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J . Abstract

The electric glow discharge in oxygen was experimen-

1 tally studied and mathematically modeled for the parameter
space of one to ten torr of pressure and for current densi-
ties up to 35 milliamperes per square centimeter. Experi-
mentally it was observed that the oxygen discharge existed
in one of two forms: a high-electric-field form or a low-
electric-field form. The high field form was present at
high currents and low pressures, the low field form at low
currents and high pressures. The high field form exhibited
stable characteristics while the low field form was observed A
to be nonstable, exhibiting periodic or aperiodic oscilla- J

i’ tory behavior. The periodic oscillations existed only at

certain frequencies or modes, and the discharge impedance

was a function of the frequency. The optical output of the
oscillatory form of the discharge was highly modulated with |
short duty cycle pulses. The oscillations exhibited a small

| amount of normal dispersion. The point of transition between

forms and the electrical impedance of the forms was unaf-

fected by the addition of an inert gas, argon, to the dis-

charge. Adding an electron-detaching gas, carbon monoxide,

increased the low field impedance until the difference be-

tween the forms essentially ceased to exist. Mass spectra

measurements indicated that the atomic oxygen density in-

creased significantly when the discharge transitioned from

xviii




the low to high field forms. Solutions of the Boltzmann
transport equation indicated that the electron energy dis-
tribution function exhibited a characteristic intermediate
between Maxwellian and Druyvesteyn. Chemistry model results

showed the dominant positive ion to be 0; and the dominant

negative ion to be 0 . The transition from the stable to a
unstable forms was determined to be related to two criteria: l
the dominance of the derivative of the attachment coeffi-

cient with respect to E/N over that of the ionization coeffi-

cient and the equivalence of the negative ion and electron

number densities. The former was satisfied for all values

of E/N below 67 TD. The later condition was determined to

be a function of pressure and accurately predicted the point

of transition. The metastable 0;(&113) was important in the

discharge for two reasons. Two step ionization was required

in addition to direct ionization to match the experimental

electron density measurements. Also, the inclusion of the

metastable molecule as the primary electron detacher was re-

quired to match fhe transition points determined by experi-

ment with those determined from the model.




. DISCHARGE PROCESSES IN THE OXYGEN PLASMA

I. Introduction

This chapter begins with a statement of the objectives

of the study and then describes the general approach that was
used to achieve the objectives. Next, in order to provide a
background for the reader, the general characteristics and
criteria of a plasma are presented; and it is shown that the
parameter space covered by the study met the listed criteria.
The chapter then focuses on the particular type of plasma
that was studied - the electrical glow discharge positive
column. Finally the chapter discusses the oxygen positive

1: column: its characteristics, its unique properties, and the

theories that have been developed to explain them.

Objecgives

~ The objectives of this study were to investigate the
plasma existing in the positive column of an oxygen glow dis-
charge and to determine the physical and chemical processes
involved.

Recently there has been a renewed interest in the oxy-
gen plasma, an interest generated by the development of the
laser. Oxygen has been postulated and used as both the las-
ing medium and the pumping medium in electrical and electri-

cal-chemical lasers {Bef 14+9-16, Ref 2:415-416, Ref .3:1-18,

. | R
/—_———
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Bef. 422243-2245, Ref 5:834-838). Also, there has been a con-
tinuing interest in efficient production of ozone (Ref 6:1-4).
Effective utilizations of oxygen electric discharges require
a knowledge of the oxygen plasma, a plasma which differs from
other plasmas in many of its characteristics. For example,
electrical glow discharges in oxygen have been observed to
exist in two different forms: a low electrical impedance 9
form which exhibits an oscillatory behavior and a high elec-
trical impedance form which is relatively stable. The transi-
tion between the two forms occurs as a function of current J

density and gas pressureT(iii:m:éaracteristics of the two

forms and the transition phen non have been studied for
many years, and several different theories have been devel-
oped - theories which have not been entirely consistent with

each other. Therefore it was a purpose of this study to

determine a consistent explanation of the characteristics of
the oxygen discharge.
Specifically the study was designed to determine:
1. A consistent set of measurements of the physical proper-
ties of the two forms of the oxygen discharge.
2. Measurements of the effects on the discharge of adding
inert and electron-detaching gases.
3. The energy distribution function of the electrons.
4. The relative densities of the various charged and neutral
species present in the discharge and the dominant chemi-
cal and physical processes associated with their produc-

tions and losses.




5. A resolution of the role that the metastable molecule

02 (ala) plays in the ionization and electron-detachment

processes.
6. An explanation of the two forms of the oxygen discharge

and the criteria for transitioning between them.

The study of the oxygen discharge was approached frqw

two different aspects: an experimental investigation and a
mathematical modeling. During the experimental phase the
observable characteristics of the oxygen positive column were
investigated for a gas pressure range of one to ten torr and
a current density range of .35 to 35 milliamperes per square
centimeter. Experimentally determined were the impedance
characteristics, gas temperatures, electric field shapes and
dispersion characteristics of the low field oscillations,
electron densities, neutral mass spectra, and the effects of
adding other selected gases. The modeling phase consisted
of a determination of the electron energy distributions and
electron-impact pumping rates for reduced field strengths
(E/N) from one to one hundred Townsends* and a determination
of the steady state charged and neutral species densities
over the same reduced field range for initial molecular den~
sities from 3.2 x 101% to 5.6 x 1017 molecules per cubic cen-
timeter. The results of the experimental phase were used to
validate the mathematical models; the results of computations

using the mathematical models were then used to develop the

*E/N is the Electric Field divided by the density of
the neutral species. One Townsend equals 10-17 volt-cm2.




theory of the oxygen plasma.

Background

General Characteristics of a Plasma. (Ref 7:2-8, Ref

8:1-8, Ref 9:1-2, Ref 10:205-246, Ref 11:217-251). The term
plasma was first utilized by Irving Langmuir in 1928 to des-
cribe the inner region of an electrical discharge. Since
then the definition has been broadened to describe a state of
matter in which a significant number of the atoms and/or mole-
cules are electrically charged or ionized. Characteristically
in a plasma the charged particles arrange themselves in such

a manner as to effectively shield externally and internally
generated electrostatic fields within a distance of a Debye
length, Ad , and to achieve local charge neutrality over re-
gions greater than a Debye length. For an electron density

N at temperature Te, the Débye length is given by:

Xy 6.9-(—_%;)% e

For a confined plasma the satisfaction of the above criteria
requires that the physical dimensions of the confining system
be large compared to the Debye length and that there be a

sufficient number of electrons within a Debye sphere* to pro-
duce shielding. For a cylindrical geometry of radious R, the

plasma criteria are:

*Sphere with radius Ad.




Ad £ R (2)
Ne < 1.9 x10% ° (3)

For the parameter space of this study the electron tempera-
ture varied between 2 x 103 and 4 X 104°K; the tube radius
was .95 cm, and the electron density varied from 102 to 1011
cm™3. This resulted in a maximum Debye length of .05 cm.
Thus, the criteria of equations 2 and 3 were satisfied.

The observable characteristics of a plasma are strong
functions of the species that constitute the plasma. Colli-
sions between species play a particularly important role in
ionized gases. For a weakly ionized gas (such as used in
this study) the dominant collisions are those between charged
and neutral species and those between different neutral spe-
cies; the collisions between charged species can often be
neglected. The properties of the species and their collision
processes play important roles in the plasma characteristics.
Since molecular gases have many more inelastic electron-impact
cross sections than atomic gases, plasmas in the molecular
gases have very different characteristics from those in the
atomic gases. Electronegative gases form stable negative
ions upon electron impact; electropositive gases do not. For
plasmas in electropositive gases the only charged species
that must be considered are the positive ions and the elec-
trons; for plasmas in electronegative gases the negative ions

must also be considered. The characteristics of plasmas with




three charged species may be expected to differ from those
with only two charged species. Because of these factors oxy-
gen is a very interesting gas to study: it is a molecular
gas; it forms stable negative ions; its electron collision
cross sections have been generally well defined; and it is
easily obtained in a highly purified state.

The majority of the universe exists in the plasma séate.
This includes the stars, which are almost completely ionized
because of their high temperatures; this type of plasma is
an example of an equilibrium plasma in which the ionization
is thermally produced and the temperatures of the neutral and
charged species are in equilibrium. The equilibrium plasma
is relatively uncommon in laboratory experiments. The usual
laboratory techniques involve some nonequilibrium process by
which the ionization is maintained by raising some of the
charged species to a higher temperature than the neutrals.
The most common example of this is the gas discharge in which
an electrical potential, applied across a gap, provides the
selected excitation of the charged species. If the majority
of the ionization is by direct electron impact rather than by
thermal channels, the discharge is a glow discharge. The
positive column of a glow discharge is a region in which the
physical and chemical processes are generally uniform or of
a bounded periodic nature. The positive column interfaces
on the cathode end of the discharge with the Faraday dark

space and on the anode end with the anode glow. Because the

i v oo




processes are well ordered* in the positive column, it pro-
vides a convenient medium for the investigation of the plasma
characteristics.

The electrical current through the positive column is

maintained primarily by the highly mobile electrons. Suffi-
cient ions are created to maintain space charge neutrality.
In the uniform column the electric field is constant and of
relatively low value compared to other regions of the dis-
charge. However, the electric field is sufficient to raise
the electron temperature to as high as 40,000°K, while the
heavy particles remain within several hundred degrees of room
temperature.
The characteristics of the positive column vary with
(' the constituents of the gas, its pressure and temperature,
the current density, and the boundary conditions. For exam-

ple, the light emitted and electric field are dependent on

the diameter of the confining tube. Smaller diameters in-
crease diffusion losses, and therefore a higher field is re-
quired to sustain the discharge. This results in a more
luminous column. The distance between the electrodes essen-
tially determines the length of the column - as the tube
length is increased, there is an equivalent increase in the

length of the positive column; the other regions of the

*Well ordered in the sense that the electric field and
charged particle densities are relatively constant in the
axial dimension. Refer to Figure 1 for a graphical presenta-
tion of these parameters in the glow discharge.
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discharge remain constant. As the pressure of the discharge
is increased, the effects of collision processes become more
important and eventually dominate over the diffusion losses.
Gas heating leads to radial density gradients and higher re-
duced electric fields, E/N, in the center of the column than
at the boundary. This is evidenced by the apparent radial
constriction of the column as the pressure or current is in-
creased. The electric field in molecular gas discharges is
higher than in atomic gas discharges by an order of magnitude.
This is caused by the greater number of inelastic loss pro-
cesses of the molecular gas which dissipate the electron
energy into nonionizing channels.

The positive column can be either uniform or oscilla-
tory in its properties; Oscillations appear as alternate
dark and bright regions which may be either stationary or may
move along the column. Often their motion is so rapid as to
result in the appearance of a uniform column.

General Characteristics of the Positive Column in Oxy-

gen. The elec:rical and optical characteristics of the oxy-
gen positive column are unique; they occupy an intermediate
place between the normal electropositive discharges, such as
nitrogen or the rare gases, and the strongly electronegative
discharges exemplified by iodine (Ref 12:519). This fact has
caused the oxygen discharge to be studied by many investiga-
tors through the years. However, only recently have the ex-
perimental and theoretical techniques been available to fully

define and explain the discharge characteristics.




In 1927, Guntherschulze observed that the oxygen posi-
tive column existed in two forms: one with a high voltage
gradient and a greyish green optical output and another which
had a low voltage gradient and was violet in color. The exis-
tence of one or the other form was noted to be a function of
the pressure and current (Ref 13:763). 1In 1951, Seeliger and
Wichman defined the High field form as the H form and the iow
field form as the T form*. Their impression of the color
difference was that the optical emissions from the H form
were blue with a light violet core; whereas in the T form, a
grey blue light was emitted (Ref 14:235-244).

Other investigators further defined the electrical and
optical characteristics of the column. It was noted that the
H form existed at higher currents and lower pressures than
the T form. If the pressure was held constant, an increase
in current would cause the column to transition from the T
to H forms. Holding current constant and increasing pressure
would cause it to switch from the H to T forms. Pekarek pub-
lished a paper in which the existence regions for the two
forms were defined (Ref 15:750). Figure 2 depicts these re-
gions. The occurances of the T and H forms were not neces-
sarily exclusive; they.have both been observed in the column
at the same time. When both forms were present, they were

axially separated with the H portion always situated on the

*H and T had their origins in the German words for High
and Low: Hoch and Tief.
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anode side of the column and the T portion on the cathode
side. As these parameters were swept through the transition
region from the H form to the T form, it was observed that
the T form appeared at the cathode face of the positive col-
umn and progressed to the anode. Conversely when the para-
meters were swept from their T form to H form values, the ﬁ
form started at the anode and progressed to the cathode.
Also, the transition between the forms exhibited a hysteresis
effect. At any position in the positive ‘column, if either
the discharge current or gas pressure was swept, the transi-
tion between the forms was dependent on the direction of the
sweep (Ref 16:305-317, Ref 17:3.1.5.1). This hysteresis ef-
fect is shown in Figure 3.

Of the two forms it is the T form which is considered
to differ from other molecular gases; the voltage gradient
in this form is anomalously low when compared with other
molecular gases (Ref 17:3.1.5.1). Practically all of the in-
vestigators have noted that the T form is oscillatory, with
the oscillations traveling from the cathode to the anode.
These oscillations have been noted as either being periodic
or aperiodic depending on the discharge parameters (Ref 18:
11-13). The H form has generally been noted as homogeneous
with a gradient typical of other molecular gases; this has
led to it being described as the normal form of the oxygen
discharge. Sabadil, however, has noted that under certain
conditions the H form can also be oscillatory with low am-

plitude moving or stationary strata (Ref 16:13-18).
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Species in the Oxygen Positive Column. The concentra-

tion of atomic oxygen and ozone have been observed to be
functions of the form of the discharge. Ozone has been
claimed only to exist in the T form and not in the H form
(Ref 14:235-244, Ref 19:1). On the other hand the concentra-
tion of atomic oxygen has been determined to be much greater
in the H form than in the T form. This was initially deter-
mined by analysis of the optical output of the column; the

molecular band structure dominated in the T form and the ato-

mic line structure in the H form (Ref 14:235-244, Ref 15:749).

Theoretical estimates of up to 8% dissociation have been made
(Ref 12:520). The major source of atomic oxygen has been
postulated to be from electron impact excitation of the
ground state oxygen molecule to the repulsive vibrational

3 -
levels of the B X4 electronic state:

e+ 0,|X?%,; v<2) - e+ 0, (B s, ya1)=> e+20

The excitation to the dissociative vibrational levels is
caused by the ocffset between the potential energy curves of
these two electronic states and the fact that it is a sudden
collision, and consequently the Franck-Condon principle ap-
plies (Ref 20:510-511, Ref 21:11). Figure 4 is the term dia-
gram for oxygen and is included to illustrate the potential
energy offsets. Depending on the pressure, atomic oxygen was
postulated to be lost by diffusion to the walls, where recom-
bination takes place, or by collisional processes. The col-

lisional processes were favored due to the low recombination
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rate at the wall* and the resulting flat radial profile (Ref
22:3.1.5.9, Ref 23:235-251).
Because of the electronegative nature of oxygen, the

oxygen plasma is a three component plasma consisting of three

types of charge carriers: electrons, positive ions, and nega-

tive ions. In the glow discharge the predominant positive
ion was reported to be 0,% (Ref 24:820, Ref 12:520, Ref 19:
8-9). At PR, = .18, P = .04 torr and j = 60 uA/cmz, Thompson

reported a molecular ion to atomic ion ratio of 70 to 1 (Ref

12:519). At a pressure of 2.5 torr, the ratio of 0t to 0t de-

2
pended on the discharge form; in the H form, 03 overwhelm-

ingly dominated; and in the T form, the ratio was approxi-
mately 2 to 1 (Ref 19:8-9). The predominant negative ion
was determined to be 0~ (Ref 25:1068, Ref 26:299-308, Ref 24:
820). For the .04 torr observation referenced previously,
Thompson reported a ratio of 10 to 1 for the 0~ to 0,- ion
(Ref 12:519). The main production mechanism for the 0~ ion
was postulated to be the dissociative attachment process:

e + 02**'0" + 0 (Ref 24:820, Ref 23:235-251). 1In a three
component plasma with a lafge concentration of negative ions,
ambipolar diffusion was considered to be a weak process; and
the radial electric field was reported to be very low. A
weak ambipolar diffusion process reduces the radial loss to
the walls of the negative ions and requires that the dominant

loss be collisional (Ref 24:818, Ref 22:3.1.5.9, Ref 23:

*Estimated at 10~% for pyrex (Ref 23:234-251).
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235-251). The associative detachment process 07 + 0> 0, + e
was suggested as the major loss mechanism for the atomic ne-
gative ion (Ref 12:522, Ref 27:53-66, Ref 24:821, Ref 22:3.
1.5.9). The molecular negative ion 0,- was claimed to be
primarily formed by the charge exchange process with 07: 07 +
02" 02' + 0 (Ref 12:522). Under certain conditions in the
discharge, the negative ion concentration has been determined
to dominate the electron concentration by up to 20 to 1 (Ref
24:818).

There are two low-lying metastable states of molecular
oxygen: the 0, (alA) and 0, (blx) states. The role that
these states play in the characteristics of the oxygen plasma
has been unresolved. There are investigators who postulated
that ionization from these metastable levels must play an im-
portant and necessary role in the oxygen discharge in order
to match experimentally observed ionization rates (Ref 17:
3.1.5.1, Ref 19:2). Other investigators discounted stepwize
ionization as insignificant when compared to direct processes,
since the energy difference between the ground and metastable
states are small compared to the ionization energy (Ref 12:
520, kef 27:53-66) .

Oscillatory Behavior in the Oxygen Discharge. The os-

cillations in the T form of the oxygen discharge have been
claimed to differ from those found in N, H,, or noble gas
discharges. The oxygen oscillations are very highly modulated
and have been observed to exist in the T portion of the col-

umn when both forms are present (Ref 15:750-751, Ref 16:

17
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305-317, Ref 26:299-308). The oscillations in other gases
are typically less modulated and appear in the total column.
The oxygen oscillations were observed to be forward waves
moving from cathode to anode (Ref 16:305-317) with a velocity
approximately that of the negative ion drift (Ref 23:235-251).
This velocity was on the orderxr 105 to 106 cm/sec, and the.
frequency was between 10 KHz and 1 MHz (Ref 18:11, Ref 29:
85, Ref 15:751). The oscillations have been reported as dis-
persionless, i.e., the velocity was independent of frequency
(Ref 16:305-317).

The oscillation frequency in the T form was found to
vary with the parameters of the discharge (Ref 28:409-420).
As the current, the length of the column, the pressure, the
anode diameter, or the tube diameter was increased, the fre-
quency decreased (Ref 16:305-317, Ref 28:409-420). The am-
plitude of the oscillations was observed to be inversely re-
lated to the frequency (Ref 28:409-420).

The oscillations in the T form are not always periodic;
for certain conditions of current and pressure, they have
been found to be aperiodic or noiselike. The aperiodic T
form has been observed to have a slightly lower gradient than
the periodic one (Ref 18:12). It was possible to use exter-
nal modulation of the column to synchronize the column to
one of its periodic modes of oscillation (Ref 26:299-308).

The oscillations in the H form were noted to be similar
to those found in N5, Hy, and noble gas discharges (Ref 23:

235-251). The H form oscillations have been observed to move
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in the forward direction, backward direction, or to remain
stationary (Ref 16:305-317). Sabadil's observations were on
discharges with pressures in the .1 to .35 torr range. Other
investigators, whose investigations were normally in.higher
pressure discharges, failed to determine any oscillations in
the H form.

Theories Regarding the Two Forms of the Oxygen Dis-

charge. The characteristics of the H form of the oxygen dis-
charge were observed to be very similar to other molecular
gases; therefore, it was generally acknowledged that this is
the normal form of the discharge, and it generally exhibits
two-component-plasma characteristics. It is the T form that
was listed as abnormal, and several theories have been devel-
oped to explain the characteristics of this form and the rea-
son it exists in only a portion of the pressure-current para-
meter space.

In a 1966 article Sabadil noted that the T form oscil-
lations showed no dispersion and that the velocity of the os-
cillations was independent of the discharge current and tube
diameter and that there was no indication of damping by ion-
neutral collisions. This led him to postulate that the os-
cillations were ionic sound waves resulting from an ioniza-
tion-recombination instability. Based on previously pub-
lished data on the recombination rates and ion densities, he
was able to calculate a positive ion-negative ion recombina-
tion time constant which agreed with his T oscillation period

within an order of magnitude (Ref 16:305-317). 1In a follow-on
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x&r paper in 1968, Sabadil noted that the coefficient for the re-
. combination process between the negative and positive ions
o in oxygen was inversely related to the gas temperature

(Kr ~ Tg's/z). Experiments with various oxygen discharges

at temperatures between -170°C and +300°C indicated very
w slight changes in the oscillation period over the temperature
1 range. This led Sabadil to abandon the ionization-recombin-

| ’ ation theory for the oscillations (Ref 26:299-308).

In a 1968 paper Sabadil noted the similarity between

the Funn-Effect instabilities that occur in gallium arsenide

semiconductors and the oscillations in the T form of the oxy-
~gen discharge. In the semiconductor, differential negative
mobility* arises due to the transfer of electrons from a high
(f mobility central valley in the conduction band to satellite
valleys which are at a higher energy but where the mobility
is lower. For the oxygen discharge the atomic negative ion

0~ was suggested as the low mobility charge carrier and the

! electron as the high mobility carrier. To exhibit this ef-

fect the production of low mobility carriers must depend on
some process which has an energy threshold. For GaAs this
threshold is the energy difference between the central and
satellite valleys of the conduction band; for oxygen this
threshold is the minimum energy associated with the dissocia-
tive attachment process - approximately 4.4 ev. For both the

‘semiconductor and the oxygen discharge, under certain

*Ag a function of the electric field

I
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conditions the charge carrier distribution becomes unstable;
and there are established high and low field domains which
propagate from cathode to anode. The Sabadil paper proposed
a qualitative model of transitioning from the low field to

the high field domain but failed to describe a mechanism for

the converse (Ref 26:299-308).

In a 1974 report Nighan and Wiegand developed a theore-
tical model of the causes and conditions for instabilities
in molecular discharges, particularly discharges in which
negative ion processes play a significant role. Their analy-
sis indicated that the oscillations in the T form of the 0,
discharge were a manifestation of an ionization instability
caused by the dissociative attachment process. The occur-
rence of this instability was stated to be a function of the
electron temperature dependence of the attachment coefficient,
the electron temperature dependence of the ionization coeffi-
cent, and the relative magnitude of the negative ions and
electrons. Specifically, a necessary condition for the in-

stability to occur is that the following inequality be t:rue:

oKa | §Ki
£ " Ik i

where Ka is the attachment coefficient for the process:

e + 0 =» 07 + 0, Ki is the direct ionization coefficient;
and Te is the electron temperature. The dominance of the at-
tachment temperature dependence over that of ionization al-

lows for an inverse relationship between disturbances in

SES
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,} electron temperature and electron density, thereby providing
' a positive feedback path in the electron kinetics. A suffi-
cient condition for the oscillations to occur is that the ne-
gative ion concentration must be significant compared to the

3 ‘ electron concentration. This requires that detachment pro-

) cesses play a minor role. The transition from the T form to

the H form was postulated to occur when the detaching species
concentration increases to the point where the detachment

process dominates the negative ion balance equations. For ;
the pure oxygen discharge the dominant detaching species was

suggested to be either the neutral atom 0 or the metastable

neutral molecule 0, (a%ﬁ). The buildup of another stable

negative ion 03- by the process: 07 + 05 + M —» 03 + M

(> was considered as the method of delaying the transition from
the T to H forms. These two trends tend to explain the cur-
rent and pressure dependence of the transition between the

forms of the oxygen discharge (Ref 30:1-40).
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II. GENERAL EXPERIMENTAL SETUP

The general setup described in this chapter was uti-
lized throughout the experimental phase of this study. With
one exception, only minor changes were made in progressing
from one experiment to another. The one exception was the
discharge tube; a different design was utilized for the
mass spectra experiments. The general setup was designed
to provide the necessities of the experiments: controllable
pressure, gas flow, gas mixture, D.C. electrical power with
variable potential and current, and cooling for the discharge
tube. The following sections describe the discharge tube
design and the systems employed in the general experimental

setup.

Discharge Tube (Figure 5)

The discharge tube was constructed entirely of quartz.
This material was chosen over glass due to its high soften-
ing temperature and low electrical dissipation factor at
microwave frequencies; the latter characteristic was required
for the electron density measurements. With the exception
of the anode region, the tube was jacketed for cooling pur-
poses. The inside diameter of the inside tube was 19mm with
the exception of the cathode region. In this region the
diameter was increased to 25mm to accommodate the large cath-~
ode. The length between the column edges of the anode and

cathode was 505mm. Ground taper joints were installed every
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100mm along the column to allow probes to be inserted into
the tube. During the majority of the experimentation, elec-
tric field probes were inserted into the taper joints. These
probes consisted of .25mm diameter platinum wire encapsulated
in glass, except for 2mm at the end near the center of the
tube. For the plasma temperature experiment, a thermocouple
was inserted through one of the taper joints. .
The electrodes, anode and cathode, were constructed
of oxygen-free copper to minimize water vapors. The lead
pins were constructed of Kovar. An epoxy substrate was used
to mechanically support and to seal the pins at the points
where they passed through the glass. During the break-in
period for the tube, these substrate joints had to be ther-
mally cycled several times before they formed good mechani-
cal and vacuum seals. The electrodes were broken-in by a
gradual increase in discharge current tc slowly create an
even oxidation of the surfaces. Too fast a break-in caused
localized heavy oxidation which resulted in surface flaking
and surface unevenness. In order to avoid flaking at high
currents,the cathode design had to be as massive as the tube
design would allow. An 80mm long by 20mm diameter hollow
cylinder was experimentally determined to be sufficient for
currents to 100ma. The anode size was relatively insensi-
tive to discharge current. Therefore a smaller design, 40mm

long by l16mm diameter hollow cylinder, was used for this

electrode.
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Gas System (Figure 6)

Throughout the experimentation the primary gas used
was oxygen. Other gases - helium, argon, or carbon monox-
ide - were used to initiate the discharge and as additives
to the oxygen. Power supply limitations precluded discharge
initiation in pure oxygen. All the gases used were ultra
high purity and were dispensed from size A bottles.

The portion of the gas system upstream of the dis-
charge tube was constructed of stainless steel components,
with the exception of a short section of tygon tubing con-
necting the mixing chamber to the tube itself. The portion
of the system between the pressure regulators and the flow
controlling needle valves was maintained at a small positive
pressure relative to ambient to minimize the effect of small
leaks should they occur. High and low range flowmeters in
the oxygen and additive gas lines allowed mixing to one part
in five hundred and measurement of the gas flow. The flow
and mixtures were controlled by needle valves in each line.
Mixing occurred in a chamber filled with small diameter
gléss beads.

Downstream of the discharge tube, coarse and fine
needle-valves were used to precisely control system pressure.
A large capacity, 17.7 CFM Duo-Seal #1397, mechanical vacuum
pump was used to maintain system vacuum. A 6.5 Cu.Ft. glass-
lined water tank was used as a ballast for the system to
smooth pump pulses.

System pressure was measured near the anode end of
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| the discharge tube by a Baratron capacitance manometer sy-
¢ . stem. Both absolute and relative 100 torr heads were uti-
» lized during different phases of the experimentation.

The overall gas system was capable of operating at a
minimum pressure of one micron with no flow. During opera-
tions with a discharge the pressure was adjusted to betwgen
one and ten torr in the tube. A positive flow was main-
tained throughout all experiments to minimize the buildup
of contaminants in the discharge volume that could have re-
sulted from small leaks or from out-gassing. Flows ranged

between 10 and 500 SCZM.

