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A review of the quantum theory of ionizing collisions is presented, with particular regard to recent theoretical develop-
ments. A discussion is given of quantal and classical approximations and their predictions compared with experimental
data. Some useful empirical formulas are listed and compared, and in conclusion mention is made of the present in-
adequacies in the theory.
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1. INTRODUCTION

A great deal of experimental and theoretical work has
been devoted in recent years to the study of ionization
cross sections of atoms or ions by electron impact. The
importance of an accurate evaluation of these cross
sections is evidenced by the wide variety of physical
phenomena, the interpretations of which demand a
knowledge of reaction rates for ionization by electron
impact. Examples of such phenomena arise in the fields
of plasma physics, in the study of stellar atmospheres

*The writing of this review was supported by the JILA
Information Center (University of Colorado, Boulder, Colorado
80302) as a part of a program of critical evaluation of low-energy
atomic collision data. The JILA Information Center is supported
in part by the Office of Standard Reference Data of the National
Bureau of Standards and by the Advanced Research Projects
Agency of the Department of Defense.

and the solar corona, in studies of gas discharges, and of
the passage of shock waves through gases. A good deal
of progress has been made in recent years by a number
of different approaches towards obtaining an accurate
knowledge of ioniza, tion cross sections. In the first
place a substantial amount of experimental work has
now been carried out in which single- or multiple-
ionization cross sections of atoms or ions from their
ground states have been measured. This work has been
the subject of an earlier review by Kieffer and Dunn
(1966). The available experimental data are far from
exhaustive however. Many species remain to be in-
vestigated and there are difficulties in the experimental
determination of ionization cross sections from excited
states. Recourse in these cases has been ma, de to theo-
retical studies. On the theoretical side the basic formula-
tion of the problem has received a good deal of attention
and it is found that the theory of ionizing collisions
differs quite markedly from that for collisions involving
excitation. At the same time a number of new approxi-
mate quantal methods of treating the problem have
been investigated. Even so, quantal calculations are
lengthy and not yet as accurate as could be wished.
Alternative approaches have therefore been pursued
with the aim of providing reasonably accurate estimates
in a very simple fashion. Such approaches arise through
using a classical rather than a quantal theory of col-
lisions and from devising semiempirical formulas which
represent known data and may be used, through the
use of suitably defined parameters, to estimate as yet
unmeasured or uncalculated data. This review examines
the presently ava, ilable theoretical procedures, with
particular regard to the most salient features of the
basic formulation and to deficiencies in approximate
methods.

This article is confined to a study of ionization of
atomic species by electron impact. In Sec. 2 the ap-
propriate quantal theory is reviewed and this is followed
in Sec. 3 by a discussion of quantal approximations.
Section 4 describes classical approximations and Sec. 5
discusses some semiempirical formulas for single-ioniza-
tion cross sections of atoms or ions by electron impact.
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2. THE QVANTVM THEORY OF IONIZING
COLLISIONS

Peterkop and Rudge and Seaton, and we first review
their results for ionization of atomic hydrogen.

The calculation of an ionization cross section even in
a simple approximation is an arduous computational
task, and on account of this little attention has been
paid until fairly recently to developing the theory be-
yond that which has been described in earlier reviews
by Bates, Fundaminsky, Leech, and Massey (1950)
and by Massey (1956). A more recent and compre-
hensive review of ionization cross section calculations
has been given by Veldre (1965). The problems of
taking into account exchange in ionization processes
and of developing proper integral expressions for the
scattering amplitudes have now been considered in a
number of papers by Peterkop L1960, 1961, 1962(a),
1962(b), 1963(a), 1963(b), 1965],by Seaton L1962(a)j,
and by Rudge and Seaton (1964, 1965).

The theory diRers significantly from that for excita-
tion processes and the most important features of the
theory may be seen from consideration of the simplest
case of ionization of atomic hydrogen by electron im-
pact. This case is therefore discussed initially, the
details being first prefaced by a brief outline of the
theory. The discussion throughout is confined to the
theory of ionization of atoms or ions by electron impact
but applies with little modihcation to the case of ioniza-
tion by other structureless charged particles.

The first step in the theory is to determine the
asymptotic form of the wave function for an ionizing
collision, i.e., the form of the wave function where both
electrons are far removed from the nucleus and from
each other. This involves, therefore, the determination
of the behavior of the wave function where three charged
particles are far removed from each other, in distinction
to the case of excitation processes, where the behavior of
the wave function is sought in a region where a single
charged particle is removed from a neutral or positive
system. The asymptotic form is developed as an ex-
pansion, from which only the leading term contributes
to the current. Subject to boundary conditions, which
define a collision event being satisfied, the coe%cient
of this leading term is the scattering amplitude, and
the second step in the theory is to determine integral or
variational expressions for it. The third step is to ex-
press the ionization cross section in terms of the scat-
tering amplitude. Since, for single ionization, there are
two free electrons in the final state, this involves con-
structing a current operator appropriate to the case
of two particles rather than the single-particle current
operator used in excitation problems. Finally, for the
case of ionization by electron impact, consideration
must be given to the exchange problem. Here again the
situation di6'ers from that for excitation, it being
found that the "exchange" scattering amplitude is
related to the "direct" scattering amplitude.

This is the program carried out in the cited papers by

2.1. Notation

Atomic units are used (e, the electronic charge, tn,
the mass of electron, and fi, , Planck's constant divided
by 2&, are taken as the fundamental units and therefore
have the value unity); E denotes the total positive
energy of the system in these units, and for reasons of
convenience we also define ~X'=K Cross-section ex-
pressions and cross sections are however expressed in
units of map where ap is the first Bohr radius of atomic
hydrogen (naos is 8.797&(10 's cm'). The coordinates of
the ith electron denoted by r;, kp is the momentum of
the incident electron, and k1 and k2 are the momenta of
the continuum electrons in the final state.

The electrostatic Hamiltonian of the system is
written as 3C, and in general for T electrons and a
nucleus with charge Z, has the form

(2 1)

where

H, = —-', VP —Z/r, (2.2)

H4 (v I r) = &v4 (v I r) . (2.3)

They are orthogonal and are taken to be normalized
to unity. p=0 will be taken to refer to the initial state
of the atom. The continuum eigenfunctions (Coulomb
functions) satisfy

HP(s, k
~
r) =-'O'P(s, k

j r)

and are taken to be normalized such that

(2.4)

P(s, k
~
r)P*(s, k'

~

r)dr=b(k —k'). (2.5)

The continuum solutions are not uniquely defined
through the normalization condition (2.5). It is shown
in the cited papers that integral expressions for the
scattering amplitude involve a particular solution of
(2.4) defined by

P(s, k
~
r) = (27r) '"x(s, —k

~
r),

where

x(s, —k
~
r) =[2srrt/(1 e'"&)]'"exp—[iao(st) j

(2.6)

&&exp ( —tk r)iFiLiq, 1, i(kr+k r)g. (2.7)

Bound-state hydrogenic eigenfunctions are written
P(p ~

r) (p denoting collectively the quantum numbers
rt, I, rrt) and satisfy
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In (2.7) 3/=Z/k, o()(3/) =arg F(1—ig), and of the Green's function in terms of the two linearly
independent solutions of the homogeneous equation

F(a+n) F(b) x"

„=,F(b+~) F(o) F(&+1) P(f, X, p)

H(f, X, p)

(2.19)~ =0.
Asymptotically

X(s, —k
t r) exp i (—k r+)l ln

~
kr+lx r

+$f(8)/r'jexpi(kr+r/ln 2kr),
A

where cos 8= —k r and
p—+00

I)
These are radial Coulomb functions dehned such that

(2 g) in the asymptotic region

f(8 = qF (1—i)l) exp 2ir/ ln t sin (8/2) ) 2.9
2kF(1+i3l) sin' (8/2)

The Schrodinger equation is

H(f, X, p) X / exp $$f(p) ) p~a(), (2.20)

where

BC% (ri, r, ) =-',X'+(rI, r3) . (2 10) f(p) =Xp+(f /X) ln (2Xp) ——)r+arg F(-', —3flX).

(2.21)It is convenient, when studying the asymptotic form of
the wave function to write (2.10) in terms of hyper- It is readily verified that (2.15) may now be written
sPherical coordinates. These are t e set (gi I 3 3p &Xp Pjp
where

as the integral equation

r~ ——p cos 0.

r2=p Sln n
0&a&3r/2, (3 ii) O((', X, P) = —X' PPQX, P)f P '',P(l;X, P)

0

and (gi, &I, 83, pl)3) are the usual spherical polar co-
ordinates. We also define

f(ri, r3, n) =(sin a) '+(cos o()

—(1—cos 833 sin 2a) I/3, (2.12)

xtcdp+p((x, p) f p , 'pp((, x, p)Acdp
P

—H(f' X p) p 3F(f X p)A(Mp . (2.22)
P

A A
where cos 8~2

——r~. r2, so that

t'/p = 1/ri+ 1/r3 —1/rI3.

For large p (and finite X) the first term in (2.22) is the
leading term in an asymptotic expansion so that on

(2.13) defining

2.2. The Asymytotic Form of the Wave Function
/'5

f(ri, r3, o() = —exp i arg F
~

———.

The form of 4 in (2.10) is sought in the region where
rg~~, r2~~, and F2~~. Except at the points 0.=0,
n=3r/2 (n=3r/4, gi3=0), these conditions are met by
tatung p~~. Accordingly (2.10) is written in terms of
hyperspherical coordinates when, on making the sub-
stitution

&& p 3'(i, X, p)ACdp
0

and using (2.14) and (2.20) we obtain the result that

X3 I/t2

4'(ri, r3)~ —i"' —, f(ri, r3, a)
p

Xexpi(tXp+(t/X) ln (2Xp) j, (ri, r3) +~. (2.—23)

4'(ri, r3) =C (ri, r3)/p'", (2.14)

(2.10) reduces to
(2. 15)ZC =(p 3)Mp,

2 =83/8 p'+X'+ 2//p 15/4p'—
where

and

Examination of the neglected terms in (2.22) shows
(2.16) that the complete asymptotic expansion may be

written in the form

/1=(sjn3(3 cos3(3.) I{cos nJ3+sjn nLI —(cl/cln)

with

8 . 8 . 8I;3=—(sin g;) ' —sing; ——(sin'8;)
ae; 'ae; gy.2

(2. 18)

Equation (2.15) may be solved formally by the method

X3 I/2

@(I'I, I'3)~ i'/' ——exp i Xp+ —ln (2Xp)
p5 X

(ln p) 3'

&&+ QA„~(ri, r3, n), (ri, r3) +~. (2.2—4)
n=O yM p

In (2.24) the leading term A()()(rI, r3, D() is the scattering
amplitude f(ri, rs, a) . The further terms A„~(ri, r3, u)
may be obtained by substituting (2.24) into the
Schrodinger equation {Peterkop (1960)g. Their values



M. R. H. RUDGE iodzieatio22 of Atoms by Etectropd Impact 567

&.(n, p)

may be expressed in terms of App, (ri, r2 n), 1(ri, r2, n) equation
and their derivatives. F.(n, p)

'

The integral equation (2.22) is valid for all p but the o
expressions (2.23) and (2.24) are valid only for
p))f/X', i.e., ri +dd—2, r, +~, —and r12~~ as was specified has fundamental solutions
at the outset. The scattering amplitude f(ri, r2, n) is
thus defined through (2.24) everywhere except at the ~o( p) = ( p)""~1L(8Ap)"'j
singular points of t, viz. , and

(2.28)

(2.29)

(n =0, n =2r/2, (n =2r/4, 912
——0) j.

The complete scattering problem is defined once the
asymptotic forms as ri/r2~0(2 and rz/ri~pd3 are also
specified. These are well known and the behavior of the
wave function in the entire asymptotic region is
given by

pp~, (2.31)
—iexpi {y,(p) IPo(n, p)

Ho(n, p) = (2rp) '/2H1L(8AP) '/2$, (2.30)

where J&, and H& are, respectively, a Bessel function
and a Hankel function of order one. Asymptotically

Eo(nr P) p
))1/4»n {A(p) I

3I (ri, r2) ~(0
~

r2) exp zko'ri+g))b(y j r2)fo2 (ko, ri)
where

40(p) = (8Ap)"' 4~—

X
exp ik~r~

(r,/r, ) pa(2

Using the transformation (2.14) we may write

204'(ri, 12) = (t4/p') 4 (ri, r2), (2.32)
where

exp (ik„r2)
+4(V ~

ri) go, (ko, r2)
'y r2

Ao= ~+2(A —
1 )p+ 15/4.

