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The origin and importance of electron-translation effects within a molecular description of electronic excitations in
heavy-ion collisions is investigated. First, a fully consistent quantum-mechanical description of the scattering
process is developed; the electrons are described by relativistic molecular orbitals, while the nuclear motion is
approximated nonrelativistically. Leaving the quantum-mechanical level by using the semiclassical approximation
for the nuclear motion, a set of coupled differential equations for the occupation amplitudes of the molecular orbitals
is derived. In these coupled-channel equations the spurious asymptotic dynamical couplings are corrected for by
additional matrix elements stemming from the electron translation. Hence, a molecular description of electronic
excitations in heavy-ion scattering has been achieved, which is free from the spurious asymptotic couplings of the
conventional perturbated stationary-state approach. The importance of electron-translation effects for continuum
electrons and positrons is investigated. To this end an algorithm for the description of continuum electrons is
proposed, which for the first time should allow for the calculation of angular distributions for § electrons. Finally,
the practical consequences of electron-translation effects are studied by calculating the corrected coupling matrix
elements for the Pb-Cm system and comparing the corresponding K-vacancy probabilities with conventional
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calculations. We critically discuss conventional methods for cutting off the coupling matrix elements in coupled-

channel calculations.

1. INTRODUCTION

During the last years a widespread interest has
developed concerning the excitations of the elec-
tronic shells in collisions of very heavy ions and
atoms. The reason for that is that those excita-
tion cross sections allow us to study the behavior
of electrons in the very strong electromagnetic
field of two highly charged nuclei approaching
each other up to a few femtometers. At the point
of closest approach of, for example, two uran-
ium nuclei, the electrons of the inner shells for
a short time feel a strong quasimolecular field
created by two sources with total charge Z,,
=184, This has a large influence on the electron-
ic charge distribution and binding energies. The
inner-shell -electron wave functions are strongly
contracted, their binding energies strongly
increase, so that the orbital velocity of those
states becomes nearly equal to the velocity of
light, and the binding energy can reach values of
the order of or even larger than twice the elec~
tron rest mass.! Because of the large orbital
velocity compared to the relative velocity of the
nuclei in the scattering process, the inner-shell
electrons behave to a good degree of approxima-
tion adiabatically * and form quasimolecular or-
bitals. %% Signatures for the development of
molecular orbitals have been experimentally found
by studying the x-ray spectra.®'! A unique sig-
nature for the existence of K-shell binding ener-
gies larger than 2m0c2 in collisions with total

chargeZ,, > 173 (Refs. 4 and 12) wouldbe the detec-
tion of the decay of the neutral vacuum,®i.e.,

the spontaneous filling of a K hole followed by
emission of a positron (“spontaneous positron pro-
duction”). However, due to the dynamics of the
problem and the large kinetic energy of the nu-
clear relative motion, many other processes oc-
cur which eventually lead to positron produc-

tion. 14 Therefore, separation of the contribution
by the spontaneously produced positrons would re-
quire an exact knowledge of all other excitation
processes within the electron shell during the col-
lision.

To this end in the last years extensive calcula-
tions have been done'*’ !¢ where the excitations
(including molecular radiative transitions) have
been calculated by solving a set of coupled differ-
ential equations for the occupation amplitudes of
the electron states. These coupled-channel equa-
tions are obtained by first decoupling the nuclear
motion by treating it semiclassically. Then a
time-dependent Dirac equation for the electrons
remains to be solved, the time dependence stem-
ming from the time dependence of the internuclear
distance given by the classical trajectory R(#):

; 0y - A - -
;T,Z;;/*) (r’t):HTCD(r, t)il)(r, 0, (1.1)
where

ﬁ'rcn(lt, )] EﬁTCD(F, ﬁ(t))
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is the two-center-Dirac (TCD)_.Hamiltonia.n for the
two nuclei being at a distance R(f). Expanding the
wave function ¥(T, #) into the adiabatic molecular
basis ¢,(T,R) solving

é’rcn(;: l3)‘/’,,(1‘:, l-{) = €"(R)¢n(;, E) (1.2) ’

J

d(t) =~ Zm: <¢,.

3
o¢

by the ansatz

5,0 = Z a0 F Rt exo(% [ e munar)

(1.3)
yields the well-known set of coupled-channel equa-
tions for the a,(t):

<pm>exp(% £ ") - €,,,(t’)]dt'>a,,,(t)

== S0 log =k w0, o exn(t [ (e~ edat)antd. (1.4)

Here the 8/8¢ coupling has been rewritten via the
classical trajectory R(t) into a radial coupling

R 8/8R and a rotational coupling i/h‘wa, (where J
is the electronic angular-momentum operator).
Cross sections may be calculated in terms of

| a,()|?, the asymptotic probability to find the
electronic shell in state |@,).

Unfortunately, this generally used method has
a major disadvantage: the 8/8¢ coupling between
the molecular states ¢, does not vanish as R -,
Hence the asymptotic occupation probabilities
| a,()|? are ill defined. However, these asympto-
tic 8/9¢ couplings are clearly unphysical, as the
interaction between the two ions vanishes asymp-
totically. The reason for the spurious couplings
was recognized already more than 20 years ago
by Bates and McCarroll,!” who realized that they
are due to the fact that the adiabatic molecular
basis states are calculated keeping the relative
internuclear distance R fixed, whence the asymp-
totic translation of the electrons with the escap-
ing nuclei is not contained in this basis. There
have been numerous attempts to solve this prob-
lem!™% using so-called classical electron-trans-
lation factors (ETF) by which the molecular states
were multiplied. However, all these attempts
had serious defects (see Ref. 20 for a discussion),
and only a new approach by Thorson and Delos,20
who gave up the ETF idea in favor of a nonlinear
coordinate transformation leading to an electron-
translation operator instead, finally led to a sat-
isfactory treatment of the problem.

In Sec. II we will review, slightly correct, and
extend the work by Thorson and Delos? to sys-
tems where the electrons must be described rel-
ativistically. No specification to one electron
system will be made when setting up the theory.
By semiclassical approximation of the nuclear
motion (Sec. III) we will derive a new set of
coupled-channel equations for the occupation amp-
litudes, which no longer contain any spurious
asymptotic couplings and thus overcome the de-

fects of Eq. (1.4). In Sec. IV we attack the prob-
lem of describing relativistic continuum elec-
trons in the field of two nuclei. Since the con-
tinuum solutions of the two-center Dirac equa-
tions are not known, and even if we knew them
our electron-translation-operator formalism
could not succeed in asymptotically suppressing
the continuum-continuum coupling, we circum-
vent this problem by constructing another con-
tinuum basis. This basis consists of wave pack-
ets having the necessary localization properties
to ensure the asymptotic vanishing of all coupling
matrix elements. It allows for a description of
all electrons (and positrons) with kinetic energy
large enough to be able to leave the two nuclei
within a time interval comparable to the collision
time (~107!° sec). Thus we suggest a theory which
for the first time should allow us to calculate
angular distributions of 6 electrons and positrons
in collisions of very heavy systems.

In Sec. V we specify the switching function
F(r,R) used for the actual calculation of the cor-
rected matrix elements in the coupled-channel
equations. In Sec. VI finally we present results
which show the influence of electron-translation
effects on the K-hole amplitude in Pb-Cm col-
lisions. Our main result will be that the natural
cutoff of the 8/8¢ matrix elements by the electron-
translation matrix elements takes place much
farther outside (i.e., at much larger internu-
clear distances) than previously®*’ assumed.

II. QUANTUM-MECHANICAL FORMULATION
OF THE PROBLEM

We want to describe a system of two nuclei
(mass My, Mg <M,; charge Z,,Zp) and Z' elec-
trons. In Table I we define the reduced masses
and coordinates of importance for the following.
Some of the them are depicted in Fig. 1. The
mass asymmetry A satisfies the following iden-
tities: define f4 ==1, fz=1, then we have



TABLE I. Definitions of reduced masses and coordinates.

Coordinates

‘Corresponding masses
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Rbw=7; T(MABg+MBR%+ m Z :rg>
i=

=0 1 -0 za (B)*d
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Coord. of electron i in the
laboratory system L

Coord. of nucleus A(B) in L

Coord. of center of mass of the
nuclei (CMN) in L

Coord. of CM in L
Relative coordinate of the nuclei

Coord. of electron i w.r.t. CMN

Coord. of electron i w.r.t. nucleus A

Coord. of electron ¢ w.r.t. nucleus B

Coord. of center of mass of ion A(B)

Relative distance of the two ions

Coord. of electron i w.r.t. CMA

Coord. of electron i w.r.t. CMB

my
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" Electron rest mass

Rest mass of nucleus A (B)

Total nuclear mass

Total mass of the system

Reduced mass of the nuclei

Molecular reduced mass of the
electrons

Reduced electron mass w.r.t.
nucleus A

Reduced electron mass w.r.t.
nucleus B

Mass of ion A (B) (Z4+Z5=Z’)

Reduced mass of the ions

Reduced electron mass w.r.t. CMA

Reduced electron mass w.r.t. CMB

Nuclear mass asymmetry

V9s

YATTANW LANYIE ANV ‘YANITED YALTIVAM ‘ZNIAH HOIYVTIN



1-2 MB= Z 7\
2 T My M,
1-2_ p

4 T My

A. The total Hamiltonian

Nonrelativistically, the total kinetic energy is
given as a sum of the kinetic energy of the center
of mass and the energy of the relative motion:

P&y 1 2 5\’
2#+gz=1:2mo +2MN <4=1 P‘) )
(2.1)
Here P and p‘ are the momentum operators can-
onically conjugate to the coordinates R and r,

We now want to find out how (2.1) has to be sub-
stituted if the electrons are to be described as
relativistic spinor fields, whereas the nuclear
relative motion remains nonrelativistic. Let
us choose as inertial system the CM system (’153,,
=0) and consider the classical expression for the
total energy without interaction

T=Toy+ T,y

i 2
H=Hy-Myc*+ V=§ + VA3(R)

+ Z [@9B;c +p%Wmec? + VOA(E,, R) + V& G,,R>1+

$=1

. + VAB(R) + H

R
=% 7, R).

mol
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TABLE II. Order of magnitude of the expansion param-
eters in Egs. (2.2) and (2.3).

Proton-proton Pb-Pb
P%/2u 4 3
—t ~5 X = ~ d
Myc? 5X10 10
mp ~3 x10-% ~10~8
My 3 X10 10

H0= [M,ZQC4 + (Pg)ZCZ]I/Z + [Mgcli +(POB)262] 1/2
zl
+ 35 ket G, @
i=

where I_’f‘ is the canonically conjugate momen-
_t_um of R}, etc. Expressing this in terms of

PY,=0, P and P, and expandmg with respect to
the small entities (P?/2u)/Myc® and mo/MN, we

obtain
, 2
(£5)

Hy=Myct+7+— +f:(m2c4+1>2 Hit+ ﬁl

2 =1 N 2mo
—m +HE,. (2.3)

The smallness of the expansion parameters can
be visualized in Table II for collisions at the
Coulomb barrier. One clearly sees that for heavy
systems higher-order corrections in my/My can
be neglected if one does not take into account sim-
ultaneously relativistic corrections to the nu-
clear relative motion.

Now we may quantize (2.3). Describing the
nuclear relative motion by a Schrédinger wave
function and the electrons by Dirac spinors, we
may write down

Pt &
_MNCZ=____ +t (a(i) _ﬁic+3(l)m002)
2p =1

* 2,114,, (g-ﬁ‘)z ) (2.4)

i=

where ¥, 8% act on electron i. Adding the
electrostatic interaction (magnetic field effects
will be included later), the Hamiltonian becomes

’

L (25) 4 2 vear,-x)]

i=1

(2.5)
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[Equation (2.5) results from a first-order S-
matrix expansion—back reaction of the interac-
tion on the kinetic energy via effective masses for
the interacting particles, etc., and the resulting
problems in defining the (CM) system are neg-
lected. Only under this assumption is quantiza-
tion as in (2.4) justified. ] HZ (¥, R) is the rela-
tivistic molecular Hamiltonian for the electrons
(f denotes the set {T;}). It contains as a correc-
tion to the two-center-Dirac Hamiltonian

Z'
2 G Bie +p Vet + VAELR) + VR, B)),
i=1

2 Pis A "(4; * i) 2 1
Hy-M = + a - P} + im -
0 e 2UaB [; ( Piac™p oc’) ZMA(

’

B. The wave function

As the total energy E is conserved, the total
system (two nuclei plus Z’ electrons) is des-
cribed by an eigenfunction of H:

H(F,R)¥(%,R) = E¥(T,R) . 2.7

(T, ﬁ) contains the electronic motion as well as
the nuclear relative motion. It may be expanded
with respect to a set of electron eigenstates, -

for example, molecular eigenstates of HZ. (F,R):

Hyy (T, R)o,(F, R)= € (R)¢,(F,R). (2.8)

For asymmetric systems (A #B) the bound states
of the molecular basis for £ -« go over into a
product of wave functions localized around the
two nuclei 4, B (Ref. 20):

(P,,(I?, ﬁ);’(pnA(F:)q)aB(Y‘;) ~ (2-9)