Electrical System (Figure 7)

The electrical power for the discharge was provided
t} by a Spellman Model HP5PN500SRX power supply. This supply
was capable of providing a regulated voltage between zero

and five kilovolts D.C. or a regulated current between zero

and five hundred m.a. The current-regulating circuit of the :
Spellman was not capable of responding to the rapid change

of impedance of the oxygen discharge during transition be-

tween the high and low field forms. Therefore, a custom-

built, fast-reaction, current-regulator was placed in ser-

ies between the Spellman power supply and the discharge;

and the Spellman power supply was operated in the constant

voltage mode. The current regulator was capable of being

controlled manually, by a motor driven sweep, or by an elec-

tronic signal of arbitrary waveform. Pulses were used
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during one experiment to synchronize the oscillations. The
utilization of a good current regulator was key to removing
the external circuit effects from the discharge characteris-
tics. The custom regulator used in this study outperformed
any commercially available at the time.

The current through the discharge tube and the poten-
tial across the tube were monitored on digital voltmeters
and recorded on a Hewlett Packard 7004A x-y recor.er. The
electric field was determined from the potential difference
between probes inserted in two ports of the discharge tube.
Two systems for measuring the electric field were utilized
during various phases of the experimentation. A laboratory-
constructed differential amplifier system with an input im-

10 ohms was used for D.C. and low fre-

pedance in excess of 10
quency measurements. For high frequency measurements of the
oscillatory electric fields, frequency compensated Tektronix
probes with input impedances of 10% ohms were used in con-
junction with a Tektronix 1A7A differential amplifier. The
outputs of these systems were variously connected to a digi-
tal voltmeter, a Hewlett-Packard 7004B x-y recorder, a Tek-

tronix 555 oscilloscope, and/or a HewlettjPackard 8556A

spectrum analyzer.

Cooling System (Figure 8)

It was observed early in the experimentation that the
oxygen discharge ran very hot; a significant portion of the

input energy was converted to heat. In order to insure
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experimental repeatability and to protect the discharge tube,
a cooling system was utilized to maintain the discharge tube
wall temperature near that of tap water. Carbon tetrachlor-
ide was utilized as the coolant due to its low dissipation
factor at microwave frequencies; this was important for the
electron density experiﬁent.

The coolant was pumped through the tube at a pressu}e
of approximately five to ten psi. After passing through the
tube, the heat was removed from the carbon-tetrachloride in
a water-cooled hegt exchanger. The system was so efficient
that the outside wall of the outer jacket never exceeded a
temperature of 18°C, as measured by a platinum resistance

probe taped to the tube.
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ITII. Impedance Characteristics

This chapter is the first in which experimental results
are presented. It covers the measurements of the electrical
impedance of the oxygen discharges both with and without ad-
ditive gases. Electrical impedance experiments are rela-
tively easy to perforﬁ, and they tell a lot about the over-
all characteristics of a particular plasma. However, it is
very difficult to determine from these results the explana-
tions of the characteristics. 1In this chapter both quanti-
tative and qualitative results are presented. Some of these
are explained in future chapters after further experimenta-
tion or modeling.

The chapter starts with a brief explanation of the
factors that determine the impedance of a discharge. This
is followed by a description of the experimental tecﬁniques
used. Then the experimental results are presented. Speci-
fically, the discharge potential and electric field values
are depicted as functions of current and pressure for pure
oxygen, oxygen plus argon, and oxygen plus carbon monoxide.
Also, mappings of the high and low field forms of the dis-
charge and the effects of inert and detaching additive gases

are presented.

Theory

When an electric field is applied to a plasma, the

charged particles are accelerated in a direction parallel
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or anti-parallel to the field. The charged particle current

density,j_, can be determined from:

3= q-(Z NV; - Ne-\_/e) (5)

where g is the electronic charge, N; and Ne are the ion
and electron number densities; and V} and Vg are the ion
and electron drift velocities. Due to its high mobility the
‘electron is the major contributor to the current flow in a

discharge. The electron drift velocityv can be calculated

from:

—

= E
P TRL s o e ) 6

This relationship combines the effect of the accelerating
force, the electric field (E), and the effects of the decel-
erating force, the frequency of electron-neutral collisions
(Ven ). Combining the above equations and disregarding the

ion current leads to the following relationship for the

plasma impedance:

Tafale  ).E (7)
\rﬂe;\éﬁ

The discharge current versus voltage relationship can be

determined from the above equation by integrating the cur-

rent density throughout the cross section of the discharge

and the electric field along the length of the discharge.
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y In equation 7 the electron number density and effec-
tive collision frequency are complex functions of the elec-
tric field, gas temperature, gas pressure, collisional cross
sections of the constituent species, and the discharge tube
geometry. Although the theoretical determination of the
impedance is complicated, the measurement of the discharqe
impedance is normally an elementary experiment. However,

in the case of oxygen, the measurement of the impedance in
the transition regions is complicated by the requirement for
a very good current regulator. Previous low-field-form in-
vestigations without good current regulation are subject to
the suspicion of the discharge acting as a circuit element
in an oscillatory circuit rather than just exhibiting posi-

( tive column oscillations.

Experimental Setup/Technigue

The general experimental setup described in Chapter II
] was utilized during the determination of the discharge impe-
\ dance characteristics. X-Y recorders were used for record-
ing the tube potential and electric field as functions of

the discharge current. The discharge current was slowly
swept from both low to high current and from high to low,
thus allowing the hysteresis effects to be displayed. The
electric field was measured by probes inserted through ports
3 and 4. .

The gases were flowed through the tube at rates calcu-

(, lated to maintain a constant residence time regardless of
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pressure. Temperature effects were not taken into account.

The flow was adjusted according to the following relation:
F=P-6&78 (8)

where F is the gas flow in standard cc per min. The velo-

city of the gas in the tube Vg was:

i

(9)

Vg = TRZ

where F, is the actual gas flow in cc per sec and is deter-

mined by:

Fo=4.32x 10 (I?E) (10)'

The residue time of the gas in the tube, Tres , was:

Tres = —- (11)

where L is the length of the discharge. For T = 300°%,
L = 50.5 cm, Ro= .95 cm: Vg = 31.02 cm/sec, T res = 1.63

secC.

Experimental Results

Pressure Effects and Hysteresis. Figures 9, 10, and

11 depict the tube potential and electric field variations
as functions of the tube current. These figures depict

Experimental

typical curves for the parameters specified.




repeatibility was good between runs, especially in regard
. to the potential and electric field values. The greatest

variation occurred in the current values at which the dis-

} charge transitioned between forms. Generally this variation
was less than 10% for the high current transition. The low
current transition variation was greater. However, it is
postulated that this variation was due to the reduced stabi-
lity of the current regulator at low currents and the high
negative impedance of the discharge. Often, at or near the
| point of the low current transition, the regulator would be-
gin to oscillate; and the discharge would extinguish. It
was impossible to map this transition at pressures in excess

of 6 torr.

Figure 9 depicts the potential variation as a function

o~

of current at various pressures. The high current transi-
tion between the high and low field forms was a very strong
function of both current and pressure; the low current tran-

sition was a strong function of current only. The transi-

4 tion between the fo:ms was very rapid at any one axial posi-
tion in the tube. The two forms often existed in the tube
at the same time. When this occurred the high field form
existed on the anode side of the positive column and the

low field form on the cathode side. Discontinuities in the
tube often provided the interface between the two forms when
they coincided in the column. This simultaneous existence
of the two forms is illustrated by the stair-stepped nature

( ) of the transitions in figure 9. As different axial sections
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of the tube transitioned, the potential trace stepped to a
new value. Often the electric field probes acted as the
spatial discontinuities for the interfaces between the forms.
In the high field form the discharge was stable; there
were no perceivable oscillations or random behavior. In the

low field form, however, there were large amplitude oscilla-

tions and/or noiselike behavior. This was observed from |
oscilloscope and spectrum analyzer traces of the tube cur-
rent. In the low field form there was considerable jumping
among different potential values as the current was swept.
This is shown only on the 7 torr trace of Figure 9 but ap-
peared on all the raw data. The difference between the low
field potentials was small and was related to the frequency
of oscillation. As the oscillation frequency jumped between
different stable and/or astable modes, the potential would
jump.

Figure 10 depicts the hysteresis nature of the transi-
tion. The discharge tended to stay in the form in which it
existed. The high current tranéition always exhibited a
predictable hysteresis phenomenon. The low current transi-
tion did not; the limitations of the experiment equipment
precluded a predictable mapping of this transition.

Figure 11 is a typiéal electric field variation for
the discharge. The transitions of the electric field tracked
those of the tube potential. Due to the fact the electric
field measurements encompassed only a small section of the

axial length of the tube, the stair-stepping during
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transition was much less evident. Usually only two steps

' were included in the spatial span between the two electric

field probes.

Existence Regions. Figure 12 is a plot of the exis-

tence regions for the high and low field forms as functions
of the discharge current and pressure. The transition points
were taken from the electric field-vs-current traces. Du;-
ing a high current-to-low current sweep, transition was con-
sidered to have taken place when the first portion of the
region between the two probes transitioned. For the low-to-
high sweep the final transition was used for the transition
point. Points from several different experimental runs were

plotted, and a least squares power curve fit was made. The

(- resulting boundary curves for the high current transitions
showed good correlation (rg = .96 to .98) with the data; the
low current transitions were poorly correlated. The experi-
mental results of Pekarek are shown for comparison* (Ref 15:
750).

Flow Effects. An experiment was conducted to deter-

mine the effects of gas flow rate on the characteristics of
the discharge. Flow rate was varied over approximately an
order of magnitude. It was observed that the impedances in
the low and high field forms of the discharge did not vary

significantly as functions of the flow rate. However, the

*A direct comparison is difficult to make. Pekarek's
experiments were conducted with a nonflowing gas in an un-
cooled discharge tube.
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point of transition between the forms did change. Figure 13
depicts the low-to-high and high-to-low transition points
as functions of the flow rate. As shown on the figure the
transitions occurred at lower currents, and the hysteresis

became more pronounced as the flow was increased.

Effects of Additives. Other gases were mixed with the

oxygen to determine the effect on the discharge characteris-
tics. Carbon monoxide and argon were chosen as the additive
gases - carbon monoxide because it is a strong detacher of
the electron from the 0  ion (Ref. 31:597-599) and argon be-
cause .it is inert and should have only minor effects on the
characteristics. During the experimentation the oxygen flow
was set at a high rate*, and the mix percentage was con-
trolled by adjustment of the additive gas flow rate. The
partial pressure of the oxygen was maintained constant while
the total pressure was allowed to vary with the additive.
The mixture percentages specified in figures 14 through 17
refer to volume and were calculated by dividing the additive
flow rate by the oxygen flow rate.

Figure 14 depicts the effect of the addition of argon
on the impedance characteristics of the discharge. As shown
in the figure the effect was hinor. The impedances of the
high and low field forms remained basically unchanged. The

transition point between the two forms was slightly effected,

*400-500 sccm, depending on the vacuum system's abi-
lity to maintain the desired pressure.
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as depicted in figure 15.

The effect of carbon monoxide on the discharge was
much more pronounced, as depicted in figure 16. As carbon
monoxide was added, the DC impedance of the low field form
increased to the point where the difference between theitwo
forms essentially ceased to exist. The transition between
the two forms generally decreased to lower currents, and
the hysteresis became less pronounced as the additive was
increased. Figure 17 depicts the carbon monoxide effect on
the transition point. For both the 4 and 8 torr experimen-
tal runs there was no mixture that completely eliminated the
transition; however, as illustrated by the 18.6% run in
figure 16, the difference in impedance across the transition

was minor.
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IV. Discharge Heating and Gas Temperature

The number density of the neutral particles N is one
of the key parameters of a partially ionized gas. This para-
meter, used in conjunction with the electric field, was re-
quired for comparison of the experimental results of this
study with the modeling results and with other experiments.
The number density was calculated by using the perfect gas

law*:

P
= — (12)
N T Ra

The determination of the pressure, P, was easy; the determin-
ation of the temperature, T, was very difficult.

This chapter addresses the determination of the gas
temperature. In the first portion of the chapter a relation-
ship for the radial and axial gas temperature is determined
usihg the assumption that all the input energy is deposited
in gas heating. Next the setup used to experimentally deter-
mine the gas temperature is presented. This is followed by
the experimental results. Finally, these results are used
to develop a relationship between gas temperature, input
electrical power, and gas pressure. Once determined, this
relationship was used in reducing all of the experimental

data. As an example, the relationship between E/N and

*Valid for the pressures used in this study.
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current is presented for various pressures.

Theoretical Determination of Gas Temperature

The following analysis is based on the assumptions
that all of the electrical energy input ends up in gas heat-
ing and that the heating is uniform in the axial and radial
directions. The first assumption is obviously not true;.
some of the energy goes into excitations which decay into
optical channels* or into long-lived metastable levels which
flow out of the tube before decaying. The second assumption
for the radial direction is good for the low field form
where all of the experimental measurements were made. Thomp-
son has shown that the energy pumping species, the electrons,
have a generally constant density profile when the negative
ion to electron concentration ratio is high, as is true of
the low field form of the discharge (Ref 20:514). Due to
oscillations the axial heating is definitely not uniform at
any one point of time. Time averaging, however, should al-
low this assumption to be reasonably good.

The theoretical determination of the gas temperature
is based on balancing the rates of energy gain and losses.
Consider the incremental volume between the two concentric

cylinders of figure 18.

*This is a very small amount as evidenced by the
limited optical output from the discharge.
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Figure 18. Geometry for Temperature Determination

The energy rate balance equation is*:

Ug = (uco— (’LC‘) e (uFo“uri)

Rate of energy Net radial Net flow $150
gain in the volume conduction loss loss
The energy gain from the electric field is:
U S8 EL-rode -1 (14)
g - R: (cal sec )

The radial conduction of energy into or out of a cylindrical

surface with height dz is:

U.= K- VT-dA = 2-1 K~r-dz-%:£ (15)

Where K is the thermal conduction coefficient for the gas.
Using the first two terms of a Taylor series expansion to
relate the temperature at r + dr to the temperature at r,

the net rate of radial conduction loss is:

*Axial conduction was assumed to be small compared to

flow.
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uco = ucl= i 2'1T'K°dr"dz '%‘r(r' g.::) (16)

The axial flow of energy into or out of the concentric cir-

cular areas is:

Up = S NkT - rdr (a7

where k is Boltzmann's constant. The net rate of axial flow

loss is:

Uy Uyt = 3 N-kemerdr-vg-3dz ()

where the first two terms of a Taylor series expansion were
used to relate the temperature at z + dz to the temperature
at z. Equation 12 was used to determine the value of N; and
equations 8, 9 and 10 were used to determine the value of Vg.

After substituting these equations into equation 18 and com-

bining it with equations 14 and 16 into equation 13:

PR -l 2T 5. p. 3L
.530E‘I = -~ —‘—r—- —é—r (r‘ 3 + Z.GX\O'P‘%’Z (19)

where the value of 6.18 x 10-5 cal/(sec)(cmz)(oc/cm) was

used for K (Ref 32:E-2). In solving equation 19 for T, it

was assumed that the radial and axial functional relation-

ships of temperature are separable.
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Tr2)= Tin-T@ (20)

T(r) represents the radial profile at any position z; T(z)
is the axial temperature at r = o. Substituting equation

20 into equation 19:

e on L@ D ._a_T_m) e TR
.530E1I 3.88%10 P ar(r ST +2.6%10-P-Tr) 3z (21)

The solution for the radial profile is a parabolic function:

o
T(ﬂ = ‘ +—§:’ (-_—E-(z)— ‘) (22)

where Tw is the wall temperature and it was assumed to be
constant. The solution for the axial dependence is an ex-

ponential:

To@ = Tw + 3.08X10-E1- (l- EXP{-_@%LZ}) (23)

where it was assumed that the gas entered the tube at z = o
with temperature T,(z) = Tw. For any significant axial po-
sition along the positive column, the exponential term in

equation 23 is negligible and can be neglected.* Therefore,

the centerline temperature can be calculated by:

*Experiments were run with an order of magnitude
change in flow rate. No appreciable effects on the center-
line temperature were noted.
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Toz) = T, + 3.08%x10-E-T (24)

The average temperature can be calculated by combining equa-

tions 22 and 24 and integrating over the radius of the tube.

TS =Ty + 2.05><\02- E-T (25)

Experimental Determination of Gas Temperature

Experimental Setup. The general experimental setup

described in Chapter II was utilized with one addition: a
small thermocouple was inserted into port number two in such
a position that it could be used to measure centerline tem-
perature. An additional identical thermocouple was immersed
in ice water and was utilized as a reference. The potential
difference between the two junctions was read out from a
digital voltmeter and was used to determine the gas temper-
ature.

Experimental Results. Runs were made at pressures be-

tween two and nine torr. Only readings in the low field
form were poésible. When the discharge transitioned to the
high field form, the probe would begin to glow, and the tem-
perature reading would rapidly increase to a value above the
theoretical maximum. This incandescence was possibly caused

by the recombination of atomic oxygen at the probe surface.

The raw data at any one pressure was insufficient to
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allow temperature prediction for the total range of power
inputs experienced at that pressure. It was important that
all of the data, for all pressures, be utilized to allow
analytic interpolation and reasonable extrapolation to cover
the full parameter space. The data was reduced to a rela-
tionship of centerline temperature rise* as functions of_
power input per molecule and system pressure. The wall tem-
perature was measured throughout the experiment and averaged
290°K with very little variation. The centerline tempera-

ture rise was calculated from:

ATc = T thermocouple - 290°K (26)
The power input per molecule was calculated from:

El |

=& TRe i

where equation 12 was used to calculate the average gas den-

sity, <N>.

18
9.66XI10 P

Ny = 28

< > TS (28)

The experimental relationship between temperature rise, AT, ,
to reduced power input is depicted in figure 19.

Analytic Relationship for Gas Temperature. The shapes

*Centerline temperature rise was the difference be-
tween the measured centerline temperature and the measured
wall temperature.
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of the curves in figure 19 indicated that an analytic ex-
pression for centerline temperature rise could be developed

from independent functions of reduced power input and pres-

sure.

ATc = £(Pa)- 9(P) (29)

The reduced power input function, Pm, was fit to a power
curve and the pressure function, P, to a guadratic. The
following relation was determined to fit all of the data
with good correlation (rg = .99):
> 0169

ATC=(3.23+ 21.4*P -1.G5-P )-(PM) (30)
Equations 25, 27, and 28 were used for the determination of
Pm. Equation 30 is transcendental and was solved by itera-
tive computations.

Figure 20 depicts the results calculated for 9, 6 and

3 torr using the above expression. Also, the theoretical
maximum temperature and the experimental data are plotted.
It is to be noted that the calculated curves show initially
a negative second derivative, due possibly to an increase in
the amount of enexrgy going into nonheating channels as the
power input is increased. As the power input is increased
further, however, the second derivative becomes positive.
This is possibly caused by the rapidly decreasing gas den-

sity as the temperature rises.
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Reduced Electric Field Variation

The analytical expression for the temperature rise in
the discharge, equation 30, was used in equation 28 to cal-
culate the gas density, (N), as a function of input power
and pressure. This calculation was used to determine the
reduced electric field, (E/N), as functions of pressure and
current. Figure 21 depicts these relationships for threé
pressures: 8, 6 and 4 torr. The current sweep was from

high-to-low.
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V. Low Field Oscillations

The unique characteristics of its low field form sets
the oxygen plasma apart from the plasmas of other gases.
This chapter reports the results of experiments that inves-
tigated the oscillations that existed in the low field form.
The results of these measurements were not used in valida-
ting the models, since the models were limited to only the
high field form of the discharge. These experiments were
run to provide a better insight into the oxygen plasma.

Two aspects of the low field oscillations were inves-
tigated. First the dispersion* was determined for various
pressures and discharge electrical currents. Secondly, the
nonsteady electric field was measured as a function of the

same parameters.

Dispersion of the Oscillations

Experimental Setup and Procedure. In order to deter-

mine the characteristics of the low field oscillations, the
experimental setup depicted in figure 22 was used in con-
junction with the general experimental setup described in
Chapter II. A function generator operating in a pulse mode
was utilized to pulse the current regulator at the frequency

of interest. The low field oscillations were locked into a

*Functional relationship between the wave number, k,
and the oscillation frequency, w .
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single frequency stable mode by this method. The output of
the function generator was also connected to a frequency
counter for a backup determination of the oscillation fre-
quencies.

A photomultiplier tube was mounted inside a .casing
with a narrow input slit. The optical output from the dis-
charge was focused on the slit. A Gaertner micrometer t;a—
verse was used to move and accurately measure the position
of the photomultiplier along the length of the discharge.
The output of the photomultiplier was used in conjunction
with the variable time delay feature of the oscilloscope to
accurately determine the time between oscillation pulses.
This was the primary method of determining the oscillation
frequencies. The wavelengths of the oscillations were deter-
mined by synchronizing the oscilloscope to the function
generator and using the traverse to determine the distance
between pulse peaks.

Experiment Results. The output from the photomulti-

plier showed that the oscillations consisted of very short
pulses of light with a relatively long dark period between
pulses. This large intensity ratio indicated a high level
of modulation. Figure 23 depicts a typical photomultiplier
output signal.

Figures 24 and 25 are the dispersion characteristics
for pressures of 4 and 8 torr respectively. The observed
oscillation frequencies ranged from 20KHz to 90KHz. This

falls within the 2 to 100KHz range reported by other
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investigators (Ref 15:751, Ref 18:11, Ref 29:85, Ref 16:305-
317). For comparison the results of Pekarek's experiments
at 2 torr in a 0.9 cm radius tube (Ref 15:749-753) and Saba-
dil's experiments at .65 to 3.2 torr in a 2.5 cm radius tube
(Ref 16:305-317) are shown in figure 24. As indicated by
the positive-value intercepts of the dispersion curves with
the w axis, the oscillations observed during this study
usually exhibited a small amount of normal dispersion.* The
phase velocities varied between 2.6 x 105 cm/sec and 3.5 x
103 cm/sec and the group velocities between 2.5 x 10° cm/sec
and 3.1 x 10° cm/sec. Sabadil's results indicated the os-
cillations to be dispersionless with a velocity of 2.4 x 10°
cm/sec for observations between .65 and 3.2 torr (Ref 16:
305-317). Pekarek's observed velocities varied between 2.7
and 3.6 x 10° cm/sec. Since the smount of dispersion deter-
mined by this study was so small and éxhibited some scatter,
the experimental evidence is considered to be indicative but
not conclusive in contradicting Sabadil's nondispersion ob-
servations.

As stated in Chapter III, it was observed that the
voltage across the tube in the low field form would jump
back and forth between several different values and that
these values were related to the oscillation frequency.
Figures 26 and 27 depict the variation in tube voltage with

changes in the oscillation frequency. It is to be noted

*The phase velocity decreased with increasing fre-
quency.
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that it was possible to lock the oscillations only into cer-

i

L ] ‘ tain stable modes, as indicated by the data points. Frequen- {
cies of oscillation between these stable modes were impossi-
ble to achieve. Therefore, the lines are drawn on the fig-

ures only to indicate the trend of the data.

Electric Field Shape

Experiment Theory. The objective of the experiment

was to measure the electric field variations in the low
field form of the discharge. To do so a method was required
to transform the observable measurements of potential differ-
ence into a determination of the electric field. At any
axial point, z, in the discharge the potential referenced

to one of the electrodes can be represented by a Fourier

( series expansion:

= do(2) 2 ] e :
V (zZ,t) =5 +N='(a,§z) COS{Nwt Kn z}+ s

bu(@)- SIN {N-w-t -x nZy

The electric field, E, evaluated at an arbitrary point z = o

is:

E (z4) = LU (32)

Z=0




oo

| E(z4) = 4 die +E gﬂ 'KN'bN) - CosiNwt) +
\ N=

(b s au)-smwady] 69

Q

Assume that:

it 2 Iiian

(34)
dbu‘ I l
I dz < kN bN (35)
(_ This assumption is valid if the oscillation electric field

pulse does not change with position. In the region of mea-

surement in the discharge the optical pulse shape did not

change significantly as a function of position, which is con-

sistent with the assumption. The electric field evaluated

at an arbitrary point z = o is therefore:

E(z,%) = _'2 ’ Zlizio J,Z(QKNabN-COS{N-w-t} + (36)
N=

Knean- SIN {N-w-t})

o

One method of determining the electric field is to use

two axially separated probes located in the plasma and mea-

b T R E Y T S SN Y

('. suring the potential difference.

This method has serious

13
3




fA disadvantages if the probes are separated by distances

o

J ' greater than the wavelength of any of the significant har-
monics. For the range of wavelengths observed in this ex-

+‘ periment, the distance between the probes would have had to

have been less than .3mm to faithfully reproduce just the

| fundamental frequency.

\ The method that was utilized involved a time derivé—

i tive of the signal from a single probe referenced to an elec-
l trode of the discharge. Taking a time derivative of equa-

tion 31 at an arbitrary point, z = o, yields:

oD
L -2—:—-*-2(N'O.)'&wSlN{N-w-t}-kN-w'waOS{Nrw't}) (37)
N=|
( If the medium is dispersionless, or very nearly so:
NE '
= (38)
S

where Vb is the phase velocity of the oscillations. There-

fore:

g‘%=-V¢‘NZ|(‘ Ky bN'COS {N-w-‘t} + Ku-dn- SIN {N'u)-’(} ) (39)

b B The optical dispersion experiments reported previously in

this chapter showed that the oscillations were just slightly
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dispersive.* The maximum variation in phase velocity at any
, one pressure and current was less than 23% over a frequency
variation of 4.1 to 1.

In measuring the potential in the discharge, the char-
acteristics of the interaction of the probe with the plasma
had to be considered. Any object immersed in a plasma will
develop a sheath around it. This sheath can be consideréd
to present a parallel resistance and capacitance coupling
between the probe and the plasma. A rigorous analysis of
the coupling for a cylindrical probe is very complex and is
beyond the scope of this study. However, a simplified ana-
lysis can be used to determine if this coupling is important
in determining the overall measurements. Consider the elec-

trical circuit of figure 28.

Plasma <-—¢ g

Figure 28. Equivalent Circuit of Plasma Sheath

Rs and Cs are the sheath resistance and capacitance

*Refer to figures 24 and 25.

79




AD=AD66 196 AIR FORCE INST OF TECH WRIGHT=PATTERSON AFB OHIO SCH=-=ETC F/8 7/2
DISCHARGE PROCESSES IN THE OXYGEN PLASMA,(U)

UNCLASSIFIED




__

""I |0 e 2
—— 4 32

—— R
e 4

"I“ T

= &

JL2s Jlis e

MICROCOPY RESOLUTION TEST CHART

NATIONAL BUREAU OF STANDARDS-1963 A




O

respectively. For a probe operating at the floating poten-
tial, where no current is being drawn from the plasma, the
plasma dynamic resistance can be approximated by (Ref 9:142-

143) :

_ kTe . 4
ro 9 A9 Ne-{Vv); (493

Rs = l jv‘f“

where A = area of the probe = 1.6 x 10~2 cm?

{V>= mean velocity of the ions

&
<MX= (~3455¥L)2 = 4.8 x 104 cm/sec for molecular
mi oxygen ions at 300K

1010 electrons for low field form

Ne =
cm

Te = 2 x 10% 9K for low field form
Rs = 6 x 10° ohms
The capacitance can be approximated by (Ref 9:128-129, Ref

33:21) ¢

Cs x A—i€—° (41)
s
where X s = sheath thickness &~ Ay = 10~2 cm
Cs = 1.4 x 10713 farad

The combination of Rs and Cs had a time constant equivalent
to approximately 2 x 102 hertz. Even at this frequency and
higher, their values had little effect on the overall mea-
surements due to the high impedance of the probe.

Experimental Setup. Figure 29 illustrates the setup
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utilized to measure the time dependent electric field in the
low field form of the discharge. To determine the steady
(d.c.) portion of the field, the differential voltage be-
tween two probes was passed through a low pass filter and
displayed on a digital voltmeter. The varying (a.c.) portion
of the field was determined by differentiating the potential
of one of the probes referenced to ground. A simple resis-
tor and capacitor differentiator was constructed and cali-
brated for the purpose. The output of the differentiator
was connected to the vertical axis of a Tektronix 555 oscil-
loscope; the horizontal trace was synchronized to the oscil-
lation frequency. The deflection plates of the oscilloscope
were connected through a Tektronix coupler to a HP70043 x-y
recorder to provide a permanent record.