A solution of (2.32) is

(2.33)

(Xoi) 1/2

f(r„r„n)
I poi

Xexpi Xp+ —ln (2Xp) (ri, r2)p~, (2.25)

where k~2=2(E —Ey) and fp~(kp, ri) and go~(ko, r2) are,
respectively, the direct and exchange scattering ampli-
tudes for excitation.

The asymptotic form of a symmetric or antisym-
metric solution of the Schrodinger equation (2.10)
may be obtained by appropriately symmetrizing (2.25) .
Thus

e+(ri, r2) ip(0
~

r2) exp (zkp ri) +pip(y
~

r2)

XL fp (ko rl) ~go (ko rl) 1Lexp (zk rl)/rlj

(ri/r2) ~~
~—zl/2 (Xo/po) 1/2

X(f(ri, rz, n) af(r2, ri, zr/2 —n) j

iC(ri, rz) =Ho(n, p) p 2to(n, p)I44(ri, rz)dp
0

orpo(o, p) f p 'Ho(, p) r44(r, , r,) dp

Oo(, p)f p 'Po(—, p)dep(r-, , r)dp. (2.34)
P

For large p, (2.34) tells us that

C (r,, r2)~fp(ri 1'2 n) p /'exp ipo(p) —L(2A) '/'p'//2i]

X exp(i(t)0(p) j p
'' exp $—ipp(p))App fp(1'1 1'2 n)

Xexp ((do(p))ado —exp L
—33 (p) jf p

"' p L'4 (p) j

XdeLfo(rr„) exp (dd ( )) j,d )e, o(2.3p3)

where

fp(ri, r2, n) =—(2A) '" p
' Fo(n, p)/4& (ri, r2)dp,

Xexp {zT'Xp+(f/X) ln (2Xp) )I, (ri, r2)-+~. (2.36)

Zo =ct2/Bp'+2A/p, (2.27)

(2.26)

The asymptotic form of the wave function at zero
energy requires separate consideration. %e de6ne an
operator

provided this integral converges.
The choice of A(ri, r2, n) is now dictated by de-

manding that the remainder terms in (2.35) should be-
have as p", where zz(4, i e , AqL fp(ri, r2, n. ).exp i(f)0(p) j
must be of order p, where m&-,'. By imposing the
condition that terms of order p 'f' in the first integral of
(2.35) vanish, we find that

where A = A (ri, r2, n) is for the moment arbitrary. The A+A '(DA)2=t, (2.37)
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where

(DA)'= ( ) +(co*' ) '
( ) +(sin'3)-'( ) +(sin' )-' ( ) +(sin'd) '~

) . (2 33)

Consideration of terms of order p ', on the other hand, gives us the result

D I[fs(rf, r2, n)]'D(A)'I'}=0,
where

8 . BA 8 . Bb . 8 Bb)D' ((iDb) = (sin 2n) —(2 sin 2n —+(cos fg) (sin P ) —(i sin gi —+(sin 8&)
Bo! BA Bg) Bg) ~4ij

(2.39)

8 . Bb . 8 8b
+(sin'n) ' (sin 82) ' —a sin 02 —+(sin'g2) ' (2 . (2.40)

802 Bog 8/2 Btf)2

Vi(r) and V, (r) are any short-range potentials and the
effective charges s& and s2 are for the moment arbitrary.
At large distances

p(s, —k
~
r) (22r/ikr) In(k, r)

p—&~, (2.41)

provided Eqs. (2.37) and (2.39) are satisfied and
(2.36) converges. In this treatment it has been assumed
that A&0. Solutions corresponding to negative A are
exponentially decreasing at large p and therefore need
not be considered. In a classical treatment of the
problem Wannier (1953) assumed tha. t the whole
reaction at zero energy took place at n =gr/4, 022

——2r, i.e.,
he assumed that the only path leading to ionization
was that in which the electrons moved in opposite
directions with equal energy. No proof of this has been
given but a particular solution of Eqs. (2.37) and
(2.39) is DA =0 which gives, A=/(of=id-2r, 022=fr).

Xexp i[kr+(s/k) ln (2kr)] —b(k —r)

Xexp —i[kr+ (s/k) ln (2kr) ]}, r—&~, (2.45)

where

(2(k, r) =8(k+r)+(ik/22r)f, ((—k, r), (2.46)

and f,( denotes the elastic scattering amplitude.
Jeffreys and Jeffreys (1956) give theorems of

stationary phase, wh1ch state that2.3.An Integra1 Expression for the Scattering
Amplitude 2'

f(x) exp [i'(x)]dx f(x,) g" (x())i.
Xexp i[g(x()) R+-,'2r sgn(g" (x()) )],

1/2

Knowledge of the asymptotic form (2.23) permits
integral expressions to be developed for the scattering
amplitude. Peterkop [1962(b)] and Rudge and Seaton
(1965) have developed such an expression by consider-
ing the integral

(2.47)

provided g'(x()) =0, a&x()&b. If such a point does not
I= hIf(ri, r2) (K—A) C (rf, r2) drfdr2, (2.42) exist or if f(x()) =0, then

Hence the asymptotic form of the wave function at where the functions fti and &2 satisfy equations of the
zero energy is form

4'(rf, r2) ( i) '—I'f (ri, r2, n) p
'(' exp i(8A p)" [V2+k2+(2.,/r) yv, (r)]y, (.,—k

~
r) =0.

where 2 (rt, r, ) is the exect solution of the Schrodinger f(x) ex& (tffg(x)]dx
equa, tion and has the asymptotic form (2.23) for n i&g'(x)
finite energies, while C (rh, r,) is a function the form of
which is to be determined, and must be such that
(2.42) converges to an expression involving the scat- We therefore define
tering amplitude. Equation (2.42) may be written

04
kf ——X cos P

I= ——,
' lim p' O' ——C —sin' a cos' ndndr~dr~,

Bp Bp
0&p&-'22r,

k2= X sin P

R~~ . (2.48)

(2.49)

p—+0(), (2.43)

and we consider a C (r&, r2) with asymptotic form

C'(ri r2) 4'1(sl kl
~
ri) 42(s2 k2

~
r2) p~~

(2.44)

and use (2.45) and the stationary-phase theorems
(2.47) and (2.48) to perform the n integration. It is
then seen that the terms involving g2(ki, ri) and
gg(k2, r2) give no contribution, while the remaining term
has a point of stationary phase, where 0(=p and may
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be evaluated to give

I= —(22r) 2/zf(ki kz) (sin p)
—2izz/22(cos p)

—2dz(/kj

Xlim exp fill (ki, k, , P) /X —zi/ki —zz/kzg ln (2Xp) },
p—+0z . (2.50)

In order that the integral I shall have no divergent-
phase factor it is therefore necessary that

zl/kl+z2/k2 t (kl k2 p) /X
0

c.e.,

Hence
4 m'/2

sin' n cos' o.do. r~, r2, o. 'dr~dr2.
7lko 0

(2.60)

Expressed in terms of the momenta of the final-state-
electrons on averaging over directions of the incident
electron, (2.60) becomes

Q=( kq) 'f didz(di4)d( ,',)z'), -(2.61)
0

zi/ki+zz/k2 ——1/ki+ 1/k, —1/I ki —k, I
.

The integral expression therefore is

f(ki, kz) = —(2m.)
—'/' exp I:i~(ki kz) 3

X 4 K—E Cdr~dr2,

(2.51)

(2.52)

z(d4kg) =(d ) 'f
~

f()zizz) (
dz', zjzgdzg .(2.62)

Expressions (2.61) and (2.62) are those appropriate
to the ionization problem when exchange may be
neglected, that is, when dealing with "distinguishable"
electrons.

ri/ki ——r,/k, = t, (2.54)

where t is a constant and classically is the time. Equa-
tion (2.51) may therefore be read as

zi/ri+zz/rz 1/ri+1/rz 1/I ri ——rz I, (2.55)

and the interpretation of the charges z~ and z2 is that
they are angle-dependent quantities which asymp-
totically take full account of the Coulomb potentials.

The phase factor h(ki, kz) is of importance when the
effects of exchange are included (see Sec. 2.5) .

2.4. The Current Operator and Cross-section
Expressions

The current operator is

j= (1/2i) I
%*V%'—4V+*j, (2.56)

and the ionization cross section, in units of mao, is
given by

Q = ( /&jo) fj dz. . (2.57)

In the case of single ionization the gradient operator
and surface elements are those appropriate to a six-
dimensional space.

The gradient operator is

where zi and sz are defined by (2.51) and

&(ki, k2) =2L(zi/ki) ln (ki/X) + (s2/kz) ln (kz/X) j.
(2.53)

The entire contribution to the integral arises from the
stationary-phase point n =p, i.e., from the points

2.5. The Effects of Exchange in Hydrogenic
Systems

We introduce spin variables defining a spin quantum
number p, =~~~, a spin coordinate 0=~~, and a spin
function 1I(/d

I o), which is unity for /d=o, and zero
otherwise. To denote both space and spin coordinates
we use x= (r, a). The requirement of the Pauli principle
for the e—H system is therefore that

@(xi,xz) = —4'(x2& xi) . (2.63)

A total spin function for two electrons is written

x( S, Ms I (r4 (rz) =pC(-2', —',, S; tdb /dz, Ms)
P&IJt 2

x&(pi I ~1) ~(t 2 I ~2) (2 64)

where the C is a Clebsch —Gordan coeKcient.
It follows from (2.64) that

x(S, Ms I ai, az) = (—1)s+'x(S, M/t I drz, ai). (2.65)

The asymptotic form of a wave function satisfying
(2.63) is now

@(s I xi, xz)~ i"'(xz/—p')"'x(s& Ms I oip 02)

Xf(S I ri, rz, n) exp i LXp+( 1/X) ln (2Xp)g

(ri, rz) —&co, (2.66)
where

f(S I ri, r2, n) =f(ri, rz, n)+( —1) f(rz, ri, Sr/2 —n).
(2.6'I)

Corresponding to a given total spin S the ionization
cross section is given by

Q(S)=( z, ) 'f d,z, (S~~d, 4)d(-'z'), (2.68)
0

where
V = (8/Bp) j+ ( terms of order (1/p) I, (2.58)

and the surface element is

d S=p' sin' n cos' o.dndr~dr2. (2.59)

(r(S I ki, kz) = (4)r) ' dk()dkidkz I f(S I ki, kz) I'

(2.69)
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f(S
~
k), kz) =f(kg, kz)+( —1) f(kze kz). (2.70)

For random spin orientations the ionization cross
section is given by

E/2

Q(E) = (m-kp) ' r'(kgkz)
0

XLo.(0
~

kI, kz)+3(r(1 i kg, kz)d(-,'kzz)]. (2.71)

We must integrate over all distinct final states which
lead to the process of ionization. In (2.68) there is a
distinction arising from the electron spins but in the
case where the spin is not fixed the only distinction is
that between the velocities of the two 6nal-state elec-
trons. Hence the integration is performed only over all
relative velocities of the final-state electrons and the
integration in (2.71) is therefore cut off at E/2 rather
than at E. The integrand in (2.71) is equal to

(k~kz/4) Ilf(k~, kz) I'+If(kz k~) P

—Re L f(k), kz) f*(kz, k~) $I, (2.72)

and from the symmetry of this integrand we may
therefore also write

Q(E) = (2zrkp)
—' —;(kzkz)

0

XL(r(0
~

k~e kz) +3(r(1 I k~I kz) )d(-,'kz'), (2.73)

and the distribution in energy of all electrons following
an ionizing collision is symmetric about E/2.

An integral expression for f(S
~

kq, kz) is

f(S
~

k~, kz) =-', L
—(2zr) "'g exp id, (k~, kz)

X +(S
~

rl rz) (K—E)C (rI., rz)

In (2.76) sz(k), kz) may be replaced by s) (k&, k)) and

s&(k&, kz) may be replaced by sz(kz, k&), since the
relationship (2.51) will still be satisfied, and D(kz, k,) is
then replaced by A(k&, k&) . Thus

g(kg, kz) =f(kz, kg), (2.77)

and the expression (2.74) is in agreement with (2.70).
The exchange states for ionization are those states

wherein the "ejected" electron has a greater velocity
than the "scattered" electron. The e8ects of exchange
are large when both electrons have similar velocities.

