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We apply the analysis of paper I to degenerate atomic systems and calculate the effect of correlations between an
atom (the absorber) and perturbers in the binary-collision approximation. The result of our calculation is a
generalized absorption profile that specifies the final state of the atom after an absorption event. This profile is then
related to the total intensities of Rayleigh scattering and fluorescence (redistributed radiation) from the atom. The
profile is expressed in terms of collision operators that depend on the index of the multipole of the atom that is
created. Some of the operators represent correlations between radiative and collisional events and cannot, except in -
certain limits, be expressed in terms of the usual line-broadening operators. This, of course, implies that one needs
extra dynamical information, on top of that obtainable from ordinary absorption experiments, to be able to describe
redistribution. Conversely, redistribution offers a probe of collisional dynamics, not given by absorption
experiments, via the polarization of fluorescent light. We give practical expressions for the calculation of these

operators and discuss their implications.

I. INTRODUCTION

In the previous paper' we established a formal
equation of motion for the density matrix of an
atom in the presence of radiative and collisional
relaxation. The example we gave of these general
equations of motion was the two-level atom (each
nondegenerate). (Degeneracy was discussed ex-
plicitly only for the radiative self-energies. See
Appendix B of paper 1.) We saw [in the binary-
collision approximation (BCA)] that the correlation
effects we included in our equation of motion were
important in the region where the driving-field
incident on the atom is detuned by an amount com-
parable with 2T /%Z. When degeneracy is present
the correlations can play an important role as soon
as we go outside the impact region for the colli-
sional broadening, i.e., as soon as |Aw,| =
|wg=wz| 21/7.. (Here w, is the natural frequency
of the transition being driven by the field whose
frequency is w;, 7. is the duration of a strong col-
lision.) The reason for this is that the orientation
of atom and perturber are more strongly coupled
than their translational states, and the “separation
of time scales” assumption for the internal states
breaks down before it does for the translational
motion,

Our main result will be an absorption profile
that is generalized to allow for the effects of cor-
relations. These correlations amount physically
to the m; mixing that occurs, after an absorption
event in the middle of a strong collision, and they
should offer an excellent probe of collision dy-
namics via the polarization of the fluorescent light.

In our analysis we shall assume for simplicity
that the perturber distribution for each radiator is
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spherically symmetric. This is not an exact sym-
metry as the motion of the radiator establishes a
preferred axis for collision. For most practical
cases (and especially in the line wings) we can
ignore this complication. We shall, therefore, be
able to use irreducible tensor techniques. This
subject, in the context of density operators for
atomic systems, has been discussed in detail
elsewhere.? Our correlation collision operators
are more complex than the usual collision opera-
tors that appear in line-profile theory. They are,
however, still amenable to irreducible tensor
analysis.

In Sec. II we shall derive the equation of motion
for a two-level system (both levels degenerate) in
irreducible form, including the correlation terms.
We have already discussed the radiative self-en-
ergy operator S for this case in Appendix B of
paper I. We shall also consider the case where
the lower level of this two-level system does not
interact with perturbers as this is a case of some
practical importance. In Sec. IO we shall calculate
the steady-state response of this system to a
monochromatic driving field. We shall also dis-
cuss the implications of the correlation terms for
the intensity and polarization of the integrated
Rayleigh and fluorescence peaks in a scattering
experiment.

II. THE EQUATION OF MOTION FOR THE DENSITY
MATRIX IN IRREDUCIBLE COMPONENTS

The reason for employing an irreducible basis
for the reduced density matrix of an atomic system
is to exploit the spherical symmetry of the distri-
bution of perturbers. Ina |jymyj;m,)) basis the
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ordinary collision operator (with no corrections
from the effect of the driving field) mixes the
states. If we transform to a basis that is irredu-
cible with respect to the rotation group (in three
dimensions), e.g.,

ligaKQy= 3 |igmy mp)y(=1)1™29

myme

X [.71 j2 K ] (2K+1)l/2
my =my; -Q
(2.1)

(Ref. 2), then we find that the ordinary collision

operator (averaged over atom-perturber orienta-

tion) becomes simple in this basis. The correla-
J

tion terms cannot, of course, be reduced to diag-
onal form by such a transformation since they
couple different manifolds of the density matrix.
The angle-averaged correlation operators do,
however, reduce to a particularly convenient form
in an irreducible basis. In particular, in the one
interacting level (OIL) approximation the first-
order corrections (in the driving-field strength)
to. the collision operators are rather straightfor-
ward.

We shall now proceed to the equation of motion
and discuss each term in turn. The BCA equation
of motion for the density matrix may be written
formally in the following manner (see Sec. III of

paper I):

- - - -~ ¢ . - = = A Argl ’
3,0(t)=[Ly +S +LE(t)]o(t) + [ NTr [V U (t =t")Vpy(=)]o(¢")dt

t ¢
+ f NTr, (V,ﬁ,(t-t’)LE(t’) f t'f,(t'-t”)t'/,ﬁ,)&(t”)dt”dt’

¢ - t - e -~ ~
+N f dt' Tr, (ﬁ,l-h(t—t’)LE(t') f at"u(t’ —t")LE(¢t") f U,(t"—t")v.p,(—oo))o(t")at”’. (2.2)

Here, 171 is the single perturber-atom (radiator, absorber) interaction,

- Uy(r)=exp[(Ly +L3(1) +S + V7],

(2.3)

L$ and L7(1) are, respectively, the free-atom and single-perturber Liouville operators, and p,(—«) is the
single-perturber density matrix of the atom-perturber pair (at time ¢ = -),
The first term we consider is the simplest, i.e., L§. We find from Eq. (A5), Ref. 1,

((J1PyfzPoK Q | LY [isPsiabek ‘@) = 8(K ' ,K)8(Q,Q)8(41,52)0( G2, ) E (43) ~E(5))/ih}0(By 5 03)0(De, By) . (2.4)

We have assumed, as we did in paper I, that we do not need to consider the translational states of the
atom explicitly. The “p” labels, therefore, refer only to the perturbers. The components of the radiative-
damping operator may be established using the results of Appendix B of paper I. One finds (see Ref. 2

also)

(41 572P0 K Q|3 o uPus K Q) = [-—r“—ra(z,4>a(e ,1)8(¢,3) +5(1,3)5(e, 4)5(e , 2)] + 2T (=1)/s P ¥

(2j.+1)

X [K Je jc] 6(1g)6(2g)6(3e)6(4e)5(51 _53)5(52 —54)] 5(K,K")5(Q,Q").

