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An equation for the transport of resonance radiation at low and intermediate pressures is
derived and shown to be in reasonable agreement with an experiment conducted in parallel
with the theoretical development. Both dealt with the transport of 1048-A resonance photons
in argon in the pressure range 0.002—10 Torr. At pressures greater than 1 Torr where colli-
sions are frequent, the present transport equation is equivalent to that of Holstein and Biber-
man. In the pressure region from 0.002 to 0.5 Torr there is substantial disagreement (as
much as a factor of 3) between the present work and theory that assumes complete redistribu-
tion of frequency, i.e., takes the emission profile to be equal to the absorption profile.

I. INTRODUCTION

After a monatomic gas is excited, photons are
soon emitted as a result of transitions between
excited states and the ground state. Such light is
emitted with a frequency profile centered about
some value v, and has a width determined by pres-
sure, atomic species present, atomic level, and
temperature. Absorption of the photons is stron-
gest at v, with the absorption profile dropping
sharply as |v - y,| is increased. In monatomic
gases, photons with frequencies very near v, are
absorbed so strongly that hundreds or even
thousands of absorptions!~* and reemissions may
occur at typical temperatures and pressures
before the energy is either converted to another
form or escapes to the container wall. For many
years!'? such photons, i.e., ones emitted in tran-
sitions between excited states and the ground
state, have been called “resonance radiation.”

Holstein® and Biberman® treated the transport
of resonance radiation on the assumption that
there is no correlation between the frequency of
an absorbed photon and that of the photon emitted
subsequently. Holstein® gave rather convincing
arguments that this approximation leads to the
correct final results in two situations: (i) The
result was shown to be correct if the decay of the
autocorrelation function ([ (1) 4 (¢ +7)) is almost
complete within a natural lifetime, i.e., v,/y>>1.
(ii) The result of a transport theory which employs
such an approximation was claimed to be approxi-
mately correct, at least at late times, even when
the pressure is so low that collisions almost never
occur within a natural lifetime, and the wings of
the Voigt absorption profile produce little effect.
In the latter situation, however, it is necessary
that the container dimensions be large enough so

that strong imprisonment of the resonance radia-
tion occurs, and yet if these dimensions are too
large, the “wings” on the absorption profile be-
come important. The work of Holstein predicted
the very-late-time behavior for the cases of in-
finite slab and infinitely long cylindrical geome-
tries. In addition, it concentrated on the limiting
cases of pure-Doppler and pure pressure-broad-
ened absorption profiles. Later workers” have
employed the Holstein-Biberman transport equa-
tion in order to extend the theory so that arbitrary
initial conditions can be used in predicting N(T,¢),
the number of excited atoms per unit volume at
any time ¢. As in the older work,*'® the concen-
tration has been on the limiting cases of pure
Doppler and pressure-broadened absorption pro-
files. It should also be mentioned that a recent
Monte Carlo calculation® shows that in Holstein’s
second situation (very low pressures where no
collisions occur and the wings of the absorption
profile play no part), the results of the Holstein
theory become valid within a few natural lifetimes.
However, there are very large deviations from
the theory at times less than a few natural life-
times if the gas is excited in a way that leads to
many of the first emitted photons being on the far
wings of the absorption profile. Many such photons
are reemitted on the far wings and escape the con-
tainer after one or two emissions.

The combined experimental and theoretical
study, which is partially reported here, was stim-
ulated by the important role played by resonance
trapping in determining the fate of energy depos-
ited by energetic charged particles in the inert
gases. Detailed models have beenr suggested to
describe energy pathways in helium and argon
excited by fast electrons and protons. These
models, due to Bartell, Hurst, and Wagner® for
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helium and Thonnard and Hurst!? for argon, are
being subjected to detailed checks concerning
predictions of time behavior of all radiation that
escapes from the system and concerning the bal-
ance of energy among the various components of
the emerging radiation.

An outline of the remainder of the present paper
follows.

Section II. 1In this section we derive a transport
equation that may represent with good accuracy
the transport of resonance radiation in a wide
range of laboratory situations if it is combined
with the results of a line-broadening theory that
is valid sufficiently far out on the line wings.

Section 11I. Very low pressures are studied and
it is shown that the Holstein-Biberman equation
with a pure Doppler-broadened absorption profile
begins to give approximately the same results as
the present transport theory within a few natural
lifetimes. Thus, we demonstrate the results of
Klots and Anderson® analytically and establish
the time scale involved before complete redis-
tribution in frequency (even though not present in
individual absorption and reemission events) be-
comes almost correct when averaged over several
absorptions and reemissions or over space. All
that is needed is strong imprisonment of the pho-
tons.

Section 1V. We investigate the properties of the
frequency redistribution function!!'!? and point out
what we believe to be the most accurate form
presently available. The discussion of how colli-
sions (either frequent or very infrequent) enter
into the frequency redistribution function hinges
heavily on previous work by Huber!® and Zanstra.!*
It is shown that for short natural lifetime 7 (i.e.,
y=7"12 10%sec), large deviations from a theory
which employs the Holstein-Biberman equation
should occur. This occurs when P,< 0.7 (where
P, is the probability of at least one decorrelating
collision before emission), but at the same time
a sizeable fraction of the escaping photons are
far enough out on the wings of the absorption pro-
file for the Lorentzian tail to be important. These
conditions exist only for short natural lifetime
atomic states.

Section V. We discuss a method for examining
the early-time escape (early enough so that most
of the energy remains in the system) of the photons
from the center of an infinite slab of thickness y,.
It is shown (except for a range of pressure that
can be determined from theory) that an approxi-
mation due to Jefferies and White!'® can be used on
the most complicated part of the redistribution
function and the resulting equation can be solved
analytically with good accuracy.

Section VI. Tt is pointed out that the 1048-A

line of argon (1 =2.15x107° sec'®) is well suited
for observing deviations from what would be ob-
tained by applying the Holstein-Biberman equa-
tion with emission profile P(x)=k(x)/7*/2k(0),
where k(x) is the Voigt profile version of the ab-
sorption coefficient which arises from combining
natural and pressure broadening with Doppler
broadening.

An experiment is reported which has the follow-
ing features.

(a) High-purity (99.999%) argon is contained in a
long cylinder of radius R~1.1 cm.

(b) The gas is excited by bursts of protons of
energy 2.0 MeV and a pulse duration of 17-nsec
full width at half-maximum (FWHM). Time be-
tween pulses is long enough so that almost all ex-
cited atoms produced in one pulse have decayed
before the next pulse is incident.

(c) Light from a slablike region (centered on
the axis of the cylinder and having dimension y,
perpendicular to the cylinder’s axis) can be seen
by the grating of a spectrometer set so that pho-
tons with wavelength X near 1048 A are detected
by a channeltron. Protons are time-analyzed by
triggering a time ramp with the beam pulse. At
very early times it is shown that the time decay
of the detected radiation should follow the time
decay of the number of photons within a slablike
region that can be seen by the detector. At late
times the time behavior of the observed radiation
is just that of Holstein’s lowest eigenmode for
pressure regions where the Holstein-Biberman
equation holds (i.e., very low or relatively high
pressure). The slit length for entrance to the
spectrometer is set so that the slablike region
that can be seen by the spectrometer has a dimen-
sion y, perpendicular to the cylindrical axis of
such magnitude that at both very low and relatively
high pressure the late and early values of
—(d/dt)1nl, where [ is the rate of photon detec-
tion, are nearly equal. In this way one hopes that
(d/dt)InI does not change so rapidly that an esti-
mate for the early-time decay is difficult to mea-
sure. It is found that this experimental device
leads to almost constant values for (d/d¢)1nl,

i.e., I decays exponentially with time.

The experimental data are compared with theory
for the pressure range 0.0014<P <9 Torr. The
agreement with theory is reasonable except for
0.02<P <0.15 Torr, where one expects the
Jefferies and White approximation!® to be poor. It
is argued that the discrepancy in the latter region
is less when one carries out a more complete
solution of the transport equation not employing
the Jefferies-White simplification. Better than
20% agreement between theory and experiment
is difficult to obtain because of uncertainties in
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the natural lifetime, the geometry of observation,
and the initial excitation conditions.

