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In the present paper a diagrammatic analysis of the density operator for the evaluation of nonlinear optical
quantities is considered. The present approach extends earlier diagrammatic analysis by treating the time
evolution of both the wave function and its complex conjugate. Time-ordered graphs result, each of which
corresponds to a term in the density matrix. Examples involving the third-order susceptibility are discussed
for both monochromatic and pulse excitation. In particular coherent rotational transient birefringence is
discussed. The diagrams provide a convenient means by which nonlinear optical processes can be precisely

defined and the susceptibility readily evaluated.

I. INTRODUCTION

In the present paper, we would like to discuss
diagrammatic techniques for the evaluation of
density-matrix elements to any order of perturba-
tion theory for the purpose of obtaining nonlinear
optical susceptibilities and polarizabilities." This
approach presents several advantages over a
straightforward evaluation of the density-matrix
equations. First, since each term of the density
matrix for any order of perturbation corresponds
to a diagram, a clear and distinct display of the
specific perturbation sequence that will result in
a particular density-matrix element can be dis-
played. Thus, the significant density-matrix ele-
ment contributing to a response can be uniquely
and correctly specified. Second, the algebra can
be significantly simplified for many calculations,
since once rules are established for the evaluation
of density-matrix elements associated with a gen-
eral diagram, perturbation theory is automatically
accomplished by applying these rules to specific
diagrams. In many cases in nonlinear optical cal-
culations such rules will become more important
as the number of density-matrix terms contributing
to a nonlinear optical response becomes large. A
third significant advantage of the diagrammatic
(or Green’s-function) approach isthatdampingis
more rigorously included. In contrast to the den-
sity-matrix phenomenological damping terms,
Green’s-function techniques have been utilized to
calculate the characteristics of collisional decay
from fundamental principles. A fourth advantage
to be obtained by the use of diagrams is that many
terms calculated from density-matrix perturbation
are similar except for time ordering of the various
photon interactions. This time ordering, which is
clearly displayed diagrammatically, is fundamen-
tal and can change the characteristics of otherwise

18

similar nonlinear optical processes.

The diagrammatic evaluation of nonlinear optical
susceptibilities has been considered in the past,
in particular by Ward,? Marcuse,® and others.
Although many processes could be evaluated by
these authors, essential aspects were not included
which prevented a full application to the density
matrix; in particular, as will be seen, they omit-
ted an account of the time ordering, and a con-
sideration of damping, both of which are crucial.
Diagrammatic approaches that have considered the
time ordering in nonlinear optical calculations in-
clude that of Bonch-Bruevich and Khodovoi,* who
treated multiphoton absorption probabilities ex-
plicitly considering the time ordering. More re-
cently Omont, Smith, and Cooper® have utilized
such techniques essentially to evaluate the diagonal
components of the density matrix (transition rates)
to describe resonant spontaneous Raman scatter-
ing. The rate of resonant two-quanta absorption,
with a consideration of the Doppler profile, using
a diagrammatic visualization of the important
terms has also recently been presented by Bordé.®

In the present paper, we use these diagrammati-
cal techniques for an evaluation of the density-
matrix elements and, in particular, for calcula-
tions of nonlinear optical polarizations. In order
to demonstrate clearly the advantages to be of-
fered by such techniques, we develop the rules
for the evaluation of the density-matrix diagram
for monochromatic excitation” and subsequently
apply these techniques to the evaluation of several
susceptibilities which have been deduced previous-
ly by density-matrix techniques. Following this,
the diagrammatic technique is applied to the deri-
vation of transient nonlinear optical responses
and, in particular, to that of the molecular rota-
tions excited by electronically resonant ultra-
short pulses.
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II. GENERAL FORM OF THE DENSITY-MATRIX SOLUTION
AND ITS DIAGRAMMATIC REPRESENTATION

The general nth-order perturbational solution
to the density matrix has been obtained by several
different authors and has been expressed in sever-
al different forms. For an arbitrary perturbation-
al Hamiltonian H’(¢), the most useful starting

p™M (g, ¢)= ZZ" [j:: f_m I‘EI{K"(tw.,t,)*lri;.—;'(z."i“2

Im k=0 © “gal

point for developing the diagrammatical approach
is the expression given by Slichter.® Thus the den-
sity operator p(t, t) can be written

plt, )= p"(t, 1), n=0,1,2,... (1)
n

where p‘™(t, t) is the nth-order perturbational
term and is given by

}K+(t1’ to) | l>p;?n)(to).

n-k 1(4r
x {m | K~ (to, ) H{g—%)—lf'(t;, 9*1)}
FLTN

In this expression, K*(t,.,,¢,) is the retarded
Green’s function which provides the propagation

of the wave function® in the absence of an interac-
tion with the field as specified by the perturbation
Hamiltonian H’(t). K~(t}, t}.,) = [K*(#}.,, t})]* provides
the propagation of the complex-conjugate wave
function. p{2)(¢) is the initial value of the Zm ma-
trix element of the density operator. In this ex-
pression, spatial coordinates have been suppressed
since the important features are those associated
with temporal evolution. In general, Eq. (2) shows
that arbitrary initial values of the density-matrix
elements can be taken; however, the usual situ-
ations of interest are those for which I=m. For
the quantum state we shall use the designation
®,(x)=®,(r)e-t“n* for the wave function, where w,
is the eigenenergy associated with the unperturbed
Hamiltonian H,. &,(») is then the spatial portion
of the wave function. This wave function is as-
sociated with the state having a ket vector
|nye-tent. I Eq. (2), U(t,~t,.,) is a unit-step dis-
tribution (=1 if £,>¢,, and 0 if ¢,_,> ¢,). These
distributions express causality, and a specific
ordering of the time variables ¢,,...,?, and of the
time variables ¢, ¢}, t;, . . . , t,., associated with

the photon interactions to the left and to the right
of p{(t,, t,), respectively. P specifies that all
possible time orderings of the interactions must be
taken into account in order to obtain the full solu-
tion to p™(¢, #). In practice, only the significant
terms arising from all possible time orderings
usually are retained. The av in Eq. (2) rigorously
introduces damping and linewidth. It is taken over
a statistical ensemble of the molecules and, in

PlUG -t U@, = tyy) = UG =8, U, -

bner- 1)

x -~-U(t§—to)]dt,"-dt;'--:l . @)

av

particular, over variables such as the collisional
parameters. The introduction of linewidth and
decay in this manner allows one to more easily
incorporate collisional theories into nonlinear
optics in a rigorous manner.

In Eq. (2) there are three distinct features: those
interactions and propagations to the left of p{%,, those
to the right of p{%,, and the relative time ordering of
the dummy time variables of integration ¢, on the
left side of the diagram with respect to the ¢} on
the right side of the diagram. In total, there are
n interactions: k to the left of p{?) and n-% to the
right of p{%. Thus, in addition to time ordering,

k can run from 0 to » and provide additional terms
to the density-operator element p‘™.

A term of Eq. (2) is conveniently represented in
graphical form as shown in Fig. 1. The time axis
is in the vertical direction. To the left of the time
axis, the interaction sequence to the left of p{2)
(ket evolution) is indicated, and to the right of the
time axis, the interaction sequence to the right
(bra evolution) of p{2. The selection of k specifies
the number of the » interactions which occur on the
ket, the remaining n-% interactions are then as-
sociated with the bra evolution. With the adoption
of the graphical representation, the enumeration
of the processes contributing to the nth-order
term becomes (a) selection of k£, the number

_ of interaction vertices out of » which occur on the

ket, and (b) selection of the relative time ordering
of the interaction points on the left-hand side of
the diagram in relation to the ordering of the n-k
interaction points on the right-hand side of the
diagram. This corresponds to a selection of one
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FIG. 1. Diagrammatic
representation of one of
the nth-order density op-
erator elements. The left-
hand side of the time axis
represents the evolution of
the wave function perturbed
by H'(¢1),H'(£),...,H'(t,)
at £1,%3,...,%p respective-
ly. The right-hand side of
the time axis represents
the evolution of its complex
conjugate perturbed by
H(t),H' (¢, ..« ,H'(t)_})
at #{,84y ¢+ 8. TeESpec-
tively. Specific photon ab-
sorption and emission
operations have been cho-

TIME
H' =
(a) (b)
TIME TIME
H'~
H-=_#A§e~“"' H':.F-;—e'iw'
(c) (d)

FIG. 2. Fundamental radiative perturbations of the
bra and ket by photon fields. The solid wavy lines in
(@) and (c) represent “negative”-energy photon annihila-
tion e~ #(=9) ¢ and creation operations, respectively, and
the dotted wavy line represents “positive”-energy
photon creation and annihilation operations, respectively,
acting on a bra. Each perturbation term has two alge-~
braically equivalent interpretations depending upon
whether “positive”- or “negative’”’-energy photon in-
terpretations are chosen. Similarly, in (b) and (d) the
solid lines correspond to a “positive”-energy photon
interpretation and the dotted lines to a “negative -
energy photon interpretation. To maintain simplicity
and conform to the notation used by previous authors
for transition rate calculations (Refs. 1—4), we use
negative energy for the bra interactions and positive
energy for the ket interactions (solid wavy line).

sen in accordance with
Fig. 2. )

of the time-ordered arrangements'of the unit step
functions included inside the P (or time-ordering)
operator. For any choice of P, the number of in-
dividual time-ordered possibilities is z!/k!
—k)!. The simplest case, that of k=0, has only
one contributing diagram.

