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We derive quantum~-mechanical kinetic equations for the matter density p and radiation deunsity
matrix R, which describe optical pumping phenomena. The resultant kinetic equations are a
set of coupled nonlinear equations for p and R. With appropriate linearizations, we can ob-
tain the present theories of optical pumping. The nonlinear equations describe multiple scat-
tering and line narrowing due to imprisonment of resonant radiation. We show that the coupled
equations for p and R are equivalent to coupled equations for p and a generalized polarization
matrix II, whose matrix elements are the second moments of R. The polarizatiqn matrix II
constitutes a complete description of linear phenomena in the same manner as present theories

describe optical pumping phenomena by using the matter density matrix p alone.

As a con-

sequence of our nonphenomenological treatment of radiation, we can provide a completely
microscopic treatment of the externally modulated light-beam experiment of Bell and Bloom.
We show that the atom absorbs the modulation envelope directly from the external thermal
light beam in the same way that the atom absorbs transverse polarization directly from the

light beam in optical pumping experiments.

I. INTRODUCTION

The clearest presentation of the current theory
of optical pumping occurs in the thesis of Cohen-
Tannoudji.! In this paper, the optical radiation
field is treated as a given quantum-mechanical ex-
ternal beam and the matter in the sample is treated
as N noninteracting atoms described by a single-
particle density matrix, The Cohen-Tannoudji
theory is linear in the matter density matrixbecause
the incident radiation is treated throughout as given
by the external beam and all changes in the optical
radiation are obtained as consequences of changes
in the single-particle density matrix p. Recently,
Cohen-Tannoudji and Laloe ? studied the propagation
of a classical light beam in an atomic vapor in
which the atoms are described by a given single-
particle density matrix. Consequently, their new
results correspond to a linear theory for the clas-
sical light beam. In this paper, we derive the equa-
tions of motion for the single-particle density ma-
trix p and the radiation density matrix R, starting
from the quantum-mechanical Liouville equation
for the combined system of N particles and the ra-
diation. The resulting equations for p and R are
coupled, nonlinear, and describe multiple scattering
phenomena such as line narrowing due to imprison-
ment of resonant radiation, We next show that the
coupled equations for p and R are equivalent to a
set of coupled equations for the ground-state density
matrix Py and a generalized radiation polarization
matrix II, whose matrix elements are the second
moments of R, TrazT(k)a (k) R, where the a; k)
and a; (k') are the usual ¢reation and annihilation
operators for photons of wave number k K, and
polarization Z,j. The reduction of the equa.tlons for
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p and R to equations for pg and IT follows from the
Gaussian or “thermal-like” statistics of the op-
tical radiation which is completely determined by
its second moments. When we linearize our equa-
tions by taking the radiation polarization matrix to
be that of the external optical beam, we obtain the
equations of motion for p which are equivalent to
those of Ref. 1. When we linearize our equations
by taking p as given, we obtain a linear equation
for the radiation polarization matrix II, which is a
generalization of the results of Ref. 2, We also
show that in the linear problem it is possible to ob-
tain all the physics from the solution of the equa-
tions of motion for the radiation polarization ma-
trix alone, just as it is also possible to obtain all
results in the linear problem from the solution® for
p alone,

We treat the radiation fully quantum-mechanically
for the following reason: If we treated the radia-
tion purely classically, then the induced absorption
and the induced emission would be the same as in
the quantum-mechanical treatment. In order to ob-
tain spontaneous emission classically, it is abso-
lutely necessary to introduce radiation-matter
correlations such that the density matrix of radia-
tion and matter cannot be written as a product Rp.
However, if we treat the radiation quantum-mechan-
ically, we obtain spontaneous emission without the
need for any radiation-matter correlations. Con-
sequently, in the quantum-mechanical treatment,
we can consider the radiation-matter density ma-
trix to be a product Rp and still have spontaneous
emission. Thus, even though we could treat the
optical radiation in optical pumping completely clas-
sically, the large amount of extra work required
to retain the requisite radiation-matter correlations
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in order to include spontaneous emission classically
is not worthwhile. The remarks in this paragraph
do not imply that the quantum theory of radiation is
equivalent to the classical theory of radiation, but
only that the question of spontaneous emission, as

it appears in optical pumping expressions for line-
shapes, is not a quantum-versus-classical problem,
but a statistical question of no correlations or cor-
relations between radiation and matter variables.

One of the questions to ask of a theory of radia-
tion in optical pumping is whether there are any lin-
ear phenomena which require a more detailed anal-
ysis of radiation than that obtained from the matter
density matrix and an external optical beam of given
intensity and polarization. We find that the exper-
iments using a radio-frequency-modulated light
beam of Bell and Bloom require detailed knowledge
of the correlations between photons of different
wave numbers., These correlations are contained
in the radiation polarization matrix II. One of the
main results of the present paper is a completely
nonphenomenological explanation of the Bell-Bloom?®
experiment. We find that the atom can absorb mod-
ulation directly from the light beam in the same
manner that the atom absorbs transverse polariza-
tion from the light beam. Modulation of the light
beam creates correlations between photons differing
in frequency by the modulation frequency in the
same way that a polarizer creates correlations be-
tween photons of different spin states. The coher-
ence of the light modulator is transmitted by means
of the correlations created between the photons of
the thermal optical beam to the coherence of the
atomic system. The result is essentially the same
as the direct absorption of a coherent electromag-
netic field whose frequency is the same as the fre-
quency of modulation of the light beam.

Modulation of the optical beam in optical pumping
is usually produced by the coherent dipole moment
of the atomic system created by a resonant rf or
microwave field. The method of derivation in this
paper is valid for time-dependent rf fields. How-
ever, the extra transformation required to go to the
rotating wave coordinate system so complicates the
notation that the underlying physics is obscured.
Consequently, we defer the treatment of the rf
case to a separate publication,

In Sec. II, we obtain the kinetic equation for
optical pumping by a heuristic argument., Section
I contains a discussion and an analysis of the ki-
netic equations obtained heuristically in Sec. II.
Those readers who are not interested in the founda-
tions of kinetic equations can proceed from Sec. II
directly to Sec. IV, where we work out the detailed
form of the equations of motion for the single-par-
ticle density matrix and show that the linearized
form of the equations of motion are equivalent to
the equations for p derived in Ref. 1. We show in
Sec. V that the coupled equations for p and R rig-
orously reduce to coupled equations for the ground-

state density matrix pg and the generalized polar-
ization matrix II, whose matrix elements are the
second moments of R, The linearization of the
equations of motion for IT and the neglect of emis-
sion terms yield the equations of motion of Ref. 2.
In Sec. VI, we analyze the Bell-Bloom® experiment
and provide a microscopic explanation of their re-
sults. Section VII describes spatial effects, and
Sec. VIII contains the discussion.

II. KINETIC EQUATIONS FOR RADIATION AND MATTER

The Hamiltonian for our system of N atoms inter-
acting with an optical electromagnetic field in the
dipole approximation is

H= Ha(N) + Hcm+Hf +y V(N)

=H, (N, {e})+y V() ,

N
where Ha(N) =27 hla);
a=1

(2.1)

H, = kzz nkai’f (®)a, (k) .

We use units where h =c=1. For each value of k¥
there are two values of i corresponding to any two
linearly-independent states of polarization. For
circular polarization, the index i takes on the two
values + corresponding to €% = 2-/2(€, + &,). The
symbol {k} represents the infinite number of modes
of the cavity. Usually we will consider the eigen-
modes of the cavity to be plane waves. The a; (k)
and a; T (&) are the usual annihilation and creation
operators which satisfy the following commutation
relations:

[a®), a;1®")]=0,; 0@ k") ;

(2.2)

[ai(ﬁ), 4 &"]= [aiT(E), a].’r(ﬁ’ )] =0.

The term Ha(N ) represents the Hamiltonian of N
noninteracting atoms in a static magnetic field in
the z direction, The eigenfunctions and eigenvalues
of a single atom are

hlp.}:Eulu), and h|m)=E [m) , (2.3)

where we use the convention that Greek indices rep-
resent ground-state levels and Latin indices rep-
resent excited-state levels. The Hamiltonian He
describes atomic ¢. m. motion including collisions.
The ¢. m, variables are classical variables.

