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The diffusion constant of atomic hydrogen in helium gas, Dy(H-He), was measured with use of
an optical-pumping—spin-exchange technique. Atomic hydrogen was produced by an inductive
discharge in spherical Pyrex cells containing helium and small amounts of molecular hydrogen
(<2%) and rubidium. The rubidium was optically pumped by a vapor lamp and the hydrogen
was polarized by subsequent spin-exchange collisions. The decay rate of the hydrogen concentra-
tion was obtained from the observed time dependence of the hydrogen Zeeman signal and the
diffusion constant was determined by measuring the decay rate in cells of different radius and heli-
um pressure. Dy(H-He) was found to be 2.42(7) cm*sec™! at 60°C, which may be extrapolated to
1.70(5) cm?sec™! at 0°C. This result is significantly more accurate and more consistent with
theoretical calculations than the results of previous experiments.

I. INTRODUCTION

Accurate experimental measurements of atomic-
hydrogen diffusion in helium allow improvement of
current physical models of such systems as the upper at-
mosphere, electric discharge plasmas, molecular trans-
port in fusion reactors,! and cryogenic hydrogen masers
with liquid-helium-coated walls.”? The H-He system is of
considerable interest because its interaction potential is
among the simplest interatomic potentials and has one of
the smallest well depths of all neutral diatoms, compara-
ble to that of two spin-polarized hydrogen atoms (~0.5
meV).> Of secondary interest is the fact that these atoms
are so small that quantum effects (e.g., diffraction of the
wave functions) which modify their diffusion are not
negligible even at room temperature.*

Most techniques for measuring room-temperature hy-
drogen diffusion make use of the fact that the wall
recombination rate of free hydrogen atoms is modified
by their diffusion in the surrounding gas. By measuring
quantities dependent on the time-varying atomic hydro-
gen concentration [H], such as magnetic resonance
linewidths® or the intensity of plasma-induced electronic
transitions,® the diffusion constant may be determined
indirectly. It is difficult to measure the hydrogen con-
centration by direct spectroscopic methods because elec-
tronic transitions between the ground state and excited
states of the hydrogen atom lie in the vacuum-ultraviolet
spectrum, where efficient light sources, lenses, windows,
polarizers, and other optical components are difficult to
obtain.’

In this paper the diffusion constant of atomic hydro-
gen in helium was determined using optical pumping of
rubidium, subsequent spin exchange with hydrogen
atoms, and measurement of the decay rate of the
atomic-hydrogen concentration. Although Rb-H spin
exchange in the presence of a buffer gas has previously
been investigated,® this technique has only recently been
employed to measure diffusion.” This method is relative-
ly free of systematic errors and allows determination of
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the diffusion constant at room temperature to within a
few percent accuracy (which is comparable to the accu-
racy obtained by spin-echo techniques at liquid-helium
temperatures'®). This technique may be used to measure
diffusion of other difficult atomic species such as nitro-
gen, and also to differentiate between isotopes with
different nuclear spin, such as hydrogen and deuterium.

In subsequent sections of this paper we will discuss
the experimental apparatus and technique, the theory of
diffusion and how the diffusion rate is related to the ob-
served signal, the treatment of experimental uncertain-
ties, the experimental results and their comparison to
previous experiments and theoretical calculations, and
our conclusions.

II. EXPERIMENTAL APPARATUS

Spherical Pyrex cells with diameters of 2—-5 cm were
cleansed thoroughly in an inductive discharge (using a
~1-torr H,-He mixture) and heated with a natural-gas
flame to drive off absorbed water vapor and other impur-
ities while they were evacuated below 10~¢ torr. The
cells were subsequently filled with molecular hydrogen,
helium, and several small droplets of natural rubidium.

The alkali-metal and hydrogen polarizations are not
significantly affected by the presence of helium and hy-
drogen buffer gases at the presence used in this experi-
ment.” However, the buffer gas will retard the rate at
which hydrogen atoms diffuse to the cell walls, where
they depolarize and recombine. At low helium pres-
sures, the rubidium and hydrogen atoms diffuse quickly
to the walls and relax so rapidly that their polarizations
are small. If the helium pressure is too high, the
discharge is unable to break down the gas and create hy-
drogen atoms. Hence the cells were filled at room tem-
perature to a helium partial pressure between 21 and 51
torr and a hydrogen partial pressure between 0.41 and
0.55 torr. The pressure was measured with a capaci-
tance manometer with an accuracy of about 0.02 torr.
The manufacturer’s stated purity was greater than
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99.9995% for both gases.'!

The experimental apparatus is shown schematically in
Fig. 1. A rubidium vapor lamp'? is used to illuminate
the cell. The light is first passed through an interference
filter to select the rubidium D, resonance line (A=794.8
nm) and is then circularly polarized by a linear polarizer
and a quarter-wave plate. A spherical lens focuses the
light into the cell, polarizing the rubidium atoms by op-
tical pumping.’