For symmetrical systems the ¢ (%, R) additionally
have good parity, and a certain combination of
even and odd states has the property (2.9). This
property is due to the fact that for R -« an elec-
tron in ion A no longer feels ion B. This is not
true for continuum electrons; continuum energy
eigenstates are always spread over all space
and always feel the potential of both nuclei.
Therefore, for continuum electrons (2.9) will not
hold. We will discuss this problem in Sec. IV.
For the following let us assume asymmetric
systems and that (2.9) be fulfilled. Expanding
¥(7F, ﬁl with respect to the molecular basis
¢ (T, R) (perturbated-stationary-state method),
we find

¥(E,R) =Y x,@¢,F R), (2.10)

besides the electron-electron interaction another
term which takes into account that the complete

, electron cloud may move with respect to the CM,

This term is by a factor of my/M, smaller than
the electron kinetic energy. The nuclear rel-
ative motion is governed by the nucleus-nucleus
Coulomb potential V42(R),

For the purpose of later use we want to state
without proof the representation of H; in atomic
coordinates. This can be easily evaluated by
using Table I and the chain rule for the momen-
tum operators (see Ref. 21 for the same discus-
sion for nonrelativistic electrons):

550 Jota—s1
f

where y, (_R’) contains the nuclear relative motion.
Projecting out the molecular states ¢, wouldyield a
set of differential equations for y, which, by
semiclassical approximation, would lead to the
coupled-channel equations (1.4). This method,
called “perturbated-stationary-state (PSS) meth-
od,” thus leads to the various long-range coup-
lings discussed in the introduction. We can now
trace the reason for that to the fact that for
R~ (VA5.0) the x,(R) become eigenfunctions of
P*/2u, i.e., plane waves with a good momentum
P:

Xg—e /MR (2.11)

Res R

Physically, however, we expect the asymptotic
relative motion to be that of two ions (not nuclei)
moving apart, described by eigenfunctions of the
momentum ﬁA p canonically conjugate to the in-
teratomic distance R, p:

X, —eei/MEanRap (2.12)
Re=s
Obviously R is not the asymptotically correct

scattering coordinate. Therefore, itis convenient to
use another scattering coordinate becoming R 45 a8
R ~w, This idea is due to Mittleman and Tai, '’
They changed from the molecular basis ¢,(T,R)
to a new basis ¢ (T, R*) in such a way that in the
expansion

‘If(f,ﬁ)=2 XAR¥)9 (7, R*), (2.13)

the )Z,, behaved asymptotically correctly:

) PR 219

R=




Mittleman and Tai gxpfessed all wave functions
through R* =R*(T, R) and thus had for every R
and for every electron configuration{f;} a new
“molecular” basis ¢,(T,R). We, however, will
explicitly write out the coordinate transformation
R ~R* and then be able to continue to use the

old set of coordinates {R, 7.} and hence the two-
center basis ¢,(T, R). Using the new scattering
coordinate R* willthus result in additional easily
calculable coupling matrix elements between

the molecular states ¢ (F,R).

We now set
R*=R+X, (2.15)

and thus may write
¥(FR) =Y TR, R)e,(F R), (2.16)

where f(ff) is a translation opqrator
TRYRE) =AR+D. (2.17)

For constant X we have the representation

FR)= & Tr= g 4/MXE (2.18)

In our case, however, X will depend upon R (see
below), and we have

1

R . < \2
T(X)=1+% X;P#g(;;) XX PP+--c (2.19)

7
(summation over double indices is understood).
The adjoint operator 7"(X) is obtained by partial
integration:

X)= 1——P‘X, ( )PP,XiX,
(2.20)

Since the momentum operator P affects X , T is
not unitary, i.e., f‘*(i) TX) #1.

The reason for this nonunitarity is that we
continue to express everything through (R, T) and
not through (R*, 7). In partlcular, the volume
element in the scalar product d SR &y .. A7z,
is kept unchanged. 77(X)7(X) is nothing but the
Jacobian ||8R/3R*||,which we have to take into
account explicitly. We could avoid this by in-
troducing a new scalar product d°R*
Xd%;...d%,+, but then we would have to re-
define all differential operators in the Hamilton-
ian in order to again obtain Hermiticity.

Another consequence of T'T#1 is that the new
coefficients ¥, differ slightly from x, as functions.
From the normalization condition for ¥,

f VT, R)U(F, R)PR Py, . . .dr.=C, (2.21)

23 ELECTRON-TRANSLATION EFFECTS IN HEAVY-ION... 567

we get, using (2.10),
¥ [ Rl Ry ®)
mn

X@u(F RIER A, . .. dry=C, (2.22)

whereas (2.16) yields

Y [R@elE RTRT @R

mrn

x@(r, RPR Ay, ... dry=C. (2.23)
In lowest order (m/ ) T'7T is a real number (see
Appendix A); hence, comparing (2.22) and (2.23),
it follows that

)‘E" — (Tffw)-l/lx"

2
~fi_ 3 m ax B 2
=(1 T ug[f(r,,R)'H\] X, - (2.24)

Equations (2.21)-(2.24) guarantee that the norm
is conserved under the transformation in spite of
T being nonunitary. Moreover, we recognize as
the proper transformation operator the unitary
combination (see Appendix A) (7'7)"'/?T. Hence
the completeness of the expansion of the total
wave function with respect to the ¢ (f, R*) is no
problem.

The problem of 7 not being unitary in case X
=X(R) was not correctly recognized in Ref. 20.
Thorson and Delos used the regresentatlon (2.18)
and for T%(X) they wrote &(-i/MX*P B being the
momentum operator. Then they had =1, but
their transformed Hamiltonian was not Hermit-
ian. Hermiticity they established afterwards by
symmetrizing several terms, thereby obtaining
a slightly different result than we do. Our re-
sult will be fully consistent in order m/ .

We now are going to calculate the translation
vector X.

C. The translation vector f

The translation vector X is defined by two asymp-
totic conditions:

(i) For R -0 we want to work in the molecular
picture. Hence in this limit the internuclear dis-
tance R is the correct scattering coordinate.

(ii) For R ~ o, R* =R +X should become Rz,
i.e., the interatomic distance; this scattering
coordinate takes into account the asymptotic trans-
lation of the electron with the two nuclei.

For the details of the calculation of X out of
these boundary conditions we refer to Ref. 20.
The result is
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z
=735, (2.25)
M1
with
- fELR) *A[. FE,B)+r =
Si =f(ri,2) )\(I" f(r1’4 )+7\ R). (2.26)

Here f(F;, R) is a so-called “switching function”
which is free up to the boundary conditions for
R ~0 and R-~=. Condition (i) is fulfilled by (1
is the mass asymmetry)

lim AT, R)=-x. (2.27)
r—=,R /r—0
Condition (ii) leads to
lim T, ﬁ =fp=+
R->°°,75/R->0f( ’ ) fB 1 ’ (2.282.)
lim  f&,R)=f,=-1. (2.28b)

R-»ao'fA/ R

Two choices for f(T, R) fulfilling (2.27) and (2.28)
will be discussed in Sec. V.

D. The equations of nuclear relative motion

Inserting (2.16) into the Schrodinger equation (2.7), we obtain

> [HE, R) - EJTE)x,R),(F, R) =0.

Multiplying from the left by
[T @11 X),

(2.29)

using (2.24), and forming the scalar product with ga:'n(F,ﬁ) yields

Z(m]H’-—EM)x,,EZfd31’1 ..

. @ et &, RV 2T HET(TTT) 2 - Ele,(, Rx,(R)=0.

(2.30)

We recognize that the coordinate transformation R~ R* can be rewritten as a unitary transformation on

H(;y ﬁ):

', R) = [T X)PE)P2 T T, RyTE) [T E) X))z

Hence (2.30) has the same structure as in the PSS
theory; however, H is substituted by H’. H’ cannot
be given in closed form. However, as T is gen-
erated by the small vector X = (m/p)%S,, we
may expand H'(T,R) with respect to m/u. As we
saw in Sec. II.A, the operator H is only consistent
in lowest-order m/ u because we used the nonrela-
tivistic approximation for the nuclear relative mo-
tion. Hence, in order to stay consistent, we
should drop all terms ~(m/ )", # =2 in the expan-
sion. In addition, we shall assume that the switch-
ing function is so smooth that we may safely drop
terms ~(m/p)grad, f and ~(m/u)gradyf. This
considerably simplifies the expression for H'.
[For a sudden change of the basis (e.g., f jumps
from 0 to +1 at a certain distance), there may oc-
cur errors on the order of m/u. We will see,
however, that as long as f is smooth as a function
of T, the essential corrections KW, are not af-
fected. ]

For the details of the calculation we refer to
Appendix A. For the transformed Hamiltonian

—J

P - = 1 .- -
Zﬂ:<m,EﬁérV“(R)+H§,‘°1(r,R)+AG,R)+§E(A-P+P-K)—E

(2.31)

r
one obtains in order m/ u:

- - Pz - - - -
B E, ) =5+ VANR) + Hib (7, B + A+—21—“ (&, 5},

(2.32)

" where A is the difference between transformed and

old potential:
A=VAB(|R-X|)- VAB(R)

Z
+Z; [VeAR,,R-X) - VoA(F,, R)

+VeB(r,,R-X)- veB(x,,R)].  (2.33)
The operator A is defined by
=1 ulHh, (7, R), K]
=mf~———f(;’§)”&"”c : (2.34)
=1
From (2.30) we thus find
n>x,,(§)=o, (2.35)
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which may easily be evaluated to

;[;—“[ﬁl+§+:§]z +[VAB(R) +¢,(R) - Elb,, +(A --2—1-A A>mn]xn(R)=0.

Here (1),,,=9,,=(m|n) is the unit matrix;

(B = (m | P|n)

2.37)

are the matrix elements of the momentum operator
P between the molecular basis states (which turns
out to be just the usual dynamical coupling);

Ry =(m| K| n) (2.38)

will become the corrections of the dynamical coup-
ling due to the electron translation; and

(é)mr'§<m | A(F, ﬁ) | n) .

Comparing the result (2.36) with the correspond-
ing equation from the PSS theory,

Z.: (Zlu(ﬁ 1+

+ (V48 +¢, - E)ém,)x"(ﬁ): 0,

(2.39)

_..mn

(2.40)
we will see that the really essential difference is

|

’

H;lol(.f,ﬁ)z[ l[-’(“ By C+B“)m A+ VeAT, )] +3 Z V“(Ira _rj')—
i=1

Z's 4 Z'y m 2Z'g
ABRE SR B o Fy v, )
= = j=1

z} A
m g -

+Pao - (F3aWe - 2 35 0c)
B i=1 A i=1

at om + {H corr}

(2.36)

r

the substitution P P +A. All other corrections
are smaller by an order “m/k. The important
pomt is that whereas P does not vanish for R — =,
P +A does:

lim(P,, +4,)=0.
R~

(2.41)

Hence the correction matrix elements due to elec-
tron translation asymptotically cancel the spurious
dynamical couplings.

. The proof of (2.41) is not difficult in the case of
nonrelativistic electronic motion,* using that one
of the two states involved obeys (2.9). We now
want to sketch the slightly more involved reasoning
for the case of relativistic electrons,which also
will be of use later in Sec. IV.

Let us first express the molecular Hamiltonian

H3L L (F, R) in terms of atomic momenta PAB, K,
P¥;. (This is achieved by using Table I for the
coordinates and applying the chain rule for the
differential operators ¥, , etc.) We obtain

(Z 5&) ]+[A — B]

A i=d

(2.42)

HE .. is just the atomic Hamiltonian [see (2. 6)] for the case where the molecule dissociates into two ions
with Z4 and Z; electrons. If we neglect the small corrections due to the fact that v®4 depends on r, 4 (dis-

tance to nucleus A) instead of r;"A (distance to the center of mass of ion A), H

01 in the asymptotxc channel

contains [up to order (m/u)z] only one correction whxch depends on the atomic distance RAB

PAB(M ﬁ 0_42 (i) .

(2.43)

[This term is the relativistic analog to the recoil term, consideredin Refs. 22(a) and 22(b) which occurs in a
treatment of ion scattering in an atomic basis and is given in a somewhat different form in Ref. 23. } Com-
paring this to (1/2u) {A P} we easily see that both terms asymptotically yield the same P ap coupling:
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-—{A P}—»—ZZ‘—-— )+ Pe

R—nolll

n

.

Z z! z
= [m i . m 24‘ - ﬁ -
PAB('-—g' a'Pe _—.‘ll a‘"c) —-—g"

1 M i A

1,

il

:ﬂZfz a c—PAB —Zfz 1 (117‘[:

z M Zg
- -
Z: A MB e p‘lB)
J: i m2
p,Ac - - E ot . Yepke +O(?) . (2.44)

i J

Indeed, (1/2u){K ﬁ} yields all three underlined terms of (2.42). Thus we have shown that

Hatom {A P}+ Vmol atom He mol +O(m/“

(2.45)

where Vf,,‘o1 —Viiom is the interaction of the electrons in A with nucleus B, and vice versa.

