PHYSICAL REVIEW A

VOLUME 24, NUMBER 4

OCTOBER 1981

Semiclassical picture of depolarizing collisions: Application to collisional studies
' using laser spectroscopy

J.-L. Le Gouét
Laboratoire Aumé Cotton, * Centre National de la Recherche Scientifique, Bitiment 505, 91405 Orsay-Cedex, France

P. R. Berman
Physics Department, New York University, 4 Washington Place, New York, New York 10003
(Received 2 April 1981)

An extension of the Jeffreys-Wentzel-Kramers-Brillouin approximation to inelastic processes is used to obtain the
scattering amplitude which describes the collisionally induced depolarization of magnetic substate coherences. It is
found that the scattering amplitudes contain contributions from two overlapping regions. For large interatomic
separations, the different Zeeman sublevels are shifted and mixed by collisions, but follow a common collision
trajectory. For small interatomic separations, it is possible to find adiabatic eigenstates which follow distinct
collision trajectories. The theory is used to investigate the nature of the depolarizing collision kernels and rates
which enter into the analysis of laser spectroscopy experiments.

I. INTRODUCTION

Laser saturation spectroscopy experiments are
beginning to provide an important probe of col-
lisional processes occurring in low pressure
gases.! The elimination of the broad Doppler
background encountered in standard spectroscopy
permits a more sensitive measure of the manner
in which collisions perturb the energy levels and
alter the velocity of atoms.

A particularly interesting process that may be
studied in such experiments is the way in which
collisions perturb superposition states in atoms
that have been created by an atom-field interac-
tion. Since the various internal states comprising
the superposition state are generally shifted and
scattered differently in a collision, one is led to
a somewhat complicated description of the entire
scattering process for the superposition state,
especially if collisions can also couple the super-
position levels. Formal theories®:® have been
developed to describe the scattering and time
evolution of atomic superposition states via a
quantum-mechanical transport equation, but lit-
tle progress has been made in obtaining solu-
tions or physical interpretations of the results.

It is the purpose of this paper to provide a sim-
plification of the transport equation and some
additional physical insight into the scattering pro-
cess. Methods of semiclassical scattering theory
are used to achieve these goals.

The specific problem we choose to study in-
volves the scattering of atoms prepared in a linear
superposition of magnetic substates of a level
characterized by internal -angular-momentum
quantum number j. The way in which collisions
couple, shift, and scatter the various magnetic

el

substates is investigated. Coherent superposi-
tions of magnetic substates (magnetic moments,
Zeeman coherences) are conveniently created and
probed using the “three-level” system of Fig. 1.
The 1-2 transition is excited with a nearly mono-
chromatic laser beam and the 2-3 transition is
probed with another colinear laser beam. Level
2 (shown for j=1) is (2j+1) fold degenerate; Zee-
man coherences within level 2 may be produced
and detected using a proper choice of the laser
beam polarizations. Owing to the Doppler effect,
the excitation-detection scheme excites or probes
only those atoms having a specific velocity com-
ponent along the laser beam direction. Thus,

any collision-induced modification of the Zeeman
coherences for atoms having a specific longitudinal
velocity can be monitored in such a system. The
Zeeman coherences tend to be destroyed by in-
separable contributions from collisional effects
on the internal (shifting and mixing of magnetic
sublevels) and external (state-dependent scattering
for the different magnetic sublevels) atomic de-
grees of freedom, In such experiments, the col-
lisional relaxation is determined by the number
of collisions per lifetime of the level under con-
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FIG. 1. “Three-level” scheme for depolarizing colli-
sion studies. Levels 1 and 3 are nondegenerate. Level
2 has three substates which, though separately indicated
in the figure, are assumed to be energy degenerate.
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sideration and the specific interatomic potential.

It should be noted that collisional depolarization
studies are not new. Optical pumping techniques
have been used to investigate depolarizing col -
lisions between optically oriented excited state
atoms and ground-state perturbers.* However
the general nature of such optical pumping work
(broadband sources, total cross-section mea-
surements) does not lead to results that are overly
sensitive to velocity-changing effects. Recent
laser saturation experiments® based on schemes
similar to that shown in Fig. 1 provide a more
sensitive measure of such effects.

In attempting to analyze the scattering process
for an atom in a linear superposition of magnetic
substates one is naturally led to examine the ap-
plicability of the classical pictures shown in Fig.
2. The first drawing represents the single-tra-
jectory limit.” The dependence of the deflection
on internal state is negligible so that the internal
and the translational motions are decoupled. The
second scheme depicts the situation where a diag-
ona] representation has been found. Then each
sublevel obeys the rules of elastic scattering
along a substate-labeled trajectory. When none
of these extreme situations holds, is a classical
picture still possible? Answering this question
would help to complete the blanks in the third
drawing of Fig. 2. It should be noticed that the
existence of a classical picture is questionable
since depolarizing collisions imply a coupling
between the internal motion, which is highly quan-
tumlike due to the smallness of the electronic
angular momentum, and the translational motion
which can be quasiclassical.® We shall discuss
applicability of the various limits and approxima-
tions in terms of standard treatments of collision
problems.

In Sec. II various methods available for treating
inelastic scattering, when the de Broglie wave-
length of the colliding particle is much smaller
than the characteristic dimension of the interac-
tion region, are reviewed. In Sec. IIl exact equa-
tions for the scattering amplitudes are obtained
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FIG. 2. Schematic representation of atomic trajec-
tories during a depolarizing collision. In (a) an atom
in a superposition state is scattered along a trajectory
common to the three substates which are mixed by the
collision. In (b) a distinct trajectory is associated with
each substate and no transition between substates is in-
duced by the collision. In (c) the single-trajectory ap-
proximation is not valid and transitions are induced be-
tween substates: What trajectory does the atom follow ?

and those expressions are evaluated in the various
semiclassical limits discussed in Sec. II. In Sec.
IV we return to the problem encountered in laser
spectroscopy and examine the semiclassical limit
of the transport equation for atomic multipoles of
a degenerate level. A summary is given in Sec.
V.