2.6.The Effects of Exchange in Nonhydrogenic
Systems

For single ionization of nonhydrogenic systems there
is a new possibility in that "classical" exchange can
occur, i.e., the incident electron may be captured into
a bound state while two initially bound electrons are
ejected. Let us consider first the ionization of a helium
atom which is the simplest case for which this possibility
can arise. The eigenfunctions of helium may be denoted
by P(zz, S~

~
rz, rp), where I denotes the configuration

and Sz the total spin of the atom. Let us now denote by
I)t(y

~
r) the eigenfunctions of He+ which belong to

eigenvalue Ep and extend the notation already used by
defining

P'i =~' ~~i )
. .2 .2~ .2

tan n;; =r;/r;,

f;;(r";, r";, n;;) = (cosa;;)-+(sinn, ;)-
—(1—sin 2n, , cos 0;.) U'

S' =Xv~'+(t'/&. )» (2&.z')

where

X,'=2(E—E,) .+( 1) C (—rz, r~)]dr&drz (2.74)

=f(k), kz) + ( —1) g(k)., kz), (2 75) The spatial dependence of the wave function
@(rz, rp, r),), which satis6es

g()ee, Iee) = —(2 ) ' ' exp IIe()ee Iee) f@(re re) %(rp, rz, rI) = (—1)s&4(rz, rp, rz), (2.78)

may be investigated in a manner similar to that already
X (X—E)yzfsz (kg, kz), —kg

~
rz) used in studying the ionization of hydrogen. The

X4pLsz(kz, kz) I
—kz ( r&]dr&dr&. (2.76) asymptotic forms of interest are

exp (ik„rq)
4'(rz, rp, r&) $(0, S~

~
rz, rp) exp (zkp rz) 1Pf(rz, S~

~
rz, rp) fp„(kp, rz)

~1

3 1/2—&2i')'g f(y ~
rp) fv(rz, r, , n») exp (i S»),

P12
f2 ~OO

X 3 1/2

~( 1) &+'v2—i'I'g '
P(~ ~

r,)f,(r,, r"„a»)exp (iS»),
P13'

(r, , r;)—woo

3 1/2—V2i''g, P(7 ~
r~)(p, (rz, rz, azz) exp (iSzp),

P23
f2 'r3 ~OO ) (2.79)
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where the integral expressions are:

f (ki ks)
= —(22r) st' exp ih(ki, k,) 4'(rs, rs, ri) (K—E)

st)~(ki, ks)

C (rs, ri, r,)

C (ri, rs, rs)
d1'ydf 2dX'3. (2.80)

In (2.80) K is the Hamiltonian for the e—He system, h(ki, ks) is the phase factor defined by (2.53) and

C (rs, ri, rp) )Id*(y
I
r„.) yi(zi, —ki

I ri) c}bs(zs, —ks I rs)

where zi and zs satisfy (2.51) ~

Introducing spin coordinates, a totally antisymmetric wave function is

(r,, rs)-+0(}, (2.81)

'P(xie X2, Xs) = X(SA. Ms I
(r2 (rs) (}(tdi I (ri)+(r2 rs rl),

cyclic permutations
(2.82)

which has the asymptotic form

+(»,, xs, xs)——~~(s) '" g &(tdi'
I (ri) ~(td2'

I
(rs) ~(t(s'

I (rs) gL&,'/t)is J"f,( R, Ms. , tdi
I

tdi'tds'tds', . ri, rs, csis)
P I/P, 2tiz 3/

&&exp (iSis) (ri, rs) ~ac), (2.83)
where, using (2.79),

f~(Sdi, Ms» tdi
I

tdi'tds t(s'; ki, ks) = C(2, 2, Set, tds', tds'& Mad) &tdi}((i'fq(ki, ks) +(—1) "C(2, 2, S~& tds', tti'eMe(d)

X btdit(2'f, (ks, ki) +C(-', , —2,) Sx,' tdi', td2'eMsd) I}tti}((s22)~(kie ks) (2 84)
Dehning

(t~(ki, ks) =
I

2 (2SA+1)] g I fv(tdie Sg, Mad I
tdi'tts'tds'x ki, ks) I,

Itt 1~8~,e I'u 2'Iz 8'

the ionization cross section is given by

(e),(~) =

From (2.84) it follows that

mkp
kl)'ssds (k2 ) Ify(kl, k2) dkldk2 (2.85)

I7,(ki, ks) = If (ki, ks) I'+I f,(k2, ki) I'+
I

2t)~(ki, ks) I'—Re Lfv(», ks)f.*(ks, ki) j
—Re (22)„*(ki,ks) [f„(ks,ki) + ( —1)se fv(ki, ks) )I . (2.86)

If the "capture" term st)~(ki, k2) is assumed to be zero, then (2.85) and (2.86) reduces to the same form as for
hydrogen except for a factor of 2, which arises because there are two equivalent electrons. In calculations so far
on two-electron systems this has been assumed to be the case LSloan (1965) and Rudge (1964)j.

In the more general case of ionization of an atom with an outer shell of n equivalent electrons, the scattering
amplitude is given by a straightforward generalization of the theory, so that

f(le, , ke) =—(2 ) "'exp ed(k, , k%(x, ~ ~ xee} (X—Z}P(xe ~ x~')dx, ~ dx e, , (2.87)

antisymmetry with respect to the core electrons being ignored. Using the symmetry properties of the wave functions,
the integral in (2.87) may be written

1=st'" +(xs" X.+i, ») (&—&)Lk(xs" X.+i) I 1—P»I j(fbi(zi, —ki
I ») A(zs& —ks I xs) I

+ (n —1)p(xl& Xd' ' 'Xxx+1) 4'1(zi, —ki I xs) $2(zs, —ks I xs) ]dxi - dx„+i. (2.88)

a+i P (r.)+( " + ' ) =A(k
I )II b(tt

I )x
%=2 ri""P t(r')

y(x ~ ~ .x„)=xD" '(, S, I, )x ~ ~ .x,]g
1=3 r, )&Ll" (n, S, L)xs ~ x„+27. (2 .91)

If the radial wave functions of the initial and final and
bound states are assumed to be identical and are
denoted by P„t(r) /r, then

(2.89)
4a{zi, —ki

I xi) =dt)i{zi ki
I ri) &(tdi'

I &2)

$2(zs ks
I
xs) —$2(zs ks I 12) 8(td2 I 02), (2.90)

In these equations (n, S, L) denotes the initial term of
the atom and (dsi, Si, Li) the term of the final state of
the ion.
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Following Racah (1943) we can write

XD"(a, S, L)x2 ~ x„+Ij=Q 0" '(a', S', L')lS'L ~}l"a, S, L$ Q C(L', l, L; ML, , 2N, M)
a~,S~,I ~ Mr, iM gi;m, pg

XC(S', —',, S; 3IIB, p2, Ms) I'I„(r2)&(p2
~

02) xLl" '(a', S', L') x2 ~ x„+Ij (2.92)

using the usual notation for a fractional parentage coeKcient. Using Eqs. (2.89)—(2.92), (2.88) may be reduced to
two electron integrals. In particular if the "capture" term in (2.88) is ignored and the wave functions &I(—kl

~
rl),

$2( —k2
~ r2) are orthogonal to fP„l(r)/r7Fl (r2), then (2.88) reduces to

I=22'"Ll" '(al, Sl, I1)lSL
~ }l"aSL) g C(LI, l, L; MI, 212, M) C(SI, —',, S; Ma„p2,~S)

m, p2

X f 71141141 ~142142 Il DI42141 ~PI@2 I2}p (2 ~ 93)
where

(Il, I2) = &.l(r2)
4o(ko I

rl) I'I (r2) LII(1 2) +~r—&jr

41(sl kl ) ri) 42(s2 k2
~

r2)

, 4'1(si, —kl
~

r2)4'2(&2 k2 j rl)
dridr2, (2.94)

H(1, 2) being the two-particle Hamiltonian and Ey the energy of the final state of the ion. The quantity of interest
in computing the cross section is

L2(2L+1) (2S+1)g ' Q ~

I ~'=22(l" '(al, Sl, Ll)lSL (}l"aSL)'f(Il ('+) Il ~2 —Re (III2*)}. (2.95)
MI,MS, mI, JMSy

Thus, in this case we again reduce to the same expres-
sion as for the ionization of hydrogen, except for the
factor

22il" '(al, Sl, I-I) lSL
~

}l"aSL]'.

Summing over all S& and L& yields a factor of m,

the number of equivalent electrons. The evaluation of
(2.87) can be carried through quite readily when
assumptions of orthogonality are relaxed and when the
"capture" term is taken into account. This term is
essential when considering ionization for example from
an (a, S, L) =I'2(4S) state to an (al, Sl, Ll) =I'2(IS)
state.

2.'7. Threshold Laws for Single Ionization

The threshold law for ionization has been the subject
of investigations by Wannier (1953), by Geltman
(1956), and by Rudge and Seaton (1964) .

The method used by Wannier (1953) consists of
asserting that the threshold dependence of the ioniza-
tion cross section is given by the rate of change of the
available volume of phase space which leads to ioniza-
tion. En order to compute this quantity, he considers
the equations of motion for zero angular momentum
classically and shows that at small energies the reaction
takes place near a=2-/4 and 812——lr. He then solves
Hamilton's equations for o., 8» and their conjugate
momenta by using a Taylor expansion for 1'(ri, r2, a12)
about this point. His method then leads to a threshold
dependence for ionization of atomic hydrogen given by

Q ~ (g I)1.122

Wannier considers that the argument is not rigorous but
that nevertheless the above relationship is the correct
one. For the case of a hydrogenic ion with nuclear
charge Z—+ , Wannier obtains a linear result and as-

&(s, —klr)~k '" s&0

~ k "exp ( —lr/k) s(0. (2.98)

The dominant contribution to f(kl, k.) at low velocities
is therefore from the region where s~& 0 and s2) 0
and therefore near the threshold

f(ki) k2) (klk2) '"
provided (2.97) converges. This then leads to the
threshold law (2.96).

The result (2.96) does not depend on a knowledge
of the angular and energy distributions of the electrons,
as was needed by Wannier in his treatment of the prob-
lem. In the result of Rudge and Seaton (1964) correla-
tion between the outgoing electrons is accounted for
through the angle dependence of the charges s& and s2.

cribes the nonlinearity of the above threshold depend-
ence as being due to the effect of electron correlation.

The assumption of Wannier in applying classical
and statistical methods is open to question and it is
therefore desirable that a quantal derivation of the
threshold law should be given. Such an approach was
used by Rudge and Seaton (1964), who deduce that
for ionization of hydrogenic systems

O-(~-I) (2.96)
near threshold.

Adopting pure Coulomb functions for the 6nal state,
(2.52) becomes

f(ki, lr2) = (22r) '~2 exp (26(kl, k2) )
(1—sg 1—s2X~I +

r2 r12

Xx(s2 k2
~

r2) drlllr2 (2.97)
At low velocities
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In their treatment, the effect of correlation does not
change the threshold law from that which arises in
the case Z—+~, though it undoubtedly exerts some
inhuence on the shape of the cross section near thresh-
old. The essential difference between the two results
is that Kannier predicts a zero derivative for the
ionization cross section of atomic hydrogen at threshold,
while Rudge and Seaton predict a 6nite derivative at
threshold.

Earlier, Geltman (1956) also predicted a linear-
threshold law but based his argument on a final-state
wave function with z~ ——z2

——4. Such a choice does not
comply with Eq. (2.51) however.

If it were incorrectly assumed that the choice z&=0,
z2=1 yielded a proper expression for the scattering
amplitude (this being frequently adopted and referred
to as "Born's approximation"), then the threshold
law would be

A classical analysis of near-threshold ionization of
atomic hydrogen, similar to the work of Wannier, has
been carried out by Vinkalns and Gailitis (1967), who
deduce that there is a departure from linearity of about
i%%uq. The work of Rudge and Seaton (1964) has been
criticized by Temkin (1964) on the basis that the
asymptotic form (2.24) is not valid at 8» ——0; he
derives a 23 power law for a model problem and infers
that this is the correct result for e—H ionization thresh-
old behavior.

For detachment from negative ions the situation is
different. Here the only Coulomb potential operating
in the final state is the repulsion between the two free
electrons or, for detachment by positron impact (for
example), there is a Coulomb attraction between the
two free particles. In this case the threshold laws are

t Rudge (1964), Hart, Gray, and Guier (1957)j
Q ec (g 1)3/2 (2.99)

for detachment from a negative ion by a positively
charged particle and

Q ~ (E I)"—exp —
t y (E—I) 'tsar, (2.100)

where y is a constant, for detachment from a negative
ion by a negatively charged particle.

Little has been predicted theoretically about the
range of validity of threshold laws. The linear law for
example states that the erst derivative of the ionization
cross section is nonvanishing at threshold but does not
say what the relative magnitudes of the first to higher
derivatives are in the near-threshold region.

