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electrons in rare earths and we attribute the observed
peak to transitions from the 1S, level.

It is interesting to compare® the levels observed for
the 4% configuration of Pr’** in the vapor (Z,) phase
with those found in single crystal (E,). If our value for
the 15, level in CaF, crystals is compared with the
calculated?® value for the vapor, it is found (Fig. 3) that
the relation is described by a simple expression:
E,—E < E}? or E,;=E,—107%5 E}2,

Note added in proof. Fortunately, the 1S, level of Pré+
sits conveniently on the short-wavelength side of the
first 4f — 5d band in fluorides. Otherwise, it might be
difficult to distinguish the 1S, absorption from the zero
phonon line of 4f — 54 transition at low temperature,
although the former is a weak and the latter is a strong
transition. The absorption spectrum of 0.0159, Pr** in

EUGENE LOH

CaF; at liquid nitrogen temperature shows a weak 1S,
peak at ~2120 A and a strong zero phonon peak at
~2240 A, both being conveniently located on the
opposite sides of the 4f — 54 band with apparent peak
at ~2200 A.
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A distorted-wave theory of rotational excitation of homonuclear diatomic molecules with = ground states
by slow electrons is given. The assumption is made that distortion of only the /=0 and /=1 partial waves
is significant and a simple semiempirical model is used for the potential. Results obtained for H; and N
using the most recent theoretical and experimental values for the electric quadrupole moments and polariz-
abilities appear to remove, or very nearly remove, the discrepancies which have existed between theory and

the analysis of swarm experiments.

I. INTRODUCTION

T has been well known for many years that for
electron energies below vibrational threshold the
observed electron energy losses in homonuclear diatomic
molecular gases greatly exceed those due to elastic
scattering alone. Early theoretical calculations®? of the
cross section for rotational excitation considering only
the short-range electron-molecule interaction yielded
energy loss rates smaller than the observed ones. How-
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ever, in 1955, Gerjuoy and Stein (G. S.)? showed that,
for the low energies of interest, the long-range part of
the electron-molecule interaction is dominant in deter-
mining the rotational excitation cross section. Assuming
the electron-molecule interaction to be the 2 pure
electric-quadrupole interaction for all  and using the
Born approximation, they obtained an expression for
the rotation excitation cross section which is propor-
tional to Q% where Q is the electric-quadrupole moment
of the molecule. Using reasonable values for Q (which
was not precisely known in most cases), approximate
agreement with observed energy losses was obtained.
However, with increase in the precision of the analysis
of swarm experiments,® some discrepancies became

( 3 E:,S.)Gerjuoy and S. Stein, Phys. Rev. 97, 1671 (1955); 98, 1848
1955).
4L. S. Frost and A. V. Phelps, Phys. Rev. 127, 1621 (1962).
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apparent. Furthermore, an inadequacy in the G.S.
theory results from the fact that a slow electron
polarizes the molecule. An account of the resulting r—*
polarization interaction was first included by Dalgarno
and Moffett in a Born-approximation calculation of
the cross section.® This failed to account completely
for the discrepancies between theory and experiment.
However, the central part of the polarization potential
is large enough for one to expect distortion of the
electron wave function to be of some importance.
Moreover, although the long-range = and »—* inter-
actions are dominant in determining the cross section,
some account should be taken of the proper short-range
part of the interaction. This is especially important in
determining the effect of distortion. Recently, several
authors have reported work along these lines.®% In
Ref. 7, it was found that for N, using the now fairly
well-established value Q=—1.1 (in units of ea(?), and
a reasonable approximate form for the short-range
interaction, a distorted-wave calculation yielded essen-
tially perfect agreement between theory and
experiment.

In the present paper, the theory used in Ref. 7 is
given in more detail* and application is made to N,
and H,. In the case of Ny, use is made of the new
experimental values for the polarizabilities recently
reported by Bridge and Buckingham.? The results do
not alter the conclusions reached in Ref. 7. For Ho,
using the recent theoretical value 0~0.49 of Kolos
and Wolniewicz® and the values ap=2.75 and as=0.69
based on recent theoretical®® and experimental? values
for the polarizabilities, we obtain results for the case
of one short-range form for the interaction [Eq. (13)
below] which appear to be very nearly in complete
agreement with the analysis of swarm experiments. 1
However, the computed cross section is still too small
when another form [Eq. (11) below] is used for the
interaction at small distances. Additional reasons are
given for preferring use of the former, Eq. (13), in the
case of H,. Some discrepancies between the results

5 A. Dalgarno and R. J. Moffett, Proc. Natl. Acad. Sci. India
A33, 511 (1963).

6 R. C. Mjolsness and D. H. Sampson, Bull. Am. Phys. Soc. 9,
187 (1964).

7R. C. Mjolsness and D. H. Sampson, Phys. Rev. Letters 13,
812 (1964).

8 K. Takayanagi and S. Geltman, Phys. Letters 13, 135 (1964).

9 A. Dalgarno and R. J. W. Henry, Proc. Phys. Soc. (London)
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1 This theoretical model was first presented by the authors at
the Sixteenth Gaseous Electronics Conference in October, 1963
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2N. J. Bridge and A. D. Buckingham, J. Chem. Phys. 40,
2733 (1964). They recommend (private communication from
A. D. Buckingham) that the results for the asymmetrical polariza-
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1BW. Kolos and L. Wolniewicz, Bull. Am. Phys. Soc. 9, 103
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obtained by us and those obtained by Takayanagi and
Geltman® are discussed.