II. APPROXIMATIONS IN INELASTIC
SCATTERING THEORY

A few years ago, the development of research
in the fields of collisional rotational and vibra-
tional excitation of molecules,”'® and of electronic
excitation and charge transfer in atoms® stimu-
lated efforts for obtaining a semiclassical descrip-
tion of inelastic collisions,'®!® which should be,
by far, more tractable than a purely quantum ap-
proach. Since certain procedures in these theo-
ries are similar to those encountered in obtain-
ing semiclassical limits of elastic scattering,
it is useful to recall that two semiclassical ap-
proximation schemes!” may be used to calculate
the elastic scattering amplitude,

f(9)=2i—1K 3 @I+ 1) - 1P (c0s0) (1)

(where K is the magnitude of the atomic wave
vector and 7, is the phase shift of the /-labeled -
partial wave).

(i) The first method is the semiclassical phase
shift approximation, which is valid when the de
Broglie wavelengthX is much smaller than the
distance of closest approach »,. In this form of
the JWKB approximation, each 5, is calculated
along a classical path which is characterized by
the initial velocity and the impact parameter
(1+3)/K. Although the n, are calculated along
classical trajectories, the classical correspond-
ence between scattering angle ¢ and impact param-
eter is lost in Eq. (1) since a large range of ]
values contribute to scattering at angle 6.

(ii) The second method, valid under the more
stringent condition vX « V7, is the classical tra-
jectory limit. The condition vX « V7, permits
one to retain in Eq. (1) only those  values such
that the impact parameter (J+%)/K corresponds
to classical scattering at angle 4.

A number of papers have explored the conditions
for generalizing the JWKB approximation to in-
elastic processes™~!® using an approach which
was initiated by Kemble.’® They have concluded
that such an extension is possible only when the
atomic translational motion is nearly independent
of the internal states. In the case when the addi-
tional condition VX <<V, is fulfilled, the JWKB



24 SEMICLASSICAL PICTURE OF DEPOLARIZING COLLISIONS: ... 1833

extension is thus possible only when atoms follow
the same common spatial trajectory in any of the
coupled internal states as in Fig. 1(a). A com-
pletely different approach has been developed
under the name of classical S-matrix theory by
Miller and Marcus.!°"! They treat the internal
degrees of freedom quasiclassically, retaining
only the interference properties of quantum me-
chanics, since they calculate scattering ampli-
tudes. In these papers there is no apparent con-
dition of common trajectory. A special mention
must be made to the work of Pechukas!® which
bypasses the common trajectory condition at the
expense of complications with a noncausal inter-
action.

In light of these general methods let us examine
the depolarizing collision problem. A ground-
state spinless particle, the perturber, collides
with an atom having internal angular momentum
j. The magnitude of j is on the order of a few
% and is supposed to be much smaller than that
of the translational angular momentum. Since
the collision is assumed to result only in a change
of direction of f, the other numbers which charac-
terize the internal state of the active atom are
implicit. The effective interatomic potential is
a function of the internuclear distance T and of
the angle (F,]).

A classical S-matrix method!’-!! seems very
tempting for solving the problem formulated in
this manner. With this approach, for given initial
and final values for the variables describing the
system (internal and interparticle angular mo-
menta, energy), one calculates S-matrix ele-
ments classically along the trajectory connecting
these initial- and final-state values. A phase
¢.= [P *dT/% evaluated along each trajectory en-
ables one to account for any quantum interference
effect arising from contribution of several trajec-
tories to a given S-matrix element. The classical
S matrix has the advantage of eliminating the dis-
cussion about common trajectory for the various
magnetic substates since it is only the initial-
and final -state variables that determine the scat-
tering process. However, the solution of the prob-
lem in the frame of classical mechanics is rather
difficult: the couple of colliding particles in the
center-of-mass system has 8 degrees of freedom
and after taking account of the conservation of ﬁ l,
of the total angular momentum J, of total energy
E, one is left with three differential equations,
two of which are coupled. In general these equa-
tions must be solved numerically.

If instead, we adopt a quantum-mechanical for-
mulation of the problem, certain simplifications
are possible. Since the interatomic potential de-

_ pends only on the quantum variable T and on the

operator j *F, one immediately notes that, if the
“instantaneous” axis of quantization is taken along
¥, then the Hamiltonian is a function of ¥ and j,
and commutes with j, (recall that [f,]]=0 since ¥
is the interatomic separation and j acts in the
active-atom subspace). Thus using this basis,
known as the helicity representation after Jacob
and Wick,!® one concludes that the various mag-
netic sublevels in this representation are coupled
only by the rotation of the internuclear axis during
a collision. Two limiting cases may be envisioned:

(i) If the various instantaneous magnetic sub-
states experience approximatively the same col-
lisional interaction (the explicit condition is pre-
scribed in the next section), then the notion of a
common classical trajectory may be valid. The
coupling between magnetic substates induced by
the rotation of the internuclear axis can be sig-
nificant in this case since the “instantaneous”
eigenfrequencies differ by less than the inverse
duration of a collision (i.e., the helicity repre-
sentation is not an adiabatic one in this limit).
The coupling and scattering of the levels can be
calculated using a semiclassical phase-shift ap-
proach. One expects that the limit of nearly equal
collisional interaction for the different substates
is achieved for collisions with large impact pa-
rameters.

(ii) In the other extreme, one can imagine that
the helicity representation is an adiabatic one.
The various magnetic sublevels experience sig-
nificantly different collisional interactions and
are scattered independently according to the equa-
tions of classical scattering theory. Normally,
one requires small internuclear separations to
achieve this adiabatic limit.?°

It is the classical trajectory limit of these two
extreme situations which is illustrated in Figs.
2(a) and 2(b). One might expect that the range
of validity of the semiclassical picture could be
extended by combining these two approximations.
For example, in a given collision, limits (i) and
(ii) could be used for large and small internuclear
separations, respectively. The precise conditions
of validity of these different situations are exam-
ined in the next section.

