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by a perturbation approach

C. J. Bordé,* J. L. Hall,' C. V. Kunasz, and D. G. Hummer'
Joint Institute for Laboratory Astrophysics, University of Colorado and National Bureau of Standards, Boulder, Colorado 80302
(Received 24 November 1975)

We present a third-order perturbation calculation of line shapes in laser spectroscopy based on the density-
matrix formalism. The new feature of this theory is the inclusion of the Gaussian spatial structure of the laser
beams. We study the linewidth as a function of relaxation and transit times. A shift is found when the wave
fronts are not flat. General line-shape formulas are given as well as approximate formulas valid in various

domains.

I. INTRODUCTION

Since Lamb’s first paper!'? on gas lasers, a
number of theories of the Lamb dip (or of the
saturated absorption line shape) have been de-
veloped. Each of these represents a new step
toward a realistic calculation of the actual lab-
oratory signal. Among other things, we now have
a better understanding of the influence of a strong
field, of the time pulsations or spatial modulations
of the populations,3~® of the way collisions® !¢ shift
the phase or change the velocity during the inter-
action, of the influence of level degeneracy, and
of the Zeeman effect.!>"?° For molecular systems
with long lifetimes, it was very soon recognized
that the line shape would be dominated by the
transit time of the molecules across the light
beam.?'~2% Until now all detailed theories have
dealt with plane waves and ignored the transverse
geometry of the laser beam; they are therefore
not applicable to the interesting low-pressure lim-
it, to which one is naturally led in the pursuit of
high resolution.

There are, in fact, several channels through
which the geometry of the laser beam can influence
the line shape:

(1) In the so-called free-flight regime, the mole-
cules see a time-dependent field; thus the dura-
tion of coherent interaction is jointly controlled
by the radiative lifetime, by collisions, and by
the time of flight of the molecules across the
beam.

(2) Even for high pressures or short lifetimes
there is a space-dependent saturation parameter
leading to a nonuniform saturation broadening.

(3) This space-dependent saturation will in turn
result in a deformation of the beam geometry
caused by differential absorption in the beam and
the transversely nonuniform index of refraction.
This last effect causes self-focusing or self-de-
focusing of the beam and induces asymmetry in
the line.%6" 28

In this paper we shall consider only the problem
defined in (1). Moreover, we limit ourselves here
to a perturbation approach in which Lamb’s third-
order calculation is extended to Gaussian beams.
We shall postpone to subsequent papers the exten-
sion of the theory to the strong-field case, where
we will, in addition, include the recently resolved?®®
recoil splitting.%°

First, we review the basic equations: the den-
sity matrix equations for the molecular two-level
system (Sec. II and Appendix A) and the electro-
magnetic equations for a Gaussian beam (Sec. III
and Appendix B). Then (in Sec. IV)these equations
are solved for the case of linear absorption spec-
troscopy. Section V develops the profile of the
population changes in spatial and velocity coor-
dinates. In Sec. VI we calculate the third-order
polarization to obtain the saturated-absorption
line shape. We present a plot of the resonance
half-width as a function of the relaxation rate,
and we also predict and study the shift which
arises from wave-front curvature. In Sec. VII
and Appendix C, a number of approximations are
used to obtain simplified forms for the line shape,
as well as useful asymptotic dependences of the
line width and shift on lifetime and the beam ge-
ometry. The line-shape calculation for a frequen-
cy-modulated laser is sketched in Sec. VIII. For
future application to the question of the accuracy
of optical frequency standards, the second-order
Doppler effect is included in some of our formulas.

II. DENSITY-MATRIX EQUATIONS FOR
THE MOLECULAR SYSTEM

In this first paper we shall restrict ourselves
to classical trajectories for molecules. We shall
also assume, initially, that our equations are
invariant under a Galilean transformation of the
coordinates. Of the relativistic effects, the most
important to our knowledge is the transverse Dop-
pler effect, which can be introduced later into
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our equations. As there is a choice of frame of
reference to describe the interaction, we shall

try to take some care in specifying precisely the
frame we use. Let V, be the velocity of a given
frame with respect to the laboratory and let ¥,

be the velocity of a molecule in that moving frame. We
shall thendeal withan elementary density operator

- - - -
p(T,t,T0, 1y, ,0,V5)

for molecules created at time ¢, at location T, in
the state a. Because of the classical trajectory

assumption, the position of the center of mass of
such molecules is a function of time,

R() =T, +V,(t—1,),
and p contains the implicit function
(F-RE)=6(F-F,-V,(t-1,)).
Thus our density matrix can be written
(T, 8, T, t0, Vi, @y V)

=p(t,To,te, Vu,a, Ve)O(T =T, =V (t-t,)).

We assume that the molecules keep their velocity
¥, throughout their interaction with the light, and
are lost to the coherent interaction if they suffer
a velocity-changing collision or leave the illumi-
nated region. For the purpose of this paper, the
recoil splitting and the effect on the relaxation of
velocity -changing collisions will be introduced inan
ad koc manner; infact, both require a quantum-me-
chanical treatment of the translational motion.!!

Among all possible reference systems, two are
of special interest: the laboratory frame, and the
frame at rest with respect to a class of molecules
of given velocity (which we shall call the mole-
cular frame). In the first case we shall write
V4=V and ¥ =0; in the second case we write
¥, =0 and V5 =¥.

We choose to connect the two descriptions by
the Galilean transformation

T=% 4+, t=t, (1)

where primed quantities will refer to the molec-
ular frame. In the molecular frame

J

9 - = -, > -
<3t +V”'V>p(!‘, t,V",VR) =Z f
a X

all space

- -
o' (T, #,T5,4,0,a,7)

satisfies the equation

?

iﬁ% =[H,+V",p'] +ifiRp’ @)
where H, and V' are, respectively, the Hamil-
tonian for the unperturbed isolated molecule and
the Hamiltonian of interaction with the radiation
field. All relaxation effects are included in the
last term by the operator R acting on p’ in the
Liouville space. In this paper we shall assume
the usual scalar electric-dipole interaction Hamil-
tonian

V' =-L8(¥,t), (3

where 8'(T’,#') is the electric field provided by
the light source,

8'(¥,t)=8(F,t)=8(F +Vt',¢t). (4)

In any other frame, Galilean invariance requires
that Eq. (2) be written

ih’<%+;'.-6>p=[Ho+‘-/,p]+iﬁRp- (5)

The hydrodynamic derivative in the left-hand side
can also be justified from fully quantum-mechan-
ical considerations as will be seen when we treat
the recoil effect in a later paper.

It is usual to derive, from either Eq. (2) or Eq.
(5), new equations for a more general density
operator integrated over all possible formation
conditions:

p(?, t9vll :.‘712)

t
5 f dt, f A e(Fo, to, Vs V)
-3 - (all space)

- - - ->
Xp(T,t,Tq,t,Vu,, V),

(6)
where A (T,,2,,Vy, Vg) is the creation rate for
molecules of velocity ¥, in state o at (T, £,).
Calculating the hydrodynamic derivative of (6)
and using Eq. (5) we have

- - - - - - -
)dsro)\a(ro, t,V., VR)p(r’ ts l’o, t,VM, a’vR)

¢ - - = 3 - =\ ;= , = - -
+;f dtof ABrgh(To,t0, Vi, V) (—t +vuov>p(r,t,r°,to,vu,a,vn)
! Jew (sl space) 9

=3 Ao(F,8,%,, Vo)l aXal

t - - -
+; f dtof dsroka(ro,to’vmvk)
- (all space)

1 ol - - - - - - - -
X ( in [Ho"'V:P(r’t»ro:to»vu:ayvn)] +Rp(T,t,T,,t,,Vy, a,VR)),
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where the integration over T, in the first term has
has been performed by making use of the boundary
condition

p(F, 8, %0, t,7V,, a,Vp) =8(F =F)la){al. )

Thus p(T,t,7,,V,) satisfies the equation

ih—(_:t_ﬁ”.e)p =iliA +[Hy+V,p] +iRp,

@)

where A is the operator Y A (F, ¢, ¥, Ve)la) (al.
By rewriting A as ~Rp, we obtain finally

. 9 . = 7 :
Z;Z('E"*Vy'V)p = [H0+V,p] +tﬁR(P—Po) ’

(9)

where p, can be interpreted as the unperturbed
density operator.

To treat saturated absorption we shall consider
only the usual nondegenerate two-level system
with decay constants y, and vy, for the populations
and y,, for the optical dipole. The resonant fre-
quency is w,=(E, —E, )/l and the electric dipole
matrix element is u ={a|i|»). Equation (9) then
leads to a set of equations for the level popula-
tions and for the optical coherence.

In the laboratory frame (v, =V, ¥V, =0), for the
level populations n (T,t,V)=puo(t,t,V,0), a=a,b,
we obtain

<—E+V-V> na=—‘r’a(na "n(aO)) _l—u_(ﬁ—)—(pab—p:b) ’

(10a)
(’2?7'*'?"6)% ==, (n, =) + iﬁ‘ég—i&)—(ﬁ)ab -p%),
(10b)
and for the optical coherence p,,(T,,V)=p,(T,¢,
¥,0), we have

(9 . =
(57 +7%)e
. . p8(T,¢
==1WoPap =~ Yap Pap _Zi_(?_’_)—(na —nb) . (100)
In the molecular frame (V, =0, V, =V), for the

level populations n’ (¥, t,¥)=pLao(T’,#,0,7), we
have

an!, L uE(T vy,
e oy (n —n;(°))—z—“—(——.—’—)(p.'m -pi) s
at 7

(11a)
an! . T+, ¢
n,b:—')’b(n,',—ngw))‘*lﬁ‘g(—-}‘—z——)(i)éb‘P,’z:)s
ot 7

(11b)

and for the optical coherence,

w8 (T +VH, ¢)

ap? . .
“Pa = —iwoply Ve Pl =1 = (n—n).
(11c)

For both frames we have assumed a diagonal den-
sity matrix when there is no radiation. The equi-
librium populations are, respectively, denoted
by 79’ and /) and, in general, depend on space
and time, as well as velocity.

We note the following transformation laws be-
tween the frames:

(T, 1, %) =ng(F, 8, %) =no(T +3#,#,7)
=nl (T -Vt t,V),

péb(F,: t’,.‘7) =pab(-f7 t,V) =pab(;, +.‘7t,7 t"v)
=p£b(-f_-‘7t’ ty-‘.’) . (12)

In this paper we will be interested in the case of
two quasimonochromatic waves counterpropagating
along the z axis. We may take

8(T,1) =A*(T, t)et W=D 4 A~(F, t)ei(wi+rd 4 ¢ c. |
(13)

where A* and A™ are slowly varying functions of
X, ¥, 2, and ¢ which will later be defined more
precisely. Since it is well known that Egs. (10)
[or (11)] cannot be solved analytically for the gen-
eral case, we shall consider approximate solu-
tions based on series expansions or numerical
quadratures.

