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A theoretical calculation of the final-state coherences produced by a radiatively assisted inelastic collision (RAIC)
is presented. Two atoms, 4 and A4’, collide in the presence of an external radiation field to produce the RAIC
reaction 4, +A, +#2—A,+A, where |ii") is the initial state, | /) is the final state, and {2 is the frequency of
the external field. It is assumed that the final states consist of a number of nearly degenerate levels and the
coherences produced in these levels by the RAIC reaction is calculated. These final-state coherences can be
monitored by standard techniques (polarization of fluorescence, quantum beats) enabling one to use the final-state
coherences as a probe of the RAIC reaction. The calculation is limited to the weak-field (perturbation-theory) limit

and is valid only in the impact core of the RAIC profile.

I. INTRODUCTION

In a previous paper' (to be referred to as RAIC
I), a general theory or radiatively assisted inelas-
tic collisions (RAIC) was developed. These colli-
sions represent processes of the form )

A +A+RQ~A + Af

in which two atoms (A and A’) are excited from
initial states i’ to final states ff’ by the com-
bined action of the collision and the absorption of a
photon from an external pulsed radiation field.
Whereas most previous theories of RAIC consid-
ered only one possible excitation channel (from
non degenerate state 7i’ to nondegenerate state
ff"), the theory presented in RAIC I allowed for
the more general RAIC excitation from a group of
initial levels characterized by some appropriate
density matrix to a group of final levels. An ex-
pression was obtained for the final-state density
matrix which completely described both the popu-
lation and coherence properties of the excitation
process. The final-state coherences can be mon-
itored by standard experimental techniques (e.g.,
measurement of the polarization of fluorescence
or quantum beats originating from the final states
of one of the atoms); alternatively, one can moni-
tor the final -state populations (e.g., by measuring
the total fluorescence rate from one of the final
states). It turns out, however, that measurements
of final -state coherences provide a more sensi-
tive probe of the RAIC interatomic potentials than’
do measurements of final-state populations. Thus,
it appears useful to develop a theory of RAIC
which permits one to calculate the induced-final -
state coherences.

In this paper, a perturbative solution of the
RAIC equations is obtained which is valid provided
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(1) the external field is sufficiently weak and (2)
the detunings are restricted to the impact core

of the RAIC profile. Starting with some arbitrary
initial density matrix and assuming interatomic
potentials and external-field polarizations of a
quite arbitrary nature, the final-state density
matrix for the system is calculated. The most
general case leads to rather lengthy expressions
which are presented in the Appendices. Specific
results are given in the body of the paper for the
reduced density matrix of atom A’ in the limits
of (1) dipole-dipole interatomic potential, (2)
straight-line collisional trajectory, (3) linearly
polarized external field, (4) central tuning, (5)
unpolarized initial state, (6) final states of a given
atom characterized by the same J quantum num-
ber, and (7) a summation over intermediate vir-
tual states that reduces to one term, owing to a
nearly satisfied resonance condition. It is shown
that the fluorescence emitted from the final states
of one of the atoms directly reflects the nature of
the interatomic potential. Thus, in contrast with
normal RAIC experiments where one must record
an entire RAIC profile as a function of detuning to
test interatomic potentialmodels, a polarization
measurement at central tuning (where the signal
is largest) serves to probe the interatomic poten-
tial.

It may seem strange that collisions induce co-
herence, since it is generally thought that colli-
sions destroy coherence. In fact, it will be seen
that the collisional interaction may be viewed as
two unpolarized (but possibly correlated) “fields”
incident on the atoms from all directions. The
fields are chosen to have the same multipolar
properties as the collisional interactions they
represent (e.g., a dipole operator is replaced by
a dipole field). In this way the final-state coher-
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ence can be understood as the combined action of
three fields; two unpolarized fields plus the ex-
ternal field. It is the external field which may be
polarized and possesses a well-defined direction-
ality in any case, that is the origin of the final-
state coherence. The collisional interaction re-
sponsible for the RAIC reaction will, in general,
modify the final -state coherence.

In Sec. I, the physical system is described and
an expression for the final-state amplitude given.
An outline of the calculation is presented in Sec.
III, with the details given in the Appendices. The
final -state density matrix is given in Sec. IV
for the case outlined above. In Sec. V the RAIC
excitation cross sections and the polarization of
the fluoresence emitted from the final state of
atom A’ are calculated using a cutoff procedure
to treat collisions with small impact parameters.
A discussion and physical interpretation of the
results are given in Sec. VI.

1t should be noted that this paper is essentially
self-contained. However, the reader is referred
to RAIC I for a general overview of the problem,
for a detailed derivation of the RAIC equations in-
cluding validity conditions, and for references to
previous work.

II. PHYSICAL SYSTEM AND TRANSITION
AMPLITUDE

The physical system consists of two atoms,
A and A’, undergoing a collision in the presence
of a pulsed radiation field. The time of closest
approach during the collision is £=¢{, and the
center-of-mass position of the atoms at this time
is R= R,, The amplitude of the pulsed field is as-
sumed to vary slowly during the collision and is
evaluated at (R,,?,); the field is taken to be of
the form

Et;R,,t,)=2[8, e+ Exe'], 1)

where l3c| is the field amplitude at (-ﬁt st )e

The energy levels of atoms A and A’ are shown
in Fig. 1. Each label in the figure represents a
group of levels having a maximum frequency sep-
aration w, <<7;!, where 7, is the duration of a
collision. Since

W T, <1, (2

levels within a given group may be considered as
degenerate during the RAIC. The levels associated
with atom A are represented by lower-case un-
primed variables and those associated with atom
A’ by primed ones. A capital letter refers to a
state of the composite system (I =i i’, E=ee’,
F,=ffi, etc.) and the convention

W =W Wy, W= Wy + Wy 3

etc., is adopted, where wy=E,/f and E,, is the
energy associated with state a.

Before the collision, the atoms are in an ar-
bitrary linear superposition of the states | 1)
=|4i’)=|i)|é’), where ¢ and i’ represent any of
the levels in the ¢ and #’ groups, respectively.
The field is assumed to be nearly resonant with
the I - F transition in the composite system,
i.e., Q=wp —w;. More precisely, the detuning A
defined by

A=Q -wg; , (4)

Wpp =Wp ~ Wy (4a)

is limited, in this work, to the impact core of the
RAIC profile

|al 7, <1. (5)

All other atom-atom or atom-field interactions
are assumed to be nonresonant; in other words,
all levels outside the I and F groups enter the
problem only as virtual levels. The contribution
of these virtual levels can be included in effective
operators that act in the /F subspace only. The
problem is to determine the final -state density
matrix following the collision since it provides a
complete description of the final -state coherences
and populations produced by RAIC.

The RAIC can be characterized by three opera-
tors which have been discussed in RAIC I. First,
there is the “light-shift” operator S; which cou-
ples and shifts the levels within both the initial
and final groups of levels. This light-shift opera-
tor represents the virtual excitation and de-ex-
citation of either of the atoms by the external field.
The effects produced by S;, which are second or-
der in the field, are neglected in this work, since
the field is treated in a perturbation-theory limit.

e { AT 3
o
F — ] }e'
A.{ _— | _
f{ = }i
A A’

FIG. 1. Energy-level diagram of atoms A and A’.
Each group of levels labeled by a single letter is nearly
degenerate with a maximum frequency spacing between
levels within a group less than an inverse collision time.
The external-field frequency € is such that 52~ (E,
+Ep)— (Ef+ Ep).
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Second, there is the collisional operator S,
which also couples and shifts the levels within the
initial and final groups of levels. This operator
is second order in the collisional interaction,
representing the collision-induced virtual excita-
tion and de-excitation of the composite AA’ sys-
tem in either its initial or final state. The opera-
tor S, is the origin of the pressure broadening
and shifting of spectral profiles. The relative im-
portance of §c is dependent on (i) the detuning A
and (ii) the impact parameter associated with a
given collision. -Owing to condition (5), the colli-
sion possesses sufficient frequency components
to effectively compensate for the detuning A.
Thus, in contrast to the case | A| 7,>1, where
collisional shifts can significantly enhance excita-
tion cross sections by bringing the atomic transi-
tion frequency into instantaneous resonance with
the field, all effects produced by the operator S,
related to the detuning may be neglected. The
dependence of S, on the impact parameter is dis-
cussed following the description of the transition
operator.

