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The R-matrix theory of Wigner is applied to the description of charge exchange. By making use
of the correct coordinates for each arrangement, the boundary conditions are properly satisfied. Un-
physical long-range couplings do not appear, and the use of “electronic traveling factors” is avoided.
The wave functions for different arrangements are nonorthogonal, and are essentially equivalent to
the “intersecting waves” of Delos [Phys. Rev. A 23, 2301 (1981)]. It is shown under appropriate
simplifying assumptions that the R-matrix formalism reduces to the high-energy two-state approxi-
mation of Kramers and Brinkman. The main task of the R-matrix theory is the determination of
the matrix elements of the Hamiltonian between basis functions belonging to different arrange-
ments. This is achieved by methods of functional transfer combined with appropriate simplifica-
tions arising from the smallness of m /M. This leads to the central result that the transformation of
a highly oscillating nuclear radial function from one arrangement to another brings with it a highly
oscillating function of the electronic coordinates of the new arrangement. This causes off-diagonal

-elements of the Hamiltonian matrix to decrease rapidly as the energy increases. Consequently the -
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cross section for charge transfer also decreases with increasing energy.

I. INTRODUCTION

The process whereby an atom A4 during a collision with
another atom B transfers one or more electrons to B has
for long presented a problem of fundamental theoretical
importance. More recently this process has also assumed
great technological significance in the performance of nu-
clear fusion devices. The stripping of electrons in
tokamaks from the hydrogen atom fuel by highly charged
ions already present is the chief energy-loss process that
- occurs in these devices. The reliable determination of to-
tal cross sections for such encounters over a collision ener-
gy range of, say, 0—5 keV is therefore a vital piece of in-
formation needed for the design of new machines that will
one day produce more power than they consume.

The first calculations of charge-transfer effect were car-
ried out by Oppenheimer! and by Kramers and Brink-
man” using essentially the Born approximation—but with
additional simplifications. They employed atomic eigen-
functions as a basis set, these being suitable for high-
energy (i.e., energy above ~ 10 keV) encounters. After an
interval of some 20 years, this work was continued by
Bates and Dalgarno® and by Jackson and Schiff,* who car-
ried out the first full numerical applications within this
first-order theory.

At collision energies below ~1 keV (i.e., at low ener-
gies), it is useful to proceed by expanding the total wave

function in terms of molecular electronic eigenfunctions,

rather than to use eigenfunctions of the individual atoms.
This approach is the basis of the “perturbed stationary
state” (PSS) approximation, first proposed by Mott> (see
also Mott and Massey®), and later significantly modified
by Bates and his school.!” The whole of this early work,
both at high and low energies, has been reviewed with
great lucidity by Bates and McCarroll.®

These studies served to point out certain fundamental
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inconsistencies in the formulation of the theory, both in
terms of atomic eigenfunctions and in terms of molecular
wave functions. Much effort has since been
expended—largely at low collision energies—in attempts
to remove these difficulties, and this has given rise to a
considerable literature on the subject. Amongst more re-
cent works one should mention those of Crothers and
Hughes,” Thorson and Delos,'® Schmalz, Stechel, and
Light,!' Crothers and Todd,!? and Delos.* The most ex-
tensive calculations of charge transfer to date are by Heil,
Butler, and Dalgarno,'* and by Bienstock, Heil, Bottcher,
and Dalgarno'® (see also Bienstock, Heil, and Dalgarno'¢).
The field has recently been very thoroughly reviewed by
Delos!” (see, in addition, Garratt and Truhlar!8).

The physical phenomenon of the transfer of an electron
from one atom to another is brought about by the motion
of the atomic nuclei relative to one another. It is clear
therefore that this cannot be represented by a picture in
which the electronic and nuclear motions are separated,
i.e., in which the nuclei see only the average positions of
the electrons. Thus as shown by Bates and McCarroll’
the pss approximation which precisely does attempt such
a separation is not normally viable unless the electronic
eigenfunctions are multiplied by factors expressing the
translational motion of the nuclei.

Closely tied to these considerations is the formal diffi-

‘culty that the total Hamiltonian for the system is most

conveniently expressed in particle-to-particle coordinates.
However, the proper asymptotic form of the wave func-
tion when atoms A and B separate requires the appear-
ance of a center-of-mass—to—center-of-mass coordinate
connecting 4 and B. Furthermore, this coordinate is dif-
ferent if the separating species are instead 4% and B,
say, i.e., different coordinates are required for each ar-
rangement. This may be regarded as the source of the dif-
ficulties in the theoretical description of charge transfer.
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For unless the boundary conditions for the different
asymptotic states are imposed using the correct center-of-
mass—to—center-of-mass coordinate, all manner of trou-
bles manifest themselves: coupling matrix elements be-
come origin dependent and do not become zero as the in-
teratomic separations increase. In - favorable cir-
cumstances where one of the collision partners is much
heavier than the other, these effects can be
minimized—but not eliminated—by placing the origin at
the heavy nucleus (see, e.g., Heil et al.'* and Bienstock
et al.'>1%),

In order to avoid these difficulties it is necessary to em-
ploy distinct coordinates for each arrangement—including
in each case the relevant center-of-mass—to-center-of-
mass separation—and to develop an expansion of the total
wave function in terms of these same coordinates.

This was first proposed by Delos.!*> His “intersecting
waves” theory removes most of the inconsistencies of the
earlier descriptions. Substitution of this form of the wave
function into the Schrédinger equation leads directly to a
set of coupled integro-differential equations for the nu-
clear radial functions: The coupling which actually
causes the charge transfer appears here under an integral
sign. Approximations suitable for low-energy collisions
reduce these equations to a set of ordinary coupled dif-
ferential equations.

The purpose of this present paper is to put forward an
alternative procedure, based upon the Wigner R-matrix
theory.!® R-matrix theory has already been applied with
good success?>?! to the scattering of electrons from atoms
and molecules, and in this paper it is shown that the for-
malism also possesses advantages for the description of
charge transfer. The fundamental characteristic of R-
matrix theory is that the physical system is surrounded by
a surface 2 which encloses the ‘“‘strong-interaction” re-
gion. Very general boundary conditions are imposed at 2,
and the Schrddinger equation is separately solved subject
to these conditions both within and outside =. The effect
of the boundary conditions is to produce quantized
(“particle-in-a-box”)  solutions within the strong-
interaction region. These are matched to the solutions
outside = by means of the R matrix (see Sec. II), the
matching process yielding the relationship between waves
which are asymptotically incoming and outgoing, and
consequently the S matrix is determined. Charge transfer
corresponds to significant interaction between different
arrangements and can occur only within the strong in-
teraction region. Hence the propagation of the solutions
in the region outside = is more or less trivial: The major
task is the solution of the Schrodinger equation within the
region surrounded by =. The determination of the eigen-
functions ; and associated eigenvalues €, within =
proceeds by expanding the w, in a suitable basis set of
functions. It is here that the power of the R-matrix for-
malism manifests itself, for we are free to choose any
functions which conform as closely as possible to the
physical situation. In the present case, we select functions
that describe atoms A4 and B and their motion relative to
one another, using a coordinate system which would en-
able the asymptotic boundary conditions for that arrange-
ment to be properly satisfied. In addition to these, we

select functions which describe the ions 4+ and B —, say,
and their relative motion, again using coordinates ap-
propriate to this arrangement. In other words, we use the
same expansion of the wave function as Delos'® in terms
of basis functions that are expressed in different coordi-
nates for different arrangements. The fact that the ( AB)
set of basis functions is not orthogonal to the (4 *B ™) set
makes not the slightest complication to the R-matrix for-
malism. The task is a technical—but not a trivial—one of
evaluating the necessary matrix elements of the Hamil-
tonian between basis functions belonging to different ar-
rangements. The resulting “multiarrangement integrals”
are not unlike their counterparts in quantum chemistry—
the multicenter integrals—and indeed are calculated by
similar techniques of functional transfer.

We begin by describing the participating atoms and
ions by means of isolated atomic eigenfunctions. Such a
basis set, which might be termed a “valence-bond” basis,
is obviously suitable for the description of high-energy
collisions in which the colliding partners do not have
enough time to deform significantly.

At lower energies it is necessary to allow for some de-
formation of the atomic-channel functions and this leads
to the use of spin-coupled orbitals. These have precisely
the shape of deformed atomic states, the amount of defor-
mation varying with the separation between the atoms or
ions in a particular arrangement. Spin-coupled wave
functions have been recently used very successfully by
Gerratt and Raimondi?? in compact descriptions of both
ground and low-lying excited molecular electronic states.

A feature of R-matrix theory which should be em-
phasized is that the energy dependence occurs in an ex-
tremely simple form. The eigenfunctions w, and associat-
ed eigenvalues €, are independent of energy and conse-
quently may be reused for many energies, the span
covered being defined by the nature and number of basis
functions used. Thus having determined the R matrix for
an initial energy E, the S matrix and cross sections may
be obtained over a whole range of other energies at very
little extra cost in computation time.