The interaction Hamiltonian y V(N) is

y V(N)

n

N *
y 2. [rex)p *E®-5%p % T®
a=1k,%

[y
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>

+Tp (X )PeaEi (&)- ﬁanaai ®)] , 2.4)

where the ground-state projection operator Pga
and the excited-state projection operator P, %

are defined as
a a o
PgaEZulu Xu®| andP " =T | n") ("]

The definition of the interaction Hamiltonian is
such that products y V(N)y V(N) do not contain
alat and aa terms. In another context, this is
called the rotating wave approximation. The
I)';(Xa)’s are the eigenmodes of the cavity eval-
uated at the c. m. Xy of the ath atom. The op-
erator D@ E(Fa/ "Vaa[ -1) is the dimensionless di-
pole moment of the ath atom, and the term &;(k)
-De represents the angle between the electro-
magnetic polarization direction € i(E) and the di-
mensionless dipole operator of the ath atom. The
magnitude of the dipole matrix element appears in
the constant

y = «gl|r|e) (@/2)? (2.5)
where ¢ is the charge on the electron, & is the
energy difference between the unperturbed ground
state g and the unperturbed excited state e, and
(gl'r] e) is the matrix element of 7 between the
radial parts of the ground and excited states. The
expression for y V(N, 7) in the interaction repre-
sentation is

eiHO(N, {e})r - iH (N, {£})r

yV(N,T) = yV(N)e
S LA AR N
x(m_ [aiT(E)ei(Qk ") he.. @6

where h,c. is the Hermitian conjugate, and Xa(T)
is the position of the ath atom after 7 seconds.
If we neglect collisions, X, (7) equals X, (0)- V7.
The frequency of the electromagnetic field is £,
and the frequency Qm“ is E,, - E“.

The quantum-mechanical Liouville equation for
our system of N atoms interacting with the electro-
magnetic field is

Fargey + H W ARD oy V), Fyppp1=0, 2.7)

where the dot indicates differentiation with respect
to time. The density matrix Fy[p1 is the density
matrix for all N atoms and all the radiation modes
of the cavity.

We want an approximate solution of Eq. (2.7)
which is valid for the macroscopic times of mea-
.surement. In this section, we present a simple

heuristic argument which gives us an equation of
motion whose solution is the approximate solution
of Eq. (2.7). The argument is not really a deriva-
tion because the range of validity is restricted to
times which are too short. However, the result of
the heuristic argument is correct for long times
even though the argument is valid only for short
times. We use the heuristic argument because its
simplicity provides an insight into the much more
lengthy and complex rigorous derivation we discuss
in Sec. III,

We expand FN{k} in a power series in v, sub-
stitute the expansion in Eq. (2.'7), and obtain

F}f]{k} +i [H (N, {}), F;{k}]

=i [V(N), F;'{Z}] , (2.8)
Y. 7 -1
where FN{k} =Ey‘)’ FN{k} and FN{k} =0.
The solution of Eq. (2.8) for F;v{k}(t) is
ng{k} (#)=exp| - itHo(N, {k})]F}’V{k}(O)
xexp[itHy(N,{#})] . (2.9)

. L .
The solution of Eq. (2. 8) for FN{k} (t) is

Pl (0==i fot[V(N, =7, Py ®ldr . (2.10)

When we substitute Eq. (2.10) in Eq. (2. 8) for
2 .
FN{k}’ we obtain

Fjv{k} () +i [HO(N, {r}), F;,{k}(t)]

-~ [vaw, [ty =), Forg@1ldr . @.11)
The equation of motion for FN{k} () to order y2 is
Py @+ i [HyW, {B)), Py 0] == 2 [vw),

Sve, =, Fypa @l ar, (2.12)

where we replace .F}(\)]{k} (¢) on the right-hand side
of Eq. (2.11) by FN{r}(¢), which is valid to order
v%. We dropped the term linear in ¥ because terms
linear in the electric field operators and linear in
T',(X) do not survive subsequent averages over the
incoherent light beam and over space. Equation
(2.12) is rigorous for times short compared with
the relaxation time.

Finally, we make two plausible but far-reaching
assumptions. First that the time # =0 in the
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above derivation is not speciai, so Eq. (2.12)
valid for all times ¢, This is the repeated random-
phase assumption. The second assumption is that
we can set the upper limit of the 7 integration in
Eq. (2.12) equal to infinity because V(N, - 7) varies
more rapidly than FN{k} (#). As we show in Sec. III,
the second assumption is true if the relaxation time
T, is larger than a suitably defined interaction
time 7;.

The final result for the kinetic equation for Fy{k}
to order y?, referred to as the first Born approxi-
mation master equation is

FN{k}(t)H Hy (N, {}), N{k}(t

NHltdr .
(2.13)

Equation (2. 13) is also valid when H, (N{%}) depends
explicitly on time if one replaces

= —y2{V(N), fo [V, -7), FN{k}(

exp[ - iTH,(N,{%})]

by T{exp[-i [  H,W,{r}, t")at']} ,

where 7T denotes the time-ordered product.

We are interested in the behavior of the radiation
density matrix R and the single-particle density
matrix p, which we define in the following manner:

R(t)ETrl,Z,...,NFN{k}(t) ’

and p(¢) = (@) .

{k} 2,000,N N{k}

When we trace Eq. (2.13) over all the matter var-
iables, we obtain
R+i[H R]=-y2q

v, [TV, @.14)

Fim®a

where V without the N dependence is the single
atom-radiation interaction, and 9t is the number
of atoms per unit volume. The trace of Eq. (2.13)
over (N - 1) matter variables and all the radiation
variables is

p(t)+i[Hy(1),p(8)]

=—72Tr{k}[V,fo°° [V(-7), Fl{k}(t)]]dT.

(2.15)

The 9in Eq. (2. 14) results from the contribution
of all N atoms to the radiation while the absence
of 9 in Eq. (2.15) results from the interaction of
the radiation with a single atom.

Equations (2. 14) and (2. 15) do not constitute a

closed set of equations for R and p because they
depend on Fl{k},whlch depends on Fg{k} and so
on, until Fy{r} is reached. The correlations® be-
tween radiation and matter are proportional to the
ratio of the rate of induced emission to spontaneous
emission, i.e., to the number of photons per mode
which in the notatlon of Ref. 1 is (I‘T )"L. The
number of photons per mode in optlcal pumping is
usually less than 10~%. Consequently, when we re-
place Fyfp1 by Rp in Eqs. (2.14) and (2.15), we
obtain the closed set of equations:

I.€+i[Hf,R]=—'y2 N Tr,
x[vf [V(-7),R@p@]]ar , (2.16)

p +i[ h(1),p]==1y2 Tr{k}
[vf [V(-7), ROp®)TdT.  (2.17)

"n a laser the difference between F1{z1 and Rp is
responsible* for the nonthermal statistics of the
laser. The solution of Eq. (2.16) for R is uniquely
determined by its second moments, which is another
way of stating that R has ‘“thermal-like” statistics.
In Sec. V, we show that the neglect of radiation-
matter correlations is responsible for the matter
density matrix p being uniquely determined by no
other property than the second moments of R.

The results for the arguments leading to Eqs.
(2.16) and (2.17) carried out in the interaction rep-
resentation are

R=—y2q Tr, [V(@), [T [V(E-1), ®]1ar,

(2.18)

RWD (¢

p==7" T [V0), [ 7 [V 7), RWB®]1ar,

(2.19)

where R(t)sexp[itHf]R(t)exp[-z‘tHf],

p(t) =exp[ith(1)] p(¢) exp[ - ith(1) ]

The kinetic equations for R and p, Eqs. (2.16)
and (2.17), constitute the fundamental description
of the generalized theory of optical pumping which
we develop in this paper. Section III is concerned
with the justification of Eqs. (2.16) and (2. 17).
Those readers who are interested only in the con-
sequences of Eqs. (2.16) and (2. 17) can proceed
to Sec. IV.

1. INVESTIGATION OF INTERACTION TIME i

Though the results of Sec. II are correct, the
derivation is deficient in two respects. First, the
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derivation holds only for times short compared
with a relaxation time. We discuss the removal of
the short-time restriction at the end of this section.

Second, we did not justify the extension of the
time integration from # to infinity in Eq. (2.12).
This change of limits is closely related to the ap-
pearance of the & function of the conservation of
energy in Fermi’s golden rule. The limit of ¢ going
to infinity in Eq. (2.12) means that there exists a
t which is very large compared with an interaction
times 7;,but is small compared with the relaxation
time 7,. Inthe present section, we find the three
different 7;’s that play a role in optical pumping.

