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Experiments have shown the novel combination of laser optical pumping and velocity-changing
collisions (between active- and buffer-gas atoms) to be very effective in producing vapors with high
atomic or nuclear polarizations. This paper presents a theory which has proven successful in
analyzing these experiments. The theory predicts the amount of polarization attainable for particu-
lar experimental conditions and establishes the general criteria for optimum polarization. The
theory is based on sets of coupled rate equations, which contain terms describing the pumping pro-
cess (i.e., stimulated absorption or emission), radiative branching, relaxation, and velocity-changing
collisions. The collision terms are written in the strong-collision approximation, which assumes that
a single collision, on average, thermalizes the velocity distribution. Expressions are derived for the

polarization and level populations.

I. INTRODUCTION

There is considerable current interest in laser optical
pumping as a technique for producing large atomic or nu-
clear polarization in atomic vapors.! Potential applica-
tions include the production of intense polarized-light ion
beams by charge exchange,? polarized targets for nuclear
physics scattering studies,”>~° laser-induced nuclear
orientation (LINO) (Ref. 6) studies, and for the proposed
production of polarized fuels for nuclear fusion.’

Lasers provide intense, monochromatic collimated
beams of polarized radiation, and are therefore superior to
conventional optical-pumping sources. They span the
spectral range from millimeter wave lengths to the uv re-
gion, and dye lasers are continuously tunable over the en-
tire visible spectrum. Average powers of several watts are
readily available. Since 1 W corresponds to a photon
current of about 1 A, dense vapors can be fully polarized.

The main disadvantage of cw laser radiation is its spec-
tral purity. When an intense monochromatic field
resonantly interacts with a Doppler-broadened optical
transition it selectively saturates only those atoms which
are distributed over a homogeneous linewidth, ~10 MHz
for radiative broadening. Since Doppler linewidths are
~ 1—2 GHz, the fraction of atoms which can be optically
pumped is typically 1%. Hence the velocity selectivity of
the laser, which causes poor Doppler (velocity) coverage,
results in incomplete polarization.

Some current techniques designed to overcome this dif-
ficulty include the use of broadband or multimode laser
radiation,® power broadening,’ pressure broadening,’!®
and buffer-gas-induced velocity-changing collisions
(VCC’s).*1! The first three methods require, respectively,
stabilizing sets of randomly fluctuating modes, high laser
intensities (approximately tens of W/cm?), and high
buffer-gas pressures.

Although laser optical pumping and VCC’s are well
known, it has only been recently demonstrated that their
novel combination could produce vapors with large atom-
ic or nuclear polarization.® This paper investigates
single-mode laser optical pumping with VCC’s as a tech-
nique for producing fully polarized vapors. This tech-
nique enables large polarizations to be produced using rel-
atively modest laser intensities (approximately several
hundred mW/cm?). In experiments up to now the VCC’s
are induced by adding to the vapor small amounts of
buffer-gas “perturbers” (a few tenths of a torr). In some
applications this may cause unwanted background effects.
However, recent laser-optical-pumping studies of low-
density rubidium vapor have also shown that nondepolar-
izing wall-induced VCC’s can also increase Doppler cover-
age.!? These VCC’s may eliminate the need for perturbers
but are generally best suited for cases involving long relax-
ation times (a few milliseconds). Previously, VCC pro-
cesses have been studied in both laser saturation spectros-
copy'® and in laser optical pumping.'*

This paper presents a theory of laser optical pumping
with VCC’s. The results, in addition to establishing the
conditions required to achieve optimum polarization, can
be used to determine the amount of polarization produced
in a given experiment. In order to accomplish this, the
theory must adequately describe the laser optical pumping
and VCC processes. The theory has been successfully ap-
plied to optical-pumping studies involving sodium,*!!13
lithium,'® ytterbium,'! and, more recently, LINO studies
of the 1-us ¥™Rb isomer.!®

II. LASER OPTICAL PUMPING AND VCC’s
The optical-pumping process alters the populations of
the various My Zeeman sublevels by transferring angular
momentum from the applied field to the active atoms.
For example, for a right-hand circularly polarized field
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resonant with an atomic transition, photons are absorbed
according to the selection rule AM =1, whereas in the re-
sulting spontaneous emission AMr=0 and *1 transitions
are all allowed. Consequently, each pumping cycle tends
to shift population toward higher M states, resulting in
ground-state orientation. Both the nucleus and atomic
electrons are polarized in this process, and the sample ac-
quires a net magnetization.

As mentioned above, in the absence of VCC’s, optical
pumping with a single-mode laser field polarizes only a
small portion of the thermal velocity distribution. A
VCC is an elastic collision which changes the velocity of
an active atom without changing its orientation. Due to
the spherically symmetric ground states of the active
atoms and perturbers, depolarization cross sections are
typically many orders of magnitude smaller than VCC
cross sections.!” Of particular interest here are strong
(thermalizing) VCC’s, in which the rms velocity change,
Av, is much larger than the width of the resonant velocity
“bin” (Av >>vg/k, with Yy the homogeneous linewidth
and k =2m/A the wave number of the transition). Strong
collisions are important because they produce velocity
thermalization in only a few collisions. In general, for ac-
tive atom mass m 4 and perturber mass mp, strong VCC’s
require m /mP < 1.1

To ensure rapid velocity coverage the number of VCC’s
occurring during the ground-state orientation relaxation
time T must be large compared to the total number of
velocity bins,

T >> 2ku ) (1a)

YH

with VCC rate I'” and thermal speed u (ku is the 1/e
Doppler width). Condition (la) assumes that there is a
dominant relaxation mechanism, with characteristic time
T. For the active and buffer-gas pressures of interest, the
primary relaxation mechanism is cell-wall collisions. In
this case T is usually the diffusion time through the cell
to the walls, where depolarizing collisions occur.

The effects of VCC’s on the laser-interaction process
can be studied by referring to Fig. 1. The VCC'’s transfer
pumped atoms into nonresonant velocity bins and replen-
ish the resonant velocity bin with atoms not yet pumped.
(In addition to creating velocity diffusion, the VCC’s also
produce spatial diffusion, which increases 7.) This leads
to two components in the velocity distribution, (i) a nar-

N,

FIG. 1. Effect of VCC’s on laser-optical pumping, with
pump laser tuned to resonance. Buffer-gas perturbers cause
VCC’s into and out of the resonance velocity bin (broken verti-
cal lines).
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FIG. 2. (a) Optical pumping of a three-level system. R is the
pumping rate, I’y and I, are radiative-decay rates, and T is
the 1—2 relaxation time. (b) Effect of VCC’s and optical
pumping on the velocity profile of level 2. The broken line is
the zero-field equilibrium distribution of level 2, while the solid
line is the optical-pumping pedestal with laser-induced narrow
saturation dip centered at V' =V,. Here the laser is pumping
the velocity line centered at ¥V =V,.

row feature (“dip”) due to atoms that are resonant with
the field and have not undergone VCC’s, and (ii) a broad
“pedestal” indicative of complete Doppler coverage [e.g.,
see Fig. 2(b)]. The relative sizes of the two features de-
pend on the effectiveness of the VCC processes. The
larger the pedestal, the more effective the VCC’s. For a
fixed laser intensity, the size of the pedestal increases with
pressure, while that of the dip decreases. As described in
detail in Sec. III, the dip can be used to obtain informa-
tion about the VCC processes.

