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FOREWORD

This report was prepared by Parametrics, Incorporated, Waltham,
Massachusectts, on Air Force Contract AF 33(615)-2477, "Investigation

of Hazardous Vapor Detection for Advanced Flight Vehicles.'' The contract
was initiated under Project No, 6075, Task No. 607508, The work was ad-
ministered under the direction of Fuels Lubrication and Hazards Branch,
Support Technology Division, AF Aero Propulsion Laboratory, Research
and Technology Division. Mr. Robert E. Cretcher served as project
engineer for the Laboratory.

The studies presented here were conducted in the period 15 March
1965 through 15 March 1966 by the Chemistry Department of Parametrics,
Incorporated, Dr. Philip Goodman, Director. Mr. Orlando Cucchiara was
the principal investigator.

This report was submitted by the authors July 1966.

This technical report has been reviewed and is approved.

b V. COhcchtl

ARTHUR V. CHURCHILL, “hief
Fuels Lubrication and Hazards Branch
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ABSTRACT

A program was conducted to evaluate techniques for the detection
of hydrocarbon vapors and hydrogen akoard advanced aircraft,

A radiochemical exchange technigue utilizing kryptonates can be
employed satisfactorily for detesting hydrocarbon vapors aboard aircraft
with a Mach 3 to Mach 6 capability and hydrogen for Mach 7 and higher
capability aircraft. However, it was shown that it is highly unlikely that
hydrogen will exist in the presence of oxygen at temperatures in
excess of 1300 F, Therefore, an aluminun: oxide humidity elenient was
investigated as to its ability to detect the water formed by combustion,
This element appears suitable assuming that further development of the
element can overcome its present maximum temperature limitations,

A nondispersive, open-path, infrared technique can, in principle,
be upgraded to detect hydrocarbon fuels, (not hydrogen or water), under
the stipulated environmental conditions; however, a considerable
developmental effort would be required,

Catalytic combustion is limited in its applicability due to its
relatively poor sensitivity, stability and operating life. A photoionization
technique appears most promising but will require a considerable
developmental effort,
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SECTION I

INTRODUCTION

The continuing progress made in the development of advanced aircraft
has brought with it ever increasing difficulties of coping with firea and ex-
plosions. Leakage of combustible fuel vapors into various compartments of
an advanced aircraft can rapidly lead to explosive fuel-air miXtures. Under
such conditions, any ignition source with suitable energy, will produce
catastrophic results. Although many standard prevention techniques such as
isolation, venting, purging, etc. are employed to minimize the possibility of
such a condition, it is anticipated that at some point in the mission profile,
such a conditicn will exist. The need for reliable instrumentation capable of
in-flight detection of these hazardous vapor fuels is then of extreme importance.
The ambient conditions existing in certain compartments of high-speed air-
craft are extremely severe, making detection of these vapors a difficult
problem. As progress continues in the development of advanced aircraft to
the supersonic and hypersonic regimes, the in-flight detection of hazardous
vapors becomes increasingly difficult and complex.

1t is the purpose of this report to evaluate detection techniques for
hazardous vapors of hydrocarbons and hydrogen aboard advarced aircraft
operating from Mach 3 to Mach 8. An investigative and experimental pro-
gram was conducted to define the limitations and capabilities of present
state-of-the-art techniques in satisfying certain physic. l, operational and
design requirements. These state-of-the-art techniques included a radio-
chemical exchange technique using kryptonates and an open path, nondispersive,
infrared technique.

It is believed that the kryptonates and infrared techniques can be
upgraded without difficulty to meet the requirements necessary for the detec-
tion of hydrocarbon fuels aboard advanced aircraft with a Mach 3 to Mach 6
capability. Although both these techniques can be used for hydrocarbon
detection, the infrared technique cannot be used for the detection of hydrogen
under any conditions. The kryptonate technique can be used to detect hydrogen
under all the specified conditions; however, the existence of this gas is highly
unlikely at the environmental temperatures expected in Mach 7 or higher
capability aircraft. Therefore, an advanced concept employing an aluminum
oxide hygrometer was investigated. Although the development of this concept .~
was beyond the scope of the effort, the feasibility of the technique to detect
hydrogen (and hydrocarbon) by measuring the water formed on combustion
was demonstrated experimentally.

. A detection technique utilizing catalytic combustion was investigaied;;k

Insufficient time was available for a thorough evaluation of this concept. The a
technique appears promising for hydrocarbon or hydrogen detection. However,

1
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limitations in sensitivity, stability and operating life would appear to limit its
applicability.

