treated
theoretically in very different ways depending on whether A is much heavier or much lighter than B.
If my <« mp, as in the case of H™ or He, the basic physical picture is that the electron is moving
very fast around the nucleus and thus each electron can be treated more or less independently. This
is the basic picture behind the shell model of atoms where each electron is moving in its “own”
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Table 1.1

Scaling of the ground-state binding energy E; of Coulomb three-body systems AAB with respect to the reduced mass u
of particles A and B. The last column gives the ratio of Es/u of each system normalized to that for H™. The column is
ordered according to increasing values of A = my/msp.

System E; (au.) M~ A . Norm

Hy, 0.52775 1.0 5.446x107% 1.000

eue 0.525054 0.9952 0.0048 0.9997
maK 111.3879 212932 0.2827 0.9912
e(3e)e 0.39214 0.75 0.3333 0.9907
e(2e)e 0.34837 0.6667 0.5 0.9902
pKK 330.8119 633.051 0.5262 0.9902
eee 0.262005 0.5 1.0 0.9929
ppK 334.5864 633.051 1.9004 1.0015
7KK 114.10743 212932 3.5373 1.0154
PP 129.71588 237.760 6.7227 1.0338
ppu 102.22985 185.78 8.8887 1.0427
ddp 109.8237 195.68 17.762 1.0635
thpe 112.9799 199.21 26.596 1.0746
HZ 0.59201 1.0 1836.2 1.1218

central potential. On the other hand, if m, > mp, as in Hj, the motion of the electron is much faster
and the two protons perform slower vibrations and rotations. This physical model is expressed in
mathematical form as the Born~Oppenheimer approximation where the electronic motion is calculated
by treating the two nuclei to be at rest, similar to Eq. (1.5), and the two nuclei perform rotations
and vibrations in the effective potential field of the fast electron.

These two distinct models are based on the “obvious” physical picture, and their popularity and
success in everyday usage demonstrate their soundness as far as providing descriptions of most
of the observable properties of each system. However, the sharp contrast between the two models
presents an unnecessary conceptual division which prevents us from taking a unifying viewpoint of
the Coulombic ABA systems. In the next two subsections we provide evidence to illustrate why the
traditional division of atomic and molecular systems is unnecessary.

1.2.3. Ground-state energies of ABA systems

All Counlombic three-body systems ABA con51st1ng of two identical particles have at least one
stable bound state against dissociation [46]}. Using Hylleraas-type basis functions, Frolov [47] has
calculated the total binding energies of a number of Coulombic ABA systems. It was demonstrated
by Chen and Lin [48] that the total binding energy of an ABA system nearly scales linearly with
the reduced mass u = mamg/(m, + mg). This is illustrated in Table 1.1 where the calculated total
binding energies of a number of ABA systems are tabulated in accordance with increasing values of
A = my/mp. Thus, for A — 0 we have the typical “atomic” limit consisting of two light identical
particles and a heavy one, to A — oo, which is the molecular limit consisting of two identical heavy
particles and a light one. By normalizing the energy for A =0 to unity, in Table 1.1 we notice that the
scaled binding energies for the ABA systems deviate no more than a few percent from unity except
for large A. Even for Hf, where A = 1836, the deviation is only about 12%. This small range of the
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scaled energies is most surprising in view of the drastic difference in our physical models of atoms
such as H™ and molecules such as Hj .

To understand the simple scaling, let r, and r, be the two vectors from B to each of the particles
A. The Hamiltonian can be expressed as[48]

1 1 1 1 2
Heu(-39 =3V r = ot ) = v Vet (ufmapop) (D)
where the last term on the right is the mass polarization term due to the motion of the two identical
particles with respect to the center of mass of the ABA system. In (1.7), H,, is the Hamiltonian
when mjp is set to infinity. This equation shows that if the mass polarization term is small, then the
binding energy of the ABA system will scale with the reduced mass of the two-body system AB and
the last column of Table 1.1 would all be equal to 1.00.

The mass polarization is a measure of the momentum correlation of the two identical particles
with respect to the third particle. If this correlation is small, then the energy of an ABA system will
scale with u. If m4 > mg, as in the case of molecules such as Hj and d*u~d™*, the light particle B
tends to stay in the middle of the two heavy particles to achieve bonding. This configuration implies
a negative (p, - p,), and thus a more tightly bound state. For m, < mg, each light particle A is less
localized and thus the momentum correlation (or mass polarization) is smaller. Thus the normalized
binding energy is closer to —1.0, as seen in Table 1.1 for the case of small A.

1.2.4. Rovibrational spectrum of doubly excited states of atoms

Theoretical studies of doubly excited states of atoms such as helium and H™ over the last two
decades have established that their energy levels exhibit patterns similar to the rovibrations of a
molecule [49-51,4]. In Fig. 1.1 we display the calculated energies of doubly excited states of H™
that lie below the N =5 excited states of H. These energies were obtained by Ho and Callaway [52]
using Hylleraas type variational functions and the results are ordered in terms of K and 7' quantum
numbers. It is not essential for the present purpose to know the precise definition of K and T except
to note that X is related to some vibrational quantum number v, and T is the projection of the total
orbital angular momentum along the interelectronic axis. Along each column, the K and T quantum
numbers are fixed and the energies are ordered with increasing total orbital angular momentum L.
Obviously along each column the level orderings are similar to the rotational levels of a molecule.
Along the horizontal axis, the states have different vibrational quantum numbers. If T # 0, we note
the near degeneracy of a pair of states for each L, similar to the A-doubling of a molecule. The
energy level patterns shown in Fig. 1.1 are very different from those expected from the shell model of
atoms, but very close to the rovibrational multiplet structure of a linear triatomic molecule [53,50].

1.2.5. The need of a unified approach

The brief summary of known results about Coulombic ABA systems in the last two subsections
clearly indicates that the traditional division of atomic systems vs molecular systems is rather arbitrary.
While the shell model attributes each electron to a certain orbital, the electron-electron interaction
and the Pauli exclusion principle as exhibited by the symmetry of the total wave function tend to
smear out this distinction. This is particularly acute for doubly excited states where the concept of
orbitals for individual electrons is no longer meaningful, and the rovibrational energy level patterns
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Fig. 1.1. Energy levels of H™ resonances lying below the H(N = 5) threshold grouped according to the (K, T)* quantum
numbers. Note that along each column the energy levels resemble a rotor series.

as displayed in Fig. 1.1 clearly show the need of a picture where the motion of the two electrons be
treated together. :

For molecules such as HJ, the conventional Born-Oppenheimer approximation is known to have
many undesirable features, especially that it does not describe the dissociation limit correctly. In view
of the many common features of the Coulombic three-body systems, it is desirable to develop a
theoretical scheme which is applicable to any three-body systems to cover the “atomic” regime where
A — 0 and the “molecular” regime where A — oo, as well as the region in between for systems such
as e"ete . In Section 2.2, we will show that generalized hyperspherical coordinates are suitable for
describing these problems.

1.3. Coulombic three-body systems of three distinguishdble particles

1.3.1. Existence of bound states _

When all of the three particles are different, it is known that only certain combinations of masses
in the AYBTC™ systems can have stable bound states [54]. To describe such systems, it is always
possible to set the mass of one of the three particles to be unity, leaving two relative mass parameters
to map the possible combinations. From the known results that HD™ (or dtpte™) is stable but
ptete™ is not, it was speculated that m, = mp may be the condition for the existence of bound
states. However, this rule does not apply to the well-known stable systems such as HD* and HT™

where the condition m, = mjp is not satisfied. It was found recently by Martin et al. [55] that a
better representation of the “region of stability” is to use the parameters a;’s where
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Fig. 1.2. “Island of stability” for the existence of stable ground state for general Coulomb three-body systems. Each system
is represented by a point inside the triangle where a; + a2 + a3= 1, with «; defined by Eq.(1.8), see (a). In (b),
the circles represent systems where calculations have shown the existence of bound states, and the solid circles represent
calculations showing no bound states. The solid line represents an interpolation which separates regions of no bound states
from the inner region where bound states exist (courtesy of Brett Esry, data from Frolov [47]).

@ = 1/m
T m A+ my 4+ 1 my

Obviously, a; + ap + a3 =1, The three parameters a;, a, and a; can be represented as a point in
an equilateral triangle of length 2/+/3 if the a; is measured from the point to each of the three sides
of the triangle, as shown in Fig. 1.2a.

In this representation, all the mass combinations of the three particles fall within this triangle.
Since a symmetric AtA*B~ system always contains at least one stable bound state [46], and these
systems lie along the diagonal line originating from point A;, the region of stability is estimated to
be confined near this line, with the condition that |@; — a;| be small. The width of |a; — a;| would
depend on ;. For large a3, the three-body system is closer to a “molecular” system, and we expect
that the width to be broader. For smaller a3, the system is closer to the “atomic” system such as H~
where the width is expected to be smaller.

The binding energies of the ground state of A*B*C~ systems have been calculated by Frolov
and coworkers [56,57,47] for a large number of systems using variational methods where the trial
functions are taken to be of the form

(1.8)

M
v = Z Cy exp(—ayria — Bira — Yira1) (1.9)

k=1

where r;; is the distance between the two particles i and j, and the nonlinear parameters are chosen
by some pseudorandom algorithm. The number of terms in (1.9) is of the order of a few hundreds
and the well converged energies have been obtained for many systems. If we plot their results in the
triangle of Fig. 1.2a, we obtain results shown in Fig. 1.2b where the stable states are indicated by
open circles and states which are not bound are shown as solid circles. The boundary of stability is
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indicated approximately by the two solid lines. The total angular momentum for each of the states
considered is L =J = 0.

1.3.2. Reactive and rearrangement collisions

Our interest in Coulombic three-body systems is not limited to the search for bound states only. In
fact, most of the interesting problems are related to scattering. For example, typical collisions are the
excitation processes

AT +(BTCT); — AT+ (BTC7 )y (1.10)
or the rearrangement processes
At + (BYC™); — (ATC™);+ B* (1.1D)

where the two-body systems (A*C~™) or (B*C~) can be in any excited state. Experimentally, the
most interesting elementary rearrangement collisions include positronium formation in e* +H —
(ete™) + HT or muon transfer in tt + (dtu™) — (ttu™) 4+ d* reactions. These are, of course,
special examples of reactive scattering similar to those treated by quantum chemists, except that the
interaction potentials in the present systems are well known. Note that the cross sections for these
reactions at low energies are often influenced by the existence of resonances of the compound system
ATBTC~. Both subjects will be further discussed in Section 6.

2. The hyperspherical coordinate approach

In this section we discuss the different forms of the Schrédinger equation for three-body Coulombic
systems in hyperspherical coordinates. We started with the simpler two-electron atomic systems, then
the general three-body systems where the masses of the particles are arbitrary. In Section 2.3 we
discuss the Schrodinger equation expressed in the body frame of reference, and a brief discussion of
the generalization to many-electron systems is given in Section 2.4.

2.1. Hyperspherical coordinates for two-electron atomic systems

We first introduce hyperspherical coordinates for two-electron atomic systems such as helium and
H~ where the mass of the nucleus is treated as infinite. There are many ways to define hyperspherical
coordinates. The essential requirement is that there is only one hyperradius which measures the size
of the system and the rest are angles. For two-electron atoms, starting with r; ‘and r,, the positions
of the two electrons measured from the nucleus, the simplest hyperspherical coordinates are obtained
by replacing r; and r, by

R=(+r)", a=tn'(n/r) (2.1)

where R is the hyperradius and « is the hyperangle. Thus the two vectors r; and r, are replaced
by six coordinates (R, {2), where 2 = («, 81, ¢, 62, $>) denotes collectively the five angles, with
6;, ¢; being the spherical angles of electron i. In this particular set of hyperspherical coordinates,
the angles are defined with respect to a laboratory fixed frame. There. are other choices of angles
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in hyperspherical coordinates, but we will not discuss them here since they have not been used
extensively in actual applications. Furthermore, the present choice of hyperangles can be easily
generalized to many-particle systems, as discussed in Section 2.4.

2.1.1. Kinetic energy operator and hyperspherical harmonics
The goal of hyperspherical approach to two-electron problems is to solve the two-electron Schrodinger
equation
1 1 zZ Z
(——V%——vg————+—1——E ¥(r,r) =0 (2.2)
2 2 ri ra - Iy
in hyperspherical coordinates approximately.
Atomic units are used throughout this review unless otherwise noted. In hyperspherical coordinates,
the volume element is dr, dr, = R (sin @ cos a)%d#; df,. One can eliminate the first-order derivatives
in the differential operators by expressing

w(r,r) =%(R,2)/(R*sinacosa) (2.3)
where ¥ (R, £2) satisfies
&2 A 2C
——— = 2.
( Bt rT R +2E> W(R,02)=0 (2.4)
and
a2 12 12 1
A=|——s+ —— — - 2.5
( da? + cos? a + sinza) 4 (2.5)

is the grand angular momentum operator where I; is the angular momentum operator for electron i
and C/R is the total Coulomb interaction potential among the three charged particles, with C given
by

VA z n 1
cosa -~sina +/T—sin2acosf,

Cla, b)) = — (2.6)

In (2.4), E is the total energy of the system given in atomic units, Z in (2.6) is the charge of the
nucleus, and 6, is the angle between the two electrons with respect to the nucleus.

The first term in (2.4) is the kinetic energy operator associated with the hyperradial motion, and
the second term A%/R? is the grand “centrifugal” potential energy operator, including the well-known
single particle centrifugal energy from each electron, and a term proportional to —(R2d*/da?),
which is a measure of the “difficulty” of having two electrons close to the nucleus simultaneously.
The eigenfunctions of the A? operator satisfy[58]

2 2 2
(d—+ L + _12 (V+2)2)u[k](.(2)=0 (2.7)

da?  cos?ta  sinfa

where [k] denotes the set of quantum numbers, [k] = (I;, [, m), with m related to the polynomial
functions in angle «, and » = I; + I, + 2m. The eigenfunctions are

U (£2) = frm (@) yupem (F1, 72) (2.8)
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Fig. 2.1. Potential surface C(a,#8;2) in Rydberg units for a pair of electrons in the field of a proton. From Lin [80].

where the coupled angular momentum function is

Inin (Prs 12) = Y (lmylomy |[LM) Yy, (P1) Y, (72) ( (2.9)

mymy;

with ¥, () being the usual spherical harmonics and (I;m,l,m,|LM) the Clebsch-Gordan coefficients.
The L and M are the total orbital angular momentum and its projection along a laboratory fixed axis,
respectively. The eigenfunctions in a have the explicit form

Fum(@) = Nypm(cos @)+ (sina)?! F(—m,m+1, + 1, + 2, 1,43 /2, sin® @) (2.10)

where N is a normalization constant and F is proportional to a Jacobi polynomial [58].

The total eigenfunctions u( (2) are called hyperspherical harmonics. They are the harmonic
functions on the hyperspherical surface of a six-dimensional space and are simultaneous eigenfunctions
of A2, I2, l%, L? and L,. The set of hyperspherical harmonics satisfies the orthogonality condition

/u[kz](ﬂ)u[k](())d.()z8[k][k/] (211)

and forms a complete set.

2.1.2. Potential surfaces
The nonseparability of the Schrodinger equation (2.4) is due to the potential energy term. For
the two-electron atomic systems, the potential energy scales with 1/R, where the effective charge C
depends only on angles « and 6),. In Fig. 2.1, we show this potential surface on the («, 61,) plane
for Z = 1. The major features of this potential surface are: '
(i) The deep potential valleys near @ — 0 and @ — /2, corresponding to the strong Coulomb
attraction when either electron is very close to the nucleus.
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(ii) The steep spike at a = 77/4 and 6, = 0, corresponding to the strong Coulomb repulsion when
the two electrons are on top of each other.

(iii) The saddle point at & = 7/4 and 8, = 7. At this point, the potential drops for @ away from
/4, but it increases for 6y, away from 7. This saddle point in the potential surface plays a
major role in determining the quasi-stability of doubly excited states of atoms.

2.2. Coulombic three-body systems of arbitrary masses

2.2.1. Jacobi coordinates and mass-weighted hyperspherical coordinates
Consider a Coulombic three-body system. The Schrodinger equation in the laboratory frame can
be written as
1 1 1 YAV YAV ZpZ :
(—2mAv§— \v v/ B AL C—E)g:O (2.12)

2me TraB Tac Ypc

where m; is the mass of particle i which has charge Z;, and r;; is the distance between particles i

and j. To maintain that the kinetic energy operator is diagonal, we introduce Jacobi coordinates to

describe the relative motion. We can choose p, = r,3, the vector from A to B, and p, = rypc, the

vector from the center of mass of A and B to particle C. In this coordinate system, the Schrédinger
equation in the center-of-mass frame takes the form

(_va _ _1_v2 + Z4Zp " Z4Z¢ n ZpZc

2py P 2p, P ~ Tas rac I'sc

~E) 2(p,. p) =0 (2.13)

where p; = pup = mAmB/(mé +mp) and py = pagc = (M4 + mp)me/(my + mg + me) are the
reduced masses of the pair A'and B and of the pair AB and C, respectively.