1 jg Je

(2.5)

Here j, and j, are the angular momenta of the upper and lower states of the transition. The tetradic ele-
ments of the Liouville operator for the driving field have been given by Ducloy,® and we reproduce his re-
sults here. We assume the Hamiltonian H®(¢), corresponding to LE(¢), has the form

HE(t)=-d"E(f).

(2.6)

Here, l_i:-:(t), the laser electric field at the position of the atom is assumed to be polarized with polarization

vector e :

E=8¢ +8%F,
where

8 =goe-{th.

(2.7)

(2.8)

In the rotating-wave approximation (RWA) we obtain the following tetradic elements:
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((FePrjeD2KQ |LE(2) i DojcDeK ‘QY) = 6(py — P3)3(py =Py, (Gelldlis,y ;e‘.,,g [5,5,600) (1) | (2.9a)

(eI ebrKQ |L¥(2) | ob Bk ‘Q") = 6(By = Bs)(By = Ba)3y ¢l Ilje>ZqI (€L )*EX(=1Y" s, GEE(=1)%e e,

(2.9Db)
((JeP1 DK Q |LE(8) | 1,Badobek 'Qy) = 8(By = By)o(Bz = Bu) 3 (elld Ny Do 8(-10"*"[5 , GEX](=1)iete,  (2.9¢)
((7eP17 2K Q |LE(£) | joPy i PeK Q")) = 5(py - 3)0(By = By)3 (],“d“]e) E( 1y 0 () *8*[3 , GEE], (2.9d)
(€ 6P'PaKQ |L™(2) | joboiebek Q")) =8By = B5)0(B = Bu) 2 Ml N7 Z) (L) *8* [5, G881, (2.9€)
((FeB1ePaK@ [L¥()| 7B Pk Q")) =0(By =Pl (B =B (7l 1i0) D0 (L) *6* (=1 [5,, CEE. (2.9
f
Note also, Note first, that for Imz >0,
K-'*=K"_j-j-0 < - - -

0=a(7ele)* =0alJele) (=1)%e"e (2.10) f e N, Ty [ViUy(1)V 1y (=)]d 7
Here, oo(]e],) ((KQj g |o)) and in the notation of 0
Ducloy, * =N,Tr, <V1—-———-m 2 V,pl(—w)) (2.12)

K'K ‘qz«vQ + 1/2 - -
f1Coal=(- vy (K" +1)2K +1)] Here N, is the number of perturbers and Ly =L¢

, , +L§(1)+V, (see paper I). Its average over atom-
K' 1 K K 1 K . s . .
X . . (2.11) perturber orientation is obtained using standard
Q' q -JLJ j 7, rotation operator techniques (see Appendix A and
- ef, 5). t i
(@15, is the reduced matrix element! which, Ret. 5). We quote the result here for convenience,

unlike Ducloy, we do nof assume to be real. ( 1 ~ ,\) A ,>>
N, T —_— K
We now proceed to the discussion of the collision <<]‘]2KQ n\i 35 Z L,- —3Vi01) | JsIKQ
operators the simplest of which, the ordinary col- — 5(K.K Inn K
= ) . .1
lision operator, has been discussed in detail else- K, KN5(Q,Q" M (2). (2.13)
where. See paper I and references cited therein. Here
J
. i K . K
gﬁMK(z)_ Z (=1)*274 []1 J2 ] [ I3 Ja ]
Hitizkang -uy M2 @JU-p3 py @

. . 1 [« 1 d . .
X«J:Hn]zﬂz N, Try (V‘-—_-—iz—i, 3 V:Ox(—‘"’)) Jslls,14u4>> . (2.14)

The prime indicates that the angle average has been performed. Thus

A e 1 = . .
<<71u172#2 Try (Vl——_iz 1 +3V1D1(—°°)) Jsus,um»

fdapz_[ pidp, <<Jiutszzlisz

It is often convenient to use the interaction picture to calculate the collision opex"ators,"6 We define an
interaction picture Uj(t,,#;) thus,

iy sy 2 41 ]3#3!’1]4#491» 05y5,(—*) . (2.15)

2.
Ui(ty,t,) =T exp ( : V{(t')dt') , (2.16)
t

where Vi (¢)=U(¢)V,0%(~t), Ut)=exp[L%], L°=L% +15(1)+S, and T is the time-ordering operator.’
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The collision operator may then be written in the form

WMt (z)=
wiu2mu3egQ 0

js K

x [j 3 ]((iﬂlljzuz N, Trf PHOTIE, 0VHO)] [isizo et ) -
—l3 Ky @ .

Here, A=z -i((1,2|5|1,2)) = wj;. We know that
other states of the atom (and of the perturbers)
will be mixed into the states we have labeled dur-
ing a collision. If these other states are well sep-
arated in energy from those with which we are
.principally concerned, we can use an adiabatic ap-
proximation for their coupling into j, and j,. We
can then construct a V,,, along the lines we dis-
cussed in paper I. We would then know that |jg)
and |j,) form a complete set with respect to the
interaction. If we cannot use an adiabatic approx-
imation, then we have to labe] all the other states
explicitly. This is the case if the states, to which
our original state is coupled, are near degenerate
with the initial states, e.g., in hydrogen. Since
we do not want to limit our treatment to either
case, we shall use the following procedure. We
shall use the full interaction and include the labels
of other excited states in the problem (j., etc.).
At any point, however, we can replace f', and U,
by Ve, and U,,,, and add the first-order term
Try[ Vege0y], Which does not vanish. When we make
these replacements, we can drop the extra labels
for the states outside the j, and j, subspace.