The cell itself is situated in a thermally insulated oven
with glass windows. Hot air piped into the oven heats
the cell to a temperature of about 60°C, and the rubidi-
um number density may be determined from published
vapor-pressure curves.'> Because the rubidium vapor
pressure is less than 1072 torr at the temperatures used
in this experiment, the presence of rubidium has a negli-
gible effect on hydrogen diffusion. The oven tempera-
ture was measured by a copper-Constantan thermocou-
ple mounted near the cell and was found to remain con-
stant to within a few degrees for all measurements.

Atomic hydrogen is produced by a pulsed radio-
frequency (rf) inductive discharge (~21 MHz, ~50 W)
applied to the cell and becomes polarized by spin-
exchange collisions with the optically pumped rubidium
atoms. External Helmholtz coils (not shown in Fig. 1)
maintain a uniform magnetic field (B ~1 G) in the direc-
tion of the light, which also defines the spin-polarization
axis. Aukxiliary coils are operated at the frequency

fa S8
T hQI+1)°

where g ~2 is the electron g factor, h is Planck’s con-
stant, and pp is the Bohr magneton, to depolarize atoms
of nuclear spin I by inducing Zeeman transitions
(AF =0, Amp==1) between adjacent hyperfine sublev-
els. The energy difference between adjacent sublevels is
nearly linear in B at such low magnetic fields, so Eq. (1)
is an excellent approximation. The oven is electrically
shielded in order to avoid pickup of the discharge rf by
the detection electronics, and the apparatus contains no
magnetic materials which could cause depolarization.
The transmitted light is collimated by a second spheri-
cal lens and detected by a silicon photodetector. If the
rubidium is unpolarized at a given time, some of the
photons will be absorbed and the cell will be partially
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FIG. 1. Schematic diagram of the experimental apparatus.

opaque to the light. As the rubidium polarization in-
creases, the cell becomes more transparent to the light.
Hence the light transmission is related to the degree of
polarization of the rubidium. The detector output is
sent to a lock-in amplifier.

Figure 2 shows the unique timing sequence used in
this experiment. The master clock defines two equal
half-cycles of duration 7./2 (~40-130 msec), each of
which begins with a discharge pulse (7; ~100 usec).
During one half-cycle the rubidium and hydrogen polar-
izations are allowed to evolve normally following the
discharge pulse. During the next half-cycle, the hydro-
gen atoms are completely depolarized by application of a
short rf pulse (7, =2 msec) at the hydrogen (I =1) Zee-
man frequency. This Zeeman pulse is delayed by a vari-
able time ¢, from the end of the discharge pulse. The
lock-in amplifier integrates the difference in the light
transmission between these two half-cycles. The output
of the lock-in amplifier is recorded with a signal
averager while the delay time ? is increased from zero
to 7. /2.

A plot of this signal as a function of the delay time ¢,
is obtained by repeating this process several times, as
shown in Fig. 3. After the initial signal buildup, the hy-
drogen atoms become polarized, and the signal decays
exponentially due to the hydrogen atoms being lost to
recombination at the cell wall (as will be shown in Sec.
III). The exponential-decay part of this curve is ana-
lyzed to determine the decay constant 7~ ! of the
atomic-hydrogen concentration, from which the diffu-
sion constant may be calculated.

III. THEORY

A, Diffusion

Classical diffusion theory predicts that under iso-
thermal conditions the spatial and temporal evolution of
the particle concentration n(r,t) is governed by the fa-
miliar diffusion equation

DV?n=09n /3t , ()

where D is the diffusion constant. If the particles are en-
closed in a spherical cell (radius R) whose wall is a parti-
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FIG. 2. Timing sequence showing the discharge (7,;) and
Zeeman (7,) pulse widths. The depolarizing Zeeman pulse can
be delayed relative to the end of the discharge pulse by a vari-
able time ¢,.
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FIG. 3. Time evolution of an observed hydrogen signal.
Once the atomic polarizations have had sufficient time to build
up, the signal decays as exp[ — (¢, /7)] due to recombination of
hydrogen atoms at the cell wall.

cle sink [n(R)=0] due to wall recombination, the con-
centration may be expressed as a sum of exponentials
which decay in time,

n(rt)=3 n,(r)exp(—t/7,), (3)

where 7,, is the recombination time constant and the
subscript m refers to the order of the diffusion mode
(m=1,2,3...). The diffusion equation (2) for each
mode reduces to

d’n 2 dn 1
e
or r or DTt

n,_=0, (4)

m
m

for which the solution is the spherical Bessel function of
order zero:

sin(k,, 7)
k,r ’
At the cell wall n,(R)=0,

n,(r)=n,(0)jy(k,r)=n,(0) (5
where k,, =(DT,, )2
which implies k,,R =mr,

(mw)* 760 torr

—1__
Tm _DO R2 P ’

(6)
where D, refers to the diffusion constant at 760 torr.
Hence the particle recombination rate 7! in this experi-
ment is directly related to the diffusion constant. It will
be shown later that all except the slowest diffusion mode
(m =1) may be neglected in this experiment, so we will
adopt the convention 7=, for the remainder of this re-
port.