In order to find the interaction times it is necessary
to explicitly construct the kernels in the kinetic
equations.

We iterate the Liouville equationinthe interaction
representation twice, trace over the radiation var-
iables to get the equation for p, and trace over the
matter variables to get the equation for R:

- - , tot!
PO=PO==r*Tr [ ]

x[v(,), [V(t,), R(0)p(0)]]dtdt,, (3.1)
ﬁ(t)—k(o)z—yzmTrlftft'
x[v(t,), [V(), RO)B(0)]dt,dt, , (3.2)

where p(0) and B (0) are the initial values of p (¢)
and R (), and we have dropped the term linear in
v because the average value of the electric field
and the polarization is zero. We also assume
F‘l{k}(o) is equal to R (0)p (0), i.e., there are no
radiation-matter correlations.

When we take the diagonal matrix elements of
Egs. (3.1) and (3. 2), the right-hand sides take
the form

fdaf(a)ft dt,[ gz dt, Jolti=t) , (3.3)

where the integration over the continuous frequency
variable a arises when we replace the traces over

|
4
(m|p@)|m) ~(m|p(O)|m) =-v* 25 A,
i=1
where
A =o7t 2 T
w,m K K i’
AzEv.'l 2
uym’E,K"iyil
_ N . T i
Assv 1 2 Tr[az.(k)al.,‘r(k')R]ez(k k%)

i [
w,m,k k", 4,¢

discrete variables by integrals over continuous
variables. In the trace over*m_gtter varigbles, the
continuous @ is the variable k+v, where v is the
velocity of the atom. In the trace over radiation
variables, the variable a is the mode frequency Qp
of the radiation. The function f(a) is a function of
the density of states and the interaction matrix
elements. For ¢ sufficiently large, Eq. (3.3) be-
comes

Jaar(@) [tat, [Hrat, @b~ t)
~tfdaf (@)nd (@) 3.4)

bi(a)=0(a)zi® (1/a)

L) QT
sf dre
0

where

’

and ® is the principal part. A proof of Eq. (3.4)
is given by Prigogine.® This section of our paper
is based on Chap. 2 of Ref. 5. The condition that
¢ be sufficiently large means that £>>(6a)-'=1;,
where 8a is the width of the function f(a@). This con-
dition is equivalent to the condition for obtaining the
energy conservation 6 function in Fermi’s golden
rule.

We obtain a special case of Eqs. (2.18) and (2.19)
by setting

150 -5 0)]~p0) ,
and +[R(@t)-E0)]~K0) ,

and asserting that #=0 is not unique, so that £=0
is replaced by ¢ in R(0), $(0), R (0) and 5 (0). We
now see that the determination of the interaction
time 7; requires an explicit evaluation of the matrix
elements on the right-hand side of Eqs. (3.1) and
(3.2) in order to obtain f(a). For definiteness we
calculate the equation of motion for the off-diagonal
excited-state matrix element {m|p |m’) .

When we insert the definition of V[Eq. (2.4)] in
Eq. (3.1) and take the matrix elements between
states m and m', we obtain

(3.5)

[Tra,@a,, €)R1E ~EV R |2 @B (ulE &) Bl B ) £,0: 5 ga)

[Tra,®a, &)R] K=K Zm |3 |) (| €, ) B w1, &) Blm") £,(8); (3. 60)

X (m|& @B |mulp I,V><VIEilT(E')"D'|W>f3(t) i (3.6c)
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A4Ev_1 2 i(k-K’)

) 'Tr[az.,T(l?')ai(E)R]e
w,m, Kk k’ i

14 . _
and where fl(t)=ftdz‘1f’f dtzez(altl Bita) _
0 0

The frequencies @; and B; are

-

a, =Q ,+k"v-Q , Y +kv-Q L,a_.=-Q -kv+Q

1 % m

i
Q
+
4
<y

|
Q
R

"l."—
ay =0, 4KV -0, B

Frequencies with two subscripts are defined as

(3.9)

We take the eigenfunctions of the cavity I'j(X) to
be plane waves; I,(X)=v-2exp[k-X], where v
is the volume of the system. If 2=£’, the space
dependence drops out. For k +#Ek', we have terms
proportional to exp[ ( X] In most casec
the wave numbers satisfy the inequality Ik -k f
«L-!' where L is the length of the sample and we
may neglect the space dependence. For convenience
we drop the space-dependent term ef(# —%')*X e
discuss spatial dependence in Sec. VII.

To determine 7; we must convert the summations
over k and kK’ into integrals over frequency by using
the following relation:

-12 -sfdﬁ(ou)

=(2m)72 [dS(>~°) (3.10)

where the equality follows from our units with ¢
=1. Inthe remainder of the paper we use both the
summation and integration symbols although it is
understood that we have a continuous density of
photon states,

For k=K’ the integral over % of (aJT(E)a] &) is
the number of photons of polarization 7, where
((s+*)) is Tr(+++)R. Consequently, the interaction
time 7; is the inverse linewidth of the photon dis-
tribution. For the terms (a (k Jaj (k)) which rep-
resent spontaneous emlssmn the interaction time
is given by the Wigner-Weisskopf treatment as
approximately w,™!, where w, is the frequency
difference between the ground and excited states.

The time integrals f; in Eq. (3.7) do not, in
general, approach #76,(B;), when a; is not equal
to B;. However, for times ¢ such that (a; - B4)¢
is much less than unity, the time integral f; does
approach #76,(8;). Since the maximum time in-
volved in A, and A, is the lifetime of the excited

m| &, @) Bl w(u || )] E, @Bl 1,0 5 6.6a)
4

3.7

= - _-"o-’
A _— 9= Qk, k V+Qm'u,

(3.8)

645— ﬂk'—E,.‘.;Jer'V

stateI',™*, our condition becomes(a; ~ ;) < Ty
for A, and A,. For A, and A,, the maximum time
involved is the lifetime of the ground state I'y~?,
so our condition for A; and 4, is (a; - B;) < Tg.
We use the notation A,(a; - B;) for the condition
(aj = Bj) < T, and Ag(a;- B;) for the condition
(0j = Bj) <Ty. The A condition is essentially equiv-
alent to the secular approximation of Cohen-
Tannoudji.! In Sec. IV, we show that we can drop
the A condition completely. The exact theory of
Sec. IV differs from the approximate theory of this
section only in the fact that there is sometimes a
small contribution from the region where (ai - Bi)
~ T in the exact theory. (The importance of being
able to drop the A conditions is not quantitative or
qualitative, but is in the convenience of being able
to ignore the conditions in the sum over states. )
The right-hand side of Eq. (3.5) with the A con-
ditions imposed is proportional to #, and hence we
have a kinetic equation for (m|p |m’) . We first
simplify the individual terms A;. The terms A, and
A, correspond to spontaneous emission, because
Tr[a EK)aT(&’)R] is equal to [1- (aT(k)a(k))] for k
=k and is equal to {af(k’)a(®) for k#Ek’. Since
the number of photons per mode is very small com-
pared with 1 and since {af(k’)a(k)) is less than or
equal to the number of photons per mode, the dom-
inant contribution to the A, and A, terms comes
from the one in the K =K’term. This result is an-
other way of stating that induced emission is negli-
gible compared with spontaneous emission in optical
pumping. When we set k equal to kK’and perform
the integrations over the wave vector kK, we obtain

(m|B@)|m’y ~(m[p(0)|m") ==y2 2 4,
==3[T m)+T (m")]t(m |5 (0)|m")
(3.11)

a2
y (A3+A4) ,

where

I‘e(m)5(277)‘3217';122u f](ml?i(ﬁ)°ﬁlp) |2
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X6(9k+k°v - Qm“)dk .