Let us now consider the corrections to the col-
lision operator that we derived in the first paper.

ﬁ dt’((j:jEK,Ql

J

lim 2

t— mgmgjgjg

t’ -
x f dt"'((jom3jm} |0yt —t ")V,p,)

feoelAt(_l)uz-u4 []1 jz K
—Ky K2 @

(2.17)

I

We emphasize that these corrections become im-
portant as soon as we go outside the impact ap-
proximation. In the nondegenerate case we saw
how the correlation terms took into account the
effect of the interatomic potential on the distribu-
tion of perturbers. (Hence the proper Boltzmann
factors in the absorption profile, paper 1.) When
degeneracy is present, however, we also have to
take into account the fact that absorption of a pho-
ton by the atom occurs when the absorber-per-
turber pair have some definite orientation. This
orientation is, moreover, linked to the energy
difference the collision takes up. Thus if we are
concerned with the final m; state the atom is left
in, after absorbing a photon, absorption events
during a collision, linked to a definite orientation
of the radiator-perturber pair, are important.
Our corrections to the collision operator include
precisely this physics in the equation of

motion,

We start with the first-order correction to the
collision operator, i.e., the third term in Eq.
(2.2). Consider the coupling of ((j.jKQ |o(¢))) to
((je7*KQ |o(t))). In the steady state, where
(JejKQ|o(t))) oscillates like e *“L*, this may be
written in the following form:

Try (W'f(t =) | semeem@)( Jomeseme |[LE(t' =t") | jomiemyy)

|
7 KQ))

= lim 2

R

<<j.§j§K1Qx

= -1 3 3.
Try (me | semGjemey)

5 34 47 By 9 Y -1 -\ s
X(( Jem$jemg|LE(0)] 5mes mey)( jem3jmy| mprn)‘zij.KzQz» .

(2.18)

The extra j,'s label excited states that are coupled into | ¢y by V,. In Appendix A we show how the angular
average may be performed to yield the following result for (2.18):

g* s i e K K =Q9 +;
Z—z:#-(e*)e(],lldllj‘:)(ZK,+1)”2(2Kz+1)”2[ LI 1](_1)x1 Rl (K Ky se4e5,e58,w;) (2.19)
q

Q1 -Q; —-q)

where
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i1es5eulay14,2,.01
e‘(K‘,Kz;exez,esg,w,,)=Mz(-1)’e”e"‘e"‘r'“r'°5

x[j}, i K,][jz ie Kz][ié g IJ[’“ Ky 1] (2.20)
—pp nd QJlpd -pi QJlut -pnp -@JLQ; Q4 Qs
. P B 3 3. 4.
X Lim depl,z,afdpqpi <<Jiuipu§u3px Vi3T558 Ji#ipﬂﬁ“ipa»
1 -

x (auesontts 7

5 6% . 2% - =
E+11 +S~ +iw1, ]euep4];Uzp4>> pp494
(t==).

The summation extends over W}, M2, ul, W, Wi, W2, Qi Q, Qs jJ, andji. I we take the one
interacting level (OIL) approximation,® where one level (we chose the lower) does not interact with per-
turbers, we obtain the following result for (2.18):

. - -4
Z(&)*(e*).,(zxx+1)‘”(2K2+1)“2[K‘ K 1][K‘ ! K’](-1)“°:"3'f3e‘(1<1;e,ez,esg,wL)U ”;7"] .
q

Q; -Q; +q¢J Uj, 7 js
(2.21)
Here
5 -4 -2 -1
) Je Je K)(je Je K 2455 eu5oul
e‘(K;eieZ:esg>wL)=Nphm f d’py,» Idpapg Z [ 5 A ][ ez el ](-l)je JetneTte
=0 Ke —H Q He =He Q
X«j‘u’ﬁ:jzuzﬁx A jsuaﬁzj“u‘ﬁs»
~ g ete eMe €+L1+s eMe eMe

3 3% . 4* = =5 5= . q=
x <<Jeuepzhu.ps Tio FL, 3" JZIJZPsJ:U:Pa» P34y

(t=-») (2.22)

where the summation is over the indices p}, p?, pi, pi, pi, u, @, 53, andj?.

Similar results for the other corrections to the collision operator are given (up to second order in the
driving-field strength) in Appendix A. These corrections may also be expressed directly in terms of in-
teraction picture operators, e.g.,

:5 it K ;2 -1 K
GI(K;e1ez;eg,w1,)=pr dapl_z Idpapg z [Jes ]ed ] []: ]el ](_l)jzeojgﬁug'ué
He =—He Q He =He Q

P
xf ei(in‘ ”2'172
0

X((sn P 2uipy [Vi(7y + )07y + 79, 7y) | Fndpadincps))

X f e{[wL‘we"(i rN/2)74]
0

X((303D2d i iDs | U3(7y, 00V (0) | J3k3Psdck sDsY Pss3, (E==),
(2.23)

the summation being over Q, j3, i3, ul, u2, uJ, ki, and u;. Herevy=2L,/(2j,+1). If we further assume
that we can use classical path methods to evaluate this operator, we can reduce it to the following:
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j

5 44 2 A
e Je K)[Jje Je K 1,,2,;5

el(K:eleZ;eg’wL)':sz[ 5 4 ][ 2 1 }( 1)“ Thetieie
Be —He @I lpe —p, @

xjo‘ e W4T, f gloraseton AT [ty 1202 Ty +1y)0H(ry + 1, m) [ 53030nd)

x((]eue]g“—( I U!(Tl ’ O)Vl(o) l ]eue]zut»] (2.24&)

where the quantity in square brackets has been averaged over velocity and distance of approach (not over

angles),

5 -4 K 2 -1
ei(Kselez;eg,wL)=sz [JG Je }[]c Je

pd -ps @JILp? —pul @

60 L] :
xf e'rﬂfzd.’.zf el[uL'wg‘o(ier))‘fl <<—7:“‘:]3“’§
n 0

<<]gl-1e]gug

;,—Ux(o -7)

]( 1)u5 ‘ue *Je*}5

d -~
2r, Uilma, 0), Jﬁuifiui»

jiuii.ul» .