II. EFFECTIVE ELECTRON-MOLECULE
INTERACTION

In the case of homonuclear diatomic molecules, such
as Hy, Nj, and O, which have 2 ground states, the
molecular wave functions separate approximately into
a product of electronic-vibrational states ¥ (11« In, 5)
and spherical harmonic rotator states Y;~(5). Then,
for the calculation of the cross section for rotational
excitation by low-energy (<1 eV) electrons when no
change in electronic-vibrational state occurs, the
molecule behaves approximately as a rigid rotator,
with states ¥;7($) and effective electron-molecule inter-
action energy V(r,s) given by the total electron-
molecule interaction V(r,r;- - -rn,8) averaged over the
electronic-vibrational state

(1 X0, S) Vi(t,t1e +  1n,8)

X¥m(t1:+ Tn,8)dPr1e - - dPr s’ds. (1)

V(r,s)=/

Here r1- - -1, are the positions of the # bound electrons,
r is the position of the free electron relative to the center
of mass of the molecule, and s is the internuclear sepa-
ration. For the conditions that rotational excitation is
of importance, ‘“m” generally refers to the electronic-
vibrational ground state. If the electronic-vibrational
wave function ¥,.0(r;- - -1,,s) for the isolated molecule
is used in Eq. (1), one obtains the effective static
interaction?

Vi(r,s)= / Ul Viahldry- - - drpsids

=§ AP, (@)

Silr)=—eCy/r**'5 r>R, )

where C; is the /th electric moment of the molecule and
R is the approximate radius of the molecular charge
cloud. For neutral homonuclear diatomic molecules,
Co=0 and Cy;;1=0 for all /. Hence, to good approxi-
mation,

ay’ C

€2
Vs(r,S)ﬂ—Q Py(7-5), Q=—7;

7 eay’

r>R. (4)

As required for the validity of our approach, the
principal electron-molecule interaction takes place in
a time short compared with the rotational period. On
the other hand, the free electron moves very slowly
relative to the bound electrons of the molecule. Hence,
the bound electrons adjust almost completely to the
instantaneous position of the free electron as though
it were stationary. Thus, one should not use the isolated
molecular electronic-vibrational states y¥,.° in Eq. (1)



A 1468 D. H.
but rather should use those corresponding to the
molecule in the presence of the free electron, i.e., the
¥m should depend parametrically on r. The result of
this can be written

V (1', s)zVP(r, S)+ VS (l‘, S) ’ (5)

where V,(r,s), called the polarization interaction, is the
result of polarization of the molecular charge cloud and
exchange effects. For large distances for which the effect
of exchange is insignificant,

daday  addar
Vy(r,s)= B Py(?-8); rR2R, (6)
a0=%(0£u+2a1) ) OI2=%(Olu—a_L). (7)

Here o, and o, are the polarizabilities, in units of a¢,
of the molecule along the direction s and a direction
perpendicular to s, respectively. Note that our oo and
as have half the values used by some authors.

In the present paper, the form adopted for the
potential is

V(t,8)=Vo(r)+Va(r)Ps(?-5), ®
62(10305[) ezaon
Vo(r)=—TG(r), Va(r)=— D(r), (9)

where
D(r)=0(r)+ (a2a0/Qr)G(7),
G(n)=r"/(ri+7)?,

0(7)=1’

(10)

nonexponential cutoff, (11)
and

r>7

r<re. (12)

The factor G(r), Eq. (11), is familiar from atomic
scattering theory'® and is expected to take into account
approximately (at least for # > R) the weakening of the
polarization attraction, Eq. (6), due to exchange effects
and the change in the response of the bound electrons
for intermediate and small 7. We also make calculations
using the form?¢

G(r)={1—exp[— (/r0)']}

(exponential cutoff). The free parameter 7o is chosen
to match experimental elastic scattering data, as
described more fully in Sec. V, and does not have the
same value for the nonexponential cutoff, Eq. (11),
and the exponential cutoff, Eq. (13). The value chosen
for 7., the abrupt cutoff in the static interaction, is
based on the approximate knowledge available to us
on the particular molecules being studied.

We note that when 7, and 7, are set equal to zero,
Eq. (8) reduces to Eq. (5) with the long-range forms,
Egs. (4) and (6), for V,(r,s) and V ,(x,s) being used for

(13)

( 155 1\/)[ N. Klein and K. A. Brueckner, Phys. Rev. 111, 1115
1958).
16 This form was suggested to us by C. F. Curtiss.
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all #. This is the interaction used by Dalgarno and
Moffett.> When 7., a;, and @, are set equal to zero,
Eq. (8) reduces to the interaction used by Gerjuoy and
Stein? [Eq. (4) for all 7].

For r<R, the terms proportional to higher order
Legendre polynomials in the true expression for V (r,s)
are not completely negligible. However, they are ex-
pected to be large only for a fairly narrow range of
near s/2. Moreover, they contribute to different
rotational transitions than Va(7)Pa(7-5) does. Thus,
we expect that use of the form given by Eq. (8) is a
good approximation. (This is born out by the recent
calculations for H, in Ref. 9.) However, the correct
Vo(r) and Vo(r) also differ from our choice, Egs. (9)-
(13), for < R. They are large in magnitude [especially
Vo(r)]for r~s/2, while lim,o Va(r)=0 and lim,o Vo(7)
= const. Nevertheless, with our choice we have elimi-
nated the singularities in the interaction at #=0
resulting from use of the long-range forms, Eqgs. (4)
and (6), for all 7. Also, by choosing 7o by matching to
the elastic scattering, we can hope with some justifi-
cation that the interaction is fairly well represented
for the important range of ». The fact that the main
contribution to rotational excitation comes from
l=VI'=1 scattering and I=0/=0 scattering gives no
contribution, where 1% and I'% are the initial and final
electron orbital momentum, reduces the importance
of the small 7 region. For these reasons, we expect that
our choice of interaction is probably good enough to
enable us to obtain fairly accurate results for €,0.4
or 0.5 eV, where ¢, is the initial free-electron energy.
However, the importance of the region <R increases
rapidly with e, so that results obtained for e,.2>1 €V,
without use of the approximately correct interaction
for 7SR, are of little value. The work done and being
done by Dalgarno and Henry® should lead eventually
to fairly good results for these higher energies, at least
for H, where they are most likely to be important.