A brief evaluation of an advanced concept employing photoionization was
conducted. Although this technique is not suitable for the detection of hydrogen,
it is believed that it can be satisfactorily employed as a hydrocarbon detector.
Definite conclusions as to its ability to measure hydrocarbons under the spe-

cified environmental conditions would require a thorough experimental evalua-
tion.
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SECTION 11

TECHNICAL DISCUSSION

An investigative and experimental program to define the limitations and
capabilities of present state-of-the-2rt techniques and other advanced concepts
to provide a combustible vapor warning capability for future aircraft was
conducted. The results of this study are presented below.

A. GENERAL REQUIREMENTS

The assumed physical and operational parameters and design require-
ments under which the detection system must be capable of detecting fuel
vapors are listed below.

(1) Aircraft to be considered are manned and are propelled by air
breathing systems.

(2) Six aircraft are to be considered with capability for operating at
Mach 3, 4, 5, 6, 7 and 8.

(3) Assumed maximum environmental ambient temperatures for detector
system components are:

(a) Mach 3 - 550°F
(b) Mach 4 - 850°F
(c) Mach 5 - 1100°F
(d) Mach 6 - 1200°F
(e) Mach7-1300'F
(f) Mach 8 - 1400°F

© 0 0 O

(4) Minimum ambient temperature is -65°F,

(5) Assumed operational altitude is sea level to 100, 000 ft.

(6) Fuels to be considered are hydrocarbon tyre and hydrogen. Hydro-
carbon fuels are to be considered for Mach 3 to Mach 6 capability and hydrogen
fuel for higher speed engines.

(7) Technique must detect presence of hydrocarbon fuel concentrations
of 1/4 by volume of the lower explosive limit and hydrogen vapor concentra-
tions of 1% by volume.

(8) Response time must be in the order of seconds.

(9) The technique must be selective to the vapor to be detected in the
presence of other gases likely to be present in the atmosphere.

3
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(10) The technique must be capable of repetitive operation without re-

servicing, i.e., indicate both presence and elimination of hazardous concen-
trations.

(11) As a special consideration, the detection of hydroger. vapors is
required under the following conditions of dynamic air flow:

{(a) Pressure - 250 psiao
(b) Temperature - 1800 F
(c) Air Flow - 1400 pounds per second.

These requirements seriously limit the number of available detection
techniques which could be employed to detect hydrocarbons and hydrougen.
The technique must have rapid response, selectiviiy and wide te. \perature
range operation. In addition, the technique must be capable of detecting
these gases at pressures ranging from those encountered at sea level to
100, 000 feet. Since the detection instrument will be employed aboard advanced

flight vehicles, further requiremcnts on weight, size and power must be con-
cidered,

The most critical requirement and that which most severely limits the :
selection of a detection technique is that of high tempercture operation.
Ideally, for rapid response times the sensor unit should be placed directly in
the hot compartment of interest. This sensor unit should be capable of with-
standing the environmental temperatures and should not require auxiliary
electronic equipment in its proximity (electironic components such as resistors,
capacitors, etc. cannot operate at temperatures in excess of 300° F). With
such a system, only electrical leads from the hot test compartment leading to
remote auxiliary power and readout equipment would be neceseary. Such tech-
niques as gas chromatography, automated wet chemical analysis, mass
spectrometry, paramagnetism, and electrochemical methods cannot be
designed to meet the above requirements of high temperature operation which
are necessary to achicve fast response times.

The techniques which appeared to most nearly fulfill the above require-
ments are discussed below. These techniques were selected on the ability of
the sensor unit alone to withstand the ervironmental conditions. It is assumed
throughout the discussion of this report that all associated electronic support
equipment can be located in cooled areas or can be cooled directly in the hot
compartment.

B. EVALUATION OF THE KRYPTONATE TECHNIQUE FOR COMBUSTIBLE
FUEL DETECTION

1. Background

Kryptonates are solid materials containing the inert radioisotope

4




krypton-85. The preparation and properties of these unique solid materials
have been described amply in the literature -8, These sources are stable
with time and room temperature, and can be stabilized for use at elevated
temperatures. For the present application, the most important property of
kryptonates is that the solid radioactive source will release gaseous krypton-85
if the surface structure of the solid is chemically altered. Such an alteration
occurs when the kryptconated solid is attacked by a reacting gaseous specie.
The gaseous activity released on reaction iz directly proportional to the rate
of the reaction of the solid with the gas and hence is a function of the gas con-
centration. Thus by monitoring the release in activity on reaction with a
particular gas, the concentration of the gas can be ascertained.