The simplest energy-level scheme for studying the
optical-pumping process in atoms is the coupled three-
level system shown in Fig. 2 (e.g., odd isotopes of Yb for
circular-polarized radiation, see Ref. 11). It is composed
of two ground-state M levels, 1 and 2, both radiatively
coupled to a single excited level of energy fiw. Consider
the system to be Doppler broadened and subjected to
single-frequency pump radiation of the appropriate polar-
ization, so that only the 2-O transition interacts with the
laser field. Atoms decay from level O to levels 1 and 2
with partial radiative decay rates I'y; and I'y,, respectively
[radiative lifetime 7=1/(T;+'g;)]. Thus, atoms tend to
accumulate in level 1 and are polarized. The extent of po-
larization is determined by the mean time T required for
the excess atoms in level 1 to relax back to level 2.

Appreciable polarization requires both rapid thermali-
zation, condition (1a), to access the entire velocity profile,
and fast excited-state branching decay,

FaT>>1, (1b)
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to ensure many optical pumping cycles in a given velocity
group before polarization relaxation occurs. When condi-
tions (1a) and (1b) are satisfied the population of level O is
negligible, and the system of Fig. 2 can be approximately
described by

(N =)
T b
10)+/V§0)=Ntot s (2b)

N\ = (RN 3 — (2a)

./V1+./V2=

with .#7 and .#", the population of levels 1 and 2, J/‘,";
are the respective thermal populations (assumed equal),
and N, is the total atomic density. The branching ratio
p=T7 is the probability that an atom excited from level
2 to level O decays to level 1, and # is the laser-pump
rate, given by

ODI
=, (3)

with op the 2-0 absorption cross section, and laser intensi-
ty 1. The steady-state polarization is then given by

A1—=HN2  pRT

P= = , (4a)
N+ N5 1+pRT
which can be rewritten in the form
I
P= , (4b)
I+5
with optical-pumping saturation intensity
1 fiw 1
== (3)
o P Op T

This indicates that efficient optical pumping requires
I>.7,, for which most of the population has been
transferred to level 1 and, therefore, produces a fully po-
larized sample. As seen in Sec. III, Egs. (4) follow from a
more detailed theoretical model in the appropriate limit.

III. THEORY

A. General results

The basic features of the laser optical pumping process
are exhibited by the three-level system of Fig. 2. The
problem can be formulated in terms of coupled rate equa-
tions'® for the population densities N;(v) of atoms in level
i with velocities in an interval dv centered about v,
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T

No=—(Ng—N;)Ry— T
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+ [—I‘L’No+fdv'We(v’—->v)N0] ,

: N,—NY
Ny=—(N;—No)R3+TppNo— —r

+ [—r;N2+fdv'Wg(v'—»v)N2] : (6)
) N,—N?
N =ToNo— 7

+ [—F§N1+fdv'Wg(v’—+v)N1 l ,

with N/® the equilibrium (thermal) populations, the terms
in brackets describe the effects of VCC’s, and are written
in a simple “rate out minus rate in” form (see Fig. 1).
The total VCC rate is given by*°

riv)= [ Wiv—vidv', (7)

with the collision kernel W;(v—v’') the probability per
unit time per unit velocity interval that atoms in level i
experience a collision which changes their velocity from v
to v'. In writing the VCC terms it has been assumed that
levels 1 and 2 belong to the same electronic ground state
with VCC rate T ;, while level O is an excited electronic
state with VCC rate [,. Since the laser pumping process
selects only the longitudinal component of the velocity,
the problem may be treated as being one dimensional in v,
as measured along the beam axis. The laser pumping rate
is given by

ooou!
Ry=—"7""—, 8
20 oo (8)
with homogeneous absorption cross section
2
OoH = 87rki’iz°—I N #)=oQn L0, 9)
fiy y YH
and
(vu/2?
L(x)= L1 (10

(Ago—x )+ (v /2

The homogeneous width is yy=1/7+2/T +vyp, with yp
the contribution due to pressure broadening. The detun-
ing of the laser frequency Q from the atomic-center fre-
quency wyy is Ay=Q0—w,, I is the laser intensity,
k =2m/A, x =kv (with v =v, along the beam axis) is the
Doppler frequency shift, and py the 2-0 electric dipole
matrix element.

In general, because the kernel is a function of both v
and v’, Egs. (6) are quite complicated and may be solved
using iterative techniques.?! However, for strong col-
lisions the kernel is greatly simplified and can be approxi-
mated by

W' —v)=W(), (11)
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which means that the probability that an atom has a par-
ticular velocity after a collision is unrelated to its velocity
before the collision. Consequently, atoms which have
undergone collisions are assumed to have a thermal distri-
bution.

For strong collisions Egs. (6) reduce to

N():""(NQ“—Nz)RzO—

1 1
—+—= |IN
T+T] 0

+(=TiNo+ W, 4%,

: N,—NY
N2=—(N2—-N0)R20+I‘02N0'—- ‘—‘—T““‘
+H(—TgN, +Wo173) , (12)
. N,—N{ .
Ni=TqNo— —r +(=TgNi+Wgt7),
where
A= [ Niwadv , (13)

is the total population of level i. The VCC kernel is given
by

W (0)=T20,G (x) , (14)
with
G (x)= —Lg—tx/kuw? (15)
ku

the normalized [ f G(x)dx =1] Gaussian distribution
function.?>?* The zero-field equilibrium populations are
NO=49G(x), with #? the total background equili-
brium density of atoms in level i. For /V‘f) =44 conser-
vation of number implies that #/?+ =N, the total
density of atoms. Wall relaxation is included through the
(N;—N{®)/T terms.

The procedure'” for obtaining the steady-state solutions
to Egs. (12) is straightforward. First, the equation for
N;=0 must be solved for the various N;. The resulting
expressions, which are functions of both N; and .+, are
then integrated over velocity (x) to obtain coupled equa-
tions for he .#7;. Finally, these equations are substituted
into the expressions in N; and .#7; found in the first step
to obtain final expressions for the N;’s. All of the veloci-
ty integrations are performed in the Doppler-broadened
limit (TH, l Azo' < {ku ).

The first three steps of this procedure yield the follow-
ing general expressions for the ./7:

1 7 )
0 D I+Iop 2
(l+rmT) I
./V{zo)’
D I+1,
FOIT I 0)
D I+1, %"~

Ny=1—

(16)

/1=1+

with
1 1 ye+7/g_r02
D=24TuT— |—+— | | —2F———|,
o ' T YeVg
h=ﬂ+%, (17)
1 1
Ye=—+let+— .