Although the vertices (dots at which the interac-
tion occur) can represent the action of an arbitrary
perturbation [H’(¢,) for the vertex at ¢,], of par-
ticular interest in nonlinear optics are vertices
of single-photon absorption and emission opera-
tions in the dipole approximation. These are re-
presented by the standard notation shown in Fig.

2 for emission and absorption operations on the
bra and ket. ¢ refers to the time associated with
the dot (integration variable). The dipole inter-
action is chosen to be specific, and can be re-
placed by other absorption processes. In these
representations € or €* can be an arbitrary func-
tion of time to thus represent a pulsed field. As
pointed out in Fig. 2, we shall uniformly use solid
wavy lines to represent the perturbation interac-
tions.

III. INCLUSION OF DAMPING AND LINEWIDTH

Damping and linewidth are included in the present
formalism, ina manner similar to that discussed by
Omont, Smith, and Cooper,® through the statis-
tical average indicated in Eq. (2). Referring to
Fig. 1, tracing up the two sides in time, line-
widths are associated with the dephasing of super-
position states created by the absorption or emis-
sion field operations. Thus, for example, the in-
teraction at {=¢, causes the ket to evolve into a
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state |7), while the bra remains in state (m|.

The off-diagonal density-matrix element resulting
from this photon interaction at ¢, p,,,, decays

as a function of time after the interaction at #,.
This decay is subsequently interrupted by the
photon interaction at £=¢], which throws the bra
into the state (p] , whereupon the corresponding
density-matrix element p,, decays as a function
of time subsequent to ¢=1¢].

If at any time both the bra and the ket refer to
the same state on the diagram, the time evolu-
tion is that of a diagonal component of the density
matrix, and the decay of this diagonal component
describes a populational decay.

This treatment of damping is well known from
the theory of scattering processes and will be in-
cluded here in an identical manner, and in enough
detail to establish the usual damping terms as-
sociated with the density matrix. Much work has
been done in relation to collisional theory,'® and
is important in considering many optically non-
linear interactions.

A basis for the introduction of damping is pro-
vided by first of all considering the ideal case
for which damping and linewidth are neglected.
K*(x,,,,%,) then is simply the retarded Green’s
function for the freely propagating ket.!!

E*(bqurs 1) = ) expl—iw,(fon = t)]| 0,(0,|  (32)

and
K~ (), ) =[ K*(t,,, ))]*. (3b)

We thus observe that for this situation the K*
and K- factors are independent of the time order-
ing in Eq. (2). Thus, each of the time-ordered
terms has the same integrand except for the time-
ordered unit-step factors. However, the sum of
the individual terms in P[U(¢ - ¢,)U(t, = #,.,)***]
gives a single term:

PlU@# -t Uty =t,) ]
=[UG -t U, — tyy) Uty - 1))
X[U@=t, JU@ = thpr) U@ = 1)], (3c)

which is a product of the two independent factors
contained in the square brackets which involve

the wave function and its complex conjugate, re-
spectively. Thus, the evolution of the bra side

of the diagram is, in this ideal case, independent
of the evolution of the ket side of the diagram when
all the time-ordered n!/(k —n)!k! possibilities

are taken into account. This also implies that,

in conventional density-matrix analysis, n!/(
—n)!k! terms would be deduced which, if summed,
would provide a single simplified term. Although
more naive, inthis case it is less laborious not to di-

rectly calculate the density matrixbut to calculate the
evolution of the wave function and its complex conju-
gate independently and subsequently obtain the den-
sity matrix, The individualtime orderings which
automatically arise in the density matrix would be
avoided. Examples of such a simplification are
provided later.-

These non-time-ordered situations can also be
handled diagrammatically by the approach develop-
ed by Ward?; however, the individual time-ordered
contributions are lost.

On the other hand; when damping and coherence
loss are included, the relative time ordering of
the vertices associated with the bra and ket can-
not be avoided and the previous diagrammatic ap-
proaches, for which such a time ordering is not
included, are insufficient.

The importance of time ordering arises be-
cause K* and K~ in the statistical average of Eq.

(2) cannot be independently specified since it is

the density-matrix element which decays. K and
K- are no longer given by Egs. (3a) and (3b). It

is, in addition, possible that, due to a collision,
the bra and ket might suffer important transitions,
in which case the operators K* and K-, or the com-
bination of them, could have significant off-diagon-
al matrix elements.

The proper introduction of damping is performed
by considering the matrix elements of operator-
R(ty, t,)=K*(t,, t,)K"(t,, £,) in the sense

aa’ |R(t,, t,) |00 = (a|K*(t,, 2,) | B)
x (b’ |K-(tn t;) ] a’d, (4)

where ¢, — ¢, is the time interval between two in-
teraction vertices (Fig. 1). In the impact approxi-
mation™>'° ¢, and ¢, enter as ¢, —#,, and K*(t,, ¢,)
can be written as K*(t,, #,)K*(!, ,), where

lL=t,=t,~t]+t]—- 1.

Thus, one observes from Fig. 1 that the K*K~
factors in Eq. (2) can be written as a product of

- K(t,, )R], t)K(2,, t,)= - » - K(1,) K(7,) K(7,)

factors with 7, 7,,... indicated in Fig. 1. Since
T Ty« - . @re independent parameters, the statis-
tical average of the products is the product of the
statistical averages and one thus obtains factors
of the form

(aa’ |A()|66") =Caa’ |[K (1, - 1))y |05, (B)

where the A(r) operators are familiar from the
theory of line broadening.>!° In the so-called iso-
lated-line approximation,®!° these operators have
been shown to have diagonal matrix elements (for
a nondegenerate system) of the form
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{ab |A@T)|a’b)= 8yg0 81 €XP (=i gy T = PgsT) (6a)

where
Bap=Ppa=Yap +i80gp ' (6b)
Yar =Vap + 2L +T3), (6c)
baa=Ya=Va+Las (6a)

and 1/T, is the natural lifetime of level a; v{ is
the inelastic collision frequency for level a. The
terms v}, and A, account for collisional broaden-
ing and frequency shifts.

With these matrix elements, Eq. (2) can be ex-
pressed in terms of integrals over 7,,7,,...,
and simple rules can be deduced by which to ob-
tain steady-state susceptibilities. We demon-

—

strate this change of variables and the introduc-
tion of appropriate matrix elements of the 7 (1)
operators and the perturbation Hamiltonian for
times up to #,. From Eq. (2) and Fig. 1, one has
under the time integrals

K*(t,, t,)H' (kt1 K*(t,, 8) [Dpl)
X (m | K~ by, )H ($)K(t, 1,),  (Ta)
which becomes
K*(T)K* (T )H (8, = T )K*(7,) | Dpi0) (8,)
X (m |K~ (1)K (T )H' (£, - T,)K™(1,).  (7b)

Assuming that upon the interactions H’(%,) and
H'(t]) the system enters the states indicated on
the diagram (Fig. 1), one has, upon averaging,

X |1 () I | K () [ X or| (8] = )X LK () D08t )om] B (o) | m i () om

x(m|H'(t, = T,)[pX pIK~(7,) P b

= X ploSU )l A () lr oY 7 m | A7) lr md tm | A(r ) e mor [ (8, = 7, = T m B (8, = )IB) . (7c)

Thus it is seen that Eq. (2) can be written in the form

0 ]
o 0=2 [ d(-1)
im t—tg=To=Tg=* ** t—tg=Tg=°*

d(=1,) + - - Krpl A(T,)lrp)

XAm|H(t = 7y = 7y = =+ ) /~iT D) rm| A(T) | v m)
X |H (= 7y = Ty oo ) ST m|A(t =T, = T, 0+ =) )

X

This expression is thus one of the possible time-
ordered terms indicated in Eq. (2) and shown ex-
plicitly in Fig. 1. It is a simple generalization of
the Van Kranendonk-Fiutak equation for the calcu-
lation of transition rates and is formally identical
to the response-function formalism in nonlinear
optics.!?