In the range 0.005<P<0.25 Torr, the value of
B, =—(d/dt)1nI determined from a full solution of
the Holstein-Biberman equation with the absorp-
tion coefficient k(x) given by

e"'zdy

mEkoH(a,x)) (1)

& w
k( x)=—92- f
1r -0
and the emission profile (emission and absorption
profiles are the same in a strict complete re-
distribution theory), given by
e"zdy

p(x)= "?/2 J;n @+ (x-YF ="-1/2H(a,x),

@)

is everywhere larger than the experimental value
by at least a factor of 2. In the above,

A3 Ny & _ Ny ( I_g)
ko= gao W, g 47w, 1+ y /)

3
1; =o.904§2- —‘2’—;‘% (Ref. 17), 3)
1

x=(c/Vovo)v =v,), V,=(2kyT/m) /2,

where kg is the Boltzmann constant, T is the ab-
solute temperature, c is the speed of light, m is
the atomic mass, N is the number of atoms per
unit volume, y is the reciprocal of the natural
lifetime for the resonance transition, A, is the
wavelength at the line center, v, is the frequency
at the line center, v is the frequency, and g, and
&, are the statistical weights of the upper and
lower levels, - respectively.

II. TRANSPORT EQUATION

The transport equation which will now be derived
is based to a large extent on ideas that have been

Jd

‘%V- (.{‘7xyt)=_'yN(Fyx; t) —AN(-I.',X, t) +S(F7x’ t)+YE'[..ndx’fy av’

xexp{-|F - F|[k(x’)+171]},

where vy is the reciprocal natural lifetime and A

is the rate constant for collisions that convert

the excitation energy to other forms; S(T,x, t) is
the number of excited atoms which will emit in

the unit interval at x per volume per time created
by processes other than absorption of photons from
other parts of the system; ‘R‘(x’,x):f”dn
XR(x’,0’; x,M); and ! is the mean free path for
photoabsorption by impurity atoms or by any pro-

used for steady-state situations in astrophysics for
several years,!1+12:14716:18 1y fact an equation

that is equivalent to ours for the steady state has
been studied in several limiting cases by Hum-
mer.!®* However, the incorporation of time de-
pendence in the transport theory in the presence

of partially (or completely) coherent scattering

in the rest frame of the atom involves conceptual
difficulties, and the resulting equation should be
considered with this in mind.

We define a version of the frequency redistribu-
tion function'!'® R(x’.11’, x, 1) so that R(x’, 1’; x, 1)
X dSkdxd§ represents the probability of a photon
of frequency x’ traveling in direction n’ being
absorbed while traversing a distance dS and being
reemitted into solid angle dQ2 about 1 with fre-
quency in dx at x. Here k= [Zk(x)Jdx. We also
assume that the angular distribution of photons
from a volume element dV’ is isotropic and that
the number of photons emitted in dx’ at x’ from
dV'at T/ in time dt is given by dV'’ YdtN (¥, x't )
Xdx', where v is the reciprocal natural lifetime
of the excited state and N(T, x, t)dx dV is the
number of excited atoms in dV at T at time ¢
which will emit photons into dx at x. One expects
that the photons absorbed in a volume element
come nearly equally from all directions for strong
resonance trapping and, therefore, emission is
approximately isotropic. The assumption would
follow even more directly if R itself were rather
insensitive to the angle between i and ii’. The
other assumptions, such as equating conceptually
scattering and absorption and the assumption that
dV'ydtN(T’,x’, t)dx’' represents the number of
photons emitted in dt from dV into interval dx’,
are intuitive and theoretical justification will
await a complete quantum-mechanical treatment
of the problem. Applying the definitions of R and
N and making use of the other assumptions, we
obtain

N(¥',x',t)R(x’,x)
47|t -7|?

“)

r

cess that intercepts photons in flight and converts
the energy to another form.

We assume a very small concentration of ex-
cited atoms so that collisions between excited
atoms as well as stimulated emission can be ne-
glected. We have also assumed that the dimen-
sions of the container are of the order of a few
centimeters and that there is strong resonance
trapping so that a large fraction of the emitted
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photons have mean free paths considerably less

1 cm. Thus, the average flight time is less than
10! sec, and it is usually a good approximation
[as was done in Eq. (4)] to neglect the time of
flight compared with 1/y. It was further assumed
that V is simply connected and that the bounding
surface is convex. It has been assumed that tem-
perature and density are such that interference
effects can be neglected. Further, the line must
be well isolated in frequency.

III. LOW-PRESSURE LIMIT

In this section several limiting cases will be
considered. We begin with the case where the
dimensions of the system are so large that few
photons escape from the system during the first
several natural lifetimes. Let us assume that
A=0and S=F(T,x)5(¢t). Neglecting escape from
V and integrating over V, we find

. -
2, =N, Oy [ vV,

-0

xR, x) o)™, )

for t>0. In Eq. (5), N(x,¢)= [, N(F,x,t)dV and
¢(x’) is the absorption profile. Note that N(¢)
=const=j_: N(x, t)dx, and that a steady-state solu-
tion to Eq. (5) is N(x, t)=N(0) ¢(x). If one does
indeed approach this steady state, then emission
(when averaged over several successive emis-
sions and absorptions or over space) has the same
profile as absorption. We have used

f AR, x) = b (x). ®)

The last result is not dependent on the very low
pressure assumption, but is general.

At very low pressures, one has coherent scat-
tering in the rest frame of the atom and the wings
of the absorption profile are unimportant. In this
case, Unno'! has shown that

R(x',x)=% erfc(max(|x|, |x'| )) (Ta)
and
o(x)=e=" 77102, (Tb)

where erfc(x) is the complement of the error func-
tion. The time scale over which one approaches
the steady-state solution N(x, )~ N(0)¢(x) will

now be established. Equation (5) when combined
with (7a) and (7b) is equivalent to the partial dif-
ferential equation
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:—:2 [—aé-};i(x t)+yN(x, t)] +2x-éa;<‘;—f— (x,t)+yN(x, t))

=-2yN(x,t). (8)
Defining (x") by

NOXx= [ NG, B, ©)
we find from Eq. (8)
d{x") n n . nnr-1)
at  n+l "+ 2(n+1)
d{x""?) n-2
X ['—dt—' +y(x >] . (10)
We find
(x)=(x)(0)e~7*2, (11a)
(x2) =3 +[(x2(0) - F]e27*/2, (11b)
(2% =[(x%)(0) - 3 (x)(0) ] e=27¢/4
+3(x)(0) e~ "*/2, etc. (11c)

Note that within a few natural lifetimes (unless the
initial moments are indeed large) all odd moments
decay to zero, while all even moments also decay
to those of 7~!/2¢**. Thus, the decay to the steady
state occurs very rapidly with most initial condi-
tions.

Now consider the case where one initially has
excited atoms at the center of a slab of thickness
¥, Further, take R(x’,x) and ¢(x) to be given by
Eqs. (Ta) and (7b). Equation (4) with A =0 and
1= becomes, for general R(x’,x) and ¢(x) and
slab geometry (d=3y,),

aN
_gz_ (y,x;t)""yN(y’x)t)

d £
=1 "k' ’ 1D (a !
1 f_,d” L”"R("”‘)
XE k()Y -y’ )N(y',x',t), (12)
where
E,,(z)=fwdue""‘u"'. 13)
1

We choose x, so that E,[$k(x,)y,]<107%, or x,
=[In(5-k,9,)]1 /2. Thus, if 3k,y,2 50, we can make
simplifications as follows. First, define N,(y,x,t)
and N,(y,x,t) as

N(yyx;t)=No(y’x;t); lx|<x1 (14)
=N(3,x,1), |x|=x,.

For |x|<x, a photon has almost no chance of tra-
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versing a sizeable fraction of %yo and hence con-
tributes little to the transport process. (Recall
that most of the transport occurs when photons
are emitted with rather large values of |x| so that
they can make a large spatial hop. This part of
the low-pressure problem is expected to be very

HURST, AND WAGNER 9

similar to what is encountered in the Holstein-
Biberman theory, since for |x|<x, one expects
that emission with a Gaussian profile is rather
accurate.) Thus, we approximate for |x'|<x, with
3k(x")E,[k(")]y -3"|]1=6(y —»’), and find for
[x|<x,,

2No (3, %,8) = =yNy(9, x, t)wf“dx'mx',xmo(y,x', H(oa )"

«© d
+%7f dx’(cbcr’))“erfC(x’)f , E(R(x)|y =y’ DN (¥, x', t)k(x")dy’. (15)
Il -

For |x|>x,, Eq. (12) becomes

—wL(y x,t)==yN, (¥, t)+yerfc(lx|)f !