Experimental Results. Figures 30 and 31 depict elec-

tric field shapes at the four different port locations for
two different discharge currents. The d.c. values of the
field, determined from the potential differences between two
probes, were added to the a.c. shapes determined at the spe-
cified probe. Therefore, the a.c. values were measured at

a single port, and the d.c. values were averaged over the
region between two ports (10cm). This resulted in an inac-
curacy which is evidenced by the electric field trace pass-
ing below the zero line on some of the traces. E/N values
corresponding to the electric field values are listed in
parenthesis on each of the traces. The reduced electric

field was determined utilizing equation 30.
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{ ‘ VI. Electron Density

The number of free electrons in a plasma determines
} many of the characteristics of that plasma. For example -
since the electrons are the principal electric current car-
riers, their density is a key parameter in determining the
impedance of a discharge.* Also, the relative density of
electrons to negative ions is one factor in determining the
stability of a discharge.** Therefore, to describe a dis-
charge it is necessary to have a knowledge of the electron ]
density. The objective of the experiments described in this
section was to determine the number density of electrons in 1
an oxygen discharge by utilizing a microwave cavity. The
( results of these experiments were compared to values calcu-

lated from current continuity equations and were used then

to validate the computer modeling.

The chapter starts with a description of the theory
associated with the utilization of a microwave cavity for
electron density measurements. Next, the experimental setup
and procedures are described. This section is followed by
the calculations of the factors used to determine the elec-

tron density values from the changes in the cavity resonant

frequency and quality factor.

*Refer to equation 7.

R

(_ **This aspect is discussed further in Chapter X.
)




Finally, the experimental results are presented along with
electron density values calculated from simple current con-

tinuity relationships.

Experiment Theory

A conventional method of determining plasma electron
densities and collision frequencies consists of measuring
the changes of resonant frequency and quality factor* of a
microwave cavity caused by the introduction of the plasma
(Ref 35:196). The basic measurable characteristics of a
cavity (resonant frequency, wo, and quality factor, Q) are
not only functions of the physical dimensions but also of
the properties of the medium contained within it. If the
changes in these measurables are sufficiently small when a
plasma is introduced into the cavity, perturbation theory
can be used and the following relations utilized** (Ref 36:

441) :

| o T E-dv

= * (42)
2:€sW
i Sv Gr‘Ez'JV

AW
w

*The quality factor is a measure of the losses of a
cavity. It can be defined as a ratio of the energy stored
in the cavity to the energy loss per cycle (Ref 34:146).

**Slater did not include the relative permittivity in
the normalization integral. Due to the particular geometry
of this experiment, it must be added to account for the
highly dielectric quartz tubes and carbon tetrachloride
coolant.
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P fe’;—,.

g\/' d_r’ E%dv
S er'Ez'dv
v

A= e
where:

(o= resonant frequency of the cavity without the plasma

(Wp= resonant frequency of the cavity with the plasma

Wp - Wo

D
£
]

Qo = quality of the cavity without the plasma
QOp = quality of the cavity with the plasma

loe =il

Qe Qo

cavity volume including the plasma interaction region

P
~
0l-
N
|

<
]

V = plasma interaction portion of the cavity volume
Jy+JT = complex plasma admittance
€ n= relative permittivity of dielectrics in the bore
E = electric field
The validity of the perturbation theory is based on
the electron density being low enough to permit interaction
of the electromagnetic field with the plasma electrons (Ref

35:196) :

2

Ne <_m.e_qézo_'id_g (44)
where Me and q are the mass and charge on the electron re-
spectively. As the electron density, Ne, approaches the

value on the right hand side of the inequality 44 the plasma

begins to shield its interior from the externally applied




electric field; and the theory becomes invalid. Addition-
ally, the pressure should be sufficiently low that (Ref 35:

196) :

Ven < We

A high value of collision frequency, \}en, could result in

(45)

the lowering of the cavity, Q, to the point where higher or-
der cavity modes may be excited.
Based on the assumption of a Lorentz gas model*, the

complex admittance can be expressed as (Ref 8:194):

Lo Ne'qi‘VeN .- ‘ﬂz'COP
(4G = meGErw?) ~ Y Me (VE+w7)

(46)

Substituting equation 46 into 42 and 43:

2
2 ,Ne‘E’dV
AwW _ q- Wpe 3 SV (47)

Wo — 2€5Wo" Me(Vew+Wp ) Svér- E*dV
2 'N 'Eed\/
A o 5 = ql.\)e'i 25" gV = 4
(Q) € Ws Me (Vey+Wwe ) S €pr-E-dV g
v

*A Lorentz gas is a plasma in which the electron and
ion number densities are less than the neutrals; only the
electrons participate in the phenomena of interest; electron-
neutral collisions are the only collisions of concern; and
the neutrals are assumed to have infinite mass (Ref 8:191).
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J Solving these equations for electron density and collision |

' frequency: ;
g EE 2 '
lVeTETAV:= £ Au)éa:dorne'[‘-k (J&(gigtgp) ].
2 (49) 4
€ - E-dv ,
v
GJz
\)eu"' A(%)TAPG (50)

The difficulty in solving eguation 49 lies in evaluating the
integrals. Some knowledge of the spatial variations of the {
electric field and of the electron number densities is re-
(' quired. These integrals are evaluated in a following sec-

tion of this chapter.

Experimental Setup

Figure 32 depicts the setup utilized to determine the 3
change in cavity resonance and the quality factor as func-
tions of discharge pressure and éurrent (Ref 37:2-3, Ref 38:
1-6). The output from a microwave sweep frequency oscilla-
tor was fed through a splitter and directional coupler to a
toroidal cavity. The latter was mounted concentric to the
discharge tube between probe ports numbers three and four.

A portion of the microwave oscillator output was taken from
the splitter and fed into an absorption wavemeter. A detec-

(M, tor was then utilized to measure the strength of the signal;
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its output was connected to one input of a differential am-
plifier. The reflected energy from the cavity was passed
through the directional coupler to another dotector; its out-
put was connected to the other channel of the differential
amplifier. The output of the differential amplifier con-
trolled the vertical axis of one beam (A) of a dual beam os-
cilloscope (1); the horizontal axis was driven by the sweep
signal output from the microwave sweep oscillator. There-
fore, the beam "A" trace depicted the cavity response versus
frequency of the cavity resonance. The narrow resonance of
the tunable wavemeter provided a mark on the trace which
permitted the accurate determination of the resonant fre-
quency and Q of the cavity.

The setup described in the previous paragraph was suf-
ficient for determining the characteristics of the non-
oscillatory high field form of the dischargé. However, the
varying electron densities of the low field form caused the
"A" trace to jitter excessively, thus negating the capabi-
lity of measuring anything but the average values. To mea-
sure the characteristics of the discharge at any desired
phase point of an oscillation, the experimental setup was
modified to highlight the portion of the "A" trace that cor-
responds to that phase point. A small diameter quartz rod,
acting as a light pipe, was passed through the cavity to the
discharge tube, thus connecting the optical signal of the
plasma at the center of the cavity to a photomultiplier tube.

The output of the tube was used to control the vertical axis
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of oscilloscope 2 and the "B" trace of oscilloscope 1. The
horizontal axis of oscilloscope 2 was driven by its internal
sweep which was synchronized through an adjustable delay to
a capacitive pick-up looped around the discharge tube. The
horizontal axis of the "B" trace of oscilloscope 1 was dri-
ven by one of the sweep oscillators in the scope; this os-
cillator was synchronized to the gate output of oscilloscope
2, thus assuring that the output of the photomultiplier was
centered on the trace. The other sweep of oscilloscope 1
was operated in a delayed mode and was used to intensify
both the "A" and "B" traces. Therefore, using the delay
control of oscilloscope 1, a particular phase point could be
selected on the "B" trace; and the corresponding resonance
curve on the "A" trace would be intensified. For all runs
in the low field form, the electron density measurements
were made at the peak and minimum points of the optical out-
put. Figure 33 depicts a typical oscilloscope 1 trace ac-

quired during a low field measurement.

Determination of Cavity/Plasma Coupling

The early microwave cavities utilized for measuring
plasma parameters were of cylindrical design. This type of
resonator, although easy to analyze, was restricted to rela-
tively long thin discharge tubes for which the tube diameter
was smaller than either the length or diameter of the cavity.
The results of such measurements represented the values

averaged over an axial length of the discharge which was
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several times the diameter of the discharge tube; thus, the
cylindrical cavity was incapable of providing the spatial
resolution necessary to investigate oscillatory plasmas.

Toroidal resonators, however, do not exhibit such a
restriction*. Due to the small region of interaction be-
tween the cavity and the plasma, the length of the measured
plasma region can be less than the diameter of the discharge
tube. This factor made the toroidal cavity the device of
choice for measuring the parameters of an oscillatory column.
The disadvantage associated with the toroidal cavity was the
difficulty of analysis (Ref 39:3979, Ref 40:48-49).

The analysis of the toroidal cavity leads to the eval-

uation of the integrals:

€ -E-dV (51)
v

Ne: E™ dV (52)
Vl

The analysis of integral 5] was not trivial but was straight-
forward. 1Its value was determined by the geometry of the
cavity and discharge tube; the accuracy of t“z calculation

depended on the method of evaluation and the assumptions

*The toroidal resonator used in this study was not the
conventional toroidal resonator but a special design origi-
nated by M.V. Sicha to give good spatial resolution (Ref 41:
256). Figure 35 illustrates the cross section of the reso-
nator.
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that went into that method. The analysis of integral 52
would have been impossikle if assumptions had not been made
concerning the spatial distribution of the electron density.
In order to evaluate this integral and treat it as a linear
function of the electron density, the electron spatial den-
sity was assumed to vary between two different profiles..

For the two-component-plasma the electron density wés assumed
to have a Bessel profile in the radial direction and a uni-

form profile in the axial direction (Ref 11:241):

Ne® No T, {227

For the three-~component~-plasma the radial and axial profiles
were both assumed to be uniform. The radial uniformity was
shown to be good for oxygen plasmas in which the negative
ion to electron densities ratio was greater than ten (Ref
24:819-820). The axial uniformity assumption was reasonable
for the minimum of the oscillation; however, it greatly re-
duced the accuracy of the measurement of the electron den-
sity at the peak of the oscillations. For example - using
the electrical field trace of figures 30 and 31 and ports
numbers three and four and the measured phase velocity of
figure 25, the axial extent of the oscillation minimum was
29mm; and the peak was 1l.3mm*. Therefore, the measurement

at the oscillation peak must be considered as an averaged

*As compared to a cavity gap of 1l.6mm.
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value; all other values should be actual.

The calculation of the integrals 51 and 52 was based
on the assumption that the electric field pattern set up by
the pole tips of the resonator was quasi-stationary. With
this assumption the resonator was treated as a capacitor
formed by the pole tips in parallel with a coaxial line (Ref
40:49). This method of analyzing the toroidal cavity ané
its interaction with the plasma was realistic as long as the
gap width was small compared to the discharge tube diameter.
For a gap width that was 7% of the tube diameter, Sicha
showed excellent agreement between theory and experiment
(Ref 39:3984-3989). For the cavity utilized in this study
the gap width was also 7% of the tube diameter.

In computing the normalizing integral 51 the method
of Sicha was employed (Ref 40:50-56). The resonator space
was divided into four sections: the slot between the pole
tips forming the capacitor, the stray field space (caused
by the capacitor) inside the cavity, the coaxial line approx-

imation of the cavity itself, and the bore where the dis-

charge tube and plasma were introduced.
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Integral 51 was determined by summing the integrals

for each of these spaces*:

€y Ez’ dv =

v

ErP'ET'AV 4 S\/erC.EZ.dV+
Ve c

between pdle tips stray field

(54)

2 A
Erc. andv + ere' E*'dv
Ve e
cavity bore

where €ri and Ei were the relative permittivities and elec-

tric fields of the defined regions. The evaluation of the

; *The general solution for the toroidal cavity also in-
cluded a term associated with interaction of the cavity and

stray fields:

2- \€. Ex By COS{ LfEs, Ea}- dV

Because of the axial symmetry of the cavity utilized in this
study, this term was very small and was neglected.
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first three integrals on the right hand side of equation 54

was done analytically; the last integral was evaluated by

numerical methods. This was required due to the complicated

nature of the dielectrics in the interaction region (see

figure 34). The electric field between the pole tips was

assumed to be uniform:

= A
E, = = (55)
where U is the voltage between the pole tips.

The relative energy integral* was determined to be:

2
2 2 2
erP.E‘. dV = ’%OTT. (Rz-R‘) (56)
Ve
where the integration was performed over the volume between
the pole tips, Vp. For the specific geometry utilized in

the experiment and with U and €rp assumed to be unity:

2
GFP' E,-dV = 144 vort?.cm (57)
Vp

The stray electric field in the cavity, set up by the

pole tips, was assumed to be semicircular:

- BN
Ez B 54 (58)

where x is the radius from the center of the gap. The

*Relative energy, since the permittivity of free space
was not included.




relative energy integral of this field was determined to be:

Gr‘:_E:' &V = 2U° [Ez‘ LN{AC%?Z@}-&%-(%—RZ-%)] (59)

Ve

where the integration was performed over the cavity volume,

Vc. With the assumption of €. equal to unity:

€n__‘ E'z‘ dv=10.13 volt?.cm (60)

The electric field in the cavity was determined by ap-

plying a coaxial line approximation:

i - (4-2)}
E.(r2) = o U-siN{k-(3-2 (1)
T rinfal sfed-9f

The relative energy integral of this field was determined

to be:

I
ghiv s Tk Ch-d) - ("'K)_‘.S\N{K'(h‘dﬂ (62)
GEs 4 LN{%}-SN’{K-(%-%}

Ve

where:

K = ¥ (63)

The resonant wavelength, }\o, for the cavity used in the ex-

periment was 14.03 cm. Using this value, equation 62 was

evaluated to be:




:

€:ErdV = LIS vole’.cm (64)

Ve

The final integral of egquation 54 was calculated by
utilizing a relaxation technigque to numerically solve Lap-
lace's equation*. The outputs of the computer program wére
the potential and electric fields in the interaction volume.
The square of the electric field multiplied by its associated
relative permittivity was numerically integrated over the
total bore volume, Vgp, to provide the solution of the final

integral of equation 54:

B E:-cJV = 25.69 volt’.cm " 48s)

Ve
The calculation was performed also for a bore volume without
the dielectrics. The resulting integral was evaluated to
be 8.482 voltZcm. Therefore, the bore region with dielec-
trics contained considerable more energy than the one with
an €r = 1. This demonstrated the necessity of including the
dielectrics in computing the bore region contribution to
equation 54.

The solution of integral 65 did not include the con-

tribution of the small quartz rod used as a light pipe to

the photo-multiplier tube. This contribution was considered

*See Appendix A for a description of the computer pro-
gram.
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to be negligible since this rod occupied less than .13% of
the cavity volume.

Figure 35 depicts the log of the square of the elec-
tric field for a bore region without the quartz tubes and
the carbon tetrachloride. Figure 36 depicts the same with
the inclusion of the dielectrics. Figure 37 is a cut of the
mid-plane of figure 36. As depicted in figures 35 and 3%,
the dielectrics had a very pronounced and stepped effect on
increasing the electric field in the bore of the cavity.

In the piasma volume of the discharge tube, the highest coup-
ling occurred at the circumference in the region of the cav-
ity gap. The electric field did not fall off very rapidly

in the radial, r, direction - indicating a weak dependence

of microwave coupling on the electron density radial profile.
The field did fall off rapidly in‘the axial, z, direction -
indicating a good spatial resolution.

The final tabulation of the integrals on the right
hand side of equation 54 resulted in a value of 51.34 volt2
cm for the normalizing integral, 51.

The computation of the integral 52 was accomplished
in a manner similar to the computation of the final integral
of equation 54. The only difference was that the relative
energy was integrated only over the bore region inside the
inner discharge tube, V. The integration was based on the

following reiation:

Ner E*dV = N\ F(r)-E (52) oV (66)
vl YI
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Figure 35. Cavity Electric Field without Dielectrics
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Figure 36.

Cavity Electric Field with Dielectrics
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where the density profile, F(r), was assumed to be either a

Bessel (equation 53) or uniform profile. The results of the

computation were linear solutions c¢” the integral for the

two profiles:

Neo’ Jo{z%'f} ’ Ei(r,Z)-clV = Q.61 Neo (67)
% ;

voltz.cm

for the Bessel profile.

Neé, Ez(r,Z)-d\/ = \.7[7’Ne0 voltz.cm (68)
v/
for the uniform profile.

Figure 38 depicts the axial response of the toroidal
cavity for the uniform electron density profile; the norma-
lized contribution to the interaction integral is plotted
as a function of position along the axis of the discharge
tube.

The cavity computations were experimentally checked
by inserting dielectric rods along the axis of the cavity.
Four different dielectric rods were used, two of quartz and
two of pyrex. Table I lists the results of the experiments.
In each case the relative dielectric constant used for the
calculated resonant frequency shift was the published aver-
age value for that type of material (Ref 32:E-48). No at-
tempt was made to independently determine the dielectric
constant for the calibrating rods. The results indicated

an average agreement of 13.3% between the measured and
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calculated resonant frequency shifts. Also, the larger the
diameter of the calibration rod, the better the agreement
was. The experimental determination of cavity performance
was merely used to validate the model; the results of the

experiments were not used to modify the calculated factors.

Table I. Cavity Performance

Radius AF JAR S
Material (cm) €r Measured Calculated % Difference
Quartz .150 3.93 1.90 1.56 -17.9
Pyrex .250 4.74 6.50 5.64 -13.2
Quartz .313 3.93 8.10 7.01 -13.5
Pyrex .365 4.74 13.40 12.34 - 7.9

.-

Experimental Results

Figures 39 through 44 depict the measured centerline
electron densities as functions of the discharge current for
pressures between 2 and 7 torr. For the high field form of
the discharge, the Bessel profile coupling factor (equation
67) was used in reducing the data. For the low field form
both the Bessel and the uniform profile coupling factors
(equations 67 and 68) were used.

Electron densities were calculated for all of the runs
using the electron drift velocity, tube current, electric
field and pressure. The results of these calculations are

depicted as dashed lines in figures 39 through 44. The
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calculations were performed using the following equation:

Pdeo = :

RG it
A NelPd \L(EN.2-Tv-rdr
i vl
For the Bessel profile:
Ne®) = Neo = J, —2—;'0—”-'} (70)
and for the uniform profile:
Ne(r) = Neo (71)

Using the Boltzmann code results of Chapter VIII (figures

51 and 56), the drift velocity was assumed to vary as:

B
\, = A- (%) (72)

where the coefficients A and B were determined by regression

analysis over the applicable E/N ranges.

Table II. Drift Velocity Coefficients

Discharge Form E/N Range A B
Low _ 6-20TD 9.38 x 10° 0.551
High 40-60TD 5.32 x 10° 0.754




E/N is assumed to be a function of electric field, pressure,

temperature rise and radius - in accordance with the follow-

ing equation: .

=12

B iy P
N - P .035 X0 - [290+AT-AT-(-§5) ] (73)

where the number density was calculated using the ideal gas
law and a parabolic approximation for temperature as a func-
tion of radius (equation 22).

For the high field form of the discharge there was
good agreement between the experimental and calculated elec-
tron densities at low pressures and low discharge currents.
At higher currents and pressures the two results tended to
diverge. This was probably due to the extrapolation required
to determine the discharge gas temperature. As presented
in Chapter 1V, the gas tempetature was experimentally mea-
sured only for low values of power input; high power temper-
atures were extrapolations. Since the electron density was
calculated from the drift velocity which was E/N dependent,
the accuracy of the calculated values was dependent on an
accurate knowledge of the gas temperature to determine the
neutral épecies number density.

For the low field form of the discharge, experimental
and calculated values are depicted for both Bessel and uni-
form electron density profiles. These results provide upper
and lower limits for the electron density. Thompson has

demonstrated that for discharges in which the negative ion
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densities were greater than the electron densities, the elec-
tron density profile tended to be uniform. Since the low
field form of the oxygen discharge has been shown to be rich
in negative ions, the actual electron densities probably
were very close to the uniform profile results. These re-
sults showed very good correlation between experimental and
calculated values. .

For each of the low field profiles, two experimentally
determined electron density curves are depicted - one for
the maximum of the oscillation and one for the minimum. The
minimum of the oscillations corresponded to the higher of
the electron density curves. This was consistent with cur-
rent continuity considerations since the drift-velocity,
number-density product for both the maximum and minimum
points must be equal. Since the electric field* of the min-
imum point was lower than that of the maximum, the minimum
point electron density was required to be higher.

The electron number density of the maximum of the os-
cillation in the low field form was underestimated. This
was due to the fact that the electric field pulse of the dis-
charge oscillation was so short that there was spatial aver-
aging due to the cavity gap and temporal averaging due to the
measuring electronics. The number density of the minimum of
the oscillation should have been accurate since it was mea-
sured over a rather flat minimum of the electric field os-

cillation.

*And thus the drift velocity.
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VII. Mass Spectra

The initial objective of the mass spectral experiments
was to determine the relative densities of the neutral, pos-
itively ionized and negatively ionized species as functions
of pressure and current. Of particular interest was the.
negative ion spectra, since the negative ions play such an
important role in the low field form of the oxygen plasma.
Due to equipment problems, only the neutral spectra were
measured. The results of these neutral species' measure-
ments were useful in the validation of the discharge model-
ing.

In the first section of this chapter the experimental
setup is described. This is followed by a description of
the calibration of the mass spectrometer. Finally, the ex-

perimental results are presented.

Experimental Setup

With the exception of the discharge tube, the general
experimental setup described in Chapter II was utilized.
Figure 45 depicts the discharge tube used in the mass spec-
tra experiments. The length and cross section measurements
of the tube were identical to those of the tube usedlin the
previous experiments. However, the mass spectra tube was
constructed without electric-field probe-ports and utilized
pyrex glass instead of quartz. These differences were dic-

tated by the critical construction and mounting requirements

113

a




!

EXTRNUCLEAR EMBA TI

Figure 45.

Mass Spectrometer Setup

114

'Mwii_

& TERY
Sk

e

gupceL
A

L




I

imposed by the necessity of attaching the tube to the mass
spectrometer. A sampling port was mounted in the side of

the tube at a location that corresponded to half the dis-
tance between electric field ports three and four of the
previous tube. A stainless steel sampling tube was inserted
through this port; this tube extended to the edge of the
discharge. Through this tube samples of the discharge plasma
were drawn into the mass spectrometer.

Figure 46 illustrates the electrical setup for the
experiment. The sampling tube was referenced to ground po-
tential, and the discharge tube anode and cathode were al-
lowed to "float." 1In order to utilize grounded current and
voltage indicators, a laboratory designed and constructed
isolator was used. This unit employed high voltage optical
isolators to protect the indicators from damage.

The mass spectrometer utilized was an Extranuclear
EMBA II. This system used a 22-centimeter quadrupole to
provide a M/AM discrimination better than 1500. Sensitivity
of the system was enhanced by the modulation of the sample
beam by a tuning-fork-chopper prior to its entrance into the
ionizer and subsequently using a Princeton Applied Research
HR-8 Lock-In Amplifier for synchronous detection of the sig-
nal from the electron multiplier. This scheme allowed the
effect of the background gases in the spectrometer to be
minimized. The output of the mass spectrometer was recorded

on a Hewlett Packard Model 7004 x-y plotter.
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System Calibration

In order to be able to measure the atomic oxygen con-
centration of the plasma, it was necessary to operate the
ionizer at a potential which would not cause a significant
dissociative ionization of the molecular oxygen but would
still provide a strong ionization of atomic oxygen. To de-
termine this ionizer potential the mass spectrometer was
tuned to atomic oxygen, and its output was recorded as the
ionizer potential was varied. Runs were accomplished with
both the discharge on and off. The results of these runs
are depicted in figure 47. An ionizer potential of 21 volts
was chosen for the remaining runs.

Setting the ionizer at 21 volts did not result in 21
ev ionizing electrons; the work function of the filament had
to be accounted for. In order to determine this offset the
mass spectrometer was tuned to molecular oxygen; and with
the discharge off, the system output was recorded as a func-
tion of the ionizer potential. Specifically of interest was
the behavior in the potential interval near the threshold
of ionization. A linear extrapolation of the slope of the
ionization curve intercepted the ionizer potential axis at
18.4 volts*. However, this had to correspond to the ioniza-
tion potential of 12.1 ev for molecular oxygen. Therefore,
the offset potential for the system was determined to be

6.3 volts.

*See the inset of figure 28.
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Experimental Results

Figure 49 depicts mass spectral scans for different
discharge tube currents at a pressure of 5 torr. Of inter-
est was the sudden increase in the atomic oxygen output as
the discharge transitioned from the low to high field forms
between 40 and 50 ma. Also, there was a lack of measurable
neutral ozone in the discharge. The signals at 18(H,0),
28(N,), and 44(C0,) represented background gases of atmos-
pheric origin. Although there were undoubtedly small leaks
in the discharge tube portion of the experiment, the back-
ground in the spectra was the result primarily of a very

small leak in the back chambers of the mass spectrometer.

This was determined by observing the discharge tube gas flow

and pressure effects on the background. The background
peaks were a function of discharge tube pressure and not of
the rate of gas flow into the discharge tube.

Figure 50 depicts the variations of molecular and
atomic oxygen with dischargé current. The experimental runs
were made at a pressure of 5 torr. It was noted that when
tuned to molecular oxygen, the mass spectrometer exhibited
a long-term drift phenomenon; the signal output decreased
as a function of time. This drift effect was not noticed
when observing other species and was therefore assumed to
be caused by an oxidation of the detector electrodes. The
molecular oxygen curve of figure 50 was corrected for this
effect by assuming a linear drift and requiring the low cur-

rent start and end points to coincide.
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VIII. Electron Energy Distribution 1

In order to develop a mathematical model of the oxy-
gen plasma, it was necessary to know the transport proper-
ties of the electrons and the reaction rates between the
electrons and the other species. The reaction rates deter-
mine the generation of many of the species that contribute
to the properties of the plasma, for example: the excited

species, the ions, and the electrons themselves. 1In this

2B

study the Boltzmann equation was used for the numerical cal-
culation of the electron energy distribution function, and
from it the electron transport properties and reaction rates 4
were calculated.

The chapter starts with a brief explanation of the

theory associated with the use of the Boltzmann equation.

Next, selected results of the calculations are validated by |
. compdrison to experiments reported in the literature. Fin-
ally, all of the results used in other portions of this

study are presented.

Theory

The fundamental kinetic description of a plasma is

&
¥
=

provided by expressions for the velocity distributions of

each constituent specie. Because of the relatively high
pressure, low fields and approximately equal masses, the
distribution functions for the ions, atoms and molecules

were assumed in this study to be Maxwellian with a




characteristic temperature equal to that of the gas*. The
/% " electron velocity distribution was not Maxwellian and was <

not in thermodynamic equilibrium with the other species. 1
& The electron velocity distribution was determined by a numer-

ical solution of the Boltzmann transport equation.

Solutions of the Boltzmann equation provided descrip- ¥
tions of how the electrons were distributed in phase spaée**
and in time. The inputs to the Boltzmann equation were the
externally applied forces and the characteristics of the
background gas which affected the collision-induced changes ;
to the distribution function; the output of the equation re-
vealed how the electrons were distributed in velocity and 4
position. The Boltzmann equation is a very general mathema-

( tical relation; however, it was difficult to solve without

involking simplifying assumptions. 1In the absence of a mag-

netic field the Boltzmann equation for the electrons can be

written as (Ref 42:34):

'3_57_ Ve— v'ﬁ’- Q<E.V~V:Fe) . (%%)Colhsmns e

fe = distribution function of electrons such that
nefdvydvydvzdxdydz denotes the average number of elec-

trons in the volume between x and x + dx, y and y + dy,

*Assumed to be 300°K.

**Phase space is a six-dimensional space in which each
1 2 particle is represented by both position and velocity coor-
(') dinates.
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r z and z + dz and with velocity components between vy
. and vx + dvy, vy and vy + dvy; and vz and vz + dvg | ]
1
L and fdvygdvgdvzdxdydz = 1.

Xe = X,¥,2 = position coordinates in six-dimensional
phase space.

Ve = Vx,Vy,Vz = velocity coordinates in six-dimensional
phase space.

Vx = bel operator with respect of position.