We will expect solutions of the form

+ o0
- ipk
e = 2 : Na,2p eZKP “ ’

p= =

(14)

0
= (2p+1) iz p-iwt
Pay = Z Pap,2p+1€ e ’

where nonresonant terms have been omitted and
where the Fourier coefficients Ma,2p and pgp 0541
are slowly varying functions of r,{. A correspond-
ing expression in the molecular rest frame has
the form

nh = Z nt »p€xp[2ipk(2 +v,1')],

p==0

(15)

ply = Z Pho2ssr€xD[(2p + 1) ik(2 + v, #)]e i vt

p==0

These Fourier amplitudes satisfy coupled differ-
ential equations derived from Eq. (10),
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9
<W+V V>na,2p =(2iplu, +v)ny 2»'"& 5po)+€cx i (A"Pap2p+1 A Pap,2p=1 A *Pamzp i1 = A ¥ Dy —25-1),

(16a)

) . A"‘* A"*
<W+V V>pab,2p+1:_{l —w+(2p+1)kv J"‘Vab}Pabzpu"" “zh' (na,zp—nb.zti)+I-L7/-—;Z(na,2b+2_nb.2ﬁ+2)’
(16b)

where €,=1 and €, =- 1. Corresponding equa-
tions hold in the molecular frame.

These equations can be directly solved numer-
ically using a predictor-corrector method such
as Hamming’s or a similar technique designed to
handle such equations. Solutions obtained using
this technique will be presented in a later paper.*

Here we will examine solutions based on series
expansions in ascending powers of the laser per-
turbation. This approach is naturally suggested
by the implicit nature of the equations (10) and
their integral form given in Appendix A. We take

=2 7P and py=3 off (17
q=0 a=1

where g refers to the order of the interaction and
is even for »n, and odd for p,,.

For each perturbation order there are a number
of Fourier components. This leads to the follow-
ing double series:

had +

2 AP=3 o), a=a,b,
=0 3p= g
o +q

Puy = zp(q) E Z pggzzp+le(2#+l)zkze—twt’
q=1 2ptl=

(18)

where #?,, and p{3} ,,,, are slowly varying func-
tions of x, y, and z.

In the molecular frame we have the correspond-
ing expansions

n *Zn’“) Z E nit9) , exp[2ipk(z’ +v,t")],
¢@=02p==~¢q
ol _z:pr(q)

q=1 (19)

o . @
=Z i P;b?zpu

q=12p+l==-q
x exp[(2p + 1) ik(z2’ +v,t')]e" ¥,
With these expansions, Egs. (16) can be rewritten
for each perturbation order.
III. ELECTROMAGNETIC EQUATIONS

In this paper we are interested in calculating
either an absorption coefficient for a light beam

r

or a fluorescence signal from a molecular level.
Both quantities are proportional to the power ab-
sorbed from the light by the molecules. Introduc-
ing the complex Poynting vector

R=ExB*/2y,

we can write the energy balance equation for the
volume V within the surface S as

E-E* B B*
RefR dS"atI( I )dV

_Re f—— oP*

E-——av, (20)

where complex re_;_)resentation of the vectors has
been used, &=ReE and so on.
The average power lost by the light is therefore
_ Re (= 0DP*
Re (4 2P

abs =

) (21)
which, for monochromatic light, becomes
W e =250 “’Im f E-P*av. (22)

The absorption coefficient for a field propagating
along the optical axis z is defined by

1 dw g,
CfﬁoéEi “E*dxdy dz

a(w, z)=

_wIm [P*-Edxdy 23)
c

feo-i) ‘E*dxdy

We now use a scalar formulation in which the elec-
tric field is linearly polarized, and we assume the
rotating-wave approximation in which the polariza-
tion P is simply

P=2upg, ,

where

ab = f pab(a dav‘

Multiplying the density matrix equations (10a)
and (10b) by 3%w and subtracting, we verify that
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W,y = il f (0, - p) ReE dV d%

8 ReP
=IReE o1 dav,

which has the time average given by (22).

We shall assume that the material medium af-
fects the field only by changing the amplitude and
the phase along the z axis. Since the transverse
geometrical structure of the light beam is not af-
fected, we regard it as being known exactly. As
before, the field can be written as the sum of two
counterpropagating waves,

E=[Ey2)e'®"®U* + Ex(z)e*™ U~ Je*, 24)
where
U*=Ul(x,y, 2)e”*, (25a)
Ut=Ug(x,y,2)e™. (25Db)

In this paper we shall assume the usual TEM,,
Gaussian mode for U{(x, y, z). Using the result
of Appendix B we have

Ui(x, y, 2) = L*(2) exp[-L*(z) (x> +y%) /u?].  (26)

Here L*(z) are the complex Lorentzian functions

1 w?

= * ii bﬁ
1%2i(z-2,)/b, w?(z) ~ 2R, (2)

L*(z) = 27
where b, is the confocal parameter for the beam
having a waist at z, with a 1/¢ radius w, such that
b,=kw?, and w,(z) and R, (2) are, respectively, the
beam radius and the radius of curvature of the two
waves at z. To recover the plane-wave limit, we
see that when b —+wo, L*-1, w,(2)~w, -« and
R,(2) = «; thus U;~ 1. In evaluating Eq. (23) we
must calculate the integrals

Q*(w, 2) = f Q*(w, 2, V) d>v, (28)
where

Q*(w, 2,V) E;f; Im <e‘"i f Pab, 1 U dx dy)

-1
XU Ugug*dxdy> , 29)

and we have eliminated the terms that vary rapid-
ly with z. Here 7, is a population-difference pa-
rameter which will be defined later. The quan-
tities @* have no dimension and appear as the frac-
tional degree of excitation of the optical dipoles.

The absorption coefficients for the two waves
are simply given in terms of @*(w, z) by

a*(w, 2) = (0/c)ny (2 1/ ERR*(w, 2). (30)

The corresponding effective nonlinear suscepti-

bility x” = a*w/c is the ratio of the energy stored
per unit volume by 7, dipoles times their fraction-
al degree of excitation to the electromagnetic en-
ergy stored in the vacuum.

The other useful observable is the fluorescence sig-
nal from either level. For a slice dz we can obtain
the value of this signal by integrating the density
matrix equations (16) over transverse coordinates.
By setting p =0 we obtain the average value

vE [ [ dxdyn-n)

R E*
- e 22 20,20 [ [Uiuiravay
3

R | E-
+€anoz—““—ﬁQQ‘(w,z,‘7)f fU;Us*dxdy-
(3

(31)

We see that the fluorescence signal from level a
has two contributions proportional to f @*(w,
z,V)d% (where the factor y 5/7,, gives the appro-
priate reduction in y if nonradiative processes
are important). The above equation also shows
that in the perturbation approach, itis equivalentto
calculate [ [0 dxdy or Q'™ from p{T™*).

The rest of this paper is devoted to the calcula-
tion of @* for various orders in the perturbation
expansion of p,,.

IV. LINEAR APPROXIMATION

In this approximation the populations keep their
equilibrium values, which for simplicity we as-
sume to be independent of space and time,

ng=nl=n'" =09 @=a b. (32)

o

We introduce a normalized velocity distribution
Fv),

n{® —n{® =n, F[).
The density matrix equations for the optical co-

herence may then be written

9 - = )
<5? v V>pa‘é’ == iw,pgh) = Ve PG’
[

= n, F(V)ReE (T, t) (33)

+1

in the laboratory frame and
(1)

ap X ,
o == 1wepY =y pit
+ i%noF(V)ReEG'ﬁt', ) (33")

in the molecular frame. Because of the linearity
of the problem we can restrict ourselves to the
calculation of @* by keeping only the corresponding
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part of the electromagnetic field in (24). To show
the equivalence of the two forms (33) and (33'),
we now solve the problem in both frames.

A. Calculation of the transit effect in the molecular frame

In the rotating-wave approximation, Eq. (33')
can be written

apl(l) (1)

(1)
atl —_’wopb y

=%YarPay

+ —iot (2" +v,t")
2ﬁnF(vE(z +v,t")e z

xU* *(‘;/ +'\7t')e""”"_ (34)

With the boundary condition p},=0 at - =, p’,
is given by

,(l.)(r t ") £ u F(V) e~ (Yaptiwg)t’

T
f dt" By (2 vt )e O E et

XU X+t )el-ilw-wo)+y g0
(35)

With the new integration variable 7=¢'-t", pJ,
takes the form

PuV(E, t!, %)
=i %n F@@)e-tet’
X _[Q dTE} (2" +v,t" —v,T)e 19" (2 +ugt ~up 1)
XUTHF +VE - ¥1)e lilgm0)tyg )T
(36)
If the transformation laws in (12) are used, the

above expression for p;, can be transformed into
one for p,, in the laboratory frame,

PWE,t,7)=i £ 5 Mo F(M)e

00
Xf dTE;(z - v"r) P &t (z=v,T)
0

x U H(r = vr)elilw-w)-r,lr  (37)

At a given position z the integrals in (36) and
(37) can be evaluated easily if we neglect all
longitudinal transit-time effects (apart from the
usual first-order Doppler effect), that is, if we
neglect the presence of v,7 in E}, ¢*, and L.
Then

p M, ¢ v)—z n,F)EX(r, t) (/a2 W(i(b/Va)),

(38)
where
a=(L""/w})(w2+v?),
b== (L"* /i) (v, X +0,9) + 3y + 37 (0, — w + kV,),

and W(i (b/Va)) =e**/* erfe(b/Ya) is the probability
function for complex arguments.3® A similar
expression can be written for p’(l).

We see from (38) that the in-phase or out-of-
phase components of the polarization are sym-
metric or antisymmetric with respect to Wy =-w
+kv, only if a and therefore L are real, that is,
if there is no curvature of the wave front. Other-
wise the phase between the field and the accumu-
lated polarization changes as we proceed along
x or y. The resulting shift can also be interpreted
as the variation in the Doppler shift (owing to the
curvature of the wave fronts) which changes as
the molecules cross the beam.

For very large beam diameters (b, =»), a~0
and the susceptibility is a complex Lorentzian,

(1)"2 W(z_b_> 2
a Va ] vp+ilwy-w+kv,)”

As the calculation of @* from the expression (38)
leads to cumbersome integrals, we prefer to
perform the integrations in a different order. We
start with the projection of expression (37) on the
Gaussian field, again neglecting the longitudinal
transit-time effects,

Q*(w,z,7)=2"F(¥)Re f aretito-srar [ dxdyu*mu**(?_vr)( [/ dxdyu*(f)u”(?)) 69

Here we have introduced the Rabi circular fre-
quency Q*=pE; /2. Note that all effects of the
absorber motion appear in the argument of

U**(r -Vt), so that there is an intrinsic sym-
metry between the usual Doppler broadening owing

r

to motion along the z axis and the line broadening
owing to the transverse motion. The line shape
for a given velocity class now appears as a Fou-
rier transform involving the spatial autocorrela-
tion function of the field. The autocorrelation
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function is
Uz, %, )= f fdx Ut EUHE -7

— ik t, =
=eTT Ul (2, T, 7).