(2.24b)

InEqs. (2.24a) and (2.24b) the summationisover @, j;, j;, Me, K3, kS, Mg, and u7. Usinganadiabaticap-
proximation for the coupling into other excited states implies that we can write

c'(K,ee;eg,wy)=—yyilwy —we + (in/Z)INES% []e
g

0

=°')’Ni[wL —wcl+(i7’ﬂf/2)]{[ 2

‘S,

R ; K][je Je K](_l)ﬂz'u}z
pho-pd @)k -l @

L]
xf e"r”'rzd,rz ’ e”“’L-“'a(’(‘YN/Z)}rI

0
(G |T1(Tas =Ty)ore = 01 (T2)ore | Gond)

x<jeu: IUF(TZ: 0)ess Ijeug>

= (G (0371, 0)ere = 1] | ol 2N Goktt| Jenly}

j . i K )
[ ][]e Je ](—1)"3 “‘e
“e "p'e Q p-z _“: Q

60 «©
xf e‘IN‘rszzf ei[wL-ué‘O(l'rN/Z)]‘r‘dTl
0 0

X(Gorts| UN(Ta, =T1)ere = Uf(72, 0)ere | Gomsd)

X(Gettd | O (73, 0) o u.,ub]}

—[wr = we +ilyn/2) ]2 MM )by (2.25)

[Note that making an adiabatic approximation in-
volves ignoring the density matrix elements
((4552KQ |6(t))) where j} and j2 are distinct from
Jer)

There are various other forms in which we may
express e'(K ,ee,eg,wy), but the essential physics
is the following. Absorption in the far wings oc-
curs when the energy of an incoming photon
matches the energy separation between the quasi-
molecular states of the colliding atom-perturber
system, If we use the Born-Oppenheimer approx-

I
imation then we can associate a given interatomic

separation and orientation with a specific energy
separation between upper and lower states. The
intensity of transitions is then determined by the
Franck-Condon principle which embodies the fact
that, during an electronic transition the transla-
tional motion of the nuclei of the quasimolecule is
unchanged. Thus when an absorption event occurs
in the far wings of a line, it is the interatomic po-
tential that first takes up the energy defect (with
respect to the free-atom’s frequency). If the upper



state of the transition is nondegenerate the subse-
quent evolution—the completion of the collision—
is unimportant (Sec. IV, paper I). When the atom
is degenerate the subsequent evolution mixes the
molecular state back into atomic m ; states and
affects the atomic multipole that is formed by the
overall absorption process. This process is not
taken into account in the normal absorption pro-
files. Now that we have expressions for the cor-
relation operators we can discuss their effect for
a specific example,

11m(<KQ.71]2 lo(t)» 0:,12
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III. STEADY-STATE RESPONSE (IN OIL
APPROXIMATION)

To demonstrate the effect the correlation terms
have on the density matrix, we shall, in this sec-
tion, calculate the response of a two-level atom
to a weak driving field. We shall consider the
OIL collision operators only since the generaliza-
tion is quite straightforward. The equations for
the steady-state components of the density matrix
may be written in the following manner,

1 i o

Ol = TR (- ;{ HGAREA ETTA

‘ele M (0)+ q ‘

Tide 2j,+1

X jig GELE(—1)F K eie" 1 + e\ (K ;ee;eg, w, )]>ofe‘ic:

Bue s Jollalizg); 5, GEEL( + €K (=1 e ek (3.1)

Soe-L Je Je)igiGara ee;ge,wy .
KQ _ 1/in

0 == -
els~ H(weg —wg) = 19 MM (w) +(Toe/ 274 + 1)

’e’e

x zq:x (Goll Aljeyete 801 5,6 8 00l T (-1)F ¥+, § G (-1 T [1 + €' (K seg e, wp )]} of 7

(3.2)

Now we take the following initial condition and in the weak-field approximation assume it is not changed

appreciably:

N, 1
9 =W§6(K =0)6(@ =0).

Iele

Here N, is the ground-state population of the atoms.

(3.3)

This initial condition supposes that the ground state

is unpolarized, which is certainly valid in the absence of external magnetic fields. It is well known that
if we illuminate the atoms with polarized light, we will create orientation and alignment of the ground
state. For the purposes of this paper we shall assume that this optical pumping does not afféct the ground
state appreciably. If we were considering a single-photon scattering event this would certainly be valid.
If we consider the steady state in a constant driving field, then we have to require that some relaxation
mechanism disorients the ground state after each absorption and reemission cycle. In either case, we
would obtain the scattering amplitude for unpolarized atoms. There is, of course, no intrinsic difficulty
in calculating the scattering from an arbitrary steady state, and we have chosen the unpolarized state
since it is the most important in applications. So to order |é’ 0 |2, we obtain the following upper-state

multipoles:

_g"‘(h”d“h)(]g“d||Je>*(2K+1)”22 (€d™ew) [

11 K](_l)je-,‘,,,,(-‘,[1 1 K]
q' q -Q Je je jg

% 1 N,
j J MK(O) +2_ri£_1_ (2j,+1)
XZRe[ — 1 5T
_j.g;:M'(wL)—f—i(we,—wL)'i--(—z—j—‘i—l—)
e

X[1 + el(K)ee )eg,wL)]]y (3-4)



2034 K. BURNETT AND J. COOPER 22
oo = 83'2 [EARIFATN >> DX fey)
. a
Jde g (2j,+1) e (M"(O) + 2.1““ )
(2j,+1)
1
><2Re[ T [l+e'(K,ee,eg,wL)]J . (3.5)
_deder! ; - ——e
ch:M (wL)+ 1((‘-’“ wL) +(2je +1)
r
Here Here I, is a constant.