For future reference, we designate the three-body systems as A*B*C~ if all the three particles
are different, and as ATB~A* if two of the three particles are identical. (Obviously, the charged
conjugated system A~BTC" has exactly the same properties as the ATB*C~ system within our
model.) Thus the Jacobi coordinates introduced in the previous paragraph resemble those used for
describing diatomic molecules where p, is along the internuclear axis and p, are the electronic
coordinates with respect to the center of mass of the two nuclei. This particular set of Jacobi
coordinates will be referred to as the a-set and sometimes as the “molecular” frame. There are two
other possible Jacobi coordinates: the S-set where pl(ﬂ ) is the vector from B to C and p,® is from
the center of mass of BC to A; and the y-set where p{” is the vector from C to A and p,” is from
the center of mass of CA to B. These vectors are depicted in Fig. 2.2. The 8- and y-set are similar
to those used to describe atoms such as He or H™. The two vectors in the different sets are related
by simple geometric relations known as kinematic rotations [13]. For systems consisting of two
identical particles, the B-set and the y-set are equivalent and the wave function should be properly
symmetrized. We will come back to this point in Section 3.3.2.

We also notice that the Schrodinger equation (2.13) can be written in terms of B-set or y-set
Jacobi coordinates as well, with the corresponding reduced masses u; and u,. The superscripts in
the coordinates and the reduced masses will not be specified unless such a distinction is needed in
the discussion.

One can introduce mass-weighted hyperspherical coordinates by defining
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Fig. 2.2. Three sets of Jacobi coordinates for systems of three charged particles. The signs of charges for particles A and
B are identical.

& =/ prp1s Er= 1t/ p (2.14)

where u is arbitrary (taken to be unity in general). In terms of £’s, the Schrédinger equation (2.13)
now takes the form
1 1 oo
(ﬁﬂvfl - Zivfz +
such that the kinetic energy operators associated with the two “particles” are identical, and all the
mass dependence of the three particles is cast in the rescaling of the distances.
From £s, it is straightforward to introduce the hyperspherical coordinates as before,

R= \/f%‘*'f%a tan ¢ = £, /¢ (2.16)

where ¢ = ¢ (i = a, B,%). We note that the hyperradius R is independent of which set of Jacobi
coordinates is used.

The mass-weighted hyperspherical coordinates have been applied to specific systems by a number
of authors [59-63]. Many of the results obtained are qualitative or only semiquantitative in nature
due to the limitation of numerical accuracy.

Z,Z Z,Z ZpZ,
alp | La‘c | Zplc

YAB Fac Yac

—E) V(£ £,) =0 (2.15)

2.2.2. The potential surfaces
Using these mass-weighted hyperspherical coordinates, the Schrodinger equation has the form of
(2.4), except that the effective charge C is scaled with the masses of the system,

(w5 Z4Zo | |6 252 | [W] ZcZa
C(¢,0) = ELZAZE | JEL 2BEC ) | [ ZCA 2.
(6.9 M cos ¢ + © cos pf + M cos @Y (2.17)

Thus, different three-body systems are characterized by their different potential surfaces. In (2.17),
we express the potential surface explicitly in angles ¢ and 8, where the latter is the angle between
the two vectors p, and p,. The potential surface for each system also depends on the specific
Jacobi coordinates adopted. In Fig. 2.3 we show the potential surface of H™ in «-set and in B-set
coordinates [64]. Note that the potential surface in the 8-set is essentially identical to the one shown
in Fig. 2.1. The potential surface in the a-set coordinates is distinctly different. The two singularities
due to the Coulomb attraction between each of the two electrons and the proton are now located at
(¢,0) = (44.95°,0) and (44.95°,7) (¢ = 45° if the mass of the proton is taken to be infinity),
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Fig. 2.3. The potential surface for H™ ions at R = 1 plotted against hyperspherical angles in a-set and in B-set coordinates.
From Lin and Liu [64]. '

while the singular Coulomb repulsion between the two electrons is represented by a steep repulsive
“wall” at @ = 90°. Note that in the S-set the two attractive singularities become steep potential valleys,
while the singular Coulomb repulsion becomes a sharp repulsive spike.

In order to understand the systematic trends of Coulomb three-body problems, we compare the
potential surfaces of other systems which differ from H~ only in the relative mass A. In Fig. 2.4 we
show the potential surfaces for e"e*e™ and d*u~d* in the a and the B set coordinates. Clearly, the
potential surfaces in the B-set coordinates for the three systems are quite different, but the surfaces in
the a-set coordinates are much more similar. Recall that in the mass-weighted hyperspherical coordi-
nates, the kinetic energy operators for all three-body systems are identical except for an overall mass
scaling factor. The fact that the potential surfaces in a-set coordinates are similar for different systems
immediately implies possible underlying similarities among these three-body Coulomb systems.

2.2.3. Transformation brackets

The three sets of Jacobi coordinates can be used to define three sets of hyperangles 2 = (¢, &, &)
(i = a, B,7y). For each set of hyperangles, there exists a complete set of hyperspherical harmonics
which are the solutions of -

( & 1XE) | 11

T d¢? " cos?¢ sin2¢_(’\_“"+2)2) Uiy (42) =0 (2.18)

where Ay = [,+1,+2m and all the indices and (2 depend on i. Each set of hyperspherical harmonics is
similar to those given in (2.8)~(2.10), and satisfies the orthogonality condition similar to Eq. (2.11)
within the given set.

The grand angular momentum operator does not depend on the Jacobi coordinates

A7) = A2(0°) = (), | (2.19)
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therefore, the hyperspherical harmonics in different sets of hyperangles are simply the different
representations. The eigenfunctions in one set can be expanded in terms of eigenfunctions of the

other set with Ajyy = Ay,
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upg () = > AL () ugey (2) (2.20)
[K']
where 7 depends on the mass ratio of the system, and the expansion coefficients can be evaluated
from

Afjer (m) =/d9j Uiy (@) upn (). (2.21)

These coefﬁciéhts are called the transformation bracket and a program for their evaluation has
been published [65]. These transformation brackets are useful when evaluating integrals involving
functions of different sets of Jacobi coordinates.

2.3. Separation of wave functions in the body frame

2.3.1. The body frame axes

The wave functions discussed so far refer to a space fixed reference frame. One can replace the
five angles in hyperspherical coordinates by three Euler angles @ = (w), w2, ws) which describe the
rotation of the whole system, and two other internal angles ¢ and 6, as defined earlier, which describe
the internal motion of the particles.

There are different possibilities for choosing the quantization axis of the body-frame for a three-
body system. In chemical physics, it is common to choose one of the principal axes as the quantization
axis. [20,18] For Coulomb three-body systems where two of the particles are identical, it has been
found [66,67] that the axis connecting the two identical particles is an good approximate quantization
axis (we remind the reader that this is the molecular axis if the mass of the two identical particles
is much larger than the other one). This quantization axis is extended to systems where all three
particles are different where the axis is along the line connecting the two particles of same sign of
charges. The Coulomb repulsion between these two particles tends to push one away from the other
and thus may_serve as a better quantization axis. We mention that the “exact” solutions should not
depend on how this body-frame quantization axis is defined.

Let the body-frame z’-axis to be along &7. The y’-axis is defined to be along a direction perpen-
dicular to the plane of the three particles,

Rt 13 (2.22)
1€, % &
and the x'-axis is given by 7 X £, such that the body-frame (x',)’,z’) axes are the three triads
(fx £, 7 and £;) and the Euler angles of the body-frame are w = (w;, @,, 3), With w, = 6, w; = ¢,
where (6, ¢;) are the spherical angles of £;. By expressing the angular momentum operators I and
122 in terms of the angular momentum operators with respect to the body-frame axes and the angle 6,
the grand angular momentum operator can be decomposed as

A =T+T,+T,—1/4 (2.23)

where the explicit expressions for the three operators T; (i=0,1,2) are

S R N
°T 3¢?  sin’ pcos? ¢ sind 36 36
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1 1 45 1 72 2
= :r 2l I_J
sin” ¢ cos? ¢ sin” 6 COSZ¢( ‘ )
1 . 0 JUA
T,= 2il, 2cot@ .1, ], 2.24
2 cosz¢(lyaaa+ co z) ( )

where in terms of Euler angles,

2 AN d coswsz d i}
loo=—1|sinw3— — —— 4 cot w; cos ws e

3w2 sin (5] 8w1 w3 )

ly=—i (cosa) _3_ + sinw3i — cot wy Sinw j—)

v *dw, | sinw, dw, 2 3 dws

[, =—id/dws (2.25)

and
1 9 2 9? 1 92 1 4 . d
Jz=__[ - f:()zswg ———— - — (smwz—)]. (2.26)
sin‘ w, dw; sin” w, dwdws  sin” w, dw3  sinw; dw, dw,

Notice that both T, and T; are diagonal with. respect to the z’ axis of the body frame; only the
T, operator mixes the different m’ components. It is obvious that the Schrddinger equation becomes
much more complicated in the body-frame of reference, but it has the advantage that the internal
motion is only coupled to the external rotation by the off-diagonal term in 7, and that the rotational
part of the wave function can be separated out.

2.3.2. Decomposition of wave functions in the body-frame
The channel function @, (R; £2) can be expanded as

J

P.(R;2) = > Di(w)7(R6,4) : (227)

I=(1—0)/2

where J is the total orbital angular momentum and I and M are its projection along the body-fixed
and laboratory-fixed z’ and z axes, respectively. The parity o = 31 gives the reflection symmetry
with respect to the plane of the three particles (the x'z’ plane) and the total parity of the system is
P =o(—1)’. The symmetrized and normalized D functions in (2.27) are defined explicitly as

Dy (@) = 21; V27 +1 [Dyy (@) + (-1)"*' P DL ()] . (2.28)

Substituting expansion (2.27) into (2.12) and averaging over the rotational functions, a system of
J 4 1 equations for the functions ¢ for o = +1, or a system of J equations for o = —1, is obtained.
The nature of the resulting body-frame wave functions will be examined in Section 3.5.

2.4. N-electron systems

The hyperspherical method has been generalized, at least formally, to N-electron systems. We
introduce the hyperspherical angles and hyperradius in a systematic way by defining
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ri =R sinaysinay_; - -sina; sin a,

r,=Rsinaysinay_; - --sina;cosa,

r3 = R sinaysinay_ - - -COS a3
ry—1 = R sinaycos ay_;
ry = R cos ay, (2.29)
and

x; = r; siné; cos ¢;, y; =r; siné; sin ¢;, Z; =r; cosf,. (2.30)

The Schrodinger equation can then be written as

1{8% 6—-1 48  A*(N) Z(2)
— = - - —E|l¥=0 231
[2<5R2+ R 4R R? R E (231)

where 6 = 3N is the dimension of the space and a recursive relation can be derived for the grand
angular momentum operator A2(N)

6 _(8—4)cos’ay—2sin‘ay J R AW-1)

AN = - da’, sin ay cos ay day = coslay sin® ay (232)
The eigenvalues and eigenfunctions for the A? operator are known,

AN (2) = Ay(Ay + 8 = 2)uan, (2) (2.33)
where

Av =2ny + Iy + Av_y (2.34)

and the eigenfunctions are
u)‘,,#(.()) = Hj'iz w(nj’ lj’ /\j—1| cos’ aj) Y;,-m,(ej, ¢’j) Yl]m1(91¢1) (2.35)
where o denotes the set of quantum numbers
m= {lN’ my; An—1ly_1my_1; - Aslymy; llml} ) (2.36)
and the w’s are defined as
w(n;, 1, Aj_1| cos’ a;)
= (cos @) (sina) )V F(—nj,n;+ Ajioy + 3j+1; — 1,1; + 3| cos® ;) (2.37)

where F is a Jacobi polynomial. While the nature of the hyperspherical harmonics for the N-
body systems has been examined in the literature, along with the construction of properly (anti-
)symmetrized basis functions [68], actual calculations for the N-electron systems have not been
carried out to high accuracy. Construction of N-electron wave functions based on hyperspherical
harmonics is not expected to be accurate for quantitative purposes. The limited calculations available
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so far are of exploratory prototypes [69]. To reach the higher accuracy required in atomic and
molecular systems, adiabatic expansion similar to the two-electron systems would be useful and the
channel functions would have to be solved accurately. Recent effort toward this direction for three
electron system can be found in Bao and Lin [70].

3. Methods of solving three-body problems in hyperspherical coordinates
3.1. Expansion in terms of hyperspherical harmonics

Since the set of hyperspherical harmonics forms a complete set on each hyperspherical surface, the
solution of the Schrédinger equation can be expanded as

¥ =3 Fy(Rup (2). (3.1)
[4]

By projecting out the hyperspherical harmonics, a set of coupled second-order hyperradial differ-
ential equations is obtained [71,72]

1( 8-10 Mmwts-2)_,
2\6R? " R 4R R

1 ,
Fug — 5 Zinwr Fiey =0 (32)
R &

where we have written the general equation for the case of an N-electron system and where
Zpaey = (upg |Clupn) (33)

1s the matrix element of the effective charge C evaluated between two hyperspherical harmonics.
Eq. (3.2) can be solved to obtain the eigenvalues if convergence can be achieved by using a
reasonable truncated set of hyperspherical harmonics. The method has been applied by a number of
authors to H™ and He systems [10,73,74], but the rate of convergence is rather slow. Table 3.1 (the
last column) shows the rate of convergence for the ground state energy of helium. By increasing the
number of hyperspherical harmonics in the order of increasing values of A =, + [, + 2n, the number
of hyperradial equations N in Eq. (3.2) increases rapidly for large A. Note that even with A,=16, the
calculated ground state energy —2.89358 a.u. [75] is still rather poor, especially if one considers that

Table 3.1

Convergence of the ground state energy of helium versus the order of the hyperspherical harmonics used in the expansion.
Ap is the order of the hyperspherical harmonics, and N is the order of the coupled equations, see (3.2). The energies under
the column EHH are obtained using Eq.(3.6) (data from [75,78]). The energies under the column H.H. are obtained using
Eq.(3.1). The “converged” energy eigenvalue is 2.903724377 [79].

Am N E(EHH) E(H.H)
0 1 2.9767604 2.5000 2
8 9 2,90321786 2.8502 2

16 25 2.90370440 2.8875 4

40 121 2.903724361

48 169 2903724368
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even a three-term variational calculation using Hylleraas-type function already can achieve a value of
—2.90244 au. [76] which is much closer to the nonrelativistic limit of —2.903 724377 a.u. [77]

The slow convergence of the expansion (3.1) is not unexpected. The hyperspherical harmonics are
good basis functions at small R where the kinetic energy term A(A+ & —2)/R? is dominant. At large
R, the potential energy term C/R is dominant where the wave function is expected to be localized in
the deep valleys in the potential surface of Fig. 2.1. In this region the wave functions are products of
two Slater functions which cannot be easily expanded in terms of a small number of hyperspherical
harmonics.

The convergence of the expansion in (3.1) can be significantly improved if we introduce an
exponential damping function. Thus, we write [75]

¥V =x9 : ' (3.4)
where y contains the damping terms, chosen to be of the form
x =exp{—[a(r; +ry) —bri21}, (3.5)

where a and b are to be obtained variationally or by some ansatz. The equation satisfied by @ is then

H'® = Ed ' (3.6)
with |

=—(1/2)V2+V (3.7)

Vi=(=V Iny) -V —(1/2) (Vix/x) — Z/r1 — Z[rs + 1 /112 (3.8)

where V denotes the gradient operator in six dimensions. This transformation essentially removes
the singularity in the Coulomb potential such that V' is smooth everywhere if a and b are chosen
appropriately. It is then possible to expand @ in terms of hyperspherical harmomcs and the convergence
becomes very rapid. By choosing a = 2 and b = 1/4, Haftel and Mandelzwelg [75] studied the
convergence of the expansion of @ for the ground state of helium as the maximum A, is increased.
The results are shown in Table 3.1. For A, = 16, they obtained the ground state energy of helium to
be —2.903 704 40 a.u. For A, = 48, which results in a system of 169 coupled hyperradial equation,
the energy they obtained is 2.903 724368 [78] if the mass of the helium nucleus is assumed to be
infinity. This value is to be compared to the value —2.903724 377 obtained using the variational
method by expanding the trial wave function in the form of Fock expansion [77,79]. For the 1s2s
I8¢ state, they chose a =2 and b = 0 and obtained a result of —2.145968 877 a.u. for A,, = 48, which
is to be compared to the value —2.145974 046 au. [79]

The expansion of the whole wave function in the form of (3.1) is not practical for dealing with
a large number of higher excited states, especially doubly excited states and the continuum wave
functions.