Here
W, 0= [ [aayuie,y,2)

+ %
xUg (% = 0,7,y — 0,7, 2)
-yl 2
=snwi e rT/2wE, (40)

where v2=v2+v% An important result is that
this function, and therefore the line shape, is
independent of z. This result is valid, of course,
only in the approximation that transit-time effects
along the z axis are negligible, which is the case
for a soft (large optical f number) focus. Such
effects result in a broadening of the order of
v, /b,, which is much smaller than the transverse
transit-time broadening as long as b,>w,, that
is, as long as w,>>A.

The correlation time 7, =w, /v, plays the role
of an effective transit time across the beam. In
a gas cell, the corresponding average broadening
is of the order of

Aw=u/w, or Av=(1/2m)u/w,,

where u is the most probable velocity. The last
integral in @*(w, 2,V) can be evaluated to obtain

Q*(w,2,V)=Q" T, FE)(zmV?
XRe{W (1} /N 2) (@ = w, = kv, +1 Yao))}.

(41)

This result is symmetric with respect to the vari-
able w —w, - kv,. This symmetry could have been
seen in (39) by changing T into T+vTand ¥ into - V.

B. Laboratory frame calculation

For the laboratory frame we have Eq. (33),
which, in the rotating-wave approximation, is
(1)

2
(; +v V) P == i wopeh) = Yar G

+ing FF)Qte i eyt x(m),
(42)
One may reduce this equation to a first-order
ordinary differential equation by observing that

ap(l)
&~ —iwpy), (43)

for monochromatic light, and
(1)

9p
3% ~ ik, (44)

for a single traveling wave, where we neglect
the effects of changes in geometry along the z
axis. If the light has a cylindrical symmetry,
we may rotate the axes so that v, —O v, =V,
v,

T

o =Yz I T, =(%,, 9, 2,), then Eq (42) becomes
_Eillz_) ) W
v, =i (w=-wy—kU)Ps’ =YarPap
l

+i9+noF@)e"(“’“d’”U”(;l), (45)

which has the solution

P.SU —i9+noF(‘V;1)e -iwtr ot

»

cenfito- -1 -7a12)
1 (™

X — j ax,U**(x;, v,, 2)
r 00

x’
X exp(— [i(w=wo=kV,) = Yap) 7)*-)

r
(46)
Introducing the new integration variable
T=(x,-x;)/v,, we have

pt(lt)(xl’ yu z, t; Vl)

=iQ ny F(v,)e i (w+ o)

™
X I dru* *(xl -Tu,,9,, z)e“(“"“’o"‘”z)')'ub]T ,
(]

(47)

which is seen to be completely equivalent to (37)
if one takes into account the rotation of the axes
and the negligibility of the axial transit-time ef-
fect. We shall use the above reduction of the
hydrodynamic derivative to a single derivative
when we treat the strong-field case.

Another way to solve the partial differential
equation (33) is to use the Fourier transform of

p$) with respect to x and v,

(1)(r ¢ V) —et(kz-ut) fjdk dk pgl)(k,,ky,z,;)

xet (exthyy) (48)
The Fourier expansion of the laser field is,
from Appendix B,

E(t,t) =E;e“”+e‘(“’““’%zt

+ o + o
><f j dk, dk,
xexp[ — (kZ+k3)w%/4L"]

X ATty (49)
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If we again neglect the slow changes of E;, ot
and L* with z, we get the algebraic relation

i (kg v, +Ry v, ) p (R by, 2,7)

~Ya 105 (b, By, 2, V)
x exp[ - (k2+R2)w%/4L"].
+iQ*n F(v)e™ $* w2 /4r)

Substituting (50) into (48), we obtain

=[i(w—w,-ky,)
(50)

P, t, V)
=iQ*n, F(V)e ™  * eitke=wt) 2 /47

J"’“’j exp[ — (B + K2 w2 /4L**]
t(wy—w+kv,+k, U+, 0,) +7g

Xt kXt hyY) gp d, . (51)

)

R = ) R F( (L*L* %2
Q" (w, z,v,)=Re F(Vl)W

wy

+ +
xj dx1<m e"‘+("§/“’%)f dky,

or
Q*(w,2,v,)=Q"F(¥,)@w, /V2T)

exp(—zw} k)
"1 i(wo—w+kv,+kxlv,)+ya,, :

(54)

+ o
><Ref dk

The line shape now appears as a convolution
of a wave-vector distribution with a Doppler-
shifted Lorentzian. We obtain finally

Q*(w,2,v,,v,) =0 1} F@)(zm)"?

XRe{W((7} /V2)(w - w,~kv,+iva))},
(55)

which is identical with (41).

It is interesting to note the parallel between
the present case and the usual line-broadening
case, where the profile is also expressed by the
Voigt function ReW(z). Here we have a single
velocity with a Gaussian distribution of 2 vectors
rather than a single k vector with a Gaussian
distribution of velocities.

With the Fourier expansion approach we see
that the transit-time broadening appears as a
residual first-order Doppler broadening associ-
ated with the distribution of wave vectors. After
averaging over transverse velocities we there-
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This expression can be simplified by rotating the
axes as before so that v, =0. Then

anz)(xu y].’ 2, t,Vl)

. > -1 + -
=iQ ', F(v,)e ™} ® gilke-ut)

L e- LY *(y2/w3)

«/—

+00
XI
)

(w2 /4L* ")k, + zk,Lx‘Ll
)+‘Yab xl

exp[ -
i(wo—w+ky,+R, v

(52)

After evaluating the last integral we obtain a re-
sult equivalent to (38); differences in form are
due only to rotation of the axes. Projection of

p&) onto the field U? [as in (39)] gives

+ + + %y, 2
-(L"+L
[ em(z0

exp{ — [(W2 /4L* *)k}, +iksyx, ]}
i (wy = w + kU +k,lv,)+y¢,,

(53)

fore expect a broadening of the order
Aw=udk=u/w,.

This equivalence between transit-time and re-
sidual Doppler broadening descriptions appears
also in beam-foil spectroscopy. In that case the
transit time is across the entrance slit and the
Doppler effect is related to the direction of emis-
sion.

C. Velocity integration

For a gas sample in thermodynamic equilibrium
the Maxwell-Boltzmann velocity distribution is ap-
propriate, and is conveniently written as

F(¥)=E () (v,),
with

E(v,) = (ANT u)e~M?,
where

u=QkgT/M)"?

E(v,) = (2v,/u?)e™"?,

is the most probable velocity. Although one could
perform the integration directly on Q*(w,z,;) as
given by (41), we prefer to go back one step and
use (39).

We first perform the integration over transverse
velocities
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QW (w, 2) =ﬂ*f

-ﬂ*f dv, Fv,)Ref il

2/214)2)

A choice must now be made as to whether to inte-
grate first over v, or over 7. Both choices will

be investigated, for if we start with the integration

on 7 we obtain as an interesting intermediate re-
sult the line shape for a particular v, class of
molecules,

~dT expliW —w, — kv,) — %) T
o 1+ (w?r%/2w?)

Q" Re

= @, N2 u) Im[E,(~£)e™ - E,()e?) =G*(), (56)
where
= (V2 w,/u)(w - w, - kv, +iyy)- (57)

Here E|(¢)= f (e”“u) du is the exponential integral
function. 35

This line shape could be observed in an atomic
beam experiment under ideal collimation condi-
tions. In saturation spectroscopy the v, velocity
is not defined more precisely than the value cor-
responding to the homogeneous line width. Still,
this line profile for a single v, group was found
to be useful as an empirical line shape for fitting
experimental saturation absorption peaks. Later
we show that this line shape is indeed an approxi-
mation to the complete profile. For y,=0, we
have simply

G*(g) = (mw, N2 u)Q*exp[—[(w — w, — kv, )(V2w, /u)]|],
(58)

for which the 1/e half-width is Av = (1/2mV2)(u/w,),
whereas for large y,, G(¢) approaches a Lo-
rentzian line shape of half-width v,.

If, on the other hand, integration over v, is per-
formed first, we have

QW (w, z)

1 Re dt explilw —wy) = %) T
VT u 0 1+ (u?7%/2u5)

="

e -v2/u? cirv T
X dvge™ V" e R
-co

=Q+Re-/“’cd‘rexp{—kzuz*rz/4+[z W= wy) —¥elT }
o 1+ (u?72/2w?)

(59)

In the limit as w,—~~ we recognize that the last
factor is the Voigt function,

quil‘(q,)Refmd‘re“(w-wo-”‘) 'Yab]"fdv, E (v, (v,,7) (f_[dx dy U+U+*>-1
o o

e[i(w—wo—hv,) ~Yab1T

QW (w,z) = \/_-——ReW( T Z‘;) (60)

If 3, =0, we can also evaluate the integral in (59)
to obtain

6(1)+(w,z)=n*%\_/_—2u_wi ekzw.%/z

l:'(‘fz w (=) g pfc (kw )
W

V2 " ku )]

As b, - =, the transit effects should disappear.
We have

kW w-w) V2 (kw" - z]
erie <‘/_2—¥ ku )n.ﬁkufeXp [_ 2 ku 0)
and
QW (w,2) - @ W7 /ku)e™W-wo/ml,

that is, we obtain a Doppler profile. In the other
limit, as k-0, we get G*(¢).

It is interesting to note that an identical calcula-
tion arises in the line shape theory of Doppler-free
two-photon spectroscopy,® and leads to an equa-
tion similar to (59). The appropriate value for &
will then be the difference between the moduli of
the wave vectors of the two oppositely running
waves. If these are equal, the resulting line shape
is similar to that given by (56).

+e(2e, M=) g rfe <kw @-

V. SECOND-ORDER APPROXIMATION

At this stage we are interested in calculating the
shape of the hole burned in the ground-state popu-
lation n{? (¥, ¢,¥) and of the population peak created
in the excited state,n{® (%, ¢,V), under the influence
of the two counterpropagating fields. In a first
treatment we shall neglect the spatial population
modulations at + 2kz or temporal pulsations at
+ 2kv,t' and keep only the n{?; terms in the expan-
sion (18). It is indeed possible to show that the

n{?, , terms do not contribute to the final result in
a third-order theory in the limit of infinite Doppler
width.

In the laboratory frame, we have from Egs. (10)

T VNP =~ yun® +(u/B) ImEPY) (61a)
and

Vg =~y n - (/%) Im(EQY), (61b)
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where a steady state has been assumed for the
populations.

In the molecular frame we use Egs. (11a) and
(11b) to obtain

3”;‘2) (2) K L O
W‘o-=—‘)/¢n:‘°+g' Im{E (¥ +V¢, thelp (', ¢, V)]
(62a)
and
ane 4 - T4l 42 1), *
a—;"-o— = —nnﬁfﬁ)—g—lmw(r' +Vi ;t )p;$ (Y") t” V)]'

(62b)

J
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As these two sets of equations are equivalent, we
shall solve only the molecular-frame system.