When £,,,,,7 is less than 5[ Tp(m) + Tp(m’)] we can
drop the dependence of the lifetime on the excited
state and replace 3 [ I'y(m)+I',(m’)] by Ty indepen-
dent of m. We observe that the A condition does
not appear in the spontaneous emission term. The
terms A; and A, give the ground-state contribution
to the excited-state density matrix (m|p [m’ ).
When we substitute the limiting form of f; and f, in
Egs. (3.6c) and (3. 6d), we obtain

~yAg+A =yt D (a, Ga )
Kk uv ° ¢

x(m | & @) 5| w( |5 [ w| €T &) Bl )

e =
><6+(Qk, +k’°v Qm,v)+6_(9k+k v Qmu)

_ _ Ers >
xAg(Qk, Qk+9mu Qm,y+k v-k°v)

2 Fror o e o
soymt 2 e, ®Na,®) (m|E.E)D|w
KK u,v ° ¢ ¢

x(ulp [l @)-Blm) o, +8-F-a_ )
mu

A - -
X g(nk' Qk+nmu Qm’y)‘

(3.12)
As a result of the conditions the imaginary,
principal part integrals cancel. For convenience
we drop the usually negligible difference between
K-v and K"V, To render Eq. (3.12) more trans-
parent,we consider the case of no modulation, which
corresponds to setting K =k / in Eq. (3.12)

-v¥(A, +A4)=tI‘guEV (i) (m|E Dl uXuo|n

- Ta-. s -
X(u[&,Blm) e -9 ), (3.13)

where the ground-state inverse lifetime is

-2 _-—°->_ >
T =y fn(k)G(Qk Kev Qmu)dk ,

BO)~t-'[R(t)-RBO) =r?or 2

and where
Gl =(a; [0, @ [n(e)])

is the polarization matrix of classical optics® nor-
malized to one. The number of photons in mode

k is n(k). Equation (3. 13) is equivalent to the con-
tribution of the ground state to the excited state in
the secular approximation of Ref. 1. The inverse
lifetime I‘g is equivalent to Tp" of Cohen-Tannoudji,
Combining Egs. (3.5), (3.11), and (3.13), ,we ob-
tain for the no-modulation problem

(m|p(0)|m’y = =2 [{m|p ()| m") —{m|B(0)|m") ]

=- I‘e(mlﬁ | +I‘g E’(i']nli)(ml'e’i°ﬁ|u)

x{ | 1) VIEZ.,To'ﬁ]mf) , 3. 14)

where the prime on the sum indicates the sum over
states is subject to the Ay condition. Equation

(3. 14) is the equation for p in the secular approx-
imation of Cohen-Tannoudji.

When we repeat the above arguments for the
ground-state matrix elements { & [b [v) , we again
find the Cohen-Tannoudji equation in the secular
approximation with the single-interaction time 7;
proportional to the inverse linewidth of the radiation.
Thus, we find two interaction times for the matter
density matrix. The requirement that 7,,> 7; for
spontaneous emission is identical to the Wigner-
Weisskopf requirement that w,>Ij. The induced
absorption and emission interaction time 7; is the
inverse linewidth 6-! of the radiation and the con-
dition 7; < 7, becomes § > Ig.

We obtain the interaction time for 7; for the ra-
diation density matrix R in the same manner used
to obtain the interaction times 7; for p. We can
write the full operator equations for R without re-
sorting to matrix elements of the radiation opera-
tors. The result for R is

X dv T T _ -
= E,Ei . Jak d¥{a,, (k" )Ra, ®)8,(2, -2, +2, )(u|p |1

X (V|EiT(E)‘ﬁ[m)(m [Ei,(E')°ﬁ[u) [5+(Qk, +K/v - Qmu)+6_(9k+ﬁ°§/’— me)] < [EiT(E)°5]m)

X (m [&, &) By X B [0 8@ = 8+ ) [0 ®a, §)RO (0, +ET- 0 )+Ra, R)a,, @),

X ‘(Qk +Kv - Qmu)] +aiT(E)Rai A& (u lEiT(E)"ﬁ]m)(m [p |m")m' ]Ez.,(ﬁ')"ﬁ’ w
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_ - -—,.-v_ -bo-b_
xa,(Q,-2,-9  J6.(2,+K"V Qm,u)+5+(9k+kv e, )]

i

"<IJ« [ZZT(E)'ﬁ’mxmlﬁ ’ml><ml !Ezl(ﬁ,)"ﬁ“}) Ae(ﬂk -, Qmm')

xla,, (K e ©)RS, (@, + K- 0, )+ Ra, €)a, B0(@, + K50 )},

where the first four terms are the contribution from
the atomic excited states. The matter density ma-
trix is a function of the ¢. m. position and velocity.
The interaction time 7; for the R equation is the
shortest time associated with the matter variables.
When collisions are negligible, then 7; =w;*, where
wgq is the Doppler frequency. When collisions are
more important than the Doppler motion, then 7;
=Tc, where 7, is the collision frequency.

We have written our equations so as to include
correlations between ¢. m, variables and interval
degrees of freedom,i.e., {u|p(x,v,#)[v). Such
correlations are important, for example, when col-
lision cross sections depend strongly on velocity
and the state of excitation of the atom. In lasers,
the c¢. m. -internal-degrees-of-freedom correla-
tions are responsible for hole burning. When the
c. m. —internal-degrees-of-freedom correlations
are unimportant, we can replace p(X,V,?) by p(¢)
F(%,v,t), where F(X,v,?) is the c. m. distribution
function, which is usually Maxwellian, Alternatively,
when spatial dependence is important and the ve-
locity dependence is Maxwellian, we can replace
o, v, by pX, )F(¥), where F(¥) is the velocity
distribution. When c. m. —internal-degrees-of-free-
dom correlations are negligible, we can perform
the c. m. integrations over the known c. m, distri-
bution function and reduce the number of indepen-
dent variables that p depends upon to just the time

variable.
We conclude this section with a few remarks

concerning the rigorous derivation of Eqs. (2.18)
and (2.19). The rigorous derivation extends the
range of validity of Eqs. (2.18) and (2. 19) to all
times and justifies dispensing with the A conditions
of this section, Rigorous methods of deriving ki-
netic equations®: "7° obtain expressions for the
solution of the Liouville equation for long times,
and then they obtain a differential equation which
the solution satisfies to some order in the expan-
sion parameter. Equations (2. 18) and (2. 19) were
obtained when the diagram technique of Ref. 5 was
used and took the y?# limit. The y? limit is the
limit that y2 -0 and ¢ -« such that y2?¢ is finite,
That ¢ -~ limit allows us to evaluate time integrals
such as Eq, (3.4) asymptotically, and the limit y2

J

(u[bglu>+mw(ulpg{w=v2w Zﬁ'i .

k

(3.15)
mu

-0 picks out the lowest-order diagram in 2 for
each power of £. Only one novel point arises in the
derivation, namely, the order of taking the y % -0
and £ -« limits is important. If the 2 -0 limit is
taken before the {~ « limit, then the A conditions
are not required. If the limits are taken in the
reverse order, then the A conditions must be im-
posed. We can express the y 2/ limit inamore trans-
parent fashion by requiring that there exists a ¢
such that 7; <¢ < 7,,~ ¢ ~%; thus the y? limit is
equivalent to the limit (7;/7,)~0. InSec. IV, we
commence our study of the consequences of our
fundamental equations.

IV. EQUATION FOR THE DENSITY MATRIX OF
THE GROUND STATES

When we examine Eq. (2.17) for the off-diagonal
matrix elements connecting the ground and excited
states, i.e. ,(p|p|m), we find the equations of
motion are linear and homogeneous in matrix ele-
ments of the form (i [p[#) . Consequently, if the
matrix elements connecting the ground and excited
states are zero initially, they remain zero. If
they are nonzero initially, they decay in times that
are of the order of the lifetime of the excited state.
Therefore, we can take the matrix elements of the
form (. |p|m) equal to zero, and then the matter
density matrix p reduces to the sum pP=pg+Pg,
where p, has matrix elements between ground
states only, and p, has matrix elements between
excited states only. The reduction of p is possible
when the pumping light is thermal, i. e., noncoherent.
If the pumping light were coherent, there would be
matrix elements of the form i [p|m). However,
more importantly, our Eqs. (2.16) and (2.17)
would no longer be valid because the interaction
time which is proportional to the inverse linewidth
would no longer be small compared with a relax-
ation time, and it would be necessary to include
radiation-matter correlations and higher-order
terms.