Equivalently ,

p?
H—2 +VAB(R)+Hm°1—>—+VAB(R) H§}0m+—{A P+ Vi, - Va,°m+o<“)
[ Rroo

w2l

Comparing this with the representation of H in
atomic coordinates [see (2.6)],

Pz
H=7—42 4 V*P(R) + Hlon + Virr = Vitoms

2.47)
2p4p (
we thus have proved that
P P
P ———-—B— 1 +o< )] . (2.48)
2;1 { } w2lap [ B

For bound states with the property (2.9), however,
_P’AB does not act on the electron wave function for
R -, and thus the spurious long-range dynamical
couplings vanish, as they should according to the
idea behind the coordinate transformation R -~ R*.
Once again we want to stress that this is not true
for continuum states. In that case the interaction
Ve, - V&,n does not vanish for R ~«, and due to
the interaction of the electrons with both centers
even for R -~ =, the separation property (2.9) is
destroyed. Hence P, also for R —~« acts on the

electron wave function, and the long-range cou- ,

4 1
1 ‘- T

) 0
(—ZﬁVR)l;:(—Zﬁﬁ ;,;—

where J,.,J,, J, are the components of the elec-
tron angular-momentum operator in the rotating
coordinate system. Hence [ [m)= |¢n(r',R))]

P}}nnEan’n =(m | - ihog |n> )

. 1
P =Pon==F (m|Jy |n)

, ~ 7N, coto
P§, =Py, = P4, -2,
1 7\, cotd
=}_€- <mle,'n> —-——"E——-—ém" (2.50)

&% TR sing 59

(2.46)

r
plings remain. In Sec. IV we shall show how to
avoid this problem.

E. Transformation to rotating coordinates

The equations of motion (2.36) contain couplings
by the relat1ve momentum of the two nuclei
P—zﬁVR VR means differentiation w1th respect
to R keeping the electron coordinates r, in
the center of mass system of the nuclei CMN sys-
tem) fixed. On the other hand, the electron wave
functions ¢,(T,R) are most easily calculated in a
coordinate system which rotates with the internu-
clear axis R. In this system, where the electron
coordinates are r;, ¢,(r’,R) only depends upon
the distance R of the nuclei, and no longer on the
orientation of the vector R. Therefore, we will
transform the equations of motion (2.36) into this
rotating coordinate system. In order to do so we
have to substitute all differential operators _V’R,
keeping T fixed, into differential operators, keep-
ing T’ fixed. The calculation is analogous to Ref.
20 and may be found in detail in Ref. 24. We make
use of

109 1, _cot6

TR = (2.49)

|
Here A7 is the eigenvalue of ¢ (T’,R) with respect
to J,.. Making the ansatz

= 1
XdB) =g 2L CE FIRNCA(0,9), (2.51)

where?®
3¢, (0, 9)=[(2K +1)/47] /2 (~i)*ne af (6)

(2.52)

arethe eigenfunctions ofthe angular part of P , and
projecting out 3¢k (6,¢), one obtains?’?*
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KK +1)7

2H.R2 6»m-I-Amrl

g (P + @57+ QAT CEPIR) =0, (2.59)
Here K(K + 1)#%/2R? is the angular momentum barrier due to the rotation of the internuclear axis;
o= (B0 + (PO, + (PPA° + A°B° + PPA° + A°PY),,, —%@Ebm - (AR, (2.54)
QE =6, o [(K FANK Ayt 1] /2Py + A%)
=0 it [ F DK+ 8 )] 2P A, (B, + AT | (2.59)

AR, =A%, A%, =A%, and A%,=A%, are the three components of the matrix vector A,,, in the rotating co-
ordlnate system; they will be given explicitly in Eq. (3.29).

We will estimate the relative order of magnitude of the different terms in (2.53) below. It will turn out
that the essential couplings between the molecular states are the modified radial coupling (P%,+A% ) and

the modified rotational coupling Q%{*’. In particular,

PR+ A%, =~ ifi(m | 0g [n) + 5 1ew—€Xm|XR [n)

(2.56)

is the well-known radial coupling, corrected by a matrix element of the R component of the translation

vector X[(2.25), (2.26)]. Q%% for A, <K approaches

7K 7K .
Q’“*’ 6Am'Ant1(W(Jy')mn"IrEAfnn) ==Wy[(J,)m-RA

’:t:n]bAm,A"ﬂ , (2.57)

i.e., the old rotational coupling w T , corrected by a matrix element of X , too. Equation (2.53) may be

rewritten as

( d‘;z + kz(R))CK”FK(R)— -2 ZD,,,,,C"” Z (

where
(PR +A%,) (2.59)
1, - - 2
Bm"=ﬁ7(2R +_éR 2'"""‘%’;- Amn+ —f (ﬂmn+QK (*)) )
(2.60)
and
2 KK +1
B R =2(E - o) - voy -EEHD,

(2.61)

Here, ¢y(R) is a mean binding energy of the elec-
trons independent of their state. In general one

' sets g(R)=0; then k}(R) corresponds to a Ruther-
ford trajectory. Deviations of the nuclear tra-
jectory from the Rutherford case due to the vary-
ing part of the total energy going into electronic
binding energy?*® may be considered here by intro-
ducing a convenient function ¢(R). Effects of this

[ed(R) - ex(R)]5 mn) CHUFE(R), (2.58)

kind, however, are small,’® and we will not con-
sider them further.

The right-hand side of (2.58) describes the back
reaction of electronic excitations on the nuclear
(Rutherford) trajectory. The equations are dia-
gonal in the total angular momentum K and its
projection M with respect to ﬁ, because both quan-
tities are conserved and not affected by excita-
tions of the electron shell.

III. THE SEMICLASSICAL APPROXIMATION OF THE
NUCLEAR RELATIVE MOTION

Any numerical solution of the quantum mechani-
cal equations (2.58) would require taking into ac-
count many electronic states and, in general, even
much more total angular momenta K. For heavy
systems this will be completely impracticable.

On the other hand, we expect that for heavy sys-
tems the nuclei will move along classical Ruther-
ford trajectories without being much influenced by
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the electronic excitations. Thus the nuclear tra-
jectory will to good degree of approximation be
independent upon the state of the electron shell
and only be determined by the total energy and’
total angular momentum. This approximation for
the nuclear trajectory is obtained by applying the
Jeffreys-Wentzel-Kramers-Brillouin (JWKB) ap-
proximation to Eqgs. (2.58). This will be done in
the following section using the methods of Refs.
27 and 28.

A. The JWKB approximation

Setting the right-hand side of (2.58) equal to
zero, the JWKB solutions are

FI;(R)zAIfn(hko)'HZet(i/h ) Sqrin/4 s

R
s(,=fRD fiko(R ")dR’. (3.1)

Here, R, is the classical turning point of the
nuclei, where ky(R) becomes imaginary. () de-
notes (out-,in-) going JWKB waves. The terms
+im/4 in the exponent provide the correct adjust-
ment at the point of closest approach.?®?}

Now the full solutions of (2.58) may be expanded
into this complete set of free JWKB waves. Then
the dynamics of the expansion coefficients will be
determined by the right-hand side of (2.58), i.e.,

Fy'(R)=C{"F%(R)

) 1 KM(+) (i/R(Sg+y ) HT/4
= R 0
(}iko)‘:i [an™" (R)e "

_ aI;M(-) (R)e'(i/h)(so* r,,)-i'r/4] ,

where (3.2)
R
y"=s,,—so=fR(S HIkEAR) ~kRR',  (3.3)
KR =24 [E - e,(R) - V45(R)] SR s
It is easy to show that
&R')—€efR)
- [ AR ofE) . e

One of the two parameters af* (R) in (3.2) can be
eliminated by demanding?’

dakn®
dR

e(i/h)(so+ym)+in/4

KM(=)
=da_m__p-<i/m(s0wm)-irr/4 (3.6)
dR_° » L9

which eliminates all second derivatives of o®"*’

in the equations of motion.

We now insert the ansatz (3.2) into (2.58), ex-
pand in terms of % (semiclassical approximation),
and néglect all terms containing strongly oscillat-
ing phase factors.?”?® Then the equations of mo-
tion separate into two sets of equations for

the electronic excitations. We set a¥ ) (R) and o7 (R) (Ref. 27):
1
. . - 'R m
2inp oMY = Z(2p,,D i+ BEB yasH ) exp(i/ﬁ f (€m —e,,); dR ') , (3.7
n Ry 0
- 'R
2ilip a M’ = D (202D y = 1B p)af” exp(— i/ﬁf (em—e,,)pi dR') - (3.8)
n Ry 0

where the prime denotes derivative with respect to R; p,, =k, and D,,, = - i%iD,,,

B. The time-dependent coupled-channel equations

ak M%) js the coefficient of the outgoing JWKB wave. Define in the outgoing channel

R

m
t= ——dR’', t=0.
ro Do(R')

(3.9)

This specifies a classical trajectory R(¢). Now (3.7) may be rewritten into a time-dependent set of equa-

tions:

d’,f,”(*)(t) Z[ i 5:(2&1) +B )]a"”‘”(t exp( f (e, -

where
B,,=(r*/2u)B

For the ingoing channel we define

i «
t=-f dr', t<0
ROPO(R)

) (3.10)
(3.11)

(3.12)



so that (3.8) becomes

akMo (¢) = Z[; ;"’(&D - B, )] afM=) ( t)exp( f (e, -€ )dt)
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In order to get a regular function FX(R) at R =R,(t =0) we demand®’-*®

akM®) (1 =0) = a0 (£ =0).
Hence we may define
aKM(+) (t) , t= 0

KM()y =4 "
as (t) ~_{a',,‘,”(') t), t<o0

in.order to get

a’“’(t)-—i— °Z (sgn(t ‘t—:il

Below we will show that these coupled-channel
equations are very similar to the ones obtained
from PSS theory. However, they contain correc-
tions which just cancel the unwanted spurious,
long-range couplings of the PSS theory. Thus we
have derived from a consistent quantum-mechani-
cal treatment of the scattering problem the correct
coupled-channel equations for the electronic oc-
cupation amplitudes by applying the semiclassical
approximation.

Before proving this statement in detail, we want
to discuss, shortly, the structure of Eqs. (3.16).
a™{t,) is interpreted as the amplitude for the situ-
ation that in a scattering process with total energy
E and total angular momentum K (i.e., with a given
impact parameter b) and a given projection M the
electrons are in state ¢, (f,R(f,)) at time t=£,.
These amplitudes are determined by all other am-
plitudes at all times <{,. In particular, excita-
tions during the ingoing channel will interfere with
excitations in the outgoing channel. This complete
coherence contained in (3.16) is due to the JWKB
approximation. We have expanded with respect
to JWKB waves with definite energy E, which
therefore are spread over all values of R (i.e.,
over the whole trajectory). In order to destroy
the coherence, we should have to expand with re-
spect to localized wave packets for the nuclear
motion. Ouy derivation, however, yields com-
plete coherence.

Finally, we want to say a few words about the

validity of the JWKB approximation. Using the
well-known criterion3’»28
p-s/zd p2 <, (3.17)

a, (t)--z:[ ({mla ‘n}+—AR) %

.t E,,,,,)a’llﬂl (t) exp <—;_z' ‘]: (e, - €m)dt'> .

B e,

(3.13)
(3.14)
(3.15)
(3.16)
r
one can show?* that this is true for
-2/3
R-R N X , KK small (3.18)
R, K-2/3, 7K large :
where
ZaZpe® . Z Z e?
X= (zg/fu 5= A SAZBET (3.19)

is the Sommerfeld parameter, which for Pb-Pb
collisions at v=0.1¢ (E,,, =4.7 MeV/amu) is x
=490. In such a collision the JWKB approxima-
tion breaks down at R - R;= 0.015 R,, which is of
the order of 0.2 fm. The errors due to this
breakdown of the classical trajectory picture near
the classical turning point in the calculation of the
amplitudes a®¥(¢) may be safely neglected.

C. Comparison with PSS theory

We now will compare Eq. (3.16) with the corres-

~ ponding result (1.4) of PSS theory. Note that

%::1 +O(5E;5Q>=1 +o<'—:->, (3.20)
%f::%ﬂ[l + o(’—z—)] =sgn(t)R(t) [1 + o('ﬁ‘-) ] .
(3.21)

The corrections ~m/ 1 are due to the assumption
of a unique classical trajectory (independent of the
electronic state); in reality, systems in different
electronic states move on slightly different tra-
jectories. This effect in (3.16) shows up as addi-
tional couplings. Neglecting these corrections and
dropping the indices K and M, we obtain from
(3.16) and (2.59)

(3.22)
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where

Xum (8) = f (e, —€,)dt’ . : (3.23)
Hence the radial coupling Ra of PSS theory is contained in our theory as well, corrected, however, by
the term R(i/#)AE . Since, accordlng to our considerations in Sec. IID, the sum (3y),,, + (/#)AR asymp-
totically vanishes, our theory does not contain any spurious long-range radial couplmgs Now let us
study the four couplings generated by

- 1

B,, (PR +ARR, +4,,+ T an t @ns®] (3.24)

and compare them in their order of magnitude with the radial coupling

;;iz<m|pR|n>~R(mie):le— Lhe (3.25)
B2, 1, n (m\u .,
(1) B~ n ) _(“)(23), | (5.26)

and hence (1/2u)(B+ ER)fm are by an order m/ 1 smaller than (3.25).
2
(i) gﬁl: (ZuRz)'l(m|J§,+len) +(2uR)‘1(m|Jx, A+ AV, -d, AY A%, 1) - (2urt@Ar)y .