No(y,x', t)dx’

o)

+y f dx SXe(X) f dEl(k(x')ly -y DN, (v, %", Dk(x")dy’, (16)

20k

where ¥ =max(|x|, |x’|). We expect that with the
assumed R(x’, x) that a photon emitted with |x|>x,
will be absorbed and reemitted with |x|>x, only
rarely and that two successive absorptions and
reemissions in this frequency range are even more
unlikely. If a photon is absorbed after being emit-
ted with |x|>x,, it will usually get reemitted at
|x’|<x,. Furthermore, the larger part of the
photons emitted at |x|>x, were absorbed at |x’|<x,
[as represented by the rather large erfc(|x|)

Xfo N,(y,x’,t)dx'/$(x’) term]. For the above
reasons the time behavior of N,(y, x, t) must be
very similar to that of Ny(y,x,t) and thereby in

the large 3k,9, limit, |dN,/at|<<yN,. Thus, a good
approximation should be obtained by neglecting

8N, (y,x,t)/at in at least the lowest-order approxi-
mation. It should be noted, however, that without
the large source term involving Ny(y, x, ¢) the
neglect of 9N, /8t could never be a good approxi-
mation. We obtain

1 N,(y,x’, t)dx’
N, s ,t =erf f —_—n 2 2 P
(9,x,t)=erfe(|x]) , pYP)
* dx'erfc(x) ¢
| E(e&)y -y’
a6 ), Bl -yD
XN (¥, %", ) k(x")dy’. 1)
Using Eq. (17) we can easily solve for N,(y,x, t)

in terms of Ny(y,x,t). Let the linear integral
operator L be defined so

erfc(¥)

LF:de' So0)

j E(kG)Y =]

XF(y',x")e(x")dy’. (18)

r

Equation (17) becomes

N, =S°+£N1, (192)
where
S, =erfe(|x| )f W (19b)

Then, an adequate solution to Eq. (17) for 3k,
>100 (it is less accurate for 3k,,~50 but is still
in the ball park) is

Ny=(1 =L)'Sy~ (1 +L +L?)S,. (20)

From Eq. (15) we see that Ny(y, x, t) satisfies
the partial differential equation

<::2 +2x __a_) <_a—t +Y>N (y,x,8)==2yNy(y,x, t),
(21)

with the subsidiary conditions that the y and ¢
dependence be such that Eqs. (15) and (17) are
satisfied. In the case of Eq. (5) a solution to the
partial differential equation of Eq. (8) with the
proper initial conditions satisfies Eq. (5) also;

but in the case of Eq. (15) there is an x indepen-
dent term on the right-hand side, and only certain
solutions to Eq. (21) satisfy Eq. (15) with N, (v, x, t)
chosen through Eq. (20).

We know that in an infinite medium the frequency
dependence of N integrated over the spatial coor-
dinates approaches a Gaussian in a few natural
lifetimes (with the exact relaxation depending on
how the gas was initially excited). In the case of
a finite medium with 3k,5,>100, we expect that
in an even shorter period of time the frequency
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dependence at |x|<x, will approach a form very
similar to that for an infinite medium. The time
scale is faster because in a finite medium photons
initially emitted on the far wings escape with a
high probability, whereas in an infinite medium
several emissions and absorptions are required
to reduce these photon frequencies to an almost
Gaussian emission profile. Thus, after & period
of time that is no more than a few natural life-
times (and may be zero for proper methods of
excitation), the rate of escape of photons from
the container becomes very slow and thus
|aN(y,x,t)/at|<<yN(y,x,t). At such “late” times
the solution of Eq. (21) corresponding to the above
situation is easily shown to be

aF
No(3,%, )= F(y, )e™" 1 1/2 471 25 (9, 0)

2
xU(x, 0) +0 (y'zgt—f;(y, t)) , (22
where

Ulx, @)=~ %J 2%~ 1nzcos(2xz)dz. (23)
o

J

Many properties of U(x, a@) and related functions
are derived in the Appendix. By using these
properties, we can show that use of Ny(y,x, t)
as defined by Eq. (22) causes all of the x depen-
dence in Eq. (15) to disappear, provided that
terms of the order of y~"23%F(y,t) /at? are ne-
glected.

The equation for F(y, ¢t) which remains, once
Eqs. (22) and (19) are used in Eq. (15), is

oF glx)
0,047 (£ £ 5,0

S5 (Y My FOy, dy’, (24
) ), (¥, )VF(y',)ay’, (24)

where
gl) =112 _x erfely,),
0
hie,) =U(x,, 0)+g(xl)+§f17e=?erfc(x,)—-”—4(;‘x1—‘-’l ,

M(y,9")=W(y,y’,%,),

and W(y, ', x) satisfies

_ e - r® d .
w(y,y',x)=§kf dx’ erfe(%) E(k(x")|y -y'l)erfc(x’)+%kf /’x’erfc(f)f E(RG)y -y"DW(3", v, x")dy".
xl xy -d

As implied earlier [i.e., Eq. (19)], three terms
in an iterative solution of Eq. (25) are sufficient.
In arriving at Eq. (24) some rather complicated
looking terms which are linear in 8F(y, t)/a¢ have
been neglected. The terms in question can be
shown to be very small and, in fact, are little
larger than corrections which would arise due to
including the previously neglected 8N, /¢ of Eq.

(16) as part of the next step in an iterative scheme.

Equation (24) does not involve the frequency
variable x except in the evaluation of M(y,y’).
The elimination of x yields a considerable simpli-
fication over Eq. (12). We now present a simple
argument which, when coupled with work by Klots
and Anderson,® Holstein,®* Hummer,'® Jefferies
and White,'S and others, makes it clear that for
large %ko ¥, the escape of resonance photons from
a slab can be calculated (except possibly at very
early times) on the basis of a complete redistri-
bution assumption. That is, the time behavior of
solutions of Eq. (24) are very similar to solutions
of the Holstein-Biberman equation.

Before going any further, it should be pointed
out that physically one expects the solution of Eq.

(25)

(24) to be insensitive to the exact value chosen

for x,. We also note that if one simply assumes
complete redistribution in frequency, the resulting
Holstein-Biberman equation can be put in a form
which is similar to Eq. (24). Thus,?

aN ¢
SE0 0+ B,0=7 [ Ty -y DN, Day',
-d
(26)
with

T(y -y'l)=1r"/2f e E(kx")|y -y'])

o
Xk(x')dx’',
=erf(x1)5(y "y') +T1(|y _yll ),

where

Ty -yD= [ 17t B k)l -y
*1
Xk(x')dx'.
Equation (25) becomes
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%(yyt):-yerfc(xl)N(y,t)

d
o[ By -yDNo0ay. @
-d

Equation (27) is obviously equivalent to Eq. (24)
in one physically unlikely case, that of very large
%,. In this limit,

i—((;‘% ~erfe(x,)[1+0 @ ?)].

Further,
[x, /R )IM(y,9") =[1 +0 DI T (ly = 5')).

In the subtracted equations the integral operator
term and the term in N(y,t) [or F(y,t) for Eq.
(24)] do not largely cancel each other as in the
case of Eq. (26) where the two terms on the right-
hand side are often equal to a few parts in a thou-
sand. For the latter reason, the O(1/x%) terms
can be neglected within a few percent accuracy
for x, >4 or so. The result is that the equations
for F(y,t) and N(y,t) become the same. However,
situations with x, >4 are rare in the no collision
region, and further deviations from the R(x’, x)
have become important in most cases long before
x,>4.

We will now carry out a rather simple calcula-
tion that will demonstrate the fact that solutions to
Eqs. (24) and (26) have very similar behavior as a
function of time. We simplify as follows: (i) As-
sume that the gas was excited in such a way that
Eq. (24) is valid from ¢ =0; (ii) we restrict our-
selves to very early times so that as a rough
approximation we can take

F(y',)=0(y') F(1).

For 3k,¥,2 100 there is a period of time of the
order of 30 natural lifetimes during which the 6-
function approximation of F(y’,t) represents a
reasonably good approximation. With these simpli-
fying assumptions, Eq. (24) becomes

dF
7(!)=—BFU),
where

By (g0 -5 [ Mo 0w]. e

The early-time decay rate can also be calculated
on the basis of Eq. (26) with the result

dN
(D=8 N(0), (29)

2
102 <
X
\
] ‘\
5 S—
2 SR—
X653
& 10 ‘; -
)
2
164 : ——
10 20 50 100 200 500 1000
%o Yo
2
FIG. 1. Early-time decay constant vs optical depth
at the center of the line in the low-pressure limit (85
with complete redistribution, S without complete re-
distribution).
with
_ -1/2 ” -x2 1 -x2
Bg =2ym f e E,(kyy,ze™* )dx. (30)
(]

Decay rates based on Eqs. (28) and (30) are within
4% for 3k,y,>50. Figure 1 shows the graphs of

B and By as functions of 3k,¥,. It should be noted
also that the Holstein approximation to gy lies
almost 10% higher than is obtained by a more
precise evaluation of Eq. (30).