3.2. The adiabatic approximation

As pointed out in the introduction, the rapid progress in the hyperspherical approach to three-body
systems owes much to the introduction of the adiabatic approximation (1.4) where the hyperradius R
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is treated as a slow-varying parameter. Using the expansion (1.4), the adiabatic function @, (R; {2)
satisfies the equation

[42/R? 4+ C/R] ®,(R; 2) = U,(R)®,(R; 2) (3.9)

where A% is given by Eq. (2.5) or (2.23) and C is given by (2.6) or (2.17) and the hyperradial
functions satisfy the coupled equations

a? d d &2
—ZF'FU,;(R)—zE F}L(R)=; 2(¢#|d_R|¢V>E+<¢u|Eﬁ|¢V> F,(R). (3.10)

The adiabatic approximation is useful if the off-diagonal coupling terms are small. In this case, the
index w can be used to label the “channels”. The hyperradial function gives the size of the state, but
the internal motion, together with the overall rotation of the whole system, is contained in the channel
function. One of the major goals in the study of three-body and few-body systems is to identify the
different modes of the internal motion which in turn are to provide meaningful quantum numbers as
represented implicitly by the channel index wu.

3.3. Numerical methods for the solution of the channel functions: expansion of the wave function in
the laboratory frame

3.3.1. Two-electron atoms )
We first consider the application of hyperspherical method to two-electron systems. The adiabatic
Hamiltonian takes the form

Hy = (1/R*) (A* + RC) (3.11)
where ' '
2 2 2 .
A? =—a—+—ll—— L _1 : (3.12)

da?  cosla sin’a 4
Since the nonrelativistic Hamiltonian commutes with L, S, the total orbital and spin angular
momentum, respectively, and the parity 7, the solution of (3.9) can be expanded as

(R 2) = A fiur, (R @) Y (Prs P2) (3.13)
thh]

where A is the symmetrization (or antisymmetrization) operator, and the summation is over pairs
of I; and [,. In (3.13) the spin wave function is not explicitly written. Thus, if the spatial wave
function (3.13) is symmetric under electron exchange, the spin wave function is antisymmetric,
and vise versa. Substitution of (3.13) into (3.9) gives a set of coupled differential equations for
Jr,(R; ) that are to be solved with the boundary conditions that the wave functions vanish at a =0
and 90°. Note that the functions f;,;, (R; a) should approach the hyperspherical harmonics at R =0
and hydrogenic functions at larger R.

The set of coupled equations have been solved over the years using different methods:

(a) Direct numerical integration of the coupled differential equations. This method was first adopted
by Macek [12] and applied to the study of doubly excited states of He. The method suffers from
numerical instability, especially in the region where the eigenvalues are nearly degenerate.
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(b) Diagonalization using hyperspherical harmonics. This was used by Lin [80] but it was found
that the convergence is rather slow, especially in the region of large hyperradius.

(c) Diagonalization using analytical channel functions. This method was adopted by Lin [81]
where hydrogenic basis functions in the asymptotic region is generalized to the region of small R.
Together with hyperspherical harmonics, these basis functions were used to diagonalize the adiabatic
Hamiltonian to obtain potential curves and channel functions. This method is quite accurate and very
stable and only a small basis set is needed to achieve good numerical accuracy. It has been used
extensively in many calculations [51,4,82,83].

(d) Generalized Numerov method. This is a method adopted by Tang et al. [ 84] using the three-
term recursion formula of the generalized Numerov method, as previously discussed by Seaton [85].
This method is accurate to the sixth power of the step size and permits the use of variable step
sizes. The latter is rather important since the function f,;,(R; a) spreads over the whole range of «a
(between O and 7r/2) at small R, but is confined in the region near « — 0 and & — 7r/2 at large R.
The three-term recursion gives a generalized eigenvalue problem

AX =U(R)BX (3.14)

where A‘and B are tridiagonal nonsymmetric matrices in the subspace with fixed /,/,. Since a
general method for solving nonsparse matrices is rather time consuming, it is actually easier to solve
Eq. (3.14) by seeking the zeros of the determinantal equation

det(A—-U(R)B) =0. (3.15)

This equation is solved iteratively. The procedure is accelerated by the knowledge of the approx-
imate values of U(R) which are extrapolated from the values obtained at somewhat smaller R. The
construction starts at R = 0 where the analytical result is

UR) =+, +2n)? n=0,1,2,... (3.16)

This method provides the highest numerical accuracy and has been applied to recent numerical
calculations involving two-electron systems (see Section 6.1).

3.3.2. General Coulombic three-body systems

Using mass-weighted hyperspherical coordinates, the adiabatic equation for the general Coulombic
three-body systems has the same form as that for the two-electron atom except that the Coulomb
potential terms are now weighted with the masses of the system and that there are three equivalent
sets of Jacobi coordinates from which the hyperspherical angles can be constructed. For an A*B*C~
system, it is obvious that in the dissociation limit the B-set coordinates are mostly suitable for
describing the A* + (B*C™) states, while the y-set is best for describing the BT + (ATC™) states.
In the region where all the three particles are close to each other, any of the three sets of Jacobi
coordinates are acceptable. To account for the dissociation limits correctly, it is thus best to introduce
basis functions which include both the B-set and the y-set Jacobi coordinates. Thus one approach for
solving the adiabatic functions is to adopt basis functions in both the B-set and vy-set coordinates. If
the system consists of two identical particles , then the basis functions are

g/(R; 2) = gi(R; 2°) + (—1)%+S gi(R; ) (3.17)
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where the functions on the right are identical to those employed in the two-electron problems, see
Eq. (3.13), but without the antisymimetrization operator.

The use of B-set and y-set functions allows us to calculate U,(R) using only a small set of (I,1,)
pairs in the expansion since ¥ refers to a bound state of the (BC) system which has small I# for
low-lying bound states and lf is governed by the triangular relation among lf; , lf and L. Using such
a basis set from different coordinate systems, it is possible to carry out calculations for the potential
curves easily. [48,86] The major task is to calculate the Hamiltonian matrix elements between basis
functions from different coordinates. One method of calculating such matrix elements is to expand
the basis functions in, say, the S-set, in terms of hyperspherical harmonics in the B-set. To express
the wave functions in the .y-set, one then uses the transformation brackets [65] which then express
all the functions in the y-set coordinates. Thus the matrix elements can then be expressed in terms of
variables in the y-set coordinates. Another approach which is straightforward is to use the so-called
kinematic rotation [ 13] which relates the coordinates of the different sets of Jacobi coordinates. Both
approaches become less accurate at large hyperradius.

The basis functions of the form of (3.17) have been used in calculations by Chen and Lin [48],
by Liu et al. [86] and by Igarashi and Toshima [87]. It works rather well if the basis set is not
too large. When a large basis set is used, the linear dependence due to the nonorthogonality of basis
functions from the B-set and the y-set should be considered.

3.4 The hyperspherical close coupling (HSCC) method

The expansion (1.4) of the wave function in terms of adiabatic basis functions requires the solu-
tion of the coupled second-order differential equations (3.10). The nonadiabatic coupling terms in
this equation vary rapidly near the localized avoided crossings which are very difficult to evaluate
numerically. Although there exist a number of calculations where Eq. (3.10) has been solved numer-
ically, the number of channels included in these calculations is very limited [88,89] and the achieved
accuracy is far from spectacular. Another well-known limitation of the adiabatic expansion (1.4) is
that it has incorrect asymptotic form. At large hyperradius, the three-body system dissociates into A
+ (BC) or B+ (AC). To describe these asymptotic limits correctly, for example, for the A+ (BC)
combination, the wave function has the form F(p;)G(p,) where the p’s are defined with respect
to the B-set Jacobi coordinates. Using the expansion (1.4) would result in nonvanishing coupling
terms even in the asymptotic region. In fact, if the adiabatic basis functions are used, the nonadiabatic
coupling term (&, |d/dR|®,) decreases proportionally to 1/R at large R [90].

These difficulties associated with the adiabatic expansion can be circumvented in the so-called
hyperspherical close-coupling method (HSCC). In the HSCC method, one first partitions the range
of hyperradius into many small sectors. Within each sector the whole wave function is expanded in
the form

Y(R, Q) = F,(R) ®,(Rs; 12), (3.18)
o

where R, is a point within the sector. The basis functions @, ’s are fixed within the sector and chosen
to satisfy Eq. (3.9) at R,. Thus the basis functions are diabatic within the sector and the hyperradial
equations within this sector satisfy
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d2
( i 2E> F,(R) + ZV,W(R)F (R) = (3.19)
where V,,(R) = (®, |H,4| P,). The coupling terms thus obtained are smooth functions of R within
the sector. Beyond this sector, a new diabatic basis set is generated. At the boundary between the
two sectors, a local frame transformation matrix

T,u.,u = <¢/L(Ra)|¢ll(Rb)>’ (320)

is required in propagating the logarithmic derivative. The unitarity of T serves as a way to check
whether the sector size is appropriate. In actual calculations, a breakdown of unitarity of the order of
a few parts per 10* is acceptable.

Once the solutions are propagated to the asymptotic region, they are matched to the asymptotic
solutions which are expressed in separable functions in appropriate Jacobi coordinates from where
the reaction matrix K;; is extracted.

In the discussion of the HSCC method so far, the wave functions in the inner and the asymptotic
regions are all expressed in the laboratory-fixed system. In the following we address the procedure
where the wave functions are expressed in the body-fixed frames.

3.5. Expansion of the wave functions in the body-fixed frame

The Schrédinger equation in the body-frame has been discussed in Section 2.3. In the diabatic-
by-sector method the wave function ¥ is expanded in terms of D and the diabatic-by-sector bases

¢,U.I(Ra; 0’ ¢)5

V(R ¢, 2) =) > Fu(R)P,u (Rs; 0, $) Dy, (01, 3, w3). (3.21)
M I
The diabatic basis function satisfies
Ty + (D}, |T\|D 2uC
(o ( M;glzl 1Dy, ) + ; )((D/L,(Ra;ﬂ,(ﬁ)=2#U,L1(Ra)¢’;u(Ra§9’¢)’ (3.22)

with 0 < 0 < 77 and 0 < ¢ < 77/2. Here
I? J(J+1) —2r?
sin” ¢ cos? ¢ sin” 6 cos? ¢ .

Within the sector, the hyperradial functions F,; then satisfy the coupled differential equations

(D{M,|T1|D1M1> = (3.23)

3? 1
(~gg —iR ZME) Fu(R) + 212 Vi (R)Fy(R) =0, (3.24)
where
Th+Th+T, 2uC
Varsr (R) = (B, (Rai 0, 6) Dy | 7= + “ By (Ra3 6, ) Diyg)- (3.25)

The solution of the Schrédinger equation then consists of the following steps:
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— (a) Within each diabatic sector,
- 1. solve @,; within each sector at R,;
- 2. calculate the matrix elements V,; .1/ (R);
- 3. integrate the coupled equations from R; to R;,.
- (b) Match the solutions at R, to the next sector and then repeat the procedure until a large Ro.
- (¢) Match the solution from the interior region at R, to the asymptotic solutions expressed in
terms of functions using Jacobi coordinates to obtain the K-matrix.
In the following, these steps are described.

3.5.1. Finite element method of solving the 2D equations

A major obstacle in the application of hyperspherical method to achieve high accuracy is related
to the difficulty of solving the “channel functions” &,; at R, accurately. In atom-diatom reactive
scattering calculations, different approaches have been adopted (see [20]). For the general Coulomb
three-body systems, it has been found that a higher-order finite-element method [91]can achieve the
high accuracy needed for the potential curves. In fact, when it is applied to the two-electron systems,
the higher order FEM results are in good agreement with the accuracy achieved using the generalized
Numerov method (see Section 3.3.1). In the FEM method, the (8, ¢) plane is divided into a number
of rectangles and each is called an element €. The channel function @,; can be expanded as

¢#,(Ra;0,¢>=22 U2:(R) X\ (Ras; 0, ¢) - (3.26)

where within each element €, the channel function is expanded in terms of local basis y [92,91]
which are products of fifth order polynomials in § and ¢, and nonzero only in the element €. The 36
expansion coefficients are the values of @,; and its derivatives d¢,,; /36, 9Dy /0, 3*®,,;/603¢ at the
nine nodes of the element €. Substitution of (3.26) into the (3.22) results in a set of linear coupled

equations for the expansion coefficients for the local element e: ;

H{® U (R.) =2p Uy (R,) B® TP (R,) (3.27)

where integration over the element € has been carried out and B is the overlap matrix of the local
basis. After coupling together the local equations, a global matrix equation

Hij.l(Ra) = 2:“' U/LI(R(I) B 0;1.](Ra) (328)

is obtained. The solution of this equation gives the éigenvalues and the eigenfunctions. In the cal-
culation of Zhou and Lin [93] for positron scattering with atomic hydrogen, the a-set basis is used
and the (6, ¢) plane was divided into 240 rectangular elements, 10 in 6 and 24 in ¢.

3.5.2. The evaluation of the coupling terms

It is clear that the operator T + 7} is diagonal with respect to I, the projection of the total angular
momentum along the body-frame quantization axis, while 7, couples I and I’ channels only where
I' =13 1. Thus T, corresponds to the rotational coupling in atomic collisions, and the off-diagonal
terms of Ty + T between channels of identical I are the “potential coupling” when diabatic basis
functions are used as in the present case. Following the straightforward algebra the matrix elements
are
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Ty +T1
R?

2uC
“ @y (Ra 6, ) Dihyg,)

To-l—TlR L2
R R

< ,uI(Ra’o ¢)D1M,|

C
= (@1 (Ra; 6, $) Dy | '“ L@, (R; 0, ) Dy

C R 2

< ,U-I(Ra’a ¢)DIM,|2:U’(UI’V - R )RZ

= (2u/R?) [R2U1u(R2) 8y + (R — R, Cuui] 511/, (3.29)

C
“ e \®,1(Ra3 0, $) D}y,

and

(Pur(Ra 6, ¢)D1MJ|T2|¢VI’(R070 #) D4y,
=( y.l(Rmes ¢)|h11+1|¢u1+1(Ra,9,¢)> i+ .
+ (Pu1(Ry; 6, ) |1 Por—1(Re3 0, ) ) 6py (3.30)
with ‘ \ .

C,u.ul = <¢y.1 (Ra; 09 ¢) |C‘(DVI(RQ; 0, ¢)>

J
B = L1 (:i:a +(I:I:l)cot(9)

cos® ¢
y{1+1=—[1+(f—1)6m][<J+1+1)(J—1)]1’2
Vi == [1+ (V2= Dé| [ -1+ DT+ D1 (331)

Thus V,;,i-(R) is given explicitly by
24
Vairwr (R) = — [R Ubuw + (R — R,)Cpui] S11v

1
+ 3 [(‘p,u(Ra; 8, &) | hi1|Por1(Ra; 0, ) )01 11

+ (Pur(Re; 8, @) | hy—1|Por—1 (Re3 0, ) )pp 1] - (3.32)
These matrix elements are identical to those derived by Kadomstsev and Vinitsky [94] except that
the angle ¢ defined by them is twice of what was used here.

3.5.3. Propagation from one sector to the next sector
At the boundary (R = R,) of the sector { and sector i + 1, the condition of continuity of the wave
function at R,

> FF(R)®;(R; 2) =Y FR(R,) ®;(Riy; 2) (3.33)
J J
allows one to obtain the hyperradial functions FX(R,) on the right sector in terms of the hyperradial
functions F(R,) on the left sector,

FR(R) = Ty FE(R,) (334)

j
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where
Tij = (Pe(Riss; 2) |B;(Ri; ) (335)

is the overlap matrix. In (3.33) R; and R;;; are within the sector i and i + 1, respectively, where the
“channel]” functions are calculated. In general one chooses such a point to be at the midpoint of the
sector.

We note that the same transformation (3.34) applies to the derivatives of the hyperradial functions
with respect to R.

3.5.4. Asymprotic solutions and two-dimensional matching
The procedure outlined above can be continued up to a large Ry beyond which where one particle
is far away from the other pair of particles. In this asymptotic region, the asymptotic wave function

M) of the dissociated system is better represented by

i ¢i(ﬂf)}’l;l;m,(f)f, fl;) [fA(p;)siA - gi(PE)KM]

v (py, py) = -
4 TR T A P

) (3.36)

where ¢;(p7)’s are the bound state wave functions for the 7 arrangement. In the equation, f’s and g’s
are velocity-normalized regular and irregular spherical Bessel functions (1/+/07) Jr and (1 /) ng,
respectively, with v” as the relative velocity of the particle pair and the far-away particle in the 7
arrangement, K;, is the element of the K matrix, and the y’s are the coupled angular momentum
functions.