IV. CALCULATIONAL RULE FOR THE POLARIZATION

OF MONOCHROMATIC FIELDS

Taking as a specific case absorption at frequency
w, at /, and absorptionat frequency w, at ¢, assum-
ing also the dipole approximation, H'(¢)=-3(i+ &)

[») exp| —iw (£ = 73 === +)]

PN XD - . (8)

x ettty () = -3(1L - et 2t Also, using Eq.
(6) for the matrix elements of the A operators in
Eq. (8), we consider the integrations over 7, and
7,. For the initial conditions we shall set

Pt exp[+i(Wim = i 1m)to] = L) .
For most cases of interest, the nondiagonal com-
ponents are initially zero and the diagonal compon-
ents assume a statistical distribution. However, it
is useful at this point to include the possibility of
an initially nonzero decaying polarization. To ex-
tract the steady-state value we take the limit as

t,—~ - and assume diagonal matrix elements for
A(T,) and A(T,) to obtain

(VI“II' %51 ]l)

ot =eee [ dtery [ dery

x piom| =+ 5T D

h_(Awl - Wy t+ i¢rm + Wy — i¢lm)

expl+iwa(t =15 =+ )

_ﬁ(wl - (4)2 - Wyp +i¢rp + Wiy = i¢lm)

X (pl+ ++ exp=i(@im= iPum)(l= Ty =+ ). @
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T

] L (wl’wba”(#bu)

| ’ FIG. 3. Basic density-

€ Siw la) (o)
p.l—z—‘e' |'// P 4a (al (a)

a-ﬁ(w|+w2—wco+i¢co)

operator diagrams for (a)
resonant sum frequency
generation and (b) resonant
coherent anti-Stokes Raman
scattering. We consider
the evaluation of polariza-
tion at time # indicated on
the diagrams. The propa-
gators T,’s in each case
have been obtained by

7= ,
t Tl(w{‘wn'o*"‘ﬁn'o)

applying the rules below
Eq. (9).
I

T3=

T,= -
2 h(wl‘ws‘wva*'¢va )

la)p {9 <al

(b)

This is sufficient to extract the general rule for ob-
taining the susceptibility once the diagram is speci-
fied. As can be seen from this equation the rules
are the following:

(i) A factor of p{2) the initial value of the density-
matrix element. :

(ii) Following the diagram in time multiply by
the matrix element of the first interaction, in this
case (r|~-3({ * €)D), the coupling which brings the
system from state [1)to |»).

(iii) Propagate to next interaction vertex by mul-
tiplying by the propagator. This is given by + the
inverse of (a) the sum of photon energies corre-
sponding to the absorption operations up to and
including the interaction referred to in (ii), (b)
minus the sum of photon energies corresponding
to the emission operations up to and including the
interaction referred to in (ii),’® (¢) minus 7 times
the transition frequency of the superposition state
which the system enters as a result of the interac-
tion in (ii), and (d) plus 7% times the complex transi-
tion frequency of the initial superposition state.
The complex frequency is equal to w;;—2¢;;, where
w;;=w; — w; where ¢ represents the ket and j the
bra at the time of evaluation. The minus sign in
front of the propagator is taken if the interaction
which just occurred was on the right (bra) side of
the diagram and the plus sign if it was on the ket

h(2wg“ws" Wna + i®na)

side. Thus, in the present case, after the first
interaction [referred to in (ii)] the appropriate
propagator is

[E(wl - Wym +i¢rm + Wi, —~ i¢lm)]_l .

(iv) Repeat (ii) to (iii) with each subsequent inter-
action and propagation. This brings in the addi-
tional coupling factor and propagators shown in
Eq. (9).

(v) Proceed up the diagram to time ¢, the time
desired; the last factor being a propagator from
step (iii).

(vi) Multiply by the frequency factor exp[—i(w,

- W+ + Wy, = iP,)t], as obtained from the con-
servation of energy’® at each vertex. The factor
e~i%mt ariges from an initially decaying super-
position state. Its interpretation will become clear
in Secs. V and VI.

(vii) Multiply by |n"){n]| to obtain the density oper-
ator at time 1.

In this section, we consider some of the basic
nonlinear optical susceptibilities which are well
known but demonstrate the utility of the dia-
grammatic approach. For these we take pg‘,’,,)
=51mp(1?) and wy; —%2¢;,=0.

The simplest diagram is that for harmonic gen-
eration [ Fig. 3(a)] or parametric conversion which
has no counter-rotating resonances and for which
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T = ,
h(~wp-wgptidgy )

T,: -
h(-wptwg-way+iday)
hrog-wyy +igy,)

T, 1,7 = T

T, d

h(swpwgigt iParg)

-1
T,=
2 h(“"n't|+i¢n'n)

T. =
3 h(*“’s‘“’n'v*i‘ﬁn'v)

T T, T = T2

T, =
' Tt(w\£+won-i¢on)
In') Ss e—iws' TZ = I
Fs72 Hl-wan*idnn)
Bt
T, = !
e_tf +iwgt 3 f"*""s""n‘v"“”n'v)
la)ploi¢al g 3)
ag T, TpT3 = T!

FIG. 4. Three time-ordered diagrams for the Raman effect.
inescence terms of Shen (Ref. 21).

only one state is significantly populated. Time or-
dering does not enter since the interactions occur
on one side of the diagram and the present ap-
proaches reduce essentially to previous diagram-

(c) :

(a) Vibrationally resonant term, (b) and (c) the hot lum~

matic techniques. The diagram indicates one path
through the system which contributes to the sec-
ond-harmonic polarization. From the diagram,
applying the above rules, the density operator at
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time ¢ is

p(t, ) = expl~ i(w, + wz)t]'c> T,(cl- e 26, [6)T,

X (bl- 1+ 3, @)l al. (10)

Figure 3(b) indicates the- significant diagram for
totally resonant coherent anti-Stokes Raman scat-
tering'™2° |n’), to be specific, is an electronic
level, |t the vibrational level, w,the laser fre-
quency, wgthe Stokes frequency, and w, the anti-
Stokes frequency. This is the only contributing
diagram (density-matrix element) if (i) w, and w,
are close to resonance,(ii) |@) is the only signifi-
cantly populated level,(iii) w; - w; is close to the
vibrational resonance. As will be seen, if the
electronic resonances are not guaranteed and p,,
is not the only significant term, other density-
matrix elements become significant.?® From the
diagram at time ¢

oL, 8) =5 (€)*exe™ e |m) Tyln| - u, |0 T,
X (vl=pgn?) Tn' |-y | @p{Qal,  (11)

where € and € are the laser and Stokes field am-
plitudes, respectively, and u; and ugare the pro-
jections of the dipole operator along the directions
of the respective fields.

The diagrams shown in Fig. 4 are those providing
the polarization of the Raman effect, stimulatedor
spontaneous according to the stimulated or spon-
taneous character of the fielde;. At ¢, the density-
matrix element has the Stokes frequency w, (= w;
— w; +wg); however, in contrast to the previous
cases, there are three time-ordered possibilities:
Figure 4(a) 4,> t,> t,, 4(b) {,> t,> 4,, and 4(c) £,
> t,> t,. Each one of these three corresponds to a

term contributing to the density-matrix element
P.n . Three perturbation terms thus arise from
conventional density-matrix analysis.?! The three
density operator elements at time ¢ are given by

p(t, ) = |n'Xn'| = mie| @) al - 5 i€t n)
X (n|-3ues|X0|T, T, T,e™* s, (12a)

where the propagators T,, T,, and T, are shown
in Fig. 4 for each time-ordered case. Figure 4(a)
has the vibrationally resonant denominator and two
electronic resonances; one terminating at the
ground state and one terminating at the vibrational
state. Figure 4(a) is the most significanttermand
is the usual off-resonance Raman susceptibility.!
The other two diagrams have no vibrational re-
sonance, but become significant when w; is close
to an electronic-transition frequency. For n=»n’
andfortime ¢’suchthat £, < #'< f,and £, < ' < £,, re-
spectively, for these two diagrams, one observes
that the diagonal density matrix p,,: enters into
the perturbation and exhibits a linewidth (or tran-
sient decay) associated with the lifetime of level
n’. These two diagrams for transient excitation .
at w; and a monochromatic excitation at the
Stokes frequency w; provide the terms attributed
to hot luminescence by Shen®!; the first diagram
provides the transient-Raman-scattering term.”?!
Summing of the time-ordered diagrammatic con-
tributions when broadening and lifetime are ne-
glected can be readily performed for these three
time-ordered diagrams for the Raman effect.
From Fig. 4 the sum of the products of the propa-
gators T + T 4+ 76) = T®) " which is seen to re-
duce to a product of three propagators and thus the
density-matrix operator can be written (Fig. 5)

h((ﬂ('(ﬂnq)

