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Two-photon laser-induced radiative collisions
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We present a semiclassical treatment of two-photon. laser-induced radiative collisions. We treat the two-
photon—one-collision and two-photon-two-collision cases. We find a new intensity-induced collisional shift which
makes the two-photon line shape highly sensitive to the intensity, and may make the line shape symmetric.

During the last few years considerable theoreti-
cal and experimental efforts have been devoted to
describing absorption or stimulated emission
resonances that are only present during collisions
of excited atoms with ground-state atoms of
another element (radiative collision). In a radia-
tive collision the initially excited atom, having
excitation energy €, returns to its ground state
and leaves the second atom in an excited state of
excitation energy nearly equal to €+ 7Zw. Large
cross sections (i.e., several A2) are predicted’
and were measured at power levels ~10” W/cm?
in cases where no excitation transfer occurs in
the absence of the laser field. Although the possi-
bility of laser-induced multiphoton radiative colli-
sions has been previously suggested,? it is only re-
cently that an experimental effort has dealt with it.?
During the collision of Ba and Tl ground-state
atoms, two photons are absorbed which result in
the simultaneous excitation of both atoms.

In this paper we examine the theoretical aspect
of two-photon induced radiative collisions using
a semiclassical approach. We find that when all
the radiative interactions take place with only one
of the atoms, the process can be transformed to
an equivalent form of a single-photon radiative
process except for an ac Stark shift and the intro-
duction of an effective two-photon coupling in
place of the single-photon coupling. The line shape
has an extended red wing as is encountered in a
single-photon radiative collision.*'> However, in
the case where both atoms couple to the electro-
magnetic field, we find that the process proceeds
via a two-collision process and hence, the above
simple substitution does not hold. The overall
radiative collision coupling is proportional to the
product of an effective two-photon coupling and

)

an effective two-collision coupling. In addition

to ac Stark shifts, we find that a new intensity-
induced collisional shift is introduced. This induced
shift is interesting since it makes the line shape high-
ly sensitive to the laser intensity. Moreover, it
may cancel a major part of the collisional shifts
and hence, cause the two-photon line shape to
exhibit symmetry for a certain intensity while

the absence of this shift will in general result

in an extended tail. .

We consider the collision of atoms A and B in
their ground states in the presence of the radia-
tion field €= E, coswt which does not resonate
with any of the transitions in either atom. We
are interested in the process where both atoms
emerge from the interaction excited. In describ-
ing the process, we treat the motion of the nuclei
classically; moreover, we assume that the domi-
nant contribution comes from large internuclear
separation where electronic overlap is negligible.
Hence, we represent the system with a product
of atomic states, and write

H=HA+HB+VAB‘EA'E—JB'E, (1)
where A, and 74 5 are the electronic Hamiltonians
of isolated atoms A and B, V,;(#) is the atom-
atom interaction, and the other terms are the
laser field-atom interaction terms in the dipole-
classical field approximation. We will treat the
magnetic number degeneracy by treating the atom-
atom interaction in the rotating atom approxima-
tion where V,; matrix elements are evaluated by
assuming the transition moments are always
aligned along the line joining the nuclei.

Consider the first case where only one atom in-
teracts with the field. The state vector of the sys-
tem is taken to be of the form (see Fig. 1)

[ 9(8)) = a,(£) | 0a) |Ob) + a,(¢) | 1a) | ObYexpliw,t) +a,(t) | 2a) | 0b)expli(w, + w,)t] + a,(t) | 1@) [1b)expli(w, +w,)t] .

In the process the initial state |0a)|0b) is vir-
tually excited by the electromagnetic field to the
state |1a)|0b), which in turn is virtually excited

]

(2)

f

by the electromagnetic field to the state |2a)|0b).
Finally, a collisional transfer from |2a)|0b) to
|1a) |15) nearly converses the overall energy for
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FIG. 1. A partial energy-level diagram of the two-
photon-one-collision interaction.

F

the transition. Thus, substituting Egs. (1) and
(2) in the time-dependent Schrodinger equation
gives the following equations for the time-depen-
dent coefficients in the rotating-wave approxima-
tion:

%‘:ﬂ- =ip,E exp(ia,t)a,,

% =iptAE, exp(—id,1)ay+ip, JLoexp(igtla,
%L= ipd,Eexp(—-ia,t)a, +iV,expiajt)a,,
%:iV;‘ exp(-iAlta,,

lay(~)|*=4a’E}

where A,=w, = w, A,=w, =W, Aj=W;=W,, iy

is the matrix element of the dipole moment p;, of
atom A in units of %, and V, is the matrix ele-
ment (|1a[(1b|V,5,|2a) |0b) /7.