11K This is not quite sufficient since we want to dis-

DYE €)= [(Felldllspy |2(_1)fa'f.*‘[ PEEE) cuss the total intensity of the redistributed radia-
Je e Je tion. This can be done by simple subtraction if we

3.6) know the total intensity of the light that is scat-

@. tered without its frequency being changed. To know

and this we should, in principle, have to calculate the

full correlation function. This will be done in the

- - -y following paper. For the purposes of continuity of

x> ~1)1-¢ - ’ *

PoEte) = ;( D71 -4,4" [KQYENEN*.  (3.7) our present argument, however, we note that scat-

Using this result one can calculate total scattered
intensities.

The total intensity of light scattered in the direc-
tion of the wave vector k, with polarization & is

24

1,8)=l 30 D%ERaMSS,. (3.8)

lé’ | N
(2j,+1)

Ired.lstnb—l Z D a) D ]-ro (E tzx)

tering with no frequency change occurs when there
is no perturber present. This means that the en-
ergy-conserving component does not depend on the
collisions. This implies that we can take the re-
sult of Ref. 9 for this component and subtract it
from the total intensity to obtain the integrated in-
tensity of the redistributed component. If we do
this we obtain the following result:

1

X [2 Re 1 T [
i  dgde MK YT
MO

jgz MWy )+ i(w,, — wp )+

- [1+e1<k,ee,eg,wn]]
—h
2j,+1

1 2
i} - ] (3.9)
el M)+ i = @)+ 53
Let us use the following notation:
e ME(0)=—7* (3.10a)
';:le(wL)= -iA:-(wL) "'7‘1;(“’1,) ’ (3-10b)
2Ty, '
(2]e+1) =Yy (3.10c)
Then we can write the redistributed intensity in the form
ﬁ 18,02 N 1
Leistan =1, 10DE (§%8,) 20— — DX (3%
distrib “ o £ (=105 @) =5 (27, + 1) (wyp + Awy) = wp )2+ [(v y/2)+ vi(w, )P o(€1€)
1
x (—77+—7,—{[7N+ 2y}(Aw, )1+ Re[CY (K, ee, eg,wy)]
N
+[Awg + AY(w, ) 2Im[€}(K ,ee,eg, w, )]}-1) . (3.11)
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Thus we have

sy N
Letiws =1 Z(—l)"v"(e sz m Lol °'D S )
lai_)s(AwL) (AwL

(7 +ry  YHAw )) (3.12)

where we have introduced the generalized absorp-
tion profile ff (Aw,), defined by
A (Awy)=f(Aw, )1+ ReCYK,ee,eg,w,)]

+n(Aw, )Im[€Y(K, ee,eg,w,)]. (3.13)

Here, f(Aw,) and n(Aw,) are the unified theory
response functions that have no correlationterms
in them:

Y(Aw)
flawy )= [we,+A () = w, PryHAw, 2’
(3.14)
1 wp —we—AH(Aw)
n(AU)L)—_” [we‘+ Aé(wL)-wL 2+71(AC0L)2 N (3.15)
riAaw ) =37y + 7 Aw,),
AW, =w,, - wp . (3.16)

This is our principal result and the subsequent
discussion will explain the significance of our gen-
eralized absorption profile.

To demonstrate the importance of the correlation
terms we consider this expression in the antistatic
wing of the line profile where Aw, <=1/7,<0. In
]

e!(K=0,ee,eg,w,) =Ny lim fd"p,,z fdpapg

€0

X

-1un[d8 N zf dp3p2

X <<j;u2§2j,u:ps

“e“e“‘e“e uei [

(2] +1) <<je“:§1jeu:61

this limit y!(Aw, )~ 0. If it were not for the cor-
relation term this would imply that the redistribu-
ted intensity from the K+ 0 terms would go nega-
tive. In the antistatic wing the correlation term
may be evaluated quite straightforwardly. The
main contribution to the collision integral comes
in a semiclassical treatment from the points of
stationary phase where the energy defect is made
up todirectly by the potential. Itisprecisely this
stationary-phase contribution that goes to zero in
the antistatic wing. There is still, however, the
contribution from the mixing of m; states at large
internuclear separation (of atom and perturber)
where the states are nearly degenerate. This
contribution can be quite accurately determined
by an expansion in 1/Aw,. In like fashion, we can
similarly use an expansion in 1/Aw; to evaluate
the correlation operator when points of stationary
phase are unimportant. We find that (see Appen-
dix B)

Aw, 2Im[CY (K, ee,eg,w,)]=7g

(in the antistatic wing). This implies that the
scattered intensity is always positive as we would
hope and expect. The fact that we need to include
correlation terms to satisfy this most of basic re-
quirements indicates how important they are.