2.8. Multiple Ionization

The simplest case to consider is the double ionization
of helium. Consideration has been given to this problem
by Peterkop (1961, 1965) . The theory may be extended
in an obvious manner to the case of double ionization
and the integral expression for this case will take the
form

2 't'f(ks, ks, kt) = (2sr)
—' exp (ih(kt, ks, ks) j 4'(rs, rs, rt) (X—E) )t)&(s&, —k&

~
r&)

where
X)ts(ss, —ks

~
rs))ebs(ss, —ks

~
rs)dr&drsdrs, (2. 101)

and

s] z'2 z3 2 2 2—+ —+ —= + +
~
ks —ks ~-' —

~
k, —ks ~-' —

[ k,—k, ~-'
kg k2 k3 kg k„ ka

AIk, )), 3 ) = —ln (
—

) + —ln (
—

) + —ln (
—

)
.

(2. 102)

(2.103)

Making use of the symmetry of the initial state and introducing spin variables, it follows that

2 '"f(S~) Ms„t i;t 3't 3't 3
~
kt) ks) ks) =bttt 3'C(s) 3, S~; t 3 ) tts) MB, )f(ks) ks, kt)+~ttttts &(3) 3) S~;t 3 ) tts ) Ms. )

Xf(kt) ks) ks) +&tsstts C(s) 3, S~; tts, tts ) Ms~ lf(ks) ks) ks) - (2 104)
Defining

(j (ks) ks) k3) —
t 2 (2S)t+1)j

p&~Sg)eral ~'I 3'

it is found that

q(ks, ks, ks) =2(i f(ks, ks, ks) is+i f(kt) ks, ks) P+i f(ks) kg) ks) i' —( —1)s"

(2.105)

XRe Lf(k„ks,k&)j*(ks, ks, ks)+f(k„k,, k, )j*(k„k„k,)+f(k&, k„ks)j (k„k,, k,) )I. (2. 106)
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As in the case of single ionization the cross-section
expression must represent the number of ions formed
in the final state; or equivalently we can say that
only the electron current corresponding to all possible
relative momenta of the three electrons must be
counted. Defining

describe all the long-range forces, and that the eBects
of exchange are ignored. In work on ionizing collisions
however the phrase "Born's approximation" has been
used where this is not the case, but rather the choice
s& =0, s2= 1 has been adopted. Thus for atomic hydrogen
the method consists in adopting the approximations

0 (ki, k2, kz) = g (ki, k2, kz) dkidkzdkz, (2.107) %H —p(0 ~
r2) exp (zko ri),

@'R=X(1, —k2
~

r2) exp (—»I'rl)
we can write the double-ionization cross section in
two equivalent forms. The first of these is A(ki, k2) =0. (3.1)

Jl/3

Q(~) = (~ko) ' kzd(2k22)

nf4) (2~-~32)

X k20 (ki, k2) kz) d(-2, k2'), (2.108)
(&/2)gj;32

the limits of integration ensuring that k3'&k2'& k~'. The
second form is

Q(E) = (zr3!kp) ' kzd(22k22)

E—(1/2) k3~

k20 (ki) k2, kz) d (2k2') . (2.109)

The only restriction placed on the limits of integration
in (2.109) are those arising from energy conservation.
Included therefore is a sum over 3.' permutations of
the momenta which correspond to identical events. A
division by 3. is therefore included in (2.109) and in
general for an e-fold ionization the corresponding ex-
pression to (2.109) must include a factor of 1/(zz+1)!
(Peterkop, 1961).

3. QUANTAL APPROXIMATIONS

Most of the essential features of the various quantal
approximations which have been used may be discussed
for the particular case of the ionization of atomic
hydrogen. In this case, quantal approximations for
the scattering amplitude consist in making a choice of
the functions 4' and C of Eq. (2.52). This equation
however, depends on equation (2.51) being satisfied,
in which case the phase factor A(ki, k,) is defined
through (2.53). In many methods which have been
used to calculate ionization cross sections, (2.51) is
not satisfied and hence in these cases approximations
are made to this phase as well. as to the functions ap-
pearing in the integral expression (2.52). In describing
each approximation therefore we list the 4, C, and
A(ki, k2) which when used in (2.52) give rise to each
approximate scattering amplitude.

3.1.Born Approximations

The usual interpretation of "Born's approximation, "
as applied for example to excitation problems, is that
separable wave functions are used, which correctly

This gives

f (k„k,) = (2zr)
—'I' $(0

~
r,) exp (ik .r,)

XL(&i) ' —(2'I2)
—')x(1, —k2

~
r, ) exp (—zki ri)dridr2.

(3.2)

The choice s~=0, s2=1 is not a serious defect at high
energies, since with increasing energy it is found that
the main contribution to the cross section comes
increasingly from the region where k2 is small and k&

is large. At sufficiently high energies therefore Born's
approximation becomes exact but at very low energies
(Sec. 2.7) gives rise both to substantial errors in the
cross section and an incorrect threshold behavior.

The second feature of Born's approximation, the
neglect of exchange, has also been treated rather
differently in work on ionizing collisions from what it
has been in problems of excitation. Referring to Eq.
(2.72) we see that "neglecting exchange" means that
all terms involving f(k2, ki) should be excluded to give
the expression

E/2

QLBorn (b) 7= (2k, )
' kikzd(2k22)

X dkidk2
~
fH(ki, k2) ~2. (3.3)

However an expression frequently used has been

Qt Born (a) $ = (zrko) ' kikzd(-', k2')

X dkidk2
~ fP (ki, k2) ~2. (3.4)

Equation (3.4) is the correct expression to use if we are
dealing with ionization involving distinguishable par-
ticles. In the case of ionization by electron impact,
with random spin orientations, (3.4) would correspond
to neglecting only the interference term of (2.72) while
retaining the

~
g(ki, k2) I2=1f(k» ki) I2 term. This pro-

cedure is clearly inconsistent and Eq. (3.3) is the more
acceptable delnition. The Born (b) approximation
should therefore be used if exchange is to be neglected
and will always yield a better result in those circum-
stances when, as is usually the case, the eBects of
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exchange are to reduce the cross section. In Fig. 1.the
two approximations are compared for the .cases of
ionization of atomic hydrogen [Rudge and Seaton
(1965)] from its ground state, a curve representing a
mean of the experimental measurements of Fite and
Brackmann (1958), Boksenberg (1960), and Rothe
et al. (1963) being also shown, and in. Fig. 2 the same
comparison is shown for ionization of helium from its
ground state [Sloan (1965)].

In the case of ionization of a hydrogenic positive
ion of nuclear charge Z by electron impact, the ap-
propriate expression for fe is

0.6

0.4

CV 0

03

0.2

0
0 0,2 0.4 0.6 0.8 1.0 1.2 1.4

fe(kr, ks) =(2sr) '" P(0 I «s)x(Z —1, ko
I

rr)

X[(«1)-'—(«12)- jX(Z, —ks I ri)

Xx(Z—1, —k& I r&)dr&drs. (3.5)

The phrase "Coulomb —Born" approximation is ap-
propriate to this case to distinguish it from calculations
where plane waves have been used to describe the
incident and scattered electrons. This latter treatment
is very unsatisfactory at low and intermediate energies
but becomes equal to (3.5) at high energies. In no
circumstances may plane waves be used to describe the

ejected electron.
Recent calculations in the Born (a) approximation

ha, ve been reported by Omidvar (1965) for ionization
of hydrogen from an initial state with principal quantum
number e running from 1—10; for He+ in the 1s and 2s
states by Burke and Taylor (1965); for helium in the
ground state by Peach (1965) and by Dalgarno and
McDowell (1956), the latter authors calculating also
cross sections for excited states of the helium ion with
(I, i) =2p, 3p, 4p, 3d, 4d; for Li by McDowell et al.
(1965) and by Peach (1965); for Be by Peach (1965);
for Ne by Inokuti (1961). Inner-shell ionization of
Xi, Ag, and Hg in the Born approximation neglecting
relativistic e6ects have been calculated by Burhop
(1940). Arthurs and Moiseiwitsch (1958) have in-
cluded relativistic effects in calculating the inner-shell

t I i I I t t I t I I i I I

LOglo (EI/()

F?o. 2. Ionization cross sections for He(is') comparing (1)
the Born (a) and (2) the Born (b) approximation PSloan (1965)]
with (3) "experimental" data.

ionization of Ni, and Perlman (1960) has similarly
calculated inner-shell ionization of Ni and. Hg.

The Born (b) approximation has been used for ioniza-
tion of the following species by the authors indicated:
II(1s) [Rudge and Seaton (1965)j; H(2s), He+(is),
and He+(2s) [Rudge and Schwartz (1966a)J; Fex
and Fexv' [Rudge and Schwartz (1966b)j; He, Li,
Be [Peach (1965)); and Na [Bates et al. (1965)).

In all the calculations of ionization of nonhydrogenic
systems, further approximations are involved in the
description of the bound-state wave functions and the
wave functions for the ejected electron.

3.2. The Bethe Ayyroximation

The Bethe approximation [Bethe (1930)] is a simple
version of the Born approximation, its chief usefulness
lying in the fact that it allows a determination to be
made of the form of the ionization cross section at
high energies. The principal features of the approxima-
tion may be seen by examining the case of atomic
hydrogen. Performing the integration in (3.2) gives

fs„„(k&,ks) = ( —2 't'sr sts/qs) (0 I exp (iq r) I
—ks),

(3 6)
where q =ko —k~ and we de6ne the notation

(0 I
exp (iq. r) I

—ks) = y (0 I «)
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Xexp (iq r)x(1, —k, I r,)dr.

Expanding exp (iq r) as a power series, using orthog-
onality, and assuming q small, we obtain the result that

fn,g„(kr,ks) = ( 2't'sr t—~i/q) (0 I
s

I

—ks), (3.7)

where q is taken as the quantization axis. Transforming
the kt integration of (3.3) to one over g gives the
ionization cross section as

«gio«1/r~

FIG. 1. Ionization cross sections for H (is) comparing (1) the
Born (a) and (2) the Born (b) approximation fRudge and Seaton
(1965)g with (3) "experimental" data. (3.8)



576 REvIE& ol MoDERN PHYsIcs ~ JULY 1968

(kp —kr) 2I/(kp+ kr)

=I/ko,
and (3.9) becomes

(3.11)

(2rko2&
QB ohio

—— ln
I I I (0

I
z

I
—k, ) (2 u2. (3.12)

kp' & I j
Writing E; =1/2k p2(3.12) takes the form

Q=A ln E;/E;+B/E, , (3.13)
where

E/2

2Ã
0

B=A ln (4r/I)+const. (3.14)

The additional constant in (3.14) arises from the
neglected terms in approximating (3.6) by (3.7). The
constant A thus depends on the optical properties of
the atom and can fairly readily be evaluated, but the
constant 8 depends on a full Born calculation since it is
determined through the cut-off parameter 7. and the
neglected terms. Using sum rules proved by Bethe
(1930) and averaging over the m states, the constant A

may be written (for large E)

(r 2) Q (R n~, t+1) 2
4 3+1
3 „i2l+1

(3.15)

where

P(0
~
r) =R„,)(r) F'g (r), (3.16)

R„p'"= r'R„g(r)R„.g (r) dr,
0

(3.17)

(r„P)~= r'R„,(r)R„((r)dr.
0

Alternatively, we may write

(3.18)

(3 19)

In (3.8) q
' =kp —k2 and the largest value of q is

kp+kz. Since (3.7) is valid only for q small, the value
of q, in (3.8) may more properly be taken to be
r(kp+kq), where r is a constant less than unity, to give

r(kp+kr)
ln

~
(0 (

z [
—k2) ('dk2. (3.9)

0 0 1

Since the main contribution to (3.9) arises from the
region where k2 is small, we may approximate further
by writing

(3.10)

where I is the ionization potential, so that

where f„.2 „2is the average oscillator strength defined

by Bethe and Salpeter (1957). In both (3.15) and
(3.19) the sums over 22' include 22=22'

The Bethe approximation may also be derived for
ionization of ions. In this case an equivalent method may
be used LSeaton (1962)j, which replaces (1/rq —1/r22)
in (3.5) by —(r2/rp) I'&(rq, r2). The only essential
diGerence which arises is in the "Gaunt factor"
ln r(ko+4) (ko —k2) appearing in (3.14) . This becomes
modified due to the charge on the ion, and formulas
for the appropriate "Gaunt factor" in this case are
given by Grant (1958).

