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A general method of calculating the time-dependent matrix elements needed for multistate
impact-parameter calculations of atom-atom inelastic cross sections is presented and ap-
plied to the collision processes H(1s) + He(11S) —H(2s, me) +He(1!S). Cross sections calcu-
lated in the distorted Bcrn, two-state, and four-state impact-parameter approximations over
the incident energy range 1.0 keV =E =200.0 keV are compared with previous experimental

results and first Born-wave calculations.

The first Born-wave calculations are in better

agreement with the experimental measurements than are the distorted Born, two-state, and
four-state impact-parameter calculations, but the fact that the corrections to the first Born
become significant for v=1.0 a.u. suggests that the good agreement may be accidental. Po-
larization fractions are calculated, and good agreement is shown with experiment for

v=0.8 a.u.

I. INTRODUCTION

Inelastic atom-atom collison cross sections are
of great importance to the study of excitation and
ionization in meteor trails, auroras, and other
atmospheric phenomena. They have usually been
calculated by the first Born-wave approximation,
and Levy 12 has presented a general first Born-
wave treatment involving the use of elastic and in-
elastic x-ray form factors, which is easily applied
to a wide range of atoms.

However, the first Born-wave approximation be-
comes inaccurate at intermediate incident veloc-
ities owing to the effects of distortion, coupling to
other states, and electron exchanges between the
target and projectile. Improved calculations can
be performed by the use of the multistate impact-
parameter approximation in which the scattering
solution is represented by a product of atomic
wave functions without electron exchange, and the
heavy-particle relative motion is described classi-
cally.

The impact-parameter approach requires the
calculation of time-dependent matrix elements
involving integrals over the electronic wave func-
tions of the projectile and target. Flannery and
Levy 3 have developed a general analytic method
for evaluating these matrix elements, which they
have employed in H-H excitation cross-section
calculations. *~¢ Extension of these techniques to
more complicated atoms is possible when analytic
wave functions are available, but it becomes ex-
ceedingly laborious. A method of evaluating these
time-dependent matrix elements by the use of
generalized oscillator strengths, elastic x-ray
form factors, other generalized Born matrix ele-

187

ments, and a simple numerical integration is
proposed. The method can be applied to any atom
for which analytical or numerical wave functions
are available.

II. THEORY

We assume that the projectile atom travels with
a constant velocity » in a straight line at a dis-
tance p, the impact parameter, from the Z axis,
the axis of quantization for both atoms, of a fixed
cylindrical coordinate system with the target
atom at the origin. The analysis that follows is
independent of the time-dependent behavior of the
intérnuclear separation R(¢), so a straight-line
trajectory, which is accurate in atom-atom colli-
sions down to very low velocities,” is assumed.
The electronic part of the scattering solution is
described by a time-dependent wave function,

-
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where ¢, is a product of the projectile wave func-
tion ¢,(f4) with Z4 electrons and energy €;4 and
the target wave function ¢,(¥p) with Zg electrons
and energy €,B, and E;;, =¢;A + ¢,

The electrostatic interaction between the two
atoms is given by
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where ﬁ(t) is a vector from the center of atom A
to the center of atom B, T4, is a vector from the
center of A to its ith electron, and Fp; is a vector
from the center of B to its jth electron. If we
adopt V as the time-dependent perturbation, we
obtain the infinite set of coupled equations
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where Enm :En - Em,
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and v, [R®] = [dT , JaFgo, ¢,
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In practice, the summation in Eq. (3) is trun-
cated, and the finite set of N coupled equations is
solved for a particular trajectory to find the prob-
ability of transition from the initial state 1 to a
final state n, Py, N(p¢) =1a,(+<)I2. Integration
of the transition probability over all possible
trajectories for a particular » gives the cross sec-
tion for the transition

Q"wm= [“odo [2Tasp, Vip0) . )

The solution of the truncated subset of Eq. (3)
and the evaluation of the resulting cross sec-
tions are straightforward.® The difficulty for
collisions involving many-electron atoms lies
in the accurate evaluation of the interaction
matrix elements [Eq. (4)].