The agreement between Eqs. (28) and (30) is
remarkable and to a certain extent accidental for
3k,¥, as small as 50. In the complete redistribu-
tion in frequency approximation almost 10% more
photons are emitted at frequencies such that
3k(x)y,<1 [ie., at |x|>(In(3%,) 1/2 = . ]. How-
ever, the resulting increase in B, over g is almost
exactly compensated for by the fact that when
|x|>x, and Eqs. (7) are obeyed, there is a proba-
bility (typically of the order of 10%) that if the
photon is absorbed with |x|>x,, it will again be
emitted with |x|>x . and hence stand an excellent
chance of escaping. Successive emissions at large
|x| almost never occur with complete redistribu-
tion.

IV. FREQUENCY REDISTRIBUTION FUNCTION

Work by Zanstra,'* Huber,'® and others'® suggests
that R(x’,x) is of the form

R(x',x)=P,Ri(x",x)+(1 =P)R};(x',x), (31)
where P,=v,/(y+7,) is the probability that colli-
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sions will destroy the correlation between ab-
sorbed and emitted frequencies in the rest frame
of the atom.

In the case of resonance broadening, R;(x’,x)
corresponds approximately to complete redistri-
bution. That is,

Rilx', %)= ¢l’) p(x), (32)

where ¢(x) is the Voigt form of the absorption
profile. This R;(x’,x) is not exact for resonance
broadening, but it becomes more precise as P,
increases toward unity and the probability of non-
radiative transfer of the energy to another atom
(before emission) with an uncorrelated velocity
becomes close to unity.® However, even for
smaller P, where the probability of the energy
hopping to another atom before reemission is
smaller (and correlations between absorbed and
emitted frequencies consequently exist), we still
obtain R;(x’,x) = ¢(x’) ¢(x) if either |x’| or || is
large enough for the wings of the Lorentzian to
dominate the Doppler effect.

For foreign-gas broadening, the resonance
hopping process described above does not occur,
and consequently x’ and x are correlated to a
greater extent because photons of a particular
frequency are absorbed most strongly by atoms
which “see” the photon to have v =v, in the atom’s
rest frame.

For small |x’|, the absorbing atoms do not have
a Maxwellian distribution of velocities, and there
is a resulting correlation between x’ and x owing
to the Doppler effect. However, for large |x| and
|x’| the Doppler effect plays no part in absorption
and little part in emission and again R;(x’, x)
=¢(x’') p(x). At high pressures where the wings
dominate the transport process we can use
R(x',x)=¢{’) ¢(x) for foreign-gas broadening.
In all subsequent parts of the present paper we will
use R;(x’,x)=¢(x’) ¢(x). The reader should, how-
ever, keep in mind the limitations associated with
this approximation.

Ry (x’,x) is given by'®

Rn(x',x)=ﬂ"3/2f due"'2
Ix=x'1/2
X (tan™' W, - tan™' W), (33)

with
W, =[u +min(x,x"))/a, W,=[max(x,x’')-ul/a,
ve/v=0.904NX3(g,/8,)/67° (Ref. 17).

The function R;;(x’, x) is the angle-averaged fre-
quency redistribution function which would corre-
spond to absorption with a Lorentzian profile in
the atom’s rest frame with coherent reemission

in the rest frame.

Equation (31) suggests a picture of the scattering
process. Consider all photons absorbed at x’;
for a fraction P, of these, collisions will occur
with the result that the reemitted photons are un-
correlated in frequency with the absorbed ones.
However, for a fraction 1 —=P,, no decorrelating
collisions occur before emission, and the emitted
photon has the absorbed frequency in the atom’s
rest frame.

The only quantum-mechanical work on R(x’, x)
is due to Huber.!®* The Huber theory is for for-
eign-gas broadening, but we believe that with our
modification of y, and of R;(x’,x) a similar rela-
tion should hold for self-broadening. In any case,
Eq. (31) represents our best guess for a proper
R(x',x) at relatively low pressures.

In the limit P,~1 there is complete redistribu-
tion in frequency, and the Holstein-Biberman equa-
tion follows from Eq. (5). In the limit P,~0 and at
pressures such that the wings of the Voigt profile
are unimportant, the limiting case studied in Sec.
III is obtained. We have seen that in both of these
limiting cases the Holstein-Biberman equation is
a good approximation. Thus, it is tempting to
guess that is is valid at intermediate pressures as
well. However, we will presently show that there
is an intermediate pressure region for gases with
very large v, fairly low temperature, and a re-
stricted range of container dimensions where the
approximation of complete redistribution in fre-
quency is extremely poor.

We begin by noting that R;;(x’,x) can be written
as follows!®'!® (see Fig. 2):

Ry, x)=3b(x’, x)erfc(X)

+a(x',x)¢(x’)1r"1/2e""'""2, (34)

where ¥ =max(|x|, |x’|). Define x, by e*e=an-1/?
xx32, If |x'|<<x,, then b(x’,x)=1 and a(x’,x)~0.
If [x'|>>x,, we have b(x',x)~0 and a(x’,x)=1. As
a function of |x’|, b(x’,x) drops from near unity to
zero near x . with the rate of change depending
somewhat on |x|. Correspondingly, a(x’,x) rises
from near zero to unity for |x’| near x,, the rate
of rise depending somewhat on |x|. It should be
pointed out that at large |x’|, Eq. (34) with b(x’,x)
=0 and a(x’,x)=1 is approximate in the sense that
the x dependence is peaked at x’ but is slightly
skewed toward smaller |x|. However, the Gaussian
is a good approximation. For |x’| considerably
less than x ., redistribution occurs almost as if
there were no wings on the absorption profile.
With |x’| much greater than x,, the motion of the
atoms has little to do with the absorption process
since there are so few atoms with velocities large
enough to effect absorption appreciably by way of
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FIG. 2. Frequency redistribution function corresponding to absorption with a Lorentzian profile in the rest frame of
the atom followed by coherent emission (appropriate for the 1048-A resonance line of argon at 293 °K at pressure less

than 10 Torr).

the Doppler effect.!> Most of the absorption should
be due to the more plentiful low-velocity atoms
with the only mechanism for redistribution in fre-
quency being the rather slight Doppler shifts
occurring due to their motion. Thus, the x de-
pendence is the Gaussian about x =x’.

We note the following about the function R ;(x’,x).

(a) A photon absorbed with |x’|<x, and reemitted
without a decorrelating collision having occurred
gets redistributed almost uniformly over fre-
quencies —|x’|<x<|x’|, and there is almost no
probability of emission with |x|>|x’|+1. Thus,
there are no “wings” such as those present in the
emission profile ¢(x) when a decorrelating colli-
sion occurs. If P, is significantly less than unity,
but 3k,y, is so large that most of the photons that
escape must have |x|Z x_, the assumption of com-
plete frequency redistribution (so that emission
has a Voigt profile) leads to a much greater rate
of escape from the container than would arise
from use of Eq. (31) in Eq. (4).

(b) Where P, is significantly less than unity, but
most of the escaping photons have |x|>x_, there is
another important difference from the complete
redistribution case. This occurs because many
photons emitted with |x|>>x, get absorbed. If
they are reemitted before a decorrelating colli-
sion occurs, they will, with high probability, again
have |x|>>x,. Thus, a significant contribution to
the transport and escape of the radiation will be
made by photons that make two or more successive
large spatial jumps. With complete redistribution,
successive large spatial jumps are exceedingly
improbable.

We can now write a condition for large devia-
tions from a theory that assumes complete fre-
quency redistribution. The condition is that P,
=y,/(y+v,) is significantly less than unity and yet

(note that large k,y, implies that few photons ever
escape with |x|<x,)x, = (3 Ink,¥,)!/? is large enough
so that the number of photons emitted with |x|>x,
is significantly less than what would be emitted
with |x|>x, if there were complete redistribution
in frequency. We expect this condition to occur

if P, can be small and yet x; be only slightly
smaller (or even larger) than x,. With complete
redistribution for |x|>x,, emission would be with
a Voigt profile ~7"1/2¢7** , q/nx?, while with
coherent scattering in the atom’s rest frame,
emission occurs without a wing term a/7x2%. Thus,
escape will be much slower than with complete
redistribution unless the area under the wing term
beyond x, is much smaller than the corresponding
area under a Gaussian. Using the definition of

x., we find that the conditions for large deviations
from complete redistribution are

P,<0.7 and ky,y,a=1, (35)

where %, is the absorption coefficient at value line
center and a is the width parameter in the Voigt
profile, defined in Sec. I. Thus, very large values
of (,/v,T)(X,/v,T) are conducive to producing the
deviations in question. The effect is enhanced by
choosing large y,, low temperature, and short
natural lifetimes.