As both counterpropagating fields give similar
terms, we may again drop one of them for the
sake of simplicity. From (24) and (62) we have

an® W) _; M b, 80t 11 LTy
———*Q-at, = - pwniB-i ﬁEo[e et UT +t')
szgl)(f’> tliv) - C.C.] ’

(63)
where pXP(¥,#',7V) is given by (36). Performing
the integration and change of variable, we obtain

niAE, 1, %) = —i%}%e”’f At U +3 =1 )pAD (F, ¢/ - 7/, %)e %™ e! ™) L c.c.
0

E,

=nF V) <u79->~f dr' e " U(F + vt~ V‘r')f AT UXE' +Vt =7 -¥7')
0 0

xexp{—[i (wg — w) + %] 7} +C.C. . (64)

The equivalent expression in the laboratory frame is obtained in a straightforward manner by replacing

T’ +Vt’ with T,

WE,

2 00 o0
nd(F, ¢,7) = 2n,F (%) (2—71_) Re f dr'e~%"UT -V1') f At UX(E =97 = 97) exp{ —[i (wo = ) +%s) T} (65)
0 1]

The physical interpretation of this formula is as follows: The population peak at a given point x, ¥ in
space is the sum of all of the contributions which arrive at that point and have been created at some past
time 7’ along the path followed by the particular class of molecules with specified velocity components
v,,v,. Each of these contributions is proportional to the intensity of the field at the corresponding point
in space, T -V7’, and is weighted by the factor e~ Ya", which accounts for the relaxation of the population
peak. Substituting for the functions U and U* and performing the integration over 7 gives

2n

w2

nB) (T, t,7V)=2n,F (V) <“E0>2 fﬂ 41’ L¥Le-E+L™ =T )+ (y = v,7')?
ay ’ o

o0 2 2 2 ’
e Vxt v *0ex = 0T ) T oy(y — 0yT
Xe %" Re[f dTexp(—L*——" 3 ”‘rz)e”‘ « T *vs(y = vy )1-
0 w

w2

x expf{-[i(w, - wtkv,)+ Ya,,]'r}j]

2 o - 1\2 _ 7\2 1/2
=noF(v)<“E°>fodr'LL*e'“*L*’(x ”’T)ujz(y vyT) e-ra”Re[(l(D W(i%)], (66)

2n
where now

a=(L*w*)@i+v?),

b' =5yt si(wy= wtk,) = (L*/w?) v, (x - v,7") +v,(y - v,7)].

The peak (or the hole) at a given point in space
is not symmetric with respect to w,— wt kv, if
there is a curvature of the wave front (L complex
in b’). As noted before, this asymmetry arises
from the Doppler shift associated with the inward/
outward propagation of the light. Although it re-
verses as one goes transversely across the beam

r

from - to +~, the situation is not all symmetric
with respect to the beam center, because at a giv-
en point it depends on the accumulated history of
the molecules that arrive there.

Although the local response function is not spat-
ially symmetric, it is easy to check that the inte-

gral over space of nZ)(F,¢,V) is a symmetric func-
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tion of detuning. We can either calculate the inte- This is consistent with the symmetry displayed by
gral of the expression (66) or directly integrate Q* in Eq. (41), since the bracketed term is pro-
the equation (61a) over space to obtain portional to @ V%,
f f ‘2’*dx ay VI. THIRD-ORDER APPROXIMATION
1 uEt rok . Using once more the equations for the nondiagonal
R Im': _[ f dx dy Us pab.tl] , element we are able to calculate p3),, and the
¢ shape of the saturated absorption signal. In the
which is symmetric with respect to wy— wxkv,. molecular frame we can write from Eq. (11c)
J
1(3) . .
3§t' =—zw0p;1(,3 'Yabp,(3)+l 2}{ [Eoe"°+U+*(-f'+Vt')e'k(z'w t')+E-e-io U'*( +?t’)e'"“z'*”z“]e”“‘(n{,““- n,’,(?‘)).
(87)
Using Eq. (15) we get
Mil_ 7(3) I( r(z) ip* >
at! =—i(w, ~ wxkv )pab 21~ VY apPap, 21 +i(n/20)(n 2 - NEge o U (T + V')
(/203 - nESe™ O UG*. (68)

We now drop the terms involving n"i’z, because after integration over v, they lead to negligible contribu-

tions when the Doppler width is very large compared to the saturated absorption peak width. For plane
waves this is known as the rate-equation approximation. We therefore have

pad) =i(1u/2M)Ede~ % exp[-i(w, — w+ kv )’ — y,,t']

X [t @, 0 - n 1)U E ) expllia, - o o) v, 7, (69)

and by changing to 7/’ =¢' -~ ¢’’, we find
p,’1§3;(", 3= z‘Q*e'“’*j-°° d‘r"[n,‘,f&(?’ +V@ -7, -1 - nffg(? +V@ =T, ¢ = 7'")]
0
XUEKE +3(t - 7)) exp{- [i(w, - 0 kv,) + 75, J7"}. (70)
In the laboratory frame these results have the form

P& t V) =iQtemi0% [ AT [nl)(F - TT'") = nYF - VT ) UF - 1) exp{- [i(wy - w kv ) +v, 11"}, (1)

0o
and when the population changes are replaced by expression (65), we find

o (Tt V)=—i29*e"°*noF &)

ab +l
xf ar"" U (F - V1) exp{-[i(w, - wx kv ,) +y4, 7'}
0

x (@) Re [~ ar (@ + e W - 917 5)

(o}

xf AT U (F -7 -7 = V7' exp{-[i(w, — 0+ Fv,) +¥4p [T}
(o]

+(2°7 Re f AT (e + e7a" WUs(E - FT — F77)

()

xf dr Ug*(¥ - V7 - V1’ - ¥7'") exp{- [i(w, - w - k”z)+7ab]"’}>- (12)
0
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We now want to calculate the quantity
gur= nlfdsvlm <e‘°*f pf’,‘,"ﬂU;dxdy>/ UtUi*dxdy. (73)
0

In fact, to get the saturated absorption signal we need calculate only the change induced in each of these
quantities by the presence of the other field,

ADB = _QQF)? fdsv F(@)
xRe[f .[ dx dy Ué(F)f T U(F - T7'") exp{-[i(w = w2 kv )+ 77"}
(4]
x <f At UF - V1! = ¥7'") (e +e™4")
0

xf dr Up*(F - 7 - V77 = 97*) exp{- [i(w, — wF kv,) + 74, I}
0

.
s [ ar UgE =T = G e 4 )
o

©

x [ arUiE-vr-vr 91
0
a7
xexp{[i(w, - wFkv,) - Yab]"'})_,/f f dxdy UiUsx,  (14)
In contrast to the linear case, it is more convenient to start with the integration on v,,
1 * Ei : rn - 1 2, 2(pt? 2 75)
m—f dv,exp(- — exp[F ik(T" F7)v,| =exp{i[- k2T FT)?]}. (
As was pointed out by Lamb,? in the infinite-Doppler-width limit the quantity

(ku/2Vmexp{[- k(T - 7)?]}

acts like a & function of 7/’ — 7, whereas exp{i[-k%?(7"'+7)?]} gives a negligible contribution (as would have
been the case for the spatial modulations of the populations nff,’*z if we had kept them). The integration on

7'’ therefore gives

AQ““:-%Q*(&Z*F[}dU,‘dvy F@,)FEw,)
xRe(ffdx_dy U;(F)f AT UE*E -V, 7)exp{—2[i(wy = w) +7,] 7}
o
xf dT’U;(f—x’rLT’-xTLT)(e'VbT'+e'7aT')
0

v E-v,r-20,0) /) [ [arayuiug*. 76)

At this stage we write expressions such as Uy(f -V, 7) to stand for Uy(x -v,7,¥ —v,7,2), since we have
already performed the integration on v,; we have neglected the longitudinal transit-time effects that arise
from terms such as Ey(z —v,7), ¢(z -v,7), or L(z -v,T).

For a Gaussian beam the integration could be performed separately on x and y, but it is simpler to
recognize that the functions U, are cylindrically symmetrical and rotate coordinates so that Uy =0, Uy =0,
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2V 2
AQ®t = —— Q*@FP—— L*L**L7L™
Q ku ¢ Tw?

+900
xf ay, exp[-—(;%(L* +L**)+;1;(L*+L**)>y§]
-0 ¥

© 4+ © © 2 - - -
<J, e mame [ an far [ aremp(-2t gk -2t Lomet? e lbze el
0 - 0 0 W’y wy W

7
~L¥* (11-01;; 22)47)2)(3‘7)1'+e'7.r’)
¥

x exp{=2[i (w, — w) +7,,) 1}} . (1)

After performing the integration on x, and y, we obtain

AQW* =-—2-’;—/u£ ﬂ*(ﬂ’)’g*fo dv, F;(v,)Refo d'rfo dr' exp{-v2(AT"2 +2B,77'+C,12)}

X (e +e7m™ ) exp{-2[i (w, = w)+ValT}, (718)
with
A=, +13). +1¥)/a=2/w?(z) +wi(2)],
B, =(Q.1, +1*1¥ +21,1%)/a,
C. =[(IF+1.)(U +1*) +41,1%) /a,

where
a=l_+1*+1, +1¥=2(1/w3(z)+1/w?(z2)),
l,=L*/w.

In addition we have introduced a geometrical factor
g:= [ [avay v; @ g @v; @U@/ [ [ axay vi @U@= @/aw)@ L L),

For the matched Gaussian beams

R S S
859 1+422/0% '

for plane waves g=1. We next do the integration on 7’ to obtain

~ 2V = F 1 1/2 °
AQ(”*:-W’TQ*(KZ*Y&}; dv,—zgjﬁi<%> Refo dt exp{~C ,v2 72 = 2[i (W, — W) +74) T}

X [W(—ir (7}3: +B*U,T)) +W(72— ({:'— +B,v,‘r>):] .

(719)
This we can rewrite as

o

AD®: = T qiF ggf Ew,) f’ P _ B, ot 2
Q@ @ ) dv, ) Re i dr exp| =DviT? = ( 27a = 7, )T = 21w, w)ﬂr+——-¢-—4AU3

X erfc 7:17 (B*v,'r + %}'—) (80)
r

+(same expression with y, replaced by 7,),
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is a real coefficient.
It is sometimes useful to know the contribution
of different velocity groups; for this purpose one
can perform a numerical integration over 7. In
this case final results require further numerical
integration over v,. Later in this paper we re-
verse the order of integration and derive an analy-
tic form for the velocity integral.
In the special cases, in which one or both beams
are plane waves, analytic results can be given.
If one beam has a very large confocal parameter
(b, ~ ), then w,~+> and /, -0, and we find
AQ(S)* - _z_ku‘/—i, Q*(Q *)2g* (_1_ + L.>_2_

Vs u?
Xf dv,v,exp(——{—)
o u
XRef exp(-v2712/2w?)
[}

xexp{-2[i (wy — w) +¥g) THAT .

Except for the factor of 2 in the exponent of the
last integral, this is the same line shape as pre-
viously obtained in the case of the linear response
of a given v, velocity class, Eq. (56). This form
can be anticipated by inspection of Eq. (76), where
either U, (f) or U; (F)~1.