The transition operator 7 (I F) represents the
combined action of the (field + collision) in coupling
the initial state |I) to final state | F) via a virtual
excitation of intermediate states. This operator
can be represented diagrammatically by the four
terms shown in either Fig. 2 or Fig. 3. In Figs.
2(a) and 3(a), the collision (represented by non-
wavy lines) acts to virtually excite the atoms from
state |£2’) to state |ef’) and the field (represented

W
W
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FIG. 2. Diagrams representing matrix elements of the
transition operation from initial state [4i’) to final state
1ff). A straight-line vertex corresponds to a collision
interaction and wavy-line vertex to an atom-field inter-
action. The states e and e’ represent some arbitrary
intermediate (virtual) states in atoms A and A’, respec-
tively.

by wavy lines) then acts on atom A to complete
the excitation to the final state | ff’). In Figs.
2(b) and 3(b) the collision excites the virtual state
| fe’) and the field acts on atom A’ to complete
the excitation. In Figs. 2(c) and 3(c) the field acts
on atom A to excite the virtual state |ez’) and the
collision completes the excitation to the final
state | ff’). Finally, in Figs. 2(d) and 3(d), the
field acts on atom A’ to excite the virtual state
| Ze’) and the collision completes the excitation.
It may be seen from Fig. 2 that the transition
operator is linear in both the field and collisional
interaction. Explicitly,* one finds matrix ele-
ments of T(I F) to be

(F\T(F;t,b,v,,0,R,,t,)\ 1)

-1 ((Fl i E)(E[W(RE) 1)
2n

Wgy

+<F|un(t»|E><Elﬁz“>)-g, , (6)

Wep

where ¢ is the time during the collision; b, v,,

¢
i
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FIG. 3. A schematic representation of the contribu-
tions to the final-state RAIC amplitude complementary
to that shown in Fig. 2. Each diagram corresponds to
the similarly labeled diagram in Fig. 2. Solid lines with
arrows represent the collisional interaction and wavy
lines represent the atom-field interaction. States e and
e" are virtual states excited in the RAIC reaction. Each.
level actually corresponds to a group of nearly degen-
erate levels.
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and © are the impact parameter, relative speed,
and collision orientation, respectively, associated
with the collision

Bp=p+ (7

where u and p are the electric-dipole operators
for atoms A and A’, respectively; and u( R(t)) is
the collision interaction Hamiltonian calculated
assuming a classical interatomic collision tra-
jectory R(¢). In writing Eq. (6), I have used the
fact that w, <wg;, wge (recall that w, is the
maximum frequency separation within a group of
levels) and have adopted a summation convention
in which any repeated state label (no¢ including
its appearance in a phase factor or frequency de-
nominator) is summed over (e.g., in Eq. (6),
there is a sum over E but not over I or F).,2
Since [ir is the sum of two terms, one can readily
identify Eq. (6) with the four figures of Fig. 2.

An analogous calculation for the operator T(FI )
yields

(I|T(FI;t)| Fy=(F| TUF;¢)1)* . (8

Since T(I F) varies linearly inu and S, varies
as (1)2, and since U varies typically as b™"
(n>0), one can conclude that, for collisions with
“large” impact parameters, the effects produced
by S may be neglected in comparison with those
produced by T(IF). For“smaller” impact parame-
ters, the contribution of S can no longer be ignored.
Forthe present, Iconsider only those collisions with
b>b,, where b, is the minimum impact parameter
for which the contribution from S_ can be neglect-
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ed. In Sec. V a simple model is developed for
treating collisions with b< b,

Thus, during collisions with b>b,, the proba-
bility amplitudes (in the interaction representa-
tion) for the initial and final states obey the
equations of motion

iid,=(F|TUF,t)I)e *"q, , (92)
ifa,=(F|TUF,t)|I)*e'a, (9b)

where it has been assumed that changes in g; or
ap resulting from level decay and atomic motion
(Doppler effect) are negligible on the time scale
of a collision. Furthermore, it is now assumed
that the field strength is weak enough so that Eqs.
(9) can be solved by perturbation theory with init-
ial conditions a; (¢;)+#0, ag(t;)=0, where ¢; is a
time just before the collision. Integrating Eqgs.
(9) in the perturbation-theory limit, one finds a
final-state amplitude at time ¢} just following the
collision given by

aF(t;)=(ih)'1(£:°(Fl f(IF,t)lI)e"A‘dt)a, ;).

(10)

Perturbation theory is valid provided that |az(¢)|?
<1 for all ¢ during a collision having b=b,. Un-
der typical experimental conditions, perturbation
theory is valid for power densities < 10'°W/cm?.

It remains to carry out the integration in Eq.
(10), to form final-state density-matrix elements,
and to average over all appropriate collision
parameters.

III. OUTLINE OF CALCULATION

Forming final-state density-matrix elements from the amplitude (10) and carrying out the average over

collision orientations ©, one obtains®

pFFI(t: §b,vn§c’tc)=Rg;1 (b’vr’-ﬁv:tc)plll(t:)’

where

17 - . -
R (0,0, R, ,t,)=R"%(8r) lf defe;

¢

The dependence of T on (b,v,,6,R,, t,) has been
suppressed in Eqs. (10) and (11). In this section,
a method for evaluating Eqs. (11) is outlined; de-
tails of the calculation are gwen in the Appendices.
The averaging over b and R,c ig deferred to Sec.
V.t

The matrix elements of T needed in Eq. (11b)
may be calculated using Eq. (6) once the inter-
atomic potential U4 and the field 3’ are specified.
An arbitrary potential can be written in the form

(11a)

(FITUF,t)|I)e 2 dt fic(Fl\ TWF,t' )| I)*e2 dt’. (11b)
‘c

-

U(t-t,, b,v,,0)=A (t-t,,b,0,,0)T" T,

(12)

where T% and T{% are components of irreducible
tensor operators of rank ® and k' (assumed inte-
gral), respectively, which act on states of atoms
A and A’, respectively. In the form (12), the po-
tential can be viewed as the sum of correlated

multipolar fields acting on each of the atoms, the
correlation provided by the coupling constants
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A::: . The average over all collision orientations
needed in Eq. (11b) is equivalent to including all
possible directions of incidence and polarizations
for these multipolar fields. In some sense,
therefore, the collisions can be viewed as produc-
ing the same effect as a sum of unpolarized, but
correlated, multipolar fields acting on atoms A
and A’. This picture of the collisional process
can be useful in understanding the coherences
produced by RAIC and is used in Sec. VI to help
explain the results obtained for the various RAIC
cross sections.

In order to carry out the average over O, it is
convenient to rewrite Eq. (12) in the form

wlt-t,;b,v,,0)="*"AK(t -1,;b,0,, €)™ VE

(13)
where
kE E K|
“Veslg ¢ @TeTE (142)
kB k K|
MK Al (14b)
Qe ¢ QT

and the quantity in brackets is a Clebsch-Gordon
coefficient. Since the V'é transform as the com-
ponents of an irreducible tensor operator under
rotation, the expansion coefficients A§ transform
as

" AK(t-t,;b,0,,0)
=R %Y @)™ Akt -t,;0,0,,0), (15)

where the & %), are matrix elements of the irre-
ducible representation of order (K) of the rotation
group and © =0 is some arbitrary collision geo-
metry. The © dependence is now contained totally
in the ® %)/, enabling one to easily perform the

© integration required in Eq. (11b) (see below).

In anticipation of the time integrals also required
in Eq. (11b), I define the quantities

A, (b,0,,0;4) = /b)f © AM (1,,0,,0)

xe-‘A(‘r'&t )dT (163.)

and

ttr-s ,
W AKG y ©;)= (v, /b) [ oAk b,0,,0)
c "t

Xe-iA(-Htc ) dT (16b)

which are also related via Eq. (14b) Equation (15)
remains valid for *' AX(b,v,,©;4).

It remains to specify the atom-field interaction

Er*é .. The field amplitude may be written
gc =€6c’ l€|=1 (17)

where € is a complex polarization vector. One
then finds

fir 8, = (-1 (k) Pe_ 8, , (18)

where

€, =—(e,+i€,)/V2,
€., =(e, —t€,)/V2 , (19)

€ =€

and

P ==k +i(k ), 1 /Y2,
(20)

(‘-’-1‘)(1) [(U'T) _1'(“'1’) Ve ’ (“'T)(l) (TFYP

The quantities (1 ,)¢’ are the components of an
irreducible tensor operator of rank 1.