Vv = pel operator with respect to velodity.

|
1}

applied electric field.
Since the plasma studied was weakly ionized, only the colli- 3
sions between electrons and neutral particles were consi-
dered. The collision term of equation 74 can then be writ- 1

ten as (Ref 8:122) -

oo 2 [ 1
ok €.%
: (2 )canoons = Y\ |\ (Fefumter)-9-So0- s as)
- oD o
dX‘dLV‘CPVN
4
o7 1
where '&)ﬁ; electron velocity distribution functions

{ before and after a collision.
ﬁ;ﬁf neutral species velocity distribution func-
tions before and after a collision.
g-= relative speed between the electron and
neutral particle.
ES(Z)= differential scattering cross section.

= scattering angle.
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W’= azimuth angle.
dAVN= velocity differential volume for the neutral
particles.

Equations 74 and 75, when combined, form the general
form of the Boltzmann equation. No closed form solution to
the general equation was known; therefore, an approximate
solution was obtained. An external electric field causes
the electrons to acquire a drift velocity opposite to the
direction of the field. This directed velocity component
has the effect of causing the electron velocity distribution
function to be anisotropic. For low values of electric ‘
field strength the drift velocity is small compared to the
random velocity of the electrons. Therefore, the electric
field effects were treated as a perturbation, and the elec-
tron velocity distribution was expressed as the sum of the
first two terms of a spherical harmonic expansion (Ref 7:

274) :

() Ve
£ = R 76)

where fe(©) js the isotropic distribution function and fge (1)
is the directed distribution function.
Equations 74, 75 and 76 were combined into a computer

program titled EED for solution of the Boltzmann equation*,

*Program EED was developed by William Bailey and Wil-
liam Long for use by the personnel of the Plasma Physics
Laboratory of the Aerospace Research Laboratories.
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The program, as listed in Appendix C, was used in this study
to calculate the isotropic and directed electron velocity
distribution functions, the electron transport parameters,
and the electron-other species energy dependent reaction
rates. The required inputs to the program were the reduced
electric field (E/N) and the various electron collision
cross sections (Appendix B). Both elastic collision cross
-sections, in which the internal energies and identities of
the target particles remained unchanged, and inelastic col-
lision cross sections, in which the state and/or identity
of the target particles were changed, were provided to the
program. For the inelastic collisions the electron energy
after the collision was decreased by an amount equal to the
threshold energy for the collision. For ionizing collisions
the secondary electrons were considered to be created with
zero energy.

The computer program EED calculated the electron energy
distribution components, fe(o) and fe(l), and utilized them
to calculate the electron transport parameters from the fol-

lowing moments (Ref 43:2):

oo

()
(u}e = \ f, (Ue)- Ue- dUe (77)

(4]

where () 1is the mean electron energy.
_L’ oo
2 2. 2. o) -‘2-
ng =(‘O‘ (_Tr?) * ‘Fe (Lle)’ue’due (78)
o
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where \ed is the drift velocity of the electrons.

s 4
(]

De= '02’ (‘Zr.ﬁ%) $ G(ue) dUe (73)

where De is the diffusion coefficient for the electrons and

Qm is the momentum transfer cross section.

Ue-cuaa = ’D‘S‘ "’E" (80)

where- Ue-cuar 15 the characteristic energy of the electrons.

The program used the calculated electron energy distribution
functions td calculate the electron-heavy particle reaction

rates for each of the cross sections input to the program.

These calculations were performed by the relation (Ref 9:42):

o

R ‘O ( ) 'F(u-e) le(u) ue Aue (81)

(o]

where Ry, is the reaction rate for the process:

e+ Sn Eh&, e+ S,

Q12 is the cross section for the above process and was

assumed to be isotropic.

Comparison with Experiment

The Boltzmann code, EED, was run for input reduced

electric fields, E/N, ranging from 1 Td to 100 Td. To vali-

date the low energy end of the results, the calculated drift
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velocities were compared with the results of drift tube mea-
' surements. Figure 51 depicts the results of this compari-

son. Experimental data from Brown and Nelson were used for

the comparison (Ref 44:91; Ref 45:4081). Figure 51 indicates
the close correlation between the calculated and experimen-
tal values.

To validate the high energy portion of the results; a
éomparison was made between the calculated molecular ioniza-
tion rates and the experimental rates of Corbin (Ref 46:81).
Iﬁ order to make a direct comparison the code parameters of
E/N and ionization rate were converted to the parameters re-
ported by Corbin,‘%W/%j and C<V/ém . This conversion was

made using the following relations:

( on - N'R'..rzo 2 3.03 X ‘047 (82)
E E E/N
= ( N-Rj \ e R;
- . = 33X10 - 83)
Ro \ Ved/ N'RT, 4 Ved B

where P,, = pressure reduced to 20°C (torr)

R = Universal Gas Constant
Xi = Townsends first ionization coefficient (cm'l)
= o
T,o = 293°K
3 sec'l)

{ Ri = ionization rate (cm
! The comparison included the drift velocities calculated by

‘: EED at the high energy inputs. Again, as in the case of the
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low energy results, the comparison indicated a close corre-
lation between the EED results and experiments, as depicted
in figure 52.

The electron energy distribution, fe(o), at an E/N of
70 Td was compared to the experimental result of Rundle for
an E/P of 25.6 v/cm torr* (Ref 47:147). Rundle's experi@ent
indicated an exponential dropoff in the distribution of
~.0608El‘62; an analytic fit to the distribution of the pre-
sent study resulted in a dropoff of -.0745eY-75, Both ex-
periment and theory, therefore, indicated the distribution
was neither Maxwellian (El) nor Druyvesteyn (E2) but occu-
pied a position inbetween. The comparison is shown in fig-

ure 53.

Results

Figures 54 and 55 depict the isotropic, {:?ug/bﬁ, and
directed,fs?ua/Lén energy distribution functions for various
values of reduced electric field, E/N**, Since the Boltz-
ménn equation was solved by EED for the steady state condi-
tion, the depicted distribution functions apply only to the
high field form of the discharge.

Figure 56 is a plot of the electron drift velocity as

a function of the reduced electric field. Figure 57 presents

*At 273°K an E/P of 25.6 v/cm torr equals an E/N of
72.4 T4.

**These plots are a function of energy and not of velo-
city; also, a factor of the square root of the energy, ’
has been divided out of the distributions.
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the mean and characteristic energies as functions of E/N.
f" ‘ Figures 58 through 62 depict examples of various ex-
citation, ionization, and attachment rates*. The examples~
chosen for presentation are those which were utilized later
in the calculations of the plasma chemistry**.

Figure 63 is an estimate of the dissociation rate of

molecular oxygen. It was determined by summing the rates
associated with the pumping of the 6.0 and 8.4 electronic {4
excitation levels. The cross sections associated with these
excitations are reasonably well known; however, the physical
transitions they correspond to are still in doubt. There is
general agreement that the 8.4 ev cross section leads to the i
Bazl electronic level of molecular oxygen; however, the 3

Franck Condon principal indicates that this transition leads ! ;
to a dissociative electronic-vibrational level which results '

in a breakup of the molecule. Both the 4.5 and 6.0 ev cross i
sections have been suggested to be associated with the exci- |

tation of the ¢'S, electronic level. Of these two, the i

6.0 ev cross section was postulated to lead to a dissocia-
tive level (Ref 48). Normally the c'S. excitation would !
be represented by a single cross section. However, to se- : !

parate the results of the collisions into those which would

*Refer to Appendix B for a further explanation of the
cross sections that lead to these rates.

**Refer to Chapter IX and Appendix E for a description
, of the chemistry calculations.
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' result in excited molecules and those that would result in

dissociation, the single cross section was broken into two.
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IX. Plasma Chemistry

In a molecular gas plasma various physical and chemi-
cal processes occur and generate a large number of other spe-
cies. Positive and negative ions are created; free electrons
are generated; molecular bonds are broken down, creating ato-
mic species and other molecules; species associate to form
clusters; and species are raised in energy to various exci-
tation levels. In order to understand the phenomena occur-
ring in the oxygen discharge, it is important to be able to
determine the concentrations of the various species and their
excitation levels as functions of the applied electric field;
the gas pressures, temperature, and flow; and the physical
geometry. This chapter presents the results of a chemistry
code, titled Chemco, which was used to calculate the species
concentrations and selected excitation levels of the oxygen
plasma under electrical discharge conditions corresponding
to the high field experiments.

Chemco incorporated reaction rates between the various
species, the transport parameters of the various species,
and the effects of the discharge tube geometry. The inputs

to Chemco included the initial oxygen molecular density en-

‘tering the tube, N; the reduced electric field, E/N; the E/N

dependent reaction rates; and the gas flow. The effects of
temperaﬁure and pressure were taken into account by specify-

ing N. 'The non~E/N-dependent reaction rates were taken from
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the open literature. The E/N-dependent rates were taken
from the results of the Boltzmann Code, EED, computations*.
Since EED and Chemco were not coupled, any single Chemco run
was valid for only the chosen value of E/N. This limited
the application of the results to the steady, or high field
form, of the oxygen discharge.

Output from Chemco were various charged, neutral, ;hd
excited species densities and the effects of each of the in-
cluded processes as functions of E/N and N. These outputs
were used to provide additional insights into the oxygen
plasma and to draw conclusions regarding the causes of the
observed phenomena.

The chapter starts out with a description of the che-
mistry code-Chemco. This is followed by the results of a
large number of calculations using the code. Some conslu-
sions are presented with the results; however, the major con-
clusions are presented in Chapter X along with the conclu-

sions from other chapters.

Chemco Description

General Approach. The basic equations of Chemco were

the differential rate equations of each of the included spe-
cies. These equations were simultaneously integrated as
functions of time rather than being directly solved for
their steady state solutions. This method was chosen be-

cause the coupled nonlinear algebraic equations that resulted

*See Chapter VIII.
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from a steady state analysis were very difficult to solve

for the number of species and degree of coupling between
equations. For each run the calculations continued for a
time equivalent to the residence time of the gas in the dis-
charge tube. It was found, however, that the species concen-
trations for the conditions of interest reached equilibrium
in a very short period of time.

Chemco is a one-dimensional code; the only dimension
considered is time or the equivalent distance along the axis
of the tube. The radial distributions of the species are
not specifically calculated; however, assumed-radial-profile
effects are taken account of in calculating the diffusion
losses. Throughout the Chemco runs, total mass and charge
are calculated and checked to assure conservation.

Chemco, as used, incorporated a total of 69 chemical
and physical reactions between the various species. These
reactions were considered to be the dominant ones over the
pressure and electron density ranges of this study. Initial
selection was made from a list of 130 potential reactions*.
Nonutilized reactions were rejected because they either in-
volved a species not carried in the code, had a low reaction
rate in an absolute sense, had a low reaction rate relative
to another channel with the same net reaction, or were deter-
mined by early Chemco runs to be insignificant.

In addition to chemical and physical reactions, Chemco

*See Appendix D.




includes the effects of ambipolar radial diffusion of all

" the charged species; radial diffusion of the neutral species
with the exception of ozone, 03; gas flow effects for all
species; and axial drift effects for all charged species.

The general differential rate eguation that is itera-

tively solved in Chemco for each of the species is:

dbk Gains due to collisions - Losses
—_= due to collisions - Diffusion (84)
t Losses - Flow Losses - Drift
Losses

Species Included in Chemco. The inclusion of all pos-

sible neutral, charged and excited species present in an oxy-
gen plasma is not practical. The number of species that can
be tracked is limited by the size of the computer, the com-
puter time available, and the current state of knowledge of
the species reaction rates. Therefore, only the ten domi-
nant neutral species and important ions present in the plasma
are tracked in Chemco: 0, 02, 03(a'A), 03, e, 07, 075, 073,
o*, and 0%;.

It is well known that the oxygen molecule readily
forms negative ions by attachment processes. The negative
molecular ions included in Chemco are 05 and 0;. The nega-
tive atomic ion, 0, is most readily formed by dissociative
attachment; it is included in Chemco. The only positive
molecular ion included is 0;. The observation of ionized
ozone, 0;, hasbnot been reported in the literature and was

therefore expected to be unimportant in the ion balance;
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thus, it is not included in Chemco. The positive atomic ion,

o%, is generated by direct ionization of the atom and by
dissociative ionization of the molecule; it is included.
Neutral atomic oxygen is predominantly produced by electron
impact dissociation and dissociative attachment in the dis-
charge; it is included in the model. Neutral ozone, 03, is
produced by several chemical reactions and has been observed
to occur in the discharge; it is included in the code. The
only electronically excited state included is the metastable
OE(a'A;); it is produced primarily by electron collision
with ground state 0,. Finally, the code includes the pri-
mary constituents: molecular oxygen and electrons.

Species Gain and Loss Processes. The gain and loss

processes incorporated in Chemco for each of the included
species are listed in Tables III through XXII. The letter
M in the tables refers to an unspecified specie in a three-
body collisional process. For reference and utilization in
future studiés a complete listing of all the included and
nonincluded rates and their source references is presented

in Appendix D.
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Table III. Atomic Oxygen (0) Gains

Process Number/Symbol

8

9
13
18
19
22
23
24
29
39
51
52
53
54
55
88
93
114
119

124

Process

0" + 0t - 20

0" + 05 — 0+ 0,
0™ + 03 - 0 + 05
e+ 03—~ 0+ 05

e + 03 - 20

e+ 0t+M—> 0+M
0 +0t = 0+,
03 + 0" = 0+ 05

03 + 05 — 20 + 0,

0t + 0, > 0+ 03
e+ 0 = 0+ 2e

e +0; = 20+ e

e+ 0, = 0+ 0

e + 03 = 0 + 02 + e
03 + 05 => @ + 203

@ 20y == @+ ot + 2e

2 + 0Y = 0 + e

0" + 0y = 0 + 05




l
{
r‘J ' Table III. Atomic Oxygen (0) Gains (Continued)
£
h§
& Process Number/Symbol Process
? 140 e+ 0, > 0+ 0%+ 2
Lpo Diffusion Losses of 0~
LDo+ Diffusion Losses of 0% . |
Lyo~ Drift Losses of 0~

)




' Table IV. Atomic Oxygen (0) Losses
Process Number/Symbol | Process 1
1 0+e = 0F+ 2e
3 6+ 0 = 0 +e i
2 0 +e > 0
7 0+0;+e~-> 0 +0, ]
16 0+05 -~ 03 +e
26 0+ 03 - 0 +0,
28 20 + 05 — 20, 4
30 0+0t+M—> 0} +M {
31 20+ M > 0y + M 1
32 0 + 20, - 03 + 0, ]
( 33 20 % Gy = 03 4 B
34 0+ 03 = 20,
35 0 + 03 = 0, + 0,
104 0+ 03 > 05+ 0, !
123 0+ 03 = 205 +e ‘
127 0+03+e—=> 0 + 05
132 20 + 03 = 0, + 0
134 20 + 05 > 03 + 0
Lpo ' Diffusion Losses
Lyo Flow Losses
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Table V. Molecular Oxygen (03) Gains

Process Number/Symbol Process
3 0" + 0> 05 + e
6 e+ 03 = 05 + 0
9 07 + 05 — 0, + 0
11 0T + 0t + 0 > 0y+0
23 0, + 0 = 0, + 0
26 02 + 0 — 05 + 0 ;
28 0, + 20 = 20,
29 0, + 05 = 0, + 20 4
31 20+ M = 0, + M
34 0+ 03 = 20, '
( 35 0+ 03 > 0, + 0,
36 0y + 05 = 20, + e |
38 03 + M+ e > 0y +M
43 03 + 05 = 20,
45 05 + 05 == 0, + 03
54 e+03—> 02+0+e
55 0y + 03 = 20 + 0
71 0y + 05 == 20,
82 205 -~ 0, + 05
94 03 + 2¢ > 0, +e
| 100 0; = 0,
% 104 0+ 03 > 0,+0,
E 105 e+ 05 > 0, +e
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Table V. Molecular Oxygen (02) Gains (Continued)

Process Number/Symbol

107
108
118
119
123
132

LD0;

Lpo;

*
Lpo,
Lyoj

Imoy

Process

0 + 0 - 03 + 0
0, + 03 - 02 + 03
03 + 05 = 20, + e

0 +#+ 03 =» 209 + O
03 + 0> 20, + e

20 + 05 = 0, + 05
Diffusion Losses of 0;
Diffusion Losses of 0,
Diffusion Losses of 0, (a'A)
Flow Losses of 05(a'd))
Drift Losses of 0;

Drift Losses of 0,

Flow Losses of 0

Drift Losses of 0"

Flow Losses of 03

Diffusion Losses of 0




’ Table XI. Molecular Oxygen (02) Losses
Process Number/Symbol Process
2 0 + e — 0; + 2e
4 0 + 00 = 03+ e
15 0 + 0" + M —> 03 + M
21 0O +0+e > 0, +0
32 20, + 0 > 0, + 03
33 02 + 20 > 05 + 0
39 0, + 0¥ > o5 + o0
41 20, + e > 0, + 0,
52 s # @ =» 20 + e
( 53 0 +e > 0 +0
88 0, +e > 0+ 0"+ 2e
*
112 0 +e > 0, +e
114 O 2@ » G + 8§
137 0, + 03 + e = 03 + 0,
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»
! ’ Table VII. Ozone (03) Gains
'
; ' Process Number/Symbol Process
F 4 0" + 05 > 03 + e
| 12 0" + 05 + M —> 03 + M
16 05, + 0 > 03 + e
24 03 + 0F = 03+ 0
32 0 + 20, = 03 + 0,
33 20 + 0, > 03 + 0
117 0" + 03 > 03 +e
134 20 + 05 = 03 + 0
Lpo3 Diffusion Losses of 03
( Lmo3 Drift Losses of 03
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3 ‘ ~Table VIII. Ozone (03) Losses
|
.
Process Number/Symbol Process
6 0y + & > 0~ + 0,
13 03 + 07 => 03 + 0
18 03 +e > 03 +0
; 34 03 + 0 = 20,
45 03+0§—> 0§+02
54 03 + e > 02+0+e
55 03 + 0, = 20, + 0
104 03+ 0 = 03 + 0,
*
119 03 + 0, == 20, + 0
( LVO3 Flow Losses
i
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Table IX. Electron (e) Gains

Process Number/Symbol

1

2

3

4
16
36
51
88
117
118
123

126
140

Process

e 0 ~» 26 4 0

e+ 0, — 2 + 0

0
=
02

02

+

+

+

3

0 — e+02

02—’ e +

0 — e+03

02—? e +

e+ 0 —= 2e +

e + 02 “pe 2e +

= *
0 + O2 > e +

05 + 0; > e +

03 + 0 > e + 20,
e + 0; - 2e + 05
e + 03 —5 2e +.0 + ot
Drift Losses of 0~
Drift Losses of 0,

Drift Losses of 03

03

20,
0

o+ o
Y3

20,




; ' Table X. Electron (e) Losses
{
Process Number/Symbol Process
5 e+ 0 —=> 0
' 6 e+ 03> 0 +0,
| 7 e+ 0+ 0y - 0 + 0y
18 e + 03 > 02 +0
19 e+ 0% - 20
21 e+ 0+ 0, > 03 +0
22 e + 0" + 4 > O +M
38 e + 0; + M -=> 0, + M
41 e + 205 > 03 + 0,
53 e+ 0 => 0+ 0
{ 93 2e + 0¥ > e+ 0
94 2¢ + 05 > e + 0,
127 e + 0 + 0; - 0 + 0;
130 e+ 0+ 05 > 05 +0
- 137 e+ 0y + 05 = 03 + 05
139 e+ 03 > 0 +0
141 e + 03 + 0, - 03+ 0,
142 e+ 03 + 05 - 03 + 05
Lpe Diffusion Losses
Lyot Drift Losses of 0%
Lyo} Drift Losses of 0% f
¢
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‘ Table XI. Atomic Negative Ion (07) Gains
: Process Number/Symbol Process
L’ 5 e+ 0> 0
f 6 e+ 03 > 0 + 0,
7 e+ 0+ 0y > 0 + 0,
26 03 + 0 > 07 + 0,
53 e+ 0, > 0 +0
127 e+ 0+ 05 > 0 +0,
' 139 e+ 05> 0 +0
(;
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| |
i ,
L |
er f
: ' Table XII. Atomic Negative Ion (0 ) Losses i
S }‘.
? Process Number/Symbol ' Process
3 0" +0 = 0, +e
4 0" + 0, > 03 +e
8 0 + 0t > 20
9 0" + 05 > o0+ 0,
i 0"+ 0"+ 0> 0, +0
12 0_+0;+M—> 03 + M
13 0" + 03 = 03+ 0
15 0"+ 0, +M-> 03 +M
51 0O +e —> 0+ 2e
(f 114 0" + 0y = 0, +0
117 0" + 03 = 03 +e
124 0" + 03 == 03 + 0
Lpo~ Diffusion Losses
Lmo~ Drift Losses
f Lyo~ Flow Losses
| 4




1
| |
r; ’ Table XIII. Molecular Negative Ion (03) Gains l
I
ksl Process Number/Symbol Process
| 18 e+ 03> 03 +0
21 e+ 0+ 0y > 0, +0
35 0+ 03 = 0, + 0,
41 e + 20, > 03 + 0,
114 0" + 03 > 03 +0
| 124 0" + 05 > 07 +0
| 130 e+ 0+ 03> 05+0
5% 1, S e + 0y + 03 ~ 0§+0;
141 , e+ 0y + 03 > 07 +0,
{ 142 e + 205 > 03 + 0}
.
I

o




f ' Table XIV. Molecular Negative Ion (05) Losses ,
‘
Process Number/Symbol Process
16 0, +0 — 03 +e
23 03 + 07 =~ 0, +0
26 02 + 0 = 0 + 0,
29 02 + 05 — 0, + 20
36 0y + 0y == 20, + e
43 03 + 05 > 20,
45 0, + 03 => 03 + 0,
118 05 - 0; 4 s + €
Lpo; Diffusion Losses
(L LMOE Drift Losses
Lyo, Flow Losses

Table XV. Ozone Negative Ion (03) Gains

Process Number/Symbol Process
’ 13 0" + 03 =+ 03+ 0
15 ' 00 + 0, +M > 03 +M
45 0, + 03 => 03 + 0,
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r ‘ Table XVI. Ozone Negative Ion (03) Losses
3 1
.
Process Number/Symbol Process
24 05 + 0¥ = 03+ 0
35 03 + 0 => 03 + 0,
123 03 + 0 =~ 20, + e
LDOS Diffusion Losses
Lmos Drift Losses
Lyoj Flow Losses ’

e

Table XVII. Atomic Positive Ion (0+) Gains

Process Number/Symbol Process
1 e+ 0 -+ 0 & 2
88 e+ 0, > 0"+ 04+ 2e

; 140 e+ 03 > 0%+ 0+ 2




{
!":‘ . Table XVIII. A%omic Positive Ion (0%) Losses
“"
Process Number/Symbol Process
8 ot + 00 = 20
11 0" +0"+0—> 0,+0"
22 _ 0F+e+M—> 0+M
23 0F +0; > 0, +0
24 o + 03 > 03+ 0
30 0" + 04 M- 0; + M
39 ot + 0, - 03+ 0
93 0t +2¢ > 0+e
| 136 ot + 95 > 83 +.0
(m Lpot Diffusion Losses
LMO+ Drift Losses
; Lyot Flow Losses
[
Table XIX. Molecular Positive Ion (05) Gains
Process Number/Symbol Process
: 2 e+ 0y = 03 + 2
> : 30 ot +0+M-—> 05 +m
39 ot + 05 = of +0
126 e + 05 = 03+ 2
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L
- ; . + ‘
v Table XX. Molecular Positive Ion (02) Losses
f ® |
o’ '
R ; 1
0% Process Number/Symbol Process
9 05 + 07 = 0 + 0y !
12 03 + 0" + M > 03+ M
19 0 + e = 20
29 03 + 05 > 0, + 20
38 05 +e+M—=> 0, +M |
+ - |
94 6 +de > Wy £ o
LDO§ Diffusion Losses :
1
LMO; Drift Losses |
(_ LVOS Flow Losses :
*
Table XXI. Molecular Metastable (03 (a'A )) Gains
Process Number/Symbol Process
' 104 0+ 03 = 0,+ 0,

112 e + 02 — 0; + e




r/ ' Table XXII. Molecular Metastable (05 (a'A )) Losses
Process Number/Symbol Process

71 03 + 0, = 20,

82 205 = 0 + 0,

100 0; - 0,

105 0 +e-> 0y, +e

107 0a + 0+ 05 % 0

108 03 + 03 = 0, + 0y
117 0; S R

118 03 + 0, = 203 + e
119 05 + 03 = 20, + 0

C 124 03 # 6 == 05 %0

126 0; L 05 + de

130 et e e = 05 40
134 , 05 + 20 = 03 + 0

136 0, + 0t > 03 + 0

138 05 + & =% 204 e

139 03 ¢+ ¢ = 04+ 0

140 0o + & == 0% + 0 + 20
141 0 + 0, + e = 03 + 0,
142 205 + e = 03 + 0
LDO; Diffusion Losses i
LVOE : Flow Losses
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Diffusion Losses of the Charged Species. In a plasma

in which there is a multiplicity of charged species of dif-
fering mobilities and diffusion coefficients, there is an
initial tendency for these species to diffuse out of the
plasma at differing rates. The charge separation that re-
sults sets up an electric field which retards the diffusion
of the faster diffusing species and enhances the diffusi&n
of the slower species. The resulting coupling, which tends
to cause all species to diffuse at some intermediate rate,
is termed ambipolar diffusion. Classical ambipolar diffu-
sion theory treats only two species: electrons and a single
specie of positive ions. For the oxygen plasma'a multipli-
city of species must be considered, including electrons and

» 03, 03, o*, and 0;.

A three-species solution to the coupled ambipolar diffusion

both negative and positive ions: e, 0

equations, as derived by Thompson, is used for the chemistry
code* (Ref 24:818-819). In order to utilize Thompson's so-
lution, the five ionic species carried in Chemco were re-
duced to two by combining all of the negative ions into an
averaged negative ion and all of the positive ions into an

averaged positive ion**,

*For this study Thompson's derivation was accepted as
presented in the reference. Attempts at an independent de-
rivation were unsuccessful.

**As will be shown later the mobilities of the differ-
ent ions are sufficiently close together to allow this ap-
proximation to be reasonable.
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For any species, S, the radial diffusion equation is

(Ref 8:187):

S=DVN+N/us (85)

—

where [s is the flux density,
,Lg is the diffusion coefficient;
Ns is the number density;
‘/Jsis the mobility;

E is the space charge electric field.

Charge neutrality within the plasma requires that:

Me= N ¢ N, (86)

while at the boundary:

—— —

Y—: el e (87)

Combining 85, 86, and 87 so as to eliminate the electric

field term:

- D, VYN, (88)

0]

where IL“ are the ambipolar diffusion coefficients, defined

as:

D. - | (SR (:f“ﬁdu— )} ‘
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. 2 T 2. %-%)
DA-—D+ (ﬁ:) {_H— Dilzd)‘*‘lﬁf} (90)

| 4%+ 2- ¥
P o)
Ae e E (1) | ot pho
I . __)/J]Q_

o< and 7( are defined:

o A (92)

and: X = (Cée (93)

where: Ce is the electron characteristic energy in ev.
Ej is the ion temperature in ev¥*.

For a T; of 300°9K: g; = 3.883 % (O.za_v

and: Y- 258k, (94)

-

The total positive ion density consists of the sum of the ot

*A11 ions are assumed to be at the same temperature.
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and 0; densities:

N, = Neg = N (55

Similarly, the total negative ion density is described as:

N_ = Ng+ Ne;+ N (96)

Since ion mobility is the dominant factor in determin-
ing the diffusion rate, it is the factor that is averaged by

weighting the mobilities of the constituents of N' and N :

M, = M -Not + Moz Not (97)
N+

M= Mo Ne- + Moz No; + Mo; - Nos (98)
N.

For each of the basic species the mobility is (Ref 49:6):

I _1e0-T | (99)
S 2713'P o

Where/uos is the reducgd mobility, T and P are the tempera-
ture and pressure of the background gas in °K and Torr re-
spectively. In terms of the number density of the background
gas, equation 99 becomes:

19
/Us L 2.69r\;< 10 ./uos (100)
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where N is the background gas density in cM™ 3. For oxygen

ions in their own background gas (Ref 50:477-487):

15 =1

Moo~ = 3.20 om? volt™! skc

Mooz = 2.16 cu® volt™l secTl
2

2.24 cM? volt™! sec™!

oot

Moos = 2.55 cu? vort~1 sec”!