If both beams are plane waves, beam-geometry

—

1
H (0= 000 = @D ()5 B erbied

effects disappear and we recover Lamb’s result,

v 1 1
@t YT agrFfR(— + —
AQ ™ Q*(Q )2<7., + 7’»>

1
Re|l/—mm—}.
xhe <z(w°— w)+yab>

Before discussing the two integrations in Eq.
(80) for the general case, we comment on the
symmetry of the line shape. From (80) it can be
seen that the line will be symmetric with respect
to w, only if B, is real. This is the case only if

L*L™*=L**L".
For matched beams, since L*=L¥*, this condi-
tion is fulfilled only for the waist where L is real.
Otherwise (L*¥# (L**)?, and we expect an asym-
metric peak if there is curvature of the wave
fronts. This asymmetry is reversed if B, -~ B},
that is, if the sign of the curvature of both beams
is reversed or if the identification of the two beams
is interchanged, i.e., U'=U~, U"-U"*. We there-
fore expect a symmetric line shape only if the ex-
periment has a plane of symmetry.

We could have come to the same conclusion by a
close examination of expression (74), for by
changing T, into ¥, +V, 7 +V, 7'+V 7", w,— w into
w - w,, and V, into -V, in the complex conjugate
of the first term, we see that it is invariant only
if Us and U§ can be interchanged.

To evaluate (80) we first need to calculate the
line shape for a given class of transverse veloci-
ties, as given by

w 1 y
% fo dr exp(-Dv? % - Zy,,b'r){Re [e(ak /AT epfe I (Bt VT + Ef—)] cos2(w, — w)T

r

1
+Im[e‘3t/'“7b7 erfc T (Bt U,T+ —Y”—>] sin2(w, - w)‘r}

2v,

+(same integral with y, replaced by 7,). (81)

This line shape is applicable without any further
integration for saturated absorption experiments
in a highly accelerated beam of atoms with a very
narrow distribution in transverse velocities (but
a flat one for axial velocities). In a beam of high-
velocity neon atoms used for precise measure-
ments of the transverse Doppler effect,® the dis-
tribution F,(v,) wasvery nearly a 6 function. For
a gas in thermodynamic equilibrium

Kw,)=@2/¥)v, exp(-vi/u?).

The integral over 7 is evaluated numerically using
an adaptive form of Simpson’s rule., Then, for
each choice of the laser beam and atomic param-
eters and for each value of the detuning we get a
curve for H as a function of a =v,/u. Such a set

of curves is shown in Fig. 1, Each of these curves
gives the contribution of the various classes of
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\
/ \  MAXWELL - BOLTZMANN
v DISTRIBUTION

SIGNAL CONTRIBUTION
(w-wo, @) YUNIT TRANSVERSE VELOCITY

n:yTi 0.l

DETUNING,
£* (W‘Uo )T"

1 2 Ve
TRANSVERSE VELOCITY, a=7

FIG. 1. Velocity selection effect in saturated absorp-
tion. The ordinate H(w —w,, @) gives the contribution to
the line shape of each transverse velocity class. These
curves are calculated for the case of two matched beams
at their waist and for an average transit time of Tto' of
the lifetime.

transverse velocities to a particular point of the
line shape.
b~

H~2/D )"’qu(v,)<—;— . —yl—)
b a

XRe fﬂuexp{-Z[mH’(wo -w)]7}dr

@D >2uf;<v,)(ylb . —1-) Re<

wem)
Ya Yap+ (W= w)/°

This expression has the shape of the usual velocity
distribution uF,(v,) =2a e~ ** with a maximum at
a=3V2 .

In Fig. 1 we see that for a finite beam diameter
this maximum is shifted towards smaller values
of a. The physical interpretation of this shift is
that because of the nonlinearity of saturated ab-
sorption, slow molecules spending more time in
the beam make a relatively larger contribution.
The relevant parameters are the ratios of the
lifetimes 1/y,, 1/y,, and 1/y,, to the average
transit time w/u. As these ratios increase, so
do the relative contributions of the slow molecules,
and the H(a) curves crowd toward the origin. This
fact is of great importance in the evaluation of
the second-order Doppler shift for optical fre-
quency standards based on saturated absorption.

LINE SHAPE FOR ETA=1.0, Z=0

0.45 T T T T T T T T T
(a)
- —
w
~ 0.30 | —
]
S
w L ]
(@]
w
=}
- 0.15 —
2 >
>
1 | " | 1 | 1 | 1
(o} | 2 3 4 5

DETUNING PARAMETER

LINE SHAPE FOR ETA=0.1,Z=0

3 T T T T T
(b)
W -
) i
By
W
s + 4
w
=
4
< |- -
>
] | 1 | 1
o 1 2 3

DETUNING PARAMETER

FIG. 2. Calculated line shapes J,(¢§). (a) n=yT, =1.0,
(b) n=0.1, The curves without the ® symbol represent
Lorentz functions with the same half-widths. The fre-
quency detuning is in units of T;'=uvD . The function is
symmetric in frequency.

For a given value of the detuning, the line shape
is proportional to the area under the correspond-
ing curve H(a), i.e.,

AQ®* (- “’ovZ):th H*(w - w,, a)da

4]
=K*WJ} +J3),

where we have split the integral of H* over « into
its contributions from the upper state (J}) and
from the lower state (J;) and where
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K*=-(r/ku)R @ FT2 g, .

The parameter T, =1/uvD plays the role of an
effective transit time. This integral was evaluated
for a given w — w, by fitting H(a) with a cubic
spline and integrating the resulting expression
analytically.

In this way we obtain a final line shape similar
to those shown in Fig. 2. These line shapes are
close to Lorentzian for large values of the pa-
rameter n=y7T, but as this parameter decreases
below unity the line shape tends toward sharper
peaking at the line center because of the increas-
ing relative contribution of slow molecules that
we have just mentioned. In the limit of zero re-
laxation (v, =7, =yab-0) the line shape expression
diverges at line center. The higher-order terms
omitted in our third-order theory would describe
the saturation which physically limits the ampli-
tude of the absorbers’ response. Naturally,
smaller laser fields are implied by small relaxa-
tion rates, to validate our low intensity assump-
tion.

We have plotted in Fig. 3 the resonance line-
width (half-width at half-maximum) in units of the
average transit time 7;,. For this figure we have
chosen the particular case of matched beams taken
at their waist, and hence w,=w,, L*=1, and
T, =w,/u. Furthermore, we have assumed a com-
mon value 7n for the three parameters n,=v,T;,

M, =Ys Ly, and 7,,=v4,T;;. A curve equivalent to
Fig. 3 could be plotted using y, rather than T, as
the fixed scaling unit for the width,

We observe that this curve has three interesting
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FIG. 3. Linewidth vs relaxation parameter. The line-
width (half-width at half-maximum) and relaxation rate
are in units of T;!. The calculation is for matched TEMy,
beams at their waist.

LINE SHAPE FOR ETA=0.1, Z=B/2
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VALUE OF Jgq (£)
n

(¢}
DETUNING (FREQUENCY TIMES TRANSIT TIME)

FIG. 4. Line shape for curved wave fronts. Calculated
profile is for two matched beams at z =3b. The probe
beam is diverging.

domains. At the highest pressures, the half-width
tends to y according to the law

A(=T, Aw=7+(2.5/7),

where we have introduced the notation £=(w

— wy)T,,. This law and a corresponding one for
small n will be derived in Sec. VII. Similar laws
were recently reported by Baklanov and Chebotaev
and colleagues.® For small values of 1 the line
is anomalousiy narrow as described above, with
the dependence in this case of A£=1.51vn. The
strong-field theory shows the compensation of the
narrowing by increased saturation.

The intermediate-broadening region is well de-
scribed by the inflection tangent equation, A&
=0.66 +0.94n. We can compare the intercept of
this tangent with the experimental value of the
contribution of the transit-time broadening extrap-
olated to zero pressure and zero intensity in the
case of the 3-pum methane line. The published
experimental intercept value®**3” A£/27 is 3,
whereas the theory gives a number close to 1/9.5.
We regard this agreement as reasonably good
since any content of higher order modes in the
laser beam will increase the intercept value.

To illustrate the asymmetry in the case of a
spherical wave front, Fig. 4 shows a line shape
for L*=L**=1/(1 - i) (at z =3b) and n=yw,/u=0.1.
We see that the primary manifestation of asym-
metry is a shift in the line that can be significant
in comparison with the linewidth. This predicted
asymmetry® was verified experimentally® with
the usual methane line. A detailed comparison
between the theory and the observations will be
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given elsewhere. This shift originates in the
cumulative effect of the transport of the popula-
tions across the light beam described above. In
the language of hole burning we can say that the
population hole created at a given point is carried
across the laser beam by the molecular motion
and is thus probed at an altered space-time point.
If we assume, for example, that the saturating
beam is diverging, we find that the sum of the
Doppler shifts of the saturation beam and probe
beam at a later time is always toward the blue.
The system of equations comprised of w+06 =w,
+kv, for the saturation beam and w+6'=w, - kv,
for the probe beam has the solution w=w, - 36
+06’), where 6 +6’ is always positive. Consequent-
ly the line center is red shifted.

In a more correct description the third-order
process is regarded as the successive interaction
of the molecule with four waves (see Appendix A).
Assuming the condition for matched beams
L*=L%* we have

Im(L*/w2) = +k/2R .

From Eq. (77) we can calculate the total phase
shift,

bt =—(k/2R) 222 ¥ (x, ~v, TP F(x, v, 7" =v,T)?
x (%, =0,7" = 20, 7] - 2(w, - )7
=F(kv2/RYT(T +7") = 2(wy — w)T, (82)

where 7(7 +7') is always positive.

For a diverging saturating beam (U, with R >0)
and a converging probe beam (U;) the phase shift
is

@ =-2(w, - w)T + (RVZ/R)T(T + 7).

In this case w, is reduced and the line center is
red shifted. For a converging saturating beam
(U37) the shift is, of course, reversed.

It is useful to know the pressure dependence of
the asymmetry induced by the wave-front curva-
ture. As an illustration, Fig. 5 shows the fre-
quency shift of the maximum of the nonlinear reso-
nance peak for the case z =3b. For high relaxa-
tion rates the atomic coherence decays before
much curvature-induced phase shift is evident to

— VT
AQ M= — —— QM) g,

SHIFT FOR Z=Br2
0.3 0 g o e ey

0.25

0.05

ot ]
o] 2 4 6 8 10

RELAXATION PARAMETER ETA

SHIFT (FREQUENCY TIMES TRANSIT TIME)
o
o

FIG. 5. Shift of the line-shape maximum as a function
of the relaxation parameter. The shift and the reciprocal
lifetime are in units of inverse average transit time
(u/wy). The curve is for matched beams at the position
z =30

the absorber. For very weak relaxation the slow-
atom contribution at zero detuning diverges so the
frequency shift of the maximum again approaches
Zero.

VII. LINE SHAPE AFTER TRANSVERSE
VELOCITY INTEGRATION

If information about transverse velocity contri-
butions is not needed, it is attractive to reverse
the order of integration in Eq. (78). The result
can then be stated in the form of a single integra-
tion over the variable 7. Anticipating interest in
the second-order Doppler shift, we replace w,
in Eq. (78) by its shifted value wy[1 — (v2/2¢?)].