The Bethe theory applies equally to complex atoms
when the appropriate formula for A is

~=4 l((Zr')')~ —Z " '", (3 20)

o. being the 6ne-structure constant. The constant A may
then be expressed as

"a(W) dW

I+W (3.22)

The above and (3.20) are not always equivalent.
Thus (3.20) represents the total continuum contribu-
tion to the sum rule including, therefore, multiple-
ionization processes. The above expression for A does
not include multiple-ionization processes if a(W) is
taken to be the single photoionization cross section.
Only in unusual circumstances does the Bethe theory
yield good estimates of the ionization cross section. A
useful procedure has been given by Seaton (1959)
however based on the Bethe theory which allows
reasonable estimates of ionization cross sections to be
made. Referring to (3.21) it can be seen that if we have
two atoms A and 8 whose photoionization cross sections
have the same slope then, in the Bethe approximation,

I„Q&(E)/a&(0)=I&Q&(E)/a&(0). (3.23)

Equation (3.23) is a useful relation since it involves
ratios which may be quite accurate even though the

In the case of H for example it follows from (3.20)
that the constant A corresponding to the total detach-
ment cross section is @((r2+r2)2)~ and is large. In the
case of the alkali metals on the other hand the pre-
dominant contribution to the sum over oscillator
strengths in (3.20) arises from the resonance levels
and in these cases A may be expected to be small. In
the case of hydrogen A decreases with increasing / for
given 22 LBethe (1930)j but averaged over / is pro-
portional to n LKingston (1965b)).

It is often convenient to write the Bethe formula in
terms of the photoionization cross section a(W), where
W is the energy of the ejected electron. Equation (3.9)
may then be expressed in the form LSeaton (1959)j

IH z(2 ra(W) —4Er
Q„.(E) = 1 dW, (3.21)
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individual cross sections may be a good deal less so.
Equation (3.23) is of most value when considering
ionization of systems where there is a substantial con-
tribution from the optically allowed transitions to the
continuum. Such cases include, for example, the inert
gases or detachment from negative ions but not
ionization of the alkalis. The relationships (3.23) has
been used by Seaton (1959) to calculate ionization
cross sections for Ne, 0, and N, and McDowell and
Williamson (1964) have used the Bethe approximation
LEq. (3.21)$ to calculate the detachment cross section
fol H

3.3. The Born-Oppenheimer Approximation

In this approximation, exchange is taken into account
by adopting the following expression for the scattering
amplitudes:

i i t t t J I ) t ( l t I i

l.0
O

0.8

0 0.2 04 0.6 0.8 l.0 1.2 l.4

l Og~O (El/()

Fio. 3. Ionization cross section for H(is) comparing (1) the
Born-Oppenheimer approximation LBurke and Taylor (1965))
with (2) the Born (b) approximation LRudge and Seaton (1965)j
and (3) "experimentaV' data

f(S t k„k,) = —(2sr)-'t' 4&(ri, rs) (X—E)

)&LC»(ri, r,)+(—1) C»(rs, ri)$dridrQ. (3 ~ 24)

The ionization cross section is then obtained through
use of (2.69) and (2.71). From (2.71) it is seen that
k~&k2, and so in this approximation the faster electron
is taken to be completely screened by the slower
one. In other words Eq. (2.51) is approximately
satisfied by excluding, in an expansion of 1/~ ki —ks

~

in
a series of Legendre polynomials, all terms other than
the first. The approximation is inherently bad however,
owing to the fact that 4'tr(ri, rs) and Cn(rs, ri) are not
orthogonal. The lack of orthogonality means, for
example, that if a constant were added to the Hamil-
tonian (corresponding to a zero force), the cross section
calculated in this approximation would change, a situa-
tion which is clearly absurd fSchiff (1952)j. Numeri-
cally it is confirmed that, for example, in calculating
an ionization cross section from an initial atomic s
state in the Born—Oppenheimer approximation, con-
tributions to the cross section arising from s states of
the scattered electron are spuriously large. A fairly
typical result in this approximation is shown in Fig. 3.
Equation (3.24) is a poor approximation, although
Burke and Taylor (1965) show that the method is
much better in the case of ionization of positive ions
than it is for neutral species. Some improvement may be
effected by replacing C»(rs, ri) in (3.24) by

e (r„r,) = c (r, , T,}—$(0 ( r,)fc (r, , r, )4(0 ( r,) dr .

3.4. The Born-Exchange Approximation

In the Born approximation to the scattering ampli-
tude there are no orthogonality diiIiculties. An alterna-
tive approximation to the Born—Oppenheimer method
therefore is to make use of Eq. (2.77), which relates the
exact direct and exchange amplitudes. Although by
using the Born-approximation Eq. (2.51) is not
satisfied, a reasonable procedure is to make use of
Eq. (2.77) for the magnitudes of the respective scat-
tering amplitudes and introduce a phase factor into the
relationship, so that the approximation reads

gi).@(ki ks) =exp Lir(ki, ks) jfn„,(ks, ki) . (3 26)

Two distinct approximations are apparent in
method therefore, one for the magnitude of g(ki, ks)
and the other for its phase relative to that of f(ki, ks) .
The method is an improvement over the Born—Oppen-
heimer approximation in that there are no orthogonality
difhculties, but it su6ers from the inaccuracies inherent
in adopting the Born approximation for f(ki, ks) and
these are likely to be greatest where k2&k» which is
the region where (3.26) is applied. Thus g(k, , k,)
calculated from (3.26) may not be accurate nor should
it be very inaccurate. The choice of r(ki, ks) decides
the value of

~ g ~' —Re ( fg*), and so the approximation
is most useful in those circumstances in which the choice
of r (ki, ks) leads to compensation of errors. We mention
three possible choices which have been made for this
phase factor. The erst of these, suggested by Peterkop
L1962(a)), is to define

(3.25) Ti(ki, ks) =arg f(ki, ks) —arg f(ks, ki) . (3.27)

The Born—Oppenheimer approximation has been used
by Burke and Taylor (1965) for calculating the ioniza-
tion cross sections of H(1s), H(2s), He+(1s), and
He+(2s), by Trefftz (1963) for 0+', by Malik and
Trefftz (1961) for 0+4, and by Geltman (1960) for H .

This corresponds to maximum interference and there-
fore gives the smallest cross section in any approxima-
tion for f.

A second choice which has been frequently used,
fPeterkop (1962a), Geltman, Rudge, and Seaton
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FIG. 4. Ionization cross sections for H(1s) in the Born-exchange
approximation: (1) "experimental" curve, (2) Born-exchange
with phase factor (3.27) LPeterko (1962)g, (3) Born-exchange
results of Rudge and Schwartz 1966(a)g, (4) Born-exchange
with phase factor (3.28) (Geltman et at. (1963)j.

(1963), and Sloan (1965)$ is to define

rs(ki, ks) =arg F(1—iZ/kl) —arg F(1—iZ/ks), (3.28)

where Z is the net change on the new ion produced
(unity for hydrogen) .

A third choice, which is useful when partial-wave
expansions are used, has been described by Burgess and
Rudge (1963) and by Rudge and Schwartz L1966(a)$.

In Fig. 4, we compare the three approximations for
the case of' ionization of atomic hydrogen from its
ground state. Figure 5 shows the results of Sloan (1965)
for ionization of helium using the phase choice (3.28)
and in Fig. 6 we show the results of Rudge and Schwartz

I 1966(a)j for He+ using the third phase choice.
It can be seen that the Born—exchange method gives a

substantial improvement over Born calculations. This
indicates the importance of including exchange in cal-
culating ionization cross sections. The Born-exchange
method, with various choices of r(ki, ks) has been used

by Peterkop I 1962(a)) and Geltman, Rudge, and

0.6
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FIG. 5. Ionization cross sections for He(1s') showering: (1)
experiment, (2) Born —exchange with phase factor (3.28) PSloan
(1965)J, (3) Born (b) LSloan (1965)j.

Seaton (1963) for ionization of H(1s), by Rudge and
Schwartz L1966(a), (b) j for H(2s), He+(1s), He+(2s),
Fexv and Fex by Sloan (1965) for He(1s ) and by
Peach L1966(a), (b) j for ionization of He, Li, Be, Na,
and Mg from their ground states.
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FIc. 6. Reduced ioniza-
tion cross section for
He+(1s) in the "Born-
exchange" approximation
PRudge and Schwartz
(1966(a))) compared with
experimental data PDolder
et al (1961)g. .

than use the full Oppenheimer expression. In the case
of excitation he deduces, by this procedure, the result
that for neutral species

goa tn = (q'/ko') fB.. (3.29)

(where q=ko —lrl). Using expression (3.29) for certain
singlet —triplet transitions in helium, Ochkur (1964)
obtained good results. In the case of ionization Prasad
(1965) has adopted the results (3.29), and refers to
this as the Born—Ochkur approximation, but Ochkur
himself (1965) in extending his analysis to the ioniza-
tion case deduces the expression

go h'"(&l its) = (q'/I lro —&s Is)fn"-(&i, its) (3.30)

Ochkur (1965) further simplifies the result (3.30) by
replacing Ilro —lrs I' by (ko' —kss) to give a third ap-
proximation

go h (lrl its) =Lq'/(ko' —ks ) )fBo (kl its) (3 31)

He argues that (3.31) should differ inappreciably from
the result (3.30).

The derivation of Ochkur's results is of an ad hoc
nature and it is not altogether clear why it yields a

3.5. The Born-Ochkur Approximation

In this approximation, an alternative expression is
sought for the exchange-scattering amplitude, while
again retaining the Born approximation for the direct-
scattering amplitude. A number of diferent formulas
have been proposed, the 6rst is an expression given by
Ochkur (1964) appropriate to excitation problems and
the second, another formula by Ochkur (1965) ap-
propriate to ionization problems. The expression of
Ocher for excitation has been modified by Rudge
(1965), who derives a third expression by a different
argument.

Ochkur (1964) and (1965) argues that the Oppen-
heimer expression for the exchange scattering amplitude
LEq. (3.24)) is correct at high energies and asserts
that it is therefore better to retain just the leading term
in an exPansion of gn. o.(ki, ks) in Power of 1/ko rather
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2—j /2 —3/2

ib(0 I r)x(ss —ks I r)ks-kl '

XL7t(», —kl
I r) exp (zks r) —x(», —kl I 0) jdr.

(3.34)

With the choice s2 ——1, s~
——0, we regain the Born ap-

proximation, but with the more physical choice

S2

F2=0;

zg
——0 if kg& kg,

sg= 1 if k2&kg,

we obtain the result that

f(klr k2) «fnorn(klr k2) r if &2) ~2

=Llko —ks I'/Ik —k I'jf "-(k,k), if 4&t4,

marked improvement over the Born-Oppenheimer
method. The 1/r term in the Born-Oppenheimer
method which gives a large contribution due to the
nonorthogonality of the initial and Anal states has
simply been discarded in this approach. This probably
accounts for some of the improvement, but in, for
example, the problem of proton-hydrogen atom, charge
transfer, the discarding of this term leads to worse
results rather than improved ones I Bates and Dalgarno
(1952)j. It is therefore desirable to reexamine the
approximations from a variational standpoint and find
what approximate wave functions yield results which
are similar to those of Ochkur. With regard to the
excitation problem Rudge (1965) found that a trial
function for the Anal state could be found which was
orthogonal to the initial state and gave a result similar
to (3.29), viz. ,

g=l g /(kl sI ) jfsdrrrr ' (3 32)

where I is the ionization potential of the initial state.
Similar, but not identical, considerations apply to the
ionization problem. The result (3.30) can be regarded
as a modi6cation of the Born-exchange method. We
consider the scattering amplitude based on the trial
functions

+(rl, rs) =ib(0
I

r2) exp (sks'rl),

c (rl, rs) = —x(22, —ks
I rs)

X ', (3 33)
Vlsl 7t(», —k,

I rl) .exp (sko rl) j
exp (sko. ri) I

ko —kl I'

~ith h(kl, ks) =0 we then have the result that

t(krk, ) = —(2 ) ,r'f d'(X E)%dr dr-, —

0.8

ot
O

0.6
(3

0.4

02

0 0.2 04 0.6 0.8 I.O l.2 I.4

Log p (Ei/r&

Flu. 7. Ionization cross section for H(is) (1) "experiment, "
(2) Born —Ochkur (Ochitur (1965)g, and (3) Born (b) PRudge
and Seaton (1965)j.

exchange-scattering amplitude is then given by

g(ki, ks) = f(ks, kl)

=I g'/I ks —ks I'jfn.~(kl, ks), (3.36)

where k2)k&. This is in accord therefore with Eq.
(3.30). The above derivation shows that (3.30) may
be justi6ed approximately, but that more correctly
in the exchange term 7t(ss, —ks I rs) should be orthog-
onalized to ib(0 I rs) and that then the result shows
the best features of the Born—Oppenheimer and Born—
exchange methods, viz. , on the one hand a more
realistic treatment of the appropriate Coulomb fields
and on the other the avoidance of nonorthogonality
difficulties. The results (3.29) and (3.31) are less
satisfactory, though they are the only approximations
for which calculations have been carried out. A corn-
parison of results using the expression (3.31) LOchkur
(1965)j with the Born (b) approximation and experi-
ment is shown in Fig. 7.