In cases where x, <x_,-0.5 and 3k,¥,> 30, the
photons that are escaping have frequencies such
that the wings of the absorption profile play no
part. Further, almost all of the photons that are
emitted have !x|<xc so that the entire transport
process is independent of the presence of the
wings on the absorption profile. In such a case
we can simply use

R(x',x)=3(1 -P)erfc(X) +P, 1t e~ ="+

and obtain correct results. Thus, while complete



9 EFFECT OF CORRELATIONS

redistribution in the strict sense [i.e., using
R(x',x)=¢(x)p(x)] is not valid, we still get cor-
rect results with it for x, <x,- 0.5 if the wings are
omitted on the absorption profile and as the re-
sults of Sec. III would suggest that 3 erfc(¥) can
be replaced by e~ ****'*)/5. Therefore, we have
as an approximation that leads to accurate escape
rates, R(x’,x)=e"****"*)/5. Escape rates calcu-
lated from this form of R(x’, x) are just those of
the Holstein-Biberman theory for pure Doppler
broadening.

BETWEEN ABSORBED AND...
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V. EARLY-TIME DECAY OF
RESONANCE RADIATION

In this section we restrict ourselves to the prob-
lem of calculating the rate of escape of resonance
radiation from a slab. We assume that at ¢t =0 all
of the excited atoms are spread uniformly over the
midplane and that the excitation is carried out
in such a way that very few of the initially excited
atoms emit photons with |x|>xL. In this case we
can use Eq. (12) along with Eqs. (31) and (34):

%?‘W:X’“WN(%%t)=yPc¢>(x)j_: dy'j_wdx'%El(k(x')ly—y'l)N(y',x',t)k(x')wu —Pc)f_:!dy'f_“dx’
1

x BUbLD) g ey -y )Ny, 5, 0 k). (36)

2¢(x")

In Eq. (36) the slab thickness is 2y,.

In two cases we can calculate the early-time
escape rate from the region between —3y,<y <3y,
where 39,<y,. These are the following.

(1) x;, <x.-0.5. In this case the discussions of
Secs. IIT and IV lead us to believe that while com-
plete redistribution in its strictest sense may re-
sult in large errors, nevertheless the results of
the Holstein-Biberman theory for pure Doppler
broadening are correct.

(ii) Define x by 3k(xg)¥,=1. If xz>x,+3 and
also P.>0.3, we will presently see that great
simplifications occur. In case (ii) the photons
which dominate the transport process (i.e., have
|x|z x) almost always have one of the following
properties: (a) a decorrelating collision occurred
before emission of the photon; (b) the photon ab-
sorbed before emission had |x’|>x,+2. Now a
photon that is emitted with |x|> x, can either es-
cape or be absorbed. If it is absorbed and no de-
correlating collision occurs before emission,

Eq. (34) shows that it will almost always be emit-
ted with |x —x’|<s 1. However, if it is absorbed
and a collision does occur, the emitted photon has
high probability of having |x|<x,—1. It is unlikely
with our restrictions on P, and x that more than
three or four absorptions and reemissions will
occur for a photon originally having |x|>x, before
the energy either escapes or a collision occurs,
returning the photon to a frequency with |x|<x, -1
on the next emission. Further, k(x) varies slowly
with x at |x|z x,. Thus, the accumulated change
in frequency of a quantum while being absorbed
and reemitted with |x|>x,+3 is small so that the
same absorption coefficient can be used for all
successive emissions with |x|>x,. In cases where

r

decorrelating collisions occur, the spectrum of
emitted photons having Ix|>xE falls off very slowly
with |x| so that many of the photons which contrib-
ute to the transport process are emitted with |x|
considerably greater than xz. We expect, then,
that the transport process is described properly
by replacing Eq. (34) with

Ry (x’,x)=3b(x',x)erfc(X)+alx’, x)
X p(x’)6(x —x'). (37)

In the region where b(x’, x) is of significant mag-
nitude we expect that we have complete redistri-
bution (for |x|<<xE the presence of the boundary
does not effect the distribution of emitted fre-
quencies greatly), and we can take

Ry (', x)=bl’,x)p(x') ™ /2™
+al’, x)p')0(x —x'). (38)

Since the approach of R;(x',x) to ¢(x’')6(x —x’) at
|¥|z x together with the sum rule

[ asryb, 0= 00, (59)

are the important features of R;;(x’,x) (as far as
correctly describing the transport process is
concerned), we can take

blx',x)=1—alx’,x)=1""2e"*"7p(x"), (40)

and still retain qualitatively the right balance be-
tween completely coherent and completely inco-
herent scattering and satisfy the sum rule exactly.
We will presently show that when Ry;(x’, ) is
simplified as described above, it becomes possible
to determine the rate of escape of photons at small
t with a minimum of difficulty.
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Thus, we will use the following form of Ry;(x’, x)
in describing the early time escape of resonance
photons from the region -3y,<¥ <3y, (Ref. 15):

Ry, x)=e” ="/ [p(x') = 77127 )6 (x —x).
(41)

It should be noted further that when x, <x -0.5,
escape rates calculated while using the R;;(x’, x)
of Eq. (41) yield correct results. The reason is
that ¢(x) — 771/2¢"** is very small for |x|<x,-0.5,

i
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and consequently the term involving 6(x —x’) plays
no significant part in this limiting case. Since
Eq. (41) is expected to lead to correct escape
rates at both low and relatively high pressures,
we will carry out a calculation which uses it at
all pressures. The region where the results should
be accurate can then be estimated by using the
above restrictions. The results will also be cor-
rect, of course, at pressures where P, is so close
to unity that approximations in R;;(x’, x) do not
matter.

Combining Eqs. (36) and (41), we obtain

3 " © - -
—alj (y,x,t)+7N(y,x,t)=yPc¢(x)f dy'J' dx' SE,(k(x")y = y'DN(y", x', ) k(x’) +y(1 = P,) 1~1/2¢™%
—yl -0

< [ay | " ax' 3b () ExkG )y -y DN(Y, 2, 1) R(x)

-

+v(t ~P)a(x) [ " dy LE(R(x)y -y DN(Y', x, 1) (). 42)

Integrating both sides of Eq. (36) over x and y gives

aN Yo/2 i ® 1 ’ ’ ’ 1ot
Er(‘)=-7ﬁ;,2dy j ay' [ _ax[6(y =) = 3EG )y -3 DRGDING 2, 1), (43)

where

vo/ 2 L
N(t)= dyf dx N(y,x, t).

-vo/2
We need to determine a form of N(y’,x’, t) which
has the correct y’ and x’ dependence at very early
times for those photons which have large |x| and
hence contribute to changing N(¢). Such a N(y’x’,t)
can be used directly on the right-hand side of Eq.
(43) for all ¥’ and x’ since little contribution to
dN(t)/dt will occur at |x'|<xg -1.