In the previous approach we also had the possi-
bility of allowing any dependence of the ¥’s upon
v,. Here the first nonzero correction, a depen-
dence of the ¥’s on v%, could be treated in a man-
ner parallel to the present treatment of the second-
order Doppler effect. After the v, integration we
have

e”a" exp{-2[i(w, — w) +v,,)7}

L] ©
X Re ar dar’ -
fo o 1+ Au1"2+ 2B®77" + C 1% —iwy(u?/c®)T

+ (same quantity with y, replaced by v,).

(83)
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If we introduce the variables

BT . 2 1/2

2,0 =ve—+ (1+Du272_iw°:—zr>
=X+1iY,

Z,(1)=X -iY,

then integration over 7/ yields

- vy D
@x_ _ L0 OF)2y ———y —
aQ *__ku @) D7 A

x Im Jm dr ezzEn(Zz);ezlEx(Zx)
0

x exp{-2[i(w, — ) +¥e]T}
+(corresponding term with y, replaced by %).
(84)
For later use we will write AQ®* in the form
A=K T3+ T3), (85)

where K* was defined previously.

In Eq. (84) we recognize the imaginary part of
the Fourier transform of a causal signal. Both the
real and imaginary parts of such a Fourier trans-
form are known to be Hilbert transforms. Thus
the saturated absorption/saturated dispersion sig-
nals satisfy the Kramers -Kronig relations for the
third-order theory in the limit of infinite Doppler
width. In the plane-wave limit, Eq. (84) gives

O B)* 2Vm +(OF)2 1 1
AQ ———E;—Q (Q)<7+;:>g*

a

= exp{-2[i(w, — w)+ g7}
XRE]:) ar n —i(w[;uz’l’/cz) .

ey (1 1
" ku Awp Ya * 7,,)

xg, Im [exp[(w — Wyt 1Vgp)/ Awg]

1
XE! <m(w - Wyt Z.')’ab)>} N

with Awg = wgu?/2c®. This result was obtained pre-
viously by direct convolution of a shifted Lorent-
zian with the transverse velocity distribution.3®

To compute the integrals J, several methods
have been used. The first is a direct numerical
integration. This can be done either for J, as ex-
pressed in (84), or for the equivalent integrals ob-
tained by performing first the integration on 7 in
(83),

oo e-‘ya‘r’ ’ !
Ti=tm [ ar So o [e%E,(2)) - 4B, (2)),
o £
(86)

with
2= 2/uVC )V gp +ilwy— @) (X’ +iY"),
Z5=(2/uVC v+ i(wy — w)(X! —iY?),
X' =u(B,/VC,)’ —i(Awg/u/C,),
Y’ ={1+Au’t*{ (Bu/VC,)7" —i(Awg/uVC,))? /2.

The second method for calculating J, makes use
of an analytical approximation for E,(z). This is
possible either when the finite lifetime is dominant
or when the finite transit time is dominant.

In the first case y,/uvA>1. Then the modulus of
Z, and Z, will always be greater than 1 and we can
make use of the asymptotic expansion for E %33

(1 1! 21 3!
EI(Z)=6"<?—?+?—?-+"'>,
or better,
E (2)
_e” <1+ 1 1-2z 622-8z+1 )
z+1 Ge1Z T e+ T (zalp T

Still better is the Laguerre quadrature®® % for
E | (z), which gives

n
A
4 _
¢'E\(2)= ; Prvat

where the x; are the zeros of the Laguerre poly -
nomials and the X; are the corresponding weight
factors. This formula includes the first terms of
the previous asymptotic expansions as the special
cases

n=1, A, =1, x;,=0or 1.
Performing the integration on 7 we find

2 D
Jt=—"Re—
Ym Ct

)y ’ "
X D ol [PiE (6],) — "B, (62,)],

” /7

i aj — Paj
(87)
where
Bas 1 B, . Awg
=EoT0 X toms
2 Ya Cc,’ u’C,
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and
7 ’
as( - 2i(wy — W)+ V3] Bay
” »
aj aj

Again, as an illustration we consider the case of
matched beams, L*=L**=L and C,=2B,=2LD,
A=DReL. Leaving out, for simplicity, the sec-
ond-order Doppler shift we have the formula

1
To= Z i ®e L)‘” m([(zL/ReL)n§,+x§]1’2>

X [, (0,;) - €*%E, (67,)], (88)
with
0Ll _ . (ReL)/2 (2L , 2>1/2
B A AV Ty AL
or,
x<ﬂgz i §>,
My Ny
where

_Ya n = Yap w - wo

High accuracy is obtained with »=3. Although the
relative error is of the order of 1% for v, /uvA=1
it decreases very quickly as y, increases. For the
n=3 case

A,=0.711093, x,=0.415775
2,=0.278518, «x,=2.29428

2;=0.010389, =x,=6.29.
If y,/uvA>>1, it is possible to use the Laguerre

quadrature formula again, this time for e?«iE (6,;)
in (87):

AND HUMMER 14
2 D 1
J’;=——Re——'z—n—"—r—-
Yo C, 5= Baj —Baj
= 1
X A - .
; l<9a1+xt 921*"1)
(89)

We observe that in this approximation, the line
shape is the sum of complex Lorentzians. We can
use this formula, with Ej A, =ij,x, = %E! Axi=1,
to obtain the first-order corrections to the plane-
wave theory owing to the geometrical effects and
to the second-order Doppler effect. After expan-
sion one finds

1
RYCRE Y(BE. S P S

3 a yab+z(wo _w)

1 1
—— Re(B,u? -
Ya ( = | Yap+ iwy - w)l’)

2

1 1
- Re|C 2T—T" ]
Yo e[ o ‘yub+z(w0"w)
1 1
= iA
+7a Rel:z wﬂI——M(wo_w) }, (90)

where the second and third terms represent a
broadening and a blue or red shift according to
whether ImB, and ImC, are positive or negative.
The second-order Doppler red shift is represented
by the last term. An interesting feature of this
formula is that A, B,, and C, are simple functions
of z, so that the integration over a finite length

of absorbing material can be easily performed. To
avoid cumbersome expressions we shall perform
this integration only for matched beams, in which
case

2y b 2z 2z.\ 1 1
JE dz == (arctan—g —arctan —l> —Re ( -
’[1 g ® 4 b b nzx nab + ”::

(Z _Zl)(b -

b 2z 2z,
-3 [arctan—b— —arctan—1 b +2b

(b2 +422)(b% + 4232)

b3 zZ-22 1I [1 1
2 (b2 + 422)(b2+422) No

From these formulas we can estimate the half-
width and the shift of the maximum of the reso-
nance. In the simple case where n,=17,=71 we

find that for a slice dz the half-width is

J— = +
Na (nab + ls)z

111 C -op =2 1x2iz/b
w?(z) ~ w? 1+422/b2° % T wi 1+422/p% ¢
We find
i AwpT, . )
(nab+2£)
1ZL)]__I_ [1 2 +_1__ 1 1. ]
Re T2 o + 98 T (Mg + 6% (gp +1E)°
o)
(Nap +2E)°1° (91)
At=n+2.5(ReL*)/n (92)

and the shift is
5* = 2.5(ImL*)/7. (93)
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For a finite length of absorbing material (z, -z,)
the half-width is

Af=n+2.5K,/n (94)
and the shift is

6=+ 2.5K¢/7, (95)
where

Ko= 1+ bz, —z,)(b% -4z,2,)
BT 27 (b%+422)(b%+ 422)

-1
X <arctan—gzb—?‘ - arctan2—5’~> s (96)
2 2
—op2—_R2=%1
Ks= 20" b1 422)
-1
X <arctan£ba —arctan —%l) . (97)

In the formulas for a slice dz we observe that the
broadening has an absorptionlike behavior and
the shift a dispersionlike behavior versus z, both
disappearing in the limit as z - <, in which case
the waves are locally plane. From the formulas
for a finite cell we observe that the net shift dis-
appears for an arrangement symmetric with re-
spect to the waist z,= —~z,. The shift owing to the
second-order Doppler effect is also easily ob-
tained in the plane-wave limit,

8= — Awp =~ wy(¥?/2c?). (98)

In addition to the Laguerre quadrature formula
other rational approximations can be used for
€°E (z). Another example is the Padé approxima-
tion,* which also leads to integrals that can be
analytically evaluated.

The other limit is when v, /uVA < 1, that is,
when the collision and radiative relaxation pro-
cesses are only a perturbation to the free-flight
line shape. For this limit we may use the series
representation of E,(z),

E (z)=-T —1nz - i (__—_nln)le"_ ) (99)

where T is Euler’s constant. Each term of the
series can be integrated separately, and the re-
sulting line shape is given in Appendix C for the

J

VT

Aé‘(:zn:_ o Q*(Q‘)Zg*

x 3. J BV, (BM,(8V,(8)

Poas”es

general case of two matched beams. In the limit
of very small values of n=1,,=7, and for z=0
(no curvature) this line shape has the form

Jy=—-G+3m1n2 — 37T —371ny, for £=0,
(100)

J,=G -3m(C+1In¢), for £>>7, (101)

where G is Catalan’s constant and I" Euler’s con-
stant.

The first formula shows that the free-flight line
shape is logarithmically divergent at the line
center. From the two preceding formulas one can
deduce that the half-width is

Af=+7 271/4g36 /T2~ 1 511V . (102)

This formula describes the line narrowing that
occurs in the low-pressure region of Fig. 3.

Less restrictive formulas for the free-flight
line shape are given in Appendix C.

VIII. EFFECTS OF FREQUENCY MODULATION
AND LASER SPECTRAL WIDTH

In this section we discuss the inclusion of fre-
quency modulation of the laser, which is required
for phase-sensitive detection and which can be
used as a first model for the laser spectral width.
In Eq. (24) we now have a phase ¢ which is time
dependent,

¢=Bcosw,t, (103)

with modulation frequency w, and modulation index
B. We then express the field as the sum of dis-
crete Fourier sidebands,

eiwteiB cosWpy,t — Z i’ei(“”’“’m)th(B), (104)
et

where the J,(B) are Bessel functions of integer
order. At each step of the perturbation calcula-
tion we choose one of these discrete frequencies.
In the third-order theory the saturated absorption
signal will then appear as a quadruple sum over
four sideband indices. This calculation follows
the same lines as followed earlier in this paper
and offer no special difficulty. Equation (78) is
replaced by

X Re(is'”"”e“s""""""m‘ dv,Fz(v,)J dar j ar’exp[ - v¥(AT’'%+ 2B, 77" + C,72](e™™ + e7a™)
0 0 (4]

x exp{- 2[i(w, - w)+ )’,,,,]T}e“"“")“’mﬁe“'“"'”’“’"")

(105)
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and in the rest of the calculation y, is therefore re-

placedby y, +i(q — p)w,, and 2w by 2w +(2p +¥— q)w,,.
A phase-sensitive detector system will respond
to one harmonic frequency in the final signal, thus
imposing one condition between the four sideband

indices. We note that this approach would also
provide a first way to handle the problem of laser
frequency noise, typically stemming from acoustic
modulation of the laser structure.