The optical-pumping saturation intensity is given by

Vi1+S§ , (18)

with Doppler-broadened absorption cross section

( yaVm —(Ayg/ku)? 1
020D =0 (20)H 2ku e , (19)

and S =1/Ig, with the “usual” saturation intensity given
by

Ve
Yet+vg—T02

fiw

(0)
J(20H

IS = '}/g . (20)

The last step of the procedure then gives the following
general expressions for the populations:

I Ysg I
No=1{|1-8 L(x)
° l | T+l || | Ve+75—Tor |1 +Is
1 | Te I O
— |— G(x),
D |y, | |1+ 2
I Ye—Tlo
Ny={1—{1-8
2 [ 0 I+Iop Ye+7’g—r02
I 1 0)
L G(x),
XI+IS (x)+PB, I+1, > G(x
(21)
Lo I
N1= 10)G(X)+__ I_BO
e I+I(,p
Yg 1
L (x)
Ye+ve—To2 | I+1s
+B ! Mzo)G(X),
I+1,,

where
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1 Ye—To

Bo= oD (14T DTS + L—— rg},
1 |  Te

BIZ_B r\gT+Z ) (22)
1 r.r

By= - : e°2 —(14Ty DT |,

and the power-broadened Lorentzian factor

(yu/2)%(1+S)
Lx)=— 2 4 : 23)
(Ap—x)+(yg /2)X(1+S)

It is convenient (but not necessary) to add a third condi-
tion,

1 1
il I"u = '
7_>> "»T (1)

to those given earlier in Sec. II. This condition essentially
decouples VCC’s from radiative decay (e.g., it means that
an atom pumped into the excited state decays before it ex-
periences a velocity change).?* This condition greatly sim-
plifies the relevant expressions. Since many experiments
of interest use only small amounts of buffer gas, condition
(1') is usually satisfied. Then, employing condition (1'),

DTy T,
Bo=1,
Bi=~Tg /Lo,
B~—1,
so that Egs. (21) reduce to
I,
I+1,
I,
I+1,

(24)

o 1
To I +1s

N0= L(X)MZO)G(X),

I
1— L
T+1s (x)

N,= A 0G (x), (25)

I
Nj=A{
i 1 G(X)+ I+Iop +

Top
I+1,

I
I+Ig

L (x)

XA VG (x) .

Now Egs. (16) reduce to

__ 1
Ty T

I
1+1,,

0)

Ny

Ny —B (26)

=1to @7
P 00
and
Iy=1-"2 1,175, (28)
p oz T

with p=TIg,7; and the other quantities as defined earlier.
Conditions (1) mean that Is >>1,, and that both .47 and
N are negligible compared to .#"; , and N ;.

As a laser field tuned, for example, to the 2-0 transition
in Fig. 2, propagates through a sample (z direction), the
change in its intensity is given by

ar _
dz

with velocity-integrated absorption coefficient a, which in
the rate-equation approximation of Egs. (12) is given by

a= [ (No—N2)o 0 (x)dx

1
—_—— . (30)
‘/1_*_—5, 20(200D

If desired, for a sample cell of length L, Egs. (29) and (30)
can be easily manipulated to obtain I (Z =L), the pump
intensity at the exit face of the cell for a given intensity
I(0), at the input face. As discussed in Sec. III B, the re-
sults can be used to measure the sample polarization.

An interesting and perhaps unexpected result of this
treatment is that I, Eq. (28), is itself intensity dependent
through the factor V'1+S. This is the result of the fact
that when VCC’s are effective [i.e., conditions (la) and
(1b) are satisfied] the monochromatic field can saturate
the entire velocity distribution. Thus, although the sys-
tem behaves as a Doppler-broadened one for small intensi-
ties, it saturates as a homogeneously broadened system.
Consequently, when I >>1,, Eqgs. (29) and (30) yield

dl 11 #iw

A 2N‘°‘ T (3D
as expected when the laser field saturates the complete
velocity distribution.

The laser will essentially pump the entire Doppler dis-
tribution each optical-pumping cycle when the number of
VCC’s occurring per cycle is much greater than the num-
ber of pump photons. This means that when

al , (29)

g >>R (32)

the velocity selectivity of the single-mode laser has been
effectively removed and the overall effect is the same as
that for a velocity-independent broadband source. This is
easily explained as follows: The laser is depleting a single
velocity bin at a rate R, but since the rate I'y at which the
VCC’s are replenishing it with atoms from the entire
Doppler distribution is so much faster, the velocity distri-
bution remains thermalized even during the pumping pro-
cess. As a result, Egs. (6) can be directly integrated over
velocity to yield the following simplified velocity-
independent broadband equations:
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: 1 1
= — (N y— —|=+= |4,
./to (./;/0 ./V‘z).gzo T+T 0
-/‘-/2= — (A=A )R 0
Nye A
+ Tt o— — | (33)
. N =AY
AN 1=Toto— — |
with pumping rate [see Eq. (3)]
o0p!
R =,
fiw

where g (5)p is given by Eq. (19) and all VCC terms in-
tegrate identically to zero. The steady-state solutions are
given by

N S 1 0
0 FOIT I+Jop 2
Fop
N = MO) ,
2 I+50, 2
I
N =0 Ve 34
1 1+ I+Jop 2 (34)
where [see Eq. (5)]
_1 w1
® pogp T

Equations (33) point out the crucial role played by VCC’s
in obtaining full velocity coverage in single-mode laser op-
tical pumping. As Egs. (8) and (27), the condition (32)
show, here I¢>>I (i.e., S <<1) so that the velocity-
dependent narrow-dip features discussed in Sec. II are ab-
sent [i.e., no narrow dip in Fig. 2(b)]. [Equations (33) are
approximate in that they assume S << 1.]

In view of the above discussion, and for the remainder
of the paper, R >T; will be called the velocity-selective
limit of laser optical pumping with VCC, since in this
limit the velocity-dependent resonant features, such as the
narrow dip in Fig. 2(b), are present. On the other hand,
I‘; >>R will be designated the broadband limit, where all
velocity-dependent features have essentially vanished. It
is the latter limit that is the most practical one for pro-
ducing highly polarized atomic vapors, because for most
cases of interest only modest laser powers (approximately
a few hundred mW/cm?) and low buffer-gas pressures
(approximately a few tenths of a torr) are needed.

B. Laser-induced polarization

The quantity of central interest is the total polarization
attainable for a given set of experimental conditions. As
discussed in Sec. II, large polarizations require that condi-
tions (1a) and (1b) be satisfied,

2ku

gl >>—, (1a)
YH

FO|T>>1 . (lb)

The laser-induced polarization P can be conveniently de-
fined as the normalized population difference between lev-
els 1 and 2, averaged over the entire sample length L,

[z [
o fOL/1d2+ fOL./Vde ’

Using Egs. (26), (29), (30), and (5) this expression can be
rewritten in terms of the intensity change of an incident
beam of arbitrary intensity,

1 I(0)—I(L)
JV‘zo’a (20)D o4 op

Note that Eq. (36), a statement of energy balance, is valid
for samples of arbitrary optical thickness (aL). For an
optically thin sample (aL < 1) It becomes Eq. (4b) of Sec.
II. Hence once &, is determined (see below), the polari-
zation is easily found from the intensity change. Many
applications of interest require highly polarized optically
dense (aL >>1) vapors,”> and Eq. (36) is particularly use-
ful for estimating the polarization in these cases.