The mobility of the 0% ions is not listed. For this study
it was assumed to have the same value as the 0 ions*. Com-
bining the reduced mobility values with equations 97, 98,

and 99:

- 259)<u§i :
M, = o (32 Not+ 2.24 - Nog ) (101)

19
— 2.69XI0O
M_= ZETHO (37 N+ 216 Nog+ 255Ngg ) (202
The electron mobility,/ue, was determined by the Boltzmann
equation code (EED) and was read into Chemco as a function
of E/N.

The averaged diffusion coefficient is related to the

*This was a reasonable assumption since reduced mobi-
lity is inversely proportional to the mass of the ion and
its collision cross section with the background gas, both of
which should be approximately the same for the o  and 0% ions.
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averaged mobility by the Einstein relation (Ref 8:186):

S
®

Ds = (103)

~.0 :—

For ion temperatures of 300°K:

-2 : '
Dy = 259X10 - My (104) '

The diffusion loss rate for the averaged charged spe-
cies is a function of the ambipolar diffusion coefficients
calculated in the previous paragraphs and of the radial den-
sity profiles of the species. For the averaged ionic spe-
cies the radial density profiles were assumed to be zero or-

‘: der Bessel functions. The assumption matches closely the

experimental results reported by Thompson (Ref 20:514).

N = Nz = Jo 24"} (105)

where Nop is the centerline density. The diffusion loss,Lpg,

at the wall, per unit length, was calculated from:

1 27

Lye = —\\ D, BN"(r) ‘r-de-dz (106)

o 0




evaluated at r = Ro:

Lpg = ~2-7- Dy I %[No: J;{"Z‘go_t'}}

(107)

r=-Ro

lor® 22D R, - [ 24 - N°* 5{24}] (108) °

Ly = 7.84-Das- Nos (109)

The mean, averaged ion density,<ﬁﬂ>¢, is related to the cen-

terline density, No+ , by:

(? Ro

<N> ,WRz No:'Jo{z‘é;r}-Z-ﬂ‘r-dr (110)
o
<N>-_|-_ = 0.434-Nox (111)

The loss rates for the ionic species were assumed to be re-

lated to that of the averaged ions by:

ofha T RG]

\_M = ,/%’;_ th (112)




A

BT < 4

The averaged loss rate from the volume is:

<LD>S = ?r_ll—f, e (113)
Combining equations 100, 109, 111, 112 and 113:
<L1>>o+ @ 548;!0 DA+‘<N>0+ (114)
20 '
<Lu>°;, . -@%% » Dpot ANDos (115)
20
<L'D>- = 548x10 3 - <N>o_ (116)

N

ol = - D

Il

_. <N g (117)

, 20
<LD>0; _4_.3‘\%_&9—__ D <N>°; (118)

The electron radial density profile varies from generally

Bessel for small values of o4& to uniform with a rapid drop-

off near the wall for large values of o& (Ref 24:819-820).

This functional relationship in the vicinity of the walls

cannot be approximated analytically.
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diffusion losses are determined by assuming a zero net cur-

rent flow to the wall.
{Lod, = <o layy <o), CLadys <oy, 1o

Diffusion Losses of the Neutral Species. The net f£lux

of the neutral species to the wall is (Ref 51:19):

r‘ — RWS * Ns- <C>s (120)
* 4-(1- B

where Rws is the deactivation or recombination coefficient

and {c), is the mean speed of the species.
8-K-Ts
C (121)
<> ('n'm,s

The average loss per unit volume is related to the net flux

by:

<L°>s = —2—:{—@% i (122)

For 0;(a'A) at 300°K*:

-5
Rwo{ = 2XI0 sec

*Refer to process number 73 in Appendix D for source
reference.

A Lo .

R T = a
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{Cpy = 4.46x10" S

Therefore: < b >o,* 0.469 - NIO;: - {523)

For 0 at 300°K:

-4 =

Rwo = |0 sec'
2 4 cm

<C>° - 6.35(‘0 EC

Therefore: <LD>° = 3.32° No (124)

Flow and Drift Losses. Since the gas was flowing
through the tube during the experiment, there was‘a loss of
all the species due to the flow. Also, the ionic species
drifted in the electric field to one of the electrodes where
they were neutralized. At any incremental volume in the po-
sitive column the actual gain or loss of a specie due to
flow or drift is the net between the numper of that specie
entering the volume and the number leaving. This value is
impossible to calculate without knowing the axial variation

of the species densities and the electric field. For a

*Refer to process number 75 in Appendix D for source
reference.
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perfectly uniform positive column the losses would be zero
except at the anode and cathode boundaries of the column.
For this study the overall flow and drift losses for the
discharge are calculated and are assumed to be distributed

throughout the volume of the positive column. This assump-

tion represents an upper limit on these losses in the column.

Assuming a gas temperature of 300°K, the experimental
flow rate was kept constant at 31 cm/sec. This equates to

a flow loss rate, per unit volume, of:

fiig =M[ - Ns (125)

For a column length of 50 cm:

Les= 0.62-Ns (126)

The loss of each of the species is returned to the plasma
as molecular oxygen in order to conserve mass. This corre-
sponds to a replacement of the species flowing out of the
downstream end of the column by gas flowing in at the up-
stream end.

The drift velocity of a specie S, Vpg, is related to

the electric field by:

Vs = s E @27
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The mobility of a specie S, Mg+ is related to its re-

duced mobility,/uos, by:

19
2.69X10
/U‘s = ——Ts——--/uos (128)

Combining equations 127 and 128:

19
Vs = 2.9 X i0 Mos* -,%— (129)

Using the reduced mcbilities listed in Reference 50,

19
Vog = Vos = 8.6X10 * § (130)
= F. ik 131
Vaor = 5.8x10™- £ (131)
Voot = 6.02x10°- E (132)
Vao; = 6.85><(o"’-% (133)

The drift loss rate per unit volume of the ionic species is:

b = \l&‘: - Ns (134)
Lms = \%% - Ns (135)
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Actually, in Chemco the drift and flow losses are com-
bined for the ionic species. Due to experimental geometry
in which the cathode was at the downstream end of the column,
the net loss to the positive ions is the sum of the flow and
drift losses; the net loss of the negative ions is the dif-

ference between the flow and drift losses.

Results of Calculations

Electron Density. Chemco was run for initial molecu-

lar densities between 3.2 x 1016 and 5.6 x 1017 oxygen mole-
cules per cubic centimeter and for reduced field values,
(E/N), between 14 and 100 Townsends. The electron densities
determined by these calculations are depicted in Figures 64
and 65. It should be emphasized that any particular code
calculation was performed at a fixed value of E/N and is
therefore applicable only to the stable form of the discharge,
the high field form. The rapid decrease of electron density
with E/N, as illustrated in figure 64, would appear to be
the transition of the discharge from a stable to a nonself-
sustaining form. This corresponds to the experimentally ob-
served transition between the high field and low field forms
of the discharge.

Figures 64 and 65 represent calculations in which two-
step ionization through the 0;(a1[;) level was included. 1In
order to determine the magnitude of the effect of the two-
step ionization on the electron density, a comparison calcu-

lation was made in which the population of the Os(alA )
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level was set at zero. This calculation was made for an

initial molecular density of 1 x 1017 oxygen molecules per

cubic centimeter. The results of this calculation are de-

picted along with the two-step ionization results in figure

66. Over the range of the experimental results (40 to 60

TD), it was found that two-step ionization is an important

process in determining the electron density. At higher

values of E/N, the two-step process becomes less important

due to a decrease in the 0;(a1£3) and due to the lower ioni-

zation threshold of the metastable becoming less important.

Figures 67 and 68 compare the results of Chemco with

experiments and with electron current continuity calcula-

tions. The experimental results were obtained from the mi-

crowave cavity experiments reported in Chapter VI. The cur-

rent continuity calculations were determined from equation

69. The chemistry code values were calculated using an E/N

taken from experiments. In determining the experimental E/N,

the electric field was measured directly; the number density
was calculated by determining the average of the radial tem-

perature profile (equation 22) and using the results in

equation 28:

18
<N> e 97X10 - P

= ; (136)
* ATe )
— 42
(8% 1 250
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where ATc. is the temperature difference between the tube
wall and the center of the discharge, in degrees centigrade*.
The results of Chemco were interpolated or extrapolated us-
ing the average N and E/N to determine an average electron
density. This average density was then multiplied by 1l.64
to obtain the centerline electron density; 1.64 is the peak
to average ratio for a Bessel profile.

The comparison of the results of Chemco to other cal-
culations and tc experiment is limited by two factors. A
primary limitation is the comparison of a one dimensional
time or axial variation code to a two-dimensional time or
axial variation and radial variation experiment**. The code
calculations were for values of E/N which do not vary in
position or time. The stable-field experimental data 4id
not change as a function of time, but it is expected that
the quantities are functions of radial position. The second
limitation is the linking of the results of the code and ex-
periment through the reduced field, E/N. The experimental
evaluation of this critical parameter required the accurate
determination of the temperature of the gas in the discharge
plasma. As discussed in Chapter IV, this measurement was
difficult; and for the comparison regime, the values used

were extrapolations of measurements made at lower values of

*Equation 24 with AT, = To-Tw.

**The plasma parameters were assumed to be symmetric
around the tube axis.
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input power. Despite these approximations the results of
the Chemco calculations compare well with the results from
electron current continuity calculations and with the micro-
wave experimental data.

Ion Densities. Figures 69, 70, and 71 depict the cal-

culated charged species densities as functions of reduced
electric field for three different values of initial moleéu—
lar oxygen density. For the experimental parameter space
of this study, the dominant positive ion was calculated to
be 05. This result agrees with the experimental observa-
tions of Tho Hson and Keren (Ref 12:52, Ref 19:8-9, Ref 24:
820). The dominant negative ion is 0 , as previously mea-
sured by Thompson, Lunt, and Sabadil (Ref 24:820, Ref 25:
1068, Ref 26:299-308). However as the value of E/N is low-
ered toward the point of transition between the stable and
unstable forms, the negative molecular ions, 0; and 03, be-
come significant, especially as the neutral number density
is increased. 1In fact, at a molecular density of 3.16 x
1017 molecules per cubic centimeter, the negative molecular
densities are approximately the same as the atomic ion at
the transition point.

Neutral Densities. Figures 72, 73, and 74 depict the

calculated neutral species densities as functions of E/N at
three different initial molecular densities. Of note is the
relatively low E/N at which the Oz(al[&) density reaches a
maximum. At E/Ns above this value the density of 0;(a1c;)

decreases, reducing the importance of two-step ionization
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at high E/N values. The 03 density was calculated to be
several orders of magnitude lower than that of the other
neutral species. This is consistent with the mass spectro-
meter experiments during which 03 was not observed within
the two orders of magnitude range of the neutral spectra
plots*.

The change of atomic oxygen density with discharge
tube current is compared with experiment in figure 75. An
absolute calibration of the atomic oxygen density was not
made during the mass spectrometry experiments. However, a
calibration using the results of Chemco indicated a maximum
dissociation of 20% for the 5 torr experimental run.

Principal Electron Processes. Figures 76 through 81

depict the principal electron gain and loss processes at
three different initial molecular oxygen densities. The
rates are normalized to either the total gain or total loss
rate to show relative importance. The principal gains for
the electrons are from detachment processes from the atomic
and molecular negative ions. The major detaching specie is
the 0;(a1[§) excited molecule. Atomic oxygen plays a minor
role as a detacher**. The principal loss mechanisms for the

electrons are dissociative attachment from the Og(ala_) and

*Reference Chapter VII.

**Chemco runs in which the Oﬁ(ala.) population is set
at zero results in the same high to low transition phenome-
non. However, in those cases, the detaching specie is only
atomic oxygen; and the transition occurs at a much higher
value of E/N, as depicted in figure 84.
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ground states of the molecule.

As the point of transition is approached by the lower-
ing of the reduced field, the relative effect of direct mole-
cular ionization from the 05(a1A) and ground states becomes
numerically insignificant to the other processes. The at-
tachment/detachment processes numerically dominate the elec-
tron losses and gains. However, these processes merely
transfer electrons back and forth from bound to unbound
states; and any true losses to other processes are balanced
by ionization. Therefore, although numerically insignifi-
cant near transition, the ionization process is key to the
maintenance of the stable discharge. As the ionization pro-
cess rapidly decreases near the point of transition, the
electrons stored in the attachment/detachment processes be-
come depleted through other loss processes; and the discharge
becomes nonself-sustaining. Due to the presence of negative
ions, the diffusion process is insignificant with respect
to the attachment processes in the range of initial molecu-
lar densities considered in Chemco. However, the diffusion

loss is comparable to the recombination and flow losses.
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X. Discussion and Conclusions

Chapters III through VII of this study reported on the
results of the experimental observations of the oxygen dis-
charge. Chapters VIII and IX presented a computer model of
the discharge and compared that model with the experiments.
In this chapter the results of these previous chapters are
used to explain the phenomena associated with the oxygen
plasma. Specifically, the discussion focuses on the high
field form of the discharge and the transition from the high
field form to the low field form. Quantitative data are
used to draw conclusions regarding these topics. Some qua-
litative discussion and conclusions are also presented re-
garding the low field form and the transition from the low
field form to the high field form.

It is believed that the results developed in this study
are much more comprehensive than those previously developed
for the oxygen plasma. However, there still remains a sig-
nificant amount of work that must be accomplished to fully
understand the phenomena. In addition to oxygen, it is be-
lieved that the experimental andlmodeling approaches pre-
sented in this study are also useful in the investigation

of other electro-negative plasmas.

Discussion

High Field Form. Throughout the region of the exper-

imental investigation the high field form, though stable,
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, is nevertheless a plasma in which the negative ions play im-
; l' portant roles. As the point of transition between stable

| and unstable forms is approached, the attachment-detachment
processes dominate the electron gains and losses, leading

to a situation in which attachment is approximately balanced

by detachment (Ref 30:11).

Ne* Ka = N_- Ky (137)

where Ka is the attachment processes, Kd is the detachment

processes. The dominant* attachment and detachment processes

for values of E/N between 60 Td and the transition points

and for initial molecular densities between 3.16 x 1018 and
(: 3.17 x 10 7em™3 are listed in table XXIII**, Equation 137

was satisfied very closely throughout the E/N range of this

investigation for the processes of table XXIII.

Although not the primary source of electrons, ioniza- A
tion is important for replenishing the electrons lost by

processes other than attachment. For a stable discharge,

-

ionization balances these other losses.

Kt . No“Ne = Kr’ N+'Ne+ Kyr' Ne* KV'NQ (138)

*Within two orders of magnitude.

**Refer to figures 76 through 81 for a graphical des-
cription of the dominant processes. Equation 137 is true only
- when the attachers and detachers are the same species: in
(* this case 03(alp) dominates close to the point of transition.
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where Ki is the ionization coefficient, Kr is the recombina-
tion coefficient, Kdf is the diffusion loss coefficient,
and Kv is the drift loss coefficient. The dominant* ioniza-
tion and nonattachment loss processes are listed in table

XX1IV.

Table XXIII. Dominant Attachment and Detachment Processes

Typical
Process Func. Rates
Attachment Number * Dep. (30 to 60 TD)
- -11
e+ 0y = 0+0 53 E/N 1.7 x 107317 ¢
e+ 0y, > 0+0° 139 E/N 3.1 x 10711 .
4.2 x 10711
e + 205 > 03 + 0, 41  None 1.9 x 10730
e+ 03+ 0y > 03+ 0 141  None 1.9 x 10730
Detachment
e+ 0 - e+ 0y 3 None 1.9 x 10710
0" + 03 - 03+e 117  None 3 x 10°10
03 + 0 = 03 + e 16 None 3.3 x 10710
07 + 05 — 20, + e 118  None 2 x 1010

*Processes listed in descending order of importance at
N=1x 1017cm-3

*Within two orders of magnitude.
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. Table XXIV. Dominant Ionization and Loss Processes
Typical
Process Func. Rates
Ionization Number* Dep. (30 to 60 TD)
. + -15
e+ 03 » 05 + 2e 126 E/N 1.4 x 10 to
7.5 x 10-13
+
e+ 0y = 0, + 2e 2 E/N 1.6 x 10715
< 2.7 x 10-13
e+ 0> 0%+ 2e 1 E/N 7.8 x 10718 .,
6.8 x 10-14
N_+ Electrode - N + e Drift E/N -
Non-Attachment Losses
e + 05 >~ 20 19  None 2.1 x 1077 A
< e+ 05 +M > 0, +M 38  None 1 x 10726
e + Ny + Wall -» N Diffusion Ng/N -
e + N; + Electrode - N Drift E/N - !
’ .
\ *Processes listed in descending order of importance at :
\ N=1x 1017¢cm~3, *

Using the processes of table XXIV, equation 138 was satis-
fied within ¥ 16% over the range of E/N walues from 60 Td
} to the points of transition and for initial molecular densi-

ties between 3.16 x 1016 and 3.16 x 1017cm‘3.

High Field-to-Low Field Transition 3
‘ An electronegative molecular plasma can become 8
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unstable when two conditions are satisfied (Ref 30:23-26,

Ref 52:1030-1031). The first condition requires that:

AL
TR 7 SR U YR 72 Sk

This is a necessary condition and requires that the attach-
ment coefficient be an increasing function of E/N and of a
magnitude comparable to the ionization coefficient. This
relationship leads to a net loss of electrons during a posi-
tive fluctuation in E/N*. 1In order to maintain current con-
tinuity in such a plasma, the discharge must adjust itself
to a higher E/N which further decreases the electron density.
It is this feedback mechanism that leads to instability and
runaway. Figure 82 depicts the ratio of the two quantities
in equation 139 as a function of E/N and for the two limit-
ing conditions where all of the ionization is from the
Oz(a%ﬁ) level or from the ground level. The data was taken
from the Boltzmann Code results of Chapter VIII. Even with
a highly populated Oz(a%g) level, the necessary condition
for instability is only satisfied for E/N values below
67.4 TD.

The second condition, a sufficient condition, requires

that the negative ion concentration be significant compared

*From an experimental viewpoint in order for the elec-
tric field to change as a function of the changing nature
of the plasma, the discharge must be connected to a constant
current source.
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to that of the electrons. This is required so that negative
ion and electron processes can couple during a disturbance

in plasma properties. Specifically, this requires for in-

stability that:

N_2 Ne (140)

where it is assumed that in an electronegative multi-compo-
nent plasma, a summAtion can be performed over all the nega-

tive ion species:

£ 141
N_ = N+ Ng *+ Ng (141)

Figure 83 depicts the ratio of these parameters as functions
of E/N and initial molecular density. The data was taken
from the chemistry code results of Chapter IX. Using the
equality of the electrons and negative ions as the suffi-
cient condition for transition from stability to instability,
the E/N values at the transition point are plotted on fig-
ure 84 as a function of initial molecular density. Also
plotted on this figure are the data points taken from the
experiments. There is considerable scatter in the experi-
mental values, due to difficulty in determining the actual
gas density. Even so, the data indicates that the calcu-
lated transition points are in reasonable agreement with ex-
periments.

Pressure Effects. Since the more critical condition

211




| Friaics
» A N (cmd)
e ¥ 3.16 x 10"
|
r 2 |
; 10
" 17
~ 7 316x10
1]
10
|
= 1,.SAI.B_LE.__.__- S| L S e P SO O S|
S |UNSTABLE
( Z
1] )
10
—— WITH O,(a'A)
-~ WITHOUT O,@'A)
2
10
f =3 4—+ — - + +—
’ LR 40 60 80 100
O E/N (Td)

Figure 83. Electron-to-Negative Ion Ratio




TRANSITION E/N (Td)

60T //
A0
\ ~"WITHOUT 0,(dA)
501
40+
sl - REDUCED e DRIFT
201
0 EXPERIMENT
10
O K {a
10 10 i

N (cm?)

Figure 84.

High-to-Low Transition Comparison




o

for the transition between the stable high field forms to
the unstable low form of the discharge is the equivalence
of the electron and negative ion densities, it is appropriate
to study this relationship as a function of initial molecu-
lar density (pressure). As depicted in fiqgure 84, the tran-
sition value of E/N is a decreasing function of the initial
molecular density. This implies that the pressure effect
is caused by processes which increase the electron density
or decrease the negative ion densities as the initial mole-
cular density is increased. Normally, this results from
three-body collisional processes; however, there are no do-
minant three-body processes in Chemco which could cause the
effect. There are, however, two noncollisional processes
which can account for the pressure effects on the transition
values - the diffusion and drift losses of the electrons.

In order to determine the effects of electron diffu-
sién and drift losses, consider an expansion of equation

138:
K‘o‘No; Ne = K:' N: Noz + Kpr*Ne + Kv‘Nc (142)

where NeNoy is substituted for N, and Kr takes on a new

value, K s Equation 142 can be simplified to:
r

Ki Kv Kre
Ne = = - —F— - (143)
€ Kt ¥eNo, Kr*No,
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The only pressure sensitive terms in equation 143 are the
diffusion and drift terms. As the pressure increases, these
terms decrease; and the transition point values of E/N de-
crease. In order to determine the magnitude of the effect
of these terms on the transition point, Chemco was modified
to neglect the electron diffusion* and to compensate for the
pressure effects of the electron drift**. The results of
these modifications are illustrated in figure 84. As shown,
the electron diffusion only has a minor effect on the tran-
sition point pressure dependence; the major effect is due

to the drift loss. In fact, the particular compensation
term that was used overcorrected the functional dependence
and resulted in a change in the slope of the curve. No at-
tempt was made to determine a better compensation term since
the objective was only to determine the pressure dependent

processes in Chemco.

*
Effect of Oz(akﬂ). For many years one of the unknown

aspects of the oxygen discharge has been the role Oz(a%ﬁ)
plays in determining the characteristics of the discharge.
Although no direct measurement was made of the density of

Oz(ala) during the experimental phase of this investigation**¥*,

*Actually all of the charged particle diffusion terms
were neglected. The negative ion diffusion losses are so

low as to have negligible effect on the electron to negative
ion ratio.

**Compensation term: V ° = N - Vs z

. 1 3.16 x 1017 |

***The 0 (a"A) densities that were predicted by the cal-~ i
culations were approximately equal to those reported by {
other experimenters for similar discharge conditions (Ref 53). |
|
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a comparison between the experimentally observed character-
istics of the discharge and the results of the model of the
discharge which includes 0;(a109 indicates that 0;(a1A)

plays a prominent role in the discharge. It affects the
characteristics of the stable high field form in two differ-
ent ways: first, two-step ionization is required* to achieve
the electron densities observed during the experiments; and
second, the detaching effect of Oz(a%ﬁ) is required to match
the high-to-low E/N transition values seen in the experi-
ments.

Low Field Form. The unstable low field form of the

discharge was studied experimentally in this investigation
but was not modeled. A considerable expansion of the che-
mistry code would have been required to allow a time varying
value of E/N and a fixed electrical current. The results

of the high field model can be used, however, to draw infer-
ences as to the processes involved in the low field form.

At the point of transition between forms, it was shown that
the attachment and detachment processes are very strong, and
indeed dominated the gain and loss of the electrons. The
logarithmic derivative of the attachment coefficient with
respect to the reduced electric field is greater than that
of the ionization coefficient. It is reasonable to assume,
therefore, that as E/N is further decreased and the discharge

becomes unstable, the instability can be characterized as

*In addition to direct ionization.
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an ionization-attachment-detachment instability (Ref 54).

In such an instability, as a local variation in E/N
takes place, the strong attachment rate* causes a local de-
crease in electron density. 1In order to maintain a constant
discharge current, the value of E/N must decrease. This pro-
cess continues until either the ionization rate dominates
or until there is a sufficient buildup in detaching species
to recover the electrons through the detachment process.

The study of the stable discharge showed that the latter
process occurs at a lower value of E/N than the former.

Once the detachers are produced, they have a rather long
life**; and during the time they are removing free electrons
from the negative ions, the reduced field returns to a low
value. Once the electrons are detached and/or the detachers
have decayed or have chemically combined, the process starts
over again.

Low-to-High Field Transition. The transition from the

unstable low field form to the stable high field form is
postulated to occuir when the detacher specie density has in-
creased to the point where the electron density is contin-
uously greater than the negative ion density. The fact that
the low-to-high and high-to-low transitions exhibit hyster-
isis phenomena indicates that different physical processes

could be involved in triggering the transitions. For the

*Compared to ionization.

**Especially the 03(alp).
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low-to-high transition, a preliminary study (Ref 55) of the
changes to the electron energy distribution function that
occurs with dissociation indicates a shifting of energy into
the high energy "tail” of the distribution. This was stu-
died by inserting cross sections for atomic oxygen into the
Boltzmann Equation Code and running the code for various
percentages of dissociation. A study of the forward rates
that were developed from the code runs indicated that disso-
ciation could change the electron energy distribution func-
tion sufficiently to be initially self-enhancing. This pro-
cess, therefore, could provide a positive feedback for the
generation of atomic oxygen. Atomic oxygen is a good de-
tacher but is not considered to be the prihe detacher near
the point of transition; Og(alA) is. At the transition val-
ues of E/N the effect of the changing electron energy dis-

tribution function on the generation of Oz(alA) is small.

Conclusions

The following are the conclusions from the experimen-
tal and computational portions of the study. For the most
part, this summary is qualitative only. Since the quantita-
tive results are generally dependent on many variables, the
reader should refer to the appropriate portion of the study
report for the numerical results.

A summary of the major conclusions is presented first.
This is followed by a more detailed listing of the results

derived from the experimental and modeling phases of the
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study. All significant observations are listed. Some of

these have been previously reported by other investigators

and are listed here as corroboration. Other results are
original with this study and are identified by asterisks.

Summary of Major Conclusions. The primary emphasis

of this study was the development and experimental verifica-
tion of a model of the stable, high-field form of the oxygen
discharge. This model was then used to determine the char-
acteristics of the stable discharge and the criteria for
transition to the unstable, low-field form of the discharge.

The chemistry of the stable high-field form of the
oxygen discharge is dominated by attachment and detachment
processes. Electrons are continuously attached to and de-
tached from the negative ions. The principle negative ion
is 07; however, the molecular negative ions 05 and 03 become
significant as the pressure is increased. Both the metasta-
ble molecule, Oz(alA), and the atom, 0, act as electron de-
tachers. The former, however, was determined to be the pre-
dominant detacher. Although the negative ion densities are
high in the stable discharge, their combined density is
smaller than that of the electrons. With the exception of
very high values of E/N, the positive molecular ion, 0;,
dominates the atomic ion, ot.

Although attachment/detachment processes dominate the
electron chemistry, they tend to only transfer the electrons |

from bound to free states; any permanent electron losses

st e i 2 A

must be balanced by ionization. In the stable discharge,
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the ionization processes are sufficiently strong to dominate
recombination and other nonattachment losses. Two-step ion-
ization from the ground level, 02(X3Z), through the metasta-
ble level, 02(a1A), of the molecule is an important source
of electrons in the stable discharée.

The transition from the stable to the unstable form
of the discharge occurs when the reduced electric field
value, E/N, is lowered to the point where the logarithmic
derivative of attachment with respect to E/N is greater than
that of ionization and the combined negative ion densities
equals that of the electrons. Pressure sensitive processes
which directly or indirectly affect the electron density
also affect the point of transition between the stable and
unstable forms. The electron diffusion and drift losses
cause a decrease in the value of the transition E/N as the
pressure is increased. Also, the addition to the discharge
of another detaching specie, CO, decreases the value of E/N

at which the transition occurs.

Detailed Conclusions from the Experiments. The oxygen

discharge was observed to exist in two forms, the high field
form and the low field form. The transition between the
forms is a function of pressure and current. The high field
form generally exists at high currents and low pressures.
The low field form was observed at low currents and high

pressures. There is also evidence of a high field form that

exists at very low currents and is not a function of




pressure*.

The transition between forms exhibits a hysteresis
effect. The discharge tends to persist in its form as the
current is swept from high-to-low or low-to-high values.

Near the point of transition between forms, both forms
tend to simultaneously exist in the positive column with the
high field form on the anode side of the interface between
forms and the low field form on the cathode side. The inter-
face between forms usually occurs at a discontinuity in the
discharge tube geometry, such as an electric field probe.