The Born—Ochkur method LEq. (3.31)j has been
used by Ochkur (1965) for ionization of H(1s); the
Born—Ochkur method

I Eq. (3.29)j has been used by
Prasad (1965) for H(1s), H(2s), and H(2p) and by
Peach t 1966(a), (b) j for ionization of He, Li, Be, Na,
and Mg from their ground states.

3.6. Improved Final-State Approximations

None of the previous approximations is in harmony
with the theory presented in Sec. 2 as regards its
treatment of the final state. It is essential however, in a
proper treatment of the problem, that Eq. (2.51)
should be satisfied and calculations have been carried
out by Rudge and Schwartz (1966) in which these
conditions are met. They use the approximation

+=)P(0
I rs) exp (sk() r,),(3.35)

provided that the terms arising from the nonorthog- with
onality of 7t(ss, —ks I rs) and jt(0 I rs) are ignored. The

~=~(», -kl Irl)x(1, -k, I;),
'2 =1—(&2/I kl —ks I) ~

(3.37)

(3.38)
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FIG. 8. Theoretical calculations for ionization for H (1s)
using an improved final-state function LRudge and Schwartz
(1966(a))j. (1) Experiment, (2) results without exchange, and
(3) results with exchange.

Kith this choice a linear-threshold behavior is obtained
but, in order to evaluate the cross section, one more
numerical integration is needed than in the previous
approximations. Results obtained in this approximation
are shown in Fig. 8, two curves being shown, the one
where exchange is taken into account and the other
where it is neglected. Some improvement is obtained
in the agreement between theory and experiment in
the case where exchange is neglected and for energies
below E;/I =1.5, where E; is the energy of the incident
electron, theory and experiment are in accord allowing
for experimental uncertainty. A linear-threshold be-
havior is obtained. At higher energies however there
is a discrepancy and this discrepancy between theory
and experiment is increased with inclusion of exchange.
The reason for this may be due to the choice of charge in
(3.38). Clearly in an approximate calculation of the
scattering amplitude it is advantageous to guarantee
that as k~—&0, a~~0 and s2—+1 corresponding to screening
in this limit. Equation (3.38) guarantees this behavior
and the nonexchange results are quite reasonable. Also
one should guarantee that as k~~0, z~—+1 and s2~0.
This is not given by the choice (3.38) and we may
therefore expect the exchange-scattering amplitude to
be less accurate. Further work is needed to establish
what choice of SI and ss satisfying (2.51) is most
appropriate in approximate calculations.

3.V. The Distorted-Wave Born-Oppenheimer Method

In all the above methods the initial state was repre-
sented as a product of an initial atomic function and an
undistorted plane wave for the incident electron. Burke
and Taylor (1965) have carried out calculations in
which the initial state is represented in the form

+(ri, rs) =L1+(—1)'&Isjgp(V f rs)I'V(ri),

approximation. A comparison of this approximation
with the Born, Born-exchange approximation, and
experiment for ionization from the ground state is
given in Fig. 9. It is seen that, despite the much greater
complexity of Eq. (3.39), in this case there is little
improved agreement with experiment, indicating that a
better description of the final state is also necessary.
For ionization from the 2s state, however, Burke and
Taylor (1965) find that the effects of close coupling in
the initial state are of much greater significance. %ork
similar to that of Burke and Taylor (1965) has been
carried out by Veldre and Uinkalns (1963).

3.8. Other Approximations

a. Impulse A pproximation

The approximation has been described by Akerib
and Borowitz (1961) and applied by them to both
excitation and ionization. Their excitation work has
been criticized by Coleman and McDowell (1966).
These criticisms apply a fortiori to the ionization calcu-
lations where a factor of 2 has also been omitted. The
approximation in its present form cannot be regarded
as in any way well founded.

b. Geltman A pproximation

In the work of Geltman (1956) both continuum
electrons were represented as Coulomb waves belonging
to charge Z, with Z the charge on the new ion produced.
This procedure was also adopted by TreBtz (1963)
and by Malik and Trefftz (1961) in considering the
ionization of O4+ and 0'+. A linear-threshold behavior
is obtained in this way but the eQect of this choice is to
overestimate the cross section at low energies. The ap-
proximation has been investigated in most detail by
Veldre and Vinkalns (1963) both including and neglect-
ing exchange. Their results are shown in Fig. 10.

c. Plane Wave A pproxim-ation

In contrast to the Geltman approximation, in this
method plane waves are used to describe both con-

I.O-
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0.6

C3

0.2

where y=1s, 2s, 2P and the F~(ri) are determined
through the Hartree —Fock equations !.0 1.5 2.0 2,5 3.0

(El%)

4.0 4.5

The Anal state was chosen as in the Born—Oppenheimer

FIG. 9. A comparison of the distorted-wave Born-Oppenheimer
calculation LBurke and Taylor (1965)j (3) with (2) the Born
(b) approximation and with (1) "experimental" data.
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FIG. 10. Results for the ionization cross sections of H(1s) in
the Geltman approximation LVeldre and VinIralns (1963)g. (1)
Without exchange, (2) with exchange, and (3) "experiment. "

the insertion of the 8 function in (3.40) being based on
the assumption that the dominant contribution to the
cross section will arise from states in which two of the
electrons move in opposite directions. Since only s
waves were included the calculations are only useful
very near threshold, where the behavior of the cross
sections is as (E—I) '. Geltman showed that this was in
accord with experimental data and inferred an (E—I)"
threshold law for n-fold ionization. More recently
Mittleman (1966) and Byron and Joachain (1966)
have given expressions for the ratio of the single to
double ionization cross section valid at high energies.
They use what is essentially a form of the Bethe ap-
proximation. Using a Hartree-Fock function for the
initial state of helium, Mittleman (1966) finds a ratio
Q single/Q double=198, a result which is compared
with experiment in Fig. 12. Byron and Joachain (1966)
show, however, that this ratio is strongly dependent
on the form assumed for the initial- and 6nal-state wave
functions.

tinuum electrons, one of these being orthogonalized to
the ground state of the atom concerned. The approxi-
mation has been used by Michael (1963),who considers
the ionization of hydrogen and cesium. The approxima-
tion is a very poor one. It gives rise to a threshold be-
havior like 8', which yields results which are too low
at low energies, while it overestimates in the region of
the maximum of the cross section. Results of Michael
(1963) for hydrogen are shown in Fig. 11.

3.9 Multiple Ionization

Little theoretical work has been carried out on mul-
tiple ionization owing to the numerical difhculty of a
full quantal calculation. Geltman (1956) has carried
out calculations for the double ionization of helium
taking just the s wave into account, using for the final
state of the atom the function

fr atom =x(2, —ks
I rz) x(2, —kz I rz) 8(ks+kz),

(3.40)
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4. CLASSICAL APPROXIMATIONS

The use of classical mechanics to describe an ionizing
collision has a greater appeal than it has in the case of
an excitation problem. In the first place, the final
atomic state lies in the continuum, a concept which is
de6ned both classically and quantally. Secondly, one is
not concerned with a 6nal atomic state having a
delnite angular momentum but rather with the sum
over all possible angular momenta, and. moreover, as
quantal calculations show, a significant number of
angular momenta contribute appreciably to this sum.
For these reasons it might be expected that classical
approximations can play a useful role in estimating
ionization cross sections.

In treating ionizing collisions by classical methods
three basic approximations are involved. They are:

(1) A classical description must be found for the
initial state of the bound electron. In practice, several
prescriptions have been used. In the simplest methods
the atomic electron is assumed either to be at rest prior
to the collision or eIse to have a fixed velocity, an
average then being taken over the direction of this
velocity. A second technique is to ascribe a velocity
distribution to the atomic electron; several such dis-
tributions have been proposed.
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Pro. 12. Experimental results for the ratio of the single to
double ionization cross section of He compared with a theoretical
high-energy limit LMittleman (1966)g.
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Fro. 11. A comparison of (2) the plane-wave approximation
LMichael (1963)g with (1) "experiment" for H(1s) .



582 REvIEw oP MQDERN PHYsIcs ~ JULY 1968

(2) The collision is described in terms of the classical
Newtonian Laws of motion. This implies that no
account can be taken of quantal-interference eGects.

(3) For the simplest case of e—H ionization the
classical problem is still a dificult three-body problem,
and so in most treatments the equations have been
simpli6ed further by treating the collision process as
though it were a two-body one.

The classical methods differ from one another in
their choice of approximations (1) and (3). Semi-
classical methods have been introduced which only
partially make use of approximation (2). We consider
first the earliest treatment of ionizing collisions, pre-
sented by Thomson (1912),and then turn to the various
modifications which have been made to his theory.

where E;=—,'mg' and 8 is the angle between the initial
and final relative velocities. Expressed in terms of the
impact parameter, (4.2) becomes

2sws 'v

(4.3)
(~+m, )251+ (Z'e'/q'e4) (mm, /m+m, ) )

'

Thomson's expression for the cross section is now

given by

(4.4)
0

with E „chosen such that AT=I, the ionization

potential.
Restricting ourselves for the moment to the case of

electron impact, (4.4) gives the result that

Q= ( ~'/a) (1/I —1/&') (cm').

introducing a reduced energy x=8,/I, this becomes

Q=4(I /I)'(1/x) (1—1/x) (~ao'), (4.5)

where IH is the Rydberg. Before discussing the result

(4.5) it is of interest to note that (4.4), through the
use of (4.3), can be expressed rather differently. Writing
QT=I+~k22 and ii'=ko', a change of variable in (4.4)

4.1.The Thomson Theory

Thomson (1912) considered classically the ionization
of an atom by a charged particle of mass ns& and
charge qe. He approximates by taking the (classical)
Hamiltonian of the system to be

II= (pp/2nsi) + (p22/2m) —(qe'/1 ri —r2 1) (4. 1)

and, assuming the appropriate initial condition to be
that the atomic electron is at rest, calculates the energy
transferred to it in the course of a collision in which

the incident particle has speed e and impact parameter
E (relative to the atomic electron). Classical orbit
theory then gives the result that the energy transferred
ls

AT =L4mmqZ;/(m+mq) 'j sin2 (8/2), (4.2)

gives the result that

2 l&o'—r d(kg/2)
k02 (I+k22/2) ' (4.6)

In this form (4.6) is reminiscent of the Born(a)
quantal expression for the ionization cross section.
Again, if the variable of integration in (4.4) is changed
from E to /=8/2, it is found that

4 i' sin (2g) ii4Q=-
ko sin—1(ziE;ii/2 Sin

(4.7)

1.() i i i i I i i I i i i I I
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FIG. 13. A comparison of some reduced ionization .cross
sections showing a mean experimental curve for hydrogen, the
results of Smith I,'1930) for helium, and the results of'Hooper
et al. (1966) for Na+.

Equation (4.7) is simply an integration over the
Rutherford differential cross section. These results are
pertinent to extensions of the Thomson formula to be
discussed in Sec. 4.3. For the present we return to
(4.5). In deriving (4.5) it was assumed that only a
single electron was available for removal from the atom.
For the case of ionization from a shell of e equivalent
electrons (4.5) should be multiplied by e, and the first
prediction of the Thomson theory is that ionization
cross sections obey a scaling law expressed by saying
that

Q(x) =e '(I/In)'Q (4.8)

is a universal function of x. Q(x) is referred to as the
reduced ionization cross section. The result is a useful
one and a comparison with experimental data for H,
He, and Na+ ls shown in Fig. 13. Similar comparisons
have been effected by Seaton L1962(a), 1964j. lt
is seen that for these species at low and intermediate
energies the prediction is in good accord with the data.
(4.5) however does not represent the correct shape
of the ionization curve. According to (4.5) the maxi-
mum of the cross section should occur at x=2, while
experimental evidence shows that this occurs at higher
values. More seriously the Bethe theory shows that at
high energies the cross section behaves like A ln E;/E, +
8/E;, but in (4.5) there is no such logarithmic depend-
ence, Since for high-enough energies the logarithmic
term is dominant, this is a severe drawback. It is
also of some interest to exhibit predictions of the
Thomson theory for ionization by other particles, for
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—',[Mmi/(M+mi) ]v'=I, (4. 11)

so that for ionization of atomic hydrogen by proton
impact, for example, at threshold v'~4I/M while in the
Thomson theory v' I/2. Equation (4.9) is of interest
in that it shows that the ionization cross section is a
function of the velocity of the incident particle rather
than its energy. Thus the cross section for ionization by
proton impact, for example, approaches from above the
cross section for ionization by an electron having the
same velocity, as the velocity increases. This prediction
is compared with experiment in Fig. j.4. The same result
may be derived from quantal expressions for the
ionization cross section, but Thomson was the first to
deduce this relationship. Through the q' factor in (4.9)
the classical theory is also seen to predict that the cross
section for ionization by alpha-particle impact, for ex-
ample, will be about four times that for ionization by a
proton having the same velocity. Thus an extremely
simple theory makes a number of important qualitative
predictions. It has therefore been of interest to pursue
the theory further with a view to obtaining formulas
whose quantitative aspects are in better accord with
quantal theory and experiment.