A second important characteristic of the R matrix is
the fact that it is real and symmetric, and this alone en-
sures that the S matrix is unitary and symmetric. This
means that if the R matrix is approximated in some
way—as is inevitably the case in almost all
applications—the fundamental properties of the $ matrix
are preserved.

In Sec. II the R-matrix theory for a fairly general rear-
rangement encounter is developed and applied in Sec. III
to the case of charge transfer in one-electron systems. In
Sec. IV it is shown how the present formalism reduces in
a two-state approximation to essentially the same expres-
sions as those obtained by Oppenheimer' and by Brink-
man and Kramers? using the Born approximation. In Sec.
V it is shown how the various integrals arising in the cal-
culation of the matrix elements of the Hamiltonian are
determined by methods of functional transfer. Finally, in
Sec. VI the theory is extended to many-electron systems.
The central result of this paper as brought out in Secs. V
and VI is that the transformation of a highly oscillating
nuclear radial function from one arrangement to another
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brings with it a highly oscillating function of the electron-
ic coordinates of the new arrangement. Since other elec-
tronic functions are smooth, this causes off-diagonal ele-
ments of the Hamiltonian matrix to decrease rapidly to
zero as the energy increases. Consequently the cross sec-
tion for charge transfer should decrease rapidly with in-
creasing energy.

Since, for reasons described above, we make no direct
use of the Born-Oppenheimer separation?® to determine
molecular electronic eigenfunctions, it is pointless to em-
ploy body-fixed coordinates: Consequently space-fixed
coordinate frames are used throughout. This also makes
the imposition of the asymptotic boundary conditions
easier to impose: We would in any case have to carry out
a transformation from body-fixed to space-fixed frames at
the surface =.

Nevertheless the electronic wave functions and associat-
ed potential-energy curves do play a role in the present
theory, though in a somewhat surprising way: For each
arrangement, AB or A tB ™, say, the eigenfunctions of the
corresponding potential-energy curves are determined, and
used as basis functions for the nuclear radial motion in
the R-matrix calculation. Similarly the orbitals from the
same valence-bond (VB) or spin-coupled VB calculation
are used to construct the deformed atomic-channel states.

II. R-MATRIX THEORY
OF REARRANGEMENT COLLISIONS

A. Channel functions

We consider a collision process in which an atom or ion
A strikes a composite particle (BC) and as a result pro-
duces a new composite particle (AB) and an atom or ion
C:

A+BC—AB+C . 2.1

Particle B may be either another heavy particle or—as is
relevant to the present situation—an electron. The two
sides of Eq. (2.1) constitute two distinct arrangements
which we label a and f, respectively. There may of
course be a third arrangement AC -+ B, but for the sake of
clarity this is not included in the discussion. The index y
will be used to denote either arrangement, a or 3.

An appropriate partial-wave function for arrangement
a (A +BC)is

RlimOX{,c(Ra)< o (for kge>0) ;

q)iw ~¢nA¢nBCxic(Ra)@JM{(jA ,jBC)ja;La;QA,QBC:Qa} .
2.2)

In this expression, ¢, and ¢, . are wave functions for

the internal states of particles 4 and BC, respectively, the
set of internal coordinates for both particles being denoted
collectively by i,. Function X2.(R,) describes the rela-
tive radial motion of 4 and BC, the coordinate R,
measuring the distance from the center of mass of 4 to
the center of mass of BC. The angular coordinates of R,
in space-fixed axes are denoted by (., and those pertain-
ing to A and BC by Q4 and Qpc, respectively. The func-
tion ¥ y{ - -+ } in (2.2) is an angular function in which
the angular momenta associated with 4 and with BC, j,
and jpc, are coupled to give a resultant j,. This in turn is
coupled with the angular momentum L, of relative
motion of 4 about BC to give an overall resultant J:

@JM{(].A 1jBC )ja;La;QA’QBC’Qa}
= | gsjscliasLassM) . (2.3)

The quantum numbers. {(j4,jpc)iqa;L} together with the
quantum numbers n 4,npc for the internal states of 4 and
BC, define a channel index c for arrangement a:

c={n4,npcarjsc)iasLal - 2.4)

Corresponding to this we define a channel function @2,
which is a function of all the coordinates except the
scattering coordinate R ,:

¢'¢Izc =¢nA¢nBC@JM { (.]A :jBC )ija;‘QA ’\QBC,Qa} . 2.5)
A similar treatment goes through for arrangement S
(AB +C), the relevant coordinates now being
{ig,Rg, N 45,0¢,Qg} in an obvious notation. A channel
function ¢}, is also similarly defined:

S =n y¥nY 1 {(apric)ipsLg;Qap,Qc,Qp} ;.  (2.6)

the index ¢’ now referring to the set of quantum numbers
on the right-hand side of (2. 6)

The radial functions X2..(R,) [and similarly the
X (R g)] are subject to the following boundary conditions
(assuming that the potential in a given channel decays

more rapidly than R '):

Xhe(Rg)~ — = | = expl —i (kgeRq — +Lym)] — I L expli(kgeRy—+Lom)] | s Ry—> oo (2.7a)
2ik.° | Ra R,

k},z R sinlkocRa— $Lom)+KZ, Rl cos(k Ry — L L) (for ke >0) ; (2.7b)

lim X2.(R,)=0 (for k,, <0) . (2.8)
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The wave vector k,, is defined by

2.9

where E is the total energy of the system (measured rela-
tive to particles 4 and BC at rest in their ground states),
€n, and €,  are, respectively, the energies of the isolated

systems A and BC in states ¢, and ¢, ; E —E, —E,
is therefore just the collision energy of 4 and BC. The
quantity pu, is the reduced mass of 4 and BC, and ¢,
designates the initial channel of the system before col-
lision.

Equations (2.7)—together with the parallel relations for
arrangement S—define the partial S’ and K’ matrices

which are related by

S7=(1+iK’)(1—iK") . (2.10)

B. Derivation of the R matrix

According to the Wigner theory (see, e.g., Lane and
Thomas,?* Breit,?> and Gerratt and Wilson?®), the in-
teracting ABC system is surrounded by a hypersurface =
defined by channel radii R,=d, and Rg=dg. The radii
are chosen large enough so that on = we have for the
channel functions

(¢'7Ifc I ¢$'e')=811'8‘yy’80c’ .
The integral is evaluated either in the coordinates pertain-
ing to @7 with R, fixed at d,, or in ¢{, coordinates (if
different from those of ¢f,,c,) with R, fixed at d,.

It turns out that, due to unwanted surface terms, the
Hamiltonian operator when restricted to the region within
2 is no longer Hermitian. This deficiency is overcome by
adding to H an operator L, due to Bloch?’ and given by

7
L,=33 ]¢§c)5—8(R,,—d,,)
J 7 Hy

B S
R, 3R,

(2.11)

X

R,—b7, ](qsic . @12

In this expression, the sums are over all partial waves and
all channels in all arrangements. The quantities R,, d,,
and p, are, respectively, the relevant nuclear radial coor-
dinate, channel radius, and reduced mass for arrangement
y. The round brackets |¢{,c) and (d){,c | denote eventual
integration over all coordinates except R,. The angular
bra or ket brackets will be reserved for complete integra-
tion over all coordinates. The Bloch operator contains the
arbitrary real parameters b{,c whose role will become clear
shortly. This operator is clearly a surface operator as can
be seen by the presence of the § function, whose purpose
is to cancel out the surface contributions when radial in-
tegrations are restricted to O< R, <d,. ‘

The Schrodinger equation to be solved within = may
therefore be written as

(H +Ly—E)=L,¥ . 2.13)
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Since H +L, is now Hermitian,‘ the operator H + Ly, —E
may be inverted to give

V=(H+L,—E)" 'L,V .

From this equation we project out the radial component
of ¥ at X for a particular channel:

(B | ¥)a, =2 | (H+Ly—E)"'Ly¥),,

= 2’(4& |(H +Ly,—E)""|¢2,)
Y,c

X($yer | Ly¥)

# (1 a
=3 Raciyes — |7 3r (Rybye | V)]
.},'c' ac;yc 2#7 RY aRy Y Ye
— bye (e | W) - (2.14)
This equation defines the R matrix as
‘ Rl =% |(H+Ly—E)""|¢J.) . 2.15)

In (2.14) it can be seen that the R matrix yields the rela-
tionship between the radial components and their deriva-
tives at the surface . Once determined, this relationship
is all that is required to continue the propagation of ¥ in
the outer region from = to the asymptotic limit.

In order to obtain the R matrix in more tractable form,
it is necessary to solve the eigenvalue equation

(H +Ly—e€)w3,=0. (2.16)
This equation is equivalent to the solution of
(H —€)w)=0
subject to the boundary conditions
d
(Ry($7e |@a)} =bye(dpe |@n) | =0 (217)

dR, y
for all arrangements ¥ and channels ¢. From this it can
be see that the parameters b',’,c of the Bloch operator play
the role of fixed logarithmic derivatives of the radial com-
ponents of w;, at the boundary surface.