T, -
hw,-ws-wyq)

Tz ———
hlw,—wpq)

c

T @), 73 (1)
*TaTpbTe

FIG. 5. Non-time-ordered calculation of the Raman susceptibility. This can be obtained by summing the diagrams of
Fig. 4 or using the propagators for the independent evolution of the bra and ket (Ref. 22).
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X' | = @) P3| =y Inm|= ] X0
ﬁ(wl - wn’a)ﬁ(wl_ wna)ﬁ(wl - Wws— wva)

pit, 1) =

X gle;Pee s (12b)

This is simply the product of (i) the density-ma-
trix element for the initial state, (ii) the propaga-
tor for the left-hand side of the diagram, (iii) the
product of the two propagators for the right-hand
side of the diagram, and (iv) the appropriate ma-
trix elements for the interactions. This ability
to sum is a particular example of the general re-
sults implied by Eq. 3(c). This also shows that if
linewidth and decay are neglected it is less labori-
ous to obtain the total susceptibility by a separate
perturbation analysis of the wave function and its
complex conjugate, since each time-ordered factor
is obtained from the density-matrix analysis. We
see, comparing Egs. (12a) and (12b), that when the
two diagrams Figs. 4(b) and 4(c) are added to that
of Fig. 4(a) the electronic resonance wy— w,, is
‘changed to w; - w,,, and hence can be important
although it is small. We observe also that Eq.
12(b) has transition frequencies only to the initial
state as a consequence of the independent evalua-
tion by propagators of the ket and bra.?? This is
characteristic of previous propagator applications
to the calculations of nonlinear optical polariza-
tions.?

Figure 6 illustrates the terms contributing to
Eq. (2-29) in Ref. 1 for the particular case of sec-
ond-harmonic generation. p(¢, ¢) is of the form

I
R (rwy g+ by )
I
T2= e e
h(+2w - wa'n +ian)

(a)

' w Tne—
— 2 DR w agn Fidagn)
-l

2 h(+2w-wam +idan)

|
: -f'(+“‘|‘wn'n" + i‘#n'n")
-1
BT ——
2 h(+2w - wpntidyn )

(c)

FIG. 6. Second-harmonic generation diagrams corres-
ponding to Eq. (2-29) of Ref. 1.

p(t, 1) = [')n'| =i+ 5E[n"Xn" | =10 - 5E|m)
X{n|T, T,e™ 2t pl0) | (13)

with T, and T, the propagators defined on the in-
dividual diagrams, and 2=n, n’, and n” for the
three diagrams, respectively. € is the electric
field of the fundamental. Figure 6(a) is that of Fig.
3(a) and provides the resonant terms proportional
to the initial ground-state population. The second
and third diagrams provide the resonant terms
proportional to the upper level and intermediate
populations, p{% and p{%,», respectively. The two
further time-ordered contributions of Fig. 6(c)
provide the two additional factors proportional to
p% in Ref. 1.

We would, finally, like to consider in greater

* detail a diagrammatic analysis of lowest-order

Raman anti-Stokes scattering which involves a
laser field of amplitude €; at frequency w,, a
Stokes field of amplitude €; at frequency w,, and
an anti-Stokes field ¢, at frequency w, generated
through the mixing of €; and €; with a resonant
mode of the medium.*™*°

We consider those terms proportional to the
ground- state population providing the polarization
components at w;, w, and w,, respectively. Only
the coherent anti-Stokes process will be consid~
ered. Thus stimulated Raman scattering, for
example, will be neglected. Since the evaluation
of the polarization from the rules is straightfor-
ward, it suffices for this discussion to investigate
the diagrammatic contributions.

For the generation of photons at w; by those at
wsand w,, there are 48 possible diagrams. The
four basic ones are given in Figs. 7(a) and 7(b).
The two diagrams of Fig. 7(a) have three time-
ordered possibilities, thus increasing this to eight
fundamental diagrams. The 48 diagrams are thus
obtained by permuting the three vertices of each
of these eight fundamental diagrams. In the per-
mutation operations, the slopes of all photon lines
must be arranged in the way that the frequency of
the polarization is preserved.

The four basic diagrams (eight including time-
ordering) contributing to the polarization at fre-
quency w, due to the fields at w, and w, are shown
in Figs. 7(c) and 7(d). These are doubled by in-
terchanging vertices 1 and 2 and are also doubled
by interchanging 1 and 3. These, however, can-
not be doubled a second time because an inter-
change of the w, photons is canceled by the Bose-
Einstein statistics. Thus with the time ordering
considered there is a possibility of 24 diagrams
or density matrix terms.

Similarly, for the generation of photons at w,,
the contributing graphs are given by Figs. 7(e) and
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FIG. 7. Diagrammatic representations for coherent
anti-Stokes Raman scattering. (2) and (b) are the four
basic diagrams for the generation (absorption) of pho-
tons at w; due to the presence of the fields at frequen-
cies wg and w, . (c) and (d) are the four basic diagrams
for the generation (absorption) of Stokes photons at wg
by the fields at w; and w,. (e) and (f) represent the
generation (absorption) of anti-Stokes photons at w, by
the fields at w; and w,.

7(f) and the exchange diagrams with respect to ver-
tices 1 and 2 and 1 and 3. A total of 24 diagrams
is possible.2%:23

One observes that the two time-ordering possi-
bilities not explicitly shown [corresponding to

Figs. 4(b) and 4(c) for the nonparametric dia-
grams] are those which give the two-photon reso-
nance denominators, which do not have a ground-
state vibrational resonance. These terms can
contribute to X, the off-vibrational resonance
portion of the susceptibility; however, as seen
earlier, these small terms can contribute to a
shift in the electronic resonances of the time-or-
dered diagram shown with the vibrational reso-
nance, and hence can be important.1%2°

For off-resonant excitation all of the diagrams
of Fig. 7 must be considered. For near-vibrational
resonance, considering only the vibrationally reso-
nant part of the susceptibility X, the diagrams
indicated by a central dot contribute significantly
(rotating-wave approximation). The second dot
signifies the inclusion of the exchange diagrams
with respect to vertices 1 and 2. (In addition, the
time orderings not shown explicitly are excluded.)
If counter-rotating contributions can be discrimi-
nated at both electronic and vibrational resonances,
only the diagrams with the central circles need be
considered; two diagrams at frequency w, and one
each at w, and w, are then important.

For ¢, initially zero, the only polarization of
interest is that at frequency w, (¢, and ¢, are as-
sumed constant). As is apparent from Fig. 7(e)
and 7(f), this coherent generation of anti-Stokes
radiation by both the lossless and lossy part of the
susceptibility, which has been treated in detail,**"1°
has 24 contributing density-matrix elements in-
volving the ground-state population alone. Addi-
tional terms arising from excited-state popula-
tions can also contribute significantly, 24 possi-
ble graphs for each excited state population, or a
possible total of 96. Since the vibrationally non-
resonant contributions provide terms to the non-
resonant background susceptibility that can be of
importance in the detection process, these, in
general, cannot be ignored. "

V. CALCULATIONS FOR PULSED FIELDS

Pulsed fields in contrast to monochromatic exci-
tation allow a diversity of interactions for which
no simple general calculational rules are possible.
The diagrammatic representation of the terms of
Eg. (2) are nonetheless unambiguous and thus are
more advantageous than energy level diagrams.
There are also specific transient excitations and
responses for which the derivation of rules is of
enough generality to be useful. This is true of the
pulse-excitation—pulse-probe techniques for which
strong excitation pulses initiate a transient re-
sponse which is probed generally later in time by
a weak probing pulse. As will be seen, consider-
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able insight and ease of calculation is attained with
the diagrammatic approach. In the present sec-
tion, we consider first the derivation of the com-
putational rules for third-order perturbation fol-
lowed by a specific application to coherent trans-
ient birefringence.

Three basic simplifying assumptions will be
made which eliminate complicating transient re-
sponses which, experimentally, are either weaker
than the coherent transient response to be dis-
cussed or can be separated from it. These as-
sumptions are the following: (a) The time varia-

adiabatic change with respect to the first transi-
tion. (b) The time variation of the complex ampli-
tude of the probe field is adiabatic with respect
to the transition brought about at the third vertex.
(c) The probe field is temporally separated from
the exciting field.