We take [A,[, |A,], and |A| large enough such
that A, >, ,E\, 4,3 u,,E,, A;>V,, and IAl
+4A,|=p,,E, These conditions also imply that
da,/dt < A,, da,/dt << A,, A, hence, we can inte-
grate the equation for a, by parts and keep only
the leading term. The resulting expression for
a, is then substituted in the rest of the equations.
Integrating the resulting equation for a, by parts,
keeping the lowest-order term, and substituting
back gives

%a;‘l+i(b(E§+b;E3)ao=icgE§V2 exp(i 6¢)

and

%{"-'H'bana3 =ic;E2V, exp(-ibt)a,,

where b and c¢{ are functions of the various de-
tunings, and 6=A4,+4,+ A is the detuning from
exact resonance. These two equations are iden-
tical to those of single-photon radiative colli-
sions,’ except for the two-photon coupling C;}E?
and the Stark shifts. In the weak-field limit,
these two equations reduce to a,=1 and

=ik, pd E2VE[a (A, +4,)] lexp(-ibt). (3)

In the dipole-dipole interaction V¥ =7#u, u,5/R?
where R%*(¢)=p?+V2t? p is the impact parameter,
and V is the relative speed of the atoms. When
E, changes very little over the time of collision,
Eq. (3) gives :

j;wR"‘(t)’cos(j:[CR'S(t)+6] dt) dtr, (4)

where a?=#2p2, ui u25[A,(A,+4,)]72 and C=#2p2 u25/A,.
Consider now the second case where both atoms interact with the radiation field. The state vector of

the system is taken to be of the form (see Fig. 2)

()= |0a) |0b)ay(2) + [0a) | 1b) exp(Ew,t)a,(¢) + |1a) |0b) exp(iwli)aa(t)
+ |2a)|06) expli(w, + w,)t]al () + |1a) |16) expli(w, + w,)t] a,(?). (5)

In the process, the initial state |0a)|0b) is virtual-

ly excited by the electromagnetic field to the state
|0a@) [1b). A virtual collision then transfers the
excitation from |[0a)|1d) to the state |1a)|0b)
which in turn gets virtually excited by the electro-

I

magnetic field to |2a)|0b). Finally, a collisional
transfer from |2a)|0b) to [1a)|1b) nearly con-
serves the overall energy for the transition. Thus
the time-dependent Schrédinger equation gives in
the rotating-wave approximation:
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FIG. 2. A partial energy-level diagram of the two-
photon—two-collision interaction.

da, . .
7;1:,“_ sEexpiaitla, ,

da, . S . . ‘
El =i E, exp(—iAlt)a,+iV, exp(-iagt)a,,

#: iViexplialt)a, +ip, Eexplid,t)aj ,

th =ip¥,Eexp(-id,t)a,+iV,exp(-iat)a,,

98, _iv rexpliagtal ,

— I'— —
Al=w;—w, 8, =Wz =Wy,

Ay=w,—w, Ay=w,=Wwg,

Kig= (1 '“’BZ l1b>/ﬁ: “-24=<1a|l142]20>/h— ,
V,=(0b[(1a|V 457 10a) | 16)/A,

V,=1a[(15|V,52|0b) |2a)/F .

We take pigE,< IA”, V=< IAéI, [TPPVIIES IAzI;
V,< |a,l, |al=a4l|=]a,|>V,, and eliminate

a,, a,, and a; sequentially by integrating their
equations by parts. The resulting equations have
the form

da,
-(—1-2‘1 +iS,a,=C,E%V,V, exp(idt) a,
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and

%‘L +iS,a,= C E2V¥Viexp(-ibt)a,,
where S,=b,E2+b, E2V2+b,Ej V3, S,=b,V3, &

=A, +A, - Ay - A} is the detuning from exact reso-
nance, and the coefficients b; and c¢; depend on the
various detunings and the dipole-moment matrix
elements. This effective two-state system is
similar to the single-photon process except that
an effective two-photon coupling replaces the
single-photon coupling, and an effective two-col-
lision coupling replaces the single collision
coupling, and except for some additional shifts.
The additional shifts are the ordinary ac Stark
shifts (b,E%) and new novel intensity-induced col-
lisional shifts (b, E2VZ+b,E3V}). These induced
shifts can be used to control the overall shift
between the initial and final states making the

line shape highly dependent on the intensity. In
fact, one can conceive of a situation where most
of the shift cancels out. In this paper we will
consider the weak-field case to explain the effects
of these shifts, and leave the strong-field case for
a later study. In the weak-field limit, the pro-
cess is described by the following equations:.