4.2. Improved Classical Approximations

Gryzinski (1959), as in the earlier work of Williams
(1927) an.d Thomas (1927), sought to improve the
Thomson theory by adopting diferent initial conditions
in the classical description of the problem. He ascribes
in the first instance an initial velocity to the atomic
electron and then interprets an ionizing collision as
being one in which the incident electron loses an

FIG. 14. A compari-
son of ionization cross
sections for He(b) by
electron impact PSmith
(1930)j and (a) by
proton impact!i Hooper
et at. (1962)g. The
curves correspond to
equal velocities of the
incident particles.
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example, protons or alpha particles. In these cases the
Thomson formula is

Q= (4IH'qs/v ) I (2v'/I) —[(1+mi)/mi)'j (4 9)

Equation (4.9) has one obvious fault in that it predicts
a threshold where

—',miv'= (I/4mi) (1+mr) ', (4. 10)

a result which is only correct for electrons with m&=1.
The prediction of an incorrect threshold energy is a

feature of the two-body approximation. Denoting the
mass of the atom by M the correct relationship is

2,0 I I I L I t i ' t I

l.6-

l2

g
0.8

LOglP (Ej/[)

2.0

Fro. 13. Ionization cross sections for H(1s): (1) "experiment, "
(2) Thomson classical theory, and (3) Stabler —Gryzinski classical
theory I Eq. (4.12)g.

X
(442/3x) (1—1/x) sts 1&x& 2.

(4.13)

The eGect of the new initial condition is expressed
through (4.12) and, far from improving the Thomson
theory, in fact makes it worse (as shown in Fig. 15).
The shape of the curve is still in error at high energies
and the position of the maximum still incorrect, while
at low energies the behavior of the cross section is now
like (x—1)st' rather than (x—1), as given quantally
and in the Thomson theory. The subsidiary approxima-
tion introduced by Gryzinski to give (4.13) suffers
from the same defects at high and low energies, though
for hydrogen the position of the maximum is more
correct and numerical values are in better accord at
intermediate energies (see Fig. 16).

Neither formula is very satisfactory above the maxi-
mum of the cross section and it may be concluded that
neither (4.12) nor (4.13) represents a substantial im-
provement over the Thomson theory.

amount of energy greater than or equal to the ionization
potential of the atom concerned. A calculation con-
sistent with these assumptions was not carried out by
Gryzinski (1959), who in the course of his analysis
made the simplifying approximation of replacing the
true relative speed of the two electrons V=l vi —vs l

by its average value (vi'+vs')'I'. This approximation
was later removed by Ochkur and Petrunkin (1963)
and by Stabler (1964).Defining Es as the initial kinetic
energy of the atomic electron, introducing another
reduced variable y=Es/I, and assuming an isotropic
distribution of electron velocities, the result of Stabler
for the ionization cross section is

Q =4rt (Iii/I) '(1/x) [1+(2y/3) —(x—y)
—'j

x&y+1
= (Sts/3) (IH/I) '(1/x) [(x—1)s/yet' 1&x& y+ 1.

(4.12)

With the further approximation Inentioned above and
taking y= I, the Gryzinski result is

Q=4N(IH/I)'(x/x+1) sts

(5/3*-2/x ) x~2
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I i I I I I i l l I I calculations have been reported with this velocity
distribution. Kingston (1964) has made calculations in
which he takes the velocity distribution to be that of
the quantal momentum wave functions and compared
these calculations with various forms of the Gryzinski's
theory. McDowell (1966) has performed a similar
calculation.

Mapleton (1966) and Abrines and Percival (1966)
have investigated the relationship between quantal
velocity distributions and classical velocity distributions
which are obtained from statistical mechanics. The
quantal distribution for atomic hydrogen is given by
LFock (1935)]

FIO. 16. Ionization cross sections for H(1s): (1) "experiment, "
(2) Gryzinski classical theory LEq. (4.13)g, and (3) Thomson
classical theory.

4Ir/rP Q ~
&„I„(v)t' II'dv =$32v„sz'dz/Ir(zs+II ') 4j

lm

In order to obtain a logarithmic decrease in the
ionization section Gryzinski reconsidered the problem
in a series of papers $1965(a), (b), (c)g by assuming
that the atomic electron had a continuous velocity
distribution. He introduced an empirical distribution
function whose form ( z ') was chosen so that, on
averaging over this distribution, a logarithmic term
would be obtained. Explicitly he assumed that the
atomic electron had a velocity distribution given by

with 8 equal to the mean velocity. On averaging over
this distribution, he Ands that

Q =4m(IH/I) '(1/x) f (x—1)/(x+1) g@'

)&{1+-,'(1—1/2x) ln t2.7+(x—1)'~'jI. (4.15)

Equation (4.15) may be criticized because it again has
an incorrect form at the threshold. At high energies
there is now a logarithmic term, but the coeKcient
multiplying it is in general incorrect, the correct factor
being given by the expression (3.15).This is illustrated
in Fig. 17, where x(@+1)Q(x) /(x —1) is plotted
against log (x) for Ar. There is no a Priori justification
for the averaging procedure or the choice (4.14), which
is simply an ud hoc device for producing the logarithmic
term of (4.15). Equation (4.15) may be regarded
however as a semiempirical formula which has some
advantage over that expressed by (4.12) .

In a later note Gryzinski L1965(d)$ reconsidered
the problem of what velocity distribution should be
used for the atomic electron. He argues that the ap-
propriate velocity distribution is that for an electron
of a Bohr atom in which it has only radial motion, cor-
responding to a degenerate line ellipse. The velocity
distribution in this case is

+ x

xi

t00i I

80-

60-

40-

20-

where p„I (v) is a momentum wave function.
Mapleton (1966) and Abines and Percival (1966)

show that the result (4.17) is obtained also from the
classical rnicrocanonical distribution provided that an
integration is performed over the classical angular
momentum. On the other hand, if such an integration
is not performed, then, for a degenerate line ellipse,
Mapleton (1966) shows that Gryzinski's result (4.16)
is obtained. Since the ground state of hydrogen is
known to be spherically symmetric, while classical
states of fixed angular momentum are not, it seems most
reasonable that the averaged classical velocity distribu-
tion, which coincides with the quantal result (4.17),
should be used. The calculations of Kingston (1964)
wherein such a distribution was adopted were restricted
by the approximation of assuming a binary collision.
This approximation is only necessary insofar as it
gives rise to simple formulas for the cross sections.
However, Abrines and Percival (1966), Percival and
Valentine (1966), and Abrines, Percival, and Valentine
(1966) have considered a more precise classical treat-
ment. In their method the classical equations of motion
are integrated exactly, thus discarding the binary-
collision approximation. The initial velocity distribution
was taken to be that given by (4.17) and a Monte Carlo
technique was applied to average over initial classical
states of the system. For p-H ionization Percival and
Valentine (1966) show that the effect of removing the

f(z) = (4/7r) z„'/(s'+s„')' (4.16)
0 0.4 0.8 l.2

Log&0 (x)

I.6 2.0 2,4

where II„'/2=~ Er4~, where Er4 is the energy at the
initial state with principal quantum number N. No

FIG. 17. x(x+1)Q(x) /x —1 vs log10 x for Ar. (1) experiment,
(2) Gryzinski LEq. (4,15)$, and (3) Gryzinski LEq, (4.13)$.
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binary-collision approximation is to reduce the cross
section by a factor of 2 at its maximum. A comparison
of the results of Abrines, Percival, and Valentine (1966)
for e—H ionization with experimental values is shown in
Fig. 18, wherein the error bars refer to the statistical
errors in the calculation. Very reasonable agreement
with experiment is obtained. At low energies however
the results are too high, which reflects the absence of
interference effects in the classical treatment while at
high energies the results are too low reflecting the
wrong asymptotic dependence on energy.

4.3. The Exchange-Classical Ayyroximation

In a treatment of the problem introduced by Burgess
(1963) and (1964), it is argued from the outset that in
order to improve the Thomson theory certain features
of the quantal treatment must be incorporated into
the approximation. The first of these is that the effects
of exchange must be allowed for. This is clearly im-
possible in a purely classical approach but the Thomson
cross section expression in the form of Eq. (4.6) or
Eq. (4.7) mak. e a convenient basis for a semiclassical
modification to the theory. Referring to Eq. (4.7),
it is seen that an integration is performed over the
Rutherford scattering cross section with neglect of
exchange. Including exchange means that 1/sin' p is
replaced by the Mott formula

L1/sin4 &+1/cos4 P—(1/sin' P cos' p)

&& cos (e'/Sr) ln tan' P) j

With this substitution in (4.7) the ionization cross
section may be expressed by

~s(jsjt:P -l}
Q= — (2I+k2s) '+(k r)

s'
0 p

2I+k2'l—[kp[2I+k,')] ' cos (k, ' In
~

d(-', sp)
kr2 j

(4. 18)
with the usual energy relation

ko' 2I =k—r2+kss

and where the upper limit of integration has been chosen
to be in harmony with quantal theory. Equation (4.18)
is unsatisfactory however in that the integrand is not
symmetric, i.e., the relationship f(k» k2) =g(k&, k&) is
not satisfied LBurgess (1963)$. Alternatively if the
integration in (4.18) is extended over the full energy
range and a factor of —', is introduced, this being an
equivalent procedure in a quantal treatment, it is seen
that (4.18) diverges. In order to circumvent this
difficulty Burgess (1963) makes the additional assump-
tion that the incident electron gains an amount of
kinetic energy equal to I, before it interacts with the
atomic electron, and loses an equivalent amount of
potential energy. This procedure is similar to one
employed by De la Rippelle (1949). In this way (4.18)
is replaced by an expression symmetric for interchange
of k& and k&. Explicitly (4.18) becomes

2 (Icp i2—l}
Q= (2I+k') '+(2I+kP) '—(2I+krm)(2I+ks') '

(ko'+2I)

( 1 2I+k2'

If the argument of the cosine is assumed constant and
equal to y, then (4.19) becomes

Q=4(IH/I)' ~ (x+1) 'I1—x ' —Leos y ln x/(1+@)g}.

(4.20)

In the more detailed treatments presented by Burgess
(1964) and by Vriens (1966) the atomic electron is

assumed to have an initial kinetic energy. This cornpli-
cates the analysis and the results of Burgess (1964)
and Vriens (1966) do not appear to coincide. However
the result of Vriens (1966), on carrying through the
procedure of Burgess (1964), is

4(IH/I)2 , , cos y ln x

(oc+W/I)
' 1+@

(4.21)

Pro. 18. Ionization
cross sections for H(1s):
(1) "Exact" classical
calculations of Abrines,
Percival, and Valentine
(1966) and (2) experi-
ment.

[0—

CV0

0.5
Cf

where 8' is the gain in kinetic energy of the incident
electron and in order to allow an explicit evaluation of
an expression similar to (4.19), the argument of the
cosine has been taken as a constant, which Vriens
recommends be taken as

00 y=)1/2I(@+1)j)ts ln x. (4.22)
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With W=I and y=0 (4.21) is identical with (4.20)
as it should be. Burgess chooses S'=I while Vriens
chooses W =I(y+1) .

The expressions (4.20) and (4.21) are a significant
improvement in the theory, removing as they do one of
the major defects of the Thomson expression. It does
not however have the correct behavior at high energies.

4.4. Exchange-Classical Imjpact-Parameter
(ECIP) Approximation

Burgess (1963) and (1964) has suggested a means of
improving the Thomson theory further by combining
the previous theory with an impact-parameter formula-
tion. In the previous sections the close electron —electron
encounters have been treated correctly, indeed exactly
if the inhuence of the nucleus may be ignored. In the
impact parameter method on the other hand )Alder
et al (1965) an.d Seaton 1962(b) j, the distant collisions
are treated in a good approximation. A combination of
the two methods has therefore an obvious appeal.
Calculations by Burgess (1964) indicate considerable
success for this method and a fairly typical result is
displayed in Fig. 19 for hydrogen. The method does not
give rise to any simple formula such as those obtained
previously. It is a nice treatment in that the correct
behavior at low and high energies is obtained while the
quantitative predictions are also sound. The exchange—
classical approximation may also be improved in a more
empirical fashion, yielding a simple formula, and a
discussion of this approach is given in Sec. 5. The main
difficulty of the method is that it involves choosing a
value of the impact parameter E0, such that for R)Eo
the impact-parameter method is used, while for R(EO
the exchange —classical method is used. Vriens $1966(a))
has suggested an alternative procedure which involves
a cuto6 on the momentum transfer.