Since all the operators appearing in Eq. (6) have
now been expressed in terms of the components of
irreducible tensor operators, the matrix elements
appearing in Eq. (6) are easily calculated using the
Wigner-Eckart theorem® (see Appendix A). The
resulting expressions for ( F| 7'(IF,t)|I) and
(F)|TUF,t)|I,)* are then inserted into Eq. (11b)
and the integration over © is performed using the
fact that®

(8r3)7! f do®E (e)(aga,(e))*
= (2K +1)7 6,x0qg0ergr (21)

to arrive at a value for R} 1 (b, v,,R,,t,) [Eq.
(11b)] and Prr, (t250,0, ,ﬁc t,) [Eq. (lla)] The
final expressmns are rather lengthy and are given
in Appendix A along with the details of the calcu-
lation.

Experimentally, one often observes the final-
state properties of only one of the atoms. Imag-
ine, for example, that one monitors the final -
state coherence of atom A’. Mathematically, this
coherence is described by the reduced density
matrix obtained by tracing p FF, OVEr the final-
state variables of atom A. Explicitly, these re-
duced density-matrix elements p ,n,: are given by
setting F=ff', F,=ff, and summing over f, i.e.,

pf’f'(tc’bvy’Rc t) pff'-!fi(tc’ ’ 7’R°’tc)'
(22)
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A calculation of these reduced matrix elements,
those of atom A, and the connection between the
two is also given in Appendix A.

The coherence properties of a system are con-
veniently expressed in terms of the irreducible
tensor components of the density 'matrix. The
transformation between matrix elements is given
by

dg J,; K
F1ipt & = (= 1)78 ™y
m,, -m,.i Q

X(flJf:mf,|p’lf'Jf;m,i>, (233.)
along with the inverse transform
(f'dpmu|p’ lf,inmfi)

Iy Jy K

=(=1)%"s !'fip’% , (23b)

my - m,i Q

where it has been assumed that a state |a) may

be labeled by |ad ,m ) and that states within a
given group of levels differ only in their J and

m; quantum numbers.” The p§ are matrix ele-
ments of the density matrix expandedinanirreduc-
ible tensor basis. When expressed in this fashion,
one can see directly if there is any final -state
coherence. The quantity pJ is given by

"hp's = (20 + 1)—1/2<fl']f' me|p'|f' I mf'>6-rf: Tyr
1

(24)

and is proportional to the total final-state popula-
tion. Any nonzero value of p & for K >0 indicates
that final -state coherence exists, since a totally
unpolarized final state leads to p‘f =0 for K+0.

In Appendix A, general expressions for p;,,i
and o'§ are obtained, assuming an arbitrary in-
itial state. These expressions are evaluated in
detail in Appendix B for the case of an unpolarized
initial state. In the following section, certain
limiting cases of these calculations are discussed.

IV. RESULTS FOR A SPECIFIC MODEL

In order to illustrate the physical principles in-
volved in the RAIC process, I consider a limiting
case of the general results presented in Append-
ices A and B. The following model is adopted: (1)
Each group of levels a can be represented by a
single angular momentum quantum number J
(valid for fine-structure splittings > 7). (2) The
initial state is unpolarized. (3) Owing to a nearly
satisfied resonance condition, only one group of

levels enters in the summation over intermediate
virtual states. In this limit, the reduced density
matrix for atom A’ is calculated. Since the final
state of atom A’ is characterized by a single J
value Jys =J,;, the calculation of ' ’p ¥ is es-
sentially one in which the Zeeman coherences of
level f/ are determined.

In order for condition (3) to be satisfied one of
the virtual levels shown in Fig. 3 must be nearly
coincident with a real atomic level. This condi-
tion can be achieved with any of the level schemes
shown in Fig. 4. For example, if the level
scheme is as shown in Fig. 4(a), then the domi-
nant contribution to the final -state amplitude
comes from the diagram of Fig. 2(a) with the sum
over intermediate states e restricted to the single
group of states e=7; contributions from states
e#7 as well as from the other diagrams of Figs.
2(b)-2(d) are relatively unimportant in this case
in comparison with this nearly resonant contri-
bution. Similarly, if the level scheme is as
shown in Figs. 4(b)-4(d), the dominant contribu-
tion comes from the diagrams of Figs. 2(b)-2(d)
with the summation over intermediate states re-
stricted toe=7 or 7’.

i

(a)

f
Y
) *
L L.

(c)

(d) L L~
L +

A A

FIG. 4. Four different cases of energy-level schemes
that lead to a single term dominating the sum over inter-
mediate virtual states. Each level corresponds to a
group of nearly degenerate levels.
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The frequency mismatches associated with Figs.
4(a)-4(d) are

A, =W+ Wy =W, , (25a)
Ay =W+ Wy =W, , (25b)
A=W, + Wy —wg , (25¢)
Ag=w;+Wy —wg , (25d)

J

’

""P'g (t:;b;vrr'ﬁcstc)a =(b8c/ﬁv,)2N;“"Ag,

respectively. Although these frequencies are
small in comparison with those associated with
other virtual states, they still are assumed to
satisfy | A,| 7, >1 (@ =a - d) to ensyre that states
7 or 7’ still act as virtual states in the RAIC pro-
cess. Experimentally, one often seeks level
schemes similar to those shown in Fig. 4 in order
to enhance excitation probabilities.

For the level scheme of Fig. 4(a), the final-state
reduced density matrix for atom A’ is obtained
from Eqs. (B3), (B4), and (25a) as

(b,v,,0;a)[* A% (b,v,,0;A)] *

XquAzz(— I)Jf' fgr =dg =T}, +K' +p! ok"l<,f““(l)",r>|z(r " T® “ i)

X TO | i) * (N T e )T e | )*

E p K
X
Jr Jr Ji

where N, is the number of initial states,

Q 1 1 K
PKQ = (— 1) s 6’;6,, N (27a)
F R Qa Q

(Il *+*ll) is a reduced matrix element, {--} is
a 6-J symbol, and

Q]"—"l, Q-1=_1, Qo=0 (27b)

as defined in Eq. (A17).

Equation (26) has a simple interpretation in
terms of Fig. 4(a). The collision excites the
atoms from state ¢ ¢’ to virtual state 7f’; this

k p K

b k K

11K
JrJrJf
B p' K

’ (26)
dp dp dy

[

process is represented by the product of.the
" 'AKL[#'AK' ] * factor and the reduced matrix
elements of the collision operators T*, T*, TV,
T'*". The field then acts on atom 1 to excite the
system from state 7f’ to state ff’; this
process is represented by the factor
Pyol (i@ ]i7)|?, with Pyq containing the polari-
zation properties of the field. The 6-J and
Clebsch-Gordon coefficients which appear are
geometrical factors which arise when the various
J levels are coupled by either the collisional in-
teraction or the field.

For the level scheme shown in Fig. 4(b), the
result is given by Eqs. (B3), (B6), and (25b) as

P oKt b, v, R, 8,), =Gk, k!, p, p', K, K?, Q; 8)A;% (<1)K*77*r[ (24, +1)(2k +1)(2k’ +1)]5,,5,.,.

X | Gl 'y 177y Izkf” W 114 lzl @l T ®) | i’ lz

L)1 1 K ’ @8)
J, J, d,,
where
Gk, k', p,p", K, K", Q; A) = (b8 /7w, )’N' ™ AL, (b, v,, 0; A) [ AL (b, v,, 0; A)]* Py (29)

This result is interpreted in terms of Fig. 4(b) as a collisional excitation from ii’ to fr’ followed by a field

exciation of atom A’ to the final state ff’.

For the level scheme of Fig. 4(c), one obtains from Eqs. (B3), (B11), and (25¢c),
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rr p”é (t;; b’ vr’-ﬁﬂ tc)c=a(k) k”P’p'Q K, K', Q; A)A:,z(—l)-'r‘ ST =T prakaR apap’ 20 =T pe K’

X @ s U PFNT® N YFUTD Ny K 1T %0 |47y

X<f’ "T/(P') "1,')*

1 1 K|\ p K

E p K|\ p K (30)

J, 3, JNY,. I, I\ o R K\, J, J,

In terms of Fig. 4(c), one interprets this result as afield excitation from ii’ to 7i’ followed by a collisional

excitation to ff’.