The matching of the two solutions at Ry becomes

1

WZHW”(RO,qs D =0 (1 8) lger, _ (337)

with H2 being the expansion coefficients.
The asymptotic wave function ¢, M Py, P,) as given in Eq. (3. 36) is expressed in the laboratory
fixed frame. To solve Eq. (3.37), one needs to expand it by referring to the body frame. Note that

1672 ZD]M (wlaw27w3)
27+ 145714 (V2 - 1)ép
Here, {2 = (07, ¢7), {4 = (63, ¢}) are the orientation anglés of vectors p, and p, for the 7
arrangement. The superscript (body) indicates that these angles are measured in the body frame. By

equating the coefficients of Dj,,, functions on both sides of Eq. (3.37) and then 1ntegrat1ng over the
angles 6, ¢, Eq. (3.37) can be cast in the form

N N
STHAFD (Ro) = Ry (J,{, -3 N:'L,KM) , (3.39)
o=l i=l

where J, and N}, are matrix elements after Eq.(3.37) has been integrated over the hyperspherical
surface at Rp. Eq (3.39) can also be expressed in matrix form

FH = ‘/2[1 NK]. (3.40)

ez, (08, 08 = Y (5, 7%y, (3.38)
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Similarly, by requiring that the derivative of the wave function with respect to R be continnous at
Ry, we obtain an equation similar to (3.40),
F'H =RY*[J - N'K], ’ (3.41)
After defining the log-derivative matrix
Y=FF"' (3.42)
and from Egs. (3.40) and (3.41), we finally obtain the X matrix
K=[YN-N]17'[YJ-J]. (3.43)
From the K matrix, the partial cross séction is

477'(2]-%—1)! K
k? 1—iK

2

) _
;=

(3.44)

with k as the incident momentum. The procedure outlined above is called the two-dimensional
matching method. If the wave function is expressed in the laboratory frame, then one does not need
to rewrite the wave function in the asymptotic region in terms of D functions. Otherwise, the matching
procedure is essentially identical.

4. Applications of hyperspherical methods to atomic systems in the adiabatic approximation

In this section, we will limit the discussion of the applications of hyperspherical coordinates to
two-electron atoms. Although hyperspherical coordinates have been used to obtain accurate energy
levels and wave functions for the ground state and the first few excited states by a few groups in the
past (see Section 3.1), these calculations were carried out using variational methods and the nature of
atoms in these states are already well understood. Major progress in the application of hyperspherical
coordinates in the last two decades occurred in the study of doubly excited states where methods
based on hyperspherical coordinates not only provide a convenient framework for the understanding
of these states, but efficient and accurate computational methods have also been developed in the
last few years. In this section we will focus on the application of hyperspherical coordinates within
the adiabatic approximation. The results thus obtained provide a qualitative understanding of the
properties of these states and offer a new classification scheme. Discussions of full calculations
including the couplings among adiabatic channels will be postponed until Section 6.1.

4.1. Doubly excited states of two-electron atoms

4.1.1. A brief historical remark

The first application of hyperspherical coordinates to doubly excited states of atoms was carried
out by Macek in 1968 [12]. Using the adiabatic approximation, Macek showed that the energy levels
calculated from the three 'P° curves below the Het(N = 2) threshold are very close to the energy
levels of the three Rydberg series which had been calculated by other approaches and the calculated
energy positions are in good agreement with experiments [95]. This calculation established the
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approximate validity of treating the hyperradius as an adiabatic parameter and that one can associate
a Rydberg series to an individual hyperspherical potential curve. The nature of the “channel functions”
which are functions of hyperangles at a fixed hyperradius was examined by Lin [80]. The next major
application of the hyperspherical method was to the H™ system where electron correlation is stronger
than in He. The three potential curves for the 'P® states of H~ that converge to the H(N = 2)
limit were calculated by Lin {97]. From the calculated potential curves the existence of Feshbach
and shape resonances in H~ was established. These resonances were later confirmed nicely in the
experiment by Bryant et al. [98]

The early applications of hyperspherical methods were often plagued by the inefficient and/or
inaccurate numerical methods used. With the introduction of analytical channel functions [81] and the
improving computing speeds and computer graphics, it became possible in the early 80’s to examine
the interrelation of the channel functions of doubly excited states of different symmetries together.
Using the earlier algebraic results as guidance, [99] a complete set of approximate quantum numbers
was introduced to label the hyperspherical potential curves [51] and the meanings of the quantum
numbers and their relations with the correlation patterns were examined. Thus the classification of
doubly excited states can be carried out within the adiabatic approximation using hyperspherical
coordinates.

4.1.2. The global features of the spectra of He and H™

We first illustrate the global features of the hyperspherical potentlal curves for He and H™ for
the 'P° symmetry [100]. Because the number of channels converging to each of the Nth excited
threshold of He™ or H is 2N -1, the number of potential curves increases very rapidly with increasing
values of N. Furthermore, the size of the excited state for a system under the Coulomb interaction
is proportional to the square of the principal quantum number, and the energy level is inversely
proportional to the square of the principal quantum number. In Fig. 4.1 the adiabatic potential curves
that converge to the N = 2 to N = 10 are shown, where the vertical axis is the effective principal
quantum number and the horizontal axis is v/(ZR). Thus, each curve that approaches the Nth excited
state of He* or H will have », equals to N.

These potential curves show the intrinsic complexities of the spectra of He and H™ despite the fact
that they are “simple” two-electron atoms. So far high precision experimental data for these systems
can resolve well states that are below the N = 6 or 7 thresholds only [101,102].

A set of simpler potential curves can be obtained if one displays only the lowest two potential
curves of Fig. 4.1 for each N for N > 3. The potential curves thus obtained are redisplayed in
Fig. 4.2. According to the adiabatic approximation, the energy eigenvalues from each curve can be
calculated by solving the eigenvalues from each curve, and the results are shown as horizontal lines
in the figure. Note that for low N, the minimum of the potential curve associated with the Nth
threshold never crosses below the asymptotic limit of the (N — 1)th threshold. Thus the energy levels
from each adiabatic potential curve never overlap with the levels from the higher threshold. This is
not the case as N becomes large. A careful examination shows that the lowest state associated with
the N = 5 curve lies below the N = 4 threshold for He. The presence of this interloper state can
cause interference with the Rydberg states below the N =4 threshold to produce rapid local spectral
variation. At even higher energies, energy levels associated with individual adiabatic hyperspherical
potential curves from different thresholds will overlap, and the interaction among these adiabatic
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Fig. 4.1. (a) Adiabatic hyperspherical potential curves for the 'P° symmetry of H™ shown as effective quantum number
v, (R) versus VR. (b) The same potentials but for He (from Sadeghpour [100]).

channels would result possibly new spectral features. This is the energy region where classical chaos
is expected to play an important role in the understanding of the behavior of two electrons in an
atom. However, there are still no good experimental data in this energy region.

In the following sections, the global potential curves of Figs. 4.1 and 4.2 will be examined in more
detail and the important results will be extracted so the results can be compared to experimental data
or other calculations.

4.1.3. Low-lying states of H~ and He within the adiabatic approximation

4.1.3.1. The ground state and the elastic scattering phase shift. We first illustrate the application
of the adiabatic approximation to the ground state of H~ and the elastic scattering phase shift for
electron-hydrogen atom collisions at low energies. These properties of H™ have been extensively
studied by many other approaches. In Fig. 4.3 we show the lowest adiabatic potential curve for
the !S® symmetry of H™. The ground state energy calculated from the lowest curve is —1.0547 Ry
which is to be compared with the experimental result of —1.05546 Ry. This result is satisfactory
considering that only one channel is included. One can improve the result if the coupling with higher
adiabatic channels is included. For example, the 10, 20 and 28 channel results of Tang et al. [103]
are —1.05530, —1.05544 and —1.05546 Ry, respectively, which differ little from the variational value
of —1.0555 Ry [104].

In calculating the potential curve in Fig. 4.3, (4,,5,) = (0,0), (1,1) and (2,2) were included
[see Eq. (3.13)]. If one assumes that the angular momentum of each electron is restricted to [ =0
only, then the energy calculated from the adiabatic hyperspherical potential curve is —1.02617 Ry.
Since the Hartree—Fock calculation does not predict the existence of a bound state for H™, this result
indicates that more electron correlation is included in the adiabatic approximation than in the HF
approxirmation.
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Fig. 4.2. The two lowest A = +1 diabatic potential curves converging to each asymptotic Nth threshold of Fig. 4.1 are
redrawn, and the calculated energy levels from the adiabatic potential curves are shown as horizontal lines. The upper graph
is for H™ and the lower one for He (from Sadeghpour [100]).
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Fig. 4.3. Adiabatic hyperspherical potential curve for the ground 18¢ channel of H™. From Lin [96].

Fig. 4.4. The lowest adiabatic hyperspherical potential curves of different L, S and 77 of H™ that converge to the ground
state of the atomic hydrogen. From Lin [96].

Table 4.1

1g¢ elastic phase shift for e~ + H scattering. The one-channel and two-channel results are from Lin [96], the 3cc results
are from the three-state close coupling calculation of Burke and Schey [106], and the variational results are from Schwartz
[105]. From Lin [96].

k 1 channel 2 channel 3cc Variational
0.1 2.513 2.521 2.491 2.553
0.2 1.983 2.023 1.974 2.067
0.3 1.568 1.659 1.596 1.696
0.4 1.242 1.380 1.302 1.415
0.5 0.989 1.142 1.092 1.202
0.6 0.784 0.928 0.93 1.041

The potential curve in Fig. 4.3 can support one bound state only. One can use this potential curve
to find additional information such as the elastic scattering phase shift for e~ + H(1s) collisions.
These phase shifts have been calculated variationally by different methods. We compare in Table 4.1
the results from the one-channel and two-channel hyperspherical potential methods [96] with those
from the variational method [105] and the close coupling method[106]. Note that at low energies
the single channel hyperspherical method is actually more accurate than the results from the three-
state (1s, 2s and 2p) close-coupling calculations. The fact that the phase shift approaches 7 at zero
energy, according to the Levinson theorem, implies that there is only one bound state supported by
the potential curve of Fig. 4.3.

One advantage of calculating the ground state and the continuum states from a single hyperspherical
potential curve is that the resulting wave functions are always orthogonal. The adiabatic hyperspherical
wave functions thus obtained have been used to calculate the detachment cross sections in collisions
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Fig. 4.5. The three 'P° potential curves of H™ converging to the N = 2 limit of H. The + curve supports the shape resonance
and the — curve supports the Feshbach resonance. From Lin [97].
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Fig. 4.6. (a) Variation of the phase shift versus electron energy above the threshold near the shape resonance. (b) Radial
wave functions at energies near the resonance. The energies are given in units of 10> Ry. From Lin {97].

of H™ with He and other rare gas atoms [107,108] within the Bomn approximation.
The lowest potential curves for other symmetries of the H™ system are completely repulisive, as
shown in Fig. 4.4. These curves are not expected to support any bound states [96].

4.1.3.2. The low-lying doubly excited states. We next show specific examples of the application of
hyperspherical coordinates to the study of doubly excited states of H™ lying near the H(N = 2)
limit. In Fig. 4.5 the three 'P° hyperspherical potential curves associated with the H(N = 2) limit
are shown[97]. The curves are labeled as +, — and pd, since the corresponding curves for the
isoelectronic He system were thus named by Cooper, Fano and Pratt [109] originaily.

With respect to the H(N = 2) threshold, the 4+ curve is rather attractive at small R, but becomes
repulsive at large R. It turns out that this curve is not strong enough to support a bound state, but it
does support a shape resonance at energies slightly above the H(N = 2) threshold. The existence of
such a shape resonance is conveniently illustrated in Fig. 4.6 where the upper figure shows that the
calculated phase shift undergoes a rapid change with energy. In the lower figure the wave functions
inside the potential barrier (which is at R = 18, see Fig. 4.5) are seen to change rapidly as the
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Fig. 4.7. Photodetachment cross sections of H™ near the N = 2 threshold of H. The solid line is the result of calculations
by Broad and Reinhardt [140]. Fr0n} Bryant et al. [98].

total energy varies across the resonance position. The position and width of the shape resonance
thus obtained are 32 meV (above the N = 2 threshold) and 28 meV, which are to be compared
to the experimental results of 27 meV and 23 meV, respectively[98]. This again illustrates that a
one-channel model within the hyperspherical approach already explains the major features of this
resonance.

The — potential curve in Fig. 4.5 is mostly repulsive at small R, but becomes attractive and behaves
like —3.77/R* asymptotically. This dipole potential can support an infinite number of bound states,
and the lowest one is calculated to be at 10.173 eV from the ground state of H {110] which is to
be compared with the experimental result of 10.180 eV [98]. The higher states are all very close
to the threshold and have not been observed experimentally. It is known that the energy levels of
neighboring states in a dipole potential V(r) = —b*/r? satisfy the relation E,/E, = exp(—2m/a)
where a? = b* — 1/4 [58].

The potential curves in Fig. 4.5 can be used nicely to interpret the experimental results of the
photodetachment of H™ near the N = 2 threshold. In Fig. 4.7 we show the data of Bryant et al. [98]
where the large shape resonance is associated with the + curve and the narrow Feshbach resonance
is associated with the — curve of Fig. 4.5. The hyperradial wave function of the shape resonance, as
seen in Fig. 4.6, has peak near R = 12 a.u. It would correspond to the “2s2p” configuration if the
independent particle designation is used, yet its energy is higher than the Feshbach resonance which
has the “2s3p-2p3s” designation. This illustrates that a state which is larger (in R) does not guarantee
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Fig. 4.8. Adiabatic hyperspherical potential energy curves of H™ that converge to the N = 2 level of the atomic hydrogen.
From Lin [110].

that it will have higher energy: electron correlation does provide a major factor in determining the
energy levels too.

For comparison, we also show in Fig. 4.8 the potential curves of H™ that are associated with the
H(N =2) threshold for other symmetries. Only one potential curve in each symmetry has attractive
well which can support bound states (they become autoionizing states when the nonadiabatic coupling
with the lower curve is included). ‘

4.2. Classification of doubly excited states of atoms

4.2.1. Introduction :

The adiabatic approximation allows the separation of the hyperradial degree of freedom from other
degrees of freedom. While the hyperradial wave function F(R) gives the size of a particular state
within a given channel u, the nature of electron correlation is implicitly contained in the channel
wave function @, (R; £2). One of the major challenges in the study of doubly excited states of atoms
is the identification of approximate quantum numbers which are implicitly designated as w.

In Fig. 4.9 the adiabatic potential curves for doubly excited states of He lying below the He* (N = 3)
limit are shown. The top row shows the curves for !S®, >P° and ' D® and the bottom row for 3S¢, ! P°
and 3De. Each potential curve is designated by a set of (K, T)# quantum numbers. In other words,
the channel index u = |[(K,T)4, N, L, S, ), where N = 3 refers to the asymptotic limit of the He*
ion, L and § are the usual total orbital and spin angular momentum quantum numbers, respectively,
and 7 is the parity. :

4.2.2. The K, T and A quantum numbers

Before discussing these potential curves, it is essential to address the origin and the meaning
of the K, T and A quantum numbers. They do not emerge directly from the calculations using
hyperspherical coordinates and they are not needed from a purely computational point of view.
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Fig. 4.9. Potential curves for all the ?S°, *P° and D¢ channels for He that converge to He* (N = 3). Curves are labeled
in terms of K, T and A quantum numbers. Reduced units with Z = 1 are used. From Lin [51].

However, understanding the meaning of these approximate quantum numbers provides insight on the
nature of electron correlation. in doubly excited states.

It is obvious that at R = O, the channel index u can be identified with /;, [, and m, the quantum
numbers of the hyperspherical harmonics. However, these quantumn numbers are not useful at finite
R since the hyperspherical harmonics are not diagonal with respect to the Coulomb interaction. In
the limit of large R where one electron is far away from the other, the system consists of an outer
electron from an excited He™ core in the Nth excited state. The asymptotic potentials for each N can
be obtained by solving the channel equation (3.9) in the limit of @ — 0 and R — co. By including
the diagonal W, , term in the definition of the adiabatic potential, one can show [12,80] that each
potential curve is given asymptotically by
-Z* (Z-1) 1

TN R + m@#llf +2r, cos 1,|®,). (4.1)

Since the zeroth-order wave function in the asymptotic region is @uy, (F1)} Yympm (F1,72), where
index 1 refers to the inner electron, 2 to the outer electron, and the two electrons are coupled to
a total angular momentum L, the channel wave function in the asymptotic region is obtained by
diagonalizing the operator > + 2r, cos 6y, in this basis set. The resulting asymptotic potential is

z2 (z-1H) , B
T T (4.2)

where B is the permanent dipole moment. Thus the adiabatic hyperspherical approximation in the
asymptotic region is identical to the dipole representation of Gailitis and Damburg [111].