When we take the matrix elements of Eq. (2.17)
between ground states, we obtain the following
equation of motion for the ground-state density
matrix:

(e, @a, @) [ & @ Blmxm 2, &) B
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x{(p! [pg’V) 5.(%,, +kv - Qmu’) +{(p [pg[u')( u ]EiT(E)'ﬁ[m)(m ﬁi,(l?'%ﬁlw 6+(Qk+ﬁ'\7— 2 )]

- 2a,,(K)a, @) ]

When the linewidth of the radiation 6 is large
compared with the level spacing of the excited and
ground states w, and wg, respectively, we can
replace the various arguments of the § functions
64 by the same argument, namely, €, -wg-Kk-v ,
where w, is the unperturbed frequency difference
between atomic excited and ground states. The
assumption, 8> w,,w,, is not required for the
existence of our kinetic Eqs. (2.16) and (2. 17), but
the assumption allows us to appreciably simplify
Eq. (4.1):

(ulbglw +muv<ufpg11/> +i<ul[€],pg]IV>
==(n %0, 1,00

+ 2 & me (4.2)

mm

,<mlpelm’> :

where £ EER +1i& I

23

tT@yde B.2,@&"
Bk i ! ¢

1
x(a,)a;, @) 70,0, -0, ~E) |

and where the + subscript denotes the anticommuta-
tor. The superscripts R and I denote the real and
imaginary parts, respectively. The operator

Ly mm is

4
e """ -rs ¢y (Fym,m-p, p)
182 e m-y,m'-v

X c (F’mlym'-y, V) ’ (4~3)

11

where the c,, are the appropriate Clebsch-Gordan
coefficients for the problem . For definiteness we
use the hyperfine coupling coefficients.

The atomic operator £ is the trace over radiation
variables of the product of the following two opera-
tors:

E=Tr, KT ,

y (4.4)

where (ki ||’k E(az.T(E)ai,(E')) , (4.5)

and where

Tt =a,2 * "T"." .z (k!
(k'i’ [K|iK) = T, (X)¢,'®) DP B-¢,,K")

& 1@ B |m)m [o|m)om' |, ") B| ) 0l +E -2, )

mvy

4.1)

I‘k,(X)ﬂ6+(Q ,~w. +k’°¥)

0

“U'T 47 . (4.6)

:foou*(E 0P p.,E&, -1e”
o & Te it

The component of the atomlc dipole moment in the
direction of &;f(k) is pi () =y TL(X)Ef(®) B, The
equality in Eq (4. 6) is a consequenceof the integral
representation of the 6, function. The matrix ele-
ments of Tare the generalized second moments of
the radiation density matrix R. In Sec. V, we show
that the coupled equations for p, and R reduce with-
out approx1mat10n to coupled equations for pg and
II. For k=K', the generalized polarization matrix
(ki |1|i’k) reduces to n(eXi|M|i") , where(i |II|
><z'> is the polarization matrix of classical optics.
The matrix elements (ki| II ]z’k’) depend on space
and time through the original dependence of R on
space and time,

The generalized susceptibility K is an operator
in both the radiation and matter variables. The
matrix elements (k’i’ [Kfzﬁ) are the Laplace trans-
forms of the dipole-dipole operator correlations.
The matter operator ¢ is the average of the gen-
eralized susceptibility K over the radiation density
matrix,

Cohen-Tannoudji' showed that, for the case of
an external beam without modulation, p, in Eq.

(4. 2) could be simply expressed in terms of pg be-
cause p, followed pg adiabatically as a consequence
of the condition (I'T;)>1. This condition in our
variables is I'p, >I';. We have already used this
condition to eliminate radiation-matter correlations.
The same condition is sufficient to eliminate p, in
our case of a generalized polarization matrix with
modulation, and the derivation proceeds in an iden-
tical manner. The result of the adiabatic elimina-
tion of p, is the following linear equation for Pg:

. S ST
pg+l[h,pg]+z[£ ,pg]— [ ,pg]++v®pg, @.7)

where (p.I(Bp |w=r,T ;l .,
& p, p" KK

I

(“”’Pg’“,">

"y | +iQ
m )g]

B n IIl

wp

T (TR P (Tia (4.8)

kR

and where

Moem?? D

m
T B ,i,,
K m,m' i, i’

e g u
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%6 u,(E’z"[H[iE)(m]E(E)‘*ﬁ[u")

m-p,m’ -
{1 "'[‘e’i,T(E’)‘ﬁ]m'> cll(F,m,m -, )
xe (F,m!,m' = u',u’) . 4.9)

Equation (4. 7) follows directly from the stationary
solution of Eq. (2. 17) for p,:

(mfpefm'>
c P urlp ) 8@, -0 ~EF)
_mm g k 0
- Pe+i(ﬂmm,-— Q“,, “,,,)+iﬂkk, ’
(4.10)

AT AL
[ = 2w2<Elil ’ H]ZE

where C ,
mm
xm |0 Bluw K €, @) Blmt)

and where we use Eq. (4.3).

Our Eq. (5.7) reduces to the fundamental equation

(II1 D1) of Ref. 1, if we (i) assume that pg(ﬁt) is
a product pg(X ,#) §(v), where &(v) is Maxwellian
and integrate over v; (ii) if we set (K’é’ | II |ik)
=0/ (n(E )i’ | 1|7 ; and (iii) if we take II to be
11, the polarization matrix of the external pumping
beam. With the above approximations Eq. (4.7)
becomes

ilh AE’
Pyt [ ,pg]+2 [A,Pg]

1

== (z Tp'l)[A,Pg]J«(BPg , (4.11)

where A= 2J (z‘]HPfi’)(i’[(i[i), 4.12)

i, 1
(ui’|@ |iv)
=L, (]E, @B mym [, @) B|n
%Tp-l +iAE " =(271)"%A(3 pm)* 2
x JdRd¥ exp(= 3 po*Kn(k)  [76(2, - 0|~ E¥)

+i<9(9k_90—k'v)] ’ (4.13)

where B is (kgT)-* with 2p the Boltzmann constant
and 7 the temperature. Equation (4.11) is Eq.
(IID. 1) of Ref. 1. Our equation for p, depends on
R only through the second moments of R, namely,

II. In Sec. V, we obtain the equations of motion
for II.

V. EQUATION OF MOTION FOR I

We have discussed the equation of motion for the
radiation density matrix R without specifying the
rate of change of R due to the pumping beam (6R/
Xét)pump‘ The easiest way to specify the pumping
beam while maintaining R as a density matrix and
maintaining the commutation relations is to require
R to satisfy the following equation in the absence
of the radiation-matter interaction:

(&~ izp)+i[H ((R-R)]+i+V (R-R)

+VR=R)=0, (5.1)

where 1 is the unit vector in the direction of
propagation with magnitude 1 in our units but
with magnitude ¢ in ordinary units. The relaxa-
tion time v depends on geometry, but it is of order
L™ where L is the dimension of the cavity and of
magnitude ¢L™! in ordinary units. The spatial
dependence of R results ultimately from the spa-
tial dependence of pg. The density matrix of the
pumping beam Rp is Hermitian, positive definite,
and has trace unity. Equation (5. 1) states that in
absence of interaction with matter R approaches
the radiation density matrix Rp of the pumping
beam in v~! sec.

Equation (2. 16) for R with (8R/6t)yymp is
given by Eq. (5. 1) and assuming 6> we, wg is

(k-kp)n[sz,(zz—lzp)] +Bc VR-R)+v(R-R,)

N I, =

- EEE'-z[aiT(k)ai,(k ) RIX; (&K
~(fe. T®)a.,(&"),R] -20.&")Ra. @)

1 1 + 1] 1

Repm o1 o 4
XXgry @K +27 (a0, TR, R)

I~ e -1 > -
XSy 6K ~27 o, 65, T, R

T o R >,
~ 24, (©0Ra,, (k")) s, @), 6.2)

where

Sﬁ:(ﬁ,ﬁ')szyzmﬂ 2

p,m,m’ fdﬂm'fgi'(ﬁl)' SIW

+E-§L

(5.3)

x{ lez, 1'(IZ)» D|m) (m,pe[m’) 6+(Qk -
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is the source of radiation from excited atoms.
The operator X is the electric susceptibility
operator, whose definition is

Kp , (5.4)

X EmTrma‘cter g

where K is the same operator that appears in the
definition of £ and whose definition is given by Eq.
(4.6). The matrix elements of x are

X1 (E',E) E(E'i' l x!zl:) ='y2§711r2“

xfdv(ule (k) - DPﬁ e(k p m

—w0+k'v). 5.5)

An alternative useful form of x is

X 6+(QK

(E'i’lxlil?):fo” exp(—iQE, T)

x [Tr [T (k O)P By (k’ —'r)pg]dr, (5.6)

matter’ ¢

where the definition of p;(k,0) appears in Eq. (4.6).
If the radiation were purely external and pg were
the equilibrium distribution of the matter, then

Eq. (5.5) would be an example of Kubo’s'® fluc-
tuation-dissipation theorem relating the suscep-
tibility to equilibrium fluctuations. We can inter-
pret both £ and x as generalized susceptibilities
which are related to Laplace transforms of corre-
lation functions; these susceptibilities may be
time-dependent if IT and pg are time-dependent.