We should note that if we are only interested in
calculating the angle-averaged scattering, it is
only the K =0 multipole that contributes.? Let us
consider the €! operator for K=0:

o Je 0] [J'e Je 0}(_1)..3-.‘;
s -4y 0 u2 -u; 0

x ((ientudons,

x «j;#:ﬁzj,ﬂiﬁa

1
le+L,+S
— 5
e+iw +L, +37

14

j;uiﬁzjeu:ﬁa»

j,uiﬁaj,utﬁs» Pishs

(t=-)
v 1 21,35 5 4%
V1€ +L,+5 J et eP2] M eP3
1
€+zw—+—f,_-:§ 1| JebeDadh ,p3>>p53;3
(t=-). (3.17)

Now we know that if we can ignore inelastic coupling to other levels,

lim fd’pl Z <<]g“ep1]8“'8pl

Cad

V‘z<+L +S

o)-o

where |0)) is an arbltrary Liouville vector (of the two-particle space); this is a consequence of unitarity,
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if one ignores bound states (see Ref. 1), thus €'(K=0,ee,eg,w;) vanishes. We can see why this
'should be so as follows. We stated above that the correlation terms allow us to account properly
for the specific m, state an atom is left in when absorption oc¢curs during a strong collision. If we only
want to calculate the angle-averaged fluorescence, the final m ; state the atom is left in, after such an
event, is irrelevant (hence the summation over the final m; states pul- u2). If we want just the sum over
final m ; states, the mixing of those states after the absorption event, correlated with a given atom-per-
turber orientation, is likewise irrelevant. We expect, therefore, that €'(K=0,ee,eg, w ) should vanish
as it does.

If we want to study the angular distribution and polarization of the scattered light, we have to calculate
the correlation operators. This is, in general, a rather complex task. From Egs. (2.23) and (3.11) we

know that the redistributed intensity in the quasi-static wing may be written thus

2j,
mT (2j,+1) -9

Here

If(Aw,) =-yy(Aw )N,

D [j., e

1,2 ,3 4,5
Qo gobigrbgsbhgr by

I, ; (-1)9DE 1) 5 iy DA %’%&{7}.

] [je je K] (_1)#3-“41;
by -uy @ M2 -u; @

(3.18)

L @
X 2 Re [[ e‘YNfzd.rz f e([wL-wep(h'Nm))‘?ldTl
(]

]

Note that we have converted to a UZ,, for calculat-
ing I'*(Aw,) when an adiabatic approximation can
be used. We see that in the quasistatic wing the
term that depends on y.(Aw,) is cancelled out by
part of the correlation terms, leaving only the
correlated events that are represented by I'*(Aw -
This justifies our earlier statement that the cor-
related events dominate absorption in the far
wings. A model calculation of I'f(Aw,) for a J=1
to 0 transition where only the upper (J=1) level
interacts with perturbers, via a van der Waals
potential, has been performed. It indicates that
these correlation terms are rather important for
far-wing scattering. Furthermore, it shows that
light scattered in the far wings is not completely
depolarized, contrary to the conclusions of Behm-
enberg and Schuller.’® This might be expected on
the basis of the calculations of Berman and Lamb,!!
who showed that an angle-averaged collision does
not completely destroy the orientation of an atomic
dipole. Thus we should expect some memory of
the orientation of a dipole, after an absorption
event, to affect the scattered intensity as long as
collisional and radiative relaxation rates are com-
parable, otherwise subsequent strong collisions
will destroy the orientation before the atom has a
chance to radiate.!?

IV. CONCLUSION

In this paper we have tried to show how degen-
eracy affects the discussion of correlations be-

X -<jou':al UN(Tay =Ty ore = U1(T55 0)gsy Ue#3>

X (j 1| (Ul(7,, 00)y, Ijeu§>] . (3.19)

r

tween radiative and collision events. To be spe-
cific, we have seen that the propagation in the ex-
cited state, after an absorption event in the mid-
dle of a strong collision, affects the polarization of
the fluorescent light. This polarization can, there-
fore, be used to study this correlated event and
should be sensitive to the anisotropy of the long-
range part of the interatomic potential; this mixes
the m ; states of the scatterer as the quasimolecule
flies apart. There is, therefore, extra informa-
tion contained in the genevalized absorption pro-
file we introduced above [see specifically Eq.
(3.12)], and we would emphasize that it is not pos-
sible to obtain it from the absorption or emission
profiles alone. In conclusion, we have shown that -
there is a great deal more to be studied and
learned in redistribution experiments'? than can be
obtained from those on simple absorption or emis-
sion if one studies the angular distributions and
polarization of the scattered light.
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APPENDIX A: CORRECTIONS TO THE COLLISION OPERATOR

In this appendix we shall cast the corrections to the collision operator into irreducible form. So that our
results may be more generally useful, we shall derive them assuming there may be more than one upper
level. We start with the RHS of Eq. (2.18), a first-order correction to the collision operator, that couples
the off-diagonal ground-excited matrix elements into those of the upper state alone:

~ -1
11m N <1 .25: ( —_— +3,.,3:4,.,4
Cad] mg. m:v;gav !g, m; ’ <<]e] 1Q1 Trl Vl € +L1 +S |~73 e]e e>>

KR -

3 3. ~ . . . . -1 ~
X igm3igm | O iz Ko il g 0y)

Consider just the tetradic element,

T=1ir:)1 [dapz,a«jtﬁxjiinQx ]]:mzaxﬁmzﬁ»((-7:’"413511%?351 f}le +El +3 jgmgﬁzj:m:63>>
-nd
X ((§3m 3D, 5 em D | LB (0) |5im 36,5 om0, )
X <<jz.m§52]',m:§3 crie +La3 " j:rn§54j,vnii-?4>> (3em3Bad mPs 13 30 PoKaQa) 5 (A1)
which for convenience we write in the following form:
S0, 515,575, K,Q i iB, 7B 2t 7o, | € 2m 3, m 5
X (33m3B,iam B | LB (0) |im 3D, j m b))
X ((53m3B s | Co [13m 3B B XK Tem 3B, 5 emD4 |15 Pa Ko Q) - (A2)
Here
. 1 . 3
c‘—V‘e+I:1+§ _ (43)
and
& -—r—7 (a4)
2 e+iw +L,+8 "
The angular average (denoted by ()) is achieved, thus
1 > .2 . - . - N - - = . -, -
1) =g f aQ Y (5i5,5%, K,@, |itmB, i2m B )t nib, 5525, |C, |i3udB, iin .
X ((52m3P, jam s |L(0) |j3m 3D, j m 5
X f d3p2.3(<j2“3p.zjcuiﬁa Iéz |J'2#354J'; u§§4))((j2m2§4j,Mi§4 Ij,54j,§4KzQz>>
x D% (@)*D" (@)D" (@)D" (@)*D" (@)*D* @D (@)D ,(@)* (A5)
“é"'é “5"% ugmz u:m: ugmg u;mi uzm: u%mz‘, ’