III. CALCULATION OF THE SCATTERING
AMPLITUDE

The calculation is performed using the helicity
representation which has been defined in the pre-
ceding section. During a collision, the z com-
ponent of the internal angular momentum changes
from an initial value #ZM relative to a quantization
axis directed opposite to the initial velocity (i.e.,
in the direction of the interparticle separation
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T) to a final value M’ relative to a quantization
axis which is taken along the final direction g¢.
The scattering amplitude takes the closed form*’

Z:(2J+l (Siwr = Suur) -
XDhM'((P’ 0’ 0): (2)

where S, is an S-matrix element and D%,.(¢p, 6,0)
is the rotation matrix of rank J. The internal
angular momentum ] and the relative orbital angu-
lar momentum 1 have been coupled into the total
angular momentum J and the summation is over
all allowed values of 3=f+f. The S-matrix ele-
ments can be obtained in terms of the asymptotic
form of the radial wave functions ¢ §/ () as (see
Appendix A)*!

. IM UM
H'(@,W—(

27 +1 MM+ T
2iK (=1)

x [G_ﬂr,e'“{' —(~ l)/+JS‘J"'”eigr] . (3)

This boundary condition selects appropriate solu-
tions of the radial equation

ﬁdzﬁzK

lim ¢4/ () ==
e

i anvim vy o)

== 2 MV IMWI G, (4)
M' =M
which is derived from the Schréddinger equation

(see Appendix A). In this equation, y is the re-
duced mass, and

wm|viM’)= ( )+J(J+1)ﬁ)5uu,

2
_Z—Z?[A"'(J’ M)Ad-(j’M)élﬂl'-l

= Ao (Gy ML, M) By ],

where V() is the interatomic potential in sub-
state M and

A, M= [T +1) = £ 12,

In the absence of coupling between the channels,
Eq. (4) reduces to

J(J+1) 2
+ 2077 r)wf() 0. (5)

2u dr® 2y

The general solution of this equation in the JWKB
approximation is a linear combination of functions
e** 94 /912 where

J(J+1)

1/2
0;~=(ﬁzK2 ﬁz—qu”(r)> ’

(6)
re ’
Q= _[1 —uh(yl_)dr’ .

This suggests that one tries solutions to Eq. (4)
of the form

)= b,,,(r)wz—+b,,,(r)e—%7{‘: (7

The standard theory of second-order differential
equations states that, in addition to the boundary
conditions, a supplementary condition is needed
to determine b;,(r).* We have chosen the follow-
ing condition:
e s e e -1 Ea

Qou + p;,e"Qm) =0

M€ ’

®)

which transforms Eq. (4) into the set of first-order
differential equations

’ ¢ . * .
b;”(r) = #b;”e$2o0,” + 5 X x (b;"uei(Q.mu*Q,M) +bjy.e Q4 12Q y) )
M TMY TM+1
X
£ 20,0 g 1 7F D€ AT 1 by e et ) (9)
]
where - and obtain
X e =0, M5, M) /7 10) ,
JM = N a\]» ‘ (10) ;”=2A;M'b;”" (11)
and a prime indicates d/dr. - ow

Except within a
distance of a few A from the turning points
where ®,, is close to zero, these “exact”
equations may be simplified by using the condi-
tions that we have imposed at the beginning. From
X<y, it follows that @, «< @2 /h’ and since j<«<J,

it follows that #X,,/2(®,, (P,mu) «®,,/k. Using
these two inequalities one may neglect the terms
having rapidly varying phase factors in Eq. (9)

where
AI‘I)I' =+ 2-_—7[_':75(}(}”511'14 1
i@ ri® ) *
+X5ubyry 1)e* Q' )

Thus, the inward wave (represented by b;,) is de-
coupled from the outward wave (represented by
b%,). This is the essence of the semiclassical ap-
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proximation and can be considered as an expres-
sion of microscopic causality. However, the semi-
classical approximation requires, in addition,

that a connection can be made between inward and
outward waves at the classical turning point. This
is accomplished provided one of the two following
conditions is fulfilled!*:

(i) |®,y —®us1| <@y +®pys,. This condition per-
mits one to define a turning point, which is com-
mon to all the channels. When in addition VX < V7,
a common trajectory is available.

(i) @ = ®pyar | > X 572 /2(® P 1) */?. In this
case the A, in Eq. (11) are very rapidly varying
functions of ». Thus the substates are not sig-
nificantly mixed by collisions and the 5}, are ap-
proximately constant. This decoupling corresponds
to the adiabatic approximation.

These explicit requirements for a semiclassical
description, correspond, as expected, to the lim-
iting situations that we have evoked in the pre-
vious section. In terms of the potential difference
between the internal states, the above conditions
are, respectively, transformed into

Vi) = Va0 |<< @y + @ pyp))*/ 20 = E (12a)
n e, +e
|Vig(r) = Vigua ) |> X3 1~ I =F, . (12b)
4] ((PJ JMtl)

Condition (12a) requires that the difference be-
tween the scattering potentials for different mag-
netic substates be small enough to allow for a
“single-trajectory” approach to the problem while
condition (12b) requires that the potentials differ
enough so that the collision is adiabatic with re-
gard to the helicity eigenstates. Except in the
vicinity of a classical turning point, E, is of the
order of thermal energy and is much larger than
E, which is of the order of #°K/u». Therefore,
throughout the classically accessible region, at
least one of the inequalities (12) is satisfied by
any potential difference. This guarantees the
general validity of a semiclassical description of
depolarizing collisions.

As an illustration, we consider a simple poten-
tial such that |V, (r) — V., ()| is a monotonic, de-
creasing function of ». Thus if », is a distance
such that E, < |V, (r,) = Vys,(7,) |<E,, the condi-
tions (12a) and (12b) are fulfilled, respectively,
when ¥ >y, and » <»,. This situation is repre-
sented in Fig. 3 which exhibits the overlap of the
adiabatic and single-trajectory regions. In this
situation one may transform Eq. (11) in order to
examine the classical motion character of the
problem. We define a set of classical trajecto-
ries using a time parameter ¢, The radial co-
ordinate »,,(¢) satisfies the equations

(Vy-Vy) 1\
E,
EZ
[o] o r
N——
adiabatic

approximation
single trajectory

FIG. 3. The spatial domains for adiabatic and single-
trajectory approximations are represented in the case
of continuously decreasing |V, (r) =V, (r)|. At 7y both
approximations are valid.