Applying the Fourier-transform method® toEq.
(4), we find
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where the generalized Born matrix element is
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If desirable and Zg in Eq. (6) can be replaced
by the velomty‘%ependent scaling factors 74 (v) and

ngv).?

fif n=m=0 represent the ground state of the atom,
I:%(q) is just the elastic x-ray form factor F(g),
which has been accurately tabulated for many
atoms. If » and m represent singly excited-state
wave functions obtained with the frozen-core ap-
proximation,

G Ti (qu)

(8)
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where the angular D coefficients are products of
Clebsch-Gordan coefficients.® If % is the ground

-S state, then T (L|g) is directly related to

f(0- ml q),° the generalized oscillator strength,
which has been either calculated theoretically or
determined experimentally for a number of atoms.

The angular integration in Eq. (6) is then per-
formed analytically, leaving a single numerical
integration over gq.

There are many collision problems for which
the generalized Born matrix elements or, more
specifically, the scalar quantities T3, (L|qg) are
not available, but their tabulation requ1res no
technique not already used in the calculation of
x-ray form factors or generalized oscillator
strengths.

Since the distorted Born and two-state impact-
parameter formulations have been discussed by
Levy,® they will not be presented here.

The five-state approximation involving an(n =1
- 5) for, respectively, 1s1S,2p,11S, 2p_1*S,
2p_1'S, and 2s1'S states of the scattering system
has been discussed by Flannery® for H-H single-
excitation collisions, and the form of the coupled
equations is independent of the target atom. By
use of appropriate phase factors for g, and a,, it
is possible to reduce the five coupled equations to
four. It should be noted that the a, (+<) of Eq. (9)
of Flannery® leads to the cross section

@(1,4)=Q*(1s,2p ) +Q*(1s,2p ) . (9)

The necessary matrix elements are listed be-
low:

ISZS[R(t)] ISZSO(R)

Vlszpo[R(t)] zHer(R)t/1 zpl(R) ,
Vlszp_[ii(t)] =Zy Y _ 1(}i)vlszpl(ﬂ) ,
VZPOZS[ﬁ(t)] (i )1’2Y (R)V, 21,23 YR) ,
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TABLE I. Interaction matrix elements for H(1s) + He(11S) — H(2s, 2pg, 2p,) + He(11S). The exponent on the numerical
value gives the power of ten by which the entry must be multiplied.