III. GENERAL METHOD OF CALCULATION
AND VALIDITY CRITERIA

The method used to calculate the cross section in this
paper can be regarded as an approximation to the
method of distorted waves. Recall that the inelastic
differential scattering cross section according to the
method of distorted waves is given by!7:18

kb m 2
I(a,k,— b, k,,)=——( )
ko \2m 2

X ’fderb(“kb, r)Vba(r>Fa(ka,r) 2' (14)

7 N. F. Mott and H. S. W. Massey, The Theory of Atomic
Colfisg'uns (Oxford University Press, London, 1933), 2nd ed.,
. 146.

18 M. J. Seaton, in Afomic and Molecular Processes, edited by
D. R. Bates (Academic Press Inc., New York, 1962), p. 386.
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Here F,(k,r) and Fp(ks,r) are the solutions of the
differential equations

I:Vrz-}-kiz—- (2m/h2) V,',‘(I)]Fi(k«[,l') =0 y ’i= a, b ) (15)

with asymptotic forms for large » of plane waves plus
outgoing waves. Vi, is the matrix element of the
electron-molecule interaction energy taken between
initial and final molecular states ¢ and b. In the present
problem, where the effective electron-molecule inter-
action energy V(r,s) is given by Eq. (8) and the
molecule behaves as a rigid rotator with states ¥;7(),

Via(1)= V()85 myma
+ V2(7)<jb:mblp2(f' $) lja;ma) .

In obtaining Egs. (14) and (15), i.e., in using the
method of distorted waves, one truncates and decouples
the infinite set of coupled differential equations for the
free-electron wave functions by neglecting all off-
diagonal matrix elements of the interaction energy,
except the one connecting the final state to the initial
state. Thus, in the present problem where Eq. (16)
applies, a criterion for the validity of the method is

| Vo(r)+Va(r){jama| P2(?+5)| jasma)|
> | Va(r)(Goyms| Pa(r-8)| jasma)| ;
jb, mb#]'a, Ma.

(16)

an

In our calculations, we make the additional approxi-
mation

Vaa(0)2V 5 (1)2V (7). (18)

As seen from Eq. (16), the criterion for the validity of
this approximation is

[ Vo) [>>|Va(r)(jasma| Pa(#-5)| joyma)| . (19)

The utility of this latter approximation is that the
potential entering Eqgs. (15) is then spherically sym-
metric and independent of molecular states. This
simplifies the calculation and shortens the required
computing-machine time. Condition (17) may tend to
be an overly severe criterion for the validity of the
method of distorted waves, because the coupling terms
neglected in obtaining Egs. (14) and (15) involve
products of the off-diagonal matrix elements of V (r,s)
with electron wave functions which are either small in
amplitude or out of phase with the wave functions
entering the retained part. A more precise criterion
which takes the approximate average over r effect of
this into account can be obtained from S-matrix
theory.®:® The true .S matrix is unitary and symmetric,
while in the method of distorted waves the diagonal
elements of the S matrix have an absolute value of
unity. Thus, the sum of the squares of the nondiagonal
elements must be small if the method of distorted waves

19 A. M. Arthurs and A. Dalgarno, Proc. Roy. Soc. (London)
A256, 540 (1960).
2 C. S. Roberts, Phys. Rev. 131, 209 (1963).
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is to be valid,? i.e.,
Zi’l' #illSJ(j)l; j,:l,) |2<<1 ’ (20)

where J# is the total angular momentum of the system,
electron plus rotator (molecule), compounded out of
electron orbital momentum 1% and rotator angular
momentum j#.

It is interesting to note that, when approximation
(18) is made, Egs. (14) and (15) can be regarded as
giving the inelastic scattering cross section according
to first-order perturbation theory with V() included
in Ho. We have preferred to regard the method as an
approximation to the method of distorted waves because
then the above criteria are readily available for the
validity of the approach. Application of these criteria
is made in Sec. VL.

Since the potential entering Egs. (15) is spherically
symmetric when approximation (18) is made, there is
no azimuthal dependence in the decomposition of
Fo(k,r) and Fy(ks,r) into partial waves. Thus, we
make the expansion

Fulkor) =3 Q-+1)iua! )Pika?),  (21)
=0

where u4 () satisfies the equation
1(041)

7

a 2d 2m
[——+— —t kaz—;vo(’)“

:lual’ (rn)=0, (22)
art rdr

and has the asymptotic form for large »

it wl
lim u,) (r) =— sin(kar——-—+5l> . (23)
o kr 2
Since the plane-wave decomposition is
grker=3" (U41)itfi(ka) Prlha-?),  (24)
=0

we can write
Fulkyt)=c*ert 3 (U-+1)iua()Py(ba-?), (25)
=0

where

war(r)=uq (r)— f1(kar). (26)

Similar expressions apply for Fy(ks,r) with b replacing
a everywhere. The separation in Eq. (25) is convenient
because it leads to the Born approximation to the cross
section plus corrective terms due to distortion involving
various products of the #;.