Having solved (2.16), we may represent the inverse
(H+L,—E) !as

Lo | ) (wy |
HAL—E) =3 12001
(H+Ly—E) % er—E ,
and so
(92 | @1 )a {@r| Bhe)a
—_— L (2.18)

€A-E

[In the nuclear physics literature it is common to define
gacr="/211,)""($oc |@2)4, and the R matrix as
zkgﬁdg',',crk/(q—E). Equation (2.14) then becomes a

relationship between g7, =(#2/21,)"/*($y. | ¥ )4, but
without the factor (#°/2u,,) on the right-hand side.] Thus
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having solved (2.16), the R matrix is constructed using
(2.18). This is then used in (2.14) to continue the solution
of the Schrédinger equation in the outer region. This is
accomplished as follows. Outside = we may write the
partial-wave function in the form of an expansion in
channel functions:

(2.19)

J 1 g J
‘I/yoc‘): Z —Uyoco;yc(Ry)‘pyc ’
v,

c R‘Y
in which (y%?) designates the state of the system before
collision. It should be recalled from (2.11) that the ¢,,c
constltute an orthonormal set in this region. When

y=d, it is clear that R '1U Y00y (R ) is just the radial

component ~(¢rc | \Il)d The Hamiltonian is given by
22

# 1 3 y
H,+V
* 2urz T

)
- — R2
2u, R2 3R,

" 3R,

(2.20)

in which the H, is the Hamiltonian for the internal
motions of the two relevant isolated particles in that ar-
rangement. The form of H is the same for all arrange-
ments. Substituting (2.19) and (2.20) into the Schrodmger
equation (H — E)¥ =0, multiplying through by (¢ac[ and
integrating, we obtain the following set of coupled dif-
ferential equations:

d>  Lg(Lg+1)

FTYAY) —Vacsae(Ra)+ke |Uo 0,4 (Ra)
c’éc) V‘Jw;acl(Ra)UYoco;aC’(Ra)
(de<Rya< o) (221)
in which
Vaciac (Ra)= —2Ha 4 ) . (2.22)

#

It is important to note that these equations only involve
channels within a given arrangement. This is a direct
~consequence of our choice of a channel radius d, such
- that the orthogonality conditions (2.11) hold, and the fact
that

(2 | V | 67c)=0

for y#a outside 2. Equations (2.21) thus represent no
more than elastic and inelastic scattering within a given
arrangement, and can be integrated from R,=d, to the
asymptotic region using standard procedures such as the
Gordon algorithm?® or the R-matrix propagator
method.?®

III. R-MATRIX THEORY OF CHARGE
TRANSFER: ONE-ELECTRON SYSTEMS

In this section we apply the foregoing theory to the pro-
cess ‘

A+Bt—»A*4+B, (3.1)

Center of mass
of (A+e)

FIG. 1. Coordinate system for 4 +B*. Arrangement a.

where A and B are both one-electron atoms. We define
arrangement a when the electron is associated with nu-
cleus A4, and arrangement 3 when the electron is associat-
ed with B. The coordinate systems corresponding to the
two arrangements are shown in Figs. 1 and 2, respectively.
The Hamiltonian in space-fixed coordinates, with the
center of mass of the whole system separated out, is given
in a coordinates by

—# o,

_ _ 2 s
=om, 4 2, VRA+V , '(3.2)
where
my= m+M, ’ .

the reduced mass of the electron for arrangement a, m be-
ing the mass of the isolated electron and M4 that of nu-
cleus 4;

MB(m +MA)

=— (3.4
Ha MB+MA +m

is the reduced mass of B* and (A4 +e). - The potential ¥
is given by

& [~Z 7o ZiZ

- 4’IT€0 r4q rp R

_e* | =Z4 Zg ZyZg
4méo | T4 |IRy—aTy| |[Ry+y4T4]

(3.5)

of (B+e)

FIG. 2. Coordinate system for 4 *+B. Arrangement S.
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in the (¥4,R ) coordinates pertinent to this arrangement.
In this last equation,

m
a 1 +m ] Ya (3.6)
so that
Ya=m/( M, 4+m). 3.7)

Similar definitions go through for arrangement .

We begin by utilizing as channel functions the eigen-
functions of the isolated atoms: ¢ 4um(T4) and
®pnrm(Tg). This we shall term a “valence-bond basis”

and is obviously suitable for high-energy collisions. Later

in this paper we extend the energy range of the theory by
employing more general atomic functions which are al-
lowed to deform during collisions.

The central task is to select a basis set in terms of
which the R-matrix eigenfunctions w,, Eq. (2.16), may be
expanded, to calculate the resulting matrix elements of the
Hamiltonian, form the secular equation in the basis, and
determine the corresponding eigenvalues and eigenfunc-
tions.

For this purpose we choose the following set of basis
functions:

EQM(n,l’LA iy ;FA ’ﬁA )
(nlL )

z_fPA 4 (RA)¢AnILA(rA:QA70)A) (3.8)
and
%M(n,’l,7LB9qB;?B’§B)
1 (»'I'Lyp)
=R, ? (RB)¢§n'I'LB("B,QB,a)B).
(nlL ,) n

(n'l'
The functions Ry pr “(R,) and Ry qu L) (Rp) are

nuclear radial basis functions. The channel functions
#% ... and ¢% ... are given by

Sunr (T 4> Q,04) =R gn(r)¥ g {(L 4, DT ;Q 4,04}
$nrL, (78, Qp,05)=Rpn1(rg)¥ ng{(Lg,I')T ;Q5,05} -
(3.9)

Here the R 4,(r4) and Rp,(rg) are the radial parts of
the relevant atomic orbitals, the angular parts of which
are coupled together with the angular parts of the nuclear
factors by the functions %, { - - -} to form the overall
resultant J: (L 4,l)J in the one case, (Lg,I')J in the other.
The two channel radii for the R matrix, d, and dj, are
taken large enough so that for R, >d, or Ry >dp, the
channel functions are orthogonal and noninteracting,

(¢{4c I¢§c’)=o ’
(¢;I4c ' Vi ’¢§c’)=0

for all ¢ and ¢’, where these stand for the quantum num-
bers (nlL ) and (n'l'Lp), respectively. The integrations
are carried out, eithet in (¥,,R,) coordinates with
R4 =dy, or in (T3,Rp) coordinates with Rp=dp. The
interaction potential ¥; for arrangement a is given by

(3.10)

22 _ZB

- 47T€o

IRA +7aT4|

e (3.11)
|[IRy—at,|

with a similar definition for arrangement B. [The practi-
cal evaluation of integrals such as those in (3.10) within =
is described in Sec. V.]

In order to ensure good convergence for the R-matrix
eigenfunctions, the f, and f, basis functions should ap-
proximate as closely as possible the actual eigenfunctions
in the given energy range. For this purpose we consider
the electronic potential-energy curves determined by the
atomic orbitals @ 4, (T4) and @p,y.,(Tp) occurring in
(3.9), W uy(R,) and Wpy,(Rp), respectively, and deter-
mine the corresponding eigenfunctions in the interval
(0,d 4) or (0,dp) in the appropriate range of energies. The
distinction between the internuclear distance R and
nucleus—to—center-of-mass distances R, and Rjp can be
dropped for this purpose. Thus the f,’s and f,’s are
determined as eigenfunctions of the following equations:

—#

d? #LY(LY+1)
2u dR? arz W R === S

2[.LR2 +LR - epA }
xfp"’LA (R)=0 (0<R<dy) (.12

with a parallel definition for the f,’s. The radial Bloch
operator is given by

=—— —-b|, 3.1
Ly B(R —dy) dR (3.13)
and serves to impose the boundary condition
(nIL*)
dfp, " bf<n1L;) —o (3.14)
dR P4 |4, '
(niL%) (n'rL¥)
upon the radial eigenfunctions. The fp'l and f,,:

basis functions may thus be regarded as suitably ‘“‘distort-
ed waves” for the R-matrix calculation.