Finally, for the level scheme of Fig. 4(d), one finds from Eqs. (B3), (B13), and (25d)

el p,g (t;; b,v,, 'ﬁc’ tc)¢=ﬁ(k. k', p,p", K,K', Q; A)A;z(_l).r,ua.r,.u,,’ k:[ (2k+1)(2k’+1)]"

X 84y By e |7 N O Mary [2[CFUT® oY [P NT A N9y |2

fo, J. K(}1 1

J, J, k\|J,. J,. d,

In terms of Fig. 4(d), this result corresponds to
a field excitation from ii’ to i7’ followed by a col-
lisional excitation to state ff’.

Equations (26)-(31) characterize the final-state
coherence of atom A’ for the level schemes of
Fig. 4. This coherence can be monitored by mea-
suring the polarization of the fluorescence emitted
by atom A’ from state 1’ (see See. V).

A. Dipole-dipole interaction

As a somewhat more specific example, I now
consider the case where the collisional inter-
action is of a dipole-dipole nature. For such an
interaction, k=k’=p=p'=1, T=pu, and T’ = p’.
The corresponding “*A%(b, v,, 0; A) are calculated
in Appendix C, assuming straight-line collision
trajectories.

The results for the dipole-dipole limit are con-
veniently expressed in terms of the Rabi fre-

1

(31)
-
quencies
Xss=3(all p® B8, /7, (32a)
X =3’ lwp )8 /1, (32b)
and a characteristic length b3,* defined by
b&E =|2(all p ™ NI BYar | w™ II1B7)/Fw, |*/2.
(33)

The quantity b3, is a radius that typically appears
in theories of resonance broadening (“Weisskopf
radius” for resonant broadening) and usually has

a value in the 10 to 40 A range. Moreover, it is
useful to define the dimensionless quantity

D (Ab/v)=0%) |"AK(b,v,,0; A)|2. (34)
Q

For the level scheme of Fig. 4(a), the dipole-
dipole limit of Eq. (26) is

1 g (8255, 0,, Ry )= Ni=1)" |X5,/4, |*(0]," /0)'Dy. (80 /v,)

cep, 4t 1K

where

@o=dy=dp =d,=d,. .

1 1 Kf\1 1 Kf\1t 1 K

For the level scheme of Fig. 4(b), the dipole-dipole limit of Eq. (28) is
77 oK (b, v, Ryt ), =N (=1)% [x5,. /A, |205F /b)*[9@d,. +1)]™

X D, (88/0,)(=1)Pq) *

g, J

, , (35a)
g, J, I\, 7, J\|IL 1 &\, I, I,
(35b)
K( (36a)
J,

r
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where

Py =Jf’ +J'r' :

For the level scheme of Fig. 4(c), the dipole-dipole limit of Eq. (30) is
P (15D, vy, Ry 1), =N 1) X5 /8, 2044 /6Dy (8b/,)

xc1rp )t 1K)

g, 7, I\, I

where

@o==d,=dy =dp =20, =

For the level scheme of Fig. 4(d), the dipole-dipole limit of Eq. (31) is

rr Pg(t: 50,0, —ﬁc’ t)g=§ Ni'(=1)% ,X:'l’/Aalz(b;;r'/b)sz' (4b/v,)

J. Jp K)(1 1

where

@y=d, +2J,. +Jp +1.

(36Db)

1 K11 K 11K’ (372)
11K\, J, J;

(3o)

’ (383)

(38b)

Equations (35)~(38) characterize the final-state coherence of atom A’ for collisions having impact pa-
rameters b>b,, assuming a dipole-dipole collisional interaction.

V. CROSS SECTIONS AND FINAL-STATE COHERENCES
FOR A DIPOLE-DIPOLE COLLISIONAL INTERACTION

This section is divided into two parts. In the
first part, the RAIC cross sections are calculated
for the limiting cases represented in Fig. 4 and
discussed in the previous section. In the second
part, the polarization of the fluorescence emitted
from state f’ of atom A’ is evaluated.

A. Cross sections

The RAIC cross section is a function of £,
reflecting the fact that a collision can occur at
any time during the on time of the radiation pulse.
However, one can define an average cross section
per pulse for RAIC excitation of ©'/1 p’5(v,) in
atom A’ as

f’f’qux(v A)
Q \Yrs
_2n [ bdb [ dt, [ dR, sy b, v, Rt
(T*-T7) [ dR,

’

(39)

where T°(T*) represent times just before (after)
the radiation pulse and the R, integration is over
the atom-field interaction volume. In order to
evaluate Eq. (39), an integration over all impact
parameters is required. However, the calculation
of 7'/ pt¥(t3; b,v,, R,, t,) presented in Sec. IV is
valid only for b>b,, where b, is the impact pa-

I

rameter at which the collisional level-shifting
operator 50 becomes important (see discussion of
Sec. II). Thus, some type of cutoff procedure is
needed to account for collisions with b <b,.

In this paper, the region b<b, is treated in an
extremely simplified fashion; basically, the con-
tribution from b <b, is ignored. This overly sim-
plified procedure is, nevertheless, somewhat
justified. The parameter b, is essentially the
Weisskopf radius associated with the level-shifting
operator, i.e., that radius at which

1 (o=
Y= f 5, (bo, 1)t =1, (40)

where S, represents the expectation value of S,
in the final-state manifold (typically, 5<b,<15 A).
For b <b, the operator §c strongly couples all final-
state magnetic sublevels; it is therefore reasonable
to assume that final-state coherences cannot be
created for collisions with b <b,. Consequently,
the b integral for 0’5 (K >0) can be evaluated from
b, to ©. Moreover, collisions with b <b, can be
estimated to contribute less than 20% to the RAIC
excitation of final-state populations.® Thus, the
b integral for ¢’ can also be cut off for b<b,,
although the RAIC cross section evaluated in this
manner underestimates by 10 to 20% the cor-
responding cross section calculated without using
a cutoff.

In summary, the cutoff procedure adopted is
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one in which the lower limit of the b integral in
Eq. (39) is replaced by b,. This procedure under-
estimates ¢’ by 10 to 20% and provides a good
approximation for ¢’§ (K>0). The perturbation
theory results are valid if *'* p§(t;, bo, v,, R, t)

«1 (i.e., the final-state population is much less
than unity). From Egs. (32)-(38), and (C14), one
can derive the validity condition

|X*/Ag |2br/bo) << 1, (41)

where x° is a Rabi frequency defined by Eq. (32),
)

by is one of the characteristic resonant Weisskopf
radii defined by Eq. (33), and A, is a frequency
mismatch defined by Eq. (25). Since b,/b,< 4

and |4, |>10'2 sec™, Eq. (41) is easily satisfied
for a large range of field strengths.

The RAIC excitation cross sections may now be
easily obtained for the limiting cases of Fig. 4.
For the case of central tuning, the RAIC cross
section in the dipole-dipole limit for the level
scheme corresponding to Fig. 4(a) may be obtained
from Egs. (39), (35a), and (C14) as

f"'caﬂv,,0).=sw,*(-n%«|y:,1=>/A:><b:;"/bo>’<-1’°’€"’[1 1 K]
Q; -Q, @

1 1 k|\1 1 k)\1 1K 1 k| ..
X ®f;)3, (42)
Jr Jr Jf Jr Jr J‘ 112 Jf' Jf' J{’
where
<|X§B|2>= l)(fxalz<g§)/gi (43)
and
1 - ™ — 2 -
8=z [aR, [ at,|8,@,,1)|2/ [ aR,. (49)
- -
- Similarly, for the level scheme of Fig. 4(b), from Eqs. (39), (36a), and (C14) one may obtain
0% (v,,0),=81N; (=1)°2[9(2J,. + 1) (| x5, |2) /D) (0], /b,)?
X (=1)% efe, [1 ! ’1(-1)'r R AR (45)
Q -9 Q Jpo Jp Iy
where
(Ivagr 1%y = |xXale [2€82) /8. (46)

For the level scheme of Fig. 4(c), the RAIC cross section calculated from Egs. (39), (37a), and (C14) is
,'f'cqu(vr’ O)c= sﬂN;l(_l)wc « |X5; |2)/A';’)(bf¢"" /bo)a(_l)o, efe,,