IV. REDUCTION OF THE CROSS SECTION

We consider now the explicit form taken by Eq. (14)
in the present problem. For homonuclear diatomic
molecules, the rotational cross section is generally small
in comparison to the elastic cross section and makes
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little contribution to the momentum transport cross
section. For this reason, rotational excitation of such
molecules is of practical importance only in deter-
mining the electron-molecule energy exchange rate.
This depends on the total rotational cross section
o(ja—> 7») for the transition j,— 75 averaged over
initial and summed over final azimuthal quantum
numbers m, and m; Hence, we calculate only
0’(] a ™ .7 b) :

1
O'(ja"—)jb)= - ZZ dQI(ayja'_)b)jb)a (27)
]a mg Mmh
which | is §! somewhat easier than calculating

I(a, jo—b, j5). This is:done using Egs. (8), (14),
(16), and (25) and making the approximation that
distortion of the partial waves with />1 can be neg-
lected. Appropriate ordering of the angular integrations,
use of the identities satisfied by the spherical har-
monics,2+? and replacement of the dQ integration by
an integration over %, where 2= |k,—k;|, leads to the
final expression for the cross section after a long but
straightforward calculation. Details are given in Ref.
23. The result is conveniently expressed in terms of the
Gerjuoy-Stein value? for the cross section

8rQ%d ky (jat2)(Jat1)
15 ke (27a+3)(27.+1)

UGS(ja—> jb)=

for jo=7.+2,
Q% ks jo(ja—1)
15 R (2fa—1)(2jet)
for jy=j.—2, (28)
and the auxiliary quantities
rcz 3 (Ka2+Kb2)
fulep)=2———K2———o
Sa¢ 4K ;2
3(K2—K?)? |Ko+K,
| In , (29)
8K Ky K,—K,
2u(a,0) =hi— 3K i — cpK 2+dp[ha— K 2hs], (30)
21 I Kl +Ky?
Fah) == KKk~
5002 10 KaKb
(Ku2"‘Kb2)2 Ka+Kb
- n J , (31)
2K 2K K.,—K,
12K K

g(a,0)= [3hs—geptdp’ha], (32)

2 M. E. Rose, Elementary Theory of Angular Momentum (John
Wiley & Sons, Inc., New York, 1957), pp. 60 and 61.

2 P, M. Morse and H. Feshback, Methods of Theoretical Physics
(McGraw-Hill Book Company, Inc., New York, 1953), p. 622.

#R. C. Mjolsness and D. H. Sampson, General Electric Com-
pany TIS Report R65SD22, 1965 (unpublished).
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3 —3K 422K 2K 22— 15K 44
Fulah)= —[
K2Ky

40
3(K 25K ) (K 2—K 2y
£
v 2K K

Ka_l_Kb

K ] (39

a— Lrb

XIn

) P
w\@,0)=
§ 10K,

{— BK 245K 2)hs+5ha

a

+dp’[— TK2+SKP)haths 1}, (34)

in which
3K2+K2? 5Ki#+10K 2K 2+ K 5*
1=-'3-;<—1—— y he= T )
SKi#—K3? 35K *+14K?K ?— K 5

hy=———— ) 4
5K 35K

105K 184 189K K 2+ 27K 2K o*— K 58
h5= b

21K

» (35)

and

Ka=(loka, szllokb, (36)

while
Ki=max(K,,K;), Ke=min(K,K3). 37)

The quantities ¢ and d are constants. They have the
approximate values

¢=0.8, d=0.3; nonexponential cutoff, (38)
and
¢=03, d=0; (39)

for the short-range forms for the polarization inter-
action given by Egs. (11) and (13), respectively, ¢ is
introduced to account for the slight energy dependence

of 7o:
p=[ro(ea)+70(es) 1/ 2a0. (40)

Also we use the quantities f.(b,@), - - -, gu(b,a), defined
similarly, except that K, and K, are interchanged and
K; and K, unchanged in Eqgs. (29)-(35). Of course,
f»(a,d) and g,(a,b) are seen to be symmetrical in ¢ and
b. Finally, use is made of the radial integrals

exponential cutoff,

0

ar
Ula,b)=3 / “DOujell),  B)
® dr
V() =3 / ZDOa)illr), @)
0
® dr
W(a,b)=3 / D jaltewr),  (43)
0o 7
© dr
X(ab)=3 / D aun(), (@)
o 7
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and U(d,a), V(b,a), and W (b,a) defined by Egs. (41)-
(43) with ¢ and b interchanged.

With these definitions, partial cross sections can be
expressed as follows:
o ) r2(K2+Ki?) | 3mas

- Sa | 8Q

(et

7
)]
100&

3mas\?
+( ) |:Ka2+Kb2—25ph2+P2(2d+62)
16Q

e R O

10
X(Ka“+—3—Ka2K v+K b4):] , (45)

Z {[ fu(a,b)-l-zr—gzgu(a,b):'

oG8
><ReU<b,a>+w<b,a>12}+[a+>b], (46)

e [ o (a,b)-i-s—;rggw (a,b)} ReW (b,a)+[a <> 0]

+[fv<a,b>+%";‘fgv<a,b>]

X[ReV (b,a)+ReV (a,b)+ReX (a,0)], (47)

o5 6
_~=.5.1 V(a,0)+V(b,a) |2

gas 9
+§{ W @b)|*+|Wb,a)|%}, 48)

gs 6
___=g{ X (a,0)[V(a,b)+ V (b,a)T*

7as +X*(@,D)[V(a,b)+V(ba)]}, (49)
and
Op 6
—=-]X(a) 2, (50)
g@s

where the symbol [¢ <> 4] entering Eqs. (46) and (47)
denotes the preceding term with ¢ and b interchanged.
Finally, the total rotational cross section is given by
the sum

c=0oto1toetostoitos. (51)

oo is the Born approximation to the total cross section.
It reduces to the Dalgarno-Moffett result when 7,=0
and ¢=d=0 (corresponding to 79=0). The other partial
cross sections give the corrections due to distortion. oy
gives the correction due to distortion of the initial and
final s waves and o3, 03, 04, and o5 the corrections due
to distortion of the initial and final » waves. In most
cases, the dominant effect is the positive contribution
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arising from the last term in o,. However, the oy con-
tribution, which is negative, dominates for near-
threshold energies where /=2 to /=0 scattering be-
comes of importance. Also, for high energies, the con-
tribution (6/5)ags|V (a,b)+V (b,a)+X(a,b)|% arising
from o5, 04 and the first term in o3 becomes significant.
The terms involving the W’s are never of much im-
portance. The X (e,b) contribution becomes relatively
unimportant at small energies, but is comparable with
the contribution of the V’s at high energies.