We consider then coherent interactions for which
the first two interaction vertices arise from strong
excitation pulses; these two vertices can be on
either side of the diagram. Using Fig. 1 once again
as the specific time-ordered example, one inte-
grates Eq. (8) by parts over 7,. This integral is

tion of the complex amplitude ¢, () constitutes an then given by

0 - .
- f eXp(—imel - ¢rmTl)’7><yl -4 6l(t— Tl -

) .
57 |m) exp[—iw, (t = T, = T, = +++)]d7, 'O (m|

mm

m) pioxim |

=exp [—iw (£ =Ty =+ )| 1/7(w, = 0+ i) || )| - LS (t=Ty= ")

0 exXp[~i(Wpm — W )Ty = Py Ty — 0 (E =Ty — **°)] _U ?El_ dar
- BR(= @y + Byt @) e

where we have taken p{%) =p{5, .

Assumption (a) above implies the retention of only the first term in the above expression. This assumes
that |8¢,/o7, | < |(w,, — w; +i¢,,)|- Since the first transition is assumed to be electronic, this assumption
is valid far off of the resonant excitation. As an electronic resonance is approached, however, if the life-
time is longer than the pulse, transient polarization decay must be considered. Thus, for pulses of the
order of a picosecond, the analysis of the coherent effects discussed here are strictly expected to be
valid for the constraints w,,, — w, >10'? or ¢,,, > 10'2. These assumptions are equivalent to those requiring
an instaneous response from the first transition.

At the second vertex, for which the field interaction arises from the strong pulses (Fig. 1), ione has the
integral over 7, which can be written

0
- fmd-r2 exXp[~iw,, T, — ¢,,7, Km |- 1. =Ty =) expliwy(t— T, - * «)1/-2in|p)

)PP |
7= Wyt P+ W)

X | =B Z (=T, = oo 0) exp[—iw,(t— T, -« *)]|m)

1
T T~ @t i, @)

eXP[—(iw,y+ B, (4 £ =Tt o) [ | iy | mXom | o | D)) | )0 (P | :117

PR

x [T s (0o e (g)e et expl(iw, + 0, E]dE (4w
where the variable of integration has been changed to ¢~ 7,— 7, - +++. Here also ¢,(£) and ¢,(£) are the
amplitudes of El(g) and ¢€,(£) and we have taken W, and u,, for simplicity of notation, as the components of
ﬁ along the vector directions of ¢, and ¢,, respectively. In obtaining Eq. (14b), we have used the absorp-
tion operation at w, at the second interaction vertex. In general, the choice of either the absorption or
emission operation varies from case to case, but the procedures of the calculations are the same. Thus,
the present approach includes two-photon resonance and transient two-wave mixing as possibilities for
establishing coherent excitation.

Equation (14b) provides the off-diagonal density-matrix element between states |») and |p) and hence is
that which provides the polarization excited by the spectrum of the field product ¢,¢¥ and associated with
transitions between the excited states » and p.

To deduce the polarization associated with a probe pulse it is necessary to consider the interaction at
the third vertex. With the assumption of a nonoverlap of the strong exciting pulses and a weak probe pulse,
in Eq. (14b) the limit ¢ - 7, can be set equal to « and the time dependence is simply expli(w,,+ ¢, )(—t+T,)].
Thus, as is apparent from Eq. (14b), the excitation pulses prepare a decaying superposition state. Assum-
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ing an adiabatic interaction for the third vertex (¢, of Fig. 1) similar to that of the first and

«SP ‘A(Ts)i SP» = exp["iwsprs - d)spTS] ’

the integration by parts over' 7, as expected from Eq. (8) gives

expl-(iw,, + ¢,, = iw,)t] L
(=W + 1P+ @;)  B=wgpt i+, — i,

In general, for any excitation-probe technique
with the three basic assumptions stated at the be-
ginning, the density-matrix element providing the
polarization between states |s) and |p) is obtained
by multiplying the following factors, listed in ord-
er of increasing time along the diagram, together.
(a) The initial population p{%). (b) Dipole-matrix
element (| —u,|m) associated with the first ver-
tex. (c) Propagator between the first two vertices,
in this case,

+ 17 [0, = (W= i®,m) |} -
(d) Dipole-matrix element {m | -pu,|p) associated

with the interaction at the second vertex. (e) Ef-
fective propagator between the probe and excita-

Wa* Wegq

|
1=

w2 |

T (w)- Wy * i)

@
L ez ypil@weaidca-2w)t' 4y
T, 4m[:. (t")e dt

(0)

—y lsXs| - -3 r><r|ullm>pm<m!u2|p><z>|(_%5

-0

x [ heO)e it sep(dotnt expli,y+ ¢,)81d5.  (15)

tion as weighted by the excitation pulse.

1 .
* i-ﬁ—f., e “uEl(E)Ea(g) d§ ’

where E,(£) and E,(&) are the electric fields as-
sociated with the interactions at vertices (1) and
(2), respectively, § is the complex resonant fre-
quency of the superposition state of the system at
a time before the probing pulse and after the exci-
tation pulses, and the plus (minus) sign is used if
the second vertex is on the ket (bra), in this
case, Q=w,,—id,, Ei(£)=}e,()e 1", and E,(£)
=%ex(£)etw2®, (f) Coupling factor for the probe
vertex (s| - 3(i +&¥)| 7). (g) Propagator fac-

tor up to time ¢ of the superposition between |s)

and ( pl created by the probe interaction with the

FIG. 8. (a) Diagram-
matic representation of a
pulsed sum frequency
generation process with a

T5=

w)
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T
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— TehR
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two-photon resonance.

wj and w, are the two
optical carrier frequencies
of the temporally nonover-
lapped excitation fields.

(b) The diagrammatic
representation of a pulsed
Raman-type process in
which €, (¢) and €4(¢) are
overlapped excitation
fields and ¢,(¢) a delayed
probe field. The system
is in a superposition of
states |a) and (d| after
the second interaction.

xei(Wad ~i®aq ""L""s)"df'

Ts=

la><al w,

(b)
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superposition state after the second interaction
vertex as the initial superposition state (in this
case, it is between |7) and (p|). In the present
case this propagator is

+1/{ [(~ws+ Q) = (wg,~ i¢sp)]}.

(h) The frequency factor exp[-i(Q - w,)¢]. (i) The
ket-bra | s)(p |to provide the operator.

The propagator in (g) and the frequency factor
can be further clarified by considering a conser-
vation of energy associated with the vertex inter-
actions. Conservation of energy at the first ver-
tex implies that, subsequent to the ab‘sorption op-
eration associated with the field containing fre-
quency components around w,, the density-matrix
element oscillates at e"*1*. After the second ver-
tex, which is associated with an absorption opera-
tion in the neighborhood of frequency w,, a net
energy absorption equal to ﬁ(w,p— i,—w; + w,)
has occurred. This is represented by the integral
in (e} above which shows it to be extracted from
the spectral content of the field product ¢,¢¥ of the
pulses. Thus, after the second vertex and the ex-
citation pulses, a decaying resonant response of
the transitions |#)~|p) is obtained and thus the
density-matrix element has a frequency factor
exp[-i(w,,—1¢,,)t]. This density-matrix element
established between states |7) and |p) is taken into
account by adding its energy quanta to the probe-
photon energy in the final propagator (g) and in
providing the final frequency dependence (h) of the
matrix element providing the polarization between
states |s) and |p).

With these rules it is possible to analyze many
phenomena involving picosecond pulses; the main
restricting assumption being that the response is
not probed during the excitation.

The pulsed two-photon resonant excitation in-
dicated in Fig. 8(a) in which a third-order density
operator has a frequency component at w,+ w,,
which is identical to w,+ 2w, on exact two-photon
resonance is an example. Of more relevance to
the present paper is the coherent transient re-
sponse involving these Raman-type transitions as
shown in Fig. 8(b). After the two strong excita-
tion pulses at laser frequency w, and Stoke fre-
quency w, at the first and the second vertices, re-
spectively, the off-diagonal density operator oscil-
lates at its superposition frequency w,, and de-
cays with the T, response time (=1/ $q0)- This is
detected by the probe pulse at frequency w, Kai-
ser, Laubereau, and co-workers?#25 have per-
formed such experiments for the case in which w,
is generated through stimulated Raman excitation.
In the present case the intermediate states of in-
terest are the rotational states.