The last term is of the order of (3.26). The other terms are of the order J2/2uR? «I+J3,/2uR?, which is
much smaller than the coriolis coupling Qﬁ,ﬁ*’ given below in (3.27), since the electron angular momentum
J, is much smaller than the total angular momentum I. (Jes 107, whereas in Pb-Pb collisions at the
Coulomb barrier I ~100-10007%.)

(iii) From (2.57) we know that Q% is the modified rotational coupling which is of the order

- >

I-Jdg
2uR

(iv) A, =m|VER-X) - VE R ny= —’i‘<m

=0+J.. : ; (3.27)
z' . -

E S1' Vg n> (3.28)
Splitting V(¥,R) into VAB(R) + VoL (,R) and using V Vel =V Hel and ‘

A= %u(m | (a2, X] {k>=£m(€“ ~&) <m ';Z s

k>, (3.29)

A, can be rewritten as

i~ Ay - _
Bomm gﬁ-zk €n —kek [Celv rHma 1) + <leRVABl”>] . (3.30)

By the Hellman-Feynman theorem, ‘

- i ey
|V ol 1)y = 8,7 e, + (e, — )Py (3.31)
we find

m = \. (= = ARy _L§6 -6 B 3.32
A’”"=M<mz,:sl|n> (Taen + T2V u;em—ekA Pan- .32

The second term is of order (3.26), which is small compared to the radial coupling. According to the
Hellman-Feynman theorem, the very first term is of the same order of magnitude. Since the electron
binding energies roughly vary like V42, the term ~VRVAB is also of this order. Hence a,, is small com-
pared to the radial coupling (3.25). ‘

Taking into account only those terms of Em" which are comparable to the radial coupling, and neglecting
terms smaller by a factor m/u or J,/I, the coupled-channel equations read

A E [ ((m la ’") e 7 mn —;—‘6/\"1 Aptl uRz[(J D n = A",n]] a,(eXnm® . (3.34)
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To this order the only corrections to PSS theory are matrix elements of the translation vector X:

Kmnzél‘l’(em —én)<m |iln> . » (3 35)

They are not hard to calculate if the molecular wave functions are known. On the other hand, we can con-
tinue using the tabulated molecular wave functions ¢,,, the radial and rotational coupling matrix elements
of PSS theory 3:2.3% This is the essential advantage of this approach, as was first pointed out by Thorson
and Delos 2°

D. The cross section in the semiclassical approximation

From (3.2) one can calculate the amplitude for the electrons being scattered from state m, to state » in
a collision with total angular momentum (K,M). If for t— —= the electrons were in state Pmy» WE would

have

afn”(t=—°°)=a5M“)(R =)= 5mmo' (3.36)
Hence
F’,,“"(R —)m h}k a’,f'”"(*’(R - w)e(i/nm,,n-un/z)eio,,_ 5,.";06_“/")("""R_-M'/Z)e-iu'%] , (3.37)
VR,
)
where we have introduced the phase shift do 2 do
as = |af(x) (—-—) (3.40)
Mo~ P nt K=a coto/2\ T /Rutn ’

R

o= lim(;lz_ f rk, (R')dR’ - kR +—1§—n-) . (3.38)
R—w Ry

Following Ref. 27, we may read off the scattering

matrix element in the rotating basis:

SKM = KMz pn vz i(Opsom,.)
KU =l (t-oo)( ) ¢t Cnsomg) (3.39)
Mo
The total cross section in the laboratory system
(i.e., nonrotating system) is obtained from (3.39)
by multiplying with the angular eigenfunctions
JCYA 2 3CHa,» averaging over M, summing over all
K, and taking the square. We will not present the
explicit calculation which is done by rewriting the
sum over K into an integral and applying the sad~-
dle-point method.?®"3! The saddle point K lies in
the neighborhood of the value K corresponding to
the scattering angle 9 via the classical Rutherford
trajectory. The deviations are the smaller, the
larger K, is. Since, for large K, the contribu-
tions from angular momenta neighboring K, very
soon interfere destructively, the saddle point is
the sharper the larger K,. Thus for large K, the
integrand is only different from zero in a region
where af¥(«) only slightly varies. Therefore,

[1/(2K4+ 1)] D ako¥(x)
M

can be written in front of the K integral. The re-
maining integral does not contain any amplitudes
af¥(), but only contributions from the nuclear
trajectory, and hence just yields the Rutherford
cross section due to the JWKB approximation
[respectively, if €,(R)#0, a modified Rutherford
cross section®®]. As a result we have

where a=(P/2E)Z,Zye? and af is the M -averaged
amplitude. We wish to stress that this derivation
not only makes use of the JWKB approximation,
but in addition assumes that the total angular mo-
mentum of the nuclear trajectory is very large.
This is not true for proton-hydrogen collisions at
energies ~500 eV although the Sommerfeld para-
meter is large. In this case (3.40) leads to wrong
results.3!

IV. HOW TO DESCRIBE CONTINUUM ELECTRONS

From the derivations of Secs. II and III it fol-
lows that the matrix elements K,,,,, asymptotically
cancel the spurious dynamical couplings only if
one or both of the two states ¢,,¢,, for R -~ sep-
arate into a product of atomic states according to
Eq. (2.9). [Because of the Hermiticity of H'(¥,R)
it suffices, if (2.9) is true for one of the two
states.] All bound states (i.e., all states not con-
taining an electron with |€[> mc?) fulfill this con-
dition because they asymptotically become local-
ized around the nuclei, whereas the essential in-
teraction between the ions vanishes. On the other
hand, one easily realizes that continuum electrons
in an energy eigenstate do not possess this proper-
ty (2.9); the corresponding wavefunctions (for ex-
ample, two-center Coulomb wavefunctions with an
energy #Zw) are spread over all space with an
amplitude decaying only as 1/ as » ==, There-
fore, these wavefunctions, even for a single elec-
tron, always feel the potential of both nuclei, i.e.,
the asymptotic Coulomb phase shift depends upon
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both nuclear fields and, in particular, upon the
distance R between the two nuclei.’? The two-
center Coulomb waves therefore will never be ex-~
pressible in terms of T* or 7% alone but only as
a function of both, and hence of R or RAB, respec-
tively. This is the reason for Pm,, couplings be-
tween the Coulomb waves which cannot be sup-
pressed by our translation matrix elements Km"

Hence for continuum electrons our idea with the
electron translation operator does not work. On
the other hand, physical intuition tells us that the
continuum electrons (moving already with nearly
the velocity of light for kinetic energies =10 keV)
will quickly leave the region of influence by the
two-center potential. Therefore, no asymptotic
excitations should occur. Obviously, the two-
center basis is not appropriate to describe this
behavior. The elementary reason is that elec-
trons leaving the interaction region must be des-
cribed by spatially localized wave packets instead
of Coulomb waves which are spread over all
space. Using a basis of wave packets, we may
hope to escape the asymptotic couplings.

Unfortunately, the construction of such a basis
is not at all elementary. First of all, there exist
no continuum solutions of the two-center Dirac
equation in the literature from which we could
construct our wave packets. Furthermore, it
turns out to be rather difficult to construct a com-
plete orthogonal basis with the desired localiza-
tion properties. Therefore, we will not use the
two-center continuum, but consider a simpler pos-
sibility. We shall use a basis which by construc-
tion asymptotically approaches an atomic contin-
uum basis and thus avoids the problem of spuri-
ous long-range couplings. We only have to show
that in this basis all other coupling matrix ele-
ments are finite and vanish for R - ~. Questions
of completeness will be considered too.

Before going into the details, let us express
J

(pm(i:lv' * ’Fz';ﬁ)=@[¢ml(ﬁ;_ﬁ) .

Here, @ is the antisymmetrization operator K is
the number of bound electrons, Py (¥ ,R) are bound
molecular one-electron states w1th energies
|€;(R)|<m,c?, and the §,,(F;;R) are the one-elec-
tron continuum states with energies |Fw; | = mqc?
to be specified now.

For the construction of the continuum basis we
applied the following criteria. In order to guaran-
tee asymptotically the property (2.9) it would be
simplest to choose wave functions @, which in the
limit R -« become atomic (one-center) Coulomb
waves around nucleus A or B. In the molecular

(me(FK;R)(ZwK”(FKu;_ﬁ) tee (;wZ:(F

some words of motivation. Why are we interested
in such a thorough description of the continuum?
As calculations by Soff, Reinhardt, and
others!®'3%34 showed, a much simpler treatment
is sufficient to describe ionization cross sec-
tions® and energy spectra of 8 electrons.’% 37
However, there is one measurable entity which
cannot be obtained with the monopole approxima-
tion for the two-center potential used by these
authors, i.e., the angular distribution of 6 elec-
trons.?®*37 In order to be able to compare this
entity in theory and experiment, an exact theoret-
ical treatment of the continuum in the field of two
nuclei becomes necessary. In Sec. IV E we will
show how within the framework to be presented
below angular distributions of 6 electrons may be
calculated.

A. The basis for the continuum electrons

In the following formulation, bound and continu-
um electrons will be described by different basis
sets. Whereas for the bound electrons we shall
use the molecular basis for which we developed
the translation-operator formalism, the continu-
um electrons will be treated in a new quasiatomic
basis which for R -« approaches an atomic basis
around nucleus A (B) and for which, therefore,
the application of translation operators is not nec-
essary. Of course, the new basis will not be or-
thogonal on the molecular bound states and, in ad-
dition, there will occur further coupling matrix
elements from the two-center potential. All these
points will be studied.

In order to be able to split the electron config-
uration into a bound part and a continuum part,
we must neglect the recoil term (1/2M,) ¢Jp; ) as
well as the nondiagonal part of the electron inter-
action. Then the electron configuration may be
written as a Slater determinant:

-

LR (4.1)

limit, however, the electrons should feel the total
nuclear charge Z,+Z,. Furthermore, in order to
avoid undesired couplings in the molecular limit
by the potential of nucleus B, if ¢, is a continuum
state around nucleus A, the quasiatomic potential
generating @, should be located in the nuclear
center of mass =0 for R —0. In that case, for
R - 0 the ng are quasiatomic monopole waves for
Za+Zg, and there only remain coupling matrix
elements due to the higher multipole contributions
of the two-center potential.

For the following we must specify whether the
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@, asymptotically belong to nucleus A or B. Since
all electrons (positrons) with energy not too little
above |)’iw|=moc2 quickly leave the region of inter-
action with the two nuclei, this choice should not
influence the results too strongly. Thus we arbi-
trarily choose nucleus A:

HA(E,R)=E-§,c+ﬁmocz+V(p), (4.2)
where
r, forR-0
pef-gRR-4 Ve (4.3)
rA=r+ﬁNR, for R -
and
_(ZLM 'pzé'(R)R
V(p)= P
2(Z, +2(R)Zp)e?

ZRR , P<3Z(R)R  (4.4)
p,=~41V, is the canonically conjugate momen-
tum for p. The potential V(p) for R -0 contains the
monopole part of the two-center potential (as

used by Soff and Reinhardt® %) up to small

terms stemming from the mass asymmetry and
remaining finite. [Equation (4.4) for R ~ 0 yields
the monopole part of the two-center potential for
point nuclei. In order to get for small R the mono-
pole part for extended nuclei,’ g(R) may be de-
fined appropriately.] In Fig. 2 the definition of

(3) R0 he

FIG. 2. The quasiatomic potential vV (p) generating the
quasiatomic continuum basis &g, schematically depicted
for different nuclear distances R.

g(R) R

V(p) is demonstrated pictorially.
The functions g(R), 2(R) are to obey the boundary
conditions: ’

gR)—=0; g(R)— —+E (4.5)
R—0 R

N

ZR)—1; ZR)— 0.

R—0 R—>e

(4.6)
As a continuum basis we choose the eigenstates
of A4(p,R):
HAB,R)GL(B,R)=1wPL(B,R); |Fw|>myc?.
: (4.7)

These are usual relativistic one-center Coulomb
wavefunctions.?® Their asymptotic behavior is
given by [5,(p,w) is the logarithmically increasing
Coulomb phase]:

w 2y/21
(——ﬂﬂ’f—) Scoslpp+ (o, )y

~ A mpe
PLB,R)—| P
ol (Fw —mee? \¥21
(——°—) Esm[pp+6,<(p,w)]x£‘,‘

e
' (4.8)

Hence @2 oscillates with a wavelength A< 27X,
=2426 fm and with an amplitude decreasing like
1/p. This decrease of the amplitude, however, is
too weak to make the interaction of 4 with the
potential of nucleus B vanish for R -, In order
to achieve the latter, we must construct wave
"packets from the @2 which decay faster than 1/p.
In general such a wave packet reads as follows:

43,8, 0= [ cp)FMF RIS, (4.9)

This is not an eigenstate of 44; its mean energy is
given by

E= (U | 84| ¥,)= fh’wlcg(w)[zdw. (4.10)
The $2 are normalized to 5(w ~ w’); thus the nor-
malization relation for the ¥, reads as

| ¥p)= [ ep@lep(@hw=0gp. (4.11)
This condition is easily satisfied by the so-called
Weyl packets:

1

. - E ,=E+hAw/2 .
Y50, R, 1) =3y zf P5(6,R)e dw,
E.=E=-hAw/2
(4.12)

if for different states the energy intervals are
chosen disjoint, |E’ —-E|>%Aw. Then, however,
the Weyl packets are no longer complete, since
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;C’é(w)c,,«(w')* §(w=-w’). (4.13)

We will discuss below the practical importance of
this incompleteness.