We obtain the equation of motion for the polamza-
tion operator T with matrix elements (k 1111 ]k>
by multiplying Eq. (5.2) by a]'T(k ’)a](k) and tracing
over radiation variables. The resultant equation
of motion for the matrix IT is

o

(- II'p)+ﬁ- V(11 - np)+v(n—np)

=—i[H,xI]— [H,xR]++sR, (5.17)

In Eq. (5.7), the contribution from the commutator
vanishes, and the imaginary part of the spontane-
ous-emission term vanishes, i.e., S* vanishes,
when we neglect (aT(®)a®) compared with 1.

It is worthwhile to see how the order of opera-
tors in Eq. (5.2) is responsible for spontaneous
emission and also to illustrate how Eq. (5.7)
follows from Eq. (5.2). The trace of the product
a;jT(K")aj(k) with the last term of Eq. (5.2) is

—IZS i (kk)Tr[a ,T(k) ﬁa (& T()
vay@a, (k)a S a; &)~ 20,,&Na T(k)

xaj.(i)ai’fazm]:z T, ®)lka, <k>a*(k»

- =, T . =
X Gil’jIGEI,EI+<aiI(k )ajl (k )>5ij5k, k]

6, .0

R
~2 Z}S,(‘k’)[é Ei]ziﬁ
’ ’

s. B & (5.8)

+z]kkz,] k’k' z

The approximate equahty in Eq. (5.8) results from
neglecting {at(&)a®) with respect to 1. Conse-
quently, we see the order of the noncommuting
operations, atand a, is responsible for emission
consisting of two pieces, induced emission and
spontaneous emission. In optical pumping we can
neglect induced emission relative to spontaneous
emission because the number of photons per mode
is much less than one. Equation (5.7) depends on
pg through x and on pe through SR. We use Eq.
(4.10) to eliminate p, from SR and thus we express
SR as a linear operator:

G| L] 7R =(Ril 7| 1R - 2020 (T &) Bl | 20 Bl wXwlo L) (w2 T @D Bl me)

|- ‘-ﬁ _ ->--» _Q
xm'| 8@ Bl we (@ - w +k-3) (i,

0

When we substitute Eq. (5.9) in Eq. (5.7), we ob-
tain

(fl-ﬁp)+ﬁ-v(n_ np)w(n_nb)

—i[H,xI]—[H,xR]++LII ) (5.10)

Equation (5.10) together with Eq. (4.7),

iR, ,,+zﬂk ) AN N (5.9)

bg+i[h,pg]+z[£ Py 1= [£F Py ] JELTI @.7)

form a closed complete nonlinear set of equations
for p, and II.

The surprising and important result is that Eq.
(5.10) for II depends on no higher moment of R
than the second. If the equation for II depended
on higher moments, for example, the fourth mo-



478 CHARLES R. WILLIS 1

ment (aTaaTa), then we would have been forced to
find the full R and the equations for II and p_ would

not have been closed. The reason that the equation
of motion for II depends on no other moments of R
than the second is that we assume radiation and
matter are uncorrelated, i.e., F,~Rp. If we did
not assume that F, was a product Rp, then the
equation for II would have depended on all the mo-
ments of R. The assumption that justifies the
product ansatz I', > I',, is that induced emission is
negligible compared with spontaneous emission.
This is just the inverse of the requirement for la-
ser action.

In Sec. IV, we showed that the linearization of
Eq. (4.7) by taking I to be II, leads to the funda-
mental equations of Cohen- ’I'gnnoudji for the matter
density matrix., When we (i) linearized Eq. (5. 10)
by taking p,, as given, (ii) set LII equal to zero,
(iii) set (II=11,) equal to zero, (iv) replace II by
I, on the right-hand side of Eq. (5.10), and (v)
average over space, we obtain

I(¢) - np == in(ZTp)"[B(t), np]+

_.iinAE’[B(t),Hp] , (5.11)

where B(t)=Trp,®, where @, 7,7, and A’ are de-
fined in Eqs. (4.12) and (4.13).” The Eq. (5.11)

is Eq. (I11.5) of Ref. 2 averaged over space. Con-
sequently, the appropriate linearizations and re-
ductions of our nonlinear equations yield the pres-
ent theories of optical pumping. In Sec. VI, we
show that, even in the linearized theory for II, off-
diagonal matrix elements (ki| 11| i’k’) contain in-
formation not contained in present linear theories
which treat radiation as off-diagonal only in the
polarization variables.

VI. LIGHT MODULATION AND THE
BELL-BLOOM EXPERIMENT

We now illustrate the microscopic role played
by modulation in the polarization matrix by pro-
viding a nonphenomenological explanation of the
Bell-Bloom? experiment. These authors modulated
the pumping beam at frequencies close to the
Larmor frequency and observed a spin polarization
induced by the modulated light. Their experiment
was the first time an rf resonance effect was pro-
duced by means that did not involve variation of a
field directly coupling the rf separated energy
levels. The Bell-Bloom experiment consists of a
static field in the z direction and a circularly
polarized optical beam traveling in the x direction.
The circularly polarized beam in the x direction
is modulated at a frequency w which is approxi-

mately equal to the ground-state Zeeman frequency
wg. Bell-Bloom gave a phenomenological ex-
pig ation of their experiment by adding a modula-

tion term to the transverse relaxation time T, and
to the pumping term in a Bloch equation for the
spin polarization. We find a different explanation
by solving the equation for p, to first order in y 2.
We also show that the Bell-Bloom experiment like
most linear phenomena in optical pumping can be
explained by solving the equations of motion for
II, directly.

For definiteness, we assume our atom has two
Zeeman levels in the ground state, which we label
+ and —, wherethe plus represents p =(3) and the
minus represents | =- (3). We first solve Eq.
(4.7) to lowest order in v 2 by replacing II by 0.
The polarization matrix of the pumping beam con- -
sists of modulated and unmodulated parts as fol-
lows:

>, SN S ; ; - -
ki |Hptz k') = Gk,k'<n(k)><l‘nplZ'> +5k:’k+-,;

x (Ki| Hp(w)|i'1? + K exp(-iat), (6.1)

where w= k is the modulation frequency and the
wave number of the modulation. We assume the
modulated beam has the same polarization as the
unmodulated beam. When we substitute Eq. (6.1)
in Eq. (4.7) for pg we obtain the following equation
for (+ lpg\ =)

<+\13g|—> +i(wg+ €)(+lpg|—)+ Tz—1 (+|pg|—>

= =it | @hp |-G L8 @hp ], [

+( + ]ca(w)pgl—>. (6.2)

The terms on the left-hand side of Eq. (6.2) arise
from the unmodulated part of Ilp, while the terms
on the right-hand side are linear and homogeneous
in the modulated part of H[r The left-hand side of
Eq. (6.2) is linear and homogeneous in { + lpg [-)
because wg > T'y. Unmodulated terms connecting
off-diagonal and diagonal matrix elements p, are
of order (I'g/w,) and thus are negligible. The in-
equality wg > l"g is the secular approximation of
Cohen-Tannoudji. In the absence of modulation
the right-hand side of Eq. (6.2) vanishes and the
off-diagonal matrix elements of Pg> which are pro-
portional to the spin polarization, decay to zero
with time constant T,.

The expression for € and T, which come from the
unmodulated part of are identical to Eq. (IIID.
9a) and (IIID. 9b) of Ref. 1, which are

€ =8E [(+]|Al9 ~(-[A[)] 4T BT
g +- e
217

X (we— wg)[ I‘e2 + (we— W, R (6.3a)
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1, t= T 27 (Al +(= 14]-)) expression d(ki'| lp| ik) n Eq. (6.5), we obtain
g

(+ &) =d[(%rg)+iAEg] 2

2.-1 (6. 3Db) myi, i’
b

2[l"e2 + (we— wg) ]

-BT

+- e + . -

x {+ lzi (k)-D’m-)(m{?i,(k)'D’—),

where w, and wy are the energy-level separations
of ground and excited states, respectively. The

A and B coefficients are defined in Sec. V and are =d((z Fg) * ZAEg]('* 4] =dexp(~iwt). (6.7)
identical to those of Ref. 1. When we substitute

the definition of & [Eq. (6.2)] and the definition of In the steady state (+[pl =)and (- I pl-) are

® [Eq. (4.8)]in Eq. (6.2), we obtain constants which for convenience we take to be 5.