V. NUMERICAL PROCEDURES

A wave-function code and a cross-section code are
used to obtain numerical results for particular initial
electron energies and rotator transitions. The former
code gives numerical values for kqru./(r) exp(—8a1)
using a series solution for the first nonzero point and
a Runge-Kutta integration using two mesh sizes for
succeeding points. It was hand checked, was able to
generate correct free wave functions, and at low ener-
gies gave /=1 and /=2 phase shifts in agreement with
the O’Malley asymptotic formula.?* The assignment of
the correct multiple of = to the computed phase shift
was made by fitting our potential to the soluble ex-
ponential potential and using Levenson’s theorem. This
was verified by choosing a typical 7, value and a small
energy and computing phase shift as a function of a.

The wave functions and phase shifts were put on
tapes and used as inputs for the cross-section code.
Integrals were done via Simpson’s rule using two mesh
sizes. The partial contributions due to the static and
the polarization interactions were output, allowing one
to compute results for a variety of a; and Q values
using only one set of integrations. In addition, all the
coefficients Eqgs. (29)-(34), the total cross section, the
Born approximation, and the partial cross sections due
to the polarization and to the static interactions were
output. The program was hand checked. Detailed
outputs are given in Ref. 23.

About 1.5 min on an IBM 7094 were required per
cross section at high energies and about 4 min at low
energies. The purely numerical errors in the results are
expected to be somewhat under 1%, in all cases, partly
because our method separates off the essentially exactly
known Born value from distortion effects. At low ener-
gies, the distortion effects are hard to calculate ac-
curately, but they are also small.

The parameter 7, was determined by assuming the
momentum transfer cross section o, is entirely due to
elastic scattering and varying 7y until use of the com-
puted phase shifts in the equation

om=>sin?(8o—01)=2 sin?(§;—482)+3 sin2,  (52)

gave agreement with the values for o, measured by

#T. F. O’'Malley, Phys. Rev. 130, 1020 (1963).
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TaBLE L. 7o/a0 as a function of electron energy.

¢ (V) 10-2 10-2 0.03 0.05 0.1 0.2 0.4 0.6 1.0
70/s (N3, nonexponential cutoff) 1256 1251  1.250 1245 1236 1217 1.190
7o/ao (Ha, nonexponential cutoff) 09436 09306  0.9368  0.9364 09380 09421  0.9455  0.9485  0.9565
ro/ao (Ha, exponential cutoff) 11763 11700  1.1649  1.1638  1.1667 11697 11692 11676  1.1655

Phelps and co-workers.%14:25:26 The parameters input
into the calculation are

ap=2.75 for H, and @p=>5.93 for N,.  (53)

The value for H» is a compromise between the recent
computations of Kolos and Wolniewicz®® and the
slightly different new experimental value obtained by
Bridge and Buckingham.!? The value for N, was used
before the value @y=>5.96, based on the recent experi-
mental results of Ref. 12, was available, and the
difference was considered too small to be significant.
This procedure is tested by requiring the variation of
7o with electron energy to be small. As seen from Table
I, this condition is well satisfied. For N, no reasonable
fit to o was possible above e=0.3 eV using the ex-
ponential cutoff. Hence, only the nonexponential cutoff
potential was used in calculations. Both potentials are
used in calculations for Hs, since both potentials lead
to a good fit; however, the exponential cutoff gives
smaller deviations in 7,. Values of the rotational cross
section are insensitive to the energy variation of 7o
and, in test cases, change by less than 29 if a constant
7o is used.

In Table II, phase shifts for /=0, 1 waves in the H,
case are given for the two potentials. The §, values are
quite similar, but the differences in 61 values are of
importance for the rotational excitation cross section,
which is primarily determined by !=1=1 scattering.
A few values for the N, phase shifts are 8o=2.9238,
8;=0.1131 at ¢=0.6 eV, and §,=3.0495, 6;=0.01824
at e=0.1 eV. For all cases treated here, s is very small
and is given by the O’Malley asymptotic formula.?

VI. RESULTS AND DISCUSSION

In plotting results for the cross section versus initial
electron energy e, we find it convenient to plot
o(j— j+2)/oas(j — j+2) rather than o(j— j+2),
where ogs is given by Eq. (28). This ratio also gives
the value for de-excitation o (§4+2 — 7)/oas(j+2— 7),

TasLE II. Phase shifts for electron scattering by Ho.

Nonexponential cutoff Exponential cutoff

e (eV) 8o 61 do 81
1.0 2.6004 0.07592 2.6434 0.1098
0.2 2.9298 0.01632 2.9323 0.01922
0.05 3.0478 0.00419 3.0481 0.00456

2 A, G. Engelhardt, A. V. Phelps, and C. G. Risk, Phys. Rev.
135, A1566 (1964).
26 A, V. Phelps (private communication).

except that e, must then correspond to the final electron
energy.