In this experiment there is multicomponent diffusion
due to the presence of a small amount of molecular hy-
drogen in the helium buffer gas. The overall time con-
stant 7 is given by

R 2 PHe PHZ
T=THHet THH,= 760m* | Do(H-He) + Dy(H-H,) |’

()

D,(H-H,) has been measured to be about 2.56 cm”sec !

at 60°C,>14-16 ¢4 D,(H-He) may be determined by
measuring the recombination rate 7~! and correcting for
the small second term ( <3%) in Eq. (7).

Two other transport processes, viscous and free
molecular flow,!” could also add to the diffusive flux
Jp=DVn and modify the observed recombination rate.
The viscous flow J;, due to pressure gradients in the cell
of radius R is on the order of nR?Vp /7, where n is the
average number density, Vp is the maximum pressure
gradient in the cell, and 7 is the gas viscosity. The free
molecular flux Jg), is roughly nv (neglecting geometrical
factors), where v is the average atomic velocity. Inser-
tion of typical numbers yields Jy:Jpy:Jp ~10'1:10%1,
which indicates that wall recombination is limited by the
diffusion rate, and viscous and free molecular flow may
be neglected.

B. Experimental signal

A rigorous analysis of the polarization process for a
given atom would require accounting for the changes in
the populations of the individual hyperfine sublevels due
to optical pumping, spin relaxation, and spin exchange.
We use simple models of these processes, independent of
the details of the hyperfine structure, in order to derive
an approximate analytical solution. In this approxima-
tion, the time evolution of the electron-spin polarization
(S, ) of each atom is described by

(s,) d(Sz)I [d(SZ)}
de [ d T e
d(s,)
Ta e ®

The first two terms are easily approximated as the
optical-pumping rate varies linearly as (S,), and
electron-spin relaxation has nearly a simple exponential
decay rate.” The spin-exchange rate is a complicated
function of (S, )y, and (S, )y, but the rate of change of
the atomic polarization d { F, ) /dt is just proportional to
the difference in (S,) of the colliding atoms.'® We use
the approximation d{S, ) /dt ~d(F,) /dt in order to fa-
cilitate the analysis.

Combination of these simple models yields the two
coupled equations

dSRb /dt zrop(—;——SRb)—beSRb
+[H]<0va)(SH_'SRb) s (9a)
dSH/dtz“YHSH+[Rb](aHU)(SRb_SH) ’ (9b)

where Sg,=(S, ), and Sy =(S, )y, T, is the optical-
pumping rate in the unpolarized rubidium vapor, ¥y,
and yy are the rubidium and hydrogen electron-spin-
relaxation rates, (ov ) is the average product of the Rb-
H spin-exchange cross section and the relative speed of
the colliding atoms. Since the electron transfers its spin
to the nucleus through the hyperfine interaction, the
atom must undergo several spin-exchange collisions be-
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fore the electron remains polarized. Hence the effective
spin-exchange cross section (o, ) is equal to the real
spin-exchange cross section (o ) divided by the “nuclear
slowing-down factor” (21, i +1)*/2, where I is the nu-
clear spin.” All of these rates are effective values, aver-
aged over the atomic hyperfine populations, the atomic
velocity distributions, the spatial variation of the pump-
ing light intensity, and the cell volume.
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Because the hydrogen concentration is small, Egs. (9a)
and (9b) may be solved by expanding the polarizations in
a power series in [H] and solving iteratively. The
discharge pulse causes total depolarization at the start of
each half-cycle, so the initial conditions are
Su(0)=Sg,(0)=0. To zeroth order (assuming [H]=0),
the rubidium and hydrogen polarizations have the exact
solutions