1 1 k|\1 1 K 11 k(\1 1
X
Q -Q, Q, I, I\ [y I J\N(1 1 2\(J, J, J,

1 1 K "
5. @7

Finally, for the level scheme of Fig. 4(d), one may use Egs. (39), (38a), and (C14) to obtain
'ty g(vr, o)d

rye 1 1 KI\J, Jg 1 1 .
= 8 TN A1) a s [/ 8 00 /ba«-l)%e?e:[ ] ro Koy, (@)
Q, -@, @), 4. W\ |4, 4, 4,

L

ies ¢, (j=1,0, -1) specify the polarization of the
external field. As defined by Egs. (33) and (40),

the characteristic radii 5%#’ and b, are functions

Equations (42), (45), (47), and (48) give the
RAIC excitation cross sections for level schemes
corresponding to Fig. 4 in the limit of a dipole-

dipole collisional interaction. It should be recalled
that these are the RAIC cross sections for excita-
tion from an unpolarized initial state; the quantit-

of v,; b%? is proportional to v;}/2 and b, is pro-
portional to v}/ ™1 for a level-shifting operator
which varies as R™" (n>3).
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The physical significance of the various RAIC
cross sections is discussed in Sec. VI. It may be
noted at this point, however, that the RAIC cross
sections vary as

0I=|‘I’«|Xc|2>/Ai)(bR/bo)zb§z ’ (49)

where ¥ is a constant of order unity. Combining
Eqgs. (41) and (49), one finds that, if the pertur-
bation theory is valid, then

o' <b2. (50)

Since b,~10 A, the maximum RAIC cross sections
obtainable with fields satisfying the perturbation-
theory requirement (41) are of the order of 100
A%, For larger field strengths, where Eq. (41)
no longer holds, a strong-field (nonperturbative)
theory is needed.

Corresponding results for noncentral tuning
(a#0) may be obtained from Egs. (39), (35)-(38),
and (C13).

B. Fluorescence

The final-state coherence of atom A’ is conven-
iently monitored by measuring the polarization or
quantum beats in the fluorescence emitted from
state f/. In this paper, the polarization of the
fluorescence is calculated assuming that the ex-
ternal field participating in the RAIC excitation
is linearly polarized in the z direction,

€.70, =1, (51)

and propagates in the y direction.

The fluorescence signal emitted from state f
to some lower state g’ (characterized by an angu-
lar momentum quantum number J,,) in atom A’ is
given by®

[1 1 K
S°°(-1)°"€}'€..(-1)K[ ]
Qn —Qi Q

1 1 K
x { } (”"p"f(v,)) , (52)
Ipe dpe I

where the €, ({=-1,0,1) specify the polarization
of the fluorescence according to Eq. (19) (replac-
ing the external-field polarization vector € by the
vacuum-field polarization vector €) and ¢'/'p'J)

is the average value of the reduced density-matrix
element /¥ p'X of atom A’, Adopting a simple mo-
del, I assume that the lifetimes of the various
#pik , once created by RAIC, are determined only
by the natural decay rate y,, of level /' (i.e., the
natural decay rate is much greater than the col-
lision rate and the frequency separation of the fin-
al states). In that limit

(""p’o"(v r)) = mAv,f'f'U’QK(‘U,)
X [NT* = T7)/ 7], (53)

where 3 , is the A-atom density and N, is the num-
ber of pulses per second, each of duration
(T*-T"). Thus, from Egs. (52) and (53), one finds

Soc(-l)QnE’{E,,(—l)”[l 1 K]
Qn —Qi Q

1 1 K
x PreKy ). (54)
{J,, Jp J, o

For an external field polarized according to (51),
it is convenient to measure the fluorescence also
propagating in the y direction and polarized in
either the x or z direction (Fig. 5). That is, one
measures a signal S, characterized by

- - = - - -1 _
€=1, €,=€,=0; Q-6 =75, €=0, (55a)
a signal S, characterized by

€,=€,=0, €,=1; €,=0, =1, (55b)
and forms the ratio

P=(S,-S,)/(5,+S,). (56)

Before explicitly calculating this ratio, it'is
useful to note that the general expression for
p'¥ and, consequently, for o' is proportional

to
Pxo=€7‘s("1)°‘[1 ! K]
Qj -Q, Q

so that, for the excitation scheme of Eq. (51) with
the @, defined by Eq. (27b), one has
Pro=—(1/V3) 840 +(2/V6)5 6 - (57

Thus only ¢’J and o’Z enter the summation in Eq.
(54). Using this fact and Eqs. (54)-(56), one can
derive a polarization ratio

¥
¥
o
Sy
1 I >
¥ L Pz
S«

FIG. 5. Excitation-detection scheme. The external
field is linearly polarized in the z direction and is inci-
dent in the y direction. The fluorescence from the f’

— g’ transition of atom A’, propagating in the y direction
and polarized in either the x direction (S,) or 2z direction
(Sg)» is monitored.
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P(a)=3(2/8 e {1 i R L (58)
d 1/ 2 .
3(2J;+1) Jp dp J) o, A)

Within the confines of the adopted model, the ratio P depends only on relative RAIC cross sections and not
on gbsolute cross sections. Consequently, it is a useful parameter in comparing theory with experiment.

The ratio P is now calculated for the level schemes of Fig. 4. For the level scheme of Fig. 4(a), it fol-
lows from Egs. (58), (42), and (51) that, for central tuning, A=0,

1) T g T =yt -1
P,(0)=3 1 120(21)1f 1 ; : 11z (1 1 2) ) (59)
9(2J,,+1)(2J,+1){ {' }{ }{ }
Ipo Jp J, y I, JY U, I, J) WUy dp Jy
For the specific case,
Jp=d=d=d,=0; J,=J,=1; P(0)=%, (60)

while, for higher J values, P (0) is smaller. For the level scheme of Fig. 4(b), one may derive from Egs.
(58), (45), and (51),

ZL—I)J'"JI' -1

+1) . (61)
s, +nft ! 2{1 1 2}
Jpo dp dGJ\Jp Iy J

.

P,0)=3

Some specific cases are

Jp=d,.=1, Ju=2, P,(0)=%, (62a)

Jp =d, =0, Js=1, P,(0)=1. (62b)
For the level scheme of Fig. 4(c), it follows from Egs. (58), (47), and (51) that

P.=P,. (63)

This result is unique to the dipole-dipole interaction. For the level scheme of Fig. 4(d), one may derive
from Eqgs. (58), (48), and (51) that

1) gt o -1
o= a(u,.u)(z.rﬁn{‘ 5 1)2'}{3& Ty 2}{1 I 2} ) ©4
Jp dp Ty Jp 1)U,y Jy
Some specific cases are
=0, J,.=J,.=1, J,=2, P,(0)=%, (65a)
Jp=dpn=1, J,=J,=0, P,0)=0. (65b)

The physical significance of these results is discussed in the following section.

VI. DISCUSSION . section measurements are not very useful in dis-
tinguishing between various collisional interac-

A RAIC is one of the most basic forms of photo- tions since accurate theoretical expressions are
chemistry. It is, therefore, of fundamental inter- not available for comparison with experiment (i.e.,
est to understand the collisional interactions tak- there do not exist theoretical calculations in which
ing part in these reactions. The nature of the col- matrix elements are accurately calculated along
lisional interaction is reflected in (1) the total with a proper treatment of small-impact-para-
RAIC cross sections, (2) the dependence of RAIC meter collisions). The dependence of RAIC total
cross sections on detuning A, and (3) the final- cross sections on A does provide a signature for

state coherences produced by RAIC. Total cross- the collisional interaction, provided one uses de-
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tunings outside the impact core of the line |A|7,
>1. A limited number of experiments of this type
have been performed,!’ but no definite conclusionon
the interaction potential was reached. It should be
noted that, for |A|7,>1, the RAIC excitation cross
sections are relatively small. The study of final-
state coherences produced by RAIC offers an ad-
ditional method for probing the collisional interac-
tion. In many cases (see below), measurements
of RAIC-induced final-state coherences at central
tuning A=0 (where signal is the largest) are suf-
ficient to provide information concerning the col-
lisional interaction.