Note that those photons with |x| somewhat greater
than x seldom get reemitted with |x|>x; more than
four times so that in the limit of strong imprison-
ment the time dependence of N(y,x,t) for |x|>xg
must follow that for |x|<x;. There is essentially
an instantaneous balance between absorption of
photons emitted at |x|>x, by the very plentiful
atoms that absorbed at |x|<x, but underwent a
decorrelating collision and estaped to the walls
along with incoherent emission. We evaluate Eq.
(42) at |x|z x5 and note that all of the other terms
are large compared with 8N(y, x, t)/at in the strong
trapping limit. Further, most of the contribution
to the integrals in the terms representing complete
redistribution come from small x so that at very
early times

%J‘yl dy’[m dx'El(k(x’)iy ‘y'l)N(y',x’,t)k(x')
- -

=N(t)56(y)

and

%J.yl dy'ju:b(x')dx' El(k(x')b; _y’l)N(y/,xl, t)k(x')

-3
=N(£)8(y).
Thus, at large |x| with strong imprisonment
N(y,x,t)=[P,¢(x)+ (1 -P,) 171/2¢"*"]
XN(t)3(y)

+A=P)al) [ ay' SE Ry -]

-3
XN(y',x,t)k(x). (44)

The “picture” associated with Eq. (44) is that at
very early times most of the excited atoms re-
main near ¥y =0. When a photon is emitted that can
traverse a significant distance without absorption,
it either escapes or, if absorbed, is reemitted

at the same frequency with a probability

(1 -P,)a(x), and again can either escape or be
absorbed, etc. The process continues for a small
time until escape occurs or the photon undergoes



9 EFFECT OF CORRELATIONS BETWEEN ABSORBED AND... 1061

an incoherent emission which leads with a proba-
bility of nearly unity to an emitted photon with
|x|<<xg. In the latter case many natural lifetimes
pass (for 3k,¥,>50) before an emission with |x|
2 xg occurs again. While we can hardly ever
neglect spatial transport before escape for photons
absorbed at |x|>x;, we can, for a short period of
time, neglect the spatial spread of atoms emitting
photons with |x|<xj since at least two nonsucces-
sive emissions at large |x| must become probable
before the corrections become important. It
should also be pointed out that Eq. (44) assumes
that N(y, x, t) changes very little at any y or x
during the time a photon remains at |x|2 x;. Thus,
again the requirement is that we must have strong
imprisonment.

In dealing with Eq. (44) it is convenient to define
U(r,\) by

N(y, %', t)=k(x")[P.o&") + (1 =P) 1~1/2¢""%]
XN(8)T(r, \), 45)
where T=k(x')y, 7' =k(x')y’, T,=k(x")y,, T,

=k(x')y,, and A=a(x’')(1 -P,). We can then show
that

U(r,\)=6(1) +%Aj

.
YE(T-mDTE Nar.
.
' (46)

Defining g by

dN

E(t)—-—BN(t), (47)
and using Eq. (45) on the right-hand side of Eq.
(43), we obtain
B=7J dx' [Pp(x')+ (1 =P m~1/2¢7%"%)

/2
= AJ. '% -(1- -t ¢ ) d s
X [)H(l AVE,(37,) — (1 = f_%/zg('r A) 1']
(48)
where
gTiN)=U(7,\) =6(1) = A3E,(|7]).

Equation (48) is rather general, holding for any

T,>137, subject to the restrictions specified earlier.

However, we shall see in Sec. VI that the special
case where 7, >>37, is of particular importance in
connection with the experiment concerning the
1048-A resonance line of argon. When 7,>37,

and A<0.7 for the larger portion of the escaping
photons, we can let 7, -=«. Then, using the method
of Fourier transforms,

/2 w
A“f o/ g(‘r,)\)d'r:%j P [R(P)]?

x[1 = AR(P)]"!sin(3P1,)dP,
(49)

where
R(P)=[tan™*(P)]/P. (50)

Thus, we have been able to reduce the calculation
of the early time B to quadrature for the special
case of 7, -, It should be pointed out also that
Eq. (46) is a much studied equation and is readily
solved for finite 7,.

In Sec. VI we combine Eqs. (48) and (49) in order
to compare the theory with an experiment on the
1048-A line of argon.

V1. EXPERIMENT

In this section an experiment is reported which
examines the time behavior of the resonance
trapping of the 1048-A photons in argon. Argon
atoms in a gas are excited along a nearly straight
line by a pulsed beam of 2-MeV protons and the
'p, state serve as a source of resonance photons.
The gas is contained in a narrow cylinder, and the
distribution in time of escaping 1048-A photons is
examined over the pressure range 0.0015 to 10
Torr. The results are in substantial disagreement
with values obtained by a direct application of the
Holstein-Biberman theory, assuming strict com-
plete redistribution in frequency (i.e., emission
profile equals absorption profile).

Excitation of atomic levels by fast-charged par-
ticles provides an excellent method to study vac-
uum ultraviolet emission from noble gases. By
this method Hurst and co-workers!®!® have been
able to obtain emission spectra which are quite
reproducible. A beam of protons can be used to
produce a clearly defined, initial spatial distribu-
tion of excited states, and it can be terminated
after a few nanoseconds so that ¢ =0 is well de-
fined. Well-defined initial conditions are essential
for studies of the transport of resonance photons
if critical comparisons with theory are to be made.

The 1048-A emission of argon was chosen for
this study for the following reasons: (i) The
associated P, atomic level is easily excited by
fast-charged particles owing to its large oscil-
lator strength; (ii) the level has no complicated
fine structure; (iii) the level is isolated in energy
from other excited states; and (iv) the emitted
1048-A photons are transmitted by a lithium-
flouride window so that differential pumping is
not required.

Applying the conditions P,<0.7 and kyy,a= 1
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FIG. 3. Reaction cell and environs.

(see Sec. IV) to this resonance line in the present
geometry (with y,=0.714 cm), one obtains a pres-
sure region 0.005<P <2 Torr where the complete
redistribution assumption should cause large
errors. This wide pressure region is the result
of the short natural lifetime (~2X107° sec) of the
'p, level. The much studied level in mercury
which decays by emission at 2537 A has an ap-
preciably longer lifetime (1X1077 sec), accounting
for the lack of a similar pressure region.

The apparatus used in this experiment is shown
in Fig. 3. Argon gas flows continuously through
the reaction cell. Bursts of 2-MeV protons (less
than 20 nsec full width at half-maximum in dura-
tion) from a 3-MeV van de Graaff accelerator pass
through a 3-mm collimating aperture, then enter
the reaction cell through a 0.0001-in. Havar foil.
The reaction cell is a stainless-steel cylinder 7
cm long with a radius of 1.11 cm. The protons
are stopped by the back plate of the cylinder.

The resonance radiation which escapes to the
walls of the cylinder may enter the dispersing
monochromator via a 0.714-cm-diam cylindrical
aperture halfway down the length of the cell. To
prevent argon from flowing into the monochroma-
tor chamber, a lithium-flouride disk (about 1 mm
thick) was placed across the aperture flush with
the walls of the reaction cell. This precaution is
not trivial, because pressure gradients along the
escaping photon path would greatly complicate
interpretation. Additional apertures were present

in the cell to facilitate gas flow and pressure mea-
surements. To measure the proton current, it
was necessary to electrically isolate the cell from
the surrounding hardware.

The repetition period of the proton pulses was
kept low enough to allow the effects of previous
pulses to dissipate. Typically, this repetition
period was 64 psec, resulting in an average proton
current of 0.06 LA.

Photons, on passing through the lithium-flouride
window, were dispersed by a 50-cm McPherson
model 235 scanning monochromator which employs
a Seya-Namioka geometrical arrangement. En-
trance and exit slits were 1 cm high. The mono-
chromator chamber was maintained at a pressure
of less than 10™® Torr during the experiment. A
Bendix spiraltron electron multiplier (SEM model
4219X), mounted directly behind the exit slit, was
used to detect the photons. The cone of the SEM
had a base diameter of 1.1 cm.

Pressure measurements in the reaction cell
were made with an MKS baratron capacitance
manometer (head type 7T7TH-10). The lower pres-
sure measurements should be accurate to +0.5
uwm. High-purity (99.999%) argon was used; the
gas was allowed to flow to maintain purity.

A block diagram of the electronics is shown in
Fig. 4. The time distribution of escaping reso-
nance photons was determined by a single-photon
counting technique as follows. A proton pulse, in
passing through a time pick-off cylinder, induced
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FIG. 4. Block diagram of the electronics.

a signal which was amplified and used as an input
to the time-to-pulse-height converter (TPHC).
Some of the photons, which escaped from the
reaction cell into the proper solid angle and with
the selected wavelength, triggered the SEM de-
tector. These signals were then amplified and
used as a second input for the TPHC. In the ex-
periment, the ratio of photons detected to incident
photon pulses ranged from 1:20 to 1:2000, so that
the detection of a photon for any given proton
burst was a rare event. The output signals from
the TPHC were analyzed and stored by a multi-
channel analyzer. The number of counts plotted
versus channel number gave the time distribution
of the emitted photons relative to the time of inci-
dence of a proton pulse. Figure 5 shows, ona ln
scale, typical curves obtained after the SEM back-
ground count has been removed. The solid line
represents an exponential function obtained by
fitting to the early-time data. Additional informa-
tion on the experimental apparatus and procedure
is given in Ref. 20.