The results for Ny for the transition j=4-— 6 are
given in Figs. 1 and 2. This transition was chosen for
the purpose of making comparison with the analysis
of swarm experiments given in Ref. 25. However, it
also gives the value for ¢/ogs for other transitions for
the range tested (0<7<30) to within somewhat better
than 19, except for a slightly larger deviation very
near the transition thresholds. This approximate inde-
pendence of j is due, in part, to the small value
By=0.249X10-3 eV for the rotational constant for N,
and, in part, to the fact that the variation with j of
the Born cross section is mostly canceled by the vari-
ation with 7 of distortion effects. Figure 1 is similar to
Fig. 1 of Ref. 7, except that here we use the new
experimental value as=1.57 based on the measurements
of Bridge and Buckingham!? in place of the old value?”
as=2.09. The choice Q= —1.1 has been well established
recently experimentally?®-3% and verified as to sign and
approximate magnitude theoretically, as well.32% The
difference between the two solid curves gives an
indication of the uncertainty resulting from an im-
precise knowledge of the interaction at short range. It
is seen that this difference is small below the vibrational
threshold at 0.29 eV. As mentioned in Ref. 7, one finds
for almost any choice of charge distribution which leads
to a negative value for Q that the static part of V()
changes sign after appreciable penetration into the
charge distribution. For this reason, we expect that for
negative Q the contribution from the static interaction
part of Va(r) for <R mainly cancels out and the
choice 7,=2.1a>~R gives the best results for the
rotational excitation cross section for N, The dashed
and dotted curves in Fig. 1 are the Born approximation
results when Egs. (4), (5), and (6) are used for all 7 and
when our modified interaction, Egs. (8)—-(12), is used,

27 J. O. Hirschfelder, C. F. Curtiss, and R. B. Bird, Molecular
{hsez)ry of Gases and Liquids (John Wiley & Sons, Inc., New York,

954).

28 J. A. A. Ketelaar and R. P. H. Rettschnick, Mol. Phys. 7,
191 (1963).

# J. D. Poll, Phys. Letters 7, 32 (1963).

®D. R. Bosomworth (private communication) and thesis,
Physics Department, University of Toronto (unpublished).

3L A. D. Buckingham (private communication). (This is the
only experimental work that gives the sign of Q.) The method
used is given by A. D. Buckingham and R. L. Disch, Proc. Roy.
Soc. (London) A273, 275 (1963).

# P, Cade, K. D. Sales, and A. C. Wahl, Bull. Am. Phys. Soc,
9, 102 (1964); and (private communication). They obtain
Q=—1.091 for internuclear separation R=2.068a,. More extended
calculations giving Q=Q(R) are to be published.

# R. K. Nesbet, J. Chem. Phys. 40, 3619 (1964). Here the same
sign but lower magnitude Q= —0.9 is obtained.
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Fic. 1. Ratio of the rotational excitation cross section to the
value given by the Gerjuoy-Stein theory versus initial electron
energy for the j=4 — 6 transition for N, with Q=—1.1,a2=1.57,
and ao=>5.93.

respectively. It is seen that the negative effect due to
inclusion of polarization is almost canceled by the
positive effect resulting from distortion. This is ap-
parently the explanation why use of the Gerjuoy-Stein
theory with a magnitude for Q a little less than 1.1 has
lead to very good agreement with experiment.425:3¢ From
inspection of the 7,=2.1ay curve in Fig. 1 andin Fig.3
of Ref. 25, it appears that use of the new value a;=1.57
does not alter the conclusion reached in Ref. 7 that
use of the value Q= —1.1, inclusion of distortion and
polarization, and use of a reasonable approximate form
for the short-range interaction leads to essentially
perfect agreement between theory and experiment for
rotational excitation of N, Although Q=—1.1 is
thought likely to be very nearly the correct value, for
completeness we have included in Fig. 2 results obtained
for various other negative values of Q when 7,=2.1a,.
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F16. 2. Rotational excitation versus initial electron energy for
the j=4 — 6 transition for N, for various values of the electric
quadrupole moment and as=1.57, 29="5.93, and 7,=2.1a,.

3 M. H. Mentzoni and R. V. Row, Phys. Rev. 130, 2312 (1963).
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F16. 3. Ratio of the rotational excitation cross section to the
value given by the Gerjuoy-Stein theory versus initial electron
energy for the j=0 — 2 transition for H, with Q=0.49, a2=0.69,
and ao=2.75.

The results for Hy have a very different form than
those for Ny, principally because Q for H, is positive,
which causes the contributions from the static and
polarization contributions to Va(r) to have the same
sign. In obtaining all results for Hy, we used the new
value a2=0.69, based on the recent careful theoretical
and experimental results presented in Refs. 13 and 12.
The results given in Figs. 3 and 4 were obtained using
the value Q=0.49, which is again based on the theo-
retical work of Wolniewicz and Kolos.”® Results for
o/ogs for various additional Q’s and the j=1-—3
transition are given in Fig. 5. These results were ob-
tained using the exponential polarization cutoff, Eq.
(13) ; however, results obtained with the nonexponential
cutoff, but the same conditions otherwise, have a
similar small (even smaller for high energies) percentage

L | T T

vl 1 1 L

05 .07 A 2 4 6 .8 |
€qleV)

Fic. 4. Rotational excitation versus initial electron energy for
various transitions for H, with static cutoff at r,=ao, nonex-
ponential polarization cutoff, Q=0.49, 2=0.69, and ao=2.75.
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F16. 5. Rotational excitation versus initial electron energy for
the j=1— 3 transition for H, for various values of Q using the
exponential polarization cutoff, a static cutoff at 7,=ao, 22=0.69,
and o= 2.75

deviation from the corresponding results for Q=0.49.
The results in Fig. 5 correspond to 7.=ao, which we
estimate to be approximately the best choice for the
cutoff in the static interaction part of V(). Charge
distributions which lead to positive Q can be chosen
such that this static interaction either does or does not
change sign within the charge cloud. However, the
calculations presented by Dalgarno and Henry? in their
Fig. 1 indicate that the sign does not change. In fact,
it would appear perhaps that even a smaller value of
7. should have been chosen for H,. However, it can be
argued that this might be compensated for by an
overestimation of the polarization contribution to V()
resulting from choosing 7, too small when we neglect
the static contribution to Vo(r) for < R. In Fig. 3, the
effect of distortion and polarization on the rotational
excitation cross section is shown for various choices for
the short-range form of the interaction. In Fig. 4, the
variation of ¢/ogs with ¢, is shown for various tran-
sitions when 7,=ao and the nonexponential cutoff is
used. For the same conditions, except that the ex-
ponential cutoff is used, the results have a very similar
behavior for small initial electron energies and a slightly
greater spread with j for high energies. For example,
at e,=1 eV, results for o/ogs for the exponential cutoff
are 4.259, 4.188, 4.113, and 4.038 for the j=0— 2,
1—3, 2—4, and 3— 5 transitions. When ¢,=0.35
eV, the exponential cutoff results for ¢/oqs for the same
transitions are 1.991, 1.927, 1.855, and 1.769.