In the limit of modulation slow compared with
all relevant time scales for the molecules (re-
laxation time, transit time, etc.) this Fourier
method becomes awkward owing to the large num-
ber of important sidebands. In this limit we es-
sentially have a definite static line shape which is
slowly explored by the modulation wave form. We
may follow the modulation analysis method intro-
duced by Arndt.*? If g(7) is the complex Fourier
transform of the spectral line-shape function,
then the signal at the nth harmonic of the modula-
tion frequency is given by

Sw@)=Rei", [ drg(r)e' " (Bu,T),  (106)
0
where €,=1 and €,,,=2. Since a closed-form ex-
pression for g(7) appears in the integral of Eq.
(84), we can easily obtain S,(w) in the general
case by introducing the Bessel function J, (Bw,,T)
into the last quadrature. Finally, in the limit
where effects of the finite lifetime dominate, the
line shape is formed of complex Lorentzians or
their derivatives. In this case, the integral in
(106) can be evaluated analytically.

IX. CONCLUSIONS AND FURTHER DEVELOPMENTS

This paper appears to present the first detailed
calculation of laser spectroscopy line shapes
including transit-time effects. We began by noting
the essential equivalence between transit-time
broadening and a residual first-order Doppler
effect associated with a distribution of wave vec-
tors. The effects were considered first in their
role in linear spectroscopy, such as in optical/
atomic beam experiments, and a generalization
of the Voigt profile [Eq. (59)] was derived for the
line shape. Turning to saturation spectroscopy,
we attempted to obtain a realistic approximation
to the line shape, including relaxation, transit
effects, and the transverse Doppler effect. Actu-
ally, we obtained, in Eq. (84), the Fourier trans-
form of the line shape. Further approximations
were introduced to obtain simpler results when
either finite-lifetime or transit-time effects are
dominant. The theory accounts well for experi-
mental pressure-broadening behavior, including
the residual width at low pressure owing to transit

time. Further iteration between experimental and
theoretical work should be pursued in order to
investigate the quantitative agreement, especially
in the higher-pressure domain.

Two new features appear in this theory. First,
we calculate an enhanced contribution of slow
molecules to the free-flight line shape, which
results in a strong line-narrowing effect at very
low pressures. Differential saturation and laser
spectral width tend to suppress this effect. Sec-
ond, we find that a dramatic shift of the center
and a profile asymmetry are introduced by curva-
ture of the laser wave fronts. The residual in-
fluence of this shift and of the transverse Doppler
shift can be quantitatively estimated from the
results presented here.

Let us recall the main conditions for validity
of this theory, and examine possible improvements:

We have assumed a small saturation both in
using a perturbation calculation and in truncating
the Fourier expansions (14). A strong-field theory
can be developed,*® although more computing time
is required to evaluate the line shape. The basic
idea is to reduce the density matrix equations (16)
to a set of coupled ordinary differential equations
using the technique introduced in the discussion of
the linear response. These equations can then be
solved by means of a predictor-corrector numeri-
cal method. The results of such a theory agree
well with the results of the present paper in the
limit of small saturation parameters. The recoil
effect can also be introduced into such a numeri-
cal calculation.

We have considered a pair of nondegenerate
levels. This restriction can be removed for lin-
early polarized light when magnetic fields are
absent, since we can take the quantization axis
along the field polarization. All transitions then
occur according to the selection rule AM =0, and
if the sublevels are not coupled by collisions, the
light interacts with independent pairs of states, so
that we may simply add independent signals. An
extension of this theory to three-level or even
multilevel systems appears feasible.

Most of our results have calculated the line
shape corresponding to a very thin slice dz of
absorbing material at point z. If the gas is op-
tically thick or if the geometry of the beam chang-
es in an appreciable way along the absorbing cell,
an additional integration over z is necessary, such
as is done in Sec. VIII.

To account for recoil in the third-order theory
we must first recognize that in all of our expres-
sions for the line shape, one term (J,) represents
the probing of the hole in the lower state, whereas
the other term (J,) refers to the peak in the upper
state. We may therefore simply replace the fre-
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quency w, in J, by w,[1+ (w,/2Mc?)] and in J, by
wo[l - (ﬁwo/ZMcz)].

The results of this paper may serve as a first
reasonable basis for the g priori estimation of the
accuracy capability of optical frequency standards.
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APPENDIX A: INTEGRAL FORM OF THE DENSITY MATRIX EQUATIONS

In the molecular frame the equation for pl,.(¥',#’, V) is

2¢0)
at’

where

Wyor =(Eq —Eg)/F and Vi, =(a|V'(¥,t")|a’.

ap! . - N, L E ’ ’ ’ ’
9Paar = ‘—Zwaa'p:xa' ~Yaar (pa,,'—Paare 0gqrt )+‘;‘z-' (paa"Va"a’ - Vua"pa!'at')’
al'

Assuming that V’ vanishes for ¢’ = — =, we obtain by integration

Phae (7,2, 7) = pYSUF , e teaar

. "
= ie"““’aa"’aa""j At e 9 nar P aqn )t
7 . Z

St| =

a*

2

a¥* Jo

0

St

Z [p:xa" (F,5 2 yV)VZ"a' (-{J’ t”)- V::a" (-fl 9t")p{¢'a' (f"’t”’ “”)]

Z f dr e'“waa"wma, )T[p:xa” (F' ’ - T, v)V::"’ [ 6’9 - T) _V;a" (-f, ’ t- T)pz,x" o’ (F, ’ - T, ‘7)]

f ar e"i®aa*Taa o w(F + V(' = 7),t' = T, V)V qu oo (F + V(' = 7), ' = 7)

= Vaao(F + V(' =7),t = T)p g 0o (¥ + V(' = 7), ' = 7,¥)].

From this last expression it is easy to derive the corresponding expression for p,,.(T,#,V) in the labora-

tory frame,

-, = - i
Poar (r,t,v) —p;og,(-f‘,v e Waatt= ;l:

2

a’ o}

«©
f dre~@aa*Taa)p ., (F=V7,t =T, V)WV o (F =V7,t =7)

~Vaan (T =0T, =T)pgu o (T =V7,t - 7,7)].

(A1)

For each term in this sum we can draw an elementary corresponding diagram (see Fig. 6). Thus the den-
sity matrix element p,,. at the space-time point (T,#) appears as a sum of contributions owing to inter-
actions at previous space-time points (¥ — V7, — 7) multiplied by a propagation factor describing the free

precession and the decay.

When applied to the two-level system the previous equations give the optical coherence and the popula-

tions as solutions of the following integral equations:
In the molecular frame,
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P, 1, )= (0} — ') f dri—‘;_ (T +¥(t' - 7),t' - 1)e" 90 a)"
0

+j d'r'%g('f"+V(t’—T'),t'—‘r’)e"“‘"o""ab”' j dTZ.Lh_S(?'+'w7(t'—7'—'r),t'—1’-'r)
0 g o
x[p;b(-f'9t""r"‘7yv)-p;b* r',t'—T’—‘r,i?)]

x (e7a" + ™)
and
@, ¢,V =nll"+¢, LwdeLﬁ—&(FHV(t'— 7),t' ~T)eTa" < j:d‘r' i—:_é(?’ +VH =T =7),t' =7~ 7)
X[RA(F =1 =7, ¥) =) (Tt =T = 7,7)]
xe~Heghr )T _ c.c.),
where €,=+1 and €, =~1, and where we have used the functional form of the field defined in the laboratory
frame.

In the laboratory frame

Pas(F, £,9) = (n,” —"f,"’)f dr £ 8(F - 7,1~ T)e 00T
0
+j dT.Lé?(F—VT,t—‘r)e'“‘”O"ab”f ar L 8F T -F1 t =7 =17
0 in o in
X[p(T =VT =V 1 =T=T" V) = p (T V7 = V7' =T - 7", ¥)]
% (7™ + e ™) (A2a)
and
na('f,t,"r)=nf,°)+eaf d'r.—“&?—?r,t—'r)e"a’(f dr-E8F —Fr -Vt =7 -1")
o in A in
X [mg(F =7 =Vt =7 =7") =, (F =¥7 =¥1',t =7 = 7")]

x e~ (9™ _ c.c.) . (A2Db)

0 0 A single diagram (Fig. 7) can represent the last
—— a1, “’{5'\ 0O e iaart equations. This diagram strongly suggests a per-
turbation approach. It is ccmplete for the third-
order calculation that we perform.,

APPENDIX B. GAUSSIAN LASER MODES
AND THEIR FOURIER TRANSFORMS

X exp—(iw g Y our)T
X exp—(iw gt " qat) T

. x(:,;‘)vw.ﬁ_%,t-ﬂ . The laser modes are easily visualized in ordi-
(F=vr=n "VVVV\"T fF=vreen nary physical space, but the Doppler effect is
P (F=v7, t=1, ¥) P g (P, t=7, ) more easily described in the space of wave vec-
tors. Here we develop useful expressions in both
FIG. 6. Diagramatic representation of Eq. (Al). The domains for the electric field distribution of the
density matrix element p,/ (T, t,V) of a given velocity linearly polarized laser. If U(T) is the field dis-
class is given as a sum over previous interactions, triPution in physical space, then we shall define
modified by precession and decay effects. U(k) by

x (,‘—i) Vopree (F=7, t=7)
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2i Im 0p(TrEaV)

na(rwr yt=t'" V)

AVVNA- LG e

wny (Pt =) /\v

@07 ' .

a
2ilmp  (rovi'ovet eettert) ASVAVAVAV A w E(r=vi"-vi',t-1"-1")

Lot (, u+en)

. s »
n(e-vi'-vrtovr,e-tTer e,y
a( )

DS L B EGd

-0y (F-v Y-Vt =0t et "“/.

(0)__(0y )
+na —nb ,

FIG. 7. Diagram representing saturated absorption.
The nonlinear polarization p,, (T, t, V) of Eq. (A2) is
given by the sum over previous interaction, precession,
and decay processes. The diagram is complete to third
order, consistent with the general presentation of this

paper; extension to higher interaction order is indicated.

U(F)= J’ U(E)c[(lilz —w—2>1/2}e‘;""d3k,

CZ

where the Dirac distribution in the Fourier trans-

form of U(T) insures that each plane-wave com-
ponent satisfies the propagation equation

B2+ k2+ k2= w?/c?= k2,

After integration on k,, U(¥) can be written as a
superposition of two counterpropagating solutions

D= [ [ U0 explil [ - (24 B e -2,

+k, x+ Ry dk, dk,,

where the interpretation of the phases represented

by 2, will appear later. For laser beams along

the z axis one can assume that %, and k£, are much

smaller than 2 and write
[2? - (R2+ kD)2~ ko - (R2+E2)/2F.

In rectangular coordinates, we shall look for a
solution with separated variables

2
0©)= [ Ve, exp(si e -2+ ik a,
. k2 .
X J U;(ky)exp(ﬂ:zﬁ(z —z*)+zk,y> dk,

X e*ik(z-x*).