The presence of the centrifugal term
#LY(L%+1)/2uR in (3.12) should be noted. The in-
clusion of a term of this type is essential if the distorted-
wave basis functions are to display the correct behavior,
particularly at large values of the angular momentum L .
However, the solution of (3.12) for every value of L,
would be too time consuming, so instead the parameter
L7 is used where this is fixed at some suitable value. In
actual practice one sets L} =J, for it can be argued that
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since for a given channel, L, may assume all values be-
tween |J—1| and J+1I, the most commonly occurring
value of L 4 is J.%6

Equation (3.12) is itself solved by expanding the f,,’s in
a set of “primitive sine functions”:

f<n1LA>(RA)__ 2

m=m

(nIL%) R
CpAmA sin [(m + )T 4,

(3.15)

This choice of sine functions corresponds to setting b =0
in (3.14)—i.e., to imposing a zero derivative on the eigen-
functions of (3.12) at R,=d,. This particular set has
been used very successfully in R-matrix calculations of
atom-molecule scattering.?®3° [An alternative set of prim-

itive sine functions with an arbitrary (nonzero) value for

the derivative at R, =d, is (bd,/2mw)sin(2mR ,/
d 4).] The sine functions form an orthonormal set in the
interval (0,d ). The minimum value of m,m,, is chosen
so that the resulting eigenfunctions all possess the
minimum number of nodes to cover the required energy
range. Thus for a reduced mass u equivalent to the mass
of a proton confined within a channel radius d,=10
bohr=5.3 A my~1100 at 1 keV, and ~200 such sine
functions would span another 1 keV of energy. The situa-
tion is illustrated in Fig. 3.

The R-matrix eigenfunctions for each partial wave J
are expanded in the basis set (3.8):

(nlL ,)
= 2 ECPAA-A

nlLL, py

éJM(n,l:LA 7PA;?A ’ﬁA )

(n'l'Ly)
+ 2 ZCQBA

n'I''Lp qp

ER%n",I',Lp,qp;T5,Rp) , (3.16)

the expansion including basis functions from both ar-
rangements. The two sets of terms in (3.16) are of course
nonorthogonal, but this feature is essential for fast conver-
gence of the series and causes no particular additional

dg 4

( A
W(R)
[/ RANGE OF COLLISION
RGIE!

ENE

fqp(R) ' |

At+g”

(B ARRANGEMENT)
A+B

(@ ARRANGEMENT)

FIG. 3. Illustration of radial basis functions.
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comphcatlon The remaining task is the determination of
the C; » and C‘;B}‘) coefficients and the associated eigen-

values €;. This is achieved by substituting (3.16) into the
Schrédinger equation (2.16), multiplying through by one
of the basis functions, and integrating. This yields a secu-
lar equation of the form

S (EM|(H+Ly—e) | EM)C,0 =0, 3.17)
P

in which the indices p and o stand for the set (n,/,L 4,p )

or (n',l',Lg,qp). It is therefore necessary to calculate the
matrix elements

(GMIH|E), (&1

between the basis functions (3.8). When p and o both
refer to the same arrangement this task is more or less
trivial. Consequently the central issue is the determina-
tion of such matrix elements between different

arrangementsmand this is the subject of Sec. V.

The R matrix is glven by expression (2.18), the quanti-
ties (2, | wl)d occurring in it now being given simply by

(nIL ) 1 (niL,)

o g Toa " da) (3.18)

(¢£nILA | w){) = 2
Py

and similarly for (¢£,,'1'LB |@]). The rate of convergence

of the sum over A—which is now finite—in (2.18) is cru-
cial for the reliability of the theory. In earlier applica-
tions it has been found that this summation usually does
not in fact converge well, and that it is necessary to add to
(2.18) a correction due to Buttle.! While this correction
frequently improves matters considerably,?® the essential
reason for the slow convergence of the A summation in
the R matrix is due to the imposition of the boundary
condition (3.14): Since the number of basis functions is
finite, any linear combination of them will also satisfy the
same condition at d4 or dp, i.e., possess zero derivative.
The true wave function almost certainly does not have a
zero derivative at these points, and hence the R matrix
converges slowly.

This problem is overcome as follows.>® The radial
eigenfunctions of Eq. (3.12) are determmed in an interval
(0,d4+8,), where §,,=10"1—10"2 A. These functions
are then utilized in the correct range (0,d 4 ), but now pos-
sess arbitrary derivatives at the boundary and are conse-
quently very slightly nonorthogonal. This small injection
of nonorthogonality into the radial basis functions has
been found immediately to lead to rapid convergence of
the R matrix, and a Buttle correction is no longer neces-
sary. The calculations now remain stable in all regions:
both far from and close to resonances. The extent of the
nonorthogonality thus introduced is strictly controllable:
If &4 is set equal to zero, the basis set becomes orthogonal
once more.

The final form of the R matrix is displayed in Fig. 4,
where it is divided into four blocks which might be
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(o] I functions

arrangement A R Channel functions belonging
\ to arr B

Elastic & inelastic/

Charge transfer

scattering within a

given arrangement
Rga Res

Chérge transfer

FIG. 4. Form of the R-matrix for charge transfer.

termed (aa), (aB), (Ba), and (8B). The (aa) and (BB)
blocks give rise to elastic and inelastic scattering within a
given arrangement, while the (af) and (Ba) blocks are re-
sponsible for charge transfer.

In the region outside X the partial-wave function may
be written as an expansion in channel functions in the
form

' 1
Vo= —
o) Ec) R,

+225—U
2%

Uogo, 4e Ra)BUc (74, Q4,04

.},'ocO;Bc' (Rp )¢§c'( rg,Qp,0p) (3.19)

in which 9° is the initial arrangement (a or B), and c°
stands for the initial channel quantum numbers pertaining
to that arrangement. Substituting this expression into the
basic R-matrix relation (2.14) and taking into account the
orthogonality relations (3.10), we obtain

Usoe o.,,cw,, )

-E

Ac sye”
My

aU,

X | %R,

0 —b;c,.U;‘,co;yc,,] , (320
dT

and similarly for v’ 00, B’ ,(dg). This equation relates all

the radial amphtudes T’ in all arrangements to their
derivatives at 3. These relationships can be used to ini-
tiate the integration of the coupled differential equations
satisfied by the U”’s:

d?  LyL,+1)
dR? R32

—_ V](AC;AC)"I"kic U:IOCO;AC(RA)

2 Vi(Ac; Ac”)U"oc
¢ (sc¢)

0 4o (Ra)

(3.21)

with a parallel set for the U 7{0‘_0, g The potential matrix
elements are defined as

(d4<R4< )

($%e | Vi | %) (3.22)
[cf. Eq. (3.11)], and similarly for arrangement 8. Thus
the solutions in the outer region involve functions belong-
ing to one arrangement or the other. Charge transfer—or
the transmission of flux from one arrangement to
another—can only occur within = and is then transported
to the asymptotic region by means of Egs. (3.20) and the
solutions of (3.21). '

The absolute amplitudes of these solutions are not
determined by the R-matrix relations (3.20), but are fixed
by the boundary conditions imposed:

Vi(Ac;Ac")= — g'A

1 —i(k R —Lym/2) itk R —L,w/2)
U300, 4e(Ra)~— ﬁ—l/—z(e e g 04800, =Sy yg0e 24 4™ (3.23a)
kl/z [sm(kAcRA —_ LA7T)+KAC y COCOS(kAcRA —_ LA7T)] as RA — &0 (fOI‘ kAc >0) (323b)
Ac
The wave vector k 4. is defined by the relation
Phic _g (3.24)
2#,( =L —€yp , .
where € 4, is the energy of the isolated atom 4. The final cross section is given by
J+1 J+10 ; N
a'ronolo——bAnI kA 1(21 + 1) 2 (27 +1) 2 E I 81,0A 8,,010;"] _SAnILA;yonOIOLO ’ (3.25)

Ly=|7-1| ro_

in which the full designation of arrangements and chan-
nels has been used.

In the keV energy range, ~10* partial waves are re-
quired in (3.25) to attain convergence. However, the vari-
ation of the cross section with J is smooth and it is un-

719

necessary to calculate every term. For J > 100, it is suffi-
cient to calculate every 100th contribution, say, and to in-
terpolate in between. %32

However, it should be pointed out that for high J, the
diagonal elements of the matrix in (3.17) dominate. The
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eigenvalues €, and eigenvectors w; can therefore be ob-
tained by means of first-, second-, étc., order perturbation
theory. Complete diagonalization of H + L, becomes un-
necessary. Several alternative schemes are possible, of
which one is pursued in Sec. IV. This topic will be taken
up in more detail in subsequent publications.

Equations (3.21) involve only a single arrangement and
consequently ‘include few coupled channels. They there-
fore remain reasonably tractable at all J.

" IV. CONNECTION WITH OTHER WORK:
THE TWO-STATE APPROXIMATION
AT HIGH ENERGIES

The purpose of the present section is to show how the

R-matrix formalism for charge transfer reduces to a form
which is essentially that obtained by Oppenheimer' and by
Brinkman and Kramers.? This derivation serves also to
highlight the essential mechanism by which charge
transfer occurs.