R
(ag 1s2s Visop' Vapos' Vopop Vys2s’ Uspap’ Vopap”
0.0 —7.84272 0.0 0.0 0.0 2.0817! 232471 0.0
0.1 e —7.93473 -1.20373 —5.8987° 2.045~! 2.28371 —8.8167
0.2 -7.29172 —1.53572 —2.31073 —2.315™* 1.9491 2.173~1 —3.46074
0.4 —6.105~° —2.74672 —4.02278 —8.66671 1.66771 1.84671 -1.2957°
0.6 —4.78272 —3.53372 —4.9457 -1.7767° 135371 1.48071 —2.6557°
0.8 -3.56272 —3.92872 -5.1357° —2.81973 1.06171 1.41271 —4.21473
1.0 —2.54072 —4.0107° —4.47873 -3.8777% 8.1197° 8.54772 ~5.7947°
1.2 ~1.73472 ~3.86872 —3.9647° —4.8567° 6.10472 6.23772 —7.2597°
1.4 -1.1277% —-3.58572 —2.95473 —5.70073 4.5247° 4.44772 —8.5197°
1.6 —6.8667° -3.22372 —1.85273 —6.3747° 3.31072 3.0947° -9.5277
1.8 —-3.78473 —2.83072 —7.6147" —6.8667° 2.3917° 2.09572 —~1.02672
2.0 -1.70773 —2.43872 2.4857 -7.1797% 1.70272 1.36872 —1.07372
2.2 —3.66373 —2.06972 1.1357° —7.3297° 1.1907° 8.4887° —1.09572
2.4 4.5037¢ —1.73372 1.878~° —7.3337° 8.10173 4.8357° —1.0967
2.6 9.052~* ~1.43772 2.46973 -7.2167° 5.30373 2.31273 —1.0797%
2.8 1.11873 ~1.18072 2.91573 ~7.0007° 3.2507° 6.063~* ~1.04672
3.0 1.17573 -9.61773 3.22873 —-6.7077° 1.7547 —5.14174 —1.0027%
3.2 1.13873 -7.77773 3.4217° —-6.3587° 6.726™ —1.2207° -9.5037°
3.4 1.04973 —-6.25773 3.5147° —5.9707° —9.8397° —1.63573 —-8.9247°
3.6 9.3397¢ ~5.0067° 3.5227° -5.5607° -6.4641 ~1.8507° ~8.3117°
3.8 8.1117* —3.98573 3.4637° -5.1407° —1.0047° -1.9287° —17.6837°
4.0 6.916~* ~3.1597° 3.3527° —4.72078 —1.2417° —-1.9167° —7.0557°
44 4.8207" —1.9617° 3.0257° —3.91178 —1.44778 ~1.7387° —5.8457°
48 3.2277¢ —1.20273 2.62673 -3.1787° —1.43778 —1.47773 —4.7507°
5.2 2.095™4 -7.27074 2.21273 -2.5407° —1.3177° —1.20778 -3.7977°
5.6 1.3297¢ —-4.35074 1.82173 -2.0017% -1.1497° —-9.6017* —2.9917°
6.0 8.2357° —2.5807* 1.4707° -1.5587° -9.676~* —7.49474 —2.3297°
6.4 4.9947° ~1.5217¢ 1.1687° —1.2007° —7.94671 -5.7647¢ ~1.79478
6.8 2.9737° —-8.9917° 9.1597¢ -9.1697* ~6.39874 —4.3857" ~1.3707°
7.2 1.7647° —5.3417° 7.09874 —6.94974 -5.079™ -3.31574 —1.03873
7.6 1.0777° —3.1927° 5.4507¢ —-5.225™¢ —3.98774 -2.4997¢ —7.8107¢
8.0 7.0387° -1.8807° 4.1497¢ -3.90774 —-3.1017* —~1.8817¢ -5.84071
8.4 4.8667¢ ~1.0407° 3.1377* —2.9047" -2.38871 —1.409™" —4.3407"
8.8 3.269~6 ~5.000"¢ 2.360~* -2.14574 —-1.8167 —1.04271 —3.20774
9.2 1.8767° oo - 1.7667* -1.57574 —1.35871 —17.5427° -2.35471
9.6 oo 1.31774 -1.1507¢ -9.9947° —5.32575 ~1.71874
10.0 oo 9.7827° —8.3457° ~7.2497° —3.6817° —1.2477*
10.4 7.2517° —6.0307° -5.2227° -2.5287° —-9.0137°
10.8 .o cee 5.3817° —4.3507° —3.7707° ~1.7637° —6.5027°
11.2 e oo 4.0067° —3.1367° —2.7367° -1.2627° —4.6877°
11.6 cee cee 3.0057° -2.2617° —1.9857° ~9.1467° —~3.3807°
12.0 eee 2.2807° ~1.6337° -1.4257° —6.526"¢ —2.4407°
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TABLE II. Cross sections for H(1s) + He(11S) — H(2s) + He(1'S). The exponent on the numerical values give the
power of ten by which the entry must be multiplied.

v Q'(2s) Q%(2s) opp(2s) op(2s)
(a.u.) (@) (@) (@ @)

2.0 2.3672 2.347° 2.357% 2.3672
1.4 4.767° 4.6872 4717 4.8572
1.0 9.0572 8.7972 8.88~2 9.4972
0.8 1.3571 1.2971 1.3171 1.4771
0.6 2.0971 1.9571 2.0171 25271
0.5 2.5071 2.3071 2.407! 3.4371
0.4 2.5971 2.33~1 2.4871 4.607"
0.3 1.5671 1.3771 1.53"! 5.3871
0.2 1.2772 1.0772 1.187° 3.4271

We note that the initial-state diagonal matrix ele-
ment Vyg 15(R) has been subtracted from all four
diagonal elements in Eq. (9) of Flannery® to sim-
plify their evaluation.

The scalar quantities V;; L(R) and 0;; L(R) listed
in Table I were calculated by using the He elastic
x-ray form factors of Kim and Inokuti,!° the gen-
eralized Born matrix elements for H calculated
analytically with Eq. (13) of Levy and Flannery, 3
and a Simpson’s rule numerical integration over q.

The subscript reference to the ground state of
the helium target atom is now omitted. Previous
work ! has shown that velocity-dependent scaling
is not necessary for helium.

III. RESULTS AND DISCUSSION

Excitation cross sections for the collisions H(1s)
+He(1%S) - H(2s, 2p,, 2p,) + He(11S) have been cal-
culated with an error < 1.0% in the distorted Born,
two-state, and four-state impact-parameter ap-
proximations; and the effects of distortion, cou-
pling to the initial state, coupling between 2s and
2p, and coupling between magnetic substates have
been examined.