The amplitude of the Weyl packets @, decay like
1/p? (see Sec. IV C). This turns out to be suffi-
cient to make the couplings with the other nucleus
vanish for R -,

In Fig. 3 we show a wave packet which we ob-
tained numerically by superimposing one-center
Coulomb waves according to {4.12). The mean en-
ergy of the packet is 2.15 mc?; its width 7lAw
=0.30 mc?. The energy integral was done by
12-point Gauss integration. The relative numeri-
cal error is everywhere less than 10™. One real-
izes the 1/p decrease of the amplitude of p¥5 in
the figure; i.e., the wave packet falls off like 1/p? FIG. 3. A wave packet with a mean energy E =2.15m
as it should do. and a width AE=0.30mc’.

B. The modified coupled-channel equations

We now investigate the consequences arising from the use of two basis systems for bound and continuum
electrons on the structure of the coupled-channel equations.

We begin by expressing the Hamiltonian (as far as continuum electrons are concerned) in terms of the
new coordinates (E,ft). Neglecting the interaction of the continuum electrons with the bound ones and the
recoil effect of the continuum electrons on the nuclei,

Z' N2
[g*R)/2u+ l/ZMN](;@) ,

we obtain in a way analogous to Sec. II.A:
z'
HE, o Feo B -+ 2By )=l VA (R) 4 HESLE TR+ DL, KGR
19" 3Tk Prys ",pzn "2“"' ( + —mol(rl""’rl{’R)‘*.K lx(pi'yR)- (414)
P 1=/ +

Here K is the number of bound electrons, and
Kel(% - =& 5= - - 1 (E\2 &
Hofi@oe o T R) =3 S [E9B o4 BOmoc+ VAT, R)+ V2 (7, R) )+ 5 (Zpi) L VR(E -T,) (4.15)
i=l wN\i=1 it

is the complete molecular Hamiltonian for the X bound electrons. The operators X(p; ,ﬁ) are given by

)+ VBB(

They represent the molecular Hamiltonian for the ,continul;lm electrons (without recoil and electron-elec-
tron interaction), expressed in terms of the quasiatomic H* and correction terms. Thus, besides the cor-
rection potential W=Ve4+ Ve —~V  there occur additional couplings by the relative momentum P:

x(p;,R)= 245, ,R)+g<R>%"&<i> . 1*>c+[veA(

N

pi+ (g(R)+AA41")'ﬁ )- V(p)] . (4.16)

- M\
B ()R
N

gR)(my/p)a - e,

which are similar to the operator (1/2u){K,§} from Section II D. In fact, considering (1/2;1){}:, 5} for a
single electron, both terms become equal (in order »:/u) for R -, according to Eq. (2.44). Therefore,
we already know how to calculate the couplings due to g(R)(m(,/ u)a . f’c, and no new problems arise from
this term. )

Because of the asymptotic identity

(E+L{K f’})@*(s R)—¥— Lls sax)=0 (4.17)
2# 2“ ’ w\Mi s R*czumww A ’ .

this term asymptotically cancels the spurious electronic excitations due to relative motion without a
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translation operator being necessary. This reflects the fact that ¢ was constructed as to become an
atomic state for R -,

We now make the following ansatz for the wavefunction:

W(Fl, ceay FK,ﬁK..I’ oo ’EZ';-ﬁ):(z:) T()-(’K)X(m)(ﬁ)fﬁ(m)(fl, s y;K;5K¢1’ PRI ’52';ﬁ) ’ (4.18)
- where
(m)=(my; Oppyseee s Wpe) s ‘ : (4.19a)
¢ mFi03R)=Clo,, (F,, ... FesR)GL, (Bxor,R)- - §L_ (B2, R)] (4.19p)
HESE,, . T RO (B oy T s R)= € (R)Q (B, oo, FgsR), (4.19¢)
ﬁA(E; ,R)‘/-’ﬁi(ﬁi:R)=hwt‘;£i (E’HR)(‘E"":' lz mye?,i=K+1...,2"), (4.194)
K .
FH=I303, (4.19¢)
[y

Hence for all bound electrons translation effects are included by the translation operator ZA‘()-EK ), whereas
the continuum electrons have no effect on the scattering coordinate.

We now insert (4.14) and (4.18) into the Schrddinger equation H¥ = E¥ and project out the electronic
wave function and the translation operator. Our choice for X" has the consequence that, when transform-~

ing the Hamiltonian with 7(X*), only HX®! contributes to the operator A:

A= ;—:_ plakel, X =m :‘;ﬂf‘—;@—*—"& W, ' (4.20)
Thus we obtain (making the same approximations as in Sec. II D:
z’ .
% <<p o 2£E+ VAB(R)+H,’§;{+21—#{K",-15}+ ;:ZK:.IMB"’ R)+a —El <p(,,,>x(,,,(ii)= 0, (4.21)
where
A=V(R-X")-V(R) (4.22)

where V isthe sum of all interactions andthe volume element in ((m) I(n)) is d%,. . .d3'rKdaqu c..d3py.
Owing to the use of two different basic sets, two different configurations |(n)), |(m)) will in general not
be orthogonal. Using

(m)|Hyst| )=, (m)| () , (4.23)
z’ z' ; z’ 2z’
<(m) ;ﬂ‘”z ("»X(n)=<‘§lﬁw5 ((m)’(n))x(,,ﬁg(R)%((m) :L,;da“’-ﬁc (")>X(,.)+<(m) i;m Wi\(")>Xur) )
_ (4.24)
)|V [ m)=V2 R)(m)| (), ' (4.25)
z'
€mB)=€, (R)+ .;lh‘wi , (4.26)
Equation (4.21) becomes
2[5 14 Bt Bty o+ V2 @)+ € ) - E ()| 1)
m Lak
1 - - Z - = B\
+<é——27“'é.é>(m)(n)+<i§(:tl W(p“R>(m)(n)]X(”)(R)_O- (4.27)

Here we put together the A-like terms:

’
t ae

i=K+1

’

X o . = z
(n)> = <(m)'m Zﬂﬁ?@—ﬂ G9c+ gR)m, 2, &%c
i=1 2K

i=K+1

A my(m E~A'({m)<n)+g(R)mo<(m)

(n)>. (4.28)

Thus we have the following additional couplings (compared to Sec. II.D):
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(VAR +€ = E)(m) [ (2)) = 0 ) (4.29)
(due to nonorthogonality) and

z
( Z W.(Pi, R))
. (m)(n)

i=K+1

(due to the correction potential). The further steps (transformation to rotating coordinates and semiclas-
sical approximation) are completely analogous to Sec. III, and we may directly write down the modified
coupled-channel equations. To this end we define the modified radial and rotational couplings:

(m) |B*| () = R[((m) | =iT58 5| () + ARy ] » | (4.30)
((m) IH-“)t I(ﬂ»-— - 6A(rn) A(m*‘ LS [(Jy')(m)(n) - RA(m)(n)] (431) |
We find

am(t) = ﬁ}:(<(m)|H"°‘+H'°‘l(n)>+ VAR(R) +¢€ ) (R) - E][ <(m)|(n)>-o<,,,,<,.,]

+<(m) Z W, (n)>)a(,,)(t)exz)(—% jo' (<<,,;—€(,,,))dt’)- (4.32)

i=K+1
The structure of these equations complicates a little bit if we expand ¥ in terms of the wave packets
(4.12) instead of using the @2. Defining in that case

€(n)—€nK+zK: E —Gn,(*‘_z <‘I’E;'H I‘I’ ) (4.33)
i=K+1 =

we obtain instead of (4.29) the following additional coupling:

[VA%R)+€,, (R)- E 1K) | (1)) = 0y o) + i Kon) [ B2 (1)) = E ;6 (yomy) - (4.34)

Since for (m)=(n),
((WZ) I (n» = 6(m) (n); ((m) ,ﬁ? l (n» =Ei6(m) (n) (4.35)
the coupled-channel equations can be written as '
i

-
By === 2 ((M)IH““+H*°‘|(n)>+(V“+€,,K—E)((m)|(n)>+ 2 ((WL)IWiI(n)))

R (n) #(m) i=K+1

;ort
xa(n)(t)exp(——lf (E(n)_s(m))dt’)

~ el + (| 2

2, |(m)>)a(,,,,(t) (4.36)

Here we made use of the fact that for the Weyl wave packets (4.12),
- - 1 EL E,
(Vg |HAD) |V =—-f dw’ f dwi(w- w')=0 for E+E’. (4.37)
AwJg, B

The last term in (4.36) may be eliminated by defining

| amas 3w l(m)» , (4.38a)

| K+1
t , t i :
f gt sfo e(m)dt'——i_<(m) Hrady ZWi'(m)>. n (4.38b)

Since {(m) ,H"’“’l(m )) 7550 and, as will be shown in the Sec. IV C, also

((m )

we have

b(m() = a(m,(t exp( <m

Z W¢ l (m)> —0,
i=K+1 R
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@ (i (E = ) = by (E~ )5 |@om @) 2= lb(m)(t) [2. (4.39)

The new amplitudes b, (¢) fulfill the equations

(,,,,(t)--— > (((m)‘H“d+H“°'I(n))+(VAB+€,,K-E)((m)|(n))+‘g ((m)]W‘I(n)))b(,,,(t)e“’-‘in)(m)‘”, (4.40)

r (n)#(m)

where
- 1 ¢ ~
X(nxm;(t)F;if Em = Emat’ .
(]

In the following section we will study the coupling matrix elements in (4.40) in detail.

C. Investigation of the additional coupling matrix
elements

(i) We first note that the matrix elements of g(R)m, Z}i K1 a‘¥¢ can be given the same form as the matrix
elements of the translation vector for the bound electrons:

g®R)m, ‘: (m)]|a¥c| n) =-,§g(R)mo<(m) (t a4, f 5‘) (n))
i=K+1

J=K+1 i=K+1
’

z

1
=2 E
n £ u( imy ‘(n)

Xm)|¥ [ () o (4.41)

where

Y=73 egryp, - ' : (4.42)
=K+l IJ'
is the analogue to the translation vector XK.
(ii) Now the matrix elements of the correction potential W(Ei,ﬁ) will be shown to be finite and to vanish
for R—~~. For small R, W only contains multipole contributions with I =1 [according to our construction
of ¥(p)]. The matrix elements ((pw]W[ @4,) are finite, and the multipole I part can be estimated by

P, (cosg , b '
ww' fﬁo (p,R) (u), )(P‘?u’(ﬁ,R)dsp ;I(UK;I.L K ,l)f (gu,,‘g‘,,.xﬁfw‘fw,,.)p—,:l pzdp, (443)
)
where
I(ux;u’x’;l)=f;“xgip,dl= XLXA, P AS . (4.49)

Splitting the p integral in a finite part W,,, from 0 to p (pp>>1,p’p>1) and another part from p to «,
where the f,,,g,, may be approximated by their asymptotics (4.8), we find

W™ We (kG '’ 15 ww'sp) + [ p" P A(w, w")cos[ pp+86,(p, p)lcos[p'p+ 8, (p’, p)]
]

+B(w, w’)sin[ pp+ 8,(p, p)sin[p’p + 6,(p’, p) }dp

where
Alw. w') = (Aw+m cz)(ﬁw,_‘_mocz))”z
o <h' : o ’ (4.45)
’ -{( W — MC )(h'w +m cz)\l/a .
B(w, w’)= \ i ~ )

The second integral exists for I =1, since it is bounded from above by f;p"'ldp. However, for [=0 it is
undetermined (due to the logarithmic Coulomb phase). Therefore, it is important that V(p) in the limit
R - correctly contain the long-range monopole part of the two-center potential.

For R—, on the other hand, W(p,R) approaches V*3(r ):

o -
;Rz+131(cos (51 R»y p< R
W,ﬁ) —rf—— ZBe2

4.46
Row |P=RI ( )

R!? -
Z;;‘EP,(COS (B,R» ) Rs p.
1
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Inserting this into the matrix element, one easily sees (in a manner analogous to the above reasoning)
that the 7 =0 part does not exist, and the I =1 part does not vanish for R -, if one uses the @4. However,
taking the wave packets ¥, as a basis, we may avoid this problem. The asymptotics of the wave packets
can be calculated; for the large component, for example, we get '

1 B cos[pp+ 0 ) - :
(Y56, R,!)]1e == (Aw)H? f (22 p {238 gt Xk - (4.47)

For large p, the variation of the logarithmic phase 0, within the interval [E., E,] may be neglected with

respect to the variation of pp. Thus a similar estimate as in Ref. 39 shows that
AQ,E,t) ,

P[P— Ct(l - mzctx/EZ)llz] ’

(4.48)

(0, Ryt) —n

p—>o0

where A(p, E,t) is a spinor amplitude with absolute length <1. Thus, for a given time ¢, the wave packet
decays like 1/p? for p—~. As a function of time it spreads such that the amplitude decreases like 1/¢.
Now the second part of the matrix element of W

w =L R“\I/‘ E1y . p?dpdf quﬁR—'EJ\p zd‘dz 4.49
B o Y ppidpd+ Bt Y P dpds (4.49)
Aw G 0’0 R RJ0 P

for R -~ becomes

JE,E'1) 1
~E ij‘ _z_e_pr__)pm P*dp ‘ (4.50)

with a function |A,(p,E,E',t)| <1. Hence, the multipole ! of the intégral behaves like
SR’f o F3dp ~R72L. (4.51)
R

The first integral in (4.49) may be estimated similarly. First consider the case [=0:

P R ar
f 1, =olC08Y) (°°se ¥ . pPdp dS ~= f f WL, Pdpdf

1 1 oot
=§<wE|wE,>-§fRf WL, pPdpdR . (4.52)
0

Because of E’ # E the first term vanishes, and the second is ~R™ according to Eqs. (4.51) and (4.52). Thus
the monopole part of Wy, vanishes like 1/R? for R —~. The higher multipoles even decay more rapidly
because of

47 . p'P,(cosb) 1 R! Rear
Awff w2 R ‘IlE'pzddeSZ—waOL VLV, p2dpdQ (4.53)

[since p< R and |P,(cosf)| <1].