We begin by assuming that the channel radii d4 and dp
are sufficiently large so that the interaction potential V7 is
zero outside = in both arrangements. The partial-wave
function in the outer region is now that corresponding to
a free wave and is given—except for an amplitude
factor—by

U, (I,,c '8 6,80, — OyerS 4.1)

%% yc” 707 ¢l r°°)

ye'';
in which I, is an incoming wave
—1,2 —ilk, R, —1,m/2)
L=k %™ ety T
~ is a similar outgoing w
0, 1 tgoi ave

Orc" —k ;(_}'/28 ik, R, —1711'/2)

b

and S 00 is an element of the S matrix. Substituting

re
4.1) mto the R-matrix relationship (3.20) we obtain for
the S matrix

§=0"'1—RL)"'(1—RL™I . (4.2)

In this expression O and I are diagonal matrices com-
posed, respectively, of the outgoing and incoming waves

O, and I~ L is given by
L=0'0""—

where the prime on QO indicates differentiation with
respect to the scattering coordinate R, taken at the chan-
nel radius R,,=d,,, and B is a diagonal matrix formed
from the Bloch parameters b,.. The R matrix is here

given by [see parenthetical note following Eq. (2.18)]
# (dac lwl>du<wkl¢yc')d7
2[1. A €) —E

) 4.3)

ac;ye’ =

where for simplicity we ignore the dependence of the re-
duced masses upon the arrangement.

We now consider the simplest case of hydrogen-to-
proton charge transfer at high energies:

H4+Ht—>H*+H,

and take into account just a single channel within each ar-
rangement a and f3, i.e., we consider just the channels as-
sociated with the 1s4 or 1sp states on each H atom. The
R and S matrices now reduce to 2X2 matrices, labeled
simply by the arrangement, a or 8. Equation (4.2) may be
evaluated explicitly to give

Sap=2i (I, +IB+1)(k k )I/Z;Rapei(kadAﬁ-deB) , 4.4)
where D is the determinant of the matrix (1 —RL):
D=(1—RguL,)(1—RpggLpg)—RZ%gL,Lg . 4.5)

The element S,z of S is thus directly proportional to

R ;p, and consequently we may concentrate attention upon

this latter quantity. :
The R-matrix basis functions are of the form

Ena =115, (ra s (Ry)
and
Sup=115,(rp )Xya(ﬁB ),

which we expand in partial-wave form as follows:

(1) —
Era=11s,(rq) 2 X243 (RP; (cosby) ,
Ia

(4.6)
Sup=115,(rp) EX;,B (Rg )P,B(coseg ),
Ig

where 84 is the angle between R 4 and the space-fixed Z
axis, and similarly for Rz and 0.
For each pair of partial waves

ay) ) -
&xd =15, (ra)Xad (R4)P; (cosb,) ,

p) 4.7
&b =i, (rp )X (R )Py (cosBp) ,
it is necessary to form the Hamiltonian matrix
uy) (1
(Vaprrgur, =64 [ H | & 5) (4.8)

within =, and to diagonalize it in order to obtain the
eigenfunctions and associated eigenvalues. For this pur-

pose we assume that the radial functions X, § (R 4) already
satisfy the equation

a,)

1 d . A4 L(,+1)
Ri dRA RA dRA Ri +V1(1SA,1SA)
()
]XM (R4)=0 (4.9)
with boundary condition
)
dXM
dRA =0, 4.10)

d,
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i.e., with Bloch parameter b equal to zero. The potential
V;(1s4;1s4) occurring in (4.9) is the interaction potential
for this arrangement. Similar considerations apply for ar-
rangement 3. This means that the parts

(Vaa )Ma;m; and (Vpp )ylﬂ;p'lb

of the Hamiltonian matrix are already diagonal with ele-
ments €, 5 and e,, B » respectively.
The remainder of the Hamiltonian matrix is diagonal-

ized by means of first-order perturbation theory. This
procedure yields two sets of functions:

() ) (V34 )ylg;ll (g
ord =624 + > Iy 1y SuB
uvlﬂ 6;“4 —-6,,3

and

Vg
wuﬁ § 2( AB'Myplg (1))
uB = MB (g (1) =™ -
1 _
a eyB elA

(4.11)

The nonorthogonality between the two sets of basis func-
tions £, 4 and gpg has been neglected although even if it

a1
Rog® = —a[(21,+ M) 21+ )]~

é () - = g
x [dT,d0, [ “dR4RIIGE™ (R4,d)P; (cosB s s, (ra ) Hins, (rg )Py (cosO3)G” (Rp,dp)] -

In keeping with the assumption of high-energy collisions,
we can obtain approximate expressions for the Green’s
functions by neglecting the interaction potential
Vi(1s4;1s,) in (4.9). The details are given in the Appen-
dix, but using this approximation together with similar
ones for D [Eq. (4.5)] and summing over [, and /g, we ob-
tain

Saﬂz(zﬂ/ﬁ)idAdB(eika RA’ﬁlsA | H | eikﬁ.R,B'l’lsB)

(4.15)

(neglecting the unimportant phase factor exp[i(k.d,

+kgdp)]).

If we replace H by V; in (4.15)—which is consistent
with our earlier neglect of overlap between basis functions
belonging to different arrangements—the matrix element
in this equation is precisely the same as that obtained in
earlier works"? from the Born approximation. It should
be noted that this result is obtained here by use of first-
order perturbation theory which mixes basis functions
stemming from different arrangements in the region of
strong interaction. Evaluation of (4.15) is known to yield
a cross section for charge transfer which varies with ener-
gy as E 5. This dramatic fall in 0, with increasing en-

I=<§z’4M(nA’lAyLA,PA;?A’§A) | EM(np,15,Lp,q5:T5.Rp)) ,

had not, there would be no material difference in the re-
sult beyond an increase in cor(rllplexuy To this order of

perturbation, the eigenvalues €, 5 ,6”5 remain unchanged
Substituting (4.11) into (4.3) we obtain after a little manip-
ulation

_1z)
Rog % =—4[Q2l,+1)2lg+1)]7!

) (1,
X4 (da )V ap)ar sur Xub (dp)
X3 ""X - . @412
Ap (eM —E)(e,, —E)

In order to evaluate this expression explicitly, we intro-
duce the partial-wave Green’s function corrlesponding to

Eq. (4.9). In terms of the eigenfunctions X, 3 it is given
by
a X058 (ROX55 (R )
) Ad\ R4 g\ R y4
G (R4,R4)=T3, R
A ai—E

(4.13)

)
and similarly for arrangement B. Consequently R la's

may be written in the form

(4.14)

|
ergy is due to the interference between the waves
expli Ea-ﬁ 4) and exp(i Eﬂ'ﬁB ). By using the correct ar-
rangement coordinates throughout, the R-matrix theory
incorporates this essential feature of the physical process.
From Fxgs 1 and 2, we see that RA —R+7/A T4 and
RB =vypTp— —R. Substituting these express1ons into (4.15)
it is seen that if one uses the separation R as a coordinate,
the electronic wave functions ¥y Vs, acquire the “trav-

eling factors” exp(iy 4 K, Ta), exp(inEB'?B) which
feature so prominently in other formulations of charge-
transfer theory.®~!° There are therefore considerable ad-
vantages in using arrangement coordinates and thereby
avoiding the many difficulties associated with these fac-
tors. However, in order to carry through this program
one has to evaluate integrals of the kind appearing in
(4.15) for quite general atomic and nuclear wave func-
tions. This is the task to which we now turn.

V. CALCULATION OF MULTIARRANGEMENT
INTEGRALS

We begin with the overlap integral between basis func-
tions (3.8) belonging to two different arrangements. This
example will serve to illustrate the general techniques for
evaluating such integrals. Let

(5.1
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the brackets implying integration over coordinates
(?A,ﬁA) or (I"B,ﬁg) within the R-matrix boundary. In
order to evaluate this integral it is necessary to transform
all functions to a common set of coordinates, (Tp, RB) say.
The electronic radial factor of £ is R an,1,(rq) and
this is represented as a linear combination of Slater-type
functions
e

with known coefficients. From Fig. 2 we have that
¥,=Rp+bTy,

where b=1—m/(Mg+m), and corresponding to this

construction we may write

172
1

S — S 2r41 ;brg;R
braRp r§0( ¥+ )gn,r('rl rp;Rp)

—_ —nr
ri—le 4

X Py(cosfp) . (5.2)

This is the Barnett-Coulson zeta-function®® expansion
which is well-known in quantum chemistry for the calcu-
lation of multicenter integrals. The computations of the
Cn, ,(n,er,RB) functions is straightforward and is incor-
porated in several multicenter integral packages.’* The
only modification here is the occurrence of the scaled dis-
tance brg.

As described in Sec. III, the nuclear radial functions are
expanded in terms of primitive sine functions:

1 (miLy Mo L, 1
R, e | Ra)= mzmoch,,, &, SknRa), (53
|
sin(k,, R 4) 1
Ry  2Kk,ppSp
However,

5 3 (25 +1)P;(cosf5)=8(6p) ,
s

and

5 3 (25 +1)(—1)°P,(cosOp ) =8(7—6p)

so that we have as the final formula
sin(k,,R 4) 1
R, B kaBSB

{ cos[k,,(pp —Sg5)18(0p)

v—COS[km(pB +SB)]8(‘H'—GB)} .