VL. COHERENT TRANSIENT ROTATIONAL RAMAN
BIREFRINGENCE

We have been particularly concerned with ul-
trashort-optical-pulse excitations for bandwidths
of pulse envelopes which overlap Raman modes,
and can thus excite coherent interference
through several different Raman mixing pro-
cesses.’*?® Probing these excitations to detect
polarization can be accomplished either through
the observation of radiation scattering off of these
excitations®*"% or by detecting the perturbation in
the birefringence of the medium.?®33% For rota-
tional Raman transitions, the scattered radiation
is frequency shifted by a relatively small amount
and hence the simpler and superior technique has
been the observation of the coherently induced
birefringence.

The transient polarization associated with the
ground-state rotational Raman spectrum has been
considered for linear and symmetric-top mole-
cules for excitation and probe fields of picosecond
duration with optical carrier frequencies far re-
moved from any electronic resonances.?®2? Co-
herent birefringence bursts associated with this
effect for ground electronic-rotational states has
been observed in CS, vapor at approximately two
atmospheres.?® A similar experiment has been
performed for the vibrational Raman transitions
of the isotopes of CC1,.2

In the present section, we wish to consider
several aspects of the coherent excitation of ro-
tational transient birefringence which are of in-
terest. Of most interest is the resonance enhance-
ment believed possible in Cl, in the region of the
second harmonic of the 1.06—um pulses of the
glass laser. We also show that there is a possi-
bility of observing excited-electronic-state Raman
modes. We wish also to consider decay of the
coherent excitations. Picosecond pulses for exci-
tation and probing have been used successfully to
study the decay and, in particular, T, of vibra-
tional modes in liquids.?® Similar experiments are
possible for rotational transitions in which both
the widths of the coherent birefringence peaks and
the amplitudes are influenced by populational and
polarization decays. We wish finally to establish a
relationship between the rotational experiments
and similar experiments being performed with
typically single-vibrational modes with coherent-
anti-Stokes Raman scattering (CARS) techniques.

For these transient Raman effects, there are
basically four types of diagrams to consider: the
parametric and three time-ordered diagrams with
two interaction vertices on each side. The four
basic diagrams are those shown in Fig. 9, on
which the propagators, states, and fields have
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FIG. 9. Four basic diagrams contributing to coherent rotational transient birefringence. (a) The parametric dia-
gram. The two possible sequences of angular momentum values are given. (b) The nonparametric Raman type of
diagram contributing Fourier components at the ground-state rotational frequencies. The S and O sequence of J
values are also possible for this diagram. (c) and (d) provide Fourier components at the excited-electronic-state
rotational frequencies. The two possible sequences of J values, @4 and @,, are given. For all of these the rules in
Sec. V have been used to obtain the propagators. ¢; represents the Jth component of the excitation-field complex

amplitude and ¢; that of the probe field amplitude.

been labeled. ¢, is assumed to be the laser-field
amplitude, u, will be taken as the component of II
in the direction of ¢,. ¢, is similarly taken to be
the complex amplitude of the field of the probe
pulse &,.

State |a), which refers to the initial state (in this
case a J, M rotational eigenstate), is assumed to
be incoherently populated according to a Boltz-
mann factor at a temperature T:

exp[-J(J+1)hBc/kT]

3 (27+1) exp[-J(T+ 1)h Be/kT]
Ty

0) —
Pl =

(16)

For the particular process of interest, the inter-
actions at¢, and ¢, arise from the same strongoptical
pulse. The interaction at {; is due to a weak
probe pulse physically delayed in time from ¢, and
t,- We now evaluate from the rules deduced above



18 DIAGRAMMATIC ANALYSIS OF THE DENSITY OPERATOR... 1611

the contributions due to each diagram. For Fig. 9(a), which is the parametric diagram, it is seen that
(a)-(h) give for this contribution to the density operator

@ = XA 155+ E) 1) J.27 (e () P/4iT) XDl (oo = 190) /1AL’ (al 1)1 1, 1)
Pt 8) =~ Z ; : lw — (b))
a, b, c,d h”(w0+ wac—z¢“—wdc+z¢dc) w wbc+z¢bc

X p&{c|exp[—i(wg — i get wo)t] - (17a)

In this expression, it is assumed that €;(¢) is zero for times ¢ such that €,(f) is significant. The sum over
a,b,c,d is a sum over intermediate, initial, and final states and in this particular case these are sums
over the angular momenta J,M at each level subject to the selection rules. These sums will be carried
out subsequently.

p!¥ cannot in this case be identified totally with CARS processes although to have a dipole moment the
initial state must be the same as the final state. Nonetheless the first process, that associated with the
excitation pulse, can be a Raman anti-Stokes process as well as a Stokes process in which case the probing
involves coherent Stokes generation.

One obtains for the density-matrix operator attributable to the diagram of Fig. 9(b)

—1a) 1T E)la) [ (1€, )12/ = 4im) expl +i(w,, = i9, )1t p&(al p,15 ) (bl pylc Y el

©t, 1) = . : .
P D) 7wy + Wag = EPge = Wao + 1D 40) 7w +wg =t )

Xexp[ —i(w,e — 140 + W, )E] . l (17b)

The terms in this expression in general provide Raman-like contributions to the susceptibility since the
final state is different from the initial state. Both Stokes and anti-Stokes rotational processes can occur.

The state notation in diagram Fig. 9(b), in particular having ]a) as the initial state rather than |c) ,
has been such that the corresponding p{’ and p{*’ both have frequency components at w,, which is a ground-
electronic-state rotational frequency.

These two diagrammatic contributions to p® thus provide coherent birefringence associated with the
ground-state rotational constant and, furthermore, are the primary contributions when the optical fre-
quencies of the pulses are far removed from any electronic resonance. This can easily be seen from the
four diagrams. Only Figs. 9(a) and 9(b) have an emission operation directly following the initial absorp-
tion, thereby putting the molecule into a superposition state involving a rotational transition. All that is
necessary for a strong rotational excitation is for the amplitude spectrum of the pulse to overlap the ro-
tational transitions. Figures 4(b) and 4(c), on the other hand, involve two initial absorptions bringing the
molecule into virtual electronic states. Unless the electronic frequencies are close to resonance, a strong
rotational excitation due to the amplitude spectral spread cannot occur. It is also apparent that if such
electronic resonances occur, these two diagrams provide susceptibility contributions which involve ex-
cited-state frequencies w;. These excited-state diagrams, evaluated as given by the propagators of
Figs. 9(c) and 9(d), provide the following two contributions to the third-order density-matrix elements,
respectively:

ldY<dlp,la) p al u,1b ) 22 (1€, #)12/4ik) expli(wy, — id4,) 7] dt’

(3) =
pP (¢, t) = Tt 0, =96y
(bl3 | I , ,
s wd:-uij;;,, ‘ii’i;_ ) exp[ —i(wgy — id g, + we) £] , (18a)
and
p,;”(t, )= ld)<dl ula )pﬁﬁ) {al Ky lB >f;:°(| €1(t') 12/ - 4in) exp[i(wab - i¢db)t'] ar’

ﬁ(w' = Wyg+ id)da)

(vl3p,elc)icl . .
Tt gy — 10— g +78,) SR~ =0+ 0)1] (18b)
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For these diagrams to have w,, nonzero, one
observes that one side of the diagram must in-
volve a Stokes process and the other side an anti-
Stokes process. This, in turn, demands that the
final state be the same as the initial state.

VII. ROTATIONAL COHERENT TRANSIENT
BIREFRINGENCE RESONANTLY ENHANCED

The expressions for the transient evolution of
the dipole moment as given by Egs. (17) and (18)
will now be considered in more detail for exciting
intensity profiles possessing spectral spreads
sufficient to overlap rotational transitions. When,
in addition to this spectral spread, the frequencies
of the incident radiation fields are sufficiently
close to single-photon resonances, considerable
enhancement of the polarization is possible and
is expected experimentally to provide a sensi-
tive time-resolved spectroscopy.