(35)

P=

(36)

C. Probe experiments

The experimental parameters I, and I'y are most con-
veniently obtained by performing diagnostic probe field
experiments on optically thin samples. The simplest such
experiments are done in the Lamb-dip configuration,
where a single laser field is split into counter-propagating
pump and probe fields. Alternatively, a separately tun-
able co- or counterpropagating weak field may be used to
probe the polarized vapor.

As an example, consider a diagnostic experiment using
copropagating pump (frequency ;) and probe (frequency
) fields resonant with the 2-0 transition of Fig. 2. Us-
ing Eq. (25) the velocity-integrated probe absorption coef-
ficient is given by

U= f(NO‘NZ Yo 308 L p(x)dx

I,

_ ()
TiL [1—#(A)]a?, (37)

where ., (x) is given by Eq. (10) and
a},o)= —-p/V(zo)O'(zo)D , (38)

is the small signal background (i.e., I=0) probe-
absorption coefficient. Assuming a small misalignment
angle 6 between pump and probe beams, .#(A) is given by

s Ts W;

M(A)= — R (39)
1+8 Ws A2+ W§
where
A=Q,-Q,,
Cs=(yg/2V1+S , w0)

Ym=2(0ku)VIn2 ,
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with y,, the broadening contribution due to the misalign-
ment. For counterpropagating fields (including the
Lamb-dip configuration) simply let x ——x in .Z,(x)
(Doppler frequency shift has opposite sign).

The desired experimental quantities are readily obtained
by measuring the change in probe absorption induced, for
example, by chopping the pump beam.* Using Eq. (37)
the resulting “change signal,” 85(0!;,0)14 —apL)/a;, 'L, is
given by

I I“S S Iop
b=———+—"——=—-""——L(A), 41)
I+1,, W5 1+S1+1, (
with
Ws
L(A)=—;—7 . (42)
A+ Ws

Thie first term in Eq. (41) is the broad (Doppler width)
pedestal shown in Fig. 3 and indicates velocity thermali-
zation by VCC'’s of level 2, and the second term is the nar-
row residual-tip (resonance) feature caused by those atoms
in level 2 which are in the resonant-velocity bin and, as
such, have not experienced VCC’s. As Fig. 3 shows, on
resonance (A=0) the first term in Eq. (41) is the height of
the pedestal-change signal at the position of the narrow
dip, while the second term is the height of the dip-change
signal. Thus, I, is readily determined by measuring the
size of the pedestal, and I, hence I'y, is found from the
size of the dip. Also note that I, is best determined at
intensities where S <<1 (I;,—# ), and only the first
term is important, while I is most conveniently obtained
when S > 1, where the second term is easily measurable.

In addition to the above case where pump and probe
fields interact with the same transition, it is possible to
have, for example, the probe field resonant with the cou-
pled 1-0 transition (by using opposite circular polariza-
tion). In this case the probe absorption is given by’

Iy,

_ (0)
T41s [1—#(A)]?, (43)

@p

where all quantities are as defined earlier, with
A O=P. Since levels 1 and 2 are nearly degenerate,
the change signal is given by

I Is 5§ Iy
Ws 1+8 I+1,,

6=— L)), (44)

1+1,,

Change
Signal

A

FIG. 3. Three-level change signal as a function of the pump-
probe detuning A=, —,. The peak heights of the pedestal
and dip are denoted by H and h, respectively.
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FIG. 4. General multilev_el system with hf structure, where /
is the nuclear spin, and Avj, is the ground (excited) -state hf
splitting between the ith pair of levels.

and has the same interpretation as Eq. (41). It is of oppo-
site sign because of the increase in absorption on the 1-0
transition due to optical pumping.

IV. COMPOSITE MODEL FOR MULTILEVEL
SYSTEMS

Atomic systems of interest in laser optical-pumping ex-
periments often contain hyperfine (hf) and/or Zeeman
levels and are, therefore, more complex than the ideal
three-level system just discussed. In general, exact
closed-form solutions are unwieldly, if at all obtainable.
This section describes a model which significantly reduces
the complexity of the problem.

A. The model

Consider the general multilevel system of Fig. 4, in
which J; (J,) is the ground (excited) -state electronic an-
gular momentum, F, (F,) is the total angular momen-
tum (electronic plus nuclear) for a particular ground (ex-
cited) -state hf level, and the M, (M) are the hf magnet-
ic quantum numbers. Here the discussion will be restrict-
ed to laser optical pumping of ground S states, since only
these states can undergo many VCC’s before depolariza-
tion occurs, also angular momentum will be given in units
of #i.

In general, a large number of coupled rate equations
would be needed to describe optical pumping of a mul-
tilevel system. However, the problem can be greatly sim-
plified by assuming that the populations of the pumped M
states are equal throughout the pumping process. Then
the pumped sublevels (here level and state will be used in-
terchangeably) can be grouped to form either a composite
level or levels (see examples below). Similarly, any un-
pumped levels in which population accumulates can also
be combined into a composite level(s).

To help clarify the above points, consider the examples
given in Fig. 5. For instance, Fig. S5(a) shows an
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FIG. 5. (a) Linear pumping scheme. Population accumulates in the F, =1 level and the M, =12 sublevels. The wavy lines indi-
cate radiative branching to unpumped levels. (b) Pumping with circularly polarized light. Here Av;,) is the ground (excited) -state hf
splitting and population is being transferred to the M, =2 sublevel. (c) Same as (b), but with the excited-state splitting taken into ac-
count. (d) Examples of a situation where both the excited- and ground-state hf splittings are neglected.
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F,=2—F,=1 transition being optically pumped with
linearly polarized light (quantization axis parallel to direc-
tion of laser electric field). In this example, the pumped
ground-state sublevels M, =0 and +1 of the F, =2 level
are assumed equal and grouped together to form compos-
ite level 2, the two unpumped ground-state sublevels
M, =12 form composite level 1, the three unpumped
F,=1 sublevels constitute level 3, and, finally, the three
excited-state sublevels of the F,=1 level form the third
composite level 0. Groupings for some other cases of in-
terest are shown in Figs. 5(b)—5(d).

Now consider in more detail a single ground-state hf
level of an optically pumped atom that has degenerate hf
sublevels, i.e., degenerate M oS- The model assumes that
all the sublevels within a particular group have equal pop-
ulations. This means that, if all hf sublevels are pumped
they are assumed to have equal populations and all are in-
cluded in the group, which is then treated as a pumped
composite level [as is the F, =1 level in Fig. 5(b)]. Like-
wise, if none of the hf sublevels are pumped they also are
assumed to have equal populations and are grouped to-
gether to form an unpumped composite level [F, =1 level
in Fig. 5(a)]. For hf levels in which only some of the sub-
levels are pumped, the populations of the pumped and un-
pumped sublevels are separately assumed equal and are
grouped into pumped and unpumped composite levels [as
with the F,, =2 level of Fig. 5(a)]. The total population of
each composite level can then be defined as

N,=3n,M,)=g,n, (45)
My

where n, is the population of each sublevel in the group
(composite level), with all sublevel populations assumed
equal, and g, is the corresponding number of sublevels.
Note that when all sublevels are either pumped or un-
pumped g,=2F,+1 [e.g., in Fig. 5(b) g,=3 for the
F,=1 level]. The overall polarization or orientation de-
pends on the population of the unpumped ground-state hf
level(s) or sublevel(s).