259

In both previous expressions for U*(T) we see that
U*(k,,ky) are the Fourier transforms of the am-
plitude distribution U*(x,y,z,) in the z =z, planes.
Thus we specify the field U*(T) everywhere by the
choice of the functions U*(x,y,z,). We choose to
expand these arbitrary functions in terms of the
complete set of orthogonal functions formed by
the products of Hermite polynomials with a Gaus-
sian function. Since these basis functions are
their own Fourier transforms, this is equivalent
to the choice

1 k k2
£ = £ ht- -
Us(ks) Vana, ZC"H"<A*> xp ( 2Ai>’

n

with a similar expression for Uj(k,), where A,
are constants, the significance of which will ap-
pear later.
Writing
V)= Y CiCHUR(x, 2)UA(y, 2)e™Heme,
n,m

we get
1 e k
Uk(x,2) = mﬁ\’f H"<~Az>
-c0 '+
1 2
xexp[-(F —§Zf>+ ik,x] dk,

_in(1%\1/2 L*\n/2 -L:A2(x2/2)
=4"(L*) T8 e

X H[ A, (L*L**) %]

where we have introduced the complex Lorentz
function of z,

1
+ -

e reTPEyn v L

We now make the connection between the above
formalism and the usual laser mode theory.* The
real and imaginary parts of L* can be expressed
in terms of the beam radii w,(z) and of the radii
of curvature of the wave fronts R,(z),

L¥z)=[wi/wi(2)]+i[b./2R . (2)],

where we have introduced the classical beam-
waist radii w, = V2/A, and the confocal parameters
b,=2k/A2=Fkw?2, The amplitude of the complex
Lorentz function is

(L*L**)1/2=w*/wi(z),

and (L*/L**)"?is related to the usual phase angle
arctan(2z/b,) by

(L*/L* *)1/2= et arctan2z/ by,

The coefficients C%, C%, z,, and b, are chosen to
match the boundary conditions.
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APPENDIX C: LINE SHAPE FOR LONG-LIVED SYSTEMS gence of the series of integrals.
For simplicity we restrict ourselves to the case

We wish to calculate the integral in (84), of matched beams and leave out the second-order

. e?2E,(2,) - e©1\E, (Z,) Doppler effect. In this case we have
Jy Y“A Im d %
L *=L*=L=1/(1-is), A/D=ReL=1/(1+s?),
X - -
exp{-2[i (o = w) + Vel T}, B, 1 _lsis
using term-by-term integration of the series D 17is  1+s2°’
= (=1)"z" - . . .
E,(z)=-T—lnz - }: (=1)2" ’ whe're s =2z/b. We shall use the dimensionless
nn! variables
with Ne =')/a/u‘/b_9 Nab = Yab/u‘/—D—’
Z,=X+iY, Z,=X-1iY, £=(w=-wy)/uvD, t=Tu/VD.
X =vo(B./AYT, Y =(vo/uVA)(1 +Dutr2)2 X and Y are then given by
This procedure is justifiable when the series over X=n 1 +is)t, Y=n,01 +s2)(1 2N
which we wish to integrate is uniformly conver-
gent on the domain 0<7 <, In fact, in this Ap- We note that J(£) = J3(-£), so that we need calcu-
pendix we derive several conditions for conver- late only J}, as given by

o 2(Ngp=iE)t
Jh=(1 +sz)‘/21mf dtex——a,‘,’fvz—-[cosY<lnX+ZY E (1) (X+z'Y)"—(X—iY)"]>
o (1 +¢t2) & nnl

+1 smY(ZI" +1n(X? +Y2)+Z 1) (X+iY)y+(X- zY)"])]

To insure that the integrals in the above expression are finite we must assume 7,,> 37, as a first condi-
tion. We now proceed to calculate the integral of each term in the series.
(a) The first term is

_ 2y eX-2(Mapmi®)t X +iY
)= +s?) Imf dt—tz)l—k—cosYlnX ks

This is the most important term of the series; it gives the pure free-flight line shape when n,, and n,~0.
It is also the only term that we do not know how to integrate analytically in the general case. We split the
integral into two parts,

V2= QeI [ ar ol (1 = Bl HRE4 S oy 1452172014 (10T,

where
T=[1/Q+s)/2)1+£3)1/%/s,

and

@)y =(1+s2)t/2 Im({i(%w) -In[(1+s?)/2 - s]} f at &2[ng = 2"“”):+ U428+ sng)t] cos, (1+ sz)”zt)
= in(1+ 8?2 Re[E, (gu*) + Ey(qu7)] - 31+ 21n[(1 + s?)*/2 = s ] Im[E, (qu*) + E, (gu)],
where
=20, — Mg — i[28+ sy £ 0,1+ 5% /2]

and ¢ is an arbitrary number chosen large enough so that for > g, one has (1+#2)'/2/f~1 with the desired
accuracy. (In most cases ¢=100 is a good choice.) The first integral can be written
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e(na-zn,,,,)t

(5);=(1+ %72 fth cos[ny(1+s2)!/2(1+¢2)! /2] cos(2& + s7,)¢ n—arctanZtu”z)l/z)
a’/l A (1+t2) 2 ] 2

T+ 72
q (ng=2n,,)¢ - 2\ 272 211/2
+(1+s2)1/2f dat ‘(31:1! )ab cos[n,(1 +sz)1/2(1+t2)1/2]sin(24§+s17‘,,)tln{[1 (+sT 2 + 477 .
0

(1-sT)2+7T2

If n, and 7,,<< g™ then this expression does not depend upon these quantities:

a 2 21(1+42)!/2
(I5);= (1 +s2) /zf dt (lcfj 2)& 3 [n - uctan(—é%%%r)]
o &

q i 2 272 211/2
/2 sin2gt . {[1-(1+s)T2P+4T?%}
+(1+57) ,[,dt (1+ta)mln (1-sTy+7T2 ’

and these functions can be tabulated once and for all. If £« 4™ also they are even independent of &,

- v 1 2t(1+ 22
@)= (1 +s?) /2]{; dtmfz‘[ﬂ’ - arctan(ml—rz—

¢ t {[1-Q1+s)T2P+4T?P/?
2\1/2
+ 251+ 8?) J;dt AT e .

For s =0 we get

o [C 1 <(1+t2)1/"’)
(Joz)l_zj; dt(T;—t‘—z-)m arctan _—t .

One can show that for large values of 4 we have
V4);= G+ 37ln2q,
where G =0.915965594 177 219 is Catalan’s constant. Under the assumption that 7,,, 7,, £ <¢™, we have also
We)f = —4n[2 +21Ing + 3 In(u*p**p-u™)],
so that
Uo) =G =31 +57In2 — g7 ln(u’ 't p u=*).
(b) The next integral we evaluate is

. © X =2ngy-if)t
(Ja),,=2r‘(1+s2)1/2Ref dt TP siny
[

w : 2\1/2
gZI‘(1+sz)”2f e(Mo = 2Mav)t cos (28 +s'nu)t———ﬁf———sm[77 (1t+s V) 4
o

: 2n,(1+5%)'2(2n,, - n,)
=I'(1+s? 1/zalrctan( a ab_ o ),
( ) (Mg = 2M4p)% + (28 + 51, )* =02 (1 +5%)

where we have approximated sinn (1 +s%)*/2(1+#%)'/?/(1+%)/? by sin[n,(1+s%)'/?t]/¢, which is valid for
small 7.
(c) For the third term we have
+ 2)1/2 “eX =M Map miOE 2, 2
o)y, = (1+5%) Re“; Aoz (sinY) In(X%+Y?) dt

bl si 1 2 1/2t
z(1+s2)1/21m;3(1+32)f (M= 21000t o (2t + s, )t Sl t+s) ] 4
4]

+(1+sz)1/zlmfwe(na_znab)tei(zg+snu)t(eiﬂu(“sz)l/zt_e""u(l"‘sz)l/z‘)m 142 £ at
o 2t 1-1is
204 (1+ %) 220, —14) )
~ 2\1/2 2\1/2 [ ab Q
(1% F i, (1457 ama“((nu )"+ @E 1 51,)° 5 (1+ )

+3(1+ )2 Im([E,(Gap)E, (- iap") - E,(iap")E,( - iap )],
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where
a=(1-is)/?NT

where we have again assumed that 7, is small.
(d) Finally, we evaluate the remaining integrals
and obtain

T =ss2 30

- 1)
nn! (et v,,),

where

o LX-2(ngy-il)t . .
un=1mf dtg—(m‘z‘;x—/z—' cos{YH(X+i¥)"- (X -3Y)"],
0

X =2(ng =it

vn=ReL”dte—(-1—W-2—— sin{ Y} (X +iY)"+ (X - i¥)"].

Using again the approximations
cos[n,(1+s2)/2(1 +#2)' /2]~ cos[n, (1 + s?)* /%],
sin[n, (1 + s /2(1 +£2)'/2]/(1+ ) /2

=~ sin[n,(1+s?)'/2t]/t
valid for small 71,, we find
u, = Im 7" 2i(1+ s?)* /2
(n=1)/2
X (= 1)*C2%*1(1 + is)n =2k =1 (1 + s?)*
k=0

k L
XZC’IZJ‘ df gn=2 k=1 =1 ,(ng =200t
o]

1=0
Xei(at +8ng)t COS['I]a(l F 32)1 /2t],

n/2
v, ~2ReNL Y (= 1)AC2R(1+is)""2*(1+ s2)*
k=0
kR

x; CLf”dttn-2<k-z)e<na-znab)t
=0 0

X ei(zt +sna)t
S il (1 501/2)
7 )

where the C? are binomial coefficients.
After performing the integrations,

u,=Imn%24(1 + s%)*/2

(n=1)/2
x Z (= 1)*C2H+1(1 + 4s)" =2k =1(1 + §2)?

k=0

)3
leo ct [n- 2(k2- -1t

1 1
X ((w)n-ﬂkﬁf*' (u-)n-z(k'-l)) )

n/2
v,=2Rem’ Y (= 1)*C2(1+is)"~2*(1+ s2)

k=0

Rk
[n=-2-1)-1]t

1
X<(“+)n-2(k- - (“-)n-lz(k- l))-

As is consistent with approximations made in the
rest of the calculation, we keep only terms for
which £=1; then

1+is+i(1+sz)‘/2>"

u"+v,,=(n—1)!17’;lm[( i

_(1+is - i(1+s?)!/2 }
n ) ’

and we have, finally,

1+is+i(1+s2)”2)

U= (e %21 [ p( LT

(B

where F is the dilogarithm function of complex
arguments, defined by

- - (_ 1)" n
F(z) _; —— 2",
This expansion will converge only if

l“*! > 77.1{1 + [s i(1+ 82)1 /2]2}1 /2.

This is the final condition we require to insure
convergence of the series of integrals defining J%.
If n,,=n, this requires either £=0 or

|£] = ngls+ (1 +s7)72].
For £=0, 7,,=17,, and s =0 we find
(%) v = - 2G.

For |£|> n, we can limit the calculation of F to
the first few terms.

Summing the terms (J3)1, o)1’ oy W)y
and (J4);v in their most general form we get a
formula for J which has an accuracy of the order
of 7% in a domain where the direct numerical in-
tegration of (84) is expensive. We have indeed
used this formula to compute the line shape with
a small table computer and obtained results which
agree quite well with direct numerical integration
of (84) for n,,, n,=0.1.
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