Up(R) psco —

U,u.(R) - -
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The result in (4.2) does not provide a set of convenient quantum numbers to distinguish different
channels that converge to the same limit. Such a set of approximate quantum numbers has been
- obtained by Herrick and Sinanoglu [99]. Starting with the product of hydrogenic basis functions,
they constructed the doubly excited state functions (DESB) which are the irreducible representation
of the SO(4) x SO(4) algebra. In this irreducible representation the DESB functions are given by

|Nn, KTLw) = |NI,nl'; L) DN (4.3)

i

where |NI, nl’; L) is a product hydrogenic wave function coupled to total angular momentum L and
D is proportional to a 9-j symbol. It has been shown [99] that (4.3) gives a good first order
approximation for intrashell doubly excited states. In essence, Eq. (4.3) shows that a doubly excited
state wave function, to first order, can be represented as a linear combination of the degenerate
basis functions in the (N, n) manifold. By extending the principal quantum number n of the outer
electron to infinity, we note that (4.3) is an approximate representation of the channel function in
the asymptotic region as well. Thus the quantum number K and T can be used to label the channel
M, at least in the asymptotic region.

From the unitary transformation in (4.3) and the range of the 9-j symbols in D, the ranges of K
and T are determined by the following constraints:

T=0,1,2,...min(L,N—-1), K=N-1-TTN-3-T,...—(N—-1~-T) (4.4)

The algebraic approach gives the set of integers K and T for labeling doubly excited states. The
physical interpretation of these quantum numbers and the validity of the DESB functions, however,
do not emerge directly from this approach. Since the K and T guantum numbers are to describe
the relative motion of the two electrons, their meanings are more conveniently extracted if the wave
functions are expressed in the body-frame of the system.

4.2.3. Wave functions in the body-frame of reference

Traditionally, atomic wave functions are expressed in the laboratory frame of reference. To enu-
merate the correlation properties of an excited atom, it is useful to disentangle the internal motion
from the overall rotation of the system. To this end, one can expand the channel function &;(R; (2)
in reference to body-fixed frames. By choosing the interelectronic axis as the quantization axis, we
expand '

L
Du(R0) = PG(R;a,012) Dy (@), (4.5)
0=0 ’

where D is defined as in Eq.(2.30) and o is the set of three Euler angles. For L =0, there is only
one Q = 0 “rotational component”. Under interchange of the two electrons, which corresponds to
changing a to 7r/2-a, the rotational component -, has a symmetry (—1)5. Thus @y has even
symmetry with respect to a = 7r/4 for !S® states and odd symmetry for *S® states. For nonzero values
of L, the summation in (4.5) is over the projection of L onto the interelectronic axis. From the
symmetry property of the D function, one can show that each rotational component has well-defined
symmetry properties with respect to @ = 77/4 and with respect to 61, = 7 [66]
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Po(R; a, 013) =7(—1) 2Py (R /2 — @, 01,),
Do (R; @, 21 — 61p) = (—1)2P(R; @, 0)5). (4.6)

It 1s clear that the present body-frame corresponds to the a-set coordinates defined in Fig. 2.1
for the general Coulombic three-body systems. Recall that the a-set coordinates are the molecular
frame normally used to describe systems such as Hf. In the Born-Oppenheimer approximation, the
projection of L along the internuclear axis is chosen as a good quantum number, meaning that there
is only a single Q (to be called T) component in the summation (4.5). If this is also true for the
doubly excited states of two-electron atoms, then T can be used as a possible approximate quantum
number. This interpretation differs from the original algebraic approach where T is an exact quantumn
‘number of an approximate wave function. For doubly excited states, how purely T can be treated
as a good quantum number has been examined in a number of cases, as in Chen et al. [67] and
Watanabe and Lin [66]. The original definition of the K quantum number refers to the angle between
the two electrons with respect to the nucleus. For each N, states with K = N — 1 have the largest
angle between the two electrons. To first order, the quantum number K can be related to the bending
vibrational quantum number v = N — K —1. This subject has been fully discussed elsewhere [4,49,53].

If T is a good quantum number, then the doubly excited state wave function in the body-frame can
be written as @r(R; a, 8;;) DL, (w) and the internal wave function has the symmetry

A=m(-D5T if K>L—N, (4.7)

when a is changed to 7/2 — a. Thus if A = +1, the wave function @7(R; e, 6;;) has an antinode at
a = /4, and if A = —1, the wave function has a node at & = 77/4. The nodal structure of the wave
function near a = 7r/4 is crucial in determining the properties of doubly excited states. Note that the
set of K and T depend on N and L [see Eq. (4.6)], but A depends on § for each given K, T and 7.

Not all doubly excited state wave functions can be approximated by a single 0 component when
expanded in the body-frame. In this case, the different O components in Eq. (4.5) are of nearly equal
~ weights and T is to be treated as a label. For such states, T enumerated from (4.4) is used as a label,
and A = 0 is assigned. In other words, for the A = 0 states, the X and T are simply used as labels
without their original meanings. The empirical rule for A = O states are:

A=0 if K<L-N (4.8)

4.2.4. Potential curves )

We now return to the potential curves shown in Fig. 4.9 where each curve has been labeled by
u = |[(K,T)4 N, L,S,w). If correlation determines predominantly the energy of each channel, then
the curves that have the same K, T" and A are expected to have nearly identical potential curves. This
is indeed the case as one can see from Fig. 4.9.

The assignment of K, T and A quantum numbers for the potential curves calculated proceeds as
the following:

(1) The range of K and T for a given N, L and 7 can be obtained from Eq. (4.4). )

(2) Order the asymptotic potential curves from the bottom starting with the largest K value and
then in order of decreasing K. If there is more than one T for a given K, order from below starting
with the smallest T'.
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Fig. 4.10. Surface charge density plots for the (2,0)7 channels of 'S, *P°, 'D® and *F° of He at R = 20. From Lin [5]].

(3) At small R, the lower or the more attractive curves belong to A = + channels. Among the
+ channels, the larger K goes with the lower curve and for a given K, the lower T with the lower
curve. The same procedure then applies to the A = —1 curves and then to the A = 0 curves.

(4) Connect the curves which have identical K and T in the two regions. Only the 4+ and — curves
are allowed to cross.

The rule for assigning the K, T and A quantum numbers can be understood qualitatively once the
nature of the correlation pattern associated with these quantum numbers is understood.

4.2.5. Correlation pattern and surface charge density plots

For two-electron systems, the correlation pattern can be “visualized” on the (a, 61,) plane for each
hyperspherical surface R = constant if one averages over the rotational motion of the atom. From
the calculated channel function in the laboratory frame, the surface charge density can be calculated
(see appendix 1 of Lin [51] for the explicit expression). The results are shown in Fig. 4.10 for the
(2,0)* channel. for N = 3 at R = 10, for 'S¢, *P°, 'D® and *F° symmetries. It is clear that the major
features of the densities are essentially the same: in each channel the electron density has a peak at
a = /4 and 8y, = 7. Thus the two electrons tend to stay on opposite sides of the nucleus and at
about the same distance from it. This resembles the configuration of a linear triatomic ABA molecule
or the bonding orbitals of Hj. In this respect, one may view the 3P°, 'D°® and 3F° states shown in
Fig. 4.10 as the rotationally excited states, with !S°® being the ground state.

As another example, we show in Fig. 4.11 the surface charge density plots for the (1,1)* 'P°, 3D¢
and (1,1)~ 3P°, D¢ channels for N = 3 at the values of R shown. The major difference between the
+ and - is that the former has a maximum at & = 77/4 and the latter has a nodal line at & = #/4. Note
that in these examples, the K and T are identical and thus they have nearly identical #,, dependence
in the surface charge density distribution. :

These examples clearly show the validity of the classification scheme. The quantum numbers are
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He at the values of R shown. From Lin [51].

related directly to the way the two electrons are correlated. For more examples, the reader is referred
to Lin [51].

4.2.6. Supermultiplet structure in energy levels
According to the adiabatic approximation, the energy levels within a given channel u can be
obtained by solving the hyperradial equation

2
( d‘;Z +U, (R) + W, (R) — ) F,(R)=0. (4.9

Because of the near-degeneracy for potential curves which have the same correlation quantum
numbers, one expects that the energy levels calculated from (4.9) be nearly degenerate as well. An
example was given earlier for H™ in Fig. 1.1. As another illustration, in Fig. 4.12 we show the energy
levels for the (3, n) doubly excited states of He. The effective principal quantum numbers are plotted
in the figure. There are a number of features that should be pointed out: '

(a) Along each column the states have identical (K, T)# quantum numbers, and each group (for
example, the group of states 'S¢, 3P°, 'D°, 3F°) is ordered with increasing values of L. Thus, they
resemble the rotor states of a molecule. This rotor series, in the case of He, repeats along the Rydberg
series. For each fixed u = |(K,T)*, N, L, S, ), successive levels follow the simple Rydberg series
formula.

(b) For T # 0, there are two rotor series which are nearly degenerate. This is similar to the
A-doubling in molecular spectroscopy.

(¢) The rotor series is truncated. Unlike molecules where the number of rotor states is quite large,
the number of rotor states for each (K, T)* is limited, which is a consequence of the shell structure
of atoms. The deviations of properties of doubly excited states from those in molecules have been
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addressed in a number of articles and will not be elaborated here, see Watanabe and Lin [66] and
Chen et al. [67].

(d) The energy level structure, as shown in the upper frame of Fig. 4.12 for A = +1, repeats
for the A = —1 group. In fact, by arranging the energy levels as shown in Fig. 4.12, the pattern of
supermultiplet structure repeats itself for A = —1 states.

It should be pointed out that not all the doubly excited states show this type of supermultiplet
structure. For A = 0 states, as shown, e.g., in Fig. 14 in Lin [51], that these states are similar to the
singly excited states of He. They are not described by the molecular picture. On the other hand, the
hyperspherical approach does incorporate these types of states as well since it is a direct numerical
solution of the Schrodinger equation for the two-electron atom.

4.3. Application to H™ in an external electric field

In Section 4.1 we showed the application of the hyperspherical method in interpreting low-lying
doubly excited states of H~ and He. In Section 4.2 the hyperspherical method was used to illustrate the
nature of electron correlation and the classification of doubly excited states. The energy eigenvalues of
high-lying doubly excited states of helium and H™ have been calculated by Matsuzawa and coworkers
[82,83] using hyperspherical coordinates within the adiabatic approximation. _

In this section, we show the application of hyperspherical method in interpreting experimental
results of H™ ions in a strong external electric field. We consider only the most recent experiment
of Halka et al., [112] where the photodetachment of H™ in an electric field with field strength from
F =0 to F =87 kV/cm was carried out. The experimentalists measured the photodetachment cross
section where the remaining H atom is simultaneously excited to the N = 4 state. In Fig. 4.13 the
cross sections at F = 0 (the lower curve) and at F = 87 kV/cm (the upper curve) are shown. At
F =0, there is a clear threshold at 13.50 eV, and beyond which the photodetachment cross section
increases quickly. At F = 87 kV/cm, the spectra show two “surprising” distinct features:
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(1) The threshold for photodetachment has been shifted downward to about 13.435 eV.

(2) There are two “dips” in the cross section, one at 13.465 eV which is below the zero-field
detachment threshold and one at 13.513 eV which is above the zero-field detachment threshold.

The nature of these features of H- in an electric field is most surprising. However, it can be
interpreted using the hyperspherical approach, as demonstrated recently by Zhou and Lin [113].

The Hamiltonian for an H™~ ion in an electric field can be written as

1, ., ) 1 1 1
H=—2(Vi+V3)————+—+Fla+2) (4.10)
ry rz rIn
where z; is the position of electron i, and z is the direction of the external electric field. The
Hamiltonian (4.9) can be solved in hyperspherical coordinates in the adiabatic approximation.

When there is no external electric field, experimental evidence shows that only the (2,1)F p°
states are populated in the photodetachment of H~ below the N = 4 threshold. In an external electric
field, the spherical symmetry of the ion is broken; therefore L and 7 are no longer good quantum
numbers, but S and the projection M of L along the z-axis still are. In solving (4.9), one first
solves the Hamiltonian without the electric field term for each L, S and 7. The channel functions
which are expected to interact strongly with the (2,1)* and (3,0)~ 'P° states in an electric field are
retained. The corresponding channel functions are then used as the new basis functions to diagonalize
F(z, + z2), from which new field-dependent adiabatic potential curves are obtained.

In Fig. 4.14a we show a number of potential curves for F =0. The (2,1)* and (3,0)~ 'P° curves
are shown as solid lines. Other curves are the (3,0)* for 'S, D¢, 'G®, the (2,1)* for 'F° and 'H®
and the (3,0)~ 'F°. The pairs of + and — curves are shown as diabatic states. In an external electric
field, the “rediagonalization” gives a set of new potential curves, as shown in Fig. 4.14b. At small R,
the effect of the electric field is small and the potentials are essentially the same as the F = 0 case.
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At large R, the electric field modifies the potential curves. In Fig. 4.15 we show the two + and —
curves for !P° for F =0 (solid curves) and for F = 87 kV/cm (dashed curves). The new potential
curves in the glectric field serve to explain the experimental results shown in Fig. 4.13.

One of the main features of the curves at F = 87 kV/cm is that the lower curve (the — curve)
is pushed downward at large R and there is a maximum which is below the zero-field H(N = 4)
threshold. The top of the potential barrier becomes the new threshold for photodetachment and thus the
threshold shift is the energy difference between the top of the potential from the zero-field H(N = 4)
threshold. The calculated shift is 57 meV which is in good agreement with the experimental value of
60 + 5 meV. Similar agreement has been found at different electric field strengths[113].

Another interesting feature in Fig. 4.15 is that the + curve is shifted upward at small R, reaching
a maximum at R = 125 before it decreases monotonically with increasing R. This + potential curve
predicts the existence of several window resonances, the second one is at 13.465 eV which is below
the zero-field threshold and the third one is at 13.511 eV which is above the zero-field threshold.
These two energies obtained from the adiabatic potential curve are to be compared to the experimental
results of 13.44 and 13.513 4 0.001 eV, respectively.

The interpretation of the two new resonances is the following. In the field-free limit these two
resonances belong to the (2,1)* 'P° channel. Since they lie below the H(N = 4) threshold, they
can decay only to the H(N = 3) or lower thresholds. In the presence of an electric field, the +
curve is shifted upward, thus their resonance energy positions are shifted slightly upward. The same
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electric field shifts the — curve downward. However, the residual weak coupling between the + and
— channels, especially near the crossing region, allows the resonances in the + channel to decay
through the — channel. Since the new threshold for the — channel is shifted to a value below the
zero-field H(N = 4) threshold by the electric field, this allows the + resonances to be observed in
the H(N = 4) channel as seen in the experiment.

This example serves to illustrate that hyperspherical potential curves, even in the presence of an
electric field, can be used to explain, at least semiquantitatively, experimental results which are rather
intriguing at first sight. In fact, the hyperspherical approach as discussed above provides the only
interpretation of the experiment of Halka et al. The interplay of the electric field on the motion of
individual electrons and the correlated motion between them can result in spectral features which are
difficult to entangle. The hyperspherical potential curves are very useful in unraveling the nature of
these features.

5. Applications of hyperspherical methods to Coulomb three-body systems in the adiabatic
approximation

In this section, results for Coulomb three-body systems calculated using mass-weighted hyperspher-
ical methods within the adiabatic approximation are illustrated. The qualitative properties and their
dependence on the masses of the system are examined. In 5.1 systems where two of the particles are
identical are first addressed, and in 5.2 systems where all three particles are different are addressed.
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Fig. 5.1. Hyperspherical potential curves versus the mass ratio A for the Coulombic three-body systems ABA consisting of
two identical particles. The curves shown are for IS¢ symmetry which converge to the N = 1 hydrogenic dissociation Hmit.
From Chen and Lin [48].

5.1. The ABA systems

5.1.1. The ground state and low-lying states

For a three-body system, ABA, where two of the particles are identical, it is known that there exists
at least one stable bound state[46]. Define A = m4/mp and set the mass of the lighter particle to be
unity. In the dissociation limit the asymptotic energies of the systems are given by —uap/2N? where
ap 1s the reduced mass of particles A and B, and N is the hydrogenic principal quantum number.
Consider L = 0 and § = 0, where L is the total orbital angular momentum quantum number and S is
the total spin of the two identical particles. In this designation, the spin of particle B is not included
in the same convention as in atoms. The adiabatic potential curves for such ABA systems have been
studied by Chen and Lin [48] and the properties of the channel functions have been studied by Liu
et al. [114].

In Fig. 5.1 the lowest adiabatic potential curves calculated for L = 0, S = 0 and even parity are
shown for a number of ABA systems. Because the hyperspherical radius is mass-weighted, the range
of the hyperradius is more extended for large A. The potential curves have been normalized such that
each curve approaches —1.0 Ry in the asymptotic limit. It is clear that each curve has an attractive
well which can support at least one bound state. The ground state energy for each system can be
calculated by solving the one-dimensional hyperradial equation (the result should be the upper bound
for each system). As A increases, the potential well becomes broader and more than one bound states
can exist. It is known that there is only one bound state for H™, Ps™ and pup , and that there are two
bound states for dud. For even larger A, such as Hj, calculation within the Born-Oppenheimer(BO)
approximation for this potential curve (called the 1so curve) shows that there are 18 vibrational
states for the L = 0 curve.