Consider now the excited state of the optically pumped
atom. In most cases of interest the populations of the ex-
cited hf sublevels remain negligible during the pumping
process, due to fast radiative decay. So for the remainder
of the paper very small excited-state populations will be
assumed. Since any unpumped excited-state sublevels do
not contribute in any way to the pumping process, they
can be ignored. Then the population for each pumped
excited-state composite level is given by

N,=¥n,M,)=g,n,, (46)
M

v

where g, is the number of pumped sublevels in the
excited-state hf level F, of interest, and n, is the corre-
sponding sublevel population. For example, only the four
pumped sublevels of the F,=2 level in Fig. 5(c) are con-
sidered and treated equally, so g, =4.

Now before any approximation is made (plus making a
small change in notation, discussed below), consider the
rate equation for a particular ground (lower 1) state sub-
level, ny=n;(M,), given by

(nj—nf®)

ri,=~2(n1~nu)rlu+2y“1nu— T
u u

+ [——I‘;n,+Wg fn,dv] , (47

where n,=n,(M,) is the population of a single excited
(upper u) state sublevel. The first term is the laser-
pumping contribution, with the sum covering only those
excited-state sublevels interacting via the laser field with
n;. The second term is the radiative-decay contribution,
where the sum takes into account the branching over all
excited sublevels of interest. The remaining terms
describe the effects of wall collisions and VCC’s.

The specific form of the quantities appearing in Eq.
(47) are generalizations of Eqs. (12) of Sec. III. The
laser-pumping rate per atom is given by

auII
Tul= #io flu(X) ’ (48)

where the Lorentzian line-shape factor is now

(yu/2)

L (x)= :
: (A —x2+(yp/2)7?

(49)

with Ay, =Q — oy, the detuning of the laser field, frequen-
cy Q, from the transition frequency w;. The homogene-
ous absorption cross section for the /—u transition is
given by

_ 87k

Clll E |l“u €
N

=(3By, 16mkR— , (50)
YH

| 2

where yy=1/7, and y g is the homogeneous width. Here
By, is defined as
22
-€
Bzus—————l"'“z =, 51)
Ko

with p the reduced radial dipole moment, u, is the opti-
cal electric dipole moment, and € is the unit vector
describing the polarization state of the laser field (circular
or linear). The 67 factor (X=A/2m) is the total absorp-
tion cross section (S — P transitions) for light of a definite
polarization, and the extra factor of 3 covers the three
possible polarizations. The spontaneous decay rate is
given by

Yu= 3 7 Hul

=B..13 . (52)
T

Note that the first sum in Eq. (47) is only over those
upper-state sublevels directly coupled by the polarization
selection rule of the laser field. On the other hand, be-
cause of spontaneous-decay 'selection rules, the second
sum can contain levels connected by all possible polariza-
tions.

The composite rate equation for a particular collection
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of pumped ground-state sublevels is found by summing
Eq. (47) over those sublevels. (For unpumped sublevels
r,=0.) Then the rate equation for a pumped composite
level is given by

. N, N, N
N=-33 |- |mu+3Z3Zru—
I u 8! 8u I u 8u
(N;—N{) . ;
(TN W) (53)

where definitions (45) and (46) have been used to write
> n=N;=gmn,
]

> n,=N,=g,n, , (54)
u

on,dv:./V, ,
)

with g;(g, ) the degeneracy of the lower (upper) composite
levels.

Equation (53) can be rewritten more compactly in terms
of a total optical pumping rate R,; and an average spon-
taneous decay rate I',;,

N N, v R LTuN (N;—NJ?)
1= g g Iu ul‘Yu T
H(=TIN Wt . (55)

Here the total pumping rate is the sum of the individual
pumping rates r;, [see Eq. (48)] over all pairs of pumped
ground and excited-state sublevels and is given by

tot
onl

Ry, = =
33n-%

Lulx), (56)

where o)y is the total homogeneous absorption cross
section

oln=2, 2<71u=(3ﬁ)6ﬂ'7c2-‘};:l , (57)
!l u H

with B=3, > Bi,. The average excited-state decay rate
is defined as the sum of the individual spontaneous rates
[see Eq. (52)] contributing to the decay divided by the
number of participating excited-state sublevels, and is
given by

1 1
Cu=—33vu=n1—, (58)
8u "y u T

where 1=(3/g,)3,; 3, Bu- (Keep in mind that B and 7
are subject to the laser polarization and spontaneous-
decay selection rules, respectively.)

Similarly, the rate equation for a single excited-state
sublevel n,(M,) can be written as

. 11
n,,=—-§(n,,—n,)ru,— —tT |
+ [-Tn+w, [ n,,dv], (59)

with terms as defined earlier, and r,;=ry,. The composite
excited-state rate equation is given by

. N, N 1 1
A PP [T+T N
+ [r:N,,+Wemu ] . (60)

As will be seen below Egs. (55) and (60) can describe both
single as well as groups of hf levels, hence the more gen-
eral notation of / and u.

Equations (55) and (60) enable models containing many
coupled rate equations (used in describing complicated
multilevel atomic systems) to be replaced by much simpler
composite models, such as the three- and four-level ones
discussed in Sec. IVB below. Note that, the most con-
venient form for.the composite rate equations is that of
average populations multiplying total pumping rates and
total populations multiplying average spontaneous decay
rates. This is because, in some cases (see below), the equa-
tions can be written down by inspection.

It is possible to simplify the composite rate equations
when the excited-state hf splitting is experimentally un-
resolvable.?® If, in addition, the pump field connects each
ground-state hf level to all excited-state hf levels, the ex-
cited hf splitting can be neglected. In this case all
excited-state hf levels can be grouped into a single
excited-state composite level [e.g., see Fig. 5(b)]. Then the
sum rules cause Egs. (57) and (58) to simplify to

othwn =§12wk2% , 61
& 1
Cy= —t_ot-: , (62)

u
tot

where g,”'= (2F,+1) is the rotal number of excited-
state sublevels (including any unpumped ones), and
8=(2F,+1). Note that here every sublevel (including
those not pumped) of the ground-state hf level contribute
to o(fy)y. For example, four of the five sublevels in the
F,=2 level in Fig. 5(b) are pumped giving g;=4 and
g1=5, whereas for the excited state g,§°t=8, so
To=5(1/7) and 0%y =107x%(yx/vx). These results
are entirely due to the properties of the matrix elements.

Equations (61) and (62) can also be used when both the
excited and ground-state hf splittings are experimentally
unresolvable.?® In this case all ground-state levels can be
treated as degenerate, and, then, pumped and unpumped
sublevels can be separately combined into single pumped
and unpumped composite levels for each group. Here
every ground-state sublevel contributes to Eq. (61), so
8 —g"=Y,(2F,+1), while g is unchanged in Eq. (62)
[e.g., in Fig. 5(d) g;=6 but g;=1 and 5, and g.**=6].