The impedances of the high and low field forms do not
change as a function of gas flow velocity*. The transition
point between forms does change however; as the flow velo-
city is increased, the transitions occur at lower currents;
and hysterisis becomes more pronounced*.

The additive of an inert gas, argon, does not change
the impedances of the high and low field forms*. The point
of transition between forms is only slightly affected by the
addition of argon; the transition current increases as argon
is added*.

The addition of an electron detaching gas, carbon
monoxide, (CO), to the discharge has marked effects on the
discharge characteristics*. The addition of CO increases
the low field impedance to the point where the difference

between forms essentially ceases to exist; the impedance of

*Original observation.
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the high field form is not affec.ed*. As CO is added the
transition point between forms decreases to lower currents,
and the hysteresis effects become less pronounced*.

The high field form of the discharge was observed to
be stable, with no perceivable oscillations or noiselike be-
havior.

The low field form of the discharge was observéd td
be nonstable, exhibiting either periodic or aperiodic, noise-
like oscillatory behavior. The periodic oscillations exist
only for certain frequencies or modes*. The discharge impe-
dance is a function of the oscillation frequency*. The op-
tical output from the periodic low field form is highly mo-
dulated. The photomultiplier output indicates very short
pulses of light with relatively long dark periods between
pulses. Electron density measurements indicate that the
electron density is at a maximum during the dark period and
at a minimum during the light pulses*. The oscillation fre-
quency ranges from 20KHz to 90KHz. The oscillations exhibit
a small amount of normal diSpersion with phase velocities
between 2.6 x 10° and 3.5 x 10° cm/sec and group velocities
between 2.5 x 102 and 3.1 x 10° cm/sec.

The temperature of the discharge is represented by an
analytic function of pressure and power input to the dis-

charge*.

*Original observation.
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Mass spectra data indicates that atomic oxygen concen-
tration increases suddenly and significantly as the discharge
transitions from the low-to-high field forms of the dis-
charge*. 1In both forms there is a lack of measurable ozone.

Detailed Conclusions from the Modeling. The isotropic

portion of the electron energy distribution exhibits a roll-
off characteristic intermediate between that of Maxwellian
and Druyvesteyn distributions.

For the range of E/N's that correspond to the experi-
ments, the dominant positive ion was calculated to be 0%.

At high values of E/N the ot density becomes dominant?*.

The dominant negative ion was calculated to be 0 . As
the E/N is lowered toward the point of transition from the
high-to-low forms of the discharge, the number densities of
the 0; and 05 ions become significant - especially at the
higher values of initial molecular density (pressure)*.

The calculated atomic oxygen density indicates a high
level of dissociation, especially at high values of E/N*.

The ozone density was calculated to be several orders
of magnitude lower than the other neutral species carried
in Chemco*.

The metastable Og(ala) density was calculated to reach
a maximum at relatively low values of E/N and then decrease
as the E/N is increased*.

Over the range of 40-60 TD, it was determined that

*Original observation.
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two-step ionization through the Og(a%g) state is an impor-
tant contributor in matching calculated to experimental
electron densities*. At higher values of E/N the two-step
process becomes less important due to a decrease in the
Og(aﬁﬁ) density and due to the lower ionization threshold
of the metastable becoming less important*.

The principal electron gain processes are electron de-
tachment from the negative ions*. Both Oz(a%A) and 0 act
as the detachers with the predominate process involving the
metastable molecule detaching the electron from the negative
atomic ion*.

The principal electron losses are by attachment pro-
cesses, both from the ground state and the metastable mole-
cules.

Since the attachment/detachment processes only trans-
fer electrons back and forth from bound to free states, any
permanent losses are balanced by ionization. As the ioniza-
tion decreases with decreasing E/N, these other loss pro-
cesses eventually lead to a nonself-sustaining discharge
(transition from high-to~low field forms).

One of the conditions for instability - the dominance
of the derivative of the attachment coefficient with respect
to E/N over that of the ionization coefficient - is satis-
fied for values of E/N below 67.4 TD*.

The other condition for instability -~ the equivalence

*Original observation.
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of the negative ion and electron number densities - predicts
reasonably well the experimentally determined transitions
from the high-to-low field forms*. Calculations were made
using both Og(ala) and 0 as the dominant detacher. The
Og(a%g) calculations provide the better match to experiments*.
The pressure effect of the transition between forms
was determined to be due to the electron diffusion and drift
loss processes*. As the pressure is increased, these pro-
cesses have the tendency of increasing the electron density

and thus decreasing the value of E/N at which the transition

takes place*.

*Original observation.
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Recommendations for Future Work -

Limitations of the Study

Throughout this report the limitations associated with
the experiments and with the model have been specified. It
is appropriate at this point to summarize those limitations
in order to provide an introduction into the recommendations
for further work. ;

Experiments. The major limitation of the experimental

portion of the study was the difficulty in determining the
gas density exactly. Temperatures could be measured only at
i: low values of input power. The gas densities at high input

power were determined by an extrapolation process.

Models. The major limitations with the models were:

1. The electron energy distribution code was run only
for the ground state molecular oxygzsn cross sections. It
did not include the effects of other atomic and molecular
species on the electron energy distribution function. The
two species which were present in the discharge in large
numbers were the metastable oxygen molecule, Og(alA), and
the oxygen atom. The inclusion of these in the Boltzmann
Code could affect the transport and forward generation rates
at the high E/N values where their densities were relatively

significant.
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For the E/N values at which the model was compared to
the experiments, the rates calculated by EED would probably
not change greatly in magnitude. Since the Chemco code only
modeled steady conditions, the results would not change sig-
nificantly with minor changes in the rates. A time varying
code, however, could be affected by a minor but rapid change
in the rates. :

2. The rates utilized in the chemistry model were for
one value of reduced field. Once the E/N was set on a par-
ticular run, it could not vary and thus model the oscilla-
tory mode of the discharge or take into account external cir-
‘cuit effects. Therefore, only the steady state discharge
was fully modeled. !

3. The chemistry model did not include calculations
of the radial distribution of the energies and densities of
the different species. Radial density profiles were assumed
in order to estimate diffusion losses. Calculations of the
radial distributions and energies would lead to a more exact

determination of diffusion losses.

Recommendations for Future Work

Experiments. Additional experimentation is required

to fully compare the oxygen positive column with mathemati-
cal models and validate the models. Specifically, experi-

ments should be repeated using a more exact method of deter-
mining the gas density. This is important because the model

and experiment are linked through the E/N and N parameters.

- opd WLy
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Also, it would be extremely beneficial to be able to deter-
mine the absolute densities of the negative ions, atomic
oxygen, and the 0;(ala) metastable molecules, since these
species are important in the discharge in the region of
transition.

Models. The chemistry model should be upgraded to in-
clude the calculation of the radial distributions of the‘
species and their energies. The model should also allow
for the species concentrations to feedback through a solu-
tion of the Boltzmann equation into a determination of the
electron energy distribution function and thus the forward
generation rates. This should allow the chemistry code to
model the unstable form of the discharge in addition to the
stable form. Each of these recommendations would have a
very large impact on the size of the computer program and
on the amount of computer time required to make a run.

If one is interested in high-pressure electron-beam
sustained discharges, the chemistry code would have to be
modified to model them. Two changes would be required:
different chemical reactions would have to be included, and
provisions would have to be made to incorporate a constant
source of high energy electrons. The chemical reactions
chosen for Chemco were the ones that were dominant for the
pressure range of the study. For higher pressures the do-
minant rates would have to be re-established using the list-

ing of Appendix D.
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Appendix A

Microwave Cavity Program

The program listing presented in Table A - I was the
one utilized to compute the electric field in the bore and
interaction regions of the microwave cavity described in
Chapter VI. The solution involved the utilization of a re-
laxation technique to solve Laplace's equation for the poten-
tial field. The electric field was then determined by numer-
ically taking the spatial derivative of the potential field.
The program was developed in collaboration with Captain M.R.
Stamm of the Plasma Physics Laboratory* of the Aerospace Re-
search Laboratories. |

The geometry of figure A-1 was utilized in setting up

the program:

-

wo=s gy
ers,(QUARTZ) = 3,78
€r3(CCly ) s 217
€r2 (OUART?Z) = 3.78

€1 (VACUUM) = 1

L OF GAP

P . =

J e -r ~& OF TUBE

Figure A-1. Bore Region

*Now the High Power Branch of the A.F. Aero Propulsion
Laboratory.
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Cylindrical symmetry was assumed around the axis of the tube,
and mirror symmetry was assumed on either side of the gap.
Therefore, the problem was reduced from three to two dimen-
sions in order to simplify its solution. The mesh was con-
structed of 71 divisions in the radial direction (1.4 cm)

and 101 divisions in the z direction (4 cm). This resulted
in a cell size of approximately .02 cm x .04 cm. The boun-
dary condition on the pole was assumed to be .5 volt, corre-
sponding to a U of 1 volt. The boundary along the z = 0
axis was assumed to be zero. The boundary across the gap
was assumed to have a linear variation between 0 and .5 volt.
The boundary at z = 4 cm was assumed to be zero. The z = 0
boundary was adjusted such that the first mesh point on the
negative-r side of the z axis corresponded in value to the
last mesh point on the positive-r side of the axis, for all
values of z. Only one mesh point was carried on the nega-
tive-r side of the z axis. Values at each of the mesh
points were calculated by successive solutions of Laplace's
equation. The calculation was terminated when the maximum
change in the successive values at any mesh point was less

than the specified minimum of 5 x 10”2 volt.
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Table A - I Microwave Cavity Program

PROGRAM LAPLACE (INPUTyOUTPUT 4 PUNCH)

PROGRAM CONTRNOL CARDS

oaa | X

L R X X T R Ty T Ty T T Ty Ty Ty R Ty Y Ry Y R Y Y Y LT

DIMEMNSION A(T1,101)48(714101)4,EP(71,101) |

(=
T
1

.02 3
« 15R75/74, :

71

101 z

2]

[
@
niwiwtain

3

V = .5

DELMAX 1.E-R#V

HAXCNT 500

NEP1 «975/UR + 1.5

NEPZ 1.10707 + 1,5

NEP3 1.25/0R « 1.5

ninjinn

NEP4 I8 |

L R R L e L L e e T

}

o|old]

AYXILARY VARIARLES

F = (DR/D2) #%2

X=SIN(3.14159/£91IN)(IR4JB))

W2/ (letX)

JRM=JH~]

[yi=14=-1 !

Tei=Tv=1"

Jur=Jw~1

NEFIP = RePl ¢ ]

NEPZP TEPZ + 1

NEP3P = NFEPT + |
9

PRINT 900, NEP]MFEP2+sNEP3ZNEPS
J y GRFP|=¥#, [GHIEOZ=# [ GUNEP I=# [SUNEPA=®]5"

aa

ESTABLTISHING THE OIELECTRIC

DO 16 J=1,Jb

00 13 TI=1.~EV]

13

EPTI,J) = T.

DU T4 I=NEPIP.INEFPZ

EPTIyJ) = J.78

DO IS5 T=RNEPZP,HEPT

EPTTJ) = 2.17

DU 16 T=NEP3P,(EP4

EPTT«J) = 3.76

00 9 I=1Y,IJ3

00 9 J=JVyJd

ATl JJ=V

9 BUIVJII=0,

N=JR™
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Table A - I Microwave Cavity Program (continued)

DO 1 I=1,]9
A(ls1)=0. H
AllyJv)=V
A(T,Je)=V
IF(leGEL W) N=Ju=]
DO 1 J=24N
1 All4J)=e54V
00 2 J=JdwaeJhiH
AllweJ) =V
2 AlldsJ)=V
ICOUNT=0

C UPDATING THE POTENTIALs Ay AT EACH MESH POINT
11 N=J3M
DEL=0.
ICOUNT=ICOUNT +]
00 3 [=2,16M i
IF(ToGF o Iw) N=Jy=1
DO 3 J=2yN
R = FLOAT(I~1)%nNR
AlJ = a(led)
AIP = A(l+14yJ)
AIM = A(I=14yJ)
C AJP A(T4J+1)
AJM = L(1,d=1)
RES (57T +F ) B ((JSR(ATP-ATM) #CR/R ¢ (AIP=2.%A1J+A1HM)
‘ T * Fo(agP=2.#ATJ+AIMI Y+ (L25/EP (1 NS ((EPTTI+1,0)=EP(I=1,0)) %
2 (AIP=ATY) + Fa(EP(LsJ* ) =FP(I4J=1)) % (AJP=AIM)))
OEC=AMAKI (DECABS (RES)) :
K] A(T3JI=A(T+J) +WH#RES
DO 4 J=2,J01
RES = (o5/(1e+F))# (2.2 (A(2s0)=Al15J)) * FO(A(L,J+¢1)=2.#A(1sJ) |
T *A(TsJ=1)) ¢ FE8,2G6/FP(LeJ)#(EP(14J¢1)<EFP(19J~1)) {
2 P(A(leJell=a(1sJ=1)) 1 ,
4 A(T,JI=A(1,J) +W®RES
T C  CONSTANT FIELD AT THE SLIT
DO S J=7,yJuUn
TS5 A(IByJ) = VEFLOAT(J=1) ZFLOAT (JWM)

L

W ngn

bl

o
TFIDOECL.CT.OECFAX) GO 10 [2
TF (ICOUNT ,GE,MAXCNTT GO TO 12
GO TU 1T
C
T PRIKT AND PLOT STATEMENTS
12  PRINT#®, ICOUNT,DEC
C
T COMPUTING THE SQUARE OF THE FIE(CD, By AT EACH MESK POINT
N=JRM {

DO 6 I=25 I8
TF (T GE. T R=JW=1
¢ sl

- : . S "
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Table A - I Microwave Cavity Program (continued)

D0 &6 J=2sN

6 AIT I =TTATT e Ty JV ~ATT =T JT) %82+ F R (A (T o Je1)-A(T U~ lT‘“’E)/DR“"?/‘o.

DO 7 I=T1,11Y

BUT s TT=2TT2) #87 /072062
TFUT.CT.IWT Bl BT =ETATTJBY=A (T JR¥))882/DZ24%62
ﬁﬂrmfmﬁrw*roz &

DO & J=2,J8M

BUI V= (AT Je IV =a (1 J=1T L %%274,/02%%2 i
TFTJ.GT T BT s V= (ATTAN IV =A(TWM,J)) “&2/DRE&&D
B TFTICT . IN) S(IFs N =(ATI8,J+ 1) =ATIB, J-IVV¥#2/4 707942

BUTw,JH) =0,
BUIW s IV ST (ATTW,, JAT=ATT Ny JWHT ) F82T /N2 %2

C

|~ TOTAL = 0,
|7 0U 3% T=T1,49

U CALTULATE ENLERGY

ENEPG =T,
DU 30 J =1 v 100

EN"=T,
33 DELTA=.39269908T 87 RFFZUTZF (2 ¥ T=T, T¥ (BT, JT*B I+ Ty I +B (T Je 1T |
I *PTI*T,J*17) ¥ EN

30 ENERG = ERERG + ODECTA ¥ 3,
— . TUTAC = TOTAL ¢+ ENERG A J
IR = TR % FLOUOAT(IT i
3% PRTINT 36y ZRyTOTZL - -j
36 FORPAT (IXy FIU.7y EIS.5T =
STOF STty
END ®
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. Appendix B

Electron Impact Cross Sections

In this appendix the electron impact cross sections
utilized in the Boltzmann equation program, EED*, are pre-
sented. All of the cross sections, with the exception of ~
rotational excitation, were determined from experimental
data. The rotational excitation cross section was derived
from a theoretical development. Dr. Arthur Phelps' consul-
tation was extremely helpful in choosing the set of electron
impact processes to include inlthe Bolzmann code and in de-
termining the values of the cross sections (Ref 45). The
information Dr. Phelps provided was based on his experiences
in running Boltmann codes and matching experimental transport

parameters.

Momentum Transfer Cross Section (Figure B-1)

The momentum transfer cross section was taken from Re-
ference 56:72. The listing was for the data without the 4.5

ev resonance. At energies below 1 electron volt, the cross

ety

section was reduced slightly in order to agree with the mi-
crowave data of Reference 57 and the drift wvelocity data of

Reference 45.

*Refer to Appendix C.
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Rotational Excitation

A rotational cross section of .15 x lo-lscm2 was used

with a threshold of .001 ev (Ref 58:1674).

Low Energy Vibrational Excitation Cross Sections (Figure B-2)

Low energy vibrational excitation is accomplished pri-
marily by resonance scattering from the vibrationally-ex-
cited, temporary, negative-ion states. Direct excitation of
the vibrational levels of the ground-state, neutral molecule
is roughly on the order of 1% of the excitation through the
resonance channels (Ref 59:1619, 1621). The data used for
the low energy vibrational excitation cross sections were
taken from Reference 59. Since the cross sections were so
narrow, their magnitudes were adjusted to make their energy-
integrated values match. Once this was accomplished, the
cross sections were doubled to allow the low energy transport
parameters calculated by the program EED to match experimen-
tal values. This adjustment was recommended by Dr. Phelps
(Ref 48) and was also confirmed by adjusting a cross-section
multiplication factor, running the program EED and then com-
paring the drift velocity against drift tube data.

The thresholds for the vibrational excitations were
taken from Reference 60: ) = 0 — 1, 1190 ev; V =0 - 2,

.380 ev; V =0 -+ 3, .570 ev; and V=0 = 4, .750 ev.

High Energy Vibrational Excitation Cross Sections (Figure B-3)

The low energy vibrational excitation cross sections

were via the ground state, temporary negative-ion resonance.
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Vibrational excitation of the ground state neutral molecule

s , has been observed to also occur via electronically excited,
temporary, negative-ion resonances. The data for these high
energy vibrational cross sections were provided by Dr. Phelps
(Ref 48). He derived the values by normalizing the differ-
ential cross sections of Reference 61:970 to the integrated
values provided by Reference 62.

The energy losses for these cross sections were the
same as used for the corresponding low energy vibrational

excitations.

Electronic Metastable Excitation Cross Sections (Figure B-4)

The cross sections for excitation of the ground state
molecule, 02(X32:;), to the two low metastable levels,
it OS(alAg) and 0; (blz';) , were taken from Reference 62:1491.
The threshold used for the O;(akgg) excitation was

* :
& .980 ev; for the 02(b125) excitation, 1.672 ev.

Electronic Excitation Cross Sections (Figure B-5)

The cross sections for the 4.5, 6.0, and 8.4 ev thresh-

old excitations were provided by Dr. Phelps (Rev 48).

Dissociative Attachment (Figure B-6)

The cross section for dissociative attachment?* from
the ground level state was taken from Reference 63:1486.

In the absence of measured data, the cross section for

-Z'

*e + 02(xTg) = 0 + 0°
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dissociative attachment from the 0;(a¥5g) state was assumed
to be the same shape and magnitude as the process from the
ground state. However, the energy values were shifted down
by .98 ev, the difference in energy between the two states.
This assumption was based on the similiarity of the poten-
tial energy curves for the two states. 1In order to avoid
having the dissociative attachment cross section from the
a%ﬁg state influence the electron energy distribution calcu-
lation, the cross section values were decreased by two or-
ders of magnitude when they were entered into EED; the reac-
tion rates that were calculated by the program for the pro-
cess were then increased by two orders of magnitude to com-
pensate. The influence of the excited state dissociative
attachment cross section on the distribution function was
eliminated due to a lack of knowledge of the relative popu-
lation of the excited level. If this population were known,
the cross section would have been included; and a more exact
calculation of the distribution function would have been
possible.

The threshold for the ground state process was 4.400

ev; for the excited state process, it was 3.420 ev.

Molecular Ionization (Figure B-7)

The molecular ionization cross section for the ground
state process was taken from Reference 64:1471-1472.
The cross section for the excited state process was

derived and handled in a manner similar to that discussed
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for the dissociative attachment process.
The threshold for the ground state ionization was

12.200 ev; for the excited state process, it was 11.220 ev.

Dissociative Ionization (Figure B-8)

The dissociative ionization cross section was taken

from Reference 65.

The threshold energy for the process was 18.5 ev.

Atomic Ionization (Figure B-8)

The atomic ionization cross section was taken from Re-
ference 66. The cross section values utilized in the EED
program were decreased by two orders of magnitude to avoid
influencing the distributions. The ionization rates that
came out of the code runs were increased by two orders of
magnitude to compensate. The reason for the de-emphasis of
the cross section is the same as for the dissociative attach-
ment from the Oz(akﬁg) state.

The threshold energy for the atomic ionization process

was 13.618 ev.
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Appendix C

Boltzmann Equation Program, EED

The program listing presented in Table C - I was the
one utilized to calculate the electron ehergy distributions,
transport properties, and reaction rates described in Chap-
ter VIII. The program was developed by William Bailey and
William Long for use by the personnel of the Plasma Physics
Laboratory* of the Aerospace Research Laboratories. The

only portion of the program provided by the author was the

"consistent set of cross sections described in Appendix B.

*Now the High Power Branch of the A.F. Aero Propulsion
Laboratory.
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Table C - I Boltzmann Equation Program, EED

PROGRAM FED (INPUT,0UTPUT sPUNCHsDATA,TAPES= DATA.PLOT)

DIMENSTION XR(30)

COMMUN/CRCSS/ A(S)'INX(5)-ING

COMON/FUN/ ETA(200930) +QR(200) 4OF (200) +EOVRNs XMR, 1D (301 4

$ DOEP(30)40(200) +ITP+I0OVsUUsTGoTVyF 4 XNU(30) 9 XNV (30) 9IVOsIVI AN

C0O™MQr/SUN/ BTA(200) sNOF (200) yDEL (200) yRT(50) yITV(30) 4

COMMON/SCALER/LXsLY 9 XF (S) s NAME (5)

DATA IPRT,IPN/1,0/

DATA F9TVyTG/0e90e9293./ -

[+
C
C et EED a##é NUMERICAL SOLUTION OF BOLTZMANN EFQUATION tued
-
C EED MNUMERICALLY SOLVES THE COLLISIONAL BOLTZMANN EQUATIOM IN THE.
C Pl APPROCXTMATION FOP THE ELECTRON ENERGY DISTRIBUTION FUNCTION.
C FROM THIS IS CALCULATED THE MEAN ENERGY, DRIFT VELOCITY, AND
{ o ENEPGY LOSS RATES.
-
C READ IN BASIC PARAMETERS
READ® ¢ NENs IPRT,IPN
C1 NUMHER OF E/NeS TO BE CALCULATED
C3 PRINT OUT FO AnMD F1 IPRT=1
G IPRT=0 NOT REQUESTED
< PUNCH OFTIUN REQUESTED IPN=1
C IPN=0 NO PUNCH
T
XPR=T,09E=3
CALL CROUSS
MOM=200
TOV=M0RA
DO 46 I=T,M0OM
%6 DOF(IT=1.
DO 42 TNU=T,MNEM
PRIKTY9, IPRT
99 FORMAT(ITI)
PRITTI0O0s (XP(IR)#100s « NAME (IR) o IR=1,ING)
TO00 FORFATISTIRSFI0.2+F%¥ 3 IX9A10))
C i
-

REAT tIN VKCUES" .3

REAUFsEUVRNF o TV IG ¢

IC EOVFN=EOVRN/ 3,54

IFTTV.OT«10s7 TV=TV/T1605.4

IFTTG.CTL.I0T TG=TG/TI605.4

DU 13 J=1,30

13

XNUTIT=T.
ANV TJI=0.

IFTTV.0T.0.) CALL VIB

CALL INTOUKRAL




Table C - I Boltzmann Eguation Program, EED (continued)

T CALTUCATE MORFACTZATION CONSTANTs MEAN ENERGY « AND FI
(OO T2 X 2 222X TR TR R R R X R X R Y R Y Y X R R R R R X Y R e Y

EBR=0.
DE=T.
ULoS5=0.
VDO=0.
SIM=c.73. 7 i
00 400 T =1,10V
UZ=FLOAT T #0U
SITH=Z =51

N =ANERE r . STHM i

EERSEER+UF U] FUKFF[5FDUFSTM

DE=DEFOF (I T *UXFDURSTM/OR(T)
QLOSS=UCOSSFUTTT#RIRPUKF#2¥ (OF (1T =TGRARTIT¥ETA(T) ZEOVRNY #STP¥DU

VU =VU +uTATIT®RUOXFUURSIA

400U CUNTINUE

LEBRSEBR/XNER

DE=CERS. I T7XNERV 7 3,
QUCSS=UCUSSTS ., 929 =G 7 NERM

VUSVUSFS 929 T7FReR1I73,

NU T4 I=T,M0M

BTATIT=BTA(TT7ANERA

Or VLT=SUF TTT 7ANERS

14 CUNTITIUE
T PRINT 503, tOVPNFI.E=16F #XHERM
7 D ’ o Cy =CHZ#,y v 2 AT [ORTZATION®
L X8 Ll B Y<Y4l

CTSUTI FORTAT (IX % E7PYSIPEIS 297 VZCM7TORRY, TUXs¥FRACTIONALC TONIZA
< DLUNYJ [FE L2

PRINT S04 TV¥IT605.43 167116054

& ™y v ) Y4 3 IUX»®GAS TEVPER,
SATURE®SFIZ2e2s% K¥T
AT VIFRYetlveU) DI 1O Y

PRINT SU7

—S07 FORMAT (TR0 ™ NORMALIZED UISTRIBUTION FUNCTION FO¥)

C WRITE FO GRND F1I 1
PRINTT 85— o (5 I=1510v)

(T tF I e T PUNCH 666y (OF (T I=1510VY

—PRINT 6%

60— FCRYAT (et F I COMPORENT OF DISTRIBUTTON®)

T PRINT Ey (BTAT) S I TOVY)

B FORMAT PSS I0E T %)Y

—PRINTS0 U

SO FORMAT w0 ENE =5FS

— 666 FORM

—AGN=

X3 SEree %)
.

A
r

v .

1"3_?1:' Yl

"o
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Table C - I Boltzmann Equation Program, EED (continued)

WhITE OUT PUMPIMG RATES AND ENERGY LOSSES FOR ADODED GASES
CEE2 X DDA 22D A 222222 2 2 2 2 2-2-X-2-2- 28 2-2 22 2- 2 0 ¥ 27
XJE=0,
EIN=VUSEQURN®] E=16&
PRINT 490, ULOSS/FTN
490 FORHAT(IHOy # FRaCTIONAL RECOIL ENERGY LOSS%#4,F12.4)
EE=0.
187=1 :
DO 844 1T¥=1,ING - -
ITP=INX(ITM)=1+]108T
DO 846 J=IBT,LITP
XR(J)=0.
IF(ID(J) «GE."MOM=1) GO TO 846
P=DEP (J) Z0U=-FLOAT (ID(J))
XRUJ)=ETA(IU(J) +1 o) #(XNU(J)#DOF (IND(J) *1) =XNV(J) #I'OF (1)) *(1.~-P/2.)
TLO=ID(J) +2
DO 845 [=IL0HOM

g o0

NS L

U=FLOAT(I) ¥0U |

XRTN =XRIIV*ETA(T 9 ) ®(XNU(J)#DOF (1) =XNV(J) # (PEOOF ([~ID(J)=1)¢(le~
$P)Y*DOF (I=-10(J))))

845 CONTINMUE

846 XR(J)=XR(J)#5,929E=I/XP ([TM) #NUY/XNERM
PRINT S0SMAwWE ([ TH)

Q05 FORMAT(1X, # NET PUMPING RATES CM3/SEC FOR #,A10)
PRINT 8, (XR(I) +»I=IBTL1ITP) i
NO 947 J=IBT+[T2 :

o .l

BTACII=XR(JT#DEP ) #XPIITM)

EE=EE+TTA(J) !
Ba7 CONT IntUE
PRINT STI.NAME(TTM)

SIT FOREATIIX % FRACTIONAL ENERGY NEPOSITION FOR #,4,A10)
PRINT T0e (BTA(J)/EIN,JSIBT,ITF)
10 FORMAT(IX.10F12.4)

IBT=1T77+]
858 CONTINUE
EESEE+UL0SS
PRIFYT 492, EBP,DEFILEIG
’ AN EN ’ 03y 0 yPOIFFUSION COEFF ICIENT,
T IPEIZ4, % 1/CH7SECY) i

1000 1R ) S8

593 WRITE URIFT VECOCITY ANDU CURRENT DENSITY
ECH=EDVRN#DE /VI)
PRINT S10, VL, ECH i
yIP CITY#,E12.4+% CM/SEC®310Xs®CHARACTERISTI

TC ENERGY¥,0PF12.3+% EVE)
ERR = (EE-EINJ Z7EINTI00.