We treat here the response of a linear molecule
with its 2J + 1 degenerate rotational eigenstates
lay = |70y, The A(7) operators are not strictly
diagonal in the sense of Eq. (6a) with a= 1Ja,Ma)
and b= |J,, M), since M, and M, change during a
collision. Although rotational invariance allows
one to form coupled states given by® 1°

!JanKQ» = 2 (—' l)jb-mb |jama?jbmb>>

mymy
anjbma_mblKQ> ’ (19)

where (j,j,m, - m, |KQ) is the Clebsch-Gordan
vector-coupling coefficient, for which A is di-
agonal in K and @, the evaluation of the matrix
elements is difficult, and which is diagonal in

51= - Z

TJasIbrdcsJd

LD (CMICILATRNIRN

Jj,and j, only for isolated lines for the various
intermultiplet transitions. ¢, is then a function
of K and provides the relaxation rate of the K
multipole between levels a and b. For present
calculations, we neglect this multipole behavior
and calculate the density-matrix contributions of
Egs. (17) and (18) assuming that the matrix ele-
ments are independent of M, and M, and that the
most important matrix elements of A are the
diagonal terms. This provides the same effective
decay rate for each of the degenerate rotational
superposition states prepared by the initial optical
pulse (the region of the diagrams having the ef-
fective propagator involving the integral of the
squared amplitude of the optical pulse). Thus
we use the rotational eigenstates |Ja,Mn) directly
for a numerical estimate of the polarizations due
to Egs. (17) and (18). As pointed out by Omont,
the more accurate approach considering the in-
dividual multipole contribution provides an anal-
ogous result except for a weighted sum over the
individual multipole decay rates.®

Using the more compact notation (u;),,=(b ‘ Ky |c),
we now wish to combine the polarization terms

resulting from Eqgs. (17a) and (17b) and Egs. (18a)

and (18b). The combined Eq. (17), as previously
discussed, is expected to be the dominant off-
resonance contribution; Egs. (18), the electron-
ically resonant contributions involving the excited-
state rotational constant.

If E,(t’), the electric field of the exciting pulse,
is assumed polarized in z direction, then the
macroscopic dipole moment -ﬁl due to the pro-
cesses shown in Figs. 9(a) and 9(b) (using Wye
- Wy =W, = —w,,), is given by

® (1€, ()12 . N 1 Y
xj:w ( Eléih‘) —)exp[z(wac—wac)t 1dt \ﬁ(“’o—waa—i(%c—‘f’;y)

(0)
Pec

()

Pqq ; ; '
x[h‘(w' rarer e Rl o ] exp[--z‘(coac — i o+ wolt] . (20)

Similarly the two excited-state contributions, when combined, give a polarization contribution B,:

Bo= 2

TaTpdaly

DR IBNC AN

X‘/;:‘ ( I_El‘g;i)_l) exp[i(wg — i¢ab)t'] dt’

* pég’[ (h’@o +Wep —li(¢ab - ¢dc))(ﬁ(w' - “’ta =~ ifg) "~ Blwr - wl"" +14) )]

X exXp[ =i (Wgp — 1Py + W]

@1
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To proceed, it is necessary to consider the
Raman Stokes and anti-Stokes contributions
to the sums over J,, J,, J., and J, and the sum
over the magnetic quantum number M. We neglect
the transitions which make a and ¢ the same in
Eq. (20) (@-branch Raman transitions) and b and
d in Eq. (21) (S- and O-branch Raman transitions)
which contribute a Rayleigh component at the probe
frequency. The corresponding terms are zero
when loss is neglected since the large square
brackets in Egs. (20) and (21) are then identically
zero,

From the dipole selection rules for linear po-
larization, which we consider here, AJ=%1,
AM=0, there are only two nonzero sequences in
the sums over the angular momentum quantum
numbers. For Figs. 9(a) and 9(b), we choose to
write these as J,=J, Jy=d+1, J,=d+2, J;=d +1,
and J,=J+2, J,=J+1, J,=J, J;=J +1, respective-
ly. The second is the anti-Stokes sequence in
accordance with nomenclature from CARS for
Fig. 9(b) and the first is the Stokes sequence for
diagram 9(b). For diagram 9(a) it is the reverse,
the second sequence being that of the Stokes and
the first that of the anti-Stokes sequence. We shall
refer to these in accordance with the Raman no-
tation for Fig. 9(b); the first sequence thus being
the O sequence and the second the S sequence,

For the diagrams of Figs. 9(c) and 9(d) [as
described by Eq. (21)], the excited-state contri-
bution arises from the interference between the
two possible @-branch Raman contributions. The
two possible selections of the J’s shown (J,=J +1,
Jy=d+2, J;=d, J,=J+1, and J,=J +1, J,=J,
Jy=J+2, J,=J +1) correspond to an interchange
of the Stokes and anti-Stokes sequence on the
two sides. Taking the Raman notation, we shall
refer to these as the @, and @, sequences for these
two diagrams.

The periodic nature of the polarization arises
from the final sum over all possible values of
J for these four sequences (S, O, Q,, and @,).
The significant values of J which must be included
are determined by the initial populations p!{?’ [Eq.
(16) for a Boltzmann distribution] and the spec-
trum of the pulse amplitude which provides the
strength of the Fourier components at the rota-
tional Raman frequencies. Since these are evenly
spaced, w;,, ;=4rBc(2J+3) withd=0,1,... and
B the rotational constant [excited state for (21)
and ground state for Eq. (20)], the basic period
being 1/(2Bc), periodic bursts in the polarization
induced by the probe pulse are observed. Bursts
are also observed halfway between the fundamental
period, these bursts having a time-reversed
amplitude profile with respect to those at the fun-
damental period. In addition nuclear spin can

introduce additional bursts. For CS,, J odd is not
possible for the rotational frequencies above
which is introduced a burst at 1/8Bc¢ following the
excitation pulse.?®

With Egs. (20) and (21) we can consider the
frequency behavior and time evolution (damping
and widths) of the periodic birefringence bursts
associated with the ground state and the electronic
excited state. The damping in the first approxi-
mation (all ¢,, equal) provides an exponential
decay of the coherence without any influence upon
the temporal profiles. Experimentally, inves-
tigations of the width of the coherent bursts and
their temporal decay will be interesting with
regard to both this approximation and the initial
neglect of the product state formalism to evaluate
the matrix elements for A,

The frequency dependence of the two contri-
butions Eqgs. (20) and (21) are quite different.
Far below resonance we can set w,, = w,, ~w,, =w,,
the electronic-transition frequency, this being
accurate to within the rotational frequency. Neg-
lecting linewidth, Eq. (20) indicates that B, is then
~[1/(w, ] (pf’ - p{’) and is generally appreciably
larger than §,~pl[1/(w,)?](ws/w,) from Eq. (21).
wyp is ideally a rotational transition frequency
~10" rad/sec. Thus, the ratio p,/p, has a max-
imum value of

101 ( p(o) 1072
10% Pec = pag )

for typical molecules (CS, at 296 °C). This is most
likely an overestimate since only a single elec-
tronic transition has been assumed.

Thus, we conclude that the dominant coherent
rotational response below resonance comes from
the Stokes and anti-Stokes sequences of Eq. (20)
and hence the first two diagrammatic contributions
of Fig. 9. In this limit, Eq. (20) reduces to the
previously calculated index-of-refraction change
for the coherent response.?” This can be shown by
considering Eq. (20) for the probe field &, po-
larized in the z direction. We express the sum
over M of the matrix elements which enter into
the induced polarization [Eq. (20)] in the 2z direc-
tion in terms of the matrix elements u,, the purely
electronic dipole moment parallel to the linear
molecular axis, and p,, that which is perpen-
dicular to the linear molecular axis between the
two electronic states. For either the Stokes or
anti-Stokes sequence, one obtains®*

XM: (#z)cd(“z)da(“z)ab(“z)bc
= ; I(/J'x)ca |2I(Pf:)ac |2

= %%ﬂ(h“'nlz‘ |‘J’le)2- (22)
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Introducing the electronic polarizability parallel
to the molecular axis a,(w)= |, |2/[#(w - w,)] and
that perpendicular to the molecular axis a,(w)

= | |¥/[#(w -w,)], we see that Eq. (20), when
damping is neglected and for the 0 sequence, can
be approximately written

0.~ —E; exP[;'i(wJ, 742)t] (P.nz. re2=Prs)

X Aa(w)Aa(w, )125 %@

L t, 2 . ,
x [T expaiws, )]

X dt' g€, e ioot (23)

-

(PZ)J Z exp[_z(wJ'J’+2)t]p101,J+1Aa(wo)Aa( ’) 15

e

I
x [T A expliag, ) ar [

where w%, ;. =Wy, the rotational transition fre-
quency in the excited state, =-47B,c(2J +3). B,
is the excited-state rotational constant. As above,
the @, sequence gives the complex-conjugate sus-
ceptibility Ay,(w)* so that the total susceptibility
is 2Re(Ay,) =24y~

Equations (20) and (21) show that considerable
resonance enhancement of the coherent rotational
response can be obtained from the electronic re-
sonances. In particular D,, the excited-state con-
tribution, can become of the same order of mag-
nitude as P, or larger since (w,, — w,,)/ (W’ — w,
+i¢4), coming from the square bracket in Eq.
(21), can probably be made to exceed (p{2’ — )/
P by an order of magnitude or so.