Perhaps the most important aspect connected
with the study of RAIC-induced coherences is the
additional insight one can gain into the RAIC pro-
cess. The calculation of final-state coherences
introduces features into the problem that need not
be considered when one calculates fofal RAIC cross
sections. A particularly interesting feature can
be already seen in the calculation presented in this
paper, valid in the impact core of the RAIC profile
and in the perturbation-theory limit. The collis-
ional interaction can be viewed as the interaction
of two unpolarized multipolar fields with atoms A
and A’; the fields are incident from all directions
and lead to the simultaneous (virtual) excitation of
atoms A and A’. Although the fields are unpolar-
ized, they are, in general, correlated to one an-
other by the coupling coefficients of the collisional
interaction [see the discussion of Fig. 4(a) below].

The unpolarized nature of the fields arises from
the average over all possible collision orientations.
This result may be seen mathematically in Eqs.
(A20) and (B2). In Eq. (A20), starting from initial
density matrix elements p’g , one excites final-
state density-matrix elements p¥ with |K -K’|
<2. This type of selection rule is precisely that
produced by the external field acting alone. In
other words, the averaged collisional interaction
does not modify the selection rule determined by
the external field alone—an average collision acts
as a scalar, i.e., as an unpolarized field. Simil-
arly, in Eq. (B2), one sees that, starting from an
unpolarized initial state, one excites reduced den-
sity-matrix elements p’g with K< 2; the selection
rule is that associated with the external field only.
In contrast to these results, one finds that, for a
collision with a specific orientation, one could ex-
cite density-matrix elements p& from initial den-
sity-matrix elements p& such that |[K-K'|>2. It
is only the averaged collisional interaction that
acts as a scalar.

Thus the total RAIC reaction can be viewed as
two unpolarized (but correlated) multipolar fields
plus the external radiation field acting on atoms
A.and A’ to produce the i’ - ff’ transition. To

simulate the collisional interaction, the unpo-
larized fields are taken to act simultaneously on
atoms A andA’; one field acts only on atom A while
the other acts only on atom A’ (in analogy with the
fact that the collision operators act on either atom
A or A’, but not both). The external field acts on
either atom A or A’. Using this model it is rela-
tively easy to give a physical interpretation to the
results obtained in Secs. IV and V for the level
schemes of Fig. 4.

Figure 4(b). For the level scheme of Fig. 4(b),
the collision first acts to produce the virtual state
| fr'). If the collision is now replaced by two un-
polarized multipolar fields incident from all direc-
tions, the coherence properties of this intermed-
iate state are immediately determined. Since the
initial state was unpolarized and the average col-
lision operator now acts as a scalar, the inter-
mediate state must also be unpolarized. Thus,
when the external field completes the RAIC reac-
tion by acting on atom A’, the coherence proper-
ties of the final state f of atom A’ are the same
as those produced by a radiation field exciting the
¥’ —f' transition in atom A’ for an initially unpo-
larized state »’. The factor

1 1 K\1 1 K
e*e (-1)9%
Q; Qs QI Iy Iy

appearing in Eq. (45) for the excitation cross sec-
tion is precisely that associated with the one-pho-
ton 7’ -~ s’ transition, assuming state »’ to be un-
polarized.

The collisional interaction affects the magnitude
of the RAIC cross sections through a multiplicative
factor. Consequently, the polarization ratio P,(0)
discussed in Sec. VB is independent of the col-
lisional interaction; it depends only on the values
J,.,d4.,J,. reflecting the field excitation from »’
—~f' followed by spontaneous emissioh from f” to
g'. Thus, the level scheme [Fig. 4(b)] is not par-
ticularly well suited for probing the collisional
interaction via polarization studies at line center;
RAIC cross sections as a function of frequency are
needed.

Figure 4(d@). For the level scheme of Fig. 4(d),
the field produces a polarized virtual state |ir’)
and the two unpolarized fields (collision) complete
the transition to state ] #f"). The final-state coher-
ence of atom A’ can then be thought to be produced
by the external field acting on the ¢’ -7’ transition
and an unpolarized multipolar field incident from
all directions acting on the transition v’ —f’. The

- transition amplitude for the 7/ —f’ transition de-

pends on the multipolarity of the collision interac-
tion; this dependence is given by the weighting fac-
tor
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J,l Jfl K
g, J,. k'

appearing in Eq. (48). Since this weighting factor
couples K and &', the final-state coherence and the
polarization ratio P, can be used to distinguish
different collisional interactions.

For the dipole-dipole interaction, 2’ =1, and the
collision interaction on atom A’ can be replaced
by an unpolarized electric field incident from all
directions producing the 7’ - f’ transition. Thus
the coherence properties of state f/ of atom A’
are the same as those produced by two-photon
excitation of atom A’, the first photon provided
by the external field producing the transition ¢’
-7’ and the second by an unpolarized electric
field incident from all directions producing the
transition #/ —f’. The polarization ratio P,(0) for
the excitation-detection scheme of Fig. 5 is then
easily calculated to be the simple function of
J;0yd 0y dp,J . given by Eq. (64).

Figuve 4(a). For the level scheme of Fig. 4(a),
the two unpolarized multipolar fields incident
from all directions first excite the virtual state
|7f') and the external field acts on atom A to com-
plete the transition to state | ff’). One might think
that the final state f’ of atom A’ would be unpolar-
ized since it was produced by an unpolarized field
incident from all directions. However, this con-
clusion need not be true owing to correlation ef-
fects between the unpolarized fields. This effect
is best illustrated by the case of J,=J,=0, 4 =1,
and an external field polarized linearly in the z
direction. In order for the overall Am =0 selec-
tion rule to be satisfied, only that part of the un-
polarized field producing a Am =0 transition is
utilized. Thus, only a pagrt of the unpolarized field
acting on atom A is used. Owing to the coupling
coefficients A in the collisional interaction, this
result implies that, correspondingly, only a part
of the unpolarized multipolar field acting on atom
A’ contributes in the i’ - f’ excitation. This result,
in turn, implies that state f’ can be polarized.

For the conditions of Eq. (60), a polarization ratio
P,(0)=% was found. Since the polarization ratio
for case Fig. 4(a) is a function of the multipolarity
of the collisional interaction, it can be used to pro-
vide an indication of the collisional processes par-
ticipating in RAIC.

Figure 4(c). The analysis of the level scheme of
Fig. 4(c) is similar to that for Fig. 4(a), except
that the field acts on atom A’ rather than on atom
A. For the dipole-dipole interaction, in which the
external field and the collisional operators have
the same multipolarity (& =%’=p=p’=1), the RAIC
cross sections for cases Figs. 4(a) and 4(d) are

proportional to one another; for other collisional
interactions, this proportionality is lost.

In order to have a more complete picture of the
final-state coherences produced by RAIC, it is
desirable to extend the theory to include the cases
of large detuning (| A|7,>1) and large field
strengths (nonperturbative solution). Such exten-
sions may pose some interesting problems in the
average over collision orientations, since the col-
lision interaction no longer enters linearly in the
final-state amplitude. Owing to this nonlinearity,
the analog between an average collision and an un-
polarized field may no longer be useful.

In summary, I have presented a calculation of
the final-state coherences produced by RAIC in the
weak-field limit that is valid in the impact core
of the RAIC excitation profile. The resulting final-
state coherences can be monitored by standard
techniques (polarization of fluorescence, quantum
beats) and may provide information on the collis-
ional interactions occurring in the RAIC reaction.
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APPENDIX A

Appendix A is divided into three parts. In part
A, some notation is introduced and the relation-
ship between the direct product and irreducible-
tensor subspaces is established. In part B, the
relationship between the two-particle and single-
particle (reduced) density-matrix elements is
given. Finally, in part C, the final-state density-
matrix for RAIC is calculated.

A. Relationship between bases

A state of the composite AA’ system is repre-
sented by a capital letter, e.g.,

| BY=1ff=IDNf) =l fdgme) [ dpomygn)!
(A1)

where it has been assumed that the angular mo-
mentum of a level can be represented by aJ quan-
tum number. The angular momenta appearing in
the direct product basis (A1) can be coupled in the
standard fashion,
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|F)=|ff'dydpdpme)

J; Jp Jp
]'fJ;mﬂLf’mef')" 2
£ m,: mpg

where the bar indicates this coupled basis. As in
the main text, I use a summation convention in
which all repeated indices (not including their ap-
pearance in phase factors or frequency denomina-
tors) are summed over.?