where the summation is over all p’s, m’s, j3, j, andjS. Here, D}, (?) is a matrix element of the rota-
tion operator that rotates a system through the Euler angles specified by &; (@,8,7) (Ref. 13, p. 20).
Using standard techniques this may be reduced to the following form:
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(1) =20 (2K, +1)(2K, +1)(2K, +1)83(€ )%, IAll,)

X [ @y a5, 73035, |, 5B, e 8BV 3035, 4155 |C, 7303 7 35)

.2 1 ;5 :
x[]" Je Ki](ﬂf,u)l” [” Te Kz] (2K, +1)*/?
m? -ml Q, .

me —m: -Q,
x[ i 7 Ka] [J': 7 Ks] [:‘3 e K4] [jz e K.,]
-my my Q) \-pg wi Q) Umg —-mi @J Lug —up Q;

g e

X [KS K'I KS] [K3 K4 KS] []: j; KS] []: jg Ks] [J( ]: 1]
LQ; @ @5 Q @ @ mg —my —@Qs K —Hp —Q3 mi -my q

X (= 1) e bg b Qs G5 Qg* Ky ighiy (A6)

~

where the summation extends over the m’s, u’s, K,, K,, K;, Q’s, g, 43, and j;.
(T) =2 8 %€ )*(i, NIl j4) (K, + 1) 2 (2K, +1)*/2

X f dspz,a«j: #:51]":#251 | él IjﬁuﬁﬁzJ'?,M:l"@.Q)(U:“iﬁzJ}#:ﬁs | cz If'el":ﬁJ:“iﬁ))

X[ ]i -7: Kl] [je jl Kz] [jc j: 1 ][Kl K2 1] [Kl Ka 1]
—ul o2 @) Lps —p2 @) Lut -uk -@Jle -@ -¢J L@ @ @

1,5
X (—1)"1'“:13"‘;'“%' QU-Q+igtigti
K, K, 1

= 3" 8%(e) (1173 @K, +1)M2(2K, +1)/2 [
e Q1 "'Qz +q

](—1)"l'°!”re‘(Kle;e,ez,esg)’l"‘*, (A7)
the summation being over the p’s, g, j3, and j;. Here,

. - . -1 -2 1 a2 .4 .
el(Kle;el,ez;egaU-’L)N'M=2(—1)j§”25'“:'“:"‘%'°§ Je Je K, Je e K, Je Je 1 K, K, 1
-ph b2 Q| kS -k Qi) | mio-up -@3) (@5 @ @

x f @y, (3 212D, 212D, |C, |73, Jan DN 2R3, g b 2Ds | € 7303007 1200

(A8)

tl}\g summation being over the p’s, @’s, j3, and ji So the correction to the collision operator that couples
0}(73,) to 0&(7;57) is

1 INAIP
in S, [ap,53ps5,~) Z,:gﬁ(<*)«<7e n J:>(2Kx+1)1/2(2K2+1)l/2
X [ - K} 1 ] (-1)\9riee (K, K;; €65, €58, “"’J)B"i4 . (A9)
Q1 _Qz -q

Before we discuss the other tetradic elements of the correction to the collision operator, we shall consid-
er the form (A9) takes when the lower level of the atom does not interact with perturbers (OIL approxima-
tion). Inthat case, u;=p2 and we can use the identity

Z []3 Je K2] [j: Je 1] [Kx K, 1](_1)0%:(_1):,«@*/3»12 [je Je Kx] {Kz 1 Kz}

141l N . .
#e9% Lpg —pp Q1) Lwg -up -@3) Q5 @ @ pe -ne @) Uy, 43 48

(Ref. 13, p. 142). Then we find (A9) reduces to
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(8% 2K, + D2k, ey | Ke {Kx 1 Kz}
) Q, 'Qz‘ +q Je ]z j:

capitei 3 jglldlija 5 g a5
X (=17t detde 32; e‘(Kl;elez,esg,wL)(—]W—]-‘l = 3z‘;(‘l‘(k;e,ez,eslg',wL)((Ji:]:K1Q1 |LE(0)]337, K.Q. ) »

Je Je Jeie
where
R P
(ks e,eq 58, 0) =N, [@y, [dpith 2 Te Je Te T
. 5 _ 4 2 _ 1
ey (Mo THe @ (Mo T @

2,.5 .5 _,1,, . - - | = . - . -
X (=1)9etdetemo(( i, 513, [C 1 ioHePaToHePY)
X ({5313, iDs |, i5HiDad (HPs NP5, (E===).  (A10)

So we see that, in the OIL approximation, or rather no interaction in the lower-level approximation, the
correction to the collision operator may be written in a particularly simple form. ' .