5. EMPIRICAL FORMULAS FOR IONIZATION
CROSS SECTIONS

In view of the need for rea, sonable estimates of ioniza-
tion cross sections and the present incompleteness of

0 0.2 04 0.6 0.8 LO I.2 1.4 I I.8

Log,o (E;/j )

FIG. 19. Ionization cross section for atomic hydrogen: (1)
ECIP /Burgess (1964)j, . (2) "experimental, " (3) Born (a).

Ii ln (E/I, ) a ln (E/I)
I)E IE

E&I~.

(5.1)

The formula (5.1) applies to an atom or ion containing
several shells of electrons, the I; being successive ioniza-
tion potentials; a is a fixed constant, and the f; are
numbers, the relevant values of which Lotz tabulates
for three energy regions of the ionization curve. For
the high energy part of the curve the f; are equal to the
number of electrons in each shell. The constants are
calculated from experimental data and apply to ioniza-
tion from the ground state.

The form of the function (5.1) derives from an
earlier and rather successful formula of Drawin (1961),
who writes the reduced cross section of Eq. (4.8) in
the form

g(*) =2 66fll(*—I)/*]» (125f2'), (5.2)

where x is the reduced energy and fi and f2 are constants
which, in the absence of further data, Drawin recom-
mends be taken equal to unity. It is seen that (5.2)
has a lin.ear behavior near threshold and a functional
form at high energies, which agrees with the Bethe
theory. The formula, (5.2) provides a very reasonable
estimate of the ionization cross section for a large
number of species from their ground states but (with
the recommended choice of fi f2 1) is less accur——ate-—
fgj.. jonization from excited states.

experimental or theoretical data, it is necessary to
develop semiempirical formulas. In so doing certain
criteria should be met, these being:

(a) To provide a good fit to the known data. In this
respect it is important that to be of general usefulness
the 6t should be good at all energies. This implies that
the functional form chosen to represent the data should
show the correct behavior in the region near threshold
and have the asymptotic dependence predicted by the
Bethe theory at high energies.

(b) To predict variations in the ionization cross
sections for members of isoelectronic sequences.

(c) To display the variations in the cross sections as a
function of the quantum numbers of the initial state.

A considerable number of empirical formulas have
appeared in the literature. Many of them however are
only of limited usefulness and have been superseded
by the later formulas which we discuss here.

The most recent and extensive list of formulas for
ionization cross sections and for reaction rates for
ionization has been compiled by Lotz (1967). Lotz
writes the ionization cross section in the form

a ln (E/Ii)
I
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Percival (1966) has given formulas which represent
the average cross section for ionization from excited
states of hydrogen and of hydrogenic positive ions.
Percival's formula for the average ionization cross sec-
tion from a state of hydrogen with principal quantum
number e is

Q(x) = (1.19 ln x+5.26) (x—1)/(x'+1.67x+3.57)

if v=1

= {t 1.28n r ln (xn ')+6.67j/(xz+1.67x+3.57) I

&((x—1) if N&2. (5.3)

For hydrogen the coefficient A in (3.13) of the loga-
rithmic term is well known from oscillator strengths
LBethe and Salpeter (1957), Kingston (1965)j. The
appropriate constant in (5.3) has been approximated by
Percival (1966) in the form 1.28/tt. For large rt and
large x, (5.3) gives Q(x) ~6.67/x, a form which derives
from the Gryzinski or exchange —classical approxima-
tions when the initial kinetic energy of the bound
electron is taken equal to I. Abrines and Percival
$1966(b)j have shown for large tt, the classical and
quantal cross sections are equal when expressed in
terms of the reduced energy, and the calculations of
Abrines, Percival, and Valentine (1966) agree with the
exchange —classical results at high energies. For the
reduced ionization cross section of hydrogenic positive
ions, Percival (1967) writes

2.3.=1+
(1 1/),+2( 1), LQL(x)1 (5 4)

where s is the nuclear charge.
The exchange-classical formula (4.20) may be

used as a basis for a semiempirical formula, provided a
logarithmic term is included. Such a formula is

Q (x) =$1/(x+1) )L1—1/x —cos y ln x/(1+x) j
X (4n+p ln x), (5.5)

where p = ln x/(1+x) '", n is a constant, approximately
1.5, and P=AI/I&z, where A is given by (3.22). For
ionization from the j.s state of hydrogen, +=1.39 gives
agreement with the greater part of the experimental
data and agrees with Percival's result n=5/3 for
large values of rt. In Table I values of P are tabulated
for the first few states of hydrogen.

Table I shows that the logarithmic dependence of the
reduced cross section decreases with increasing e and
for given-e decreases with increasing /. For ionization of
hydrogen the logarithmic term only begins to dominate
the cross section where x is of the order of a few hundred.
Classical approximations for ionization of atomic hy-
drogen, wherein there is either no logarithmic term or

TABLE I. Empirical formula (5.5) for the ionization of atomic
hydrogen (u~1.4) .

Initial state
tt

2

2

3
3

4
4
4
5
5
5
5
5

0
0
1

0
1

2

0
1
2

3
0
1

2
3

1.134
0.824
0.532
0.652
0.552
0.280
0.550
0.512
0.372
0.150
0.482
0.468
0.396
0.244
0.082

one with an incorrect coefficient appear misleadingly
good on this account.

The reduced ionization cross sections for positive
ions are greater than for the neutral member of the
given isoelectronic sequence as a result of the focusing
of the incident electron beam by the attractive Coulomb
field of the ion. If Z;„is the initial charge on the ion,
then .a focusing factor Ii can be defined by

F=1+Z. /xIrtz (5.6)

and the reduced ionization cross section for the iso-
electronic sequence can be written

Qz;.(*)=~Qo(x) . (5 7)

For the hydrogen isoelectronic series either (5.7) or
(5.4) give a good representation of the variation of the
reduced cross section with Z.

The hydrogen sequence is a special case in that the
constant p is the same for all members of the sequence.
In other sequences this is not so and a simple focusing
function does not completely represent the variation of
the reduced cross section. In the neon sequence, for
example, the reduced cross sections for Na+ and Ne are
quite different at high energies LHooper et al. (1966)].

The only other cases for which these are good theo-
retical data for the high-energy dependence of the
ionization cross section are the inert gases. The constant
A for them has been obtained by Kingston $1965(a)).
A comparison with high-energy experimental data by
Kingston, Schram, and de Heer (1965) shows satisfac-
tory agreement. Vriens (1965) has given semiempirical
formulas for ionization cross sections for the inert
gases. livingston's (1965) values for A were used to
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TABLE II. Values of p for the inert gases.

Element
l.o—

0.8

I I I I

He
Ne
Ar
Kl
Xe

0.903
0.794
0.579
0.5i4
0.445

1.76
1.75
3.17
3.78
4.2i

0.6

0.2

Q.8 l.2 l.6

Log)o(x)

2.Q

calculate the values of P for the inert gases which are
shown in Table II.

In contrast to the situation for atomic hydrogen, in
the case of Ar, for example, the logarithmic term
begins to dominate the cross section in the region
close to the maximum of the cross section. It is therefore
readily understood why classical theories either with no
logarithmic term or with such a term having the wrong
coefFicient, are inadequate in such a case.

En contrast to the inert gases in the case of ionization
of the alkalis there is only a very small coe%cient of the
logarithmic term arising from removal of the valence
electron owing to the strength of the resonance transi-
tion for these elements. At high energies there is a
substantial contribution from removal of an inner-shell
electron. McFarland (1966) has computed Gryzinski
cross sections for the alkalis.

Figure 20 shows a comparison of the available experi-
mental data for ionization of H(1s) LFite and Brack-
mann (1958), Boksenberg (1960), and Rothe ef al.
(1962)]with the Born (b) approximation, the Drawin
formula (5.2), the Percival formula (5.3), and formula
(5.5), with n =1.39. The earlier comparisons with
"experiment" have been referred to a curve giving
slightly more weight to the data of Rothe et al,. (1962)
by taking 0.=1.3.

In Fig. 21 the formula (5.5) with n= 1.3 is compared
with some theoretical results for ionization of H(2s),
and in Fig. 22 are shown theoretical and semiempiiical
estimates of the average ionization cross section for the
m=2 states of hydrogen.

Figure 23 illustrates the behavior of the reduced
ionization cross section in the hydrogen isoelectronic
sequence. For other species reference may be made to

FIG. 21. Reduced ionization cross section for H{2s): (1) semi-
empirical formula {5.5) with a=1.3, (2) Born—Ochkur fPrasad
(1965)j, and (3) Born (b) LPrasad (1965)g.

the work of Lotz (1967). There therefore exists a
number of satisfactory semiempirical formulas. In
order to improve on these, further theoretical work is
needed to establish the high-energy behavior of ioniza-
tion cross sections, while more experimental work is
needed to establish their low-energy behavior.

6. CONCLUDING REMARKS

Theoretical treatments of ionizing collisions have
improved in recent years but many problems remain.
In the Grst instance, there is still a need for fairly simple
but effective means of performing quantal-ionization
calculations. The Born approximation and its variations
which take account of exchange effects are reasonably
successful in predicting total cross sections, provided the
near-threshold region is excluded. What is needed
however is a treatment which gives the correct threshold
behavior and correct angular distributions of the re-
action products. Xo discussion has been given of theo-
retical angular distributions because there is at present
no experimental data with which to compare these. It is
clearly unlikely however that theoretical treatments

1.0—

0.6

0.75

N

g a50

C5

0.25

(1958)

)

)

FIG. 20. Empirical
formulas for ionization
of H(1s): (1) Eq. (5.5),
u=i.3925, (2} Percival
(1966) LEq. (5.3) g, and
(3) Born (b).

0.4

0 0.2 04 0.6 0.8 I.O l.2 l.4 l.6

Log)o(x

0 0.5 1.0 l.5 2.0 2.5

Log+(x)

FIG. 22. Average cross section for ionization from the n=2
state of atomic hydrogen: (1) Born (b) PPrasad (1966)j, (2)
BornMchkur LPrasad (1965)g, and (3) Percival formula (5.3).
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t t I t t t I I

0,8

0.6

0.4

0.2

04 0.8

Lagla(X)

l.6 2.0 2.4

FIG. 23. Reduced ionization cross sections in the hydrogen
isoclectronic sequence: (1) mean curve for hydrogen, (2) He+
LDolder et al (1963)j, and .(3) theoretical curve for Z=128
LRudge and Schwarts (1966a)j.

which do not take proper account of the Coulomb
interactions in the final state will give rise to correct
angular distributions. It is therefore necessary to devise
a technique which will do this. As regards threshold
behavior, there is little doubt that the Born approxima-
tion and its variations are inadequate. There has
recently however been intensive experimental study at
e—H near threshold ionization PMcGowan and Clarke
(1967)], which suggests that the linear result, given by
the theory presented in this review, is incorrect. If this
should indeed prove to be the case, then further theo-
retical effort will be necessary to explain the experi-
mental results.

Besides the need for a simple effective theoretical
treatment, there is a much greater need for a systematic
scheme for calculating ionization cross sections whereby,
as in the close coupling method for excitation problems,
a consistent improvement to the calculations may be
effected, both in principle and in practice. Such a
scheme is at present lacking.

For ionization of complex atoms there are further
problems distinct from those arising in the case of
ionization of hydrogen. Thus the evidence of Burke
and Taylor (1965) suggests that coupling in the initial
state for H is of importance for ionization from excited
states, and Bates et ttl. (1965) conjecture that this may
also be the case for ionization of alkalis such as Na from
their ground states. Again for alkalis it is essential that
an accurate description should be given of the motion
of the ejected electron in the field of the residual ion
and a sensitive test of this is provided by comparison of
theoretical and experimental photoionization data. It is
also of importance in some cases to take account, in
the final state, of doubly excited autoionizing levels.
Kaneko and Kanarnota (1963), for example, attribute
structure in the ionization cross section of Ca as being
due to the infl.uence of autoionizing levels.

Thus a really adequate theoretical approach to the
calculations of single ionization cross sections is still
lacking and as regards multiple ionization the situation
is a good deal worse where virtually the only available
estimates are those of Gryzinski.
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