We next consider states that have nonzero L. In Fig. 5.2 the lowest adiabatic potential curves
for the same systems but for *P° symmetry are displayed. These curves have the asymptotic form
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Fig. 5.3. Validity of the rotor structure for states below the N = 1 hydrogenic threshold in the dissociation limit. The solid
curves are obtained from actually solving the adiabatic equation, and the dashed curves are obtained by adding the rotational

kinetic energy to those calculated for L = 0. If the rotor structure is valid, the pair of curves should coincide. For Ps™, the
two curves shown are for L = 1. From Chen and Lin [48].

—1.0 + 2/R? (in Ry) at large R. The curve is fully repulsive for the whole range of R in H™,
but becomes increasingly attractive with increasing A. For pup and dud, the curve is attractive
enough to support one and two bound states, respectively (see Table 6.6). For HY, it is estimated
that there are 18 bound states within the BO approximation. Both Figs. 5.1 and 5.2 illustrate that
the potential curves become more attractive as A increases. In fact, within the BO approximation,
the potential curves in Fig. 5.2 are simply obtained by adding the centrifugal potential energy 2/R*
to the corresponding ones in Fig. 5.1. In other words, a good measure of the validity of the BO
approximation is to see how well the potential curves calculated within the adiabatic hyperspherical
approximation is reproduced by adding L(L + 1) /R? to the corresponding curves in Fig. 5.1. Such
a comparison is shown in Fig. 5.3. On the left, the calculated L = 1 curve for Ps~ (solid line) is
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Fig. 5.4. Density distribution for the lowest 'S® states for varions A’s as plotted in the a-set coordinates. All the plots show
no nodal lines. The frame in (e) is shown for the ( y,#:2) plane. From Liu et al. [114].
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Fig. 5.5. !S8° potential curves that converge to the N = 2 threshold of the hydrogenic limit for the three systems shown.
The curves are labeled using (X,T, A) quantum numbers for H- and Ps™ and molecular quantum numbers for H;’ The
labelling also establishes the relation between these quantum numbers. From Chen and Lin [48].

shown to be poorly represented by such a “rotational” excitation model (the dashed lines). On the
other hand, for the dud system the curves in Fig. 5.3 show that the hyperspherical potential curve up
to L =3 is still fairly well represented as the rotational excitation of the L = 0 curve. This is simply
an illustration that the system becomes more “molecular” as A increases.

The smooth evolution of potential curves as A is increased is not surprising. An alternative way of
illustrating the similarity among the ABA systems with different A is to show the ‘adiabatic channel
functions. As an example, in Fig. 5.4 the density distributions for the lowest !S® channels at values
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Fig. 5.7. The density plots for the second 'S® channel for various A’s. The distributions correspond to particle B staying
near the midpoint connecting the two identical particles. From Liu et al. [114].

of R where the potential curve is near its minimum are shown. The density plots are displayed in the
a-set coordinates where the potential surfaces have been shown to be rather similar (see Fig. 3.5)
except that the singularity points are shifted toward smaller ¢ as A is increased. In Fig. 5.4 we note
that the density functions are essentially identical except that the plots are “squeezed” as A increases.
This “squeezing” is a consequence of using mass-weighted hyperspherical coordinates. If we define
an angle y where tan y = p,/p; (p; and p, are the two vectors in the a-set coordinates) and plot the
density function in (, @) coordinates, the resulting density functions for A = 17.7, as shown in the
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Fig. 5.8. The density plots for the third 'S¢ channel for various A’s. The distributions correspond to particle B staying close
to one of the two identical particles. From Liu et al. [114].
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Fig. 5.9. Validity of the rotor structure for states below the N = 2 hydrogenic threshold in the dissociation limit. The
solid curves are obtained from actually solving the hyperradial equation, and the dashed curves are obtained by adding the
rotational kinetic energy to those calculated for L = 0. If the rotor structure is valid, the pair of curves should coincide. The
lower pair is for L = 1.and the upper pair is for L = 3. From Chen and Lin [48].

lower part of Fig. 5.4, are very similar to those for A =1/3 or 1. This similarity in internal structure
permits one to assign a single set of internal quanturn numbers to describe all ABA systems.

We mention that the density plots for all the 3P° curves shown in Fig. 5.2 are expected to be similar
to those shown in Fig. 5.4. Thus the same set of internal quantum numbers can be used to describe
these states except that they are rotationally excited. In fact, a whole sequence of rotational excited
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Fig. 5.10. Density plots for the second channel for the 'S¢, 3P° and 'D° symmetries for the e“e"e™ (left) and the d*u—d*
(right) systems. From Liu et al. [114].

states can be expected; they are 'S¢, 3P°, 'D°, 3F°, !G*, ... As L increases the distortion of the density
distributions becomes large and the states cannot be approximated simply as the rotationally excited
states. We mention that the sequence discussed here is similar to the rotor series associated with the
1so state of Hj.

The density plots shown in Fig. 5.4 are symmetric with respect to § = 77/2, or with respect to the
interchange of the two identical particles. For states which are antisymmetric with respect to 6 = /2,
we have the corresponding sequence 3S¢, 'P°, *D°, 'F°, 3G®, ... This sequence is identified with the
rotor series of the 2po state in Hy.

These two examples show that there is a one-to-one correspondence between the states in HF with
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Table 5.1
The singularities of the potential surface for different masses of the Coulombic three-body systems as viewed in the a-set
coordinates. The singularities of the potential valleys are located at (¢, 6%) = (¢1,7) and (¢2,0). In the table, m¢ = 1.
The angles x* for the singularities are also shown.

System(ABC) ma maz #1 @2 X X2

(1973 26.58 26.58 7.74° 7.74° 26.57° 26.57°
dtp 26.58 17.75 6.80° 10.71° 21.14° 31.52°
ptu 26.58 8.88 5.47° 15.99° 14.06° 36.86°
xtu 26.58 3.00 3.48° 28.29° 5.79° 419

tu 26.58 1.00 2.08° 43.96° 2.08° 43.94°

any states in the Coulombic ABA systems, at least qualitatively. The internal no al%ctures for all
these systems are all very similar, and this is the underlying reason why a single set of approximate
guantum numbers can be used to describe these systems.

5.1.2. Doubly excited states

We next consider states of ABA Coulomb three-body systems which lie below the excited states of
AB, i.e., those states which correspond to doubly excited states in H™ or those states associated with
the excited electronic states in H;. In Fig. 5.5 we show the two !S® potential curves that converge
to the N = 2 “hydrogenic” limit of each system for H™, Ps~ and dud. The curves are labelled
using (K, T)4 for the first two systems and molecular orbital (MO) quantum numbers for dud. The
similarity in the curves for these systems are obvious and the labeling also indicates the one-to-one
correspondence between the two sets of quantum numbers.

Similarly, the three 3P° potential curves that converge to the N =2 limit for H-, Ps~ and dud are
shown in Fig. 5.6. The potential curves are again similar except for the last where the 3d7 and 2so
curves are allowed to cross as in Hj, but not in the other two systems. This difference originates
from the fact that in the MO approach the projection of the orbital angular momentum quantum
number along the internuclear axis is treated as a good quantum number, but such a restriction is not
important for the other two systems.

The density plots associated with the lower potential curves of Fig. 5.5 but for A = 1/3,1,3
and 17.7 are displayed in Fig. 5.7 using the a-set coordinates. The density plots are symmetric
with respect to 8 = 77/2, but with a nodal line running around the singular points of the potential
surface. In comparison with Fig. 5.4 the density plots in Fig. 5.7 exhibit one nodal line, thus they
are “vibrationally” excited. It is not a pure excitation in either ¢ or # since the nodal lines are not
straight lines. : .

The density plots associated with the upper potential curves of Fig. 5.5 are displayed in Fig. 5.8.
Note that the nodal line lies on the small-¢ side. In comparison with Fig. 5.7, this implies that states
associated with the lower curves of Fig. 5.5 have more density for small p,, i.e., particle B is closer to
the midpoint of the two identical particles ~ a bonding geometry. On the other hand, states associated
with the upper curves of Fig. 5.5 have a node for small p, and particle B is not “shared” by the two
identical particles, but is close to one or the other.

The hyperspherical approach calculates the potential curves and channel functions (or density
distributions) directly by solving the Schrodinger equation. From the potential curves, one can
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Fig. 5.11. Contour plots of the potential surface for ATBYC™ systems on the a-set coordinates. The values of m, = 26.58,
mc = 1 and mp is as shown. The singularities of the potential valleys at the y angles are shown in Table 5.1. From Zhou
et al. [115]. ' :

examine the validity of the MO model for describing ABA three-body systems. If the MO picture
is applicable, the potential curves for the higher L’s can be obtained by adding L(L + 1) /R? to the
corresponding L = 0 curve. According to the shell model, it is known that the rotor series is truncated.
For example, for (KX, T)A = (1,0)7, the rotor series is limited to L =0, 1, 2. In Fig. 5.9 we show the
potential curves actually calculated and compare them with those obtained by adding L(L + 1)/R?
to the corresponding L = O curve. For Ps™, the two sets of curves are very close for L = 1, but not
for L = 3, thus indicating that the rotational truncation for Ps™ is similar to that for H™. For dud,
which is more like a Hf molecule, there is no rotational truncation and the two sets of curves agree
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Fig. 5.12. The adiabatic potential curves for the four systems shown for L = 0. The energy levels have been normalized so
that the lowest curve approaches —1.0 Ry in the asymptotic limit. From Zhou et al. [115].

quite well for both L =1 and L = 3. ' :

Another method of “observing” the effect of rotational motion is to compare the density plots for
different L’s for the same set of (K,T) quantum numbers. In Fig. 5.10 we show the contour plots
of the densities for 'S¢, P° and 'D°® symmetries for Ps~ and dud. For Ps~ we begin to see small
deviations for L = 2 from those shown for L = 0, and 1, while for dud there is no discernible
difference in the three frames.

We summarize this section by emphasizing that the hyperspherical method allows for a unified
treatment of the general Coulombic ABA systems where two of the particles are identical. There is
a one-to-one correspondence between the molecular quantum numbers for large A and the (K, T)*
quantum numbers for labeling states for small A. On the other hand, the (K, T)* quantum numbers
do provide additional constraints [see Eqs. (4.4) and (4.8)] which reflect the consequence of the
effect of the shell model for atoms. The latter does not come out from the molecular model.
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5.2, The ABC systems

Consider three-body systems where all three particles are different and each carries one unit of
charge [115]. We choose the convention that particles A and B have the same sign of charge and
that m, > mp. In the dissociation limit, particles B and C can form “hydrogenic” bound states, with
energies given by —upc/2n® in atomic units, where upc is the reduced mass of particles B and C
and r is the principal quantum number. Similar bound states can be formed by particles A and C.
Assuming only Coulomb interactions between pair of particles, the A*B*C~ and A~B~C* systems
are equivalent. Without loss of generality, one can assume also that m¢ = 1.

In mass-weighted hyperspherical coordinates, the potential surface is no longer symmetric for the
ABC systems. In Fig. 5.11 the contour plots for the potential surfaces in the a-set coordinates for
my = 26.58, mc = 1 and four different values of mp are shown. The choice of mjp is such that
mp = 17.75 corresponds to a tdu system, mp = 8.88 to a tpu system and mp = 1 to a ttutu~
system. Table 5.1 shows the y angles where the potential surface exhibits singularities. As mass #g
becomes smaller, one of the two y angles increases, while the other decreases.

The adiabatic potential curves in the asymptotic region depend on the relative reduced masses
upc and pac. In Fig. 5.12 we show the two lowest potential curves for L = O for the four systems
considered in Fig. 5.11. It is clear that if wpc and wsc are nearly equal, the lowest potential curve
shows a rather deep potential well, while the upper curve is rather repulsive. As the mass mp deviates
further from m,, the separation between the two curves in the asymptotic region increases and each
curve shows a weak potential well. The shallow potential well becomes insufficient to bound a stable
state when mg becomes smaller than a critical value. To estimate the critical mass mp where at least
one bound state exists, we use the WKB approximation. By evaluating the classical action

Ry
I=2/[E—U1(R)]1/2dR | (5.1)
Ry
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at the threshold energy (E = —1.0), where R, is the inner turning point and R, is taken at infinity,
the existence of (n 4 1) bound states requires that the action integral be greater than (n + 3/4)r.
This is illustrated in Fig. 5.13 where the action I is plotted against the mass ratio mc/mp for fixed
m, = 26.58 and another for m, = 17.75. Two horizontal lines are drawn to show the regions of
zero, one and two bound states. According to this figure, there is no bound state for the ttutu™
system, two bound states for the dtu and one bound state for the other two systems. According to this
estimate, the mass of particle B has to be greater than 2.22 for a bound state to exist if m, = 26.58.
The critical mass for particle B is 2.63 if mp = 17.75. Recall the mass of particle C is m¢c = 1.
Other properties of Coulomb ABC systems were examined by Zhou et al. [115].

6. Applications of the hyperspherical close-coupling (HSCC) method

In Sections 4 and 5, we discussed the application of hyperspherical coordinates to atomic systems
and to general Coulomb three-body systems within the adiabatic approximation. To achieve the ac-
curacy normally required of atomic and molecular physics, it is necessary to go beyond the adiabatic
approximation by including the coupling terms. If the hyperspherical approach is to become viable,
it is essential to prove that the method is (i) capable of obtaining accurate numerical results more
economically (in terms of computing time) for calculations which can be obtained by other ap-
proaches; and (ii) capable of doing calculations in regions where other approaches are not applicable
or difficult to implement. ‘

In order to go beyond the adiabatic approximation, as explained in Section 3, one can either solve
the coupled hyperradial equations numerically or using the diabatic-by-sector method. The former
is usually convenient if only a small number of coupled equations are included in the calculatidn,
the latter is more convenient for high precision calculations where a large number of channels are
included. We will give examples mostly for two-electron atomic systems where the numerical results
obtained have been tested by experiments and by other elaborate calculations. The applications to
atomic systems are summarized in Section 6.1 and to nonatomic systems are given in Sections 6.2
and 6.3.

6.1. Applications of HSCC to two-electron atomic systems

The two-electron atoms such as He and H™ have been subjected to numerous theoretical investi-
gations over the years. We will focus on the application of the hyperspherical close coupling method
to helium atoms only, starting with the ground state and singly excited states and then move up to
the high energy part of the spectrum. The choice of the helium atom is appropriate since there are
accurate variational results to compare with in the low energy part and experimental data for helium
atom is most complete. For the ground state and the singly excited states, the results of the HSCC
method are compared to those obtained by variational methods in 6.1.1. For low-lying doubly excited
states the HSCC results are used to explain all the details of the most recent high-resolution spectra,
as shown in 6.1.2.1. Most of the photoabsorption studies of helium atom start with its ground state.
Theoretical calculations and experiments indicate that there are narrow resonances which are not
easily populated by single photon absorption from the ground state. Recent calculations indicate that
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Table 6.1
The convergence of the hyperspherical close coupling method versus the convergence of the configuration interaction method
for calculating the total binding energy of the ground state of He [84].

CI method HSCC
Configurations Energy (a.u.) Number of basis functions Energy (a.u.)
s limit —2.87900 10 —2.9033225
s and p limit —2.90049 15 —2.903 5055
s, p and d limit —2.90277 21 —2.9035944
s, p, d, and f Hmit —2.90332 23 —2.9035944

experimental value: —2.90369 a.u.

these states are more easily populated by single photon processes from the metastable states. This
subject is addressed in Section 6.1.2.2.

One of the major developments in the photoionization studies of helium atom in the last decade is
in the energy region where the inner electron is also excited to a high-N excited state. In this region,
doubly excited states converging to different N thresholds can interfere to produce modulations in the
spectra. This portion of the helium spectra is examined in Section 6.1.3.

6.1.1. The ground state and singly excited states of helium

In Section 4.1.2 we discussed the ground-state energy of H~ calculated within the adiabatic
approximation. The result, while in reasonable agreement with experiment, is far from what one can
obtain from variational calculations. It is interesting to see what accuracy the HSCC method can
achieve for such well-studied states.

In Table 6.1 the convergence of the HSCC method for the ground state energy of helium with respect
to the number of channels included is shown [84]. It is also compared to the rate of convergence of
the configuration interaction (CI) method. The HSCC method includes the channels systematically
from the lowest ones up. The CI method approaches convergence from the smaller partial wave
components up. From Table 6.1 it is clear that the HSCC method achieves faster convergence with
respect to the number of basis functions used.

The HSCC method also can obtain accurate energy levels for the low-lying singly excited states. In
Table 6.2, the results from the HSCC method are compared to the variational results using Hylleraas
type basis functions [116] and with experimental results [117].