J

0s (z)——%IOP— {l—ex [—(Top+7 )t]] (10a)
R Tptyge) | o TRORE) ’
ir _
o 1 exp[ — (Lo, + Y rp)t]
0§y (t)=———"—[Rbloyw) B L
H (rop+m)[ low (yu+[RbI o)) (yg+[RbI{ogw ) =Ty —¥re)
+ (F0p+7/m,)exp{——(7/H+[Rb](0Hv))t} (10b)
(yu+[Rb) oy ) yu+[RbJ{oy ) —T o, —¥gy)
Equation (10a) describes the evolution of the rubidium polarization in the limit as [H](¢) goes to zero.
The first-order correction to the rubidium polarization is then
Sro(1)=Sgp () 4+ fF(O[H]()ogpv ) , (11)
where the hydrogen concentration decays exponentially due to wall recombination, as discussed previously.
[Hit)=[H]yexp(—t/7) . (12)
When (11) is inserted in (9a), the remaining first-order terms are
df (t)/dt =f (1) (17 =Ty — Vo) + "Su ()= Sgy (1) . (13)
This may be solved exactly for f(¢), and therefore for Sg;(¢),
S (t)————%fop—[l exp[ — (o, + 7Ryt 1}
Rbl\l)= (F0p+be) p opTVRb
1op(¥ 11— Cop— ¥ ro)[Hlo{ 0 ot )
1 op op —1
- exp[ — (L, +Yro+7 Jt]—exp[ — (Lo, + 7Ryt
(Top+7r) 7+ RO (o0 ) —Top— 7ol texpl —(Top+7ro 1—exp[ —(Top+7ro) 1}
1T [RbI o v ) [H]o{ ogpv M exp{ —(y g+ [RbI{a v ) +7 ")t} —exp[ —(Fop+7gp)t])
(yu+[Rb[{oyv ) N yy+[Rb]oyv) —Fop—VRb)(?’H"F[Rb](UHU ) +T_1—rop—?’kb)
1P vulHl{oryv )
2 op” M50 RO ul){exp(—t/T)~exp[—(Fop+be)t]} . (14)

T (Top+7ro)¥u+IRDI( 010 )N Cop+¥rp—T7

Equation (14) describes the evolution of the rubidium polarization during the half-cycle in which the depolarizing rf is
not turned on.

The evolution during the depolarization half-cycle is derived in the same way, except that Sy(¢) is zero (and

Yu— o) during the short Zeeman pulse (applied at t =¢,) and evolves again afterward. The first-order solution dur-
ing the Zeeman pulse of duration 7, is

1
ir
Sgo(t) == (1—exp[ — (L, +¥gry)t
Rb (r0p+be)i pl pTVRb 1
Lol ol ot ) {exp(—1 /7) —exp[ — (Top+¥ o)t —t)] €Xp(—to /7)
- xp(—t/7)—exp[ — — _
(rop+be)(Fop+be_T_1) p p optVRb o/1€Xp 0/7)}
10 [Hlo{ore?
27 op —
- (rop+be)7_l {exp[ —(Top+VRo+T 1)t]‘exl’[—(Fop‘*“?’kb)t]e"P('—to/T)}
4 3T op¥u[HIoC o rpt ? expl — (T o+ 7 gy )] (1 (C. 7t Deo]
—ex T
(Fopt 7o) Vi1 + [RBI 00 ) ATy + 7 o—7 1) Pt opTVRo 0
4 _;'Fop[Rb]<UHU>[H]O(aRbU ) exp[ — (T op+¥ro)](1—expf _(YH+[Rb]<UHU>+T—l_rop—7Rb)t0])
(Yu+[RbNogo )y g+[Rb ) o ) —To,—Yrp)(¥u+[RbI oo ) +77 =T —¥y)
AT (Y=o —Yro) [ Hlo{ o rpv ? €xp[ — (T oy +7ry)? ]
+ 2 p‘ /' H P Rb 0 Rb p Rb [1——exp(—t0/7)] (15a)

(I‘op+‘}/Rb)(7/H+[Rb](aHv ) -Fop—be)T“l
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and the solution after the pulse ends (¢t > ¢, =ty+47,) is

1
Trop

Sgp(t) = ——2—
ro(?) (Top+7VRo)

{ lwexp[ _(Fop+7/Rb)t]}

%ropYH[H]0<Uva > exp[ ”_(rop'*'?’Rb )t]
(Fop+7’Rb)(‘}’H+[Rb]<0HU >)(rop+YRb”‘T

= {exp(—t/7)—exp[ — (Lo +vygp)(t —2))] exp(—1,/7)}

B +lop(Y—TCop—Vro) [Hlp{ O rpv ?
(rop+7Rb)(TH+[Rb]<aHv)“Fop—‘}/Rb)T“;

X{exp[~(Fop+YRb+T—l)t]‘;exp[_(rop+7Rb)t]exp( -1 /T)}

B 1T p[Rb] oy ) [H]p{ o gpv ) exp[ —(Top+VRro+77 1] exp(—t,/7)
(Cop+ Vo) Yu+[Rb oy ) +77 ' =T —¥gs) (Yu+[Rb[{oww ) =Ty, —7ry) (Yu+[Rbl{ow))

X (exp{ —(yy+[Rbogv ) +77 ")t —1,)} —exp[ —(Top+ 7o)t —1,)])

%rop'}’H[H]o<0Rb” ) exp[ — (L oy +7Rro )]
(Fop+7Rb)(7H+[Rb](UHD >)(rop+YRb—T_l)

[l_exp(rop+YRb+T~l)t0]

3L op[RbICo v ) [H]p o gpv ) expl —(Top+¥rp)t I(1—exp{ — (7 g+ [Rb]{o v ) +77' =T, —¥ro)to})