(5.7)

It should be noted that this expression correctly preserves
the oscillating structure in both %,,pp and k,,Sj as is re-
quired by the simple relation

exp(K,, ‘R4 )=exp(K,, ‘P lexp( — K, -~S>Br) .

where k,, =(m++)mw/dy.

find
ﬁA =(1—ab )?B -—aﬁB

Now from Figs. 1 and 2, we

=pp—Sp . (5.4)
The factor (1—ab) is given by
(1—ab)=1—(1—y4)(1—vp)
and corresponding to construction (5.4) we write*®
sin(k,, R 4) ® J. (kmpp)
ml4) _w S (2s+1) s+1/2KmPB
RA 2 s=0 V' Ps
Js+1/2(kmSB)
Now for a proton with Kkinetic energy of 1 keV,
kpm~7%10° cm~! and even k,,y,~4x10" cm~!. We
may therefore derive a useful high-energy approximation
to (5.6) by replacing the Bessel functions by their asymp-
totic forms. In any case they appear in integrands with
other factors which become zero as rz or Rp become

zero, so that the contribution of (5.6) in regions where pg
or Sy are small is not significant. Substituting

P(cosbp) . (5.6)

12
cos[kppp—7(s +7)— 7]

‘ ThkmpB

for the J; . ,5(k,,pp), and similarly for the second Bessel
function in (5.6), we derive

cos(kpmpp —KkmSp) D, (25 +1)P;(cosOp) —cos(kppp +kmSp) D, (25 +1)(—1)*Py(cosbp)

s

The complete transformation of the nuclear radial basis
functions now takes the form

—fiﬁ“"mu
sz [0 (py,55)8(65)
— Q4 (508 —0p)] , (5.8)
where

(niIL

P4 )
(o (pp,Sp)=

1
2 pym ";_COS[km(pBiSB)] .

m=m

(5.9

[It is perhaps worthwhile mentioning a low-energy ap-
proximation to the transformation (5.6). If k,, is very
small, the Bessel function J;,,,(k,,pp) can be replaced
by its asymptotic value as pp—0. Neglecting second and
higher powers of (y 4 +73), we obtain
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sin(k,,R,4) sin(k,,Sp)
R4 S

sin(k,,pp)
S
X cos(k,,Sg)

+ppcosfp

which is just a Taylor expansion in the “small” parameter
Pzl

The transformation of the angular functions is carried

out by adapting a procedure due to Schulten and Gor-
don’® (SG) for heavy particle rearrangement collisions.
Since the electronic angular momentum is never large, it
is convenient to transform the solid spherical harmonic
ryY,.(w4). Adapting formula (85b) of SG we obtain

_R A

P Y im0 4)= rBEG(M) B
. A=0

XY (A —A;Qp,058) ,

(5.10)
where

21 +1

G(L,A)=(02A+1)"172 2 , (5.11)

and a is given by (3.6).
‘The transformation of the nuclear angular momentum
is accomplished as follows [cf. SG, Eq. (72a)]:

Yia, (@)= (=1 ¥ppr, (Qp)

+ T < Viar(— 1)
ka R,

X 2 F(L,L')QLML(L’;I;QB’C‘)B) .
L'=L*1

(5.12)

In this expression r . and R are, respectively, the lesser
J

I
Diyppn=(—D'"*War 3

I'=0L'=L*1

The large curly brackets appearing in these expressions
are the 6-j and 9-j symbols. In view of its small size and
greatly increased complexity, it is almost certainly worth
neglecting the second line of Eq. (5.14). However, it
should be emphasized that the methods used here are cap-
able of arbitrary precision if higher accuracy is indeed re-
quired.

We now employ these techniques in the evaluation of
the overlap integral (5.1). We assume that the electronic
radial functions are represented by a single Slater function
each. Transferring all functions in (¥4,R4) coordinates
to -(?B,ﬁg) coordinates, we have from (5.2), (5.8), and
(5.14)

of, and the greater of, rz and Rp. The coefficients

F(L,L’) are given by

172
L
Ll L (5.13)
F(L’L—1)=%3 2L +1

Expression (5.12) is correct to first order .in m/u,.

Neglected terms are of order (m /u 4 2~10~9 at the larg-
est. For most purposes: the first line of (5.12) is sufﬁc1ent
the error involved in ignoring the second term is ~ 10~

In this case the transformation is trivial. It should be re-
called that in any event such approximations do not affect
the unitarity or symmetry of the final S matrix as long as
the Hamiltonian matrix—and hence the R matrix—
remains symmetric.

Expression (5.12) is obtained from the very much more
complicated expression of SG by replacing the hyper-
geometric function there by unity and neglecting higher
powers of (m /u 4) than the first.

Equations (5.10) and (5.12) can be combined to give a
single formula. After carrying out the necessary recou-
pling of angular momenta we arrive at the final equation:

rh Y m,(L,;Q 4,0,4)

1
=3 3 RErs MCluir Y (L', 1 —2;Qp,08)

| r
+ == Dihrr Y m(L" N Qp,0p) (5.14)
Ba Ry 7w
in which
A
Clyrr = (—D"Var | = | G(,A)

I—A A 1
’ 172
X[(2+ DL +1] | L7 L'l

(5.15)
and
ll L' LII
S GUINFL,LH[QL"+1DRA+ DI+ DQL+D]{-I" 1 A (5.16)
I L J
—
o I=17—) (5.17)
where
172
1= NoilVny {1 c/ .
48 12 b 14,1,—Ig;L Ly
r=0 .
X O n4,14,L 4,p43n8l5,Lp,q5) . (5.18)

In this last expression N, ,N, are the normalization in-

tegrals for the Slater orbitals,
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848=(Ya+78),
wr(+)=(—l)r’

dB
O/ n4,14,L 4,p 458,15, Lp,q8)= fO Rz [R

o, (—)=1,

and

— ng+lg+1/2 (nyl,L,py)
25 )(nA,IA:LA’PAynB:le"lA,"]B’RB)_f drgle” """Pry” En,—1,r(Masbr;Rp)IQ+** " (pp,Sp)] .

The second term of (5.14) has been neglected in the in-
tegral (5.17). The I'~) and I‘*) contributions arise from
the two terms of Eq. (5.8). The delta functions in (5.8)
have the following effect upon the angular integrals. The
relevant integral of I~ is of the form

fde fdQB[@JM(L',CDA—-A;QB,(OB)
X@JM(LB,IB,QB,COB)P,(COSOB)S(GB)] .

The angle 85 is the angle between the vectors Tp and Rz,
and the effect of 8(0p) is to ensure that they both lie in
the same direction, i.e., that both Tp and _ﬁB possess the
same angular coordinates in space-fixed axes. Conse-
quently the distinction between p and wp disappears,
and the integral is simply

f dQ[Y (L1 —2Q,Q)¥ jp(Lp,15;Q,0)]
=8r1,81, a1, -

In the case of I'*), the delta function is now 8(7—60p).
This introduces a factor (—1)" into the angular integra-
tion and leads to the introduction of the factor »,(+), Eq.
(5.20).

The kinetic energy terms in the Hamlltoman give rise
simply to a linear combination of overlap integrals of the
kind discussed here. This is because in (T'B,ﬁg) coordi-
nates, the Vfﬁ operator affects only the electronic terms

and V%QB only the nuclear factors: There are no cross

terms. Such cross terms will arise from the nuclear kinet-
ic energy term if the orbitals are of deformed atomic or
. spin-coupled form. For in such a case, the electronic basis
functions will possess two-center character, i.e., must be
considered functions of rz and Rp. This situation is dis-
cussed in more detail in Sec. VII.

The potential-energy integrals are evaluated by expand-
ing the relevant operators as follows [cf. Eq. (3.5)]: In
(¥3,Rp) coordinates (Fig. 2),

Z4Zp  Z,Zg
R lﬁﬂ—YB?B |
_ZuZs & !
278 E P,(cosfp) , (5.23)
T4 |IRp+bT5 |
—Z 0 t
=—23 |ys PcosOyp).  (5.24)
T4 ¢=o0

(5.19)
(5.20) .
—1/2 (nglgLy)
FoZ 22 (R W n 4oL 4, Laspainp lgsm4mpiRE)] (5:21)
(5.22)
[
In this last equation
_’A'=ﬁ3+?3 (5.25)

and 0,3 is the angle between T and T4, Fig. 5. It is
clear that at the very most only the first two terms, =0
and 1, will be needed from expansions (5.23) and (5.24),
and in most cases the =0 contribution will be sufficient.

Considering just the z=0 and 1 terms, we may write
for Vin the (?B,I_ig) system

Z z Z,Z
p—-_& | L4 2B A CATH
41760 rg rp RB
e’ %‘r cos6d
4re, 1¢: RZ 'BCOSUp
rpcosO5cosh 4
o, [t
¥y
rpsin@gsing 4
- = (5.26)
ryq

The first line of this equation gives rise to integrals known
in quantum chemistry, and presents no new problems.
Indeed this part of V is independent of arrangement and
may be evaluated in either (¥4,R,) or (¥3,Rp) coordi-
nates. The operators occurring in the remainder are of
“nonstandard” form (i.e., do not normally occur in calcu-
lations of electronic structure and properties), but whose
integrals are quite straightforward to evaluate using the
techniques described in this section.