Theoretically, since the matrix elements are

Wy, 742 1S the rotational transition frequency of the
J—=J +2 transition w; — w,,,=~47Bc(2J +3) and
Aa(w)=0a,(w) - a,(w). The S sequence gives the
complex conjugate of the complex susceptibility
index of Eq. (23) [Ax,=2(p,),/€,e *“0*] and thus
the total susceptibility is 2 Re(Ay,)=2 Ax? which
is identical to that previously obtained using the
classical effective Hamiltonian?’

H' = —3[3 Aa(w) sin® - a, (0)] |E,@) |2. (24)

Similarly, Eq. (21) can, with the same approxi-
mations, be writtten for the @, sequence

(J+1)(JT+2)

(27 +3)

-fwgt
E!e sz(wo)zi e-iwot (25)

2

r

in general not known, it is difficult to calculate
the refractive-index change from Eqs. (20) and
(21). Based on Egs. (23) and (25), we have es-
timated the values of 24y} and 2Ax% as a function
of frequency from the known susceptibility for
O,. With subpicosecond pulse excitation at room
temperature approximately 15 rotational states
provide significant contributions. The calculated
results are shown in Figs. 10 and 11. Both Ay”
and AyJ exhibit the resonances associated with
the linear susceptibility. AxZ has an additional
resonant enhancement due to the additional term
1/(w - w,) in Eq. (25). For 0,,% it is estimated
that Axy becomes larger than Ax?, although the
approximations limit the validity of Ay} and Ay}
given by Egs. (23) and (25) in the region Iw' - wel

-2t¢ "
E- Ecerz ZAXZ
T:0.5ps Y2

. . ——r . :
2.0 3.0 4.0 50 60 7.0 8.0 90 100 1.0 120 130 140 150 160 170
Time (psec)

FIG. 10. Theoretically predicted susceptibility change mduced by a Gaussian optical-laser pulse in O, at room tem-
perature. The solid curve has a fundamental period (ZBoc) and a subperiod (4Boc)", and arises from the diagrams of
Figs. 9(2) and 9(b). The dashed curve has a fundamental period (2B;c)! and a subperiod @Bc)™! and arises from the
excited-state diagrams of Figs. 9(c) and 9(d). Y, and Y, are two constants specified in Fig. 11. For O,, B;=1.446 cm”
and By=1.05 cm~! (Ref. 35). Here, the effect of the nuclear-spin statistics which demand the absence of odd J has also
been taken into account (Ref. 28).
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FIG. 11. Resonant enhancement of Ayx{’ and Ax4%’.
The electronic transition is ®z; —337,.. The solid
curve corresponds to Ao (w’):and the dash-dotted curve
corresponds to Aa(w’ )/ (@’ ?—w?), C=15 iix,x10%/
2A a(wNE} in cgs units, Aa(A=5893 A)=11.4x10"2%
esu (Ref. 35) and y,, the linear susceptibility.

< 4w/7, where T is the pulse width.

Experimentally, it appears possible to observe
a resonant enhancement of coherent transient bire-
fringence in Cl, at the second harmonic of the Nd**
laser. Verification of the excited-state contribu-
tion is also possible and is presently being pur-
sued.

In the present section, we have considered ex-
clusively coherent rotational effects associated
with a ground state and an excited electronic state.
If two phase-related coherent pulses with com-
plex amplitudes €,¢"“1? and €,e"'*?!, with fre-
quencies w, and w, differing by a vibrational re-
sonant frequency, are used to excite the medium,
one field at ¢, and the other at £, of the diagrams
of Fig. 9 or £, and #{ in Fig. 1, then the molecule
is thrown into a rotational sublevel of the vibration-
al state bs( the excitation. Thus, in conventional
CARS, an exact-vibrational-resonance coherent
transient rotational birefringence should be ob-
servable. The probe pulse in this case would cor-
respond to vibrational anti-Stokes scattering. As
w, — w, is tuned off of the vibrational resonance
the integral in Eq. (14b) can be approximately in-
tegrated as

expi{+iw,, - i(w, = w,) + ¢, ]t =T, ~ <=+ )}
+liw,y - i(w, - ;) + $,,]

and the susceptibility goes over to the monochrom-

€1€; ’
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atic CARS susceptibility. Thus the rotational co-
herent response would be expected to disappear
with detuning. This coherent rotational effect for
properly shaped picosecond pulses can be large
and might provide a means of observing CARS
without the bothersome interference associated
with nonvibrationally resonance terms contributing
a nonresonant susceptibility in monochromatic
CARS experiments.

VIII. CONCLUSIONS

In the present paper we have investigated the
diagrammatic representation of density-matrix
elements. In general, a diagram is used to repre-
sent two sequences of interactions, one of which
is associated with the wave function and which is
time ordered with respect to the second interac-
tion sequence which is associated with the com-
plex conjugate of the wave function. Each of the
two sequences represents a possible time evolu-
tion of the molecular state. The time-ordered dia-
gram portrays the interference between the two
possible evolutions which gives rise to dipole
moments and population changes. Each diagram
corresponds to one term of the density matrix
and a set of rules can be used to deduce polariza-
tion directly from them for monochromatic in-
teractions and many pulsed interactions. In the
absence of broadening, it has been shown that the
sum of all possible time-ordered graphs for a
particular set of interactions on the wave function
and a particular set on the complex-conjugate wave
function results in a term which is independent of
the time ordering of the wave function interactions
with respect to those of the complex-conjugate
wave function. It is easily established that the
conditions for this to be true can be relaxed to
¢, =0 if # is the initial state and ¢, + =G pw
for any other states »’ and »”. This is also called
the damping approximation. The evolution of the
density operator can then be determined by the
product of the evolution of the wave function and
that of its complex conjugate taken separately.
Calculations of nonlinear polarizations from the
resultant non-time-ordered graphs are well known
and are described in the literature.

The time-ordered propagator approach uniquely
identifies a particular perturbation process; in
many cases it allows a simplification of the cal-
culations by employing the general rules; and it
should provide a means of conveniently incorporat-
ing broadening processes more rigorously. In
the present paper, we have considered several
processes including second-harmonic generation,
coherent anti-Stokes Raman scattering, and co- '
herent transient birefringence. The combination
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of time-ordered terms in the damping approxima-
tion was illustrated with the diagrams for the
Raman effect. Resonant denominators for which
the transition frequencies are ‘solely between the
initial state and excited states result, as is evi-
dent from Fig. 5.

Transient perturbations when viewed diagram-
matically can in many cases be interpreted clearly.
For the Raman effect, it has recently been shown
that the time-ordered diagram of Fig. 4(a) pro-
vides the transient Raman response, and Figs.
4(b) and 4(c) the hot luminescence (HL) transients
as defined by Shen.?* As is apparent from the dia-
grams, the HL terms involve the density-matrix
element p,,, propagated by 7,. With»n’ usually
equal to »n, this is equivalent to the decay of the
excited-state population. In the present paper,
we have deduced calculational rules for a special
class of transient interactions for which the sys-
tem is on resonance after the second interaction
vertex (Fig. 1) and this excitation is probed by a
delayed pulse. Several new aspects of rotational
coherent transient birefringence are treated. When
the excitation frequency is far removed from a
single-photon resonance, only two time-ordered
diagrams [Figs. 9(a) and 9(b)] have been shown
to contribute to the susceptibility, and coherent
bursts in the birefringence separated by (4B,c)™!
are obtained, where B, is the rotational constant
of the ground rotational states. As the excitation
frequency approaches a single-photon resonance,
two additional diagrams [Figs. 9(c) and 9(d)] be-
come important and contribute terms which re-
sult in coherent bursts separated by (4B,c)™",

where B, is the rotational constant of the excited
state involved in the first-vertex interaction.
Apart from the rotational coherent transient bire-
fringence, the rules deduced can be used to ob-
tain the pulsed responses of CARS experiments
and coherent pulsed two-photon excitation.

The diagrammatic approaches can also be used
to evaluate transition probabilities since

<] ] )
apt = 4 % (pcuHac - Hcapac) .
The polarization terms p,, are evaluated up to the
order desired. Taking twice the imaginary part
of p,, multiplied by H,,/7 then immediately pro-
vides the transition rate.” This reduces to the
usual Fermi “golden rule” when both sides of the
density-matrix diagram are the same in terms
of interactions and states involved.

The density-matrix diagrams can easily be
generalized to include other types of interactions.
Photon exchange between different molecular
species through the introduction of the photon prop-
agator and the treatment of tunneling phenomena
by the transfer Hamiltonian are two such inter-
actions which have been considered.
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