This is precisely the technique which has been employed successfully for
the detection of numerous gaseous species. 4-9 By selecting a solid which
reacts rapidly with a desired gaseous constituent and applying the radiokrypton
homolog of that solid, such varied gases as fluorine, hydrogen sulfide, hydro-
chloric acid, hydrazine, nitrogen dioxide, hydrogen, and others can be
accurately and reliably detected.

The general mode of operation of this technique is shown schematically
in Figure 1. The system consists basically of a cell containing the kryptonate
sensing material and a counting chamber for counting the effluent gas released.
The ambient gas is drawn through the sensor cell by means of an air pump.
Reaction of the kryptonated solid and the reactant gas occurs, krypton-85 being
released in the process. The released krypton-85 is drawn into the counting
chamber and detected with the radiation detector. The count rate obtained is
proportional to the vapor concentration.

An instrument for the detection of hydrogen, fluorine and fluorine con-
taining oxidizers was developed. 9 This instrument was designed as an alarm
type prototype model which would be capable of detecting the above gas con-
stituents around ground base installations. Of most pertinence to this report,
this instrument was designed to detect hydrogen vapor concentrations of 1% or
less with a response time of the order of a few seconds.

The specific sensor used for hydrogen detection was a mixture of
aluminum oxide and kryptonated platinum dioxide. Hydrogen reduces the
platinum dioxide forming water and releases krypton-85. The aluminum oxide
acts as a molecular barrier to oxygen to prevent the catalytic reactior. of
hydrogen and oxygen to occur.

Under normal kryptonating conditions, platinum dioxide particles are
kryptonated for a depth of only about 1000°A f the surface. Hydrogen
iritially reacts with the surface, releasing Kr ~. Hydrogen rea-tion continues
with the particle until it is completely reduced to the metal, however, there is
no krypton available at depths below 1000°A to be released. As a result, at the
constant hydrogen concentration the releasc in activity is initially largs and
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then decreases. It is apparent then, that an effluent system with an inhomoegen-
eously kryptonate cannot be used for continuovs monitoring, nor, because of
the normal hydrogen background, can it be used for an alarm system. The
instrument described above utilized inhomogeniously kryptonated platinum
dioxide. It was therefore necessary to monitor both the direct source strength
and the effluent release. The ratio of these is constant for a constant hydro-
gen concentration and independent of the source activity.

The difficulties described above were overcome with the development of
homogeneously kryptonated platinum dioxide. By varying the kryptonating
parameters, it was found that platinum dioxidc can be routinely prodgced with
krypton-85 distributed throughout the entire particies. It was shown that
krypton-85 will be released continuously at all hydrogen concentrations in-
vestigated, until the entire source was completely reduced to metallic
platinum. The amount of krypton-85 released is directly proportional to the
hydrogen concentration, and remains constant at any constant hydrogen con-
centration.

Since this technique has been well established and indeed can be con-
sidered as a current state-of-the-art technique, an evaluation of this technique
was conducted to determine if the technique could be upgraded to detect hydro-
carbon vapors and hydrogen aboard aerospace flight vehicles under the
stipulated environmental conditions.

2. JP-6 Fuel

JP-6 is a kerosene based fuel consisting of numerous hydrocarbon
components. Preliminary experiments had shown that JP-6 fuel will react with
homogeneoutly kryptonated platinum dioxide continuousiy and regroducxbly.
However, since kryptonated platinurn dioxide decomposes at 842" F, it was
necessary to determine if a kryptonated sensor could be produced that would
successfully detect JP-6 to a maximum temperature of 1200°F. A factor of
equal importance to be determined was the effect of these high temperatures
on the fuel itself, since it was believed possible that cracking, oxidation or
catalytic combustion of the fuel might occur at these temperatures making
det=ction of the fuel itself difficult.

a, Test Systems |

The apparatus used to evaluate the kryptonate technique for use
in the detection of JP-6 fuel i» shown in Figure 2. The essential element of -
this system is the environmental test chamber., This chamber consists
basically of a 4-1/2 inch inside diameter, L4 inch long refraciory alumina tube
wire wound with 18 gauge nichrome wire. Alumina wool is used to insulate the
tubing. The entire assembly is housed in transite. A door is provided for
access to the chamber. This oven is used to simulate the engine compartment
or other environmental area of a manned aircraft.