FIG. 5. Coordinate system for evaluation of nuclear attrac-
tion integrals.
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The methods described in this section are extensions of
procedures originally used for the evaluation of multi-
center integrals and incorporated in program packages
that have long become “standard.” The new features here
occur particularly in the V*(Rp) integrals, Eq. (5.22).
The integrand involves the Q. functions which oscillate
exceedingly rapidly. Since the rest of the integrand is
smooth, this means that the V,‘i)(RB) functions will be
very small; in order to obtain accurate values of these in-
tegrals as a function of Rp it is necessary to employ quad-
rature techniques—such as that due to Filon*’—which ex-
plicitly take into account the oscillating nature of the in-
tegrand. These and similar technical matters will be treat-
ed in more detail in succeeding publications with numeri-
cal applications.

The presence of the Q. functions in the integrand of
an integration over electronic coordinates arises from the
transformation of a nuclear wave function in another ar-
rangement. The highly oscillating nature of these func-
tions means that the off-diagonal matrix elements of the
Hamiltonian are small and decrease rapidly with energy;
in other words the cross section for charge transfer will
fall steeply as the energy increases, which is precisely
what is observed.

From this we conclude that the approximation in the
transformation of electronic radial factors and all angular
factors obtained by neglecting terms of order (m /u 4) are
perfectly acceptable; errors no greater than ~1073 are
thereby introduced. But the transformation of the nuclear
radial functions is critical, and no approximations of this
kind are allowable. It is essential to maintain the oscilla-
tory nature of these functions in the new coordinates. The
“high-energy” approximation (5.7) is therefore central to
this development.

VI. EXTENSION TO MANY-ELECTRON SYSTEMS

The purpose of this section is to show fairly briefly how
the techniques of Secs. III and V extend to many-electron
systems. We consider the charge-transfer process

A+B*—A*T+B, (6.1)

where the participating atoms and ions now involve
several electrons. We begin by defining an arrangement as
the assignment of N, electrons to atom A, and Nj to
atom B, where N4+Ngz=N, the total number of elec-
trons in the system. The two sides of Eq. (6.1) differ in
such assignments, the left-hand side corresponding to
(N4,Ng) say, while the right-hand side corresponds to
(N4—1,Ng+1). We denote such differing arrangements
by a=(N4,Ng), B=(N7,N§), y=(N},Ng), etc., where
N7, and Ny stand for N,+1 or Ny—1 in an obvious
notation. For simplicity of presentation we only consider
one-electron transfers, i.e., just two arrangements, o and
B.
Corresponding to each arrangement there is a definite
coordinate system and a particular form of the Hamiltoni-
an. In every case, we define N, electron-nuclear coordi-
nates T,4 (u=1,...,N,) and similarly Np coordinates
T,p (v=N4+1,...,Ns+Np). The coordinate Ry v,
joins the center of mass of atom A to the center of mass

of atom B, and passes through the center of mass of the
entire system. The situation is illustrated in Fig. 6 for the
case of a collision between, say, Li(3S)+Li(%S) which
might result in Li*(1S)+Li~('S).

The Hamiltonian for arrangement a=(N4,Np) in this
coordinate system, with motion of the center of mass of
the whole system separated out, is given by

# w B, g

Ny
— vV, —— 3V
2m 4 ,Z’; “42mp 2P 2u4p

H= VitV -

(6.2)

The indices u,A,... will be used for coordinates joining
electron positions to nucleus 4, and v,0,... for coordi-
nates connecting electrons and nucleus B. The reduced
masses in (6.2) are given by
mM A
my=——-—
A m+m 4 ’

mMB

= (6.3)

mp

these being the reduced masses of an electron with respect
to atom A or atom B, and

MiMg
Uap Ey,NANB=m , 6.4)
where M7 is the total mass of atom A4:
Mi=M,4+Nsm, (6.5)

and similarly for B. Equation (6.4) defines the reduced
mass of atoms A and B. The value of u 45 depends upon
the arrangement and is more properly specified as NNy

Similar remarks apply to R 43, which is short for iNA Ny
Mass-polarization contributions, of the form

(a) e; €

Center of mass
Center of mass of B~
of A Center of mass of

entire system

(b)

e € € 6

€, [fes
rﬁﬁ
2
rﬂ'
faa e
Ra4
A

FIG. 6. (a) Coordinate system for a six-electron system in ar-
rangement a=(3,3). (b) Arrangement B=(2,4).
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7 Ny
d — v Ry =
oM, 2 Vua Vaq an 2MB % VB 84=8y,=7vn, > Tar> 6.8)
y;&K wto A=1
. N
have been neglected in (6.2) since these play no role in the Sp= gN =vv. S Tros
physical processes of interest here. Otherwise Hamiltoni- B B Ny+1

an (6.2) is complete The potential energy is given by

N4 24 Zp
41T6 E T4 T
0 u= pA uB
N e? X _Zs 2
4'77'60 v=N, +1 Tva rvB
: [ w Z,Z
+— A (6.6)
47T€0 ij=1 r,~j R
i<j

In arrangement (N4,Np) the distances 7,3, 7,4, and R
are given, respectively, by

rup=|Tpa —Rp—8,+83], (6.7a)
Tya= l?v3+§43+§A—§B| ) (6.7b)
| and
= |§A3+§A—§B| ) (6.7¢)
where '

D yplay,ap(S4,Sp)Sap,Ms,;;(L4,Lp)L 45,Mp ;]

=3 2

M, M M, M,
S Sp Ly Ly

X (S4,S5,Ms Ms, | Sap,Ms, ) (L4, Lp,My, | Lap,Mp,,) ,

and

YN, =m/MJ, yn,=m/Mj . (6.9)

The vector 5, N, joins the nucleus of atom 4 to the center

of mass of the atom in arrangement (N 4,Np), and simi-
larly for 5, Np

In order to construct suitable basis functions for charge
transfer, we begin with electronic wave functions for
atoms 4 and B in arrangement (N 4,Np):

q)A (aA :LA ’SA 1MLA,MSA )’ q>13(aB;ilB)SB’A{LB7AlSB)

in which a,,ap denote the electronic configurations of
the two atoms, and the other quantum numbers L, S,
etc., have their usual meanings as the net electronic orbital
and spin angular momenta. From & ,,$p we form an-
tisymmetrized products in which the spins S,,Sp are cou-
pled to form a resultant S,p and the orbital angular mo-
menta to a resultant L 4p:

A[®4ay,L4,S4,Mp ,Ms,)®pap,Lp,Sp,My ,Ms,)]

(6.10)

in which &7 is the usual antisymmetrizing bperator. The “channel angular momentum” L 4p is in turn coupled to the
nuclear orbital angular momentum /p to form an overall resultant N;:

i

' N
S 3 Ol LapMp )Y (Lapilag, My pomi, | Np,My) =6 (r4,rp;0.4,05Q45) - (6.11)
ML 5 ™45
I
NJ . NJ - -
The ¢.,, are the channel functions of arrangement S pipas(TasTB; R 4p)
(N 4,Np), the index c4p standing for 1 N
=——fempasR 157457830 4,055 , (6.
can=1{4,25(54,58)8.48;1(La,L5)L 4531451) - (6.12) R.p chB,pAB( AB)(bcAB(rA rp;0 4,0p;Q 45) (6.13)

All angular functions are in space-fixed coordinates,
w,4,0p collectively denoting the angles w4y, ...,0 x5 y
and ®py 41, ..., @pN of the electrons. Similarly, 7 4,rp
stand for the collective electronic radial coordinates of the
two atoms, _?nd Q 4p denotes the angular coordinates of
the vector R 3. The net spin angular momentum S,z
and N; are not coupled since the Hamiltonian (6.2) does
not contain any terms corresponding to spin-orbit interac-
tion. The final basis functions are then formed as

where R 51, 545\ Rap) is the nuclear radial basis func-

tion.

Similar considerations go through for arrangement
(N 4 Ny_), only that 4 and B are everywhere replaced
by A1 and B, respectively.

The R-matrix eigenfunctions are represented as linear
combinations of basis functions drawn from both arrange-
ments:
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N N .
b ) i I :
wg' =2 3 Clep:papiMEe pp,,(Tar TR 4p)
€4BP4B

+ 2 2 C(CA+B—’qA+B—;)\')
€atp—94+p-

N
x&’

—- — =
. T, 4, Tph_;
4+tB—’ A+E_( a+Tp—R

A+tB— ):

(6.14)
In order to determine the C(...;A) coefficients occurring
here, it is necessary to form the Hamiltonian matrix over
the basis functions and to diagonalize it. Matrix elements
between basis functions stemming from the same arrange-
ment are straightforward to evaluate. The essential
task—as in the one-electron case—is to evaluate matrix
elements between different arrangements. The Hamiltoni-
an matrix will however remain diagonal in S, p. In the
remaining part of this section we indicate how the tech-
niques of Sec. V are extended to the many-electron case.