Matrix elements of the density-matrix operator
in the barred basis are related to those in an ir-
reducible tensor basis, FF1p§, via the transfor-
mations

Jg J;l K7 __
p55=(Flp| F,)=(-1)F,~"F, FFypf |
mg —mz @

(A3a)

rzlao'(F"Fu I, 71) =(- l)li-ml_l (=1)F1~mF
f

[:
X
F

My

along with the corresponding inverse transformation.

PAUL R.

mzllm,,
Iz, K][Ji Iy J;J [J,1
-mz, QJlm m, mp]|m,

I
X rFFi (my,mye, My s Mgl Mye, Mye My s mli)
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Jil K]
‘_mil Q

x( FJ;m;lpl FlJpl m,—,l) ,

— JF
FFiok = (= 1)7Fy "5,
my

(A3Db)

where the total J and m ; values of the barred
basis are explicitly written in the right-hand side
of Eq. (A3b).

The time rate of change of density-matrix ele-
ments produced by RAIC can be expressed as*

F;Frl = I‘{r’;r’1 Prr (Ada)
or
FRpk =T5Q" (F,F,,I,T) ™k, | (A4b)

The relationship between the I'’s may be obtained
from Eqs. (A1)-(A4) as

m,i m;l

Iy J,—l:l l:J,- Jr, K]
my; my || my -my, Q'

b}

(A5)

B. Reduced density-matrix elements

The reduced density-matrix elements for atom A’ are defined by

Pieg =(ff Pl FFD) .

(A6)

In terms of the matrix elements of irreducible-tensor operators defined by Eq. (23a), one can use Eqs.
(A1)-(A3) and some elementary properties of the Clebsch-Gordon coefficient to derive

J5 Jf K

I11p = () TF K205+ 1)(205F + 1))/ . d
‘1

1

J; FRApS (ff'dpdp I5; ff4 Irdsydz,) - (A7)
1

Equation (A7), in which the { } represents-a 6-J symbol, .enables one to calculate the reduced density-
matrix elements of atom A’ from the two-particle density-matrix elements. Similarly, reduced matrix

elements of atom A are given by
P;;f(ff'lplflf')
and

574 1p5= (- 1)% IRt Iy =K [(ZJ?+1)(ZJF,+ 1)]1/2

JF J;l K
Jfl

(A8)

g, 3 TGS g IR A g T dE) . (A9)
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C. Calculation of 15X

Starting from Eq. (10), I now derive an expression for ”‘pﬁ(t:; b,v, ,-ﬁc ,t.). Equation (10) may be
written

ap(t})=(F|T|1)a (t]), (A10a)
where
(FIT|1y=@m [ CFIFar, 0l D) e*ar (A10)
‘c

Equation (A10a) could equally well be given in the coupled (barred) basis as
az(t3)=(FIT |T)ar(t) , (A11)
so that the final -state density matrix is
P57, (t23:0,0,,0,R,, ) =(FIF| T(FITIT Y*orr, 7)) (A12)
The matrix elements of T are expanded as
- J¥ Jr G|
(FIT|T)=(-1)'T “’_[m; —my g] T (A13)

Equation (A3a) is used, and some identities involving the angular momentum coupling coefficients are em-
ployed to transform equation (A12) into

FRipE(t; b, v,, R,,t,)= (= 1) F*0"+2T +& (L1)"+9" [(26+1)(26' + 1)(2K +1)(2K’ +1)]*/2

K K' X G G X |\FF, K — .,
% Q@ -¢' m,||lg -g' m 521'}§ H(F’er’rv G,G',g‘,g')”’-pg:(t:),

(A14)

where
B(F,F,1,1,,6,6',5,8") =@ [ do FTT¢FFaie) ) (A15)

and the quantity in large curly brackets is a 9-J symbol. The quantities ¥/ 77 may be calculated by (i)
using Eqs. (A13), (A10b), (6), (13), (18); (ii) expanding all intermediate states appearing in Eq. (6) in
terms of the barred basis; and (iii) using the Wigner-Eckart theorem to evaluate matrix elements of (u 7);
and ™ 'VE. One obtains

FIFC o (m 1P F T 2B K1 (F || (u )P | EXE ™ VO T) (wg)?
k 1 ¢|(k 16

b '
; -1 2\ &R K . *

8.

+(=1)TF TSR VO EXCE| (k)P I D) (wge)™

, [k 1 ¢|\k 1 ¢
X (ik )'l(i) R AK(b,v,,0;0)) -1 8, (A16)
Ur Q@ Q& JF JE

where **'A% (b,v,,©;4) is defined by Eq. (16b), (|| +*-||) is a reduced matrix element, ¢, is defined by
Eqs. (17)—(19), and
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Q1=1, Q-1=—1, Qo=0.
Equation (A16) and its complex conjugate are now inserted into Eq. (A15), and Eqgs. (15) and (21) are

used to arrive at
HF,F,T,1, G,G',g,8')= ( ) (2K +1)tefe, AL, (b,v,,0;8) AL (b,0,,0;A)]*

K 1G||K1G
C(F9 T,G, k; kl;K)[C(Fprp Glyp,p"K)]* ’ (AIS)

*lo @ glle' e, &
where
_ 1
C(F,T,G,k k" K)=(= 17 F 2T Ex 4 (wy ) Y(F|| (n ) || EXE| | V| |T) ¢
Iz Jf I3
o)
) (A19)

+(=1)TFI*C (w g ) F || VO | EXE|| () || T
Jr Jg Jg

The quantity C is easily identified with the four diagrams of Figs. 2 and 3
Combining Eqs. (A18) and (A19) and carrying out the summations over magnetic quantum numbers, one

obtains
FFipK B(ts;b,v,,R, ) = (=1)29F*2 Gk’ J.X(_ 1)0'401.:»,(;_5;)
r
K K X
x e¥e, [(2G +1)(2G" +1)(2K +1)(2K" +1) ]
Q -Q" m,
F F, K
11 x)\_ !
11, K
G G X

1 1 X
[ ]""'Ab!‘(b v,,0;8)[* A Q(b v,,0;8)]* c ¢ &

X
Ql -Qs m,
(A20)

X C(F,T,G,k,k ,K)CF,,T,,6",p,p", )15 (t])
that the collision acts in some way as a scalar op-

It is clear from this equation that |K’ —K| <2, i.e
erator (see Sec. VI). Reduced density -matrix elements may be obtained from Eq. (A20) by use of Eqs
(A7) and (A9). Density -matrix elements in the magnetic sublevel basis are related to those in the ir-
reducible tensor basis by Eqs. (A3) and (A2) or, for reduced density-matrix elements, by Eq. (23b).
APPENDIX B
Unpolarized initial state

In Appendix B, the reduced density-matrix elements for atom A’ are calculated for an unpolarized in-
itial state. An unpolarized initial state corresponds to
(B1)

Mok (t2) = (207 + 1)/ 2 N 677 668 60 »
where N, is the total number of initial states. Using Egs. (A7), (A20), and (B1), one may obtain after a
’

i
little algebra® the reduced density-matrix elements for atom A’
'flp (t;’b v, ﬁc)t ): Z (_I)J,iuﬁx’x'.c»c:(bé' ) (ZG +1)(ZGI +1)

x [(275 +1)(275, +1)[2[N, (2K’+1)]"“A :(b,v,,0;4)
1 K] 11 K

x PP AK (b, ',O‘A)]*i’;f,(-’l)o'
Q, -9, Q|G G' K
G G' K({\Jz Jz K( _ _
1 CWF,1,G,k,k' K’
Iz, I Ji)(Jp Ji Jy
(B2)

x[C(F,,T,G",p,p",K)]*.



22 THEORY OF COHERENCES PRODUCED BY RADIATIVELY... 1865

The product of the C’s can be calculated| explicitly and the final expression simplified using identities in-
volving the angular momenta coupling coefficients.®

One obtains 16 terms corresponding to the square of the four terms contributing to the amplitude in Fig.
2. The result may be written in the form

'y g bg 2 . ’ » . 1 1 K
! flp"é(t;;b,v,,Rc,tc)=(-h—z-)-:") NP®AK (b, v,,0; A)[”A’g.(b,v,,O;A)]*g’;e,(—1)°c[Q o Q]
J T,
X ZZ 9,5k, k0,0 K,K' ,f,f1), (B3)
ayBz2a

where 9§, represents the contribution from diagram a and the complex conjugate of diagram g in Fig. 2.
Explicitly,

90 =[(‘"e +Wpe = “’1)(“’4*'“’;' _wl)]-x(_ 1)7e~Ja=Jg'+ 9577 STy op ok

x (f |[u® ]| ([ [[dyKe| | T®|[ixal [T [y || 77 | ¢F ] 7797y
11K kR p K kR p' K(\V p' K
J, J, J, Jy J, J‘ p kB K J; J,. J,.