7
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~ air stream by passage of the fuel vapors through a capillary diffusion tube.

The sensor cell containing the kryptonate detector is mounted within the
test chamber. A secondary heater is utilized for the sensor cell to maintain
the sensor at a higher constant temperature than the environmental chambezr,
This insures a constant reaction rate and hence a constant effluent signal
even though the chamber itself may fluctuate by several hundred degrees.

Air is pissed through the bubbler containing JP-6 fuel. The air fuel
mixture is then diluted to the desired concentration and passed through a |
coiled quartz tube contained in the chamber. The coiled quartz insures that
the air-fuel mixture reaches the equilibrium temperature of the oven. The
gas mixture is then passed over the kryptonated sensor where reaction
occurs. The released activity due to the reaction is then passed to an
effluent counter and the amount of activity released recorded. Temperatures
of the environmental chamber, the inlet gas temperature and the kryptonate
sensor were monitored by means of chromel-alumel thermocouples.

By simply disconnecting the coiled quartz tube from the kryptonate
source, the air-fuel mixture can be introduced directly into the environ-
mental chamber. The test gas can then be passed over the sousce by ,
connecting a small air pump at the exhaust of the effluent counting chamber.
This modification was utilized to investigate the effect of the environmental
walls on decomposition of the fuels at elevated temperatures.

This environmental chamber was used to uimulate advanced aircraft
compartments at temperatures from 70°F to 1300 F. The kryptonated source
itself could te heated to temperatures up to 2000 °F.

b. Calibration of JP-6 - Air Mixture

Since JP-6 fuel is a liquid at room temperature, it is not
possible to obtain standard gaseous air-fuel mixtures as is the case with
hydrogen and other very low boiling point gases. There are several tech-
niques that could be used to obtain known gaseous concentrations. One
technique involves the use of a diffuser in which the gas is introduced into ‘ﬁ)

The concentrations obtained depend mainly on the vapor pressure of the fuel.
A simpler technique is to simply pass an air stream through the liquid fuel.
This stream then becomes saturated with the fuel vapors. A secend air
stream can tnen be used to dilute this saturated air stream to the desired
concentrations. This is the technique that was ultimately used.

Saturation levels of JP-6 fuel in air were experimentally determined.
Dry air was bubbled through the liquid JP-6 at known flow rates for kn%wn
periods of time. The JP-6 vapors wers collected in a water bath at 32 F
using a cold trap of known weight. The cold trap was reweighed to determine
the weight of JP-6 trapped. Knowing the weight of JP-6, and the volume of
air passed through the bubbler, the concentration oz JP-6 iu the saturated air

9
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stream caa be readily calculated in terms of milligrams per liter or in weight
percent. The average molecular weight of JP-6 is not well defined and can
vary conesiderabiy, depending on the ratio 1‘ hydrocarbon mixtures utilized
(specific gravity range from 0.78 to 0.84 "~ ). As a result, all percent
compositions discussed in this report for JP-b vapors will be in terms of
weiglit percent rather than volume percent.

The formula used to calculate the actual weight percent of JP-6 vapors
in air after dilution of the JP-6 saturated air stream with additional air is:

100 w Fs
% JP-6 by wgt = (77 (1)
s p a s

where
w = Wgt of JP-6 collected in cold trap (mg)‘

Fs= Flow rate of saturated air stream (l/min)

(4
n

Time JP-6 collected (min)

p = Density of air at room temperature (mg/1)

F = Flow rate of diluting air stream (1/min).

ﬂ'"

If the saturated air stream velocity is maintained constant, then the
equution can be reduced to

F

% JP-6 = K 'FT"F'" (2)
a ]

where K is a constant as long as room temperature does not vary by more
than + 5°F.