We can obtain other tetradic elements in exactly the same manner as above; for the coupling of
(K*QY 7, ] ) to ((K*Q?%1%|0)) in the steady state we get

. - 1

5o GG @K+ 1R s 3 | K eiars e, ge,0)), (a11)

73 q 4 cyrt . 172 L

e jele 1Q' -@* ¢
where
1 1 . - - | = __L_ ' - -
C (K'K?;e,e,,8¢,w ) =N, lim Jdp, f dp.,(m)zz«jiu.‘,pljiuip, Vitl7 % j’;uipzj:u‘;pg»
€0+ €+L, +S
- - 1 =, -, -
X((L#}PzJiuﬁps c—iw,+L,+5 ! J,u§p412u2p4>>

1

ir 2 K ||, 3% K || d. 1 K K 1)K K 1
—mh kR Q|| k2 okl Q| [ -k @ | -Q || @ Q @

X , (A12)

the summation being over the p’s, @’s, j3, and ji. In the OIL approximation, this further reduces to

o - 1
2 E e‘(K,e,ez,gse,wL)eqéo(jzlldllj,)(ZK+1)”2(2K'+1)”2(-1)K1”“°”1‘13’12 [K K 1] {K 1 K},

r @iid Q -Q' q ]: ]z je
(A13)
where
2 g1 3 45
e‘(K,elez,ge,wL)=N, z []e Je K] []e Je K](_l)“é'l‘g
B2 o-ph QJ Wk -u; @

- 1 . g

i e, -
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€-iw, +L,+S

xfdpngf d3p1,3<<je“§§1jeu§'§1

x <<J',u}52]'2#253 7

Vileidadin ‘5’52>> Prz, (E=-<), (Al4)

the summation being over the @, u’s, 72, and ji. For the coupling of ((K*@'jij3|o)) to (K*Q%1j,| o)) we
get

K* K 1

2oL 2k + 102 1) 26 e (I N (-1)e % [
¢ ~ Q -@ g

] CYKK?; eg,e,e,, W) - (A15)
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Here
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><<<j§uﬁ521'2u363|:31l*§ v, j:u‘j[?,j:uiﬁ,)) , (A16)

the summation being over the p’s, @’s, j:;’, j:, and j;. Inthe OIL approximation the coupling coefficient re-
duces to the form

i - 1 1
27 K+ )Y 22K’ +1) 28 ¢ (2111 j,) (1) 40 [K' 1 K ] CUK' 58, 0,5, W) [K K 1]. (A17)
" je b 32 Q -@ ¢q
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where the summation is over the p’s, @, j2, and j%. For the coupling of (K?Q%,j,|0)) into ((K*QY,j,|0))
we get

7 §
T 8 € ({5,111 7, (~1) 0% e [K K ‘] CUKK?; eg,28, ;) (A19)
< Q' -Q% ¢
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- - 1
X ({ deMeBadekeds| T 7
<(l la'le er'3 €+ 1+S 1
where the summation is over the pu’s, @’s, and j2. If the lower level does not interact with perturbers
this term vanishes.
The only second-order correction of interest is the coupling of the ground to the excited-state manifold,
i.e., ((K%Q%,j,|0) to ((K'Q*%jZ|0)). This may be reduced in the steady state to the following form:
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where the summation is over the ’s, q, u’s, j, ji, and jo. This term vanishes in the OIL approximation.

x( PB4 hiB s
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APPENDIX B: ANTISTATIC BEHAVIOR OF CY(K ee.eg,w;)

We should like to investigate the form of C!(K,ee,eg,w,) in the antistatic limit, that is, supposing we
have an attractive interatomic potential for

el(K’ee’eg,wL)zN’]_im fd3pl'2 ‘/‘dpsp32(-1)u2'uéql Je Je K][]e Je KJ
ot =Ky M QM -1 Q
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(B1)

where the summation is over the u’s, @, andj/. In the antistatic wing we suppose we can use an expan-
sion 1/Aw, for the first part of this collision operator, since there is no stationary phase contribution.
Thus,
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where the summation is over the u’s, Q, and j,. Here, w,=(1/k)(p*/2m), and |aw, |>1/7, implies that
|aw [>|wg, — w5 —i(ry/2)|, so that we can write
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Evidently then,
2Ime’(K,ee,eg,w; )Aw, =N, /dapx.z _[dpspg Z (=1)pe#2*¥ lim [J" Te K]Le Je K]
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Thus Aw,2ImCY(K,ee,eg,w, )~ 7" in the antistatic limit, since

YKEHH? fdapl fdP3P§ Z (I Je K e Jo K (_l)ug-u;ox
Lind uéue&tgugumt

el-u; k2 QI -ui Q
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(B5)
In the above, we have assumed that ¢’ and e are degenerate. We can arrange this by following the proce-
dure we discussed in the text. If, as in the case of Stark broademng of hydrogen the states mixed by V

are degenerate, we have no trouble. If they are not, we replace V by Vier throughout our analysis.** V
is defined explicitly by

- 1 -
[P o

- A 1.

Verr 0= [Visr, 0] (B6)
and

I}; Z ]e“&l(je“élVA]Ué#é)(]ei‘-elVl']el-"eX]e‘-"e (BT)

ul, Bw,,. ’
8 e

where w,,.=[E(j,) = E(j,.)]/%i. Here j,.labels the states that are coupled (adiabatically) into the j, mani-

fold. We note there is no problem with the first-order contribution in Vs to jejeM¥(z), since it vanishes.
Explicitly, this first-order contribution may be written in the form

il e Jo KN(do L. e .
EleMA@)= Y, (1) “3[7" Je ][]" %e Iij«Jan;JeuﬁlTrl[Vmbl(—w)llhuiJeu;‘>>

wlouZouds #lQ ..p,; p.: Q —“: IJ.: Q
= ( 1)“3'“3 ]e je K je je K ﬁ
whoudinbuda —up w2 @l wt QT

X ((Go 3| Tr{[Voce Py (=)]| 3, DO, 1) = (G il | Try[Vese By(=)]| o 20(1i2, 12))

gﬁg;m«w T[T By (=) o) = bt | T Vi By (=)] 7, 12,0)

=0. (B8)
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