The results for excitation of H(1s) to H(2s) are
presented in Table II, and those for excitation of
H(1s) to H(me) in Table III.

Over-all, the corrections to the first Born-wave
approximation affect the 2s cross sections more
than they do those for the 2p because the 2p, and
2p, cross sections behave in an opposite manner,
and their sum tends to cancel.

Back coupling and coupling between the 2s and
2p,, states have opposite effects on the 2s cross
section and tend to cancel. Back coupling does
not change the 2p cross section significantly for
v>0.5 a,u. The combined effect on the 2p cross
section of coupling to the 2s state and coupling
between magnetic substates is small at all veloci-
ties studied.

A general feature of these results is the major
correction to the first Born-wave cross section
that comes from the inclusion of distortion, and
the minor changes that occur when all the other
couplings are included. The results are quite
similar to those of Flannery*? for two- and four-
state impact-parameter calculations of H-H single-
excitation collisions.

Total cross sections for excitation of H(ls) to

TABLE III. Cross section for H(ls) + He(1!S) — H(2py, 204 +He(1!S). The exponent on the numerical value gives
the power of ten by which the entry must be multiplied.

v Q*2py) Q*(2p.) Q*(2py) Q*2p,) opp (2P0 opp(2p,) og(2p)
(a.u.) (@) (@) (@) (@) (@) (@) (@)

2.0 5.05~° 2.2072 4.9173 2.2172 4.9173 2.2172 4.8272
1.4 1.8772 4.0872 1.8272 4.0972 1.8372 4.1072 9.7572
1.0 5.8172 6.652 5.6772 6.7272 5.687 6.7371 1.8571
0.8 1.1171 8.4572 1.097! 8.5972 1.0971 8.617° 2.7571
0.6 2.0971 9.7072 2.06~1 1.0071 2.08~1 1.0071 4.22-1
0.5 2.6171 9.1072 2.5971 9.5372 2.6271 9.5972 5.1071
0.4 2.5771 6.5572 2.58~1 7.1672 2.62-1 7.2372 5.61-"
0.3 1.2571 2.3872 1.26~1 2.8772 1.2971 2.9372 4.6171
0.2 8.8973 9.8574 8.277° 1.677° 8.527° 1.767° 1.5571
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H(2s)[0*(25) =@*(2s) + 07(25) ], H(2p)[0*(2p) = @*(2p)
+07(2p)] and both [0%(2s) +0*(2p)] are compared in
Figs. 1-3 with earlier first Born-wave results?
and with the experimental data of Dose et al.'* and
Ankudinov et al.'? The cross sections 01(23) and
o7(2p) are first Born-wave calculations® for all
collisions that excite both the projectile and the
target, and they use the closure approximation.

The four-state calculations do not agree so well
as do the first Born-wave calculations with the
two cross sections measured, Ogypt (2p) and
Oexpt (20)+0expt (25). The four state does show
better agreement with oexpt (2s). It is possible
that neglect of electron exchange and cascade ef-
fects is responsible for the discrepancy between
theory and experiment, but further experimental
work would be of interest.

The polarization fractions for the 2p,, excitation,
P(2p), calculated using the formula of Percival
and Seaton,'3

are presented in Table IV. Here again, back cou-
pling has a very small effect, while the combina-
tion of coupling to the 2s state and coupling be-
tween magnetic substates causes significant
changes at low energy.

The polarization fractions calculated in the four-
state impact-parameter approximation show good
agreement with the experimental results of Dose
et al.** for v< 0.8 a.u. For higher velocities, the
calculated fractions become negative while the
experimental results remain positive, probably
owing to contributions from collisons that excite
both the projectile and the target. This effect has
already been observed theoretically by Levy® for
H-H collisions, and H-He collisions should dis-
play similar behavior.
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TABLE IV. Polarization fractions for H(1s) + He(11S)
—H(2py, 2p_) +He(11S).

(a.u.) P,(2p) P, (2p) PDB (2p)
2.0 -18.3 - 18.6 -18.6
1.4 -11.4 -11.7 -11.8
1.0 -2.2 -2.8 -2.8
0.8 +4.7 +4.1 +4.0
0.6 +13.3 +12.5 +12.7
0.5 +18.0 +17.2 +17.2
0.4 +22.8 +21.6 +21.6
0.3 +26.7 +24.4 +24.4
0.2 +32.5 +26.0 +25.7
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