The important transitions for H; for the conditions
studied by Engelhardt and Phelps* are 7=0— 2 and
j=1—3. They found that cgs should be multiplied
by a factor 1.73 in order to give agreement with swarm
experiments. Since Q=0.473 was used, this means that
the average value for o/ogs for these transitions in Figs.
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3 and 4 and for 0=0.49 in Fig. 5 should be (0.473/0.49)?
X1.73=1.61. For r.=a,, this value is obtained for
€,~0.23 eV for the exponential cutoff and e,~0.4 eV
for the nonexponential cutoff. A second test is provided
by plotting the ratio of our distorted-wave value for o
for these transitions with 7,=a,, 0=0.49, and as=0.69
to opm, the value given by the Dalgarno-Moffett Born
approximation with no short-range cutoff and with
0=0.473 and a2=0.486 (approximately the value used
in Refs. 5 and 14). This is done in Fig. 5 of Ref. 23. The
average value of this ratio should be 1.54 in order to
obtain consistency with swarm experiments according
to Ref. 14. This value is obtained at €,220.28 eV for the
exponential cutoff and e,2<0.8 eV for the nonexponential
cutoff. Of course, the energy dependence of o is quite
different than it is in the case of the Born approxi-
mation. However, it is noted in the footnote on p. 2122
of Ref. 14 that a steeper rise in ¢ with energy than the
Born approximation would give better agreement with
experiment. The negative effect of distortion near
threshold is probably not too significant because it
occurs principally only when k3/%, is small, and hence
the excitation cross section is small. Thus, it would
appear that the positive effect of distortion plus the
increases in ¢ due to the new larger values 0.49 and
0.69 for Q and as are probably sufficient, or very nearly
S0, to bring theory and experiment into complete agree-
ment when the exponential cutoff, Eq. (13), is used for
H,. However, when the nonexponential cutoff, Eq. (11),
is used, the results for o are still too small to remove
completely the discrepancies between theory and the
analysis of swarm experiments.

In addition to the fact that the results for the ro-
tational excitation cross section for H, are better when
Eq. (13) rather than Eq. (11) is used, there are other
reasons to prefer Eq. (13). The variation of 7, with e
is smaller (see Table I). Also, although the larger hump
in the interaction for r~r¢>a, obtained with Eq. (13)
probably overestimates the polarization and exchange
effects in this region, it probably better compensates
for the static contribution to Vo(r) (which we have
neglected) and the large static contribution to Vs(7)
for r~a, indicated by Fig. 1 of Ref. 9. For these
reasons, we think Eq. (13) leads to the better repre-
sentation of the total potential for H,.

We consider now some of the discrepancies between
our results and those of Takayanagi and Geltman® who
use a single cutoff for both static and polarization inter-
actions, as given by their Eq. (5a). We think our cutoff
procedure is better and should lead to more accurate
results because it softens the potential to larger dis-
tances than theirs and allows for the loss of polarization
for an electron closely approaching the charge cloud.
It also permits a closer fit to the experimental elastic-
scattering cross section at the low energies relevant for
the rotational excitation process. Moreover, we can
separately choose the static cutoff, which is essentially
(completely in our approximation) independent of the
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elastic scattering, on the basis of independent knowledge
of the molecule. However, we certainly do not claim
that our procedure is completely satisfactory.

Their cutoff procedure, which gives a fairly large
static contribution to Va(r) for <R is undoubtedly
primarily responsible for the large hump at fairly high
energies shown in their Fig. 10 for N,. As mentioned
in the discussion of N results, we think that the net
static contribution to Vs (r) for <R should be approxi-
mately zero instead. Hence, we expect that the hump
in Fig. 10 of Ref. 10 is nonphysical, although the un-
certainty in the interaction at small distances is too
great to be certain that no hump occurs. On the other
hand, it is difficult to see how their cutoff procedure
can be completely responsible for the fairly large
negative distortion effect they obtain for intermediate
and low energies (e,50.1 eV), where the rotational
cross section is relatively insensitive to the short-range
form of the potential. This effect is in contrast to the
positive distortion effect shown for most of this energy
range in Fig. 1 of the present paper, or in Fig. 1 of
Ref. 7. Another qualitative difference in results for N,
is that ¢/ogs computed from Table IT of Ref. 10 is not
so nearly independent of j for the conditions 0< 7<30
and €,<0.6 €V as we have found.

In the case of Hy, it is difficult to make a detailed
comparison of results on the basis of comparison with
Fig. 9 of Ref. 10. Hence, we have computed o/0gs from
Table I of Ref. 10. The results for the j=0— 2 tran-
sition together with our results for the same transition
are given in Fig. 6. Their results pertain to Q=0.464,
a=0.625, and ap=2.664, while ours pertain to Q=0.49,
a3=0.69, and «ay=2.75. The principal Q dependence is
factored out in dividing by ogs, as indicated by our
Fig. 5. However, with the larger a» relative to Q and
the larger oy used by us, our results should be a little
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F16. 6. A comparison between results for the ratio of the ro-
tational excitation cross section to the value given by the Gerjuoy-
Stein theory versus initial electron energy for the j=0-—2
transition for Ho.
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TasiLe III. Contributions of various partial-wave transitions to
the Born-approximation value for the rotational cross section.