Referring to Fig. 6 we see that for each arrangement we
may write

§=ﬁAB+gNA—gNB for (N4,Np)
:RA+B_+§NA+—8NB‘ for (NA+’NB_) .
Hence

ﬁA+B‘=§AB+gNA—§NB_gNA++gNB— (6.15)

We assume that the charge transfer occurs by the
transference of electron N4 from nucleus A to nuclear B,
and this corresponds to the difference in the configura-
tions (@ ap) and (@, a,_). In other words the coordi-

N N, . .
nates of the channel functions ¢CA’B and ¢’ . differ in
ATB™

just one electron only. Corresponding to this we have
from (6.15)

N N
Sy _=VYN~N _ 2 Bv
B B v=N

N

2 ?Bv

=YN__TaN,+VN _
B BT y=N,+1
=yn _Tan,+8n,+0(m/Mg) .
-
In addition,
?BNA=?ANA—-]§AB +O(m/MA) .

Substituting these relations into (6.15) we find
§A+B—=R’AB(1_7NB*)+(S’NA_gNA_',_)*‘?’NB_?ANA
=Rap(l—yy )+yn,+¥y Tan,
B B

+0((m /M 4)*,(m /Mp)*) . (6.16)

This equation, which relates the center-of-mass—to—
center-of-mass vectors in two different arrangements
should be compared with Egs. (5.4) and (5.5) in the one-

electron case. From triangle construction (6.16) we im-
mediately derive the transformation for the nuclear radial
basis functions [cf. Eq. (5.7)]:

sin(kuR 1 p-)
R,y
1
= —— k —S 8(6
K pasSan { cos[km(p4p—S48)18(6n,)
—cos[km(p4p+S4p)18(m—06y )} ,
(6.17)
where
§AB=(1_YNB_)ﬁAB ,
(6.18)

pPap=(vn, +?’NB_)?ANA ,

and Oy , is the angle between R 45 and 7y ,.
4 g Ny

Expression (6.17) is central to this development: It
shows that on transforming nuclear radial basis functions
from arrangement (4 *,B~) to (4,B), a part of the high-
ly oscillating nature of this function is also transfered to
the coordinate of the electron which is shifted. From this
conclusions reached earlier also now apply: The higher
the energy, the more violent the oscillations and the more
effectively all off-diagonal matrix elements are averaged
to zero—and hence the smaller the cross section for
charge transfer.

The angular transformations go through as in Sec. V.
One may use the individual formulas (5.10) and (5.12) and
recouple the result. In any case it is not useful at this
stage to derive a general formula, since the amount of
recoupling is prodigous. It is more transparent to consid-
er individual cases on their merits. However, the funda-
mental point should be emphasized that this transforma-
tion involves functions which are “smooth,” and that the
neglect of terms of order m /M, or m /Mp causes little
error. This is not so in (6.17) where it is essential to main-
tain a distinction between center-of-mass—to—center-of-
mass coordinates in the different arrangements.

Similar remarks apply to the transference of the elec-
tronic radial factors which are of course smoothly varying
functions. Corresponding to transforination (6.16) we also
have )

— — — — —
Tpn,=Tan,—Rup—38y,+8y,

N1
=(1—yy)Tan,—Rap—Vn, 2 Tapu
p=1
N
-
+7’Nb . 2 T'py
v=N,+1

or ~(1=N4yn )¥an,—Rus+Np¥n,Ton, »

(1_NBYNB)?BNBZ(I_NAYNA)TANA—KAB . (6.19)

This equation should be compared to the triangle relation-
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ship immediately preceding Eq. (5.2)—and to which (6.19)
correctly reduces in the case of a single electron. The two
arrangements are then characterized by (0,1) and (1,0).
From (6.19) there immediately follows a zeta-function ex-
‘pansion similar to (5.2) involving the scaled distances

sp=(1—Npyn,)rpn,
and : (6.20)
sa=(1—Nyvy)ran, -

The single orbital involved in the charge-transfer process
may then be transformed by Eq. (5.2).

The off-diagonal elements of the Hamiltonian matrix
may now be evaluated by the techniques described here
and in Sec. V.. The details of these one- and two-electron
multiarrangement integrals will be described in subse-
quent publications together with numerical applications.

VII. FINAL REMARKS

The electronic part of the basis functions described in
this paper consists of products of undeformed atomic
states—antisymmetrized when appropriate. This valence
bond basis is suitable for high-energy collisions (> 1 keV)
when the interacting systems have no time to distort. In
order to extend the range of the theory to lower energies it
is necessary either to use a much larger basis set of atomic
target functions or to allow for some deformation of the
atomic states.

As described in Sec. I this can be done by .using spin-
coupled orbitals.?? In the simplest case of a H(ls) state
interacting with some other ion, the 1s orbital is replaced
by the linear combination

b4~ +APy,

The coefficient A is determined by a spin-coupled calcula-
tion of the molecular electronic state involved: the same
calculation providing the potential W(R,) from which
the nuclear distorted-wave basis functions are determined.
The parameter A is a function of the relevant center-of-
mass—to—center-of-mass separation R4, and becomes
zero as R 4 becomes large.

In the R-matrix calculation of charge transfer, the use
of a deformed atomic state (7.1) amounts to the addition
to the set (3.9) of channel functions of the type

(7.1)

Rpni(rg)¥ i [(L 4,1);Q 4,008] (7.2)
It should be noted that this is now a function of R4 and
will be affected” by the nuclear kinetic energy term
(—#/21 4 )V%A in the Hamiltonian giving rise to radial
and angular coupling matrix elements similar to those en-
countered in studies of the crossing of potential energy
curves, ¥ 13 '
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APPENDIX: DETERMINATION OF APPROXIMATE
R-MATRIX GREEN’S FUNCTION

In order to obtain an approximate expression for the

" Green’s function

XPRXP(R)
GPR,R)=F A=
Y €, —E

[cf. Eq. (4.12)], we consider solutions of the “field-free”
equation

(A1)

1 d dX I(I4+1)
——— |R*% 2_ Tl = A
R® dR 4R + |k R? X(R)=0 (A2)

which satisfy the R-matrix boundary conditions
X(R)< o as R—0
(A3

ax

— | =0.

dR |,

In general the two linearly independent solutions of (A2)
are j;(kR), which is a spherical Bessel function of the first
kind, and n;(kR), a spherical Bessel function of the
second kind. The function j;(kR) satisfies the boundary
conditions at R =0, but for R =d the combination

pi(kR)=n;(kR)jj (kd)—nj (kd)j;(kR)

satisfies the boundary condition at R=d. In this, the
prime denotes differentiation with respect to R. From
JitkR) and p;(kR) we construct the Green’s function in
the form

(A4)

Ji (kR)p;(kR")

’ -

kjj (kd)
GPR.R)={ I (A5)
pi(kR)ji(kR’) ,
A R>R'.
kji (kd)
~ In particular we find that
—Jji(kR)
GYR,d)=—""—. A6
E k2d%ji (kd) (A9

Substituting this expression into Eq. (4.14) and replacing
the upper limit of the integration over R, by w0, we ob-
tain

Ro§% = 4[(2l,+1)2g+ Dk2k3d2dRji (kod)ji (kgdp)]™!
a B B

XA t1s 1, (kaR )Py (cosB4) | H | 1,1 (kgRp)P;_(cosOp)) .

(A7)
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In order to evaluate the (I,lg) contribution to the S ma-
trix (4.4), it is necessary to evaluate D. This is given ap-
proximately by

D=RyaRpsL,Ls=—RaaRpgkakp . (A8)
The (I,1g) contribution to this is given by
()
D'~ _ G5 (d,,d,)65" (ds, Dp) (A9)
2
_ |7 16
[l +1)(2lg+ D]
_]1 (k dA )Jlﬂ(deB)
, ,  (A10)
k kpdA Jla(kadA)]IB(kﬂdB)
and hence
Rag? 4 GlatD2+1) ( -
— - " e H .« B
pUels) ~ 72 4y kad i (Uepdy) g <L)

Replacing j; (- -+ )jlﬁ( -+ +') by the average values of their

asymptotic expressions, 1/2k,kg, and summing over all
l, and Ig we find

Sop~ gﬁ‘:—i(kakﬁ)‘/szdB

X S Qlg+1)i'2g+ 1"+ [H| )
Il

—»—»

R k R
A |H [ F R0y Y, (A11)

or
By T L
Saﬂz;i%ldfid3<e’ i [H e P P g,)
(A12)

for plane-wave functions normalized to a flux of u /% as
before.
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