It is important to remember that Egs. (61) and (62) can
only be used for those transitions in which all excited-
state hf levels are accessible to all ground-state hf levels
(i.e., when AF =0 or =1). This condition is violated, for
example, for alkali D2 transitions where AF =2 would
also be required. Equations (61) and (62) are useful be-
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cause they are independent of the matrix elements, in con-
trast to Egs. (57) and (58), and so enable the composite
rate equations to be written down by inspection. These
points are further discussed in Sec. IV B. Also, as some of
the examples in Sec. IV B will demonstrate, the model can
also be applied to atomic systems which are pumped by
more than a single laser transition.

The composite model can also be applied to the broad-
band limit (see Sec. III), where highly polarized vapors are
most conveniently produced. Velocity integration of Egs.
(55) and (60) give

N y=— 21 A @1u+ru1/‘/u*'——”’——(/1~Mm) ,
& 8 T
(63)
N y=— Au M1 we |L+L Ny, (64)
& & T T
The total broadband pumping rate is given by
A= g@ﬁf{ , (65)

where o{?%)p is the total Doppler-broadened absorption
cross section

oot gtot YH\/; —(A/ku)? (66)
(lu)D = O (lu)H 2ku e ,

with o35 and T, given by Eqs. (57) and (58), respective-
ly, and ku is the 1/e Doppler width.

B. Examples

In this section some specific examples which employ
the composite model are presented. They have been used
in Refs. 4, 11, and 15. In the experiments only a single
pump laser was used. The more complicated case involv-
ing two or more independently tunable lasers (e.g., see
Ref. 16) is treated in Appendix A.

1. °Li

Consider laser optical pumping of the SLi-D1 transition
which lies at A=670.8 nm, with 7=27 nsec. In fact, Fig.
5(d) shows this transition pumped by circularly polarized
light. The electronic and nuclear spins are J,(J, )= 5 and
I =1, respectively, giving total atomic angular momen-
tum F,(F,)= %, —} The transition consists of two hf lev-
els in both the ground and excited states for a total of 12
Zeeman sublevels (six in each state). The ground (Av,)
and excited -state (Av,) hf splittings of 228 and 26 MHz,
respectively, are much smaller than the usual Doppler
width of about 4 GHz (temperatures ~400—500°C).
Then, providing that they are experimentally unresolved,
both the ground (excluding unpumped sublevels) and ex-
cited -state hf levels can be combined into single ground
and excited pumped (including any excited unpumped
sublevels) composite levels (see Sec. IV A), as depicted in
Fig. 5(d). Thus, the 12-level system is replaced by the
much simpler composite three-level one in the figure. The
six excited-state sublevels form level O, the five pumped

ground-state sublevels form level 2, and the single un-
pumped ground-state sublevel [Muz% (—3) for right
(left) circular polarizations] is level 1. Using Egs. (55) and
(60), the rate equations describing the composite three-
level system in the velocity-selective limit are given by

. Ny N, 1 1

No== |5 5 [Ro=|5+7 Vo
+(‘_rgN0+ Wg-/’/b) ’

. N, N (N,—N)

Ny=— 75— [RotTaNo——"F——
H(—TEN,+ Wty 67

. (N;—N{”) v

Ni=ToNo————7——+(=TgNi+Wet7)),

tot tot

where g,” =g, =6, g, =1 g,=5, N(1%=(%,%)Nth(x),
with N the total density of atoms, and G (x) is given by
Eq. (15). The total laser-pumping rate is given by

tot
oou!
Ry= L , (68)
20 P 20(x)
where
ol =gl 2mi Y _ o2 TN (69)
YH YH
with the Lorentzian factor
(yu/2)?
FLaglx)= vH (70)

(Ago—x)+(yp /27’

where x =kv, and Ayy= —wyq is the detuning, the laser
frequency () from the transition frequency w,y. The aver-
age decay rates are given by

g1 1 11
Im_“}??_g:’
(71)
g8 1 51
Ioz“—ﬁng:

Note that as it should, I'g;+I'g,=1/7, and as expected
Egs. (67) are of the same form as Egs. (12) for the actual
three-level case, but with average populations, total rates,
etc. The composite three-level system is compared to the
complete 12-level one in Appendix B.

2. ¥Na

As another example, consider laser optical pumping of
the 2*Na- D1 transition with circularly polarized radiation.
The transition lies at A=589.6 nm, with 7=16 nsec.
Here Jg(Je)=%, Iz%, F,(F,)=1,2, so, for example, as
shown in Figs. 5(b) and 5(c), the transition contains two
ground and two excited -state hf levels, for a total of six-
teen hf Zeeman sublevels. The excited-state hf splitting of
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189 MHz is much smaller than the 1772-MHz splitting of
the ground state. Consider for the moment experiments
performed in the broadband limit (see Sec. III), where the
excited-state hf splitting is completely unresolved. How-
ever, the ground-state splitting is partially resolved since it
is comparable to the Doppler width (~2 GHz, for
T ~120°C). Therefore, to a first approximation, the 16-
level system of Fig. 5(b) can be replaced by the accom-
panying composite four-level one with effective pumping
and spontaneous-decay rates. In the figure, the four
pumped sublevels belonging to the F,=2 ground-state
level and the three pumped sublevels of the F,=1 level
form levels 2 and 1, respectively, the eight excited-state
sublevels comprise level O and, finally, the single, un-
pumped ground-state sublevel [M, =2 (—2) for right
(left) circularly polarized light] is level 3 (population accu-
mulates in this sublevel).
The rate equations are given by

. v ./V'l Ny N,
Yo== |5 T3 P | T e
1 1
== |y,
r T 0
. Ny N N =AY
N == ENE Rro+Toto— —7 |
(72)
) Ny N Ny AP
A==~ Ro+Toto— | —F |»
' [
N 3=T 34— T ,

where gi'=38, gl(level 1)—3 g>(level 2)=4, gs(level 3)
=1, and J/(loﬂ 3=(3,3,%)Nio- Because of the large
ground-state hf splitting there are two laser transitions
with pumping rates given by
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tot
o(0p!
Ri0= ,
? o (73)
B o0p]
20 ﬁw ’
where, using Egs. (61) and (66)
LYEVT (/i
tot —6 x 10 ,
0(10)p =0T 2ku 5. € -
YEVT Ay skur
tot — lO’IT?CZ 20
0200 = 2ku e ,
and
AIO(A20)=Q—co10(m20) . (75)
The average decay rates [see Eq. (62)] are given by
31
Copi=——,
=g
11
=" (76)
_11
03 8 7 )

Wlth FOI “+ F02+ F03= l/T.