+
(Yu+[RbN o )Ny g +[RbJoyw ) —T oy —Yre) (Y + RO oy ) +77 ' —T \y—7gs)
Il (Yu—Top—Yro) [Hlo{ o gov ) exp[ — (Lo + gyt ]
+--2 1 p_TRb 9. Rb P le [1—exp(—ty/7)]
(Fop+‘be)(‘yH+[Rb](0HU>'—r0p—'be)T_
+Lop[H1o€ 0 gy ) exp[ —(Top+7 Ryt ]
27 op op -1 -1
+ exp(Fop+¥Vre+ 7 Ntg—exp(Lop+VYrp+77 )2
(Fop+7Rb)(Fop+be_T—1) [ P p YrRot7T 0 P D YRo+7T 1]
AT [H]p{ogev ) expl — (T o+ ¥Ry )21
+ 22 9 Rv p T 7RO [exp(—ty/7)—exp(—1t,/7)] . (15b)

(I‘op+‘be)T_]

In this experiment the optical-pumping light source is also used as a probe for transmission monitoring of the rubi-
dium polarization. The intensity I transmitted through a cell of optical path length L is

I=I,exp(—[RbloL), (16)

where I is the intensity of light entering the cell and o =0(1—2Sg,) is the absorption cross section (o is the ab-
sorption cross section for unpolarized light). The lock-in signal is proportional to the difference in the light transmit-
ted during consecutive half-cycles, averaged over many cycles. If ASy, =Sy, (rf off)—Sg, (rf on) is small, then the
change in light transmission Al is proportional to ASgy,

AI=2[Rblo LIASg; - a7
The hydrogen signal Ay(¢,) is found by integrating A over the time intervals during and after the depolarizing pulse,

Te

__n_
Autto)=—"f,

The signal is normalized by the length 7. /2 of the half-cycle and the factor 7 represents the efficiency of the detection
electronics and the factor 2[Rb]o,LI. Upon integration, the hydrogen signal becomes the following expression (to
first order in [H)):

/2
ASgy(1)dt . (18)
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Aulty)
(Cop/7 RO 0 4o ) [H]{ o gpv ) exp(—14/7)
=7 — [1—exp(—7,/7)]
(r0p+be (YH_*‘{Rb](UHU) I-‘op-i"}/llb )
(Cop/7)RbI 0 v Y [H]p{ o gy ) exp[ —(Top+¥po+7 ' tg
(rop+‘be)(7H+[Rb]<UHU)-Fop_}}/Rb)(Fop_*_’be—*—T?l)
(Fop /7 )[R o v ) [H]{ o gt ) expl( —24/7)
/T RO L T NSl ) XUyt 1ty /2]
(Cop+7re) (Y +[RbI o g ) UL+ yrp—7"")
(Do /7 )[RbI o g ) [H]p{ o rpv ) exp[ — (T + ¥ gy +7 "t
—n p [Rb] HZ[ lotoge pl p YRbAl O]{1—CXP[-‘(FOP-H’Rb)(Tc/2—10)”
(rop+7Rb) (VH+[Rb]<(7HU )—Fop—‘}/Rb)T
(Fop/rc)[Rb]<0Hv)[H]O(okbv)exp{—(}/H+[Rb]<aﬂv>+‘r"l)t0}{l—exp[-(Fop+be)('rc/2—-t0)]}
(Cop+7Rro) Y+ [RbICo 0 2 )y g+ [RbI(o v ) =Ty —¥re) (Y + [Rb) oy ) +77 =Ty — ¥ rp)
(FOP/TC)[Rb]<0'HU>[H]0(0'va)exp{-('}/H‘f‘[Rb](O'HU)*‘T‘I)tO;

Yu+ (RO oy )y g +[RbI oy )—Cop—v o (¥ +[Rb] oo )77 rop—}/Rb)(YH+[Rb]<aHU>+Tvl)

-1 {l_exp[*(rop*—ykb""'r )Tz]}

X(1—exp{ —(yu+[Rb{oyv ) +77 1)1, /2—14)})
(Fop/7 )[R oy Y[H]p{ o gpv ) exp(—1, /7)(1—exp{ —(y g+ [Rb oy ) +77 )7, /2—1,)})
(Cop+7ro) Yu+[RbI oo Ny +[Rb oy ) +77 ' =T — e (¥ +[RbI o ) +771)

(Fop/rc)[Rb](oHv)[H]()(ova)exp[—(Fop+be+7_‘)tl](l—exp{——(yH—l—[Rb](oHv Y47, /2—1)))
(F0p+7Rb)(}/H+[Rb]<aHu)—Fop—ykb)(yﬂ+[Rb](aHv)+7"1—Fop—be)(yH+[Rb](aHv)+T“l)