The solution of Eq. (6.4) is

(+ |f)g|—)+[T2-1+i(wg+ €)](+ lpg|—> (+|pg(t)[—> =(+|pg(w)|—) exp(-iwt),

(6.8)

<+lpg(w)1 -)=C[T _1+i(wg— w+€e)]

=6 [ol D@7 @ ¢ £ @) )] 2

where
+(=lp|)@" (@) -+ [EW)]-)],  (6.4) cC= 2'1rerg(B:+Bf:)-<+| £Rw)] =)

where (+’E(w)!—>=yz’ 2 (+]'€T(E)-B\m>

__9-1 2! : > T =
£ i, ==2 I‘gd Z}J(z‘ﬂpfz){@lei () D|m)
m, i,
x (m l-gi ’(Ez). B] )¢ E+Ei"ﬂp(w)liﬁ> X {m| Ei’(k) *D|-)- re[re +i(w +we)] '1011
x exp(-iwt) [ d¥s @,- w0+E= v), (6.5) Xm,m-4, 41 0m =1, m = 3, 5 )m| EZ-T(IE),'ﬁ]%)
+
and where X(%lzi,(k)'ﬁlm—D +(m|'€iT(iE).ﬁ[_.é_>
(B:;(w)EI'el" B+—[1" +ilw +w)]7t, (6.6) L =
g ++ e e X(—Elei,(k)-Dlm—l))}. (6°9)

The definitions of B} and BX_ appear in Eq. (4.9). We make the expression for the constant C more
’I_‘_he’result of m_gdulatin_g the bez_l_m is to replace transparent by considering the special case where
(k+ 7’| My (w) | ik) by d(ki’| M| ik), where d is the the excited states m take on only the two values
depth of the modulation, When we substitute the m=+(3). The result for C when m == (3) is

C=- 2“1“gd 'Z?,(i'lﬂpli) [(él’e‘j(ﬁ)-511/2>(1/2|zi,(1?) Dl -1) +(1/2!E;(E)~5I L %lii,(ﬁ) DI -%]
i,

x[1 - I"e{l"e + i(w +we)}'1]c11 3,0, %)cll(—%, 0,-3) .

(6.10)

The general expression for the constant C in- than the first contribution and is negligible com-
dicates that as a result of the optical modulation pared with the direct absorption if w, or w is
there are two contributions to the spin modulation. much greater than I',. The spin-polarization term
The first contribution to {+ |p,l-) comes from produced by absorption alone, the { + | Ry 2) term,
(+1&] =) during the process of optical absorption. behaves as though the atom absorbs the “modulation
The second contribution which is proportional to photon” directly or, more precisely, the correla-
(Bi;+Bj:) arises as a result of optical absorption tion between optical photons transfers the coherence
followed by emission and in many cases tends to of the optical modulator at frequency w directly
cancel the spin polarization created by the direct to the atom. This process is very similar to the

absorption. The second contribution is smaller way in which polarization correlations {a;T(k)a; /(%)
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are transferred to the atom on absorption.

It is worthwhile to look at the Bell-Bloom ex-
periment from the point of view of the polarization
matrix II. To zeroth order Pg is diagonal and
I is given by the external pump polarization ma-
trix I,. Earlier in this section we computed p,
to first order in y2, We now calculate I to first
order in y2, Equation (5. 10) to first order in y?2

R. WILLIS 1

is

R (6.11)

. 1
T+ vol =— 41, ,x" ]-[I, S,
e L
where 3l =I1-1I,., The density matrix I, is given
by Eq. (6.1). Wg find 6 II(w) by setting the coef-
ficient of exp(- iwt) in Eq. (6.11) equal to zero,
which yields

1

(i + )i 11(w) | 'k + )= 20 {(- i)[<1§¢|np|f§><§2|x1|m§+z> iy TE) (R Hp]i’§+E>]
k,i

—

- il | TRXET | 7R ) il B 7R

x(lfz‘“[npli’k+x>}w+<ﬁifs(w)|i'Lz), (6.12)
where (ki|S(w)|i'k+%) =219ty 25 fdva(ak_w0+ﬁ-$)
w,m, m’
x<ﬂlzi;(§+?)'5|m)(m]pe(w)lm')(m"'e’i(lz)-—ﬁ] wo, (6.13)
and where (m|p (0)|m"= 23 (ml'e'.(l-(_.)'ﬁfvﬂﬂp |V><V|E.p(i’)'ﬁ|m'>
e v g j
x (ki L @R [T, +i(R o] (6.14)

The subscript w denotes the Fourier transform of
the square bracket with respect to time. Since y
is proportional to ¥ %p,, we must take only the
zeroth order in y 2 ofp , which means that the p, in
X in Eq. (6.12) is diagonal. Equation (6.12) is a
complete solution for the modulated part of the
optical radiation because l'lp(w) and pg are given.
The “off-diagonality” in wave number of §Il(w) is
due to correlations between optical photons dif-
fering by wave number «, (aiT(E)ai (K+x)), in

exactly the same way as “off-diagonality” in
polarization, (aiT(E)aj (K)) is due to correla-
tions between photons of the same wave number
but different polarizations or spin states.

We can simplify Eq. (6.12) for 6II(w) by taking
the representation where the polarization state i is
a right circular polarized photon which we denote
by i=+. The expression for 6II(w) in this spin
representation is

J

(k+ | 611(w)] +, K+ 7) = (iw + ) 1[~ (& + | 1L ()] + E+7)

) (E+E, + [y Bl Bat) R IxE| +8]) + &+ | S(w)| +, K +7)], (6.15)
where (k+|S(w)|+,k+%)= 20 deé(ﬂk—w0+E-V)
m, M
x[<u|zj<§+f)-‘D’(m><m[pe(w)|m><m[z+<ﬁ)-ﬁtu>] , (6.16)
and where <mlpe(w)|m): 2 (m|E (ﬁ)-ﬁ]v}(ufp [y (v|E T(E)'ﬁlm)
v, kb * g +
X@”Hp(w)’+’§+E>[re+i(ﬂmm’+w)]_l . (6.17)
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The imaginary term in Eq. (6.15) vanished because the difference between &+ |x/| +K) and (K+%, + [x/|
+,K+%) vanishes. The solution of (6.11) for the unmodulated part of the beam 8II1(w =0) is

for the unmodulated part of the beam 6w =0) is

v(ki| o11(0)] iKY = 2, {- i [Ckil np(o)l TRYE X O] i'k) - (i | (0)] 1K) (Ri | (0)] #'F)]

%1

- il O] k) &1 | E0)] %) - il xE )] Fi | L1150+ G| SO ¢B), (6.18)

where the variable 0 refers to w=0.

In the representation where i=+ represents a right circularly polarized photon, Eq. (6.18) becomes

Gk + | 6H(O)| +k&) :V—l[— 2k + [ HP(O)] +§><E+|XR(0)| +E> +(E+ ‘S(O)’ +E>] . (6.19)

Equations (6.12) and (6. 18) or (6.15) and (6. 19) depend on only the zeroth-order expressions for II and Pg
and constitute a complete solution of the problem to order y2. They contain the same information as the
solution of p_ to order y2 in Eq. (6.8). Thus, to order ¥ 2 we can solve for either 5 lor p_, the choice
being a matter of convenience. Higher-order solutions require knowing both p and II and require joint so-

lutions of the coupled Egs. (5.10) and (4. 17).

The total change in intensity of the beam to order y % is

ar=vZ, (k| 1(0)] &) - (| np(o)[ﬁ) +27 (K| M(w) | &+ 7)

- (K| np(w);ﬁ+z> +(& | mw)|& + %) - (K| Hp(w)|E+E>)], (6.20)

where al, (kI H(O)IE), etc., are two-by-two operators in spin space. When we substitute Eqs. (6.12) and

(6.18) in (6.20), we obtain

ar=vZ, {- (k| np(o)|E><E| K |E) +(E| SO)| E) - [(&| np(w);i+z><i+z|x

>

Rgin

+(k| Hp(w)[ﬁ%t? MK + E|xR{k+E)]+2-1[(E!S(w)|l?+?)+(§{8(w)|l§+§)]}

==1 (O)+I (0)—'1 (w)+1 (w) s
a e a e

(6.21)

where Ia(O) is light absorbed at zero frequency modulation, I,(0) is light emitted at zero frequency modu-
lation, Ia(w) is light absorbed at frequency modulation w, Ie(w is light emitted at frequency modulation w.