After many proton pulses, the number of counts

stored in the jth channel of the analyzer is given
by

I(t,)At:N,,eAtfdx av iR N(F,x,t,)

Ve 4w
XT(T,x), (51)

where yN(T,x,t,)dxdV is the rate at time ¢, at
which photons with frequency between x and x +dx
are emitted from the volume element dV at T;
T(T,x) is the transmission factor, the probability
that a photon of frequency x will traverse the dis-
tance from dV to the window (measured in the di-
rection toward the detector) without being ab-
sorbed; and AQ/47 is the probability of this photon
being emitted into the proper solid angle to reach
the detector. Isotropic emission is assumed from
each volume element. The SEM detector (1 cm
high, 1 m away) subtends a very small solid angle
at any volume element dV in the cell. The entire
detector (as seen through the monochromator exit
slit) is visible to each dV in V,, enabling one to
use the same solid angle for each.
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N, is a number proportional to the number of
excited atoms produced per cm of track length
during a given experiment; € is the combination
of transmission efficiency of window, reflection
efficiency of grating, and detection efficiency of
the SEM detector, evaluated at the line center;
and Vj is the volume of the reaction cell “visible”
to the SEM detector. The spatial integral in Eq.
(51) is always carried out over V,; the frequency
integration is performed over the entire profile
of the 1048-A line. The volume of the reaction
cell V, viewed by the SEM detector is determined
in the horizontal plane by the monochromator en-
trance-slit width z, and in the vertical plane by
the diameter y, of the cylindrical aperture to the
reaction cell [see Fig. 6(a)].

The fairly small value of y, (0.714 cm) compared
to the reaction-cell diameter (2R =2.22 cm) is
important at early times (measured from the
proton pulse) for two reasons: (i) With y,/2R<<1,
the escape of resonance photons from V. is deter-
mined almost entirely by those photons which
escape across the boundary of a region between
two infinite parallel planes separated by the dis-
tance y,; (ii) escape from this “slab” region is
consistent with the assumptions used in the analy-
sis of Secs. IIl and V. We now consider these
points in more detail.

For a limited time after the proton pulse has

? I
1¢* ;‘
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\ |
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FIG. 5. Decay curves for argon 1048-A resonance
radiation at several pressures.

traveled through the cylinder, a dominant frac-
tion of the 'P, states is confined to a small region
near the axis. Most of the photons are emitted
with a frequency near the core of the resonance
line and in the strong trapping limit (3k,y,>50)
are absorbed and reemitted many times before
traversing a distance comparable with %yo. Pho-
tons which escape from V, generally, then, have
been emitted from near the axis with frequency
such that |x|>x,. Escape from V, in the z direc-
tion [see Fig. 6(b)] is not important owing to the
cylindrical symmetry of N(T,x, ¢) about the proton
beam. Further, there is a much larger probability
for photons to escape across the sides of V paral-
lel to the xz plane than through the ends [partially
indicated by shaded area in Fig. 3(b)]. For pur-
poses of calculating the number of excited atoms
that can be seen, the volume of V; can thus be ex-
tended to infinity in the positive and negative x
and z directions with very little error introduced
in evaluating Eq. (51). This error is estimated to
be about 2% in the high- and low-pressure limits.
In Secs. III and V, photons emitted at frequencies
less than some critical value x, (v, in Sec. III,
%, in Sec. V) are treated as if they were emitted
and reabsorbed at y =0. In the analysis it is as-
sumed that the fraction of the number of excited
states which will emit photons with |x|>x, is small
compared to the fraction which will emit at |x|<x,.

\ = |=25 =0.005¢cm
\
\ f PROTONS

2.22cm ! Yo =0.714 cm

! /X
1

/I

CELL APERTURE MONOCHROMATOR
ENTRANCE SLIT
(a)

-
Q,

DETECTOR

(b)

FIG. 6. Reaction cell as viewed by the photon detector.
(a) Shaded area is in view of SEM detector. (b) Cross
section of slab used in early time analysis.
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Escape from the slab can occur only for those
photons with |x|>|x,|. Photons which are absorbed
with |x’|>x, are allowed to move from ¥ =0, and,
as there is (depending on the pressure) an appre-
ciable probability of being reemitted with |x|>x,,
the analysis treats escape by correlated jumps in
a realistic way. However, if after absorption at
|x’|>x, the excited atom undergoes a decorrelating
collision so that emission will most probably occur
with |x|<x,, this latter emission will be treated as
if it occurred at y =0. Hence, a subsequent emis-
sion at |x|>x, will be assigned an improper spatial
location. This error is minimized if one considers
only short enough times after the proton pulse
that nonsuccessive emissions at |x|>x, are im-
probable (early times).

Then, at low pressures, N,(3,x,t) from Eq. (22)
with time dependence described by Eq. (28) can
be used to approximate N(T,x,t) in Eq. (51). Sim-
ilarly, at intermediate pressures, Eqgs. (44) and
(48) can be applied. Within the early-time re-
striction, these substitutions into Eq. (51) should
give accurate values for the time dependence of
I(t)Aat. To evaluate the actual magnitude of
I(t)at, one needs to redefine the transmission
factor T(T,x) in terms of a function 7; (R, x) which
allows for escape to the window from the axis by
successive emissions with |x|>x,. The accuracy
of the time dependence obtained under these con-
ditions will be discussed further in the analysis
of the data.

The experimental data for the time distribution

of escaping 1048-A radiation were obtained over
the pressure range 0.0015-9.3 Torr. This range
is divided into three general regions determined
by the dominant trapping process at that pressure.
As mentioned earlier in this section, there should
be a pressure range 0.0005<P <2 Torr where the
complete redistribution in frequency assumption
fails. Figure 7 shows a plot of the quantities x,
Xg, Xy versus pressure for slab geometry with
¥,=0.714 cm (see Secs. IV and V for definitions).
Note, for this experiment, 3k,y,=12.1x10°P

and P,=1.74P/(1 +1.74P), where P is the argon
pressure in Torr.

Below P =0.01 Torr, the conditionx,sx,-0.5
is satisfied so the analysis of Sec. III applies at
early times. Emission and absorption are de-
scribed by Eqgs. (7). However, the strong trapping
requirement is only marginally satisfied at 0.0014
Torr.

In the intermediate pressure region (0.005<P
<2 Torr), the analysis of Sec. V applies at early
times. As discussed in Sec. V, one should expect
good agreement between the calculated values and
the experimental values in two situations: (i) x,
<%,-0.5; (ii) xz>x,+3 and P,>0.3. From Fig. 17,
condition (i) is satisfied below 0.01 Torr, and
condition (ii) is satisfied above 0.28 Torr. In
the pressure region 0.01 <P <0.28 Torr, one ex-
pects the approximation used in the analysis of
Sec. V to predict photon escape rates which are too
small, but the error is difficult to estimate.

At early times, most of the light emitted from
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FIG. 7. Reduced frequency parameters vs pressure for the argon 1048-A resonance line in the present geometry.
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the cell comes from near the cylinder axis, and
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TABLE I. Early-time decay rate as a function of

one can consider the transport problem in terms pressure,
of resonance photons escaping from a slab geom-
etry. At late times, however, the population of Measured decay rate at
each volume element of the cylinder is such that Pressure early times
the spatial profile remains constant (at least in (Torr) (nsec™)
the high- and low-pressure limits where a com- 9.35 0.377
plete redistribution in frequency theory is appro- 5.25 0.358 2
priate); each volume element dV emits with the 5.18 0.363
same frequency profile; the total number of ex- 1.94 0.361
cited states in each dV is decreasing exponen- 1.07 0.354
tially. In general, the early-time and late-time 0.86 0.839
0.57 0.340
escape rates will differ measurably. However, 0.50 0.344 2
the ratio of —d(lnI)/dt at early and late times, 041 0.330
with I(¢) defined by Eq. (51), is dependent on the 0.184 0.293
parameter y°/2R and one can, in principle, choose 0.135 0.3192
this parameter so that at one pressure the ratio 0.093 0.283
is unity. 0.069 0.3162
To obtain an estimate of the appropriate value of 0.042 0.310
. s . 0.0206 0.3822
v,/2R, consider the low-pressure limits. We 0.0147 0.468
have shown that the assumption of complete re- 0.0100 0.6202
distribution in frequency gives nearly correct 0.0015 542

results. Only Doppler broadening is important,
and the early-time value of —d(Inl)/dt can be
equated to By as given in Eq. (30). The late-time
decay rate B, is determined by the fundamental
mode of the eigenfunction expansion developed by
Holstein.> We use the cylindrical geometry re-
sults of Payne and Cook” and find below 0.010
Torr,

Br/B, =0.34(2R/v,).