PRINT 512y ERR
512 FORFAT(/ ¥ ENERGY BALANCE®,F10.2,% %%)
42 CONTINUE 4

ERU




Table C - I Boltzmann Equation Program, EED (continued)

p g Wl

SUAKOUTITE CROSS {
CORMOTIZCROSS7 A(S) o INX(B) ¢ ING

ATA0Td Oy - 'R 200 Ny (30)
_—__3"_UFPT3UT_HT?UUT_TTV—TUVTUU IG IV F RNU(3U’ XNVI3U) IVO,IVI, AN
N ol 7;DEE(26U)0R|(565;1'01367

COMMUN/SCAEER/LstYyXP(ST?NBﬂE(S)
OATA SCALEeGRID/T«90.7
READ®, ING,UMAX s
ODU=UNMAX7200.
DO 10 I=1,200
d(l)=0.
T0 QRUTIJ=0.

. 4 L1
DU 40 IR=1.I7G

—  NVU=U—

) 2 K)o ) o o 1 ’ ’ s AT

TFINVUOL.ET,0)T GO TO I
TVO=TIVOFITP=1
IVIENVI+TTP=1

—I1 TP=INXTIRY
INXTIRI=1IP=T
DU 40 IN=1,1V

B REFOT s LABE L ECs SCATCESEGRID ]
IFTEGRTULET UL T GU T IS }
READU¥y (OF TIT s I=292007 4 0DUA |
OF TIT=0F (27

—  DOF{IT=0.
00 12 1=2,200
DOFTIT=EGRTOTFCOAT (=17
ITFTEL,CT. 0.7 OFTIT=0F (1T/700F (I

T2 COTTINUE
GO TU 156 i
""TS_REFU’_TUUFTTT_UFTTT_T‘T_ZUO) |
16 U0 30 IX=I+199G
T IF(OF(IXT ."EeUe)] RIJ=DOUF CLX*LT
TCOFIFIXTOOF (IXY 700 +1
IRI=TFIX(COF(IX+ 1T 700+, 001)
IFTICG.GT.IRIT GO TO 30
ITFUIRT.GT. 2007 IHI=200
T SCOPE=TOFTIX#FIT=0F (T X177 (COF (I X+ IT7=DOF (I X7}
D020 I=ICO5IFT
—U=FCoORTCIT*0U i
20 DECTTIT=(0F (I XT+SCOPE®TU=UCF (IXT ) ¥SCALE t
A VIl .eW, 2UU) LU 1TU 35
30 CONTIRUE
35 1TU=TX+1
AF IO T- 2007 1U=200U
IFtELSGT 0. G TO 37

PRINTIOTS CABELSCALES (OOF tTT0F (I I=15TQ)

...




Table C - I Boltzmann Equation Program, EED

(continued)

D0 36 1=1,200

QD =C(N) +XF(IR) #*NEL (1) /A(IR)

QR(T)=CR(I) +XP (IR) #NEL (1)

GO 1O 40

37

ITP=1TP+]

DEP(ITP)=EL

IO(ITPY=IFIX(EL/DU) *

RT(ITP)=KTJ

PRINT1079 LABELEL+SCALEY (DOF (1) sOF (1) 4I=1,1Q)

DO 39 I=1,200

U=FLOAT (I)*DU

39

ETA(T,ITP)=DEL(I)#U¥XP (IR)

40

CONTINUE

CO 50 I=1.200

U=FLGAT (1) #DU

00 50 K=1,ITP

50

OR(T)=0R(T1) +ETA (I+K) /U

101 FORMAT(1r0sAl10+3Xe#*MOMENTUM TRANSFER CROSS SECTIOI #,

$32X9#SCALE FACTOR=#4Fhe2/

S(IX9S(FHe293XeFEely6HX)))

102 FORMAT(1H09A10+3Xs#INELASTIC PROCESS WITH ENERGY LOSS=%*,F7. 3.”EV°-

~

$20X 9 #*SCALE FACTOR=#4F6e2/

P(1X9S(FHa293X9FEeby6X)))

RETURIN

END

SUcROUTIKE INTGRAL

COMMON/ZFUNZ ETA(200+30) 9QR(200) yDF (200) EOVRN9 XMRy I (30)

3 DEP(30),0(200) s TTPsTOVIDUWTCoTV4F ¢ XNU(30) 9 XNV(3C) s IVOs IV 4 AN

COMMON/SUN/Z BTA (2000 yUOF(200) sDEL (200) +KT(50) »ITV (30)

JTCOUNT=0

Y=3.2/E4%F*]0,

LLLLL

FEM=],

SGNO=-T,.

DEFM=0.

JCOUNT=TCAOUNT+1

SUM=0,

EEI=.5%D0GF (1) #Duw®] .5

EEZ=EEI¥#CU

EE 3= oS“UUF(Iu“DU

D0 I I=2,I0V

1

EE3=EE 3+DCF (1) #DU

BTA(Z00)=D0F (1)

DO 10 I=1,I0V

U=FLOAT(T) ¥Du

A=XMRFQ (1T #U%%S

b=0.

D0 8 J=1»ITP

IFTIDTJT .EQ. 07 GO TO o

IFUIDWJT LGELIT9T) GO TO 8

IFTUOGT.RT(JY) GO TU 4
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Table C - I Boltzmann Equation Program, EED (continued)

IFTDOFTTT /DOF TIDTJ) T LT, T.E~10) GO TO TI

XL=0.

=0

IP=T+T0T0J) ) 3 *

UP=U+CEPTJ)

IN=I=-TD0J) -1

P=UP/00U=-FLOAT(IP)

IFTI.GT.T) GO TO 20

XEEETATTP+ 1, JV#D0F (TP+ 1) ¥P a2 +ETA (TP JY*DOF (IP) # (1, +P® (1. =P))

YHSETATIP+T, ) # (PFO0F (1) *+ (1. =P)Y#DOF (T+ 1) Y#PE®2+ETA(IP,J) “DOF (1) =

P(leeP¥(1.=-P))

DELTJ) =0,

G0 TU 5

c0 XH=0,

YH=U.

IFTIF.CE.200) GU TO &4

XH=ETATIP=T,JY%0CF (ITP=-1 )“(I}-P)““Z’ETh(IP‘I’J)“DOF(IP‘l)“P“*24

> *ETATIF y JTFOUF TTPTHF (L e ¢ 2 FPF (1T =P))

YRSETA(IF=T,, T ¥ (P¥00F (1= (1’(T.-F)’Dnr(I-l))“(l.-P)*“?#FTJ(IpoJ)“(F

SHFUUF TI=TT+# T «=P)F00F TTT T ¥ (1 e+ 2 ¥P¥ (T =P TV +ETATIP+ T J) # (PYCOF (I + (1,

Do=FTFOUr (T+I) ) *PFEY7

4 IFTIL.LELIDTJY) GO TU 5

IFUTLEU.ITTIT+TY GO 1O 21

KL=TETATI=T,JT¥NOF TT=T1) +ETATT, J) *0OF (1))

YLEETKTI-I'JI“(P“UUF(I”‘TT’(l.-P)“UOF(lM))OETA(IQJ)’(P“DUF(IM)*(l.:

3=PIT¥OUF TITF+17)

GU 105

cl XL=ETATIWJIT¥UOF (I ¥ (T . -P)

YL=ETATT ST¥TPFNOF (TN # (T . =PI ¥0D0F (TT1+ 1)) ¥ (1. -P)

S DELTJT=DEL TI) + TXH=-XCT¥XRNUTJI) = (YR=YLY#FXNVI)

S=B+DLELTI]

GU TU 8

©
-

- ASA+DEPUITFETATT »J)

COMTITUE

C= J-/U"(A"EVHQUU/UUP(l)‘ob“Y“ttI)/(EUVkN“ZlUR(I)

Z 9 SUM=SUMFC*0U727.

DIVFIEE LU+ E ITPUFF ST+ 3. FAFTO/U]

AT (OUMeC T e3TTe ] GU TV 11

SUM=SUMFC¥NIU/2.

DF T =EXP(=5U™])

JEF=ABoT00F UIT=nNF I 7amINTTOOF T s DOF T

IFr TUEFT M. UL TJEF)T CU TUO 13

DEF=UCF

'
I3 BTATTIT=C#0F (ITREOVRN/7ORTT)

SGN=STONTT e s UF (I =DOUFTCIT)]

IF(FellelE~IH) GU TU 10

FES=EE3=(0COF (TT+OOF CTFTTTY0U7 2,
e=C L. FUPFILSFNOF (T¥F 1T F (UFDUT ¥ I.ST¥0U72,

CEET=EEIFTOUF I T FUYHS3D0F (TF T ¥ (UFDUT w9 ST 0U72.

10

CUNTINUE

260
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Table C - I Boltzmann Equation Programm, EED (continued)

11

JovV=[-1

IF(IOV.LE.]1) STOP2

IF (ICUUNTL.EQ.30) GO TN 16

_IF(CEFM.LTeo01) GO TO 15 . c

S=1.

IF (SGN#SGNOeLTeNe) FEM=FEM#,5

SGNO=SGN

DEFL=ALOG10(CEFM+1.,)

IF(NDEFLLGTFEM) S=DEFL/FEM

DO 12 I=1.10v

12

DOF (1) =00F (I)##(1e=14/S)*DF ([)#%(1./S)

SLOPE=DOF (I10V) /NOF (1UV-1)

D0 14 I=I0V,199

1%

OCF (I+1)=COF (1) #SLOPE

I10V=200

GO Tu 2

16

RETURN

END

SUBROUTINE VIS

COMMON/FUN/Z ETA(2005930) 9QR(200) yDF (200) yEOVRNXNR ID(39)

$ OEP(30)40(200)sTTPsTOVIDUTCyTV4F4XNU(30) o XNV (30) 3 IVIsIVI,aN

E1=0CEP(IVQ)

E2=AN®E1/(le=2.%0DE)

VMIN=80.

IF(ANNENe) VMINSEL®TG/ (2.%E2¥TV) +,S

XNORPM=0,

XNERM=0,

YNU=0.

D0 10 I=1.80

V=FLOAT (I-1)

~Ev=EVH(E]=-(Y-1,)#E2)

IF(V.GToVMIN) GO TO S

AVSEXF (=V#E]/TV+V# (V=1,) *E2/TG)

GO 10 6

XVE(VMIN+®]1) 7 (V+1s) ¥EXP (=VMIN##2#E2/TG)

XNORM=XNORV+XV

XNERM=XNERM+ XVRFV

IF({I.GT.8) GO 1O 10

YRUSYRU+XV

IFUl.tJeI) GU TC T0

JMAX=FIND (IVO+T=2,IVI)

D0 9 J=1IVJyJVAX

9 ANVIJITSANVIJT+%V

10

CONTINUL

DO T2 I=IVU,IVI

XNU( LT =YNU7Z XNORM

12 XNVUT) =XV T /7XMORM

PRIFT By (RNV(T) «I=IVD,IVI) y XNERM/XNORM

B

FORMATUIP  UIX,ICEIZ.4))

RETURN

END

44




Appendix D

Chemistry Rates

Table D - I is a listing of the chemical and physical
reaction rates collected during the course of this study.
The last column in the table specifies the reactions utilized
in Chemco (See Chapter IX). Nonutilized reactions were re-
jected because they did not involve species carried in the
code, were slow in an absolute sense, were slow relative to

another channel with the same net reaction, or were deter-

mined by early Chemco runs to be insignificant. The letter

M in the reaction column refers to an unspecified specie in

‘ a three-body collisional process.
V The rate dimensions for single body processes are
| sec™l; for two-body processes, cm3sec™l; and for three-body
% processes, cmbsec™l.
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8 T9Zh: 9L UoT309S S$S0ID ® + (Se) 0 <« 0 + @ 8L

8 8T:6GL UOT3095 S$S0ID (*x3g abxeyd) _0 + 0 =< 0 +. _0 LL

8 8T:SL UuoT309S§ SSOID (*xa obaeyd) +o + 0 =< 0+ 0 9L

(Apog oTH *

SZT6YiYL -UTS) , 0T X T°T %0 - x23X3 + 0 + 0 SL

SZ6Y:vL 0T ¥ 2 ¢« xoxka + (B37q) 2o yL

yZ6viyL c-0T X ¢ ¢o « x01ka + (Bype) %o €L

. : Z Z z 3 z

SZ6V:YL 97-0T X 6T 0 + Fp == Cp + (CFH) %o gL

X $8:69 g1-0T ¥ Z2°Z ¢+ %0 <« %o+ (Bye) To L

458 aga  °2pod 2z3Tod WOXJ (*seg ybtH) ‘® + (y=4) C9 — C0 + ® oL

ite aga  spod z3Tod woxd (*seg ybTH) ‘® + (€=A) C90 — Cg + @ 69

L'e aad  9poD z3Tod Woig (*sog ybTH) ‘® + (z=A) ¢9 — %0 + 3 89

L'2 ggF 2pod z3Tod woid (*s9y ybtH) ‘® + (T=A4) Co — %o + ® L9

9'z Qga  9poD z3Tod wWoxd (*so4 MOT) ‘S + (y=A/) o — Co + ® 99

92 aqgd dpoD z3Tod woxd (*sog MOT) ‘® + (£=A) ¢o — Cp + @ S9

9'z qEd  9poD z3Tod wWoxJ (*seg MOT) ‘@ + (z=A/) o — Cp + @ ¥9

9'2 Qg 9poD z3Tod Woxd (*sog moT) ‘@ + (T=R) ¢ — %0 + ® €9

apod S930N x°Joy a3ey uotT3oedy’ -
wayd uoT3oeay

ut
pasn

(ponuT3uo)) sojey uor3ldoesy ‘I - d 2I9el

ot P
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X 29:69 e7-0T X T °+% <« % +23+03 v6
X 29:69 m.ﬁlo.ﬂx._” ®+ 0 ~ L0+2°+3 €6
: € z
TS:69 Dt * 1 W+50 <=mw+o0+ 5% z6
: 1e)C
S5:69 07-0T X € 0+ (¥'®)$0 <« Zo + (z) 0 16
. PP y
L7:69 07-0T % € 0+% <«o0+70 06
: ; O v
. x
9769 p7-0T X 6°C W+ %%+% <«u+’o 68
X T qIx SpoD z3TOd WOl ®+9+0+ 0 < % +9° 88
pesn 30N L8
58769 ep 0T % §'2 Zo+ % +0 - 0+ Bz 98
TT: 12 07-0T X 8 -~ €0 + (s{)0 S8
TI: 12 ¢7-0T X § <« % + (sq)o v8
$8:69 01-0T ¥ §°¢ ¢o + % =~ %0 + (aq)o €8
; 5
X 58169 g7-0T X ¢ + Czmo « Bve)Zo + (Byeizo z8
869 17-0T X §°L (@g)o + (8% <« %o + (apo 18
6 N @p)o + (@)oo = (dg)o + (sy) 0 08
8 TheTv:oL UOT3IOdS SS0ID ®+ (pSg) 0 <= 0+ 3 6L
SpoD  S93ON  x "3 s3ey uoT30Rey -
wayD uoT3oesy
ut
9S()

e T i e o

9 :lmu...n.ireriv . MW
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TOT:69 pe-0T X 6°T Co + (S{)0 =~ 0+ 0 +0
96:69 1z-0T X #°2 A4y + %0 < 0+ 0
X 7669 sr 0T % £ €0+ %0 <« €0 + (Pve) 2o
X 76169 g7-0T ¥ T 2 +0 <« 0+ (Pye)Zo
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pesn 30N
y . z By e)?
X 58169 B Y au + Co <« (Pwe)o
$8%69 17-0T X § 20+ 0 <« %+ (a)0 66
78169 ¢-0T ¥ 8°9 &4 + 0 < (a)0 86
18369 [T %2 o+ % +% < o+ % L6
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X 1 peumssy Ty se ouwes % + 20 = Zo + (®ve)T0
X T paumssy gg se auesg S+ 2+ 0+ 0 = Awfmvmo
X 0T‘T Q@@ ®pod 2z3T0€ WOId 0+0 = By
X TT  peumssy zs se suwes °2+0+0 =— (Bye)Zo + 2 8eT
X 11 paumssy v se ouwes (Pvie)Zo + 2o = (Bype)%0 + %0 + LET
X 11 poumssy 6c se oues 0+ 2% = (PweZo + L0 9€T
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X 1T psumssy €¢ se sues 0+ % - Pve)Zo+o0+o0 yET
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. Notes:

*References 67, 68, 69, and 75 are compilations of

rates and

1

0 N o W N

10

‘ 11

as such do not represent primary sources.

Rate entered into Chemco as a function of E/N.
Computed in EED but not entered in Chemco.
Rotational excitation.

Momentum transfer.

Electronic excitation.

Low energy vibrational excitation.

High energy vibrational excitation.

Cross section not used in EED or Chemco.

No rate found.

See Appendix B for cross section modification.

Rate not available. Reaction assumed, so as to

allow reactions involving 02(a%Ag) in Chemco.
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Appendix E

Chemistry Code, Chemco

The program listing presented in Table E - I was the
one utilized to calculate the species concentrations and re-
lative reaction contributions described in Chapter IX. The
basic program was developed by Michael Stamm for use by the
personnel of the Plasma Physics Laboratory* of the Aerospace
Research Laboratories. The portions of the program provided
by the author were: the initial conditions; chemical rates
and reactions; chemical difference equations; diffusion,
flow and drift loss equations; and the input/output instruc-

tions.

*Now the High Power Branch of the A.F. Aero Propulsioﬁ
Laboratory.




' Table E - I Chemistry Program, CHEMCO ]

PROGRAM CHEMGCO (QUTPUT o INPYT) . i

%]

COVACM/XGH /Do 0P N2D N F o ONeD2N.NIN,OP,02P

CCAD ZXDOT U Z000T 3 32N0 o N20D0T s Q3NOT FDOT ¢ OMNTOT « C2NNOT « O3INDOT o

3 OENGY 4O2PD0T !
CO* =OM/SCPLTT/ X oY et XToNYT ol JMPINGIGRID

NTHENCTON KCHELN) 3 (20) ¢ XDOT(20) :
COri QI /QaTHIK /D) «PGEFaPD24RO4 4RI RSI,D4,ROPGIRTZRRRI3P114P12s ‘

1 Al RIR, 1618 eW]O0,%2] o422 RPIRP24.026,2]114R2PR29,R30,

2 R3le 41?.4110.'11 QEG4,R34. 53'.&?‘.“&]031°gk191941gR453

3 CH1eRH 20 DG s P71 o324 RBBIP 10N F104RI105,

4 Q1124210741084 )17,R1184P1234R1244P1264P127R]128.R129,

S RI3CWP]IZ14C1324F133,P]3640125.R)369P137F13R,2]139,RP140:PXeR16],

6 RYIPZ

COM DN /G2 /S1 0824598445595 7408,S945110512¢S134S154S16K
$15e521¢522¢5239524952595289529¢53045319S532+53345S3495359536, i
S32¢S53Ue54319345935510S55295544571 ¢SK%2¢555,
SHaeS16045104¢S51054610745)008e511751155512345126445125+5)30,
S1344S175¢¢]1324813945140¢5XeS5141+564518954)1+5539593,5945112,
G1144511946Y 487 ‘ |

COa 0 22030 2/ dFFCHAR «XEM NP NOPP JNON S IN2NM G DOAN G NFE 4 N0 4 NN2D e Shiw !

1 FOVERIZVOF G VOZ2P e VOMNG VO GYDING VO GMOIEXCITE o VE S V02D VF o ALFA !
DATA KCH/ 1Hle 1HZ2e 1H3y 1H&y 1H5e YHAe JHT7y JHBe 1M9e 1HAy/

(Sa1 £ o (WX (3¥] (g

INITIAL COMNTTIONS
NELT = 1.71" ,
‘ CHFrtigY = 20, i

CyCra~v = 50700,
FOALY = N2
SHICY = 80001, ! I
F‘ A’tT(n L ¢
PRED = 0,

g & 10

o

REB 1% o3t o \F s XOTCH

Ry = YDTC1 & G\ o g, F=10
RY = X
7 = =Y
0 = o;’hbs"
T ) JFmr#GHN
AL Pkt
4 = .E-Q&Sf«,
027F = 1.F=7%#S"
N3 = 1 eFmgtts
01 = ] b=)iea
O?& = [e28#S:
OP2=bMa 68 (G400 ¢ (P) =027=02N=02F =] ,5% (03+03N) '
Q3 1eGF=10
R4 F-t'\S

unin
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Table E - I

THIS PAGE IS BEST QUALITY PRACTICABLE

FRON OOPY FURNISHED TODDC ____-

Chemistry Program, CHEMCO (continued)

i ]
A 1
RS = 1,4F=1% ]
RA = Y,F=12?
07 = ),F=1)
RR = 2,7F=7
RY = Q,AF=R
P11l = ?,F=25
P12 = 2.F~-75
R13 = 5.3Ir=19
15 = 1,1F=30
R16 = 3.3F=10 )
P)1R = 1.3F=30
P19 = 2.,1F=7
P21 = 1,F~3]
R27 = 1.F<?25
_R23 = 1.F7 B
GP4 = 1.E=7 g
RP6 = 3,35-10 i
RP2d = 7.45-33
Q2Q = 1,.,F-7
35 = 1.F=29
RYIl = 7T,45=13%
;‘"? = 6.':"3‘0
RAX = A,F=34
Pl = 4,7F-15
35 = 1.F-11
R3h = 2,7F=]¢ ]
R = ) F=P4
Q96 = P.E~]1]
24) =1,95-30
P62 = 4.,pF-1
45 = 4.k=10
&1 = 1,fF=-~
&4 = | F=b
R55 = 1.5F~-13
R71 = 2.,726=180
P52 = P2.E-1%
P33 = 1.F=19
R34 = 1.F=-19
R1N) = P A=
R1G5 = 4.7E=15
RIS = leF=1{
R117 = 1.F=1h .
RMGI = 3,F=15 !
R117 = 3J.F=10 }
RYIIT = P,f=-]0
P17 = 4,F=15H
RP123 = 1.,F=13
R1724 = | ,F=19 -
RY2AN = w21 1
R[3‘0 = 33 }
- )
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PHIS PAGE IS BEST QUALETY PRACTE
FROM 00PY FURNISHED TODDC e

Table E - I Chemistry Program, CHEMCO (continued)

R13A

23

R141

39
R4

10

REALS,

FOVERNGRIV2IRO2REFIR2,P] oRARKRI14FFCHAR,XFMR)126,P139

n] 31

RS2 %

)40

RER

IF(FOVERN,FC,0,) 0 TO 1000

0 = 0+]10, !

N3 _=

(2]

A+, |

020 = 020 + 10,

O = ONeIn,

021"

|
|
02M+10. |

O3 =

O3n+ 10,

e =

(

Pe2n,

N2 =

N2P+20,

02 =

L

2.—_‘3::.

F = OF +02D-(11=02P2N=023N

Xfit =

XE /7S i

EYCl &

S

= C.

CYCEVCYEC = e

CHEMOT

= fe

CHEY

—

LI

]syce

W

TUE

e

TTI42y

= €n, /\F

15 (200 (PPPPLS,) ol Te 1) PRINTY 902

gn2

FORAT(100Y)

PP iT G254VF FOVFRPNaSMeXDTCH

PO 788500 P 1211 2:R52+P539R2.R)95844R] J 4, FECHARXFM.R]26.R]1 39

FOL A (\n) #F{ D% =0FQ,00  E/N =8Fé,]|® SM_=%F)0,3¢ DICHR=%

'He3)

D
k=1

CO~T ) SUE

An»-n 5}

TELAG

= 0

Cal'.

JrovbEmM (D) TFRACT«FRACTON 3 CHFMNT ¢ CHEMT s CHEMCYC 9 CHEMMAX ¢ KK)

8

TIE & CHENMT

CYCLe

L
7

= CYCitte + 1

IF(CYCLFS 5T nYC4aX)  ISTOP=])

JE(CIYF.CT . TlwAx) 1STOP=})

S0y

COIT ) MF - !

(i)

9]

X(7)

2

X(3)

a2p B Y

Y(4)

C3




CTICABLE
IBISP&GEISBESTQDALITY:GAC
lﬁDlOOPYFURII&HﬂJTODD S
'. Table E - I Chemistry Program, CHEMCO (continued)
2(5) = F
X(6) = ON
X(7) = 0PN
Y(#) = 03
X (%) = OP
X(16) = 020 |
XNNT (1) = 0DOT
X001 (2) = 02007
XNIT () = 0zZNN0NT
XDOI(4) = Nn20071
100T(S) = £NOY
xNCr(s) = OLNOT
L0AT(?) = Grun0T
YNOT(8) = 03-INOT
IBAT(R) = OROLOT
XNOT(10) = 02PDOT
€
IF(ISTOPLF0.]1}1 60O TN Q0]
c

TF (AvON (CYCLFS,PRNTCY) .67, o1) GO TO 930
Ggnl PRINT 945
oPrP = PPOP ),

205 FORMTI/anhonTIng a#DT a0 2802 &
¢ o 2RO wuf & & 0N ®
C e ##93N #40P - as02P ST
‘ RICT O 0. TTUFLCHEMT, (X(J) s J=] sKK) s ALFA
Q10 FOR=2T(Ine 11135 )0,2)

PRI T C16. (ANOT(J) g J=)4KK)
915% F(}ri».-ﬁT(;D:.lpllr’o.?)
C

S0{=2,#57.504613+81R+2,6519+522¢5234574+2,8529+536+55) +2,9552+553+
1S54+ 55C+CQAf+450346]11445)19+5]12445]136+2,%513045)139+5140+N0+ICP«VON
2 + 1. ; |

SGL=S14S34S54S7+48)64S26+42,#S2R3+4S30+2,8531453245334534+535+5)04+ !
1S5123+S134+05+v0 |
2 ¢ 1, |

SOZ6=5345A+50+S]1+523+45R6+52R+529¢531+2,#536+4535453A+53A+2. 9543+
1G4S 465U+ G0+ 57] 42, #6R7+594+510045104+510545107+5)0R+2,%51 18+
22.%5119¢2.,#5123+0N2P+N02H+NO20 +VO2N+VO2P+VO2N+ ,5#V0+,5¢VCPs
3158V ,5400)

4 +].,

S021.=52+544516+4621+472,4532+4533+45309+4541+¢552+553+58R+5112+51164
e Ve

SN T=C4v51 2751 6+574+533+633+5117+51 94 +N03VOIN
1 « 3.

SON.=Ch+513+517+534+545+554+555+5104+5)19+V03
1« 3. : ,

SFG=61+4572+4653+454+516+536¢551+45KA+5117+5118+5123+5126+5) 60+VONsVOPN»
1%031 ‘
4 1O ‘

\
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Table E - I Chemistry irogram, CHEMCO (continued)

THIS PAGE IS BEST QUALITY PRACTICABLE
FROM OOPY FURNISHED T0 DD0 e

SEL=S5+S6¢S7+51R+5]19+5214522+538+541+553¢45934594+5]130+5139+514]1+

1S)4Z+DF+VOP+VO2P

2 + 1.

SONG=S5+4564S57+526+4553+5139

1l + 1,

SONL=S3+S4+5A+459+S5]11+512+S513+4515+551+S114+45117+S124+DON+VON

E e 1

SO2NG=513+521+4535+541+45114+45124+5130+5141

1 ¢« 1.

SO21:L=S16h+523+4S70+529+45364543+4545+5118+002N¢VO2N

l ¢+ 1.

SO3MN6=813+¢S15+545

1 + 1.

SO3L=524+S35+5123+003N+VO3N

Y & 1,

SOPOG=S)+SAR+S140

1 « 1.

SOFIL =GR+511+522+523+524+530+¢539+593+S5136+NOP+VOP

l + 1.

SQN?2PG=C2+G3N1+5304512KA+5136

1 &Ly

SO2HL=SG+S1£+519+4529+538+¢543+594+D02P+V02P

1 ¢« 1.