The symbols (EI xRI k ) and the various I’s are
two-by-two operators in the spin space. The ex-
pression for Eq. (2.1) in the time domain is

AI(t)=~ Ia(O)(l +d coswt) +Ie(0)(1 +dcoswt) ,

where we use II (w):dﬂp(O). Both the absorbed
and emitted light are modulated at frequency w.
We would obtain the same result for AI(z) if we
applied an rf magnetic field to the system. How-
ever, the two cases differ in that a magnetic field
the w dependence comes from ¥ ¥(w) while in the
Bell-Bloom effect the w dependence comes from
the Hp(w).

VII. SPATIAL DEPENDENCE OF I

The dominant spatial dependence of II is a con-
sequence of the spatial variation of p(X, #). If the
spatial variation of p(%, t) over the modulation
wavelength k™! is small or if the time variation
over the time (L/C) is small, then we can neglect
retardation effects within the sample. We express
the polarization matrix at a detection point outside
the sample in terms of the free space Green’s
function appropriate to the geometry as follows:

n&t) - np(i, ?)



482 CHARLES R. WILLIS

, [Afotcori-?z',t- Q&' 1" dt' dA’, (7.1)

where QG )= i[0, 1), £, 1)]
-G, 0, e84, 0], +L& 1),

and where the X’ integration is over the surface

of the system that emits light to the detector. In
a one-dimensional geometry where the light beam
is along the x axis and the sample is contained be-
tween x =0 and x=L, the Green’s function is

GX-%",t-t]=8(y-y")06(z -2

x6[x-x'=c(t-1t)], fort>t
(7.2)
=0, for ¢<¢.

In this section, we return to dimensional variables.
When we substitute Eq. (7.2) in (7.1), we obtain

(g, t) - Hp(z, H=Q[L,t-(z-L)c™*] .  (7.3)

The problem of retardation effects within we
sample is more complicated. The solution of Eq.
(5.10) for the point X within the sample is

e, ¢ - Hp(;‘c, )= fot exp{- (t- ") v+ cii- V)] QE, ¢') dt’

= fotexp[— v(t- )] QX - cit - ¢'), t']dt’'

= fv d3x exp[- v(t-1- X =-%")cY)]

XQR', t-n-F-%)c1], (7.4)
where 1 is a unit vector in the direction of propa-
gation and v is the volume of the sample.

If p(%, ¢) varies over distance of the order of k%,
then it is necessary to retain the spatially depen-
dent terms exp[i(k -k )-X] in the equations of mo-
tion for II and p. Consequentl;L, we can neglect
spatial variation if |k|L = |K-k’IL<1. The in-
clusion of spatial variation is straightforward.
When spatial effects are important we must in-
clude a V-V term in the equation of motion for p.

VIII. DISCUSSION

We made five approximations in this paper, four
of which are essential and a fifth, which is
for algebraic convenience. The five approxima-
tions are represented by five dimensionless pa-
rameters which must be small compared with 1.
The first approximation is that the lifetime of the
ground state is long compared with the lifetime

)

of the excited state and it is represented by the
inequality (I‘g/ I',)<<1. This approximation al-
lows us to neglect particle-particle and particle-
field correlations. The same approximation justi-
fies the adiabatic solution for the excited-state ma-
trix elements {m) pel m') in terms of the ground-
state matrix elements (ulpgl V). The second ap-
proximation is that the width of the radiation is
much greater than the inverse lifetime of the
ground state and it is represented by the inequality
(l“g/é) «1. This approximation justifies treating
the absorption process by the atom perturbatively.
The third approximation is the Wigner-Weisskopf
approximation, which justifies treating spontaneous
emission perturbatively and it is represented by
the inequality (1”6/ w0)<< 1. The fourth approxima-
tion, &> wy, w,, is made for convenience because
it allows us to replace the various arguments of
the 6+ functions by the same argument (Qk -w
—-k-¥). Our general equations for p and R, Egs.
(2.16) and (2.17), are valid even if 5 <wg, wg.

We need a fifth approximation to play the role

for photons that the approximation 6 >>I‘g plays for
atoms. At first glance the appropriate approxima-
tion would seem to be wp > *wp~* because wp™*
is the interaction time for a photon and ¥ %gw D-l is
the photon-relaxation time. The approximation
wp >>)’2$)le'1 is sufficient to justify the use of the
first-order perturbation theory in the equation of
motion for II. However, experimentally the val-
ues of are often sufficiently large that the in-
equality is reversed. Consequently, we must
either justify a weaker condition or use higher-
order perturbation theory for the photons than we
used for the atoms. The answer is that the weaker
assumption wp >y Mwp~*T,/T,) is valid experi-
mentally and justified theoretically. The need for
an inequality comes from the requirement that
there exists a time ¢ long compared with the in-
teraction time 7; in order to obtain the energy con-
servation § function and short compared with a re-
laxation time 7, in order not to have to go to high-
er-order perturbation theory. A rough estimate
of the second-order relaxation time is y? wD'l

X (y 25twp~2), which can be written in the form
y*Nwp~(7;/7,). Consequently, when 7; is no
longer negligible compared with 7, we must in-
clude higher-order irreducible diagrams. A more
careful analysis of the second-order irreducible
diagrams involving two different atoms, the y* 2
terms, show that one of the two atoms has to be
excited to get a nonvanishing contribution. The
second-order correction factor is not (¥ zszwD""),
but (v *M,wp~?), where9e=(Ty/T,)ois the num-
ber of excited atoms. Consequently, our approxi-
mation that { be sufficiently short so higher-order
processes are justifiably negligible is not
t<y?qwp* but ¢ <y *Rwp ' (T,/T,). The factor
(I“g/ T'p) is less than 10-% in optical pumping ex-
periments and justifies the first-order kinetic
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equations for the densities used in experiments.

The usual theoretical treatment of optical pump-
ing for linear problems is to take as zeroth order
the given external beam and some initial density
matrix, then to solve for p to first order iny 2.

We showed that the same physics is contained in
the first-order solution of the radiation polariza-
tion matrix (kil [l i’k’). In a future publication,

we plan to show that the experiments'*»!? with elec-
tromagnetic fields approximately resonant with
either excited- or ground-state level separation
can also be completely described by the appropri-
ate radiation polarization matrix. In the rf field
experiments, the coherence comes from the gen-
erator of the rf signal instead of from the light
modulator. However, the net result is the same,
i.e., the modulation of the signal on absorption

or emission is a result of nonvanishing correla-
tions between optical photons differing in frequency
by the rf frequency.

As the intensity of the external optical beam is
increased so that (y %t/wpv) becomes of the order
or greater than 1, then multiple scattering becomes
important and the coupled nonlinear equations must
be used The condition (y?t/wpv)21 is equivalent
to k,L 21, where k, is the absorption per unit
length at lme center and L is the thickness of the
sample. Some years ago, Holstein'® obtained an
expression for the linewidth of resonant radia-
tion imprisoned in gases. In a future publication,
we will show Holstein’s equations correspond to
the diagonal matrix elements of our equations for
p and II. Equations (5.7) and (6. 10) also explain

the resonant narrowing when coherence, ™ i.e. ,
offdiagonality, is present in the atomic system.
Furthermore, our equations show that the line
narrowing is due to separate absorption and emis-
sion processes described by the first-order Born
approximation without any two-atom atom-field
correlation.

Two recent papers®! with quite different ap-
proaches use derivations in which the treatment
of the electromagnetic radiation is its interaction
involving the use of ensembles for which the electro-
magnetic field is nonvanishing. The resultant
equations of Ref. 2 are equivalent to the lineariza-
tion of our equations for II without the emission
term LII. The resultant equations of Ref. 15 are
equivalent to the linearization of our equations for
p without the mission term Bp. The use of en-
sembles with nonvanishing electric fields for
“thermal-like” beams require the answering of
some subtle questions. However, one of the re-
sults of the present paper is to show that the re-
sults of Refs. 2 and 15, which depend on x and £,
respectively, are independent of any assumptions
about the existence of electromagnetic fields.

Our equations, which contain the results of Refs.

2 and 15 as limits, depend only on first-order
perturbation theory and the second moments of
radiation density matrix (aﬁ(k)a (’)). A further
advantage of the present work is” that the terms
(a &) aZT(k)) gives rise to the spontaneous emis-
swn terms LIl and Bp g which are absent in both
papers.
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