(Cop /7RO oy ) [H]o{ o gy ) exp(—1, /7){1—exp[ —(Typ+7ge)(7. /2—1)]}

(F0p+'}’Rb)2(‘)/H+[Rb]<UHU)+T‘1——Fop——‘}/Rb(rop+7Rb—- -1

(Cop/Te )[Rb]{ oy ) [H]o{ o gpv ) exp[ —( rop+7’Rb+7' e,

(F0p+7’Rb)(7/H+[Rb]<UHU)+T —Fop—be)

[l—exp[ (Cop+vVroNTc 72—1)]] . (19)

The typical values of the rates and time constants used in this experiment are F0p~100 sec™!, Ypp~ 100 sec™!,

Yu~600 sec™!, [Rb]~10'"" cm~3, [H],~10" cm~3, (ov)~10"° cm’sec™!, 77'~100 sec™!, 7,=2 msec, and
T./2~100 msec. These values allow Eq. (19) to be simplified by the approximation that all exponential terms besides
exp(—ty/7) and exp(—t, /7) are negligible compared to these two if ¢ is large (R 25 msec). This includes all but the
slowest diffusion mode (m =1) of Eq. (6), as previously stated. With this approximation, the signal amplitude after a
long delay ¢, reduces to

. (Top/7 )[H1p{ oppv ) [Rb]{ o v ) 1—exp(—7,/7)
Ay(ty)=mnexp(—ty/7)—2"F [2 Jofore0 /[Rb]( 7y , ! + ? — (20)
(Cop+ 7o) (¥u+[RbN o) +771) | (yu+[Rboyo)) T
|
Equation (20) shows that to first order in [H], the time (Top/7c)
dependence of the hydrogen signal after allowing Aro(to)= (F +7rs)? (202)
op

sufficient time for the polarizations to become estab-

lished is an exponential with decay rate 7=! due to  The ratio of the hydrogen and rubidium signals for large

diffusion of hydrogen atoms to the cell walls. In Figure ¢, is thus

4 the single exponential approximation of Eq. (20) is

compared graphically to an exact numerical solution of Ay [Rb]{oyp )[H]o{ orev ) exp(—1to/7)

Eqgs. (9a) and (9b) using the typical parameters listed Apy (Yu+[Rb oo My +[Rbl oy ) +771)

above, showing the validity of this approximation at

large delay times. 4 (yu+[Rb[{oyv))
It can similarly be shown’ that if the depolarizing X 1

pulse is applied at the rubidium Zeeman frequency, the

rubidium signal is (for large ¢) (20b)

[1—exp(—7,/7)]
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FIG. 4. Numerical calculation of the hydrogen signal com-
pared to our single exponential approximation [Eq. (20)]. The
single exponential approximation becomes valid at large delay
times. The rates, number densities, and pulse widths used in
the calculation are those listed in the text.

The [Rb] dependence of this signal ratio may be used to
determine the hydrogen spin-relaxation rate yp, the
spin-exchange rate {ov ), and the initial hydrogen con-
centration [H]}, produced by the discharge.

IV. DATA REDUCTION

Several experimental variables were set separately for
each cell in order to maximize the hydrogen signal-to-
noise ratio of each measurement. These include the rf
power and tuning of the discharge coil, the lengths of
the master clock and discharge pulses, and the tempera-
ture of the cell. A typical temperature dependence of
the peak hydrogen signal is shown in Fig. 5. The tem-
perature of the cell determines the rubidium density. At
low rubidium density, the spin-exchange rate is too low
to strongly couple the rubidium and hydrogen spins. At
high rubidium density, the transmission-is reduced due
to increased light absorption. The optimum alkali-metal
concentration could also be maintained at other temper-
atures either by cooling the rubidium in a separate reser-
voir while the rest of the cell is heated or by using
another alkali-metal (K,Cs) with a different vapor-
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FIG. 5. Typical plot of the observed hydrogen signal as a
function of the cell temperature. At low temperatures, the ru-
bidium density is so low that spin exchange is insufficient to
polarize the hydrogen atoms before they diffuse to the cell wall
and recombine. At high temperatures, the rubidium density is
high enough to reduce light transmission through the cell.

pressure curve. This would allow the measurement of
D, over an extended temperature range.

In order to investigate possible systematic errors, the
cell temperature and longitudinal magnetic field were
varied. Data were taken on one cell at temperatures
from 40 to 70°C. In this temperature range, the rubidi-
um concentration varies by an order of magnitude,'’ yet
the decay rate was not observed to change significantly
with rubidium concentration (or to deviate from the ex-
pected temperature dependence, which will be discussed
later). There was also no significant difference in the de-
cay rate when the longitudinal magnetic field was in-
creased from 0.59 to 1.38 G. Hence the temperatures
and magnetic fields used in this experiment do not seem
to have introduced any significant errors into these re-
sults.