Now consider velocity-selective BNa experiments,
where the excited-state hf splitting is resolved. This split-
ting results in nine experimentally observed narrow reso-
nance features (actually there are 16 but nine are degen-
erate).!> In this case, as was done for the ground state, the
excited-state hf levels must be considered separately. This
leads to the five-level system shown in Fig. 5(c). Here lev-
el 4 contains the three excited sublevels for F, =1 and lev-
el 5 the four pumped sublevels for F, =2, the other levels
remain as before. Here equations (57) and (58) must be
used in determining the composite rate equations for the
five-level system. The matrix elements are given in Fig. 6,
where the fractions are just the 8’s. Then the rate equa-
tions are given by

1
. N5 Nl N5 Nz 1 1
Ns=——7m=5 [Ris— |77 = |Res— |+ [Ns+(—TeNs+Wers),
. N4 N] N4 N2 1 1
Ni=— |75 =73 [Ru— |75~ [Ru—|T+7T Ny+ (=T Ny+ Wty ,
. N, N N, N N,—NY
Ny=— —;2‘——3'1 Ry — —;‘—"f‘ Rys+TuNy+TsNy— | — T +(—TgNy+ Wet) an
. N, N, . N,—N{® ,
Ni=— |7 =7 |Ru— |7 ——5 |Ris+TalNs+TsN;— +(=TgN+Wpt'),
3 3 3 T
i N;—NY ,
N3=F43N4+F53N3— —_—T—— +(——FgN3+Wg./V3),
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- -1
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FIG. 6. *Na-D1 matrix elements. The numbers are the §’s
defined by Eq. (51).

where g,llevel 4)=3, gs(level 5)—-4 g‘(level 1)=3,
g-(level 2)=4, g;(level 3)=1, and N, 2, 3—Ml 2, 3G(x)
The pumping rates for the four laser transitions are given
by

tot
o
Ru="2 20, (78)
where [(u)=1,2 (4,5) and
Um)ﬂ= ';’
tot 5
015 H=73 YN
X wRE—— (79)
U?(z’ftm:% YH
0?3‘5)11=%

and the average spontaneous-decay rates are given by

11 11
==—, Ty=5—,
La 61 7o
21 31
Fp==—, TyH=——, 80
Q=737 2% (80)
11 11
Fy3y=——, Fg3=——.
BT 6 r T8 r

The general procedure for solving the composite rate
equations in the steady state is presented in Appendix A.
However, as an example, the solutions to Egs. (72) are
given below,

N Nk (3/5)F +F,

Noo |T|1+Z,+%,+22,2,

Ve (3/0Z,+3/8

Niot - 1+ 2+ Z,4+12/5% %, 1)
e (4/5)F \+1/2

N 1+Z +Z,+(2/52,2,

Ny —(Iy7) 3/ +%, +_L

N 1+ +Z,+(12/5F,F, 8’

where Z ;=1 /.f(o’g with

,f“) 1 fiw 1
Pt &aop T

82
g1 fio 1 2
op 'p_ _ T
2 0(20)D

The branching ratios and average cross section [see Eq.
(AS)] are given by

pi=Tp+Tolr=%,
T

(83)
pr=Tp+Tp)r=5,
and
_ ZM —(Ayg/ku)?
U(IO)D—Z‘”'K 2ku e ’
(84)

s 2 ¥V yaV'm o~ B0k
0, = .
200 =73 e

It is important to keep in mind that the sodium four- and
five-level models only refer to different experimental situ-
ations. In the first case, the excited-state hf splitting is-
not resolvable, whereas in the second it is.

When population accumulates in an unpumped
ground-state hf level(s) hyperfine or F-optical pumping is
taking place. Otherwise, when population accumulates in
an unpumped sublevel(s) My pumping occurs. In general,
I, is significantly larger for the latter case.

V. SUMMARY AND DISCUSSION

As noted elsewhere (e.g., see Refs. 4 and 11) laser opti-
cal pumping with VCC is very effective in producing
highly polarized atomic vapors. The theory presented in
this paper uses coupled rate equations!'* to model the
optical-pumping process. The equations contain laser
pumping (i.e., stimulated absorption or emission), radia-
tive decay, relaxation (e.g., diffusion to the cell walls), and
VCC terms. The collision terms are written in the strong-
(large-angle) collision approxnmatlon where typical VCC
cross sections are a few tens of A2 The theory not only
predicts the amount of polarization attainable in a given
experiment but also establishes the criteria that must be
met in order to achieve optimum polarization. Several ex-
periments*®!"!® have demonstrated the theory’s feasibility.

The treatment of multilevel systems presented in Sec.
IV can also be applied to the no-VCC limit, where the col-
lision terms are absent from Egs. (55) and (60). A com-
parison of the numerical result for a 40-level system (cor-
responding to the D1 transition in 8™Rb) (Ref. 16) was
made with that of an analytically solved five-level model,
and reasonable agreement between the two (< 15%) was
found.?’
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APPENDIX A: STEADY-STATE SOLUTIONS
FOR MULTILEVEL SYSTEMS

In this appendix some general procedures for solving
multilevel composite rate equations in the steady-state
limit are presented. The techniques discussed are general-
ization of those given in Sec. IV. Here allowance is made
for more than one laser transition. Also, the general
forms of the solutions will be discussed.

Practically speaking, only those equations containing
laser-pumping terms need to be treated and solved as
simultaneous equations, since their solutions can be
directly substituted into the equation(s) for the unpumped
level(s). As an example, consider the five-level model for
sodium discussed in Sec. IV. Equations (77) can be solved
in the following manner. (i) Solve the equations for N,

|

N,
SIFS1 L 1,5 L+« o S L ) IW ey + SIFUS1 L 1,5:L 2, -+ SuL )] ‘nghu——’—
u 1

N,, N4, and N5 (N3 has no laser term), while temporarily
treating the .47 (i =1,2,4,5) as constants. (ii) Integrate
the results over velocity to obtain four coupled equations
for .#7;. (iii) Solve these equations simultaneously for .47,
N, Ny, and A5, (iv) Substitute these solutions into the
expressions found in step (i) for Ny, N,, N4, and Ns. (v)
Solve the equation for N; in terms of 47, 47, and A7,
and integrate over velocity to find .#7. (vi) Finally, sub-
stitute the solution for .#7 into the expression for N;
found in step (v).

The solutions to the composite three-level model have
the same general form as those derived in Sec. III. For
models involving more than a single laser transition, such
as those for sodium, the situation can be much more com-
plicated. In these cases the solutions usually take the
form of quotients of polynomials,'® which often contain
large numbers of terms.

For the velocity-selective case the general solution for a
system with m (I—u) laser transitions is given by

(0)

T
N,= ,
Fp(S1L1,5:L 5 .. - sSmL m)
N©
SIF.(S1L1,5:L 2o S L ) IWel oy + SIFNS1L1,82L 5, o Sy L )] Weh 1+ =1
N,=—~ d ,  (AD
v Fy($,.2L1,8: L5 - s SmLm) (
Firn\Z,2Zy,y ... Z,y)
N w I(Zm ‘ "
N ot FaNZ,Zy,...,2Z,)
T
where the F's and % ’s are polynomials in S.¢ and Z (de- Ye= 1 +Tl+ —;: ,
fined below), respectively, G (x) is given by Eq. (15), and T
N®=41"G (x). Note that F.\"s£F, and F{*’+F,. Now v =Fv+_1__ (Ad)
each ith /—u laser transition (R, =R},) generates both A A
an S.7 and a Z factor, which are defined as r,=TI,
| ut

I (A2)
Z,' = "I’m ’
op
where I§ and I f,’; are the usual saturation and optical-
pumping intensities, respectively, and are given by
I.(g,) _ Ye ﬁa) Y
= |—T =7,
81 a;
Vet te—Ti "
(A3)
; Y iy
I ﬁ,’g = = — Vg 1 +Si
81 Jip
Vet g_Yg - ri
u
where