Consequently, we have proved that, using wave packets, the couplings by the additional potential W van-
ish like 1/R? for R —<.

(iii) Finally, we have to care about the overlap ((m)|(®))((m)#@®)), which in general is determined by the
overlap (¢,| 95 or (¢,| ¥, respectively, between continuum states and bound molecular states.
{((m)[(n)) +0 even if |(m)) and I(n)) contain the same numbers of bound and continuum electrons. This is
due to antisymmetrization. Consider a two-electron system, let ¢, ¢’ be two different bound one-electron
states (((p]go’) 0) and ¥ a one-electron continuum state ({(¢ lzp) #0,(¢’ ]zp) #0). The two-electron system is
described by

[on)) =/ VDo) [9@) = [@@) [¥(1)]

and

[ =@/ VDL @) |9 @) - [ @) |9)]

Consequently, ((m’)|(m)) =—(¢’ |#){¢| ¥} #0 does not vanish.}

There are two possibilities for ¢,. For R -« the bound electron (let us assume for simplicity that there
is only one) can belong to nucleus A or nucleus B. In the first case we remember that for R~ < (one elec-
tron!)
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- M, - =
H;lol_.HA__#D a+*Pc+VeB

(4.54)

For electrons around nucleus A the influence of V*® vanishes for R —«; hence, the bound states of Hf.,

become identical to the bound states of A* up to terms ~m/p, stemming from —(m,/u)a - Pc, and have to
be traced to translation effects. Consequently, (¢,| @24 and (¢,|¥,) are of order #/u. A more detailed

analysis shows that

- 1 -
(PAlom=—AQA|HL, |0y 1 /-,
€, rowg \%0

fl“—%&-ﬁc

)

whence

E 2({HA —-»ﬁ 2 1 <~A
2 Vw<(pw|¢y> R,—»uonaa;iw_En ww

235
m

The matrix element on the right-hand side has the
form (1/2u)(@&+P),, and, according to Sec. IILC is
an order m/pu smaller than the radial coupling
matrix element. Setting hw - €, approximately
equal to the kinetic energy of the electron in the
continuum state @3, ~(m/2)v?, we see that (4.55)
is by a factor

muy_, 1 (VN
w2 /D '(T) <1

smaller than the radial coupling. The higher the
energy of the continuum state and the smaller the
relative velocity of the two nuclei, the better jus-
tified is the neglect of the asymptotic overlap
{(m) | (n)). Here essentially enters the nonrelativis-
tic behavior of the nuclei. In addition, it will not
be possible to treat continuum electrons with very
low kinetic energy by this formalism. To get an
idea of the order of magnitude for (4.56), assume
V. =0.1c; for Fw=myc?+50 keV we have (V,/v)?
=0.05, for Zw=m,c?+100 keV we have (V,/v)?
=0.02.

If ¢, asymptotically becomes bound to nucleus
B, there occurs additionally an overlap with the
potential VeB,(pA| Ve8| ¢,) or (¥ |VeB|@,), re-
spectively. This matrix element goes like 1/R or
1/R?, respectively, if R bécomes larger than the
effective radius of the bound state ¢,. For very
large R thus again a term like (4.55) or (4.56) de-
termines the asymptotic smallness of the coupling

(4.56)

o),

(4.55)

matrix elements.

Summarizing the results of this paragraph, all
couplings occurring in the modified coupled-chan-
nel equation (4.40) can be calculated. They are
finite for all times and vanish for ¢ -+« up to small
contributions of order (V./v)? with respect to the
radial coupling, as long as the states involved do
not contain very low energetic continuum elec-
trons. Hence this formulation allows for a cal-
culation of the high-energy part of the § electron
and positron spectra, which is as exact as the
treatment of the bound states. (Of course, errors '
in the description of low-energy continuum states
may influence the high-energy spectra via multi-
step processes. Existing calculations in the mono-
pole approximation®!° suggest, however, that dis-
cretizing the continuum in 50-keV steps does not
influence the spectra. Thus it is relatively un-
important how one treats the continuum electrons
with kinetic energy <50 keV. Whether this re-
mains true for the angular distribution of the con-
tinuum spectra has to be checked in actual calcu-
lations. If so, it means that our continuum basis
constructed with the help of wave packets with an
energy spacing of order 50 keV is in fact “com-
plete enough” for the description of continuum ex-
citations.) For the low-energy part (kinetic ener-
gy less than 50 keV) of the continuum, errors in
the order of the asymptotic (uncorrected) radial
coupling occur.

D. The calculation of electron spectra

Let a¥,(¢) be the amplitude for a transition of the electronic shell from state m to state » in a collision
with total angular momentum K (impact parameter b =hK/P_). The cross section for the transition m —n

is given by

(40) do
dQnuc - |an,l{n(°°) lz =q cotd/ 2| 4 Ruth ’

nuc

where d2

auc

(4.57)

is the angular volume element for the scattered nuclei.

The probability for creating ore continuum electron in a collision with impact parameter b is given by
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the sum of all transition probabilities into states » which contain one continuum electron:

do ) i X ( do )
— = a (oo) 2= dan ) (458)
(dQnuc 16el n3lbel l m lKacotWZ dQnuc Ruth ’
or, equivalently, expressed in terms of the impact parameter b:
[P®)]15er = E | agu () |3 ke po PO)utnd - (4.59)
n31lbel

The total cross section for creating one 0 electron is

°'15¢1=27’f P(b)Ruthbdb< I |ar€n(°°)I§K=medn)‘ (4.60)

n316 el

There are corresponding expressmns for the creation of two or more continuum electrons (or posn:rons).
The total number of 0 electrons is given by

N(3el)~D kGyq e, - (4.61)
k

In order to study the differential cross section, let us assume one-electron systems for simplicity of
presentation. The energy spectrum of the 0 electrons is obtained from (4.60) by differentiating with re-
spect to the electron energy:

Ruthbdb(z laf, o )|hK-bP oE,-E )) (4.62)

Here we assumed that for the continuum states wave packets with mean energies E, have been used, for
which

dE

dn=2 O(E,- E)dE, .
(£

This line spectrum may be smeared out by writing

i <Z lam(E y(® IhK~bP SE,, E; )) (D)rytnd db ' (4.63)

oo
(E;)

0 -
dE,
where f(E,, E;) is a smeared-out version of the 6 function 6(E, - E;). In order to derive the angular dis-
tribution of the spectrum, note that the angular distribution of a continuum state with quantum numbers
(E;), (¥g )¢ is given by the spinors XLd9,, ¢,); here 9,, ¢, are the electron angles in the coordinate sys-
tem spemfled by H4, i.e., for t —« in the coordinate system of nucleus A. Because of the orthogonality
of the xk we obtain® %

i @5 =P O T AEB) T K@ ) e ) [ (4.64)
]

We stated the differential cross section with nucleus A (i.e., moving with respect to CMN) to
respect to the impact parameter, since the ori- a parallel system resting with respect to CMN:
entation of the system, i.e., the asymptotic inter - (9 )= (9%, @)
nuclear, axis depends on b, and the electron _ 4,94 4,P4)
angles 9,,¢, are defined with respect to this (2) rotation to the nonrotating (i.e., space-fixed)
axis. Hence (4.64) gives a prediction for the angu- CMN system:

lar distribution of 5 electrons with energy E, mea-

’ ry .
sured in coincidence with the scattered projectile. (94, @2) = (9, @)

If we want to calculate the angular distribution The definition of the angles is shown in Fig. 4.
of the b -integrated spectrum, we first have to Z is the Z axis of the nonrotating CMN system
transform the angular characteristics (x}*x#)(2,) (i.e., the beam axis); (9,,¢,) are defined with
to b-independent coordinates &, and then integrate respect to this axis. Z’ is the z axis of the
over b. rotating CMN system for ¢--« and also of the
This transformation is split up into two steps: system fixed at nucleus A. (9,,¢,) and (9},¢})

are defined with respect to that axis. All ¢ angles
(1) transformation from the system fixed at are zero in the scattering plane.
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FIG. 4. Definition of the angles of the different coor-
dinate systems used.

(1) The transformation (1) depends upon the
energy of the electron. An electron with energy
E, in the system moving with A [i.e., which is
emitted with momentum pc =(E2 —m?c*)*/?] has
in the nonmoving system the momentum p +Ap
=P —m(M,/My)R and, correspondingly, the en-
ergy

E,=[E%+2pApc? cosd, +(ap)°c? T2, (4.65)
whence
E 24p
dE! =]_22-<1 +-p— cossA> dE,. . (4.66)

The order of magnitude for the change in mo-
mentum is Apc~25 keV (R =0.1c; My =2My), and
the change in energy AE <0.05 m,c®pc/E, (i.e.,
also up to 25 keV).

In addition the angular volume element &, is
changed —an electron emitted in A with angles
94,9 4 has in the nonmoving system the angles
9,94 =94. 9, may be derived from Fig. 5 by

(B+ap)- AP _p cosy, +Aap
Ip+apl-ap Ip+apl

cosd) =

- P cosda +Ap
[p* +(8p)* +2pAp cos9, }/2"

(4.67)

FIG. 5., Transformation of the angular volume element
dQ—dQ.
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Hence

pzAp coss.q). (4.68)

dCOS'S; =d cosd, (’5fA§l - |6+A5,3

As a result we obtain in the nonmoving system

do do

dEldS,db dE,dSt,db

E; 24y -
X -E-'-<1 +-p—pcossA)

. P _pp cosé)‘)‘1 (4.69)
|p +Apl |p+apl® :

(2) In the second step we translate from the
angles (9%, ¢%) defined with respect to the Z' axis
to angles (s,,q),) defined with respect to the Z
axis. According to Fig. 6 and the cosine theorem
of spherical trigonometry we have

cosd) = —cosb,,  cosd, +sind . siny, sing,,

(4.70)
whereas the sine theorem yields
. _siny, .
sing, —m:smq)e. (4.71)

This is a pure rotation so that d@,=dQ,.. Thus
we get do/dE!dQ,db by inserting (4.70) and (4.71)
into do/dE’d,db. Substituting 6,,, by the impact
parameter b allows one to integrate over b (nu-
merically) in order to obtain the double differen-
tial cross section do/dE.dQ,, i.e., the angular
distribution of electrons with energy E_. in the
nonrotating CMN system.

It is obvious that do/dE!dQ, contains much less
information than the coincidence spectrum
do/dE;dQ.db, where the scattered projectile is
measured, too, and thus the Z’ axis is specified.
An anisotropy with respect to the Z’ axis thus
may easily be smeared out by integrating over
the impact parameter. Consequently, isotropy
of do/dE!dR, (see, e.g., Refs. 36, 37) does not
tell us much about the isotropy of the coincidence
spectrum do/dE,dQ,db.

Sh
l ‘

FIG. 6. Rotation from (94,9 4%) to (3,, ¢,).

O
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The formalism developed in this section in
order to treat continuum electrons (and positrons)
for the first time provides a concept for the
determination of angular distributions of 6 elec-
trons and positrons produced in heavy-ion col-
lisions. Thus theory must be able to reproduce
recently published data (Refs. 36, 37) for
do/dE!dQ, (which show an anisotropy less than
15%); additionally, it should yield predictions
for angular distributions of coincidence spectra.
The necessary numerical calculations still have
to be performed. Here we confine ourselves to
the presentation of the formalism.

V. THE SWITCHING FUNCTION

Finding a suitable switching function f(¥,R) has
been the topic of many papers,'®41=4351:52 Ag
already mentioned in Sec. II C, the switching
function is not fixed except for the boundary condi-
tions at R =0 and R —. All choices of f(¥, R)
fulfilling these conditions are formally equivalent
(as long as a complete set of electron wave func-
tions is used), and therefore many different forms
for the switching function have appeared in the
literature. Usually f(¥, R) is specified by applying
the criterion that a proper choice of the switching
function should simplify the numerical solution
of the coupled-channel equations. Some authors
use switching functions with free parameters,
which then are optimized as to minimize the
coupling matrix elements within a limited number
of electron states.*"'*3 It was shown that a proper
choice of the switching function may considerably
reduce the number of necessary basis states for
the solution of the coupled-channel equations for
the electron amplitudes.*"***** However, often
the switching functions finally obtained depend
upon the states taken into account*"*%3*51*52 and
hence are not universal (thus violating the first
of the criteria established by Schneiderman and
Russek,'® or they are given only implicitly and
can only be used with considerable numerical
difficulties.?*’®® Parameter-free forms usually
are constructed only as to satisfy the asymptotic
conditions and to interpolate in between in some
meaningful manner, but lack a physical picture
behind them.** One exception, however, is the
f function given in Ref. 44, which will be discussed
below and which we will finally employ.