X s (B4)

80 =[(w, +wp —wp)(w; +wge —wp) (= 1)F2Tes Tar+d g7 =Ty o

) (1P [leX il ayel | T® || || 79 || ar e[| T %2 [ AL 7797 || ard*
11 K{kp l}ka' R op 1
o dpy AW D KV, T I Y (e T Ty

X ’ (B5)
940 = (@) +@ge —w ) (Wptwg —w) (= 1)K 7e [(27,0 +1)(2k +1)(2%" +1)]7
X 80100 OnyOurye O | | WO || XA P @0* [ (F | T || X || 7747 )
1 1 K
x (@ || T7#" || ary» ) (BS6)
Iy dyp e
1
80 =[(@, +wpr =W )Wy +wye = wp) [ (= 1) 407474787 Ta oK ST ook upedod gy

(Il @ [ exal | [ [are || T® || A T [ || T [l 77 [

11K
B p' K R p K
x Jg Jd, by, (B7)
p & K\, J. J,
i J, J, k

900 =W, +wp —w )W, +wgr —wp) | (= 1)74rTursTared gt 2T pa"sTgok
x(F @] exa || @ [[ay e [T® | (TP || || 774 27)
x(FillT 7 |an
1 K 1
k 1(\% 1
X P by v (88)
r o pr 4
LS 1 R ARA] Py
030 = [0 +0y0 =) (g 0 =) (= 14T 48T K= Iy g T
><(f’l|u.’“)lIe’)(de.“)”i)*(fHT("’IIi)(f”T"’Hd)*(e’IlT'(")Hi')
Xl o ||y
1 1 KJI\kR p 1(\r p" 1{\F p' 1
X
Iy dp I 0, I\ 2 KN, J. gy

’ (B9)
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9 =[(w, +w, —w,)(w; +wge -wF)]"(—1)”1’“"/"’!"""4""

X [(2k +1)(2k' +l)]'16”5’..,(f' ” ul(l)llel><dl ”#;(1) ”i')*
1 1 k(W Jp ¥
Jf' in J ’ J . J‘I 1

x [ @l ol |7 |l @y : @10
9uc = [0, +wp0 =)@, +pr =W [H(= 1) 747740 T Rk epe g Tmi ok
el @l |27 1|7 e 70 @ || e 7o

XllKk’p’K{:pK}ka (B11)

’
I, o INWp Ip TNk K|y e T,

s“ =[((.|). + Wy _wF)(w‘+w" _wF)]-j, (_ l)l‘ﬁj‘l'f.r‘; +K+K'+p+R+R’ *"f"’z"f’

(el @ 8@ | w @i S T® N AN TPU* AN TSN TN ad

dp K Jp
k 1 k 1 1
x{ b } b Jge 1 Jdyp (B12)
! 17 !’
PR K)|[|dy I, Iy p o1

G =[ (W, + Wgr = W) (W, + Wgr = )] 72 (= 1)%4"+ 2% + 371 *A" [(2k + 1)(2k" +1)] 72

X 4 OyrprC e’ [l W i) (@' | w D) AT RN 2N T e’

, Jg Jpo K 1 1 K
X(FLlTr*aryxd Y (B13)
Jg Jg B\ |J,0 Jo Ju
and
gab(k,klyp’plyxyK,, f’,f;)—‘-(_ l)lfll.-’f'[g Ba(p,plv k’k,’ K’K" f)l_’ f’)]* . (B14)

Some of these terms may vanish owing to the selection rules appropriate to the level-coupling scheme and
interatomic potential under consideration.

APPENDIX C

Dipole-dipole interaction

In Appendix C, the quantities A*, and *'A% are evaluated, assuming a dipole-dipole collisional interac-
tion between atom A (dipole-moment operator i) and atom A’ (dipole-moment operator [i’) of the form

a=(I-F"R*-3I+RI'*R)/R°, (c1)

where R is the separation between the atoms. For a given collision geometry, R is a function of 7=¢ - te
(the collision is centered in time at t=¢.), b, v,, and ©.
Writing i and i’ in the form of Eq. (20) and defining
(R, —iR,) R_+iR
R, = —x ) s R_ =—x% ) s
t V2 V2

one may rewrite Eq. (C1) as

R,=R, , (c2)

L1} =A::l (T,b,’l)',e)‘i: (p.l):l ) (C3)
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where
Ay (1,0, 0,,0)=[R3(D4 0,10 = 0410y -1 = Og,~10¢/s) ~ 3 Ry Ryr 1/R. (c4)

Equation (C3) has exactly the same form as Eq. (12) since p} and (u'); are components of irreducible
tensors of rank 1.

The quantities of interest in evaluating RAIC cross sections are the Fourier transform of the Ay de-
fined by Eq. (16a). Using Eqs. (C2), (C4), and (16a), one finds

tt-¢
AL, (b,v,, ©;8)= (@, /b)e” f ¢ AL, (1,b,0,,0)eTdT (c5)
to-t,
where
Al(1, b,v,,0)=[AY_/(7, b, v,,0)]*=~3(R:-R% -2iR,R,)/2R° , (C6a)

Aﬂ) (t, d,v,,0)=Ag(1,b,v,,0)= "[A}-lm('r, b,v,, e)]*

=-[AlL (1, b,v,,0)]=3R, (R, -iR,)/N2 R°, (Céb)
A(r,b,v,,0)=(R*~3R2)/R°, (C6e)
Aiil(‘r ’ b’ v r e) =A1-111(T’ b’ v r e) =%A3¢1)(7, b’ vr ’ 6) . (Csd)

The corresponding equations for the “A’c‘, defined by Eq. (14b) are

ti-t
HAK (b, v,,0;A)=(, /b)e"*Ate f ¢ ‘14K (1,6, v,,0)e” 4 Tdr cn
te-te
1A%(7,b,v,,0)=0, (C8a)
uAl(7,b,v,,0)=0 (Q=1,0,-1), (C8b)
A7, b, v,,0)=[42,(7,b,v,,0)]*=-3(R.-R2 - 2i R R,)/2R° , (C8c)
uAlz.(Tv b, v, ,0)= —[uAix(T, b, U,,e)]* =6R, (R,—iR,)/RS ’ (csd)
“aY(7,b, v,,0)=3(R*-3R2)/6'/R" , (C8e)

It should be noted that the RAIC cross sections depend only on the quantity
::I'Ax' (by v, ;A) = kb 'A‘é" (by v, 76;AP"A’0‘: (b’ Vyy e;A)] *. (Cg)
The fact that A, is independent of © follows directly from Eq. (15) and the orthogonality properties of the

rotation matrices; from a physical viewpoint, this result is to be expected since the calculated cross sec-
tions cannot depend on the choice of the reference geometry ©=0.

Straight-line trajectories (C5) and (C7), one obtains
Under the assumption of straight-line collision All(b,v,,0;A)=—e tAt b3
trajectories, the various A’s are easily calcula- x[ aK (a)- a®K (a)], (C10a)

ted. Taking as a reference geometry R, =vT,
R,=0, R,=b, and letting (¢} —¢,)~+ in Egs. All(b,v,, 0;A)==V2 e~*2%b73aK (a), (C10Db)
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All(b,v,,0;A)=—2¢" Ak p™3

X [(szz(a)— aK (a)], (C10c)
uAg(b’ U,,O;A)=Aﬁ(b, U,,O;A) , (C11a)
VA0, v,,0;4)=V2 A}l (b, v,,0;4), (Cllb)

YA%(b, v,,0;8)=3A% (b, v,,0;4)/V6 , (Cllc)

where
a=Ab/v, (C12)

and K,(a) is a modified Bessel function. The
dimensionless quantity

DK(a)=b°Za:|“A5(b, v,;8)|2
is given by
Dy(a)={ 2[aK,(a) - @K () |*+ 8a*[ K, (a)]?
+6[a2K,(a) -aK (a)]?} by, .  (C13)

For central tuning, a =0, Eq. (C13) reduces
to

D (0)=85,, . (C14)
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