In this experiment y,/2R =0.322, so the early-
time escape rate should only be about 5% faster
than the late-time rate. One expects by interpola-
tion that the escape rate at intermediate times
will join these two smoothly, and one should be

(52)

2 See text for comment on this later experiment.

able over an extended period of time to examine
the escaping photons as an exponential decay with
a single effective decay constant.

At pressures above 2 Torr, Doppler broadening
plays no part in the transport process, and one
calculates the ratio of early- to late-time escape
rates Bz/B;, using only the wing term of the pro-
file,

Be/B,=0.622R/y,)/2, (53)

Thus, at high pressures the ratio is again near
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FIG. 8. Experimental and theoretical early-time escape rates for argon 1048-A resonance radiation. At pressures
between 0.01 and 0.28 Torr the theory should give results that are two small owing to an approximation made in solving
the transport theory.
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unity with the early-time escape rate approximate-
ly 10% faster. The evaluation of C(P, y,, R) and
hence the computation of the time-integrated count
(intensity) will not be pursued further in this paper.

Typical data curves, plotting /(¢)At versus
time on a logarithmic scale, are shown in Fig. 5.
To compare the data with the theoretical calcula-
tions, the early-time slope was determined by a
least-squares fit giving additional weight to the
counts in earlier time channels. Experimental
and theoretical values of 3 are given in Table I
and in Fig. 8. The natural lifetime 7 =1/y of the
1P, argon state is somewhat uncertain. Two rea-
sonable values are 2.15X107° sec? and 1.8x107°
sec.!” Curves representing both values are shown
in Fig. 8. A measurably different slope was ob-
served at late times at pressures above 0.5 Torr.
This slope is found to have a constant value of
0.32x10° sec™!. Using the expression for 8,
implied from Eq. (52) (for the late-time escape
rate from cylindrical geometry’), this value is in
good agreement with the 1.8 X10™°-sec natural
lifetime. In addition, the results obtained by
applying the Holstein-Biberman equation at early
times with the complete redistribution assumption
is shown. [This is obtained from Eq. (48) with
P, set equal to unity.] The errors on the slope
measurements are estimated to be less than
+3% except for the data point at 0.0015 Torr which
is +20%.

The data points marked with an O in Fig. 8 and
indicated by footnote a in Table I were taken at a
later time and under different vacuum pumping
conditions than the rest of the data. In this later
set of experiments, an impurity was present which
would tend to increase the observed escape rate
of the resonance photons from the container. These
later data fall on a smooth curve which below 0.3
Torr lie approximately 0.03 psec™! above the data
determined in the earlier experiments where the
impurity was not present. At pressures above
0.3 Torr, the earlier and later experimental points
are the same within experimental error, suggesting
that in the process of flowing the argon gas, vis-
cous flow is sweeping out this impurity. At lower
pressures, Knudsen flow would not appreciably
effect the partial pressure of the impurity.

Several experimental and theoretical factors
can cause a difference between calculated and ob-
served escape rates. In general, all these factors
tend to cause the measured escape rate to be
faster than that determined from the theory. Some
of these effects [i.e., ones such as (4) below which
can be reduced by considering sufficiently early
times after the proton pulse], however, are not
so critical here owing to the selected value of
¥0/2R which tends to extend in time the early-time
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slope.

(a) The initial source function is not confined
rigorously to the cylinder axis as the diameter
of the proton beam is about 0.3 cm. In addition,

0 rays produced in the proton-argon collisions
may cause further spreading. Recombination of
ionized argon atoms could possibly serve as a
source function of 'P, excited atoms which would
be spread out in time and space, but experimental
data taken indicate that this is an unimportant
effect below 10 Torr.

(b) The initial 'P, excited states produced by the
proton beam, either directly or by cascade, will
have wings on the first emission even at lower
pressures. The emission spectrum will not be
quite a Voigt profile owing to the impulse given
the argon atoms by the protons. Those photons
emitted on the far wings in this first emission
should escape without further trapping. However,
no large initial burst of photons is observed in the
first few lifetimes (channel 1 of the analyzer).
The analysis of Sec. III shows that small deviations
initially present in the Doppler core of the profile
will not be retained for more than a few natural
lifetimes at low pressures. The emission profile
quickly approaches distribution which falls off a
bit more quickly than a Gaussian on the wings
where the effects of finite boundaries become
important.

(c) The value given for y, is obtained by mea-
suring the aperture diameter of the reaction cell.
Several factors may give a slightly smaller ef-
fective y,: (i) the intrinsic lack of focus in the
vertical plane of the Seya-Namioka geometry and
(ii) the possibility of a slight misalignment of the
SEM detector with respect to the exit slit. With a
smaller y,, the measured escape rate at early
times would appear faster.

(d) In the slab geometry treatment, those photons
emitted with |x|<x, are not allowed to contribute to
the transport process, but are immediately re-
absorbed at y =0. Only those photons with |x|>x,
can escape from the slab. Thus, except for the
choice of y°/2R so as to make late and early rates
of decay equal, we would obtain an underestimate
of escape rate from the slab at late-enough times.

(e) An appreciable error at intermediate pres-
sures arises when the conditions listed after Eq.
(36) are not met. In particular, at pressures less
than 0.3 Torr, “diffusion in frequency space”
can occur for photons emitted on the wing. This
tendency of photons emitted and absorbed many
successive times on the wings violates the strict
coherence required in Sec. V. Owing to the greater
number of photons emitted with frequency nearer
the core, this “diffusion” will carry the average
photon frequency further from the core with each



1068 PAYNE, TALMAGE, HURST, AND WAGNER

successive emission, hence increasing the actual
escape rate. At pressures below 0.01 Torr, this
effect is not important because the wings are not
required for escape.

(f) The extension of the gas volume to infinity in
evaluating Eq. (48) will introduce a small error,
again causing one to underestimate the rate of
escape.

(g) At low pressures there will be errors due to
the assumption of isotropic emission in deriving
Eq. (4). Further, the R(x',x) used in the theory
is not by any means exact.

In carrying out the computations for the escape
rates, two computer codes have been developed,
one for evaluating 8 from Eq. (48) for an arbitrary
gas and cell parameter (i.e., ¥,) and one for
evaluating M(y,y’) of Eq. (24).

APPENDIX

The function U(x, @) is related to the Kummer
function.?” However, since a tabulation of its
properties does not seem to be readily available,
we will list some of them here.

Relations involving U(x, @) can be determined
from those involving V(x, ), where a> -1,

Vix, a)= -?T-J'wy"‘e"'2 cos(2xy)dy
o
=Tt +a)la M50 + @), 3, —x2]

=T +a)ln e M(-40,3,%%). (A1)

M(a,b,Z) is Kummer’s function.?? Obviously,
1%
U(x) a)=—s-a(x’ a)- (Az)

From (Al) we find

82 )
%+2x5¥+2(1+a)v=0. (A3)
Thus,

(A4)

and

fe‘gerfc(X) Vix, @)dx = (1 + @) 'e* erfc gy_(%_a_)

-7172(1 + @) WV(x, @) +C'(a).

(A5)

TABLE II. Tabulation of U (x, 0).

x U (x,0)
0 0.5539
0.1 0.5540
0.2 0.5542
0.3 0.5541
0.4 0.5532
0.5 0.5510
0.6 0.5469
0.8 0.5311
1.0 0.5037
1.2 0.4461
1.4 0.4219
1.6 0.3760
1.8 0.3324
2.0 0.2936
2.1 0.2765
2.2 0.2608
2.3 0.2466
2.4 0.2337
2.5 0.2221
2.6 0.2115
2.7 0.2020
2.8 0.1933
2.9 0.1854
3.0 0.1782

Using (A2) we can evaluate fe"zU(x, a)dx and
[e*® erfe(x)Ulx, a)dx. The latter integrals are
needed in showing that Eq. (22) satisfies Eq. (15)
up to terms of order y~20%F(y, t)/at2.

Of particular interest here is U(x,0). We find
from (A2) and the properties of the Kummer func-
tion

Ulx,0) = p1/2g=5 (éy +1n2

had (ﬁx)zn+z 1
*; 2n +2 1—3-5-~-(2n+1)>’

where y is Euler’s constant and equals
0.5772156649 ... . Also,

2% (x, 00 = ~2xUx, 0) +erf(x).

At large x,
Ule,0)=3x"1+1/(4x %) +O(x7%)
—e 712 [Iny - 3x72+0(x7Y)] .

A tabulation of U(x, 0) is given in Table II.
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