The HSCC method has also been used to calculate the phase shifts. In Fig. 6.1 the calculated phase
shifts for different partial waves are compared to those obtained by the most elaborate close-coupling
method obtained by Oza [118]. The agreement is quite excellent. In the accompanying figure at the
bottom of Fig. 6.1 the dependence of the convergence of the phase shift with respect to the number
of channels used in the HSCC method is illustrated. Notice that the number of channels needed at
lower energies is larger. This may appear to be contradictory at first glance. However, recall that the
channels used in the diabatic-by-sector method are not adiabatic channels. The diagonal nonadiabatic
coupling term (d?®/dR?) [Eq. (3.10)] which is included in the adiabatic potential, is not included
in the potential obtained in the diabatic-by-sector basis functions. At lower energies the adiabatic
basis is expected to be more accurate and the phase shift is more sensitive to the potential curve.
This in turn implies that a larger number of diabatic-by-sector basis functions is required in order
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Table 6.2

The total energy (—E) for singly excited states of helium (in a.u.). From Tang et al. [84].
State Variational HSCC Experiment
Isls is° 2.90372 2.90353 2.90369
Is2s 2.14597 2.14593 2.14597
1s3s 2.06127 2.06126 2.06127
1s2s 3S° 2.17523 2.17528 2.17524
1s3s 2.06869 2.06870 2.06869
1s2p 'P° 2.12384 2.12389 2.12387
1s3p 2.05515 2.05521 2.05517
1s2p *P° 2.13316 2.13319 2.13317
1s3p 2.05808 2.05813 2.05808
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Fig. 6.1. The '3S°%, **P°, and '*D° phase shifts as a function of incident electron energy for e~ 4 He™ collisions. The solid
curves are from the hyperspherical close coupling calculation of Tang et al. [84], and the dashed curves are from the close
coupling calculations of Oza [118]. The bottom graph shows the convergence test of the HSCC method with respect to the
number of channels included. The number of channels used are 26, 32 and 36 counting from the top of this graph. Note
that the convergence is slower at energies near the threshold. From Tang et al. [84].
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to reproduce the (d°®/dR?) term neglected. Notice that the convergence of the diabatic-by-sector
method depends on the sector size chosen.

6.1.2. The low-lying doubly excited states of helium

6.1.2.1. Photoabsorption from the ground state of He. Photoabsorption spectra of helium in the
energy region below the Het (N = 2) threshold were initially studied by Madden and Codling in
1963 [95] where they observed striking resonances which were attributed to doubly excited states of
helium. Since then, there have been many more experimental studies as well as numerous theoretical
calculations. The best spectra obtained recently are those from Domke et al. [102] which are shown
in Fig. 6.2. These spectra display striking resonances belonging to the 'P° symmetry. According to
the classification scheme discussed in Section 4. there are three Rydberg series expected, with the
quantum numbers (K,T)4 = (0,1)7, (1,0)~ and (—1,0)° In Fig. 6.2 each resonance is simply
designated as n+ or n—, where » is the principal quantum number of the outer excited electron and
4+, — or O refers to the quantum number A.

The overview of the spectra, as shown in (a), indicates that only the + series is prominently
populated. Higher members near the series limit are shown in (b) and (c). In (a) and (b), several
very weak resonances designated as n- can be seen. The n-spectra, when expanded further, as shown
in Fig. 6.3, display additional features [119]. By a careful fitting, one can see that the nth member
of the (—1,0)° series, designated as 2pnd series in the figure, overlap strongly with the (n + 1)th
member of the (1,0)~ series. The spectra in Fig. 6.3 were taken with an energy resolution of 4.5
meV.

For the doubly excited states of He below the He* (N = 2) threshold, there are large numbers
of calculations which are’in good agreement with the experiment. The hyperspherical close-coupling
calculations are also capable of producing results which are in good agreement with these calculations
and with experiments. In Fig. 6.4 the global spectra calculated using the HSCC method [120] which
has been convoluted with experimental resolution are compared to the experimental data. The HSCC
calculation can also reproduce the spectra of the weak resonances. In Fig. 6.5 the photoabsorption
cross section near the (1,0)~ and (—1, 0)° resonances, which are designated as (n, —) and (n,0) in
the figure, are shown [119]. The spectra obtained from the HSCC method and convoluted with the
experimental energy resolution [121], are shown to be in good agreement with experimental data.

The positions and widths of the first few doubly excited states of Fig. 6.2 have been analyzed.
They are listed in Table 6.3 [84] and are shown to be in good agreement with experimental data
[95,122]. .

The HSCC method can be easily extended to study resonances below the higher excitation thresh-
olds of He". In Table 6.4 the positions and widths of the first few resonances below the He™ (N = 3)
threshold for the 'P° symmetry calculated using the HSCC method are compared to results obtained
by other theoretical approaches [123,124], and to experiments [125,126]. The energy positions and
the widths of the + states are seen to be in good agreement among the theoretical calculations and
the experiments. For the width of the — series, the disagreement among calculations is still quite
large.

6.1.2.2. Photoabsorption from the metastable 1s25'3S° states of He. The experimental and theoretical
results in the previous section indicate that the narrow resonances (A = —,0) are not prominently
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Fig. 6.2. Photoabsorption spectra near the N = 2 threshold of Het obtained by Domke et al. [102]. The labeling of the
states, see text.

populated by photoabsorption from the ground state of He. This quasi-selectivity in the population of
doubly excited states has been formulated in terms of a set of quasi-selection rules for the quantum
numbers in photoabsorptions: Av = 0, AT = 1 and AA = 0 (recall that v = N — K — 1, see Section
4.2.3). Since the ground state is designated as v =0, A = +1 and T = 0, the dominant doubly excited
states populated for N = 2 are those belonging to the (X, 7T)* = (0, 1)* series, consistent with the
spectra in Fig. 6.2. It is evident that this quasi-selection rule states that the — and O resonances are
not easily observed by photoabsorption from the ground state.

To populate the A = —1 and A = 0 doubly excited states, it is easier to perform single photoab-
sorption from the metastable states of helium. Unlike the ground state, the metastable 1s2s'S® states
are not very accurately represented by the (K, T)# designation. In other words, photoabsorption from
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Fig. 6.5. Comparison of the photoabsorption spectra of He below the N = 2 threshold for the weak A = — and A = 0 series.
The upper figure is from the HSCC method convoluted with the experimental resolution [121]. The labeling of the states
are (n, A) where n is the principal quantum number of the outer electron.

the metastable states is not likely to follow the same quasi-selection rule as from the ground state.
To illustrate this point, we compare in Fig. 6.6 the calculated photoabsorption spectra in the energy
region below the Het (N = 2) threshold, starting initially from the ground state or from the 1s2s'S®
state [127]. Each resonance is labeled using the simplified K# designation in the figure. Because
of the narrowness of the A = — and A = 0 resonances, it is more appropriate to compare the two
spectra after they have been convoluted with a “reasonable” resolution of 5.4 meV. (This is roughly
the resolution of the experiment of Domke et al. [102].) Such a comparison is done in the lower
two frames of Fig. 6.6. It is clear that photoabsorption spectra from the 1s2s'S® metastable state are
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Table 6.3

Comparison of the position and width for 1p° states of He with results from photoabsoprtion experiments. Resonance
positions are given with respect to the ground state of helium (at —~79.0037¢V). From Tang et al. The experimental data
are from MC [95], and from ME [122]. The HSCC is from the hyperspherical close coupling calculation [84].

N(K,T)*n MC ME HSCC
E; (eV)
2(0,1)72 60.133+0.015 60.1514+0.010 60.156
2(0,1)3 63.655+0.007 63.655+0.010 63.658
2(0,1)*4 64.466+0.007 64.463
2(1,0)73 62.758+0.010 62.760
2(1,0)"4 64.141+0.016, 64.134
I (eV)
2(0,1)"2 0.038+0.004 0.038+0.004 0.0372
2(0,1)*3 0.008+0.004 0.0083+0.002 0.00808
Table 6.4

Comparison of theoretical and experimental results for the energy and width of 'P° doubly excited states of He below the
N = 3 threshold of He". Resonance positions are with respect to the ground state (—79.0037 eV). Other theoretical results:
MS [123], HC [124]; experimental results: WS [125], ZKRR [126]. From Tang et al. [84].

Theoretical Experimental
N(K, T)4n MS HC HSCC WS ZKRR
E, (eV) .
31,13 69.8793 .. 69.8721 69.8742 69.917(12) 69.880(22)
3(1,1)"4 71.6372 71.6242 71.6127 71.601(18) 71.625(30)
3(-1,1)*3 71.3204 71.3086 71.3026 71.30(4) 71.261(30)
3(2,0) 74 71.2264 71.2236 71.2223
I (eV)
3(1,1)*3 0.189 0.190 0.190 0.178(12) 0.180(15)
3(1,1)*4 8.18x1072 8.2x1072 8.13x1072 0.096(15)
3(-1,1)*3 3.74x1072 3.9%x1072 3.35%107?2 0.07 0.073(15)
3(2,0)"4 875%107*  7.6%107° 1.90x107*

quite different from those from the ground state. The spectra do not show strong asymmetry, since the
background continuum is weak in this energy region, as it corresponds to the single photoabsorption
from the weakly bounded 2s orbital. Thus all the doubly excited states appear to have Lorentzian
shapes. Another striking feature is that the A = — and A = O resonances are more prominently
populated.

The calculated photoabsorption spectra from the metastable 1s2s'S°® state in the energy region
below the Het (N = 3) threshold are also distinctly different from those from the ground state. In
Fig. 6.7 we compare the two spectra which have been folded with 5.4 meV resolution. It is most
striking that the A = — and A = O resonances are prominently populated if the photoabsorption is
carried out from the metastable state.

The metastable 1s2s*S°® state has a longer lifetime. It is more likely that photoabsorption measure-
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versus the total energy of He in the resonance energy region below the N = 3 threshold. The spectra shown are obtained
assuming an energy resolution of 5.4 meV. The autoionizing states below the N = 3 threshold are labeled as KZ. From
Zhou et al. [127].

ment from metastable helium will be carried out from this state. The predicted spectra calculated
using the HSCC method and convoluted with an energy resolution of 5.4 meV are shown in Fig.
6.8. In the upper frame, it is seen that all the three series (1,0)*, (0,1)~ and (—1,0)° which lie
below the N =2 threshold of He' are populated. In the lower frame, the resonances below the N =3
threshold of He* are displayed. The five series expected are (K, T)*4 = (2,0)*, (1,1)7, (0,0)",
(=1,1)", (=2,0)° There is no clear indication of quasi-selectivity and both the + and — resonances
are populated. In the figure, each resonance is designated as K. Note that the resonances in the upper
frame are almost Lorentzian, while those in the lower frame show significant interference.

6.1.3. The high-lying doubly excited states

The autoionizing states associated with the higher thresholds of He* are shown in Fig. 6.9 which are
taken from Domke et al. [102]. For resonances below the N =3 and N = 4 thresholds, the dominant
doubly excited states are those which follow the quasi-selection rule, i.e., the (K, T)4= (N —2,1)*
series for each N and they appear as window-like resonances. However, the spectra below the N =5
and N = 6 thresholds indicate that additional new features appear: The higher members of the Rydberg
series show strong modulations. This modulation is the result of “spectral interaction” between the
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(b)below the N = 3 thresholds. The spectra shown are obtained assuming an energy resolution of 5.4 meV. The autoionizing
states are labeled as K2. From Zhou et al. [127].

lowest intrashell state belonging to the higher threshold with the Rydberg series associated with the
lower threshold. For example, the lowest intrashell state that converges to the N = 6 of He* lies
below the N = 5 threshold, thus it overlaps with the Rydberg series of doubly excited states that
converge to the N = 5 threshold. This overlap has the effect that the spectra interact and results in
the modulation in the spectra. In Fig. 6.9 the spectra are labeled by N, K, (only the A = -+ states
are observed) quantum numbers. It appears that the n = 9-14 states of the 5, 3, series is perturbed
by the intrashell state n = 6 of the 6, 4, series and resulting in the modulation of the Rydberg series.

The basic feature of interference can be understood in terms of the multichannel quantum defect
theory (MQDT). The result from a three-channel MQDT fit is shown in Fig. 6.10 where the exper-
imental data are shown as dots and the fitted result is shown in a solid curve. Since the intrashell
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Fig. 6.9. Autoionizing states of He below the (a) N =3, (b) N =4 and (¢) N =5,6,7 thresholds [102]. The window
resonances are labeled as N, K, in the figures. All of these states have T = 1 and A = 4. Overlapping resonances are
observed below the N =5 and N = 6 thresholds.

state is far away from the series limit, the energy independent MQDT fitting is not accurate and thus
the fitted spectra in Fig. 6.10 can only reproduce the experimental data fairly.

The HSCC method has been used to calculate the photoabsorption spectra in this energy region
{128]. In Fig. 6.11 the calculated spectra [120] near the N = 5 and N = 6 thresholds of Het
(covering an energy of about 1.2 eV) are compared to the experimental data of Domke et al. [102].
The details of the spectra and the modulations are all well reproduced from the HSCC method. In
fact, it has been pointed out that other 4 series are populated weakly also [128]: they appear as
minor depressions in the spectra, see Fig. 6.12. For example, the dominant series below the N =5
threshold is the (3,1)* series, and is being designated as 5,3, in the figure. The weaker (1,1)*
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Fig. 6.11. The theoretical spectra calculated in the overlapping resonance region using the hyperspherical close coupling
method as compared to the experimental data. From Tang [120].

series, designated as 5, 1, in the figure, appear as weak structures, and are shown more clearly in the
lower frame.

To summarize this section on the application of the HSCC method to the photoabsorption spectra
of He, we comment that the diabatic-by-sector method was used to obtain the accurate ground state
(or metastable states) energy and wave function, and in a separate calculation, the wave functions
of the final states as a function of photoelectron energy were calculated. In a typical calculation,
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30-40 channels are easily included to achieve higher precision. The method can be applied to many
energy points easily since it amounts only to solving the coupled hyperradial equations repeatedly.
Thus in actual calculations, one can “trace” the narrow resonances to obtain the positions and widths
precisely in a relatively short computer time. The HSCC has been shown to be an efficient method for
calculating photoabsorption spectra over a broad energy region. It is especially useful for treating the
higher energy region where other approaches become impractical. The other “workhorses” like the
close-coupling method and the R-matrix method, since they are variational in nature with “ad hoc”
choices of basis functions, in general amount to much larger calculations, and they are less useful for
treating energy regions where many channels are open. Applications of HSCC to the photoabsorption
of H™ ions from the ground state have been carried out by Tang et al. [103]. The method has also
been applied to obtain photoabsorption from the metastable 2p?3P* state, and a number of narrow
shape resonances near the N =3 excitation threshold of H have been located [129].

6.2. Positron scattering with atomic hydrogen and positronium formation

The scattering of positrons by atomic hydrogen or other simple atoms has been studied extensively
by a number of theoretical approaches. Typically, all the methods used for electron-atom collisions
have been generalized to positron-atom scattering. For example, the Kohn variational method has
been used by Humberston and coworkers [130,131], and the R-matrix method has been used by
Higgins and Burke [132,133]. The close-coupling method, where the wave function is expanded in
terms of atomic orbitals of atomic hydrogen and of positronium, has been applied by many groups,
see [134,135,137,136]. Most of the calculations have used a small basis set so far.
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The hyperspherical close coupling method, as outlined in Section 3 has been applied to study
positronium formation cross sections in the collision between positions with atomic hydrogen recently
by Igarashi and Toshima [87] and by Zhou and Lin [93]. This is a more recent development and
thus few calculations have been obtained so far. On the other hand, the preliminary results appear to
be very promising. In this section, we address the application of the hyperspherical close coupling
method to the positronium formation cross section in the Ore gap energy region, i.e., between the
positronium formation threshold and the n = 2 excited states of atomic hydrogen. Within this energy
range, there are only two channels open; one is the elastic scattering of H by positron, and the other
is the formation of positronium in the ground state. An earlier calculation was reported by Archer
et al. [138] for the J =0 partial wave.

The major task in applying the hyperspherical close coupling method is the accurate solution of
the eigenvalues and eigenfunctions of the Schrédinger equation at fixed hyperradii. The numerical
schemes that have been used were described in Section 3. In the work of Igarashi and Toshima,
the Schrodinger equation at a fixed R in the laboratory-fixed frame is solved using Slater orbitals
constructed using B-set and y-set Jacobi coordinates (see Fig. 2.2). In the approach of Zhou and Lin
[93], the wave functions are expressed in the body-fixed frame with the z-axis chosen to be along the
direction of the line connecting the positron and the proton. By separating out the rotational matrices,
the resulting two-dimensional coupled differential equations are solved using the fifth-order finite
element method [92]. The finite-element method was also used by Archer et al. [138]. They used
lower-order polynomials to expand the wave functions within each element and the results are less
accurate. The hyperspherical coordinates they used are also different. They used coordinates where
the three particles are treated “democratically”, a procedure more suitable for atom-diatom reactive
scattering. ,

In the following the results from the HSCC method are compared to results obtained using the
variational approach which is considered to be most accurate one in the low energy region.