—vpd7u(t) when <0,
V7 (1) when ¢>0,

druy _ (13)
dt

7ul0) = VfrTuP ) ’

where the radial speed v, (r) is

Vs r):{ )/ e <7, (14)

v, )= (P )y /p When r>rg,

and »%P) is the coordinate of the classical turning
point in channel M, with angular momentum 7.

Two different situations may be examined in the
limits that »%P) is larger or smaller than »,.

7P <7, The incident particle first reaches the
radius », at a time ¢; which is M independent as-
suming a common trajectory », (t) for —o <t <t7
(since this interval corresponds to » >7,). In Eq.
(11) we replace bj,(r) by c,(t) defined by

crt) =057, &), t<t; (15)
and find that c,,(¢) obeys the differential equation

a%c_m(t)= 3 Bl Wen ), t<t; (16)
Ml

where
R
B}’m'(” = Z—“L-[XMYJ(t))bﬂ’MA +X;M(rl(t))6M’M-1]

; t
xeXPé [_ [Vdr 'Y = Vv (D ])ar’, t<t;.
’ (17)
In arriving at Egs. (16) and (17), we set (®,,®,,)""
= (@, +® /2= pv,lr) and evaluate the phase dif-
ference (i/7) [’ " (® 4 =®p)dy’ to first order in
Vg = V-
In the region »<7,, the b%,(r) are constant owing
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to the adiabatic nature of the collision for » <»,.
There is a classical trajectory »,, which may be
associated with each helicity state and a corre-
sponding classical turning point »%?). The JWKB
connection formulas are used at the turning point
to relate b},(r) and one finds

0y TF) (rP)
2b}”(r%P) YeQuutron ) = b;u(,rgl?) Ye~Rretrou ) . (18a)

Since the b;,(r) are constant for » <r,, Eq. (18a)

may be written

(TP)
by (re) = b5 ro)e 2 Rm e . (18b)

Connection with the time-dependent c,,(f) ampli-
tudes is achieved by associating

Badraeh, t<ilu (192)
cu(t) = o
By @), £> Lt (19b)

where t}, is the M/-dependent time at which a clas-
sical particle moving along the r,, trajectory
would exit the » <, region. Using Eqgs. (19), (18),
and (6) we find

Crulthy = c,”(t,)exp<—-. ftm‘fu(_’:u(_"_)l‘!'_r) (20)

Fmally, for times ¢ >¢},, we are again in the >,
zone. Each r,, trajectory created for » <7, now
continues into the y >7, region without further
splitting. Thus, each trajectory can be labeled by
its M value in the r <7, region. For t>t}, (i.e.,

7 >7,) there is again coupling of the 5%,(») along
each trajectory. Defining

@) = 1087 ()Y, E>tYy (21)

where rm.(t) is the extension of the trajectory
associated with M=M"' in the  <», region, one
finds that c¥, obeys equations analogous to (16)
and (17). The final value for b},(~) is given by a
sum over all trajectories, i.e.,

FIG. 4. An atom in a superposition state enters the
interaction region with an impact parameter ¢/ + 3)/K.
From time ¢7 to ¢}, or ¢}, no transition occurs be-
tween substates and their respective trajectories may
part from each other. After t}, or t},, a single tra-
jectory starts from the point reached at ¢}, or ¢},.

(@) =1 Z b7 () = Z MCIR (22)

This equation can be put into a more transparent
form if time evolution operators are introduced
such that

()= 2 Ulpr iy )cun(t'), E<ty (23a)
’l"

crut) = ZU,",,(t',t)c,,n(t'), t>th,.  (23b)

One can combine Egs. (22), (23), and (20) to ob-
tain

ibh(=) = ”Z” UM (Ergr )

i (thy
xexp(’—iﬁ j: a (??r'l  yur (T»dT>
: t

J
X Uiu”f(—"o,t;)b;."(—w)- (24)

Equation (24) may be given a simple physical in-
terpretation (see Fig. 4). In order to calculate
the contribution of the Jth partial wave to the scat-
tering amplitude, one starts a collision at { =~
with bj,.(-»). For —w<t<t;, collisions mix all
states along an average common trajectory and
this mixing is represented by Ugn (= «,t;). For
t;<t<t},, the adiabatic states are not mixed by
the collisions and one evaluates elastic scattering
phase shifts along each trajectory. Finally, the
states are again mixed along each of the final
trajectories as represented by Ui¥,(t},., =) (recall
that the superscript M’ labels the trajectory in
the adiabatic region). The time-evolution opera-
tors describe the mixing and shifting of atomic
substates as the atoms move along classical tra-
jectories. The spatial coordinates have been
changed from quantum-mechanical variables into
time-dependent parameters. However, there sub-
sists in Eq. (24) an exponential phase factor which
attests to the quantum-mechanical character of the
translational motion in the region where » <7,.

To get expressions for the time-evolution opera-
tors, one may use Egs. (23), (16), and (17) to ob-
tain

;—tv,’,,,,(t',t)=;B{,,,,,(t)v,’,,,,,(t',t), t<t; (252)

4 :
U, )= Z B (UM (o ), £ Loy

(25b)

subject to

Uz'll(t’ t ) = Gy”' ) Uz”’l’l"(t;u" t.;ll’) = 6‘['”" ’ (250)
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where B}, is given by Eq. (17) and BJ.(¢) is

also given by Eq. (17) with 7 ,(¢) replaced by 7 ;,.(t)

(recall that »,,~ indicates the trajectory associated

with the M” helicity state in the adiabatic region).
An expression for S-matrix elements is obtained

by substituting Eq. (24) into Eq. (7) and making

a comparison with Eq. (3). One finds*!