The decay rate for an individual hydrogen signal (as in
Fig. 3) was determined by a least-squares fit of the signal
to an exponential-decay function. As previously indicat-
ed, the exponential decay becomes a good approximation
only well after the peak of the signal, by which time the
faster diffusion modes of Eq. (6) and the faster exponen-
tials left out of Eq. (20) may be neglected. Therefore,
the curve fit was begun at the point at which the hydro-
gen signal had decayed to about 30% of its peak value.
Variations in the starting point of the curve fit were not
found to significantly affect the calculated decay rate.

In Fig. 6 the measured-signal decay rate 7f.4. is plot-
ted as a function of the cell radius and helium pressure
at an oven temperature of about 60°C. The decay rate
plotted for each of the 13 cells is the average of four in-
dividual measurements taken for that cell (with the
correction for Tﬁ_‘HZ), and the vertical error bars

represent the standard deviation of the mean of these
measurements. The helium pressure was determined by
correction of the fill pressure from room temperature to
the oven temperature. From these data, which were an-
alyzed by a least-squares fit to a straight line through the
origin, the diffusion constant of atomic hydrogen in heli-
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FIG. 6. Decay rate of the hydrogen signal as a function of
the cell radius and helium partial pressure. The straight line
corresponds to the measured diffusion constant at 60°C,
Dy=2.42(7) cm?sec™!. The vertical error bars are the statisti-
cal error in the decay rate (standard deviation of the mean).
The horizontal error bars represent the uncertainty in the cell
radii.
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um at 60°C and 760 torr was determined to be 2.42(7)
cm?sec™!. This value is represented by the straight line
through the points in Fig. 6.

In addition to the statistical error, the systematic er-
rors due to temperature fluctuations and uncertainties in
the gas pressure and the cell radius must be estimated.
Typical temperature fluctuations were about *+1.5 K
around ~333 K, which implies an uncertainty of about
1%. The uncertainty in gas pressure was less than one
part in 10°. The finite and nonuniform thickness of the
cell walls and the fact that the cells were not perfectly
spherical contributed to an estimated uncertainty of 0.5
mm in the cell diameter, an error of 1-3 %. Adding the
systematic errors in quadrature, the errors in tempera-
ture and pressure are negligible compared to the uncer-
tainties in the cell radii, which are shown as the horizon-
tal error bars in Fig. 6.

V. DISCUSSION

Because the slope of the real interatomic potential is
finite, the temperature dependence of the diffusion con-
stant deviates from the classical 73/ dependence expect-
ed for a billiard-ball interatomic potential. In the tem-
perature range of this experiment, the temperature
dependence of D, has been calculated to be about T''7’
(as may be seen in Table I, which is discussed below).
Hence the result of this experiment may be scaled to

TABLE 1. Diffusion constants calculated from the cited H-
He interatomic potentials. The stated errors for Refs. 19-24
and 26 are the uncertainties in the numerical quadratures (Ref.
25); the uncertainties in the potentials were not taken into ac-
count. The errors in the experimental measurements (Refs. 5
and 14) are the stated experimental uncertainties. Numbers in
square brackets are the experimental measurements extrapolat-
ed into the other column, assuming that the diffusion constant
varies with temperature as T'7’. The exponent 1.77(2)
represents the average temperature dependence of the calcula-
tions for the potentials of Refs. 19-23.

Theoretical potentials Dy (0°C) Dy(60°C)
Mason et al.? 1.655(4) 2.346(6)
Das and Ray® 1.673(4) 2.385(6)
Miller and Schaefer® 1.684(5) 2.402(7)
Davison and Liew? 1.757(5) 2.491(7)
Das et al.¢ 1.844(4) 2.610(6)
Jochemsen et al.f 1.970(5) 2.750(7)
Experimental potential

Gengenbach et al.® 1.978(5) 2.756(7)
Experimental measurements
This work [1.70(5)] 2.42(7)
Kartoshkin et al." 1.86(19) [2.64(26)]
Khouw et al. 2.38 [3.38]

Reference 24.
EReference 26.
hReference 5.

iReference 14.

?Reference 19.
"Reference 20.
‘Reference 21.
dReference 22.
‘Reference 23.

other yielding Dy(273 K)=1.70(5)
cm? sec Figure 7 compares the result of this experi-
ment to those of Khouw et al,'* who found D,(273
K)=2.38 cm?sec ™! using a catalytic sink technique, and
Kartoshkin et al,’ who found D,(273° K)=1.86(19)
cm?sec™! by analysis of the magnetic resonance
linewidths of Zeeman transitions in hydrogen atoms.
The result of this report is much lower than that of
Khouw et al. and somewhat lower than that of Kar-
toshkin et al. However, it is possible that both of these
previous experiments involved systematic errors which
led to overestimation of the diffusion constant. In Kar-
toshkin et al., the hydrogen line broadening was assumed
to be entirely due to diffusion, yet other broadening pro-
cesses could have contributed to the linewidth and there-
fore enhanced the calculated diffusion constant. In
Khouw et al. the diffusion constant is a function of the
concentration and flow velocity of gas in a cylindrical
tube. Their analysis accounted for the possibility of
small radial concentration gradients in the tube but did
not account for any radial velocity dependence, instead
assuming a uniform flow at the velocity measured in the
center of the tube, where the flow rate is greatest. The
diffusion constant calculated using this maximum veloci-
ty would be significantly higher than that calculated us-
ing a velocity averaged over the radius of the tube.