The average homogeneous &;y and Doppler G;p-
broadened absorption cross sections are defined as

tot

— OiH
i = g
tot (AS)
o= 9ip
iD=
' 8

For example, the i =1—4 laser transition in the sodium
five-level model (see Sec. IV) has g; (level 1) =3, g, (level
4) =3, ofyu=mAAyN/7H), 50 Guan=5TR(YN/VH),
and so

Y fiw
I§'4)= [ e = - Ye s
ye +7g_ 41 O(14)H (A6)
(14) Ye 0}
*® Ye+Vs—Ta |Gaap © :
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As mentioned earlier, the polynomials can be quite com-
plicated in that they can contain very many terms (e.g.,
those for the sodium five level model contain well in ex-
cess of one hundred terms'®). Product terms, such as
(Slfl)(SQ,jz), Z]Zz, (Slf))(52Y2)(S3j3), etc., are
by far the most numerous [e.g., see Egs. (72)]. The exact
number and form of the products are determined by the
number of pumped levels and laser transitions. Note that,
terms of the form constant times (S.£)* or Z”"
(n=2,3,...) cancel and so do not appear in Egs. (Al).
When, instead of a single tunable laser field, there are j
(Jj ] =2,3,...) separately tunable fields then I—1I;; so that
s, gD, z,—2z’, with sH=1,/1s,
U =I;/1,, A ——»A(J’ (=Q/—w;), etc. So, in addmon to
summations over u and 1 in Egs. (Al), there are now
sums over j, one for each independent laser field. So, for
example,

3. F(S1 Ly s SpLm)
3. 3,FIsY LY, ..,

In cases where the ground- or excited-state (or both) hf
splittings are less than the Doppler width, the relevant

SP£D), etc .

|

>

u(l Hu) | i

za,"‘“(s.f )]W/V 3
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3 bls;.2 )

laser transitions can be pumped by a single field (see Sec.
IV). Then the polynomials can be greatly simplified by
neglecting all of the product terms. This follows from the
fact that when one transition is resonant the others are off
resonance by the hf splitting (since there is only one field)
and are thus much smaller because the Lorentzian and
Gaussian functions decrease fairly rapidly with frequency.
Therefore, to a good approximation, the product terms
can be dropped and the polynomials written as

S L )= a/(S;.L),
i=1

m
Lpy)= 2 aZ;,

i=1

F($,.Zy,...

(A7)
F(Z,,...

where ag; and ; are various combinations of y,.,y, and
branching rates I';. (There are similar expressions for F,
and ¥ ,.) As an example, in the sodium five-level model
(m =4) terms containing .%4;.%L 5, and £ 4.L 4 are
negligible compared to those containing only %4, .Z s,
or .% 5. The solutions are then given by

NI(O)
W, N+ ——
g 1+ T

Ny =
lw) 1+ 3 Ci(S,.Z))
i

) (A8)

where a; and b;, etc., are constants for a given buffer-gas pressure. For example, in the four-level system shown in Fig.

5(b) (for the moment neglecting degeneracy) N, is given by

r Ve Ye— N
N,= —_— 15,7 W N o+ 1+—————-SJ W AN +——
! l 'Ve')’g 7e+7’g~r2 2 2] 0 Yg ye+7g_r2 2 2 & : T
Fl/'}’g (0)
—_— Szfz W./V}-{— /(1+Sf1+$232 (A9)
7e+7’g_r2

where [ =1,2, u =0, i =2 refers to the 2—0 (0—2) tran-
sition (T, S,, and .¥, ), and i =1 denotes the 10
(0— 1) transition.

Even though the expressions for N; and N, are now
much simpler, they remain difficult to integrate analyti-
cally over velocity to obtain .#7; and .#",. This is because
their denominator is a sum of different Lorentzians (one
for each laser transition). However, since their widths
(yg) are usually much less than the hf splittings, the
Lorentzian does not significantly overlap, and Egs. (A8)
can be further simplified by expanding them in terms of
their resonant contributions. That is, for each ith (I —u)
laser transition

Niw=2,

Terms in (Si,fi,./’/,')

1+8,.%; Hu) '

(A10)

where the numerator contains sums over all relevant

-

upper and lower levels (i.e, 3,+ ). Note that the ex-
pression for N; reduces N;=(1/7,)( Wg/V,-f-/V(IO’/T),
which is the background (i.e., I =0) population for level /.

Now when N, =0 (fast radiative branching) Egs. (A10)
can be further simplified by dropping all excited-state
terms. For instance, Eq. (A9) reduces to

N(O)
— | | W1+ ——
1+s,-z,-] T

73N1=

r
Ve +7’g_F2

148,.%,

S, ]

N(O)

2
Wt s+ —

T (A11)

Mathematically speaking, the broadband case is much
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FIG. 7. 12-level system for SLi- D1 transition, and comparison between Egs. (B1) and (B2).

simpler because no velocity integration is required. Then
the .#7s are of the same form as Eq. (A1) [also see Egs.
(72)] but with

I = gn _’“" Vg » (A12)
1 o
Ye+_§:?/g"rul (b
where

1 1
Ye=—+— >

r T

1 (A13)
Yg:F .

When the ground-state hf splitting is much larger than
the Doppler width more than one laser is required to
achieve efficient optical pumping. In this case, the lasers
are separately tunable and, in general, the product terms
in Egs. (A1) must be retained. Consequently, the approxi-
mation discussed above no longer applies and numerical
methods must be used to evaluate the velocity integrals.

A3

APPENDIX B: COMPARING COMPOSITE
AND EXACT MODELS

To gain some idea of the accuracy of the composite
models, a comparison between the °Li-D1 composite
three-level model of Sec. IV and a full 12-level one was
carried out in Ref. 15. Only the results for the broadband
limit will be presented here.

In the three-level broadband limit, the population .#"
of the unpumped F =-§—, Mg =3 sublevel can be written
as

A 21Z 45
N 27Z+430°

(B1)

where Z =rT, and

O'DI
r=—/—,
fiw
with
aDziﬂkzlﬁﬁe—(A/kuﬂ )
° 2ku

On the other hand, the solution for the complete 12-level
(see Fig. 7) case is given by

(4186 100)Z 3 + (4 440400)Z* +(7 839 200)Z > +(373000)Z 2+ (37 152)Z + 1458

Niot

(4950)Z2%+ (1860)Z +762

1
"6 | (1591812)Z5+(3069 180)Z5+(2288489)Z*+(855936)Z3+(171450)Z2+(17 604)Z +729

3

(5202)Z34(4799)Z%+(1088)Z + 81

. (B2)
34+17Z
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Both of these results are plotted together in Fig. 7. The
two curves asymptotically approach each other and the
value 1 for large Z (i.e., for combinations of high intensi-
ties and buffer-gas pressures). Both converge to their
zero-field equilibrium value + for Z =0. The curves
diverge for intermediate values of Z, with the largest
separation occurring around saturation, indicating that

W. W. QUIVERS, JR. 34

the 12-level model saturates at somewhat lower intensities
and pressures than the three-level one. As the figure
shows, the results of the two approaches are fairly close,
hence indicating that the three-level composite model is a
reasonably good approximation to the much more compli-
cated 12-level one.
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