Transition
1=0,1'=2
Type of and
interaction I=I'=0 1=2,I'=0 I=l'=1 I=I'=2
Pure quadrupole 0 12.5%, 67.59%, 8.939,
Pure polarization 0 28.449,  68.279, 1.66%,

higher than theirs, especially at high energies where
the effect of polarization and distortion are greatest.
The relatively rapid increase in their values with energy
at high energies probably results from the fact that
their V(r) is significantly stronger than ours for r~1
or 2ao. For this reason, their potential (especially for
the cutoff at #=1.2a¢) is probably closer to having a
negative ion /=1 bound state than ours. This would
lead to somewhat larger /=1, ’=1 distortion effects at
high energies.

Near threshold it appears that we obtain a slightly
larger negative distortion effect. Since our negative
distortion comes through the /=2, I’=0 partial wave
transition, it could also be argued that our neglect of
I=2 distortion affects our near-threshold results. How-
ever, it is very unlikely that this is true, as seen by
considering the near-threshold case for which ¢/cggs in
Fig. 6 was computed. Here ¢,=0.05 eV and ¢;~0.00476
eV. In this case, the /=2 phase shift is §2(0.05)~~6X 10—,
while the effective /=0 phase shift still has the much
larger value 7—80(0.00476)~2.72X 102,

At high energies, /=2 distortion is thought to be
unimportant, as well, because the relevant phase shifts
are still small and the /=2 waves do not contribute very
heavily to the cross section. This is indicated by the
results in Table ITT where the percentage contributions
of various transitions to the total cross section are
computed analytically in the Born approximation with
pure quadrupole and pure polarization interactions,
Eqgs. (4) and (6) for all 7, using the Arthurs-Dalgarno®
formalism and assuming e,= €, (a good approximation
at the higher energies for H, or almost all energies for
Ny).

Finally, we use the validity criteria Eqs. (19) and
(20) to test the validity of the approximation made to
the diagonal matrix element of the potential and to test
the validity of the method of distorted waves. For this
purpose, it is again convenient to use the Arthurs-
Dalgarno formalism.!® Their formalism could, of course,
have been used for the entire problem, but it would
have been necessary to compute additional angular f,
integrals [Egs. (54) and (55) below]. In addition, the
present formalism facilitates accurate numerical calcu-
lation by explicitly separating the Born terms.

Condition (20) may be tested using I=1, since
I=0'=1 distortion dominates the inelastic scattering.
For this case, the left-hand side of Eq. (20) has a single
term whose value is less than 0.01 for the conditions



A 1476 D. H.
treated in this paper. Thus, the distorted wave approxi-
mation should be good.

As seen from Egs. (30) and (44) of Ref. 19, the
condition for the validity of Eq. (18), our approximation
to the distorted-wave method is actually

Va(r) f2(42; j1; J)‘
—_ 1,
Vo(”)

where f; is the matrix element of Py(7-5) for angular
momentum states of the total system and has been
tabulated for some values by Percival and Seaton.?
Since f(50; 70;J)=0, Eq. (18) is exact for /=0. For

l=1’ . .
1 .1_])__1[ AL
J157145 5 2j+SVJ.J+1 T 2]—1

(54)

SJ,j+1:| . (85)

Its magnitude is less than unity and approaches the
value 1/10 for large j. Since ag>4a, for both N, and
H,, neglect of the angular-dependent part of the
polarization interaction contribution to V. (7) is a good
approximation. However, it is possible that’the quad-
rupole contribution, which always dominates at large
7, might be significant. Using f,=0.1 in Eq. (54), we
find that the left-hand side <0.2 for <10, for H,
and 7<12a, for N,. This is expected to cover the
important range of 7 except at very low energies, where
distortion is not very significant. For H,, small 7 is
needed and Eq. (54) is not as well satisfied ; however,
Eq. (18) is probably still quite a good approximation.
This is indicated by the results of Dalgarno and Henry®
who find using only the pure quadrupole interaction for
large » and the static contributions to V() and V,(r)
for small  that the maximum effect of distortion in H,
for ,<1 €V is only 129%,. Although f2(42;72;J) is a

3 I. C. Percival and M. J. Seaton, Proc. Cambridge Phil. Soc.
53, 654 (1957).
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little larger than f»(j1; 71;J), the conclusion that /=2
distortion is small and can be neglected need not be
altered.

Our conclusions are that the various approximations
made in the present paper lead to little error in results,
with the possible exception of the models used for the
short-range form for the potential. This has little effect
on results for low-electron energies (e,50.1 V), but is
increasingly significant as ¢, is increased. Nevertheless,
by fitting the central part of the potential to the
elastic-scattering data and making use of the knowledge
that the static interaction contribution to Va(r) must
change sign for small » for Ny (which has a negative
value of Q) and by making some use of the computations
of Dalgarno and Henry® for the static interaction for
Hb, we have obtained approximate forms for the inter-
action at small  which probably mock up the total
potential sufficiently well, in both cases, to lead to
fairly accurate results for the energies considered. Some
indication of this is given by the fact that, with the use
of the latest values for polarizabilities and quadrupole
moments, we have obtained results which appear to
lead to good agreement with the analysis of swarm
experiments. However, computations of rotational ex-
citation based on more precisely calculated values for
the potential at small # in which polarization and
exchange effects have been accurately included would
be desirable. This is particularly true for H, where the
calculation is most feasible and where rotational ex-
citation might be large enough to be significant relative
to vibrational excitation above 1 eV.
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