With a saturated air stream velocity of 0. 3 1/min the concentration
of JP-6 was found to be 0. 58% by weight. By dilution of this JP-6 saturated
air stream with the secondary air supply, concentrations down to 0. 015% by
weight were obtained, i.e., F'i(F‘ 4 I-‘.) = 0. 026.

c. Investigation of Kryptonated Sensors for JP-6
Detection

The obvious choice of kryptonated sensors for JP-6 fuel are
kryptomted heavy metal oxides. JP-6 fuel is a reducing agent, and as such
it should reduce heavy metal oxides to their elements. The first ..ryptonated

19




homolog investigated was kryptonated platinum dioxide. This sensor was
highly successful for the detection of hydrogen (see Background) and similar
results were cxpzcted with JP-6 fuel. Homogeneously kryptonated platinum
dioxide with a coating of inert aluminum oxide was loaded in the sensor cell
of the environmental chamrr ber. JP-6 fuel at varicus concenirations was
passed through the quartz ub2 and over the platinum dio». sensor. 'I’he
temperature o the enviroarnental chamber wes varied from . 0°F to 650° F,
while the kryptonate source temperature was kept at a constant 700°F. The
results of these e:.~eriments are shown in Table 1.

Reproducibility in this temperature range with kryptonated platinum
dioxide was excellent. The results of a typical experiment showiag the
reproducibility of PtO,. K:%5 and the constancy of the signal with time is
shown in Figure 3. The variation of signal with JP-6 concentration and
kryptonate cell temperature is shown in Figure 4, From Table | and
Figure 4, it is apparent that within statistical deviations, the signal is in-
dependent of the environmental temperature and is linear with concentration.

These results indicate that li’tO2 Kr85 is an excellent sensor for JP-6
fuel at all temperatures up to 800°F. " As long as the sensor itself is
operated at a temperature approximately 50°F higher than the expected
maximum environmental temperature, enviroamcntal temperature fluctua-
tions will not interfere with the constancy of the signal at constant JP-6
concentrations. Thus this sensor material should be suitable for incorpora-
tion into a detection system for JP-6 fuel used in advanced flight vehicles
with a Mach 3 capability.

Kryptonated platinum dioxide cannot be used above 842°F (decomposition
point of PtO,). Hence for Mach 4 and higher speed aircraft, a kryptonated
oxide of higher melting or decomposition point must be used. However,
bef%re discussing kryptonated sensors capable of detecting JP-6 above
8427 F, the effect of the environmental temperature on the fuel itself will be
discussed.

An investigation was conducted to determi..> whether decomposition,
catalytic combustion or partial oxidation of JP-6 occurred at elevated temp-
eraturzs in the presence of air. The walls of the environmental test chamber
(see Figure 2) were lined with 10 mil 302 stainless steel sheat. JP-6 vapors
at a concentration of 0. 15% by weight in air were fed directly into the steel-
lined test chamber. A kryptonated platinum dioxide sensor was mounted
external to this test chamber and maintained at room temperature. The
chamber vapors were drawn through the sensor cell by means of an air
vacuum pump. The JP-6 vapor temperature was monitored within the
chamber as well as at the entrance to the kryptonate test cell.

In order to ditermine the effect of the size of the chamber anc heace
the residence time of the gas on the degree of dissociation cf the J¥-6 fuel,

11
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severai additional experiments were conducted by passing the JP-6 vapors
through closed systems of 3/8" quartz tubing and 3/8" stainless steel tubing -
contained in the heated teat chamber. As before, the exit fuel concentrations
from the test systems were monitored with kryptonated platinum dioxide
maintained at room temperature. The results of all three tests, i.e., the
JP-6 fuel vapors directly into the stainless steel lined chamber, and the
closed quartz and stainless steel sys;tems, are shown in Figure 5 for com-

‘parative purposes. In all three investigations the flow rate (250 cc/min),

JP-6 vapor concentration (0. 15% by wgt) and the kryptonate sensor tempera- o
ture (70 F) were kept constant.

From Figure 5, it can be seen that for the quartz and stainless steelo
tubes, a constant effluent signal is obtained from room temperature to 700 F.
As the temperature is increased the signal increases until at a temperature
of 800°F the signal once again remains constant until a temperature of 1200 F
is achieved. At this point the signal increased rapidly with temperature. The
results obtained with the closed quartz and stainless steel tubes are almost
identical in magnitude and shape, indicating that the decomposition or oxidation
of the fuel occurs identically on the walls of both these materials under the
conditions of the experiments. Hcwever, when the JP-6 fuel is exposed to the
walls of the entire envu'onmental chamber, a higher signal is obtained at all
temperatures above 650°F.