S020G=S1d6+5112

l * l.

SO2TL=RT7142.8382+4G5]100+45105+451074S103+4S117+5118+45119+5124+S5126+ B
1513)+4S12L+5173A+45]134+45)39+4S140+5141+4N02D+V020D

2 ¢ 1.

DSP=7#S6/506

NSU=53/50G

NS13=513/506

)S12=512/5506

DS173=2.%519/50G

NSPe=372/5)s

0S¢3=523/S%0

NS87264=257°24/50

ASe9=72.%5297506

NS IF=8IY /7500

55125017506

DS9D2=7 e #5572 /50(¢

JW553=25513/500

NS54=5547500

L.

0555=155/500

DSEP=ER /800

05%3=2593/500

D81164=811475906

0ST16=5119/750C6G

0STZ4=5124/500

GST36=513//75CGC




QUALITYPRACTICABL!

GE 1S BEST
mmxs gﬁn FURKLSHED 10 DDC o™

Table E - I Chemistry Program, CHEMCO (continued)

0S122=2,88139/5(,G
081 19=91739/S0G iy |
NSV LN =S14N0 /800 §
QDO =10k Z80G - i |
0L0P=10D /506 |
NYNii=y0ri/zsSNG |
NS]1=%1/S01
NG3=<3/95M
NS5 =85/501
0S7=S7/70¢
N514=514/501
0S26=524/80L. '
NS22=2,#52R/S0| ‘

S3n/50! = |

ns30 =

N3} = 2,%531/501 ,
0637 = S32/50L i
0532 = S37/50| &
0834 = S36/501 ki
083% = S35/50| b

NS144 = S|0u/S80|
0OS)73 = S123/60]|
0S] 144 = S134/50)

209 = H1/801

OVU = VvO/SOL

N3S4 = S4/S03C

12S17 = §12/503G

N4CIF = §16/51730

0S4 = S24/50G

03537 = S32/7503¢ |
£3S33 = S3Y/%3336 !
033117 = $117/S03C |
N%S13%4 = S134/S036G - |
0703 = U3t /50306 !
n34C3 = vO3'/5036 |
NaGF = SE/5001 o)
035’3 = S)3/503]

N35)" = §13/603)

035 = S$14/5031

NeGuYy = Sa%/5073) -
N3554 = 5t4/507 -

03555 = $55/6031

035106

= S81u4/503 i
035.1¢ = 61167803 :

02v0ii3 = v03/5073)

FS51 = S1/SEL06 |
FSz = S?2/SFG {
FES? = S/SFH

FQ4 = S4L/SEG &

FS14 = S14A/5F6G '
FCYr. = S3IA/SEC
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THIS PAGE IS BEST QUALITY PRACTICABLE
FROM OOPY FURNISHED TODDC e

[
‘,i Table E - 1 Chemistry Program, CHEMCO (continued)
£ ; o
L8 FS51 = 551756 i
% FESPf = SRA/SEG S i ‘
{ FSY17 = S117/SFEG !
; FS11R = S112/SEG
! €517 = S123/SFG
£S1726 = S12A/SFEG
FE€lal = S)140/SEG

EyCid = VOIL/SEG
LEYOZN = VN2'/SEG
EVN3L = VO3IMN/SEG

£S5 = S6/SEL

/ FCh = S6/SFL
Fe7 = ST/5FL
F&l1A = SIG/SEL
F519 = G1C/SFL
ES2] = SP1/SEL
£$77 = S55/5EL
€S3% = S3IN/SEL _
F<4l = S417/SEL !
£S5 = §53/SEL
FEG1 = S53/5FL
FS0y, = SO47SEL
ES130 = S120/SEL
ES130 = S)3975FL
TS151 = 514175FL

’ EOF = Dr/SEL

FVOZ = VOO/SFL
EviZid = VO210/8FL

JnSS = S5/SunG
ONSAH = S /S0MG
ONSY = S7T/500G
O~NSz6 S26/50MG

OMNSS = SKI/S0ONC
ONS) 34 = S139/5006

INGS = §3/50NT : |
ONS Y = S4/SUNL h !
ONSH = Sh/50" 1. )
ONSG = SQ/SUNL

AS5TT = S)T/50N|

0iST?2 = S12/750NL

Q=513 = SV3/7500L

INS]S = S15/7500L0L !
0nSHT = S5 /80N ]

0\S1l4= S114/50ML
ANGI17 = Q11779000
CrSlea = Q12478000
MGy = DON/ZSONL,
ONVON = VO /SONL

£ D2 S1F = STR/5N2NG
deisel = S21/780206

280 1




THIS PAGE IS BEST QUALITY PRACTICABLRE
FROM COPY FURNISHED TO DDC —

Table E - I Chemistry Program, CHEMCO (continued)

QrNeSY = §36/80oMG

N2'i54) = 84)/S0ZNG
N2%)14 = S1)4gS020G
N2:!124 = S124/S02N6G
02°:13n = S]130/502NG
N2tilal = S141/802MG
JQ2NGYA = €1R/ZSOM

028327 = S23/S02M

Y2ANK2A = 825 /S)2N]

22520 = S29/S02NI
2.8 = SIK/LSNINL
02!.547 = Q4379020
02t 845 = S45/78902NL
N2V 1% = S11R/6QP2M
N2TDEN = NO2MLGOZM
Q2Nuvpn = 024 /SN2NY
N3S12 = €13/S503M6
D3 S)1S = <15/803M6G
NITVRLS = €ah/S0NG 4
V570 = S24/8507H

£3°.S35 = €3%/807%)
03123 = S)123/8073N]

N st = e DI/ SO ML

N3iv3 = vO3I/SO3M

NPSY = 81 /S0FG

GPSER = §an/QONG

IWEier = SY4Nn/ eNDG

PSR = QR /S0F

055]) = §)1/S0FKI
NPSzg = 327/59P)
IP573 = §23/SNP
OPS24" = S24/50P)
DRESL = €4 /SOPL
0S¢ = g1y /5Npy
NU553 = §53/50P)
0eS13k = S)13A/SOP
ORI = NRP/SNP|
WPVHF = YNP/SOF|
02-82 = &2/51294G

N2561) = SIN/WNPP6G
02-639 = §395/8M72P6

Q2H126 = S126/502P6G

Q2P135 = S134/S02PG

J2PC0 = Sq/50.0)

O0PP512 = S12/SN2P)
N2PS1Y = S19/502PL
02kG20 = €29 /8N2FL
V22532 = S34/S02PL a
N2FSh3 = 243/80P0|
OPFSG4 = S§)4/SN2PL

Sy
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Table E - I Chemistry Program, CHEMCO (continued)

O2PD2P = NOZF/S02PL
02PV2P = VO2P/SA2PI
NP4 = S104/5020D6G
020112 = §112/502D6
027571 = S71/S02DL
02N&R2 = 2,.#S12/502NL,
0zL1Ch = S100n/SN2DL
02r105 = S105/5020L
020107 = S§107/502D1
072D) ik = S10R/SC2DL
0213117 = €1)//5020L
020118 =S11K4/502DL
020119 = S119/5020L
02124 = S124/5020L
0720:127F = S12A/SOPDL
0200130 = §139/S8G20L
02D134 = S134/S5n20L
020136 = S136/5020L
N?2D134 = €1332/S02DL
0201139 = S§139/502DL
02N140 = S1406/5020]
02N]6) = S141/S02DI
020020 = N0z)/s020L
G20V2"S = vO2D/S02DL

PRI*T B0le UyS0G,SOL

811 FORAAT (1N %0 =#1P1E10.2% GAIN =#1P1F10.2% LOSS =#1P1E10.2)

PRI-1 ANz

BI2  FOZ 71 (7+AY\, %58 g9 S13 518 519 522,

1 S23 524 529 S39 SS51 s52

2 S55%)

PrTT1 916+05R,059+0513+051R+0519,0502+052370524+0529+0539,0551 s

1 055295513

Pr]+7T Anld 1

803 FORFET (/9hAy®554 S55 SR8 S93 €114 S11
19 S124 S13¢ S138 S139 S140 DON

2 O0oEn) ‘

AW «CS54,40S 20S511440511940S124905136405138405139,

1 25148 ,0nCGN 2 CNOP |

(5 SR
504 FOR 8T (/«6Xe®VONP)

PRT..T 916,0VONM

PET.T ANY
E05 FOR" LT (/74hHXy®S] S3 S5 S0 S16 S26
1 521 S39 S3) 532 S33 S34

2 SiHv) -
2 (RS S 10 )53? ’353300551"

1 S35
PRIVT 806

BO6 PO AT (/96X #5104 S123 S134 [21¢) VO#)

D

s o
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Table E - 1 Chemistry Program, CHEMCO (continued)

PRT T 91A.05104,05123,N0S134,0N0,0u0

PRI''T R3S, 02,S02G,502] |

73S FNUUAT (1H0%#02 =#1P)F10,2% GAIN =#]1D)1Flp . 2% | 0SS =e1P1F10.2) :
PRIV RN7,03.503G,5031 . :

807 FORWAT (1hDe#073 =#1P

PRIMT 8n8g
0] FODJ\T(/ HX s #84 S12 Sléa 824 [~ V- €33
S117 S134 Na3N - VOIN®)
______2_1_1_215493S&;Q3SlZ;Q3Slﬁ;Q3S2h4n3S32;ﬂ3s334035111433513&;03503N;.
_103vIJ3m
PRI™T _R09 ,
809 FOR-[T(/ehXeH#Sh S13 S18 S34 545 854
3 cyg )04 S119 sk13) '
PRIMNT $16+0356407 N3S18 n3sg 4 N4 Q
_13v23 |

PRINT P104FeSEGLSFL
810 FORMAT (1H02F =#]1P1F10,2% GAIN =¢]1P]F10,2% | 0SS =#1P]1FE10,2)
PrRINT R11 -
411 FORVAT(/ehXa#S] s2 S3 3 Sh . €16 S36:
1 €5) S3R 9117 S118 S123 S126
2 §l4ant) i :

PRIILT O16,FS1,FS2+FS34ESLHES £S

1125,FS140 |

PRI R)2 |

F12 FORMAT(/4ANX Y ON VO2N VO3IN#)

Plel..T S144EVINMGFVORNLFVO3N

RIS

8)3 FOR AT (/eRX %58 S6 S? Sl8 S19 S21

1 S22 S3R sS4l S53 S92 S94
2 S139%) !
PRY T Q1AFSS st 96+FSTIESIEFS19.E52) FSP22ESIR,ES4],ESS3, F§93.ESQ&
1,513t
PE1:i-T Rla
R4 FOH' AT(/4kr£e%5139 Sjlal DE VOFP VQ2P#)

PRICT C164F5139.FS141 FDEJEVOPLEVO2P |
PPL T Q18,01 ¢ SONG o SOML i

R15 FARIUAT (1HDe#0M =#]1PIE10.2% GAIN =#]PlE1C.2% LOSS =#1P1F10.2)
Pl T _R1A

216 FCUYET (/Y #8E S6 S7 S26 SS3 S13
19%) !
PRILT 9160884 ONSAIONST«UONS26+4ONSS53,0NS] 39 g
poliT 817 ¥

817 FOWRMAT(/4AY¥e®%S2 Sa S8 S9 Sl11 S12

] wh S1S SS1 S1l4 S117 S124

? NO.W) I

PRI T 916,40553,0M54¢0NS8,UNGY.
1 +CS117.0M5124,0N00N

PR1"T R1A - !

B18B  FOF 2T (/+hXefVON®) ‘

PRI T 916,0NVOM

7
Uy AR TR QR e
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Table E - I Chemistry Program, CHEMCO (continued)

"
} PRIMNT A19,02heS02MNGySO2NL S . !
€19 FORSAT (1K1 4#02N =#1P)E10.2% GAIN =®1P1E10.2% (0SS =#1P1E10.2)
PPIY E20 i !
620 FOZ AT (/e6Xe#S]1A Ss21 S35 S61 Sll4 S12i
14 S120 S141%) /
PRIMY ©16402MS18,02NS21992NS35,02NG4] o 02N]114402M124,02M130,02M161
ORINT 821 |
821  FORYAT(Z+6X9%S16 523 S26 s$29 €36 S43.
1 565 S1156 nn2y v02Me) !
PRIIT 916.02r-S16+02N523402N526402NS29402N536,4,02NS63e02NS4L5,02N]) 18,
1021720 e 02NV 20N i
PEi~1 822+03%..50316G,SO3NL :
B22 FOM'AT (1H09#03% =#]1P)FE102% GAIN =#1P1E10.2% (0SS =#1P1F10.2)
PRINT R23 : !
R23 FOP AT (/46%+%513 S15 S45%¢)
PRI T S16403MS)13,N3NS15,03NS45
PRIVT £24
824 FOZIAT (/4hKs#S24 S35 S123 DO3N VO3N#)
PRI™T 91640311524 ,03NS35,03N123,03ND3N,03NV3IN
PRINT E25.NP4SOPG,SOPL
825 FORAT (1H0W#0P =#]1P1E10.2%  GAIN =#]P1FE10.2% LOUSS =®1P1F10,2)
PRIMT R26 . {
826 FORITAT(/4AX 9 ¥S) S8183 S140%) !
PRI VT 91G+OPS]1+O0PSARB4NPS140 - !
PRI'T &27 = |
527 FORET (/965958 S1] S22 S23 S24 530,
] 339 S93 S136 nap VOP¥) ]
PR T 91640FSB,0PS11,0PS2240°P523e0P524+0PS30,0PS39,0P593,0PS136«0P
TGP s OFVOP
PRIT.T N2R4022,S07PGeSC2PL
825 FORUAT (1rde#0PP =#1P]E10.,2% GAIN =®1P1F10.2% LOSS =#1F1F10.2)
PLINT RP2Q
B29  FORIAT (7.6Xs#80 S30 €39 §126 S136%)
Pr1l:7 915,422F82,02PS30,02P539,02P126402P136
PRI{".T B30
B30 FORPAT (/6% o250 512 __S19 329 S38 S43
1 <95 0H2P vC2Pe)
T S PSY PS3B,02PS43,02P59%4,02PD2P 40,
BN |

PRINT B31+0c12502NG 50200 ' ;

Pk T (IR0 #0200 =*TPTETIO.2%  GATN =#]1P1ET0.2® [0SS =*1P1E10.,2)

PRTNTY 3372

FOFR PV (7,65, 76106 Slic#)

PrISNT I164.0720104,4020112

PRII.3.-333 i

FORT AT(/7eFXe%571 S82 S100 S105 S167 S10,

13 S117 S113 5118 S124 S126 S130 :

2 S5134%)

PRILT 916402057140205824020100+020105402D10740201084020117,02D118,

1020115 e¢020 124 402012540201304020134
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Table E - I Chemistry Program, CHEMCO (continued)

R
7}
PRIMNT 8134 . —3
834  FORANY (/a6Xe#S136 S138 . _S139 __Sla0 S14] no2|
10 VN20 8 Y §
RY [ ! 2! {
915 FORMAT(1Xe1P13F10.2)
C_
COMEM = N/2,402eN2N+3 #0/2, ¢ON/2+02N¢3 #03N/2 . +0P 12 . +02P
CONSC = 0P+0)2P=F~ON=02N=03N
PRINT 920, CYCLESCONGM,CONGT
920 FORAT (/01X HCYCL E#eF10e2e® MOLECUI FS=#e4F11.5¢% CHADGF=®,F10.2)
930 CCNTIrUFE !
c 1
JFCISTOP,1 T.1) GO TO 100
C 4
Sqp COMNT INIE
9339 CONT INUE
GO YO 10
1000 CONT INUF
END %
C

SUREQUTINE T CHEM(PE] ToFRACT FRACTND ¢ CHEMOT ¢ CHEFMT o CHEMCY o

C CHEMMOX JKK)

CoM2AmM/ZYEX/ CHEYD) g !

COMMON/ADOTEKZ CHDNT (19) )
DIMEMSION OCH(20) +OCHDOT(20) «DELCH(20) »DDELCH(20) oDEH (20) i

CUFLCYE = 0,

T1:F = 0,

DO 176 K=14KK

QCH(r) = CH(K)

105

CONT 1iit)E

200

CCullrF 2 b
&FT TIMF_STEP

DY = 6V T=-TIME

Crly, DFERIVICH,CHNOT)

DG 716 K=) eXK

PDOFLCH(IK) = 1,F10

COPUTIMNG GELCH FRoM MaxIMiM FRACTIONAL CHANGE OF EACH VARIABLE,

DELCH(K) = ARS(FRACT#CHI(K)/Z(CHIOT(K)+1.E=100))

JFIZn(h) ofef,) NELCH(KI=1,EL10

DO

IF(DFLCH( ) #FPACTNNGF L (DELT~TIME)) GO _TO 206

COMPUTE MINI™ M DNEICH,

DCHDCT = 0CALOTIK) =CHNOT (K) !

DRELCH (X)) = OCHIK) Z(DCHDOT + 14E=100)

F(ODFLCH(K) ol.To0s)  NDELCH(K)=1.F10 f
F(CHENCYF o GF CHENYAX=1+) DDFLCH(K) = 1.E10 i

206

CCH1THUE

285
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Table E - X Chemistry Program, CHEMCO (continued)

DY = DM!N](D?FLFH(K)9DFLCH!K)9DT)

214

CONTIMNUE - : .

DPDETF

DO 220 K=1+KK

NCH(K) = CH(X)

ACHENT (K) _ = CHPOT (K)

NCH(K) = CHDOT(K)#DT

CHIX) = CHIK) + DCHI(K)

]F(CH‘K’.LF..]) CHJK) = 0,

CONT ITNUE

TIME = TIME + DY

CHEXT = TIME

CHEZDT = NT

CrEMCYC = CHEMCYC + 1.

TF(CHFMCYZoGELCHEMMAX) RETURN

IF ((16+1.6-10)14TTMELLTL.OFLY) GO YO 200

PE TURN

END

SUGROUTIME DFRIV (Xs XDOT) - y

COMMOr./GLSEK/ EoH

NERIY TAKES THL VARTASLES AND RETURNS THFIR DERIVATIVES.

O|O|O o |0

DICENSTUR X(10) 4« XDOT(10)

COMVON/RLTECK /P 4RY3, oe’RQ“'Hj0051094‘R60Q3!R7'QQOQ9'9‘l'R]Z'

Pl 1547 169R18eR190R211R229R234R244R254R1144,R28B4R29,R30,

A3V GRIZ24T1199R3I¢RE59R344RISIF3A¢RE1sRIA4RIFG4RLT9RLS,

5] ¢ #aZ P56 9RT]1 9RB2«FPARRYRINNLR]I044R105,

11210708 P11742113411234R1244R126.1212741112840129.

NN & ol N =

P130e21310P132+4P1334R1344K1354R1369R137,R13R8,R13F4R1404RXi2141,

~YoR/

COr "0N7SR7 /5] 452+53054955957356+599S119S1245134515,5160

3109521572157 3035249526005284529153095310532+9533+5349535,536,

36,05 16¢933994505011592¢5544S57145924555,

GBR 9 GI0Ne51044651059S51073S510R4ST17,S1189512345124<512645130,

136491 3h0G] 370451 39¢S14095Xe514]1¢56eS18B954195530593+0594451120

o & 2w rol

STTaeS)1%9SYeSZ

CCrr ON/ZFFATD AT 7P JFECHAR « XE+- s DOP4D02P ¢ DO+ DO2NsDO3IN«DE 9 D09 DO2D9 SN

1 FOVERR ¢ JOF ¢ V0PP s VON3VO2Ns VN3N VO ¢ VOIWEYCTITE 4 VE 4 VO2D, VF yALF A

N = ¥(1)

372 = X(7)

0720 = X(3) g

O3 = X (4)

£ = X(H) =

On = X(k)
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I' Table E - I Chemistry Program, CHEMCO (continued) 1
|
N2 = ¥(7) : !
034 = X(F) !
OF = X(9) :
2P = X(10) - ’ 1
D = 0+02+020+03
C
Sl = RIsFRD
S2 = Rpe#E#02
S = RN
S4 = R4snNe(DD
S8 = PG#F#0
Gh = PAHEPF$D3 !
87 = PISE#0#(02+02D)
SR = RAKONEQGP v : ! 9
GG = pPou( 2020 ) = 1
S11_= P1]1#dn#0pP#n
S12 = R)2aDN#02P4OM s
S]13 = P13#0Na03 -
G115 = PISanrEN2#0M e b 3 4
S1A = Pl6a»D2N#D . |
SIR = PlEar#n }
S1% = PIGSERHP - ]
SP) = RI)HEHOHND : | 3
QP77 = RPPuE«GDaOM |
323 = RIAMC2NHCP 7}
‘ SP4 = P2L#03N#0P :
QA = Q2A#NP2NEN {
G248 = D2aL0eL# (02+402D) !
S20 = RPO#02N\#02P [
S3C = RIAN#OPHOFOM i
$31 = RI|#0#H20M
S3I?2 = RI2#C#YP#ND -
S = DIIunwN8nD H
S = RILHHN0T !
ST = R3IHeNENIN i
§R% = RIAE021140D !
S3IR_= R3IAEHOIDAON )
$39 = R20¢NP#02 . .
S41 = R4VeFE#(C28(N2+020) ;
S43 = RGIBOZM#OIP $
S45 = Ras5#N21a03 $
6§51 = RS5]#0Oi4#F 3
S52 = RS2#N28F i
S53 = RR3I&E#NP 1
§64 = KG4#(Vi#F i
S35 = 456402803 K
S71_= R718028020 ”
$32 = &R2#020%020 - X
} SRE = [ARBOZOF ) 5
393 = RGIFSEHOP ,

287
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Table E - I Chemistry Program, CHEMCO (continued)

S94 = RO4LBESE#QPP

S100 = R100*02N

S106 = H]1NGANE0 !

S105 = R10S402D#E

S107 = R1NT7#02D80

Sk = R1NA#02N1#03

S112 = P)12#N2%#F :

S11l4 = R114%O0MN#0Q2 |

S117 = R)17#0M#02D :

S1i84 = R]1A%02Me02D

S119 = R1)3¢92nN%03 )

S)23 = R123#03M#0 i

S124 = R)24%#32D#0N

S176 = R126%#)2NE

S13) = R1INH#NINGEH#()

S134 = R1AG4N2NDN#)#Q

S136 = R136%#0D2)#0P

S13R = R12A[/4G20*E

S139 = R)39#02)«E !

S140 = Q149%0N20%E

S14) .= R141#920# (C2+02D) #*E

SXx = kX®0ON i

SY = RY®#(PN |

SZ = RZ#0O3% {
C i

CALCULATION OF DIFFJSION LOSSES

XP = OP+G2¥

XM = 00214030

XP:. = 2.027c1G%(3,2%0P0+2,24%02P)/ (XP#SN+1,E~100) ]

XN = P,6RTE1GH (3,2701+2.16%02N+2,56203N) /(XN®SNe1.E~100)

xXP) CeHBE =7PuyPY

GAMA = FFCHANEZS 79

ALTA = XN/ (E+].F=100)

AX]l = (lo +0ANA$2,¢ALFA#GAMA)

AX2 = aPre(] -‘FLF“),XF.M s
Ay, 3 = ALFA@R - IRE™ i
NAP = XPDRaZX 4 (] ,¢2X3) /({1 *ALFARGAMA) # (] . +AX2+AX3)) 4
DA~ = FPI#AawAY 1/ (GAVACAEM® (1 *AX2+AX3))

DAE = MPUSLY) /711, +AX2+AX3)

NED = G APF 2GR APEND/ (GNXPA+1.E=100)

“UZP = F,86r PhaN AP« 020/ (Shi#ABVe] F=100)

DT =. 5446 20#NANPCN/ (SNRXHA+1F=100)

UU?H = 3, 7C20#NAN#IPN/ (SN#XIWM+1,E-100)

DO 3 4,37_20%0AN203N/ (SKN#ANV+] ,E=100)

NE = DOF+NLZE-0C0r=DG2N=DO3N

Do = d.3240

DN = Db THNP(

qﬁ

CALCULATINS OF vELOCTTY LOSSES

voTT = OF8 (450 ,B#FCVERN+VF) /50,

RIS R ) o 2
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Table E - I  Chemistry Program, CHEMCO (continued) 1

V02D = Nap»(Aan) QeFQYERNSVE) /50,
yar = Ore(RSG BeF OYFRM=VF) /S50,
HOZN = 028 (SMN L0 EQVERMVEY /50,
YOI = N3N (SAS  2¢FOVERN=YF) /50,
VN = OVl /S,

vNl = 03eyF/S0,

YO2D = N2 8YF 250,

VFE = VOM + YOPN « yO3IN - VOB - yN2P

OROY = «S1=93-S5=67+2,¥S0+G0+S]13=G)1¢+S19+S22+¢82+8524-826K
1l =2,0S572C42,%G20=C30=2,#53) ~S32=533-534-835¢5394851+2,.8#552+554¢SA38
2 __*555-S6)04+5]19 =S123+S5124=DN+DOP+NNNeVCN-V0=-S]134+S]136
3 +7,%#5)133+4€)130+516N+593+553+51R+45]114+5119

e

ASTN] = —€2+53-56256+5]11=515-C2) 46219526+ 2Rs579253] 522

L ~S33e7,#57%+535+53A+S31R=510+2,8543+5465-552-54]

> +564+57142,0582=502+5]100+5] N4+5105+5107+C10R+555 +2,25])18+2,£5123
3 el 02PsNN2 s VOPP+Y02N ¢ 454D0+,58V0+],5#Y03%,5¢V0Psy020+002D

4 +.55Sx+CY+] ,54574596=55345A=5)1642,25115-5112 1

(@]

NIANLT = 5446512-5]13+81A+826453246§332534=545-555-554-51045]34
)] +51])7+N0341:4Y0IN=Y03I=-S5=5]R=S]119 ]
FDOT = €14824583454-55-57+5]16~519-52)1=822+536-538455]+5AR+S]]17
L +S]1R+512 37 +YOMN+YO2NSVDIN-YOP=VO2P+5)126-5130-5139+5140=-5]4]1

‘ P *5X4SY+87-593-CG4=883=55=51R=~54]

OF0T = -€3-S4+€6957-6R=56-5)1-5)2-813=5]15+526=551=5]17-5]24
) =Lfn=y0.+513G+553¢5A=5114 -
2 =SX -

N2N50T = =6]7+62]1-623=626-620¢515-536=543=545-5118
1 +8)26=N02 =VNoNe6) 302514]1-6Y¢S18+S]14+54]

QANOT = S1348]15-526=5354545-5123=N03IN=-VOIN=SZ !

OPDTT = §]1=6#=611-822=-523-624=-530=-539+SRR-DOP-VY0OP-G]136+S140-593

Q2P7UT = S2-59-5]12-5]194530-5324539-S43-N0P2P+5]126+5136
] =S78-vD2P=6094

030707 = -671-3,85P2-5)00+5106-5105-5107-5108-5]117-5118-5]24
1 ~(020-617A=€131=5]34=5136=6]3R=5139=5140-Y02D=5)61-5119+5112 _

=

XN2T1)
X°UT (2)
x0T ()
XNCT (%)
XNUT(5)
XNAT(H)
XDDT(7)

onor
02NnT
02OnoT \
LERLY &
£9071 :

OnINT

V2n0h0T ™

Wiw i injnjwn
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Program, CHEMCO (continued)

XNDOT(R) = O3NDOT

XNOT (W) = OPDOT . |
XDCT(10) = 02PNOT '
RETUKRN '
END ‘




Vita

John W. Dettmer was born on 27 September 1935 in Cin-
cinnati, Ohio. He was graduated from Purcell High School in
1951 and attended the University of Cincinnati, receiving an
Electrical Engineering Degree and a commission in the U.S.
Air Force in 1956. He entered active duty on 17 December
1956 and attended pilot training. After being awarded his
wings, he flew B-47Es for the Strategic Air Command from
Davis-Monthan AFB, Arizona until December 1963. He then at-
tended the air Force Institute of Technology where he re-
ceived a Master of Science in Electronics Engineering in
1965. He then served as a Communications Engineer with the
Ground Electronics Engineering and Installation Agency at
Wheeler AFB, Hawaii until 1966, at which time he attended
the Aerospace Test Pilot School at Edwards AFB. After re-
ceiving the Rest Pilot specialty in 1967, he was assigned
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