Our measured diffusion constant may be used to gain
information about the H-He interaction potential. Be-
cause all transport phenomena arise due to deviation
from the equilibrium molecular velocity distribution, the
diffusion constant is found by solving the Boltzmann
equation for the nonequilibrium distribution. Diffusion
is related to the momentum transferred during binary
collisions, which to a first approximation are assumed to
be elastic. In this approximation (Chapman-Enskog
theory!”), the diffusion constant D is given by
172
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where p is the reduced mass of the binary system, n is
the total atomic number density, and ,, is a collision
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FIG. 7. Graphic comparison of experimental results, ob-
tained in this experiment and those of Refs. 5 and 14 for
Dy(H-He) at 273 K.
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integral

n“=%fo°°e— x20(E)dx , (22)
where

o(E)y=2m [ b db(1—cosd) (23)
and

HEb)=m—2b [~ rtdr (24)

'm [1—=V(r)/E—b%/r?\? °

In these expressions, o(E) is the momentum-transfer
cross section, where x =E /kT is the ratio of the initial
kinetic energy of the colliding molecules to the tempera-
ture, and J(E,b) is the classical scattering angle for a
collision at initial kinetic energy E, impact parameter b,
and classical turning point r,,. Hence it is possible to
evaluate Q;, and D, using the H-He interatomic poten-
tial.

Theoretical potential calculations use combinations of
modified Hartree-Fock atomic orbital configurations to
construct the interatomic potential.'~2* These numeri-
cal calculations may be fit to various semiempirical
analytical forms (usually matching a short-range ex-
ponential repulsion due to electronic screening and a
long-range multipolar attraction) in order to evaluate the
collision integrals by standard techniques of numerical
integration.?

We have evaluated the diffusion constants for these
theoretical potentials and also for one experimentally
determined potential.?® These results are listed in Table
I. It was found that the calculated diffusion constants
were most sensitive to the repulsive part of the intera-
tomic potential at energies on the order of the tempera-
ture kT. While most of these theoretical calculations are
within 10% of our experimental result, those of Jochem-
sen et al.>* and Gengenbach et al.?¢ are sufficiently far off
to suggest that their form of the repulsive part of the H-
He interaction potential is inaccurate. In fact, the repul-
sive part of the potential of Jochemsen et al. is based on
the experimental results of Gengenbach er al. These re-
sults come from scattering experiments at beam energies
of a few hundred meV, which is an order of magnitude
larger than the energy equivalent of 333 K. Hence the
disagreement between our measured diffusion constant
and that calculated from the analytical potential of
Gengenbach et al. implies that the scattering cross sec-
tion is significantly different from the cross section pre-

dicted by their extrapolation to lower beam energies.

Our calculations of the diffusion constants assumed a
classical interaction model, ignoring quantum-
mechanical corrections to the collision integrals. Quan-
tum and classical calculations of the collision integral
Q,, were performed using an ab initio potential suggest-
ed by Scoles.”’ The ratio Q,(classical)/Q,;(quantum)
was found to be about 1.0065, which implies that the
quantum-mechanical enhancement of D,(H-He) is less
than 1%. Improvements in the accuracy of this tech-
nique could be used to compare quantum-mechanical
effects on the H-He and D-He interactions by measure-
ment of Dy(H-He) and D (D-He) in cells containing heli-
um, hydrogen, and deuterium.

VI. SUMMARY

The diffusion constant of atomic hydrogen in helium
gas was measured using an optical-pumping-spin-
exchange technique. The result obtained in this experi-
ment, Dy(60°C)=2.42(7) cm’sec™!, is in good agree-
ment with most theoretical calculations and is
significantly more accurate than the results of previous
experiments.

Because of the accuracy of this method, the measured
diffusion constant may be used to obtain information
about the interatomic potential energy. Such quantities
as the steepness of the repulsive potential at energies
comparable to kT and the location of the zero crossing
could be determined accurately by measuring the
diffusion constant over a wide range of temperatures.

The diffusion of atomic species such as hydrogen, deu-
terium, and nitrogen (or electrons), which can be difficult
or impractical to measure by conventional methods, may
be investigated using the present technique. This
method may be used to compare the diffusion of isotopes
with different nuclear spin, such as hydrogen and deu-
terium, in the same volume.
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