In this section we will discuss two models for
the switching function. The first one contains
one parameter which will be determined by an
optimization procedure to be discussed below,
and thus falls into the class of trial switching
functions used in Refs. 41 and 43. However, it
turns out not to be universal, and therefore it

will finally be rejected. The second one*! is
derived from first principles using the physical
picture standing behind the translation-factor idea.
We will show that in the region where we can test
the switching function, both forms, i.e., the
optimized one-parameter form and the parame-
ter -free form, yield very similar results. The
reduction of the coupling matrix elements by ap-
plication of the switching function in the investi-
gated R range is in the same range as achieved
by other authors.**** This to our mind strongly
favors the switching function we used. However,
we do not consider this as a proof that our switch-
ing function is the only correct one, or the best
one. More work on this field is still to be done.

In order to arrive at a sensible form for the
switching function, let us remember the original
idea of electron translation factors, i.e., to
cancel the spurious asymptotic couplings resulting
from the neglection of translation effects. We
demand that f(¥, R) be chosen in such a way that
the translation matrix elements A,, always just
cancel the spurious part of the dynamical coupling
_ﬁm". This spurious part will vanish in the molec-
ular limit where -P.m,, contains no spurious con-
tributions. For R - it will become maximal
(e.g., the P¥ couplings are completely spurious
in this limit). In the intermediate region the
translational effect will be determined by the
extent to which the electrons feel attached to
nucleus A or B.

We tested the following two models for the
switching function.

(1) Assuming that the degree of attachment
essentially is given by the ratio of electron radius
to nuclear distance (i.e., the smaller, for example
1’A/R becomes, the more the electron belongs to
nucleus A), one can make the following one -pa -
rameter ansatz fulfilling the boundary conditions
of Sec. IIC:

1+
5 s Yp<7¥y
Z‘.if_(&_li)_ tan h[y;(i_i) %J 2 (5.1)
e Tald 1y
5= TET,

where g physically means the critical ratio R/r,
or R/wB, respectively, where the “molecular”
electron becomes an “atomic” electron. g can
be determined by an optimization procedure; as
an example, we may postulate that the sum of the
corrected matrix elements for all (radial and
rotational) couplings to a given state m should
become minimal:

Z [Pmn +Amn g)]2 . (5.2)

- min.
(Pn)?



If the ansatz (5.1) is good, then the resulting Bopt
will be universal. In general, however, g, will
depend upon the nuclear distance R and the state
m considered:

gopt =gont(R,m) . (5.3)

We investigated this behavior numerically; the
results of this ad hoc minimization procedure
will be presented below and compared to another,
parameter -free choice for the switching function
which can be obtained from first principles via
the following physical consideration** (see Fig.
7):

(2) Consider an electron in the field of two
nuclei, fA,fB will be the forces a_gting from
nucleus A and B on the electron. ¥ will be the
resulting total force. If F points directly at
nucleus A, we say the electron belongs toA and
set f=-1. The analogue is true for B. If f,
however, points to CMN, we say the electron
neither belongs to A nor to B, and we set A +f
=0. Generalizing this we set

7\+f2(rzR)=a , (54)
where o is obtained from Fig. 7, as
—&Z:% 1 —(ZA/ZB)(MB/MA)(TE/TA)S' (5.5)

_“'1 MN 1 +(ZA/ZB)(7B/VA)3

One easily verifies that a obeys the correct bound-
ary conditions:

. . Mg A=1_M+f4
- =a—-_—B=2="1_
(i) 7,=~0, R fixed=a W, 5 5

MA=)\+1 =A+fB
My 2 2

ZQM! —ZQME
My (Z, + Zg)

(ii) 73—~0, R fixed=a

(iii) R = 0, 7,,7; fixed=2a —

[In Ref. 44 a slightly modified version of this

FIG. 7. Vector diagram of the forces acting on an elec-
tron by two nuclei with charges Z,, Zg.
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(&, R)is presented whichalso in limit (iii) shows
exactly the correct behavior.] Here, @ only van-
ishes for systems withZ,/Zy; =M,/My. This is
due to the fact that CMN is not identical with the
center of charge. In our earlier consideration of
the kinetic energy of the relative motion we nat-
urally were led to the CMN as the origin of our
coordinate system. Now arguing with the electric
forces, the center of charge would be the natural
origin. Since these differences, however, are
small [in the limit (iii) @ = 4.5X 1073 for Pb-Cm,
a=3.5X10"* for U-Cm collisions], we will not
pursue this problem.

Now we have two forms for f (_f, R) that can be
compared. To this end we optimized the parame- -
ter g in (5.1) by numerically minimizing (5.2) for
several states |m>. This was done in the U-Cm
system for two nuclear distances (R = 35 and 3000
fm); the N = 21 lowest two-center states '% to “3,
11 to "I were taken into account. The resulting
optimal parameter turned out to be by no means
universal; it strongly depends onR as well as on
|m >, thus violating the first criterion in Ref. 18.
Sometimes the minimum of (5.2) is so shallow that
£™even cannot be properly determined. In Table
II we summarize the results for g, .. On the other
hand, calculating with g,,, the minimum of (5.2)
always gave values very near (within 5% ) the re-
sult obtained by using the parameter-free ansatz
(5.5). The deviations were in both directions such
that neither of both Ansitze in its effect could be
considered better.

This result lead us to the use of (5.4) and (5.5)
in all practical calculations to be shown in the
next section. This saved us from spending a lot
of computer time for the optimization of the
switching function. The good results obtained with
the parameter-free ansatz (5.5) [compared to (5.1)]
seem to indicate that the physical picture behind
it (see Fig. 7) is essentially correct.

TABLE III. Results for gq.

) R (fm) Lot
121sy/90 35 4,58 X102
3% 25190 35 4,41 X102
22990 35 1.74 x1072
8% 8dy) 50 35 >14
1518440 3000 . 1.56
1325490 3000 >.89
°% 3dy; 30 3000 >.80
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VI. THE INFLUENCE OF THE TRANSLATION
CORRECTIONS ON THE K-HOLE
PRODUCTION IN Pb-Cm COLLISIONS

Using the parameter-free switching function dis-
cussed in the last section the translation matrix
elements were calculated for the Pb-Cm system.
The two-center bound states for this system were
calculated by W. Betz3%; they will be published

elsewhere. All matrix elements between the 11
lowest T states and the 4 lowest II states were de-
termined for nuclear distances between R = 16 and
3100 fm. Thus in the united-atom limit the three
lowest shells (K, L,M) have been included comple-
tely, except for two A states. In Fig. 8 we show
the correlation diagram for the Pb-Cm system.
Motivated by an earlier investigation of matrix
elements between molecular wavefunctions,® in all

1§ 3TU SP 1010

300 500 10003000 Ritm)

(a)
—20 I /
' ———
-50 L__— — — Jid F/ e
C / ——F
-100F — ===
-200
-500
-1000
-2000+ &
————— i
E(keV)
E(keV) E(keV)[
..28
.zg_
_30.__
_31 -
.32...
-33L 1z,
060 800 1000 Rafm) W0 600 800 000 Ram)
FIG. 8. (a) The correlation diagram for the Pb-Cm system. X (——) and I1(----) states are numbered in continuous

order from the bottom to the top of the diagram. (b) The crossing regions I and II of (a) are shown in detail. The fig-

ures are taken from Ref, 50.
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0.06

0.04

002

8/3R Matrix Element

1

0 L
0 1000

| 1
2000 3000 R(fm)

FIG. 9. The radial *s !5 matrix element for the Pb-
Cm system.

previous calculations by Kirsch,!® Reinhardt,**:33:3¢
and Soff!***5 the matrix elements were artificially
cut off at R ~1500— 2000 fm. The resulting cross
sections turned out to be rather insensitive to this
cutoff procedure, if many channels were taken
into account. However, in calculations with only

a small number of channels the results showed
strong dependence upon where the matrix elements
were cut off. In the calculations presented below,
the cutoff will be provided in a natural way by the
translation corrections. Thus we can check the
validity of the previously used cutoff methods. It
turns out that all these conventional methods are
unphysical and may in principle lead to arbitrary
results (particularly in calculations where only a
few channels are physically significant). The rea-
son for that we will now investigate in some de-
tail.

—_
o,
T

9/3R Matrix Element

il
0 10

P |

Lol L
10° Rim)

' FIG. 10. The radial ‘3 -!s matrix element for the Pb-

Cm system.

Pb-Cm

wrl&m

S~

10

T T

/3R Matrix Element
T

T

10’3 L Co bl 1 o1yl ¢ 1
0 10° 10°  R(tm)

FIG. 11. The radial ‘s —!5 matrix element for the Pb-
Cm system.

A. The behavior of the translation matrix elements

In Figs. 9 to 15 we show some of the corrected
coupling matrix elements (P + A),,,. Infact, for
large nuclear distances nearly all corrected coup-
lings are smaller than the uncorrected ones. Only
for a small number of couplings the translation
corrections at R = 3100 fm do not yet show the ex-
pected behavior, namely, to decrease the coupling

Pb-Cm

sz |em)]

9/aR Matrix Element

0 10? 10° Rfm)
FIG. 12. The radial ®5 —%y matrix element for the Pb-
Cm system.
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Pb-Cm
002 -+ (551, 103)
. i 1000 2000 3000
T T T T T
= ~— R(fm)
N :
002 \
% ! !
= n ! !
= 00 | /
2 L \“ //
0061 \
- \ /
4008 b \\\ ///

FIG. 13. The angular 5(—5) ~ '3 matrix element for the
Pb-Cm system.

(see, e.g., Fig. 14 and 15). However, there are
also only a few matrix elements where the correc-
tions are really strong. The corrected matrix
elements are typically a factor of 3 smaller than
the uncorrected ones at R = 3100 fm. Also for
states which intuitively could be considered as
atomic at R = 3100 fm, there still occur large
couplings, e.g.,
totically 1s(Pb) — 1s(Cm)], which between 2000 and
3000 fm shows the typical sharing behavior4?:46:47
(see Fig. 9) and is hardly influenced by the cor-
rection matrix elements; or the radial %> -
coupling [asymptotically 2s(Pb)-1s(Cm)], which
also is only reduced by a factor of 3 (see Fig. 11).
Although the corrections in general have the cor-
rect sign their magnitude is smaller than expec-
ted. Obviously at R = 3100 fm the Pb-Cm system
even for the inner shells does not behave asymp-
totically enough as to be referred to as separate
atoms. The overlap of the wave functions is still
too large for the translation matrix elements to
be fully effective.

Pb-Cm

01 i
-5 (7213,130)

T

—==4000 2000 3000

Jy Matrix Element
= o
T
4

'

o

)
T

-03

FIG. 14. The angular "(—3) - 35 matrix element for the
Pb-Cm system.

the radial 2% - '= coupling [asmyp-

, AND BERNDT MULLER . 23
Pb-Cm
02r - £ (1M, 158)
L R(fm)
1000 2000 3000,
0 T T T

-08}

FIG. 15. The angular 111 - 55 matrix element for the
Pb-Cm system.

This conclusion is supported by the behavior of
the sum of excitations in the T state (see Fig. 16).
This sum,

+A )2
6.1
Z(P,M Y €D

is generally smaller than 1 for R >400 fm. [Only
at points, where level crossings occur and cor-
respondingly some matrix elements show peaks
which are not due to translational effects, (6.1) is
larger than 1.] However, it decreases slowly

(roughly like R~%+8) and is still of the order of 0.2
at R = 3100 fm.