The increase in sens;thty occurring in the temperature ranges 700 to
800°F and above 1200°F is believed to be due to the partial oxidation of JP-6
fuel into aldehydes, ketones and other products. These products probably
react more efficiently with the kryptonated platinum dioxide due to their greater
reducing power. Since the signal obtained from the JP-6 fuel exposed directly
to the stainless steel lined chamber is higher than the closed systems, a
greater percent conversion of the JP-6 fuel to partially oxidized products
must occur under these conditions. This is probably due to the lbnger
residence time of the JP-6 in this large chamber (3. 7 liters) in comparison
to the residence time in the quartz and stainless steel tubes.

In order to verify the fact that composition changes of the JF-6 fuel were
indeed occurring as the temperature was elevated, vapors of the fuel at room
temperature, 750 F and 1200 F were collected and subjected to gas
chromatographic analysis. The gas chromatographic spectrum for the
vapors collected at room temperature is shown in Figure 6. No attempt was
made to actually identify any of the peaks shown. The fuel itaelf is a complex
mixture of hydrocarbons, and any analysis would involve consxderable time
and effort. The spectra of the samples collected at 750°F and 1200°F showed
similar peaks; however, the ratio of these peaks were significantly altered,

In Table 2 are shown the relative heights of the peaks in terms of peak heig!
to total area of the spectrum. Fvery peak showed a change (with the posaibl.
exception of number 15) indicating that the composition of the fuel did indeed
change as the temperature was elevated.
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Figure 6. Gas Chromatograph of JP-6 Vapors Collected at 70°F
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Table 11
Gas Chromatographic Resultsoof JP-6 Vagors Collected at 70°F,
750 'F and 1200 F
Peak Hgt Peak Hgt Peak Hgt
Area o Area o Area °
Peak No. 1(70 F) II (750 ' F) 111 (1200 F)
1 .075 (2)
2 . 200 . 285 (2)
3 . 150 . 360 (2)
: 4 . 138 . 390 (2)
; 5 . 150 . 420 (2)
6 . 375 . 961 . 128
7 . 150 . 390 (2)
8 .163 . 420 (2)
; 9 . 275 121 (2)
10 . 188 . 480 (2)
11 .238 .511 . 096
12 . 263 .571 . 160
13 . 663 . 841 . 417
14 . 550 . 571 . 352
2 15 . 625 . 571 .513
% 16 .00 . 420 . 705
i 17 . 538 . 270 . 609
18 (1) 571 1,923
19 . 375 . 090 . 426
20 . 650 . 120 . 641
i | 2l . 225 ’ (2)
P oz 175 (2)
- 23 . 056 (2)

(1) Off Scale

(2) Not Mevasurable
18




From the above results, it is apparent that no significant composition changes
occur at temperatures below approximately 700°F. Thus for Mach 3 type
aircraft, kryptonated platinum dioxide can be used conveniently as a sensor
for JP-6 fuels,

Kryptonated platinum dioxide could be used up to a maximum temp-
erature of 800 F; however, since combustion changes occur in the fuel, an
increase in signal with increasing fuel vapor temperature would be observed.
Indeed, this effect would be observed for any kryptonate sensor operating at
temperatures in excess of 700 F.

There are two possible approaches which could be employed to over-
come this effect. For temperatures in excess of 700 F, the fuel air mixture
could be passed through a hot zone and then through the kryptonate sensor,
both of which would be maintained at a temperature of at least 50°F higher
than the expected maximum temperature. Physically, a cell of approximately
three inches long and three eights inches in diameter could be employed. The
first two inches of this cell would be the hot zone and the final inch would
contain the kryptonate sensor.

Alternatively, it may be possible to use the kryptonate sensor alone,
without the hot zone area. Although the response of the sensor will change
with increasing vapor temperature, the actual res ponse obtained may be
more representative of the explosive limit of the gas. Since composition
changes of the fuel occur, then it would be expected that the lower explosive
limit of the fuel would also change. In view of the fact that an increased
reduction of the kryptonate sensor occurs as the fuel vapor temperature is
increased, then the partial oxidation products must be more reactive than
the original JP-6 vapors. Since thesc oxidation products are more reactive,
it is probable that the lower explosive limit of these vapors would be con-
siderably lower than the original JP-6 vapors, and would decrease with
increasing temperature. Thus, the signal observed with the kryptonate
sensor could be calibrated directly in terms of equivalent explosive hazard
and would be independent of the composition of the gas and hence the vapor
temperature. : C

d. Investigation of Kiyptonned Sources for JP-6
Detection in Mach 4 to Mach 6 Type Aircraft

As discussed above, kryptonated platinum dioxide is an emo%