_” '-( 1 ’E UMr.n(—°° tJ)UJn”(tJ”H,m)

X eXp(EA, +2inyn) (26)
where
"(‘V') m
= _Il_ [ 1y
Nour = hm P dr' -Kr+WU+3)5 (272)
T
and

N 1 f [Verlr 7)) = Vg7 (T D]dr

T ko sn) = Vil W, (270)

o

%P> .. In this case the time interval [t,t},],

during which the trajectories part from one anothi

er, collapses, so that ¢{; and ¢}, may be set to 0

in Eq. (22) which reduces to
ST ru= (= 1YUY y(= 0, 0)exp(n . +iny,) . (28)

where

U= 2912 2 U=, 004 0, ).

This region corresponds to weak (large impact
parameter) collisions.

This is the farthest point which can be reached
in the direction of a semiclassical picture under
the approximation X «<y,. As has already been
noted in Sec. II, the classical trajectories which
have been hitherto considered may not be regarded
as actual paths since deflection in direction 6y,
which is described by the scattering amplitude
[Eq. (2)] involves contribution from all the impact
parameters (J +)/K.

The final step of the semiclassical approxima-
tion is possible provided ¥X < 7,. It consists in
using the stationary-phase method to calculate
the scattering amplitude [Eq. (2)]. This calcula-
tion is performed in Appendix B. In the simplest
case, that of a purely repulsive interaction, one
obtains

e ( 1) ” ” nM
f}-l-ll:'u(e’q’): sme)llz E(Jeu")l/zU{lm:l"("” ty )UJe" v (t} F LT A ®)exp(iA eu +4”?J ,,M")
90 \2 in . T . .
X (aJ ) exp(- 5 - i +M)§— iJ g uv 0 Jexp(—iMe), (29)
ou”

where Jg,» is the angular momentum giving rise
to scattering at gp for an atom following trajec-
tory M” in the adiabatic region. This result is
valid provided that VX «< V7, and Jo,6> 1. The
former condition allows one to use a stationary-
phase method, and the latter condition implies
that validity of Eq. (29) breaks down in the small-
angle diffractive region.

As in elastic scattering, the major contribution
in the sum over J comes from specific values of
J, linking these values and the ‘scattering direc-
tion (6¢). However, Eq. (24) differs from the
usual elastic scattering amplitude in the fact that
for a given deflection direction gy, a distinct im-
pact parameter (J4,~ +3)/K is associated with
each intermediate internal substate M”. For more
general forms of the interaction potential, a rain-
bow angle may be defined and when g is smaller
than it, several values of J are generally involved
in the scattering amplitude for given § and M”.

Throughout this section mention has been made
of classical trajectories. However, this notion

[is actually meaningful, only when collisional ef-
fects on observables are considered. Then scat-
tering cross sections instead of scattering ampli-
tudes are involved. The aim of the next section
is to discuss the classical trajectory picture of
depolarizing collisions on the observables which
are accessible in laser spectroscopy.

IV. DEPOLARIZING COLLISIONS IN LASER
SPECTROSCOPY

In a gas cell, the quantum-mechanical state of
atoms within a small domain of position-velocity
space around (¥,¥) is most conveniently described
by the density-matrix elements p (¥, ¥) where
o and o'’ label internal states. We shall limit the
discussion to the case where o and a’ belong to
the same j level since we are interested in study-
ing the effect of depolarizing collisions. The gen-
eral transport equation which determines the col-
lisional evolution of density-matrix elements of
“active atoms” immersed in a perturber bath is
given by? :
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L ohe| == Z T @)plyg (F, 7, £) + Z [ atowep @, 9phn (£, 77,0), (30a)
v coll a’B’
where
rap@=n [ & 2t v b
s = v, W, {,) —iz[faa,(vr,v,)bﬁs,-fﬂa.(v,,vr)ﬁaa.] (300)
and
W @,%)= Nfd% fdsv ST =T =IW, [T =¥ +Y)6, =00 ooV, 7,) f3,5(¥2,7,) (30c)

where V_ is the relative velocity between active
atom and perturber, W, (¥,) is the perturber equi-
librium velocity distribution, ¥ =(u/m)® -%,),

N is the perturber density, and £,.,,(V.,¥,) is the
a’,V! - a,7, inelastic scattering amplitude. In
our case the internal state is labeled by the mag-
netic number » and the relevant scattering ampli-
tudes are f,,.(¥!,V,,A) where m and m’ are taken
along a fixed quantization axis A. This scattering
amplitude may be expressed as a function of the
scattering amplitude in the helicity representa-
tion by

Fum (759, A) = Z} DI ®)D 0y RV L4 (¥2,7,)
(31)

where & =(¢,,, 6,,,0) and &’ =(¢,;, 6,;,0) and ¢
and ¢ are polar angles with respect to A.

In traditional optical pumping experiments in
which depolarizing collisions are studied,* neither
the vapor excitation nor the signal detection is
velocity selective. In these experiments, the
broadband excitation creates density-matrix
elements p! .(F,¥,¢) in a state of given j and the
intensity of radiation emitted (or absorbed) from
these mm' substates in a given direction and with
a specific polarization is monitored. With broad-
band excitation and detection, the signal is a func-
tion of velocity-averaged density -matrix elements

P (Fs10= [ @0 ply .9, )

I

and provides some measure of the effects of de-
polarizing collisions in level j. Integrating Eq.
(30a) over velocity we find

d

_i , = f /’ II’ . -
S ®0| == T [ a0 @t 00,

(32a)

where
v = T @) = [ dSow @), (32b)

Equation (32a) does not decouple y and p; however,
an approximation that is often made?®? is to neglect
the ¥ dependence of the y’s. In effect, one re-
places y™."" (V) by

™= [ Cow@ymr @), (33)

where W (V) is the active atom velocity distribu-
tion. A good approximation to Eq. (32a) is then

d "o
EZ”’W‘*"" = X YRR Dhemn(F,1). (34)

coll m'mm

The 47 "'" describe the (velocity-averaged)
couplmg between magnetic sublevels and, as such,
reflect the nature of the collisional interaction.
Thus the structure of the 47, "" can provide some
insight into the collisional process. By combining
Eqgs. (33), (32b), {30b), and (30c) and performing
some of the integrations, one may obtain?

e <N [ a%ow, @ ( 2L e T = F T V)b = [ @R For (T2 0, )f B (91,9 ,)) (35)

This expression can be written in terms of S-matrix elements if Eqs. (31) and (2) are used for the scat-

tering amplitudes. The resulting equation can be simplified by using the relation D,

(8,¢,0)

=Y 4Dy (R)DY¥,+(®’) and other elementary properties of the D matrices. The integrals over a%,, and
dQ,; can be carried out and, after some cancellation of terms, one is left with
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=S (-1)”(ZI+1)(ZI’+1)(2f+1)<j jf)(" i f)(" i f)(" 7 f)
m -m' q m" —m™" q M -M' q M" -M" q
(J I f
X

L V (4 q) _[dv,W,(v,)v:(buu.GM,Mm—S‘;’,"MS{,:"*M.), (36)

where the sum is over all repeated indices (except j). Equation (36) contains the selection rule m —m”
=m’ —m" which may also be obtained from symmetry considerations. One can verify thaty ™ ™" =0, re-
flecting the conservation of probability 3, dpu, (¥, )/dt | ou=0.

Using Eq. (26), one can write the dynamical factor appearing in Eq. (36) as

!, - - ’,
Bugrnsg Oy = Sb Sty = Sugmar Oy = 2y UL Bmns(= 0, 850U (= 00, 65 UIEE(E5 00, +0)
m'

X Upi(tyns +0)exp[~i(a LYy, - ALY ) | exp - 2i(np, = ny,)]. @37

In writing Eq. (37) we have implicitly used the selection rule |J -J’| <j which is imposed by the 3 —j sym-
bols appearing in Eq. (36). Since J>j, differences between J and J’ can be neglected in all but phase fac-
tors. In the previous section it has been shown that the quantum-mechanical aspect of the translational
motion is concentrated in the factors exp[- 2i(n,.,. = 7,,)]. The other factors describe the evolution of in-
ternal substates along classical paths »,,(t). Let &J, be the angular momentum for which »7§’ =7,. In Eq.
(36), the sum over J may be regarded as a sum over the impact parameter (J +3)/K, in analogy with the
classical mechanics calculation. In the region where J >J, [or r°<rf,T,P )] a common motion approximation
is valid. Since |J -J’|«J, the phase difference in Eq. (37) can be expanded under the form

N rp:
Mytnr =T =M =Ty + (I =) 22, (38)

where 287,,./8J can be identified as the classical deflection angle 6, (see Appendix B). Then, following Eq.
(28) one reduces Eq. (37) to

Bumu Oursg=Su%urSuru=0umurOyny=ULlmy (=0, +0)UT (=0, +e0)

X eXP,% ]: (Vo7 s () + Vg s (00 = V_yk7; (1)) = V,, (r , ()}t exp[ —i(J" - J)6, ],

(39)
where (n,, - 1,,.) have been expanded to lowest K< 7.. This condition is not sufficient to regard
order in the potentials. This expression describes the atoms as wave packets of dimension much
the substate mixing along a single trajectory », ). smaller than the interaction distance. Thus, in

When J <J, [or r,>7%P)], it may be verified that analogy with JWKB calculations of scattering am-
|10 = Npm |>> 1 and that the factor exp[- 2i(n,,. plitudes, the classical trajectories that we have
-1,,)] averages to zero by summation over J and mentioned are not really followed by the atoms.
J’ for |n|#|n’|. A classical trajectory »,, may A specific evaluation of ™, ™" will be given in a
still be assigned to elements of the density matrix future work.
which are diagonal (in the helicity representation)
on entering the region » <, but the classical pic- Velocity selective laser spectroscopy
ture fails for nondiagonal elements. In other In velocity selective laser spectroscopy, the
words at » =7, the magnetic substate populations relevant quantity which describes collisional ef-
Psasn are scattered along separate trajectories fects is the collision kernel W7, ™" (¥,%). Calcula-
7y, but the coherence between substates is lost tion of this kernel from Eqs. (30c) and (31) re-
owing to trajectory separation. After the depar- quires the knowledge of products of differential
ture from the region r <y,, substate mixing starts scattering amplitudes of the form
again alon.g each se.para.te tr.ajectory. In lsome £ (T, ) (@)
sense the images given in Figs. 2(a) and 2(b) are v Tr MM T Ty
valid when the interatomic distance » is, respec- The stringent condition VX < V7, is needed to ob-
tively, larger or smaller than »,. To work out tain a semiclassical approximation of this quan-
this semiclassical picture, the only needed con- tity. We consider still the simple case of purely

dition on the de Broglie wavelength has been repulsive interaction for which a semiclassical
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scattering amplitude has been calculated (Eq. 29).
Since Eq. (29) is valid only if J4,6>1, a supple-
mentary assumption is needed to take into account
small-angle scattering. We suppose that the width
of p,..'@&,¥,¢) in velocity space is much larger
than the velocity change which corresponds to the
deflection angle defined by Jg,6=1. Thus, the
collisional transport equation may be written

APy
dt

= Z _F:inlmmm(v)pmnmm(f v t)

coll mmm

+ 2 Pmrrmm (F, Ty t)_[d SownaTe @, V)

mrm"

" 2 fds’l)’W:mmm(v’ v)pmnmm(f V t)
(40)

where W ™" (¥, V) describes collisions which are
such that J,,6>1 and W™, ™" (¥, V) describes the
remaining very small-angle collisions. The first
two terms may be calculated in the same way as
Yl '

The semiclassical approximation of scattering

amplitudes is needed to determine W7 ¥, ¥

. J

F5%r(6,0) firnu(6, @)= de
K?7sing |——
0
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FIG. 5. The scattering of two-substate atoms at angle
0 results from the contribution of two trajectories: the
one which enters the r < 7| region in substate 1 at im-
pact parameter (Jy, + 3K (@) and the one which enters the
7 < 7y region in substate 2 at impact parameter (Jg,
+3)/K (). Along each trajectory mixing between sub-
states occurs for 7 < 7;,. The trajectories of substate 2
in I and substate 1 in II would lead to scattering at an
angle other than 6 and are, therefore, not continued in-
to the 7 < 7 region.

As above, two collision regions may be distin-
guished depending on whether J,, is larger or
smaller than J,. When Jg,>J,, a single trajectory
is available and one obtains

J Ji
U_e”m”r(— ©, +°°)*U_?4"y(‘°°) +°°)

X exp%“’- _[D At[V_yml7 ;) = V_”n(r,e(t)) + Vil (1)) = V,,(r,e(t))]

X exp(_ i(M'" —M" +M- M')%) (41)

for use in Eqgs. (30c) and (31). This result contains the product of a semiclassical elastic differential scat-
tering cross section by a factor which accounts for the MM’ transitions along this trajectory.
When J g, >J,, distinct trajectories corresponding to distinct substates may contribute to scattering at

8y and

. 1 J
£, 0) £, (6,0)= mz (Tond 0g )20 80,

x exp[- (AT - A

(ae 96 Y
3J g, 9 gp

The last factor in Eq. (42) represents interference
effects between diverging trajectories. Its angu-
lar dependence is given by

—T’Jenn) - (Jen' _Jen)0]= Jen _Jen' .
(43)

This angular dependence leads to oscillations of
m m™ (%, %) as a function of ¥ and ¥. In

d
%[2(77!9',:"'

Tonm’ )]exp(— i(Mm -

(=0, £5)% U700 (= 0, t5 UL (81 0V USTE" (01, )

-M M)y il —M)<p)

1/2
) exp[Zi(n,e",,,'—T/,en,,)+i(Je,, —Jg,)0]. (42)

f Whom (7, ¥)ommm(V/)d%v’, the integral over v’
averages to zero for terms w1th |n|# |n’ | provided
(u/m)u |Jgy—Jgar| ! is much smaller than the
width of p,,+(¥) in velocity space, where u is the
active-atom mean speed.

The net effect of scattering in direction 6¢ for
a two-level system in this limit is shown in Fig.
5. The angular momenta Jg,(i =1, 2) correspond
to scattering of an atom in state ; through the
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angle gp. For »>r, the substates are mixed by
the collisional interaction along each of the two
trajectories I and II. For » <7, the two states in
each of trajectories I and IT are split by the col-
lisional interaction, but only one trajectory in
each leads to scattering at (6p). Finally, the
states in a given trajectory are again mixed for

r >7,. The internal final state is a combination
of internal states which have experienced the his-
tory shown in Fig. 5. When the above conditions
are not fulfilled, no simple picture can be given.
It should be noticed that the phase factor in Eq.
(42) cannot be clearly separated into a “spatial
phase shift” which would represent interference
effects between diverging trajectories, and an
“internal phase shift” which results from internal
substate mixing and which is present along a com-
mon classical trajectory.

Thus, the methods used to calculate y7, ™" and
wm ™" (§,7) are perfectly consistent with the
JWKB and classical trajectory approximations,
respectively, that are used to calculate total and
differential scattering cross sections. Assuming
A<7,, the result for y™, ™" can be interpreted in
terms of a large number of partial waves giving
rise to scattering at angle 6¢ with no classical
correspondence between impact parameter and
scattering angle; however, the relevant phase
shifts and substate coupling are calculated along
classical trajectories (just as the n, are calculated
along classical trajectories in the JWKB evalua-
tion of collision cross sections). Under the more
stringent condition VA «<Vr_, the derived expres-
sion for the kernel W7, ™" (¥/,¥) can be interpreted
as arising from collisions having the appropriate
impact parameter to give rise to classical scat-
tering at gp. There may be a number of such im-
pact parameters reflecting the different inter-
action potentials for the various magnetic sub-
states.

We have not attempted to give an interpretation
tow? ™" (¥, ¥) under the less restrictive semi-
classical condition A <7,; in this limit the large
number of partial waves contributing to each scat-
tering amplitude leads to a very complicated ex-.
pression when bilinear products of the scattering
amplitudes are taken to form the collision kernel.
Only when ¢otal cross sections, such as those
represented by 477", are evaluated does one re-

mm
gain a result with a simple physical interpretation.

V. SUMMARY

In view of understanding the signal formation in
laser spectroscopic experiments when depolariz-
ing collisions are present, we have developed a
semiclassical theory of these collisions. First

we have shown that single-trajectory approxima-
tion and adiabatic approximation can be combined
to obtain a generally valid expression for the
semiclassical phase shifts (provided X «<r,). An
explicit calculation of this phase shift has been
outlined in the simple case of a continuously de-
creasing difference of the substate dependent in-
teratomic potentials. The conditions of validity
for using a semiclassical scattering amplitude
have been examined and the case of a purely re-
pulsive interaction has been treated in some de-
tail. Using semiclassical approximations to the
scattering amplitudes, we investigated the nature
of the depolarization collision kernels and rates
which enter into laser spectroscopic experiments.
For these two quantities a picture of the scatter-
ing, in terms of classical trajectories, has been
given. In a forthcoming paper, expressions that
we have obtained will be used in a numerical cal-
culation of the corresponding signal profiles which
could be observed in laser spectroscopic experi-
ments.
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APPENDIX A: DERIVATION OF THE RADIAL
EQUATIONY?

A convenient set of commuting observables in
the center-of-mass frame consists of the Hamil-
tonian #, j%, and the total angular-momentum
operators J?, J,, where J, is taken along a labora-
tory fixed axis of quantization Oz. The corre-
sponding eigenfunctions are ¥/ (¥,5) where M,
is an eigenvalue of J, and j denotes the ensemble
of electronic coordinates of the colliding atoms.
The total Hamiltonian # is

H=Ho(5)+£+V(f,ﬁ),

where Hy(p) is the internal Hamiltonian, V(7,5)
is the interatomic potential, and

2 2,2 _o71.7%
Pl L2
97’ 7
The Hamiltonian, without internuclear motion, is

123-2
Ho=BolD) + 23 +V(E,).

Its eigenfunctions are ¢.(r, ) where M’ is the
simultaneous eigenvalue of J,, and j,, along the
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rotating axis of quantization ¥. The expansion of
WI(E, 5) in terms of ¢4(r,5), and the wave func-
tion ¢ J.(r) describing the scattering is’

BT, p>--2;s>‘,,,,,(a)¢ ), ) s

where ® is the rotation which brings ¥ along Oz.
We substitute this expression into the Schrodinger
equation

ﬁZK $ Y (F, 5) = HEM(F, 5) ,

where K is the magnitude of the relative motion
wave vector. Projection on @J*(r,p) leads to the
radial equation

(ﬁdz 7 _ aan2
P d _r.

L v ) o)

== 3 MV,
M =M

where .

fd’(p r,p)—qJ{,(r,p)

J(T+1) =20 +j(j+1) ,
a1y 13y = (o)LL =21 2 D),

2

7
- WD*(J’ MM (G, M)Byyr_y
+2 '(j’ M)X-(J’ M)GIIM'H] ’

AT, M) =[J(T+1) =M’ (M £ 1)]'/2, and V,(») is
the value of the interatomic potential in substate
M. In the diagonal term, the contributions which
contain 7 and j(j + 1) - 202 may be neglected as
they are of the order of /7.

The boundary-value condition which is necessary

to select the appropriate solution of the radial

equation is determined by the asymptotic form of .
a scattered plane wave which is

|K°! = ”(") + Z —_— f},‘f},,(e, ‘ﬂ)@{l'(w) 5) ’

where @,(p) is the electronic wave function as-
suming that the quantization axis is along K, and
fhel (6,9) is the scattering amplitude in the helicity
representation. The connection between @ (p)

and ¢4 (=,p) is

- 3Ol @)l =, P
M

Expansion of the plane -wave function in terms of
spherical harmonics leads to

Z (21+1)2J +1)(e |Kr_(_1)le-il(r)
% (l i J <l j J)
oM - ) 0 M -M
XD _y_ R}y (,p) .

Summing over [ and using Eq. (2) one finally ob-
tains

ele¢y(p)~‘

1 -iKr iKr
Ve oo ; @I+D[=(=1)*5,,_ e~k + 8] ,.e'7]
X (= D MDLE Ry (=, ).

Since ¥ =Y, ¢ /i¥'(F,7), we see that the asymp-
totic form of the radial wave function is?®

2J+1 ’
== -1 M-M'+i+J
lim g 4l ()= 5K (-1)

y—>o0

X [6_yyre =K = (= 1) 85,0 K],

APPENDIX B: STATIONARY-PHASE
CALCULATION

The needed approximation for D, (¢, 6,0) for large J values is given by Brussaard and Tolhoek,*

-1/2
D%,(0,6,0)= < sm9k(9> sin(;i+Mrr+W,’m,(9)),

where

k(8) =[J? - (M?+ M'? = 2MM’ cosg)/sin?g]*/?

and

Wiy (6) =J cos=[(J2 cos6 — MM')/(J? = M?)*/3(J2 -

(B1)

(B2)

MIZ)I./Z'I

~ Mcos~[(Mcosg - M’)/sing(J? — M*)*?] = M’ cos~*[(M’ cos 6 — M)/sin6(J* — M'*)*/?]., (B3)
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This approximation is valid provided W¥,.(6) > 1.
This expression is substituted into Eq. (2). The
sum of the term involving &, vanishes'” and one
is left with

(=

Fiun (8, @) =" 52— E (2J +1)S5,, D45 (0, 6,0),
(B4)
where S,,,,, is to be given by Eq. (26). The quanti-

ties UJ¥.(t,1') and exp(iaj¥}), appearing in Eq.
(26) are slowly varying functions of J with respect
to exp(2in,,~). Thus, they can be taken out of

the sum over J and evaluated at a point of maxi-
mum contribution to the sum. One may use the
stationary-phase method to calculate

fdJexp[Zin,,.. £iWh,(0)]. (B5)

The stationary-phase condition is d/dJ[2n ;~ |

. 1 20\
f‘l,}:,,(e,W—W;(JeM") (BJ )

x EXD("Z'% -i(M’ +M)%—iJeM,9>exp(—iMcp).

This expression is bound to the validity of the
stationary-phase approximation which requires

that
92 -3/2
o <a 0) <

This condition generally reduces to VX< v7,. One
has to also take account of the condition of valid-
ity of the approximation used for D7, (0, 9, 0).
first order in M/J the approximation demands

that

1. (B10)

Jeu"
M M
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+ Wy, (6)]=0 which leads to
d’n ” - J2 cosf - MM’
2—# =t COS 1((J2-M2)1/2(J2 —M'Z)lﬁ) (B6)
or, when M <«J,
angy» M MM M7
2-—7;:']“'—=t6+0<3;,—ﬁ—,32—). (BT)
The classical deflection angle 6 is defined by
dn ”
=2 —L” B
e Fr: (B8)

where dn,yn»/dJ satisfies Eq. (B7) to first order
in M’/J. A set of angular momenta J gy» May
satisfy Eq. (B8). We restrict now our calculation
to the single case of a purely repulsive potential.
Then =6 and the semiclassical scattering am-
plitude may be evaluated from Eqs. (B4), (22),
and (B1) using the method of stationary phase.
One obtains

(_oo t )UJGM"M

a’ M"
. Tg ,
M (0 )exp(ia ol + szeM"M")

(B9)

I

|J, mg SING|>1 . (B11)

The points of stationary phase for channels M
and M’ are well separated provided that

|Jyo = yrel> @ 6/0J)"1/2. (B12)

The fulfillment of this condition implies that the
wave packets in channels M and M’ do not over-
lap. When condition (B12) is not fulfilled the dis-
tinct wave packets coalesce into a single one, but
Eq. (B9) is still valid, since Eq. (B8) still has

a single solution for a given value of M”.
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