B. The K-hole amplitude in Pb-Cm collisions

Recent measurements of the K -hole probability
in Pb-Cm collisions*® show discrepancies to the
calculations in monopole approximation by Soff

ANR(TS)
0
sk
r
U=
F Pb-Cm
05+
. (B K, 2
1 N et A
GRS e
01 il P S| —
10 50 100 500 1000 R(fm)

FIG. 16. The sum of excitations in the 12: state of the
Pb-Cm system. The strong maxima are due to level
crossings, where some matrix elements show strong
structure and then dominate the excitation.
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et al.* at small impact parameters. It was sus-
pected that these discrepancies can be traced to
neglect of the rotational coupling in the monopole
approximation and that calculations using the full
two-center wave functions are necessary.’® Pre-
liminiary calculations using only the three inner
shells fail to reproduce the experimental data.5°
Full calculations, on the other hand, including
coupling to the continuum, are still missing. How-
ever, to see the effect of translation corrections,
the existing preliminary calculations may be com-
pared to corresponding computations where the
corrected matrix elements (§+ E)m,, are used.
To this end we made a test calculation taking into
account only three states: 'z,°c, and *Z. Only
radial coupling was considered. We did the cal-
culation for two energies (Ey = 3.6 and 5.9 MeV/
amu and for three impact parameters (b = 20, 50,
100 fm) and compared the result with correspond-
ing calculations using (a) the monopole approxima-
tion, and (b) two-center matrix elements which
were exponentially cut off at 1500 fm.5° The dif-
ferent K -hole probabilities are shown in Fig. 17,
As the figure shows the three different models
lead to vastly different results, in particular for
large impact parameters. On the other hand, the
results of model (b) vary in the same range if the
point where the matrix elements are cut off is
changed.’® The reason is easily realized by look-
ing at the occupation probability of the T state

R (%)
Pb+Cm

[ €, (MeV/amu)

01 1 L ] ] | |
) 20 40 60 80 100 120 b(fm)

FIG. 17. The K-hole probability for a test calculation
with a three-state system. The !3,2Z, and %% states
were considered; in the ingoing channel only 1y was
occupied. The curves show results of the monopole ap-
proximation (----), the two center calculation with ex-
ponentially cut-off matrix elements (----~ ) and with ma-
trix elements corrected for translation effects (——).

|a,=(R)|? as a function of R (see Fig. 18). At
R =3000 fm this probability still oscillates with
an amplitude which is in agreement with the ob-
served variations of P(p) as the cutoff point is
varied. Thus the reason for P(b) being ill de-
fined in calculations which extend only to R = 3100
fm is that the coupling matrix elements are still
too large at this internuclear distance, although
translation corrections have been taken into ac-
count,

There are several consequences to be drawn
from this result.

(1) The often used way of cutting off the matrix
elements at R~ 1500-3000 fm is unphysical. In
special cases (i. e., if only very few transitions
contribute to the cross section), the resulting
calculated cross sections may be unreliable.
Hence the exact knowledge of the matrix elements
for large R is necessary (in particular for col-
lisions with large impact parameter), and the
translation corrections play an important role.

(2) Cutting off the dynamical coupling matrix
elements _f’,,,,, in a natural way b_y taking into ac-
count the translation effect via A,,, requires the
knowledge of the two-center electron states up to
much larger nuclear distances R (presumably
>10000 fm). The asymptotic excitation amplitudes

" seem to be only well defined if the two ions are

several (= 10) times the K -shell radius apart.

(3) Even the knowledge of the way in which
(f + E),m for R -« approaches zero does not help
us, since we do not know how to match this asym-
ptotic behavior to the calculated matrix elements
a_t. R < 3000 fm. As demonstrated in Appendix B,
(P + A)p, falls asymptotically like BR™3. This be-
havior of the matrix elements, however, cannot
be observed at distances R< 3000 fm so that the
proportionality constant 8 cannot be determined
by just looking at the matrix elements. They are
not yet asymptotic enough in the considered range
of R. It is not difficult to show®* that just fitting

w000 %0 W 3000

! R(fm)
lo, R} , o

s £, =36 MeV/omu |02
b-100 fm

03 "

09 o

r L

R (6)%)

FIG. 18. The occupation amplitude of the 1y state as a
function of the nuclear distance in the outgoing channel
for the same test calculation as in Fig. 17,
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the asymptotic behavior BR~2 to the matrix ele-
ments at some point R ;< 3100 fm yields similarly
unreliable results as the conventional cutoff
methods: asR, is varied, P(b) varies in the same
order of magnitude as before.

(4) Inclusion of couplings to higher states and
to the continumum may make the cross sections
less sensitive to the cutoff procedure (as was the
case in the monopole calculations'®*%%). This may,
however, mean that they are also less sensitive
to translation effects. This question has still to
be checked by more extensive calculations.

At this point a remark is in order concerning
the many calculations of electronic excitations
which were done using the monopole approxima-
tion for the two-center potential,'*:15:34:49 There,
also, the coupling matrix elements usually have
been cut off at internuclear distances of R ~ 1500-
2000 fm. This cutoff is motivated by the fact that
the large-R behavior of the matrix elements in
monopole approximation is wrong, anyway, due to
neglect of two-center effects, and that the main
contribution to electronic excitations come from
small nuclear distances. Hence the error made
by not correctly taking into account translation
effects in that case is much less serious than the
error intrinsic to the monopole approximation it-
self. Why the monopole approximation is working
so well, and in many cases yields results in ex-
tremely good agreement with experiment,*® is not
yet understood. In this paper, however, we did
not show that the monopole approximation is
wrong, but that doing two-center calculations with-
out translation corrections is wrong. The validity
of the monopole approximation is another problem.

VII. CONCLUSIONS

In this paper we reviewed the theory of elec-
tronic excitations in heavy-ion collisions, starting
from a basic quantum-mechanical treatment. Em-
ploying a number of approximations, each of which
has been thoroughly investigated as to its validity,
we finally derived a set of coupled differential
equations for the occupation amplitudes of the mo-
lecular electronic states. These coupled-channel
equations consistently contain the lowest-order
corrections from electron-translation effects, and
thus yield well-defined asymptotic occupation
probabilities. No spurious long-range dynamical
couplings occur.

The difficulties with the treatment of contimium
electrons by two-center continuum wave functions
- were avoided by constructing another continuum
basis. We use, as continuum wave functions,
wave packets constructed from quasiatomic Cou-
lomb wave functions, which in the limit R =0 be-

come the well-known two-center continuum wave
functions in monopole approximation, and for R -«
approach atomic Coulomb waves belonging to one
of the two nuclei. The wave packets used were
shown to fall off fast enough at infinity in order to
show no asymptotic couplings with the two-center
potential. For high energetic continuum states,
also the matrix elements from the nonorthogon-
ality with the bound states vanish for R -«. The
very-low-energy part of the continuum spectra,
however, cannot be well described in our basis.
Nevertheless, we consider this formulation to be
an essential progress toward a useful theory of
electronic excitations into the continuum, since it
was shown to be powerful enough to yield (to our
knowledge for the first time) also the angular dis-
tribution of the continuum spectra.

As a first application of our theory we investi-
gated the K -hole production in Pb-Cm collisions.
In our preliminary calculations we neglected ex-
citations to the continuum and only took into ac-
count the inner shells, since in this first step we
were primarily interested in how far the dynami-
cal couplings between these states were modified
by electron-translation corrections. For the com-
putation of the translational matrix elements we
used a parameter-free switching function derived
from a consideration of the electric forces by the
two nuclei acting on the electron. It was shown
that for large nuclear distances the dynamical
couplings were reduced by the translation correc-
tions, but not as strongly as we expected. A full
cancellation of the asymptotic dynamical couplings
only occurs for very large nuclear distances (we
estimate R > 10000 fm for the Pb-Cm system).

Thus our test calculations showed that the con-
ventional method of artificially cutting off the dyn-
amical coupling matrix elements at R~ 1500-3000
fm has to be used with great care. We showed by
numerical solution of the coupled-channel equations
that the exact behavior of the corrected matrix
elements at large nuclear distances may strongly
influence the K -hole production probabilities, in
particular for collisions with large impact par-
ameter. This shows the importance of electron-
translation effects. Whether a full calculation,
also taking into account higher bound and contin-
uum states, will be similarly sensitive to the
large R behavior of the matrix elements remains
to be checked numerically.
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APPENDIX A: THE TRANSFORMED HAMILTONIAN H' (7, K)

We first note that H' = (T*T)“2 T~ ‘HT(T*T)"‘/"’ must be Hermitian, as T*T) T is a unitary operator.
Using (2.19) and (2.20) and (2.25) and (2.26) we calculate T*(X)T (X):

T“(X)T(X)% (1=G/m)P Xy + ¢/m)X -P)z 1~ (i/h’)[P,X]

=1 %gE[ﬂr,,RM]

$=1

where we have defined g(r, R) = =, [f (¥;, R) + ]2
Thus in O bm/p), (T*T)~ 1% commutes with the rest
up to terms ~ ¢n/u) grad f, which we neglect, and
we have

H' =T"HT =H + TH,T] . (A2)
Remembering that

TYX)=T(-X)=1- /MK B+ .., (A3)
we now may calculate H' in O¢n/u):

(i) The operator P2/2u is transformed into
g7 L= G/0X - BIP* (1 + 6/ )

u{ﬁ +s GMPLE] P, (Ad)
Neglecting terms ~ én/u.)vf the commutator in (A4)
vanishes, and we have
P,z P P2
7 (a5)
(ii) The kinetic part of HY; (F, R) is treated as
follows:

[1- /1)K - BYH S a1+ (i/m)X - B)
(H o xin * (‘/ﬁ )[(Hmol)kimx] P
= (Hmol)ldn + ;I K' P, (A6)

where

A “(t/ﬁ )[(H ol)k{n!X] ”'(t/ﬁ )[Hmol [} ]' (AT

The term (1/p)A + P is a small, but asymptotically
important, correction to the kinetic energy P2/2u
of the nuclear relative motion. It is Hermitian up
to terms which are a factor gradg f smaller, and
therefore may be neglected. (The result would
have been explicitly Hermitian had we not neglec-
ted similar terms when commuting (T*T)"/2 with
T-'HT). Hermiticity may therefore be made mani-
fest by writing in O (/)

3m > >
1+~§Eg(r,R),

(A1)

Ho) win = Haaxin +§1‘I {&,5}. (A8)

(iii) Finally, we consider the potential. For any
function F(R) we have:

THX)W RTX)F®R) = T(-X)V RF R +X)

=VR-X)FR), (A9)
hence
TIEXWERTX)=V(R-X). (A10)
The transformed Hamiltonian thus reads:
H'F,R) =H(, R)+ {K Bl +a

—% + V‘B(R)+Hm°1(',.ﬁ)+§lﬁ {A,B}+a,
(A11)

where A is given by (2.33). H' is Hermitian.

APPENDIX B: THE CORRECTED MATRIX
ELEMNTS FOR R -0

For simplicity we assume a one-electron sys-
tem. The molecular basis is constructed from
solutions of

(@ p+Bmo+ VA+ V) g, R) = €u®)pn(E, R) -
, (B1)

An atomic basis around nucleus A is defined by

[—&' E‘A +Bmg+ VBA("A)]‘P:(PA =€ ‘Pn(f'A) (B2)

There is an analogous construction of a basis
around nucleus B. (B1) can be rewritten as

{(-&' f)A +Bm, + Ved) + [V‘B +ae (f) "54)]}‘%;(1."12)

= €x(R)@n(T,R). (B3)
This allows for large R, where V*® is small at
the location of nucleusA a perturbatlon expan-

sion [accordmg to Sec. II, &~ (§ - -p,) is smaller
than o« P by a factor m/u anyway |
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onE, 0 =0hE) + 3 T GBI e oo (B4)

Inserting this expansion into the corrected matrix element and using

(B +A)phA= o+o( gradf) : (B5)
we obtain

(ou(F RIB +K|ouF,RD = T (08,00 | B+ SHI e EoBallod |oaie ) (B6)

= 3 (0, B oG B sER)lettr e G B lo) (B7)

€A et

In (B7) the differential operator P+A only acts on the matrix element following it. Using (B4) again
finally yields

(n|P+E|m)= Z(n|lA> pr.om A(lAI(P+A ver+(B+A)[a - =p,)]|m,A). (B8)

In this formula we neglect the_.matrlx element of (P +X) [a * (5 -P)], which is by a factor (m/u)? smaller
than the expectation value of a*p. Now we have two possibilities for the wave function ¢ ,:

(1) ¢,(F,R)—=@A(F,). In this case first-order perturbation theory gives
R+

- - A + eB A
(n|B +3 )N(n I(P A)V Im ) (B9)
€‘ -€
n

(2) ¢, (F,R)— @5(¥;). Then we get
Re®

(n|§+x|m)2;(n,B|l,A)<lAi(:;ht)“lm A> (B10)

In both cases matrix elements of the form (B9) play a role. We will investigate them in a moment. In
case (2) also the overlap of the two atomic states (n,B11,4) is important. It will vanish quite suddenly
at some definite R value, since there the exponentially decreasing tails of the two wave functions will
cease to overlap. The magnitude of this separation distance R depends on the quantum number 7 of the
intermediate state. If in the sum of (B10) also excitations into states with high ! will take place, then
the separation distance R may be quite large.

We now study formula (B9). We substitute P+ A by PAB , which is correct up to terms ~(m/p) grad f.
Because of

Z ye? Zge? Zpe? m '
eB - _ZBC _ Zs R B m
Velrs) ===, == =1, R |rA-R“|+O< ) (B11)

we get, as soon as the two atoms have separated (R,5>7,),

ERY )
VeB(yp) = —Z pe? Z%ﬁp,(coss) (B12)
Applying ﬁAn, the dominant term for large R, 5 is the dipole term, and we find
2Z & R
(B9) - EI—EET Ef‘-(n Alr,cosd|m,A), (B13)

In the same way we find for (B10):

oz .

10~ 288z 57, |1, LAl zagossim 4) (B14)
1#m

This shows that for large nuclear distances the corrected matrix elements decrease at least like 1/R®,

The proportionality constant is given by the atomic dipole matrix elements within the separated atoms.

How well the matrix elements behave like 1/R® is determined by the degree of separation of the two atoms.
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