B via, BYVY/a0)a,0, (®)

da, .(V2 . -

E"-H(z?)as:za‘,EﬁV’;V;e 6t (7
where

a,= piglaj(ag-an]™,

a,= “fﬂﬂzA[A{(A(; -ANA[+4, - Aé)];l ’
Al-Al=w-w,, and A]+4A, - Al =w,+w, - 2w. We
keep the shift proportional to E2V? in Egs. (6) and
(7) since even in the weak-field limit, this shift

may be of the same order as Vi/A, When E,
changes very little over the time of collision, Egs.

(6) and (7) give

las(e)|®=4a3ES

© 2
f V*V*cosSdt| , (8)
o

where

t
S= f (C'R™® - b)dt,
0

C'=n?u2, p2 05 =R Eduipni 007t

In the dipole-dipole interaction Eq. (8) becomes

fR'G cosSdt
o

2

las(=)*=4|a’|*Es ; ©

where
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' = AT T eI
[atas-ad(al+a,-

a )l =i (pis/aa.
We now discuss the line shape of the process.
The absorption cross section ¢ is calculated from
the integration of |a,(~)|2 over the impact para-
meters. A thermal average of the cross section
0 then yields an absorption rate. For large C

or C’, all impact parameters can be integrated
over because the frequency shift becomes large
for R values < 15 A, and there is no change in a,
at R values where overlap is important and devi-
ations from straight line trajectory occur. In
fact, a universal line shape exists for the two-
photon—one-collision case in analogy with the
one-photon-one-collision case.® This line shape
is given by the thermally average cross section,
T =a’EYC|~23(2kT /1)~ *"*J (x) where T is the ab-
solute temperature, u is the reduced mass,
x=G|C|*5(2kT /u)~3/6, G is the signof C, and J

is a function which essentially gives the line shape.

The line shape is asymmetric with an extended

red or blue tail corresponding to G=+1 and G=-1,

respectively. A universal line shape also exists
for the two-photon-two-collision case: It has a
similar expression to the one-collision case ex-
cept that J takes on a different function because
the coupling involves R~® rather than R™3.

In the case where C ~(C’ is large, the contribu-
tion from the two-collision case is smaller than
the contribution from the one-collision case. This
is because the radiative collision coupling in the
latter is smaller than that of the former by V,/A}.
Although at small impact parameters this factor
becomes larger, the dephasing factor cuts off
contributions from this region more severely.

At some intensities, however, C’ can become
very small even in the weak-field limit. For
example, taking pi,,/u,,=0.12and A}/A,=0.1,
then C'=0 for uZE3/[al(af-a])]=10"3. The
situation where C’ is very small suggests a large

coupling coefficient in the absence of any dephas-
ing effect for all internuclear separations R = 4 A
This could lead to extremely large cross sections
for the process. Moreover, because of the ab-
sence of the shift, the line shape is expected to
be symmetric. However, because of the detuning
at small R, orbiting phenomena play a significant
role. An estimate of the magnitude of the cross
section at the peak of the resonance can be deter-
mined from Eq. (9) by taking C’=0and §=0. In

~ this case |g4()|2=1.57a’?EL/(p'°V?). A lower

limit on the estimate can be found by calculating
the contribution from impact parameters where
orbiting is not important; that is,

g f 2rpdplas(<)]|®=3n*a" E5(Ve;) ™.
pc

Taking p,=4 &, V=5x10% cm/sec., p,,=0.4 a.u,,
pia=4au., pp=4au., pi EY/[Aj(AL-A0)]=1078,
Al~A,~A%=2500 cm™!, and A,=1000 cm~!, then
0,>0.6 A%, The cross section at the peak of the
two-photon-one-collision case is estimated to be
8ra’E4(V?p2)~!, where p, is the Weiskoff radius.
The ratio of the cross section of the one- collision
to the two-collision case is ~i2ui,p3(A}%pg)!
Taking A,=5000 cm™, thenii®ui,ui;/A,=1.2
X10-% Jcm®, p,=13 A, and the ratio is 10°.
Therefore, the one-collision contribution is negli-
gible compa.red to the two-collision contribution.
The line shape in this case is symmetric.

The fact that the cross section of the two-colli-
sion case is larger than 0.6 A? makes the process
measurable. We will, however, analyze the
strong-field case in a later work. The strong-
field case allows more choices of a system for
experimentation.
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