The s-wave. In Fig. 6.13 the lowest ten potential curves for the positron-hydrogen system for J =0
are plotted. To get a more clear picture of these curves, the effective principal quantum number n*( R)
versus R is plotted, where n* is related to the potential by E(R) = —1/ n*? where the energy is given
in Ry. In this way, potential curves that go to the hydrogenic limit will have integral values, while
for the positronium limit the curves will approach nonintegral values in general.

The potential curves shown in Fig. 6.13 are actual diabatic potentials calculated. In the HSCC calcu-
lation of Zhou and Lin [93], twenty channels were coupled and the resulting elastic and positronium
formation cross sections were calculated within the Ore gap energy region. The comparison with
other calculations is made in Fig. 6.14 where the HSCC results [93] are shown as open triangles
connected by a solid line. The variational results from Brown and Humberston [139], shown as
open circles, are considered to be the most accurate. It is clear that the HSCC results are in good
agreement with the variational results. The results from the other two hyperspherical approaches, from
Igarashi and Toshima (shown as crosses) and from Archer et al. (shown as asterisks), are slightly off
compared to the variational results. These differences most likely are due to the numerical accuracies.
For the present system, there are many calculations based on the close-coupling expansion and only
the results from the most recent one by Mitroy [137] are shown (in diamonds). The other results
shown in the figure are from Winick and Reinhadrt [140] who used the so-called T-matrix method
to calculate the elastic and total cross section. In the Ore gap region the difference between the two
cross sections is the positronium formation cross section, shown as filled squares.
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Fig. 6.13. The ten lowest J = 0 potential curves for the et + H system. The effective principal quantam number n*(R) is
plotted versus R.

It is interesting to point out that a number of resonances have been predicted for the positron-
hydrogen atom collisions. Sarkar et al. [136] predicted the existence of two very narrow resonances
for s-wave scattering near the positronium formation threshold using close-coupling calculation by
including 1s, 2s and 2p orbitals of atomic hydrogen and of the positronium, despite that the earlier
calculations of Bhatia and Drahman [141] indicated that such resonances do not exist in an extensive
calculation based on the complex coordinate rotation method. A newer and more extensive close-
coupling calculation also shows that these resonances do not exist [142]. Based on the potential
curves in Fig. 6.13, it is inconceivable that such narrow “shape” resonances can exist at energies
slightly above the positronium formation threshold, especially since the second potential curve does
not show any evidence of a potential barrier at large R. :

Another much broader resonance has been predicted in the R-matrix [133] calculation and in
the close-coupling calculation [135,134] in the elastic scattering cross section for each of the s-, p-
and d-wave at energies around 2.5 Ry. The existence of a resonance at such high energies is most
surprising, and it is not clear how such a resonance emerges based on the potential curves of Fig.
6.13. We mention that such resonances do not appear in the HSCC calculations, as shown by Igarashi
and Toshima [87], and the predicted resonance is likely the result of the limited basis set used in
the calculations. Note that the HSCC method includes the number of channels from the lowest one
up systematically. Unlike the close coupling or the R-matrix approaches where the basis functions
included in the expansion are based on the wave functions in the asymptotic region, and thus the
effect of short-range correlation is included much less effectively.

The p-wave. The elastic and positronium formation cross sections for J = 1 are shown in Fig. 6.15.
Comparison with other calculations are also shown using symbols as in Fig. 6.14. The positronium
formation cross section for p-wave is rather large, almost comparable to the elastic cross section, at
energies away from the positronium formation threshold. The HSCC results from Zhou and Lin are
in good agreement with the variational results of Brown and Humberston, both for the elastic and
positronium formation cross sections. Twenty channels were used in the calculation by Zhou and Lin,
and the matching was carried out also at R = 29.93. :
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Fig. 6.14. S-wave elastic and positronium formation cross sections with respect to the incident wave number of positron in
the Ore gap. Solid line and triangles, from Zhou and Lin[93]; open circles, from Brown and Humberston [139]; diamonds,
from Mitroy[ 137]; crosses, Igarashi and Toshima [87]; asterisks, Archer et al. [138]; solid square, Winick and Reinhardt
[140]. From Zhou and Lin [93].

The d-wave. The elastic and positronium formation cross sections for J = 2 are shown in Fig.
6.16, and the HSCC results of Zhou and Lin, who include 14 channels, six for I = 0, four each for
I =1 and 2, are in good agreement with the variational results of Brown and Humberston. Other
calculations tend to deviate more from the variational results.

In conclusion, the HSCC method as applied to the pesitronium formation cross sections for positron
scattering with atomic hydrogen shows that the HSCC method is capable of achieving accuracy
comparable to those obtained using the more elaborate variational method. A key element in the
numerical application is that the potential curves and basis functions at each fixed hyperradius be
calculated accurately. In the work of Zhou and Lin, the higher order finite element method appears
to be capable of achieving the required accuracy. Future application is to include more channels and
to extend the calculations to higher energies.
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6.3. Muonic molecules and muon transfer processes

Muonic molecules xyu where x,y = p,d,t are interesting Coulomb three body systems which
have attracted special attention in the last decade in connection with study in muon-catalyzed fusion
[143-145]. These systems offer an unique opportunity to examine the effect of masses on properties
such as binding energies, resonances, as well as muon transfer processes.

The starting theoretical approach for muonic molecules is the Born-Oppenheimer approximation,
as in ordinary molecules. However, protons, deuterons, and tritons are only about 8.9, 17.8 and 26.7
times heavier, respectively, than muons. Deviations of the solution of the three-body systems from
the prediction of the Born-Oppenheimer approximation become much larger for muonic systems.
The limitation of the Born-Oppenheimer approximation appears even more acute since the required
accuracy for the energy levels of muonic molecules in the study of muon catalyzed fusion is rather
high, in the order of one part per million. In the last decade, many different theoretical approaches
have been used to study muonic molecules. This section summarizes these approaches and presents
preliminary results from calculations carried out using the hyperspherical close coupling method.
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Fig. 6.16. As in Fig. 6.14 but for d-wave. From Zhou and Lin [93].

6.3.1. Bound states

The binding energies of the muonic molecules have been calcnlated by different variational methods.
The known bound states are listed in Table 6.5 where the detailed sources of these calculations can
be found in Puzynin and Vinitsky [146]. The dependence of the binding energies on the masses in
the muonic systems is clear from this table. If the Born-Oppenheimer approximation is used, it is
found that the (j,v) = (1,1) state for dtu is bound at —7.7 eV instead of at —0.660 eV, and the
same state for ddu is not bound instead of at —1.975 eV.

The hyperspherical approgch has been used to study the muonic molecules by a number of groups
so far. Using the basis functions described in Section 3.3.2, Liu [147] calculated the two lowest
adiabatic potential curves and the coupling term for J = O for the dtu system. The lowest two
potential curves are shown in Fig. 6.17 and the binding energies of the two bound states thus
obtained are 318.95 eV and 40.133 eV. Comparing these with the results of Table 6.5, the energy for
the first state is reasonable, but the second state is not accurate at all. The error is most likely due
to the inaccuracy in the hyperspherical potential curves at at large R. To achieve higher precision,
it is essential that the potential curves and the coupling terms in the large-R region be calculated
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Table 6.5
The binding energies of muonic molecules. From Cohen [143]. (For detailed sources and discussion, see Ref. [162].

Jv Ep (eV)
5723 pdu ptu ddu dtu ttu
0,0 253.15 221.55 213.84 325.07 319.14 362.91
0,1 - - - . 35.84 34.83 83.77
1,0 107.27 97.50 99.13 226.68 232.47 289.14
1,1 - - - 1.97 0.66 4521
2,0 - - - 86.45 102.65 172.65
3,0 - - - - - 48.70
0.0
02
04
= 06 |-
<)
D 08
1.0
12
J
14 R, | ! L. l
0 5 10 15 20 25 30
R(a.u.)

Fig. 6.17. The two lowest J = 0 potential curves for the dtu system.

more accurately. A more careful calculation for the muonic molecules has been reported by Gusev
et al. [148]. They introduced hydrogen-like basis functions of the two dissociation channels in the
basis set in addition to the typical polynomials used in the finite-element approach. These added
basis functions insure that wave functions and potential curves at large hyperradii are also adequately
represented. They solved the standard adiabatic coupled equations of the form of Eq. (3.10) and-
examined the convergence with respect to the number of channels included in the calculation. For
example, their two-channel results are 317.686 eV and 33.539 eV, respectively. If the calculations are
of the same precision, the two results from Liu [147] and from Gusev et al. [ 148] are expected to be
identical. By including six channels in the calculation, Gusev et al. [148] obtained 318.903 eV, and
34.759 eV, respectively, in much better agreement with the variational results. Thus the indication is
that the major obstacle for achieving high precision calculations on the binding energies is associated
with the numerical problem.

Using spheroidal coordinates and variational wave functions, Hara et al. [149] obtained the adi-
abatic hyperspherical potential curves and nonadiabatic coupling terms for the three lowest J = 0
curves for dtu. The binding energies they obtained for one channel are —317.75 and —31.99 eV. By
including the couplings among the three channels, they obtained —318.72 and —34.36 eV. The latter
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Table 6.6

Elastic and muon-transfer cross section for du+ t collisions. The cross sections are given in units of 10-20 cm?. The results
from the first two calculations are carried out by solving the two adiabatic hyperspherical potential curves, from Liu [147]
and from Fukuda et al. [153]. The column under ZL is from solving ten channel hyperspherical close coupling equations,
from Zhou and Lin [152]. The variational results are from Kamimura [154].

E, (eV) Liu FIS ZL Variational
1073 elastic 2.0 1.7

transfer 15.0 9.1
1072 elastic 2.5 2.3

transfer 5.0 29 5.06
107! elastic 4.0 1.7

transfer 1.8 1.9

are to be compared to the variational results of —319.14 and —34.83 eV (see Table 6.5).

The binding energies of the above two states have also been calculated using the hyperspherical
close coupling method using diabatic basis functions. By including ten coupled channels, the energies
obtained are —321.19 and —36.36 eV by Zhou and Lin [152] where the potential curves and channel
functions are obtained using the finite-element method. In fact, the same program used for doing
positron-hydrogen atom collisions described above was used, except that the masses of the particles
were changed accordingly. The discrepancies between the energies obtained so far are most likely
due to the lack of high precision in the potential curves at large R.

6.3.2. Muon transfer cross sections

Muon transfer is an essential step in a muon catalyzed fusion cycle if the muon is initially captured
on the deuteron. The initial capture occurs in highly excited states of (du) but the time for it to
cascade down to the Is state is negligible. The transfer of muon from d to t is irreversible since the
binding energy of tu is 48.042 eV lower than that for du.

The hyperspherical method has been applied to calculate muon transfer cross sections by coupling
the two lowest adiabatic channels. In applications to muon-catalyzed fusion, the transfer cross sections
or rates at thermal energies are of interest. In Table 6.6 the results for J = 0 from different hyper-
spherical approaches are compared. The difference between Liu [147] and Fukuda et al. [153] is
mostly due to the difference in numerical accuracy. The calculation of Zhou and Lin [152] employed
ten diabatic basis functions in the inner region using HSCC method and matched to the asymptotic
solutions at R = 60. The results from all of these three calculations may still need to be considered
preliminary for collisions at such low energies. The asymptotic wave functions in the outer region
used in these calculations are just spherical Bessel and Neumann functions. At low energy collisions,
the effect of induced dipole polarization potential may become significant. On the other hand, the
résults from all three calculations are in reasonable agreement with the variational calculation of
Kamimura [154].

The J = 0 muon transfer cross section for du + t — d + tu is shown in Fig. 6.18 [155] over
an extended energy range. The open symbols are the results of considering electron screening for
du + T — D+ tu where T = (t*e™) and D = (d*e™). The results shown are from the two-state
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Fig. 6.18. Comparison of muon transfer cross sections for the J = 0 partial wave in the energy region from threshold to
about 80 eV. The results from the HSCC [160] are compared to those from the improved adiabatic approximation [155].

model based on the “improved adiabatic approximation”. The results from the ten-channel HSCC
calculation [160] are also shown. The differences between the two results are small.

Muon transfer involving excited states of du and tu are important processes in muon catalyzed
fusion. So far no good theoretical calculations have been carried out. The variational method of
Kamimura is not easily generalized to higher states, but the hyperspherical close coupling method
can be extended to include these channels. On the other hand, the high numerical accuracy needed
for such studies may still pose complications.

6.3.3. Resonances below the N =2 thresholds of tu and du

The resonances of xyu systems below the N = 2 thresholds of xu or yu (x,y = p,d,t) are
similar to the resonances of H™ below the N = 2 threshold of H where the degenerate hydrogenic
states are coupled to form a dipole potential that can support an infinite number of resonances. In

- view of the success of the hyperspherical close coupling method for applying to helium and H™ ions

(Section 6.1), it is expected that these resonances can be accurately determined for these ions using
the HSCC method. Other theoretical studies have been carried out already in this spectral region for
a number of muonic ions [149,151,150]. .

6.3.4. Other muonic molecular ions .

There are other muonic molecular ions xHeu consisting of a hydrogen isotope (x = p,d,t) and a
He isotope (*He or “He). Among these ions, d*Hex and d*Heu below the (du)3*He threshold are
of interest because they can participate in the reaction

(du)is +He — (dHeu),_, — (Heuw)is+d + hv(6.7keV). (6.1)

The lowest potential curve for the xHeu ion is repulsive which dissociates into x* and (Heu)™
and the upper curve has a shallow attractive potential well which can support quasi-bound states.
These states can decay by bound-to-free X-rays, as observed in d*Heu by Matsuzaki et al. , [156]
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and confirmed by the calculation of Hara and Ishihara [157]. These states can also decay by breaking
up into (Heu)s +d + 8.2 keV, and the rates have been calculated by Kino and Kamimura [158].
No studies using hyperspherical coordinate methods have been carried out yet. We mention that such
muonic ions are similar to HeH?* ions where the lifetime has been examined recently by Ben-Itzhak
et al. [159].

7. Conclusions and perspective

In this review we summarized the progress made in the application of hyperspherical coordinates
to Coulomb three-body systems. In particular, we addressed problems associated with higher excited
states. By treating the hyperradius as an adiabatic parameter, we showed that the adiabatic potentials
and the associated wave functions at each fixed hyperradius offer a convenient basis for labeling the
states and a set of approximate quantum numbers can be deduced in terms of the nodal structure
of the wave functions. The hyperspherical coordinates offer a unified viewpoint for describing all
three-body systems.

We had also shown that accurate numerical results can be obtained using the recently developed
hyperspherical close coupling method. In applying the hyperspherical close coupling method to
problems in two-electron atoms, we had shown that the results are not only as good as those obtained
by variational methods for the low-lying excited states, but also the method has been applied to
high-lying doubly excited states where the number of open channels is rather large. The latter states
are not easily obtained using the standard R-matrix or the close-coupling method. Another important
feature of the hyperspherical approach is that it can be generalized to study rearrangement collisions.
In Sections 6.2 and 6.3 we showed some of the recent results. The number of applications in
rearrangement collisions is only in beginning stages, and we expect much more to come in the near
future.

In this review we focussed on the application of hyperspherical approaches to three-body systems
where the interaction potential was limited to the Coulomb interaction only, The method is quite
general, however, and can be applied to problems if other interaction potentials are used. Some
applications of the hyperspherical approach to two- valence electron atoms have already been done,
either using the adiabatic approximation or using the hyperspherical close coupling method [160].

Generalization of hyperspherical approach to problems of more than three particles is possible,
although the task will be formidable. The addition of another particle introduces three more degrees
of freedom to the problem. The nature of hyperspherical harmonics for the few-body systems has been
discussed in the literature, and some limited applications to atomic three-electron systems have been
done. However, unless accurate numerical approaches can be developed, practical applications will
be limited. For three-electron systems, the channel functions have been reduced to a set of coupled

partial differential equations [70] which can be solved numerically. Preliminary results from solving
the coupled two-dimensional eigenvalue problems using the B-spline technique appear to be quite
promising [161]. Once accurate hyperspherical potential curves and eigenfunctions are obtained, it is
straightforward to apply the hyperspherical close coupling method to solve the bound and scattering
problems. ’

The straightforward generalization of the hyperspherical approach to N-body problems is most
likely not practical, nor necessary, for most applications if there are only a limited number of particles
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excited in the system. For such systems, it would be desirable to develop methods that distinguish
the core from the other “active” particles. As an example, to describe the doubly excited states of
He~ or Li, it would be useful to think of the system as consisting of a 1s core and two excited
electrons. The relaxation of the core is minimum and can be represented by a small number of basis
functions. The two excited electrons can be treated using hyperspherical coordinates as described in
the present review. For problems involving triply excited states where the degrees of freedom for all
the three electrons are all open, hyperspherical approach including all three electrons as described in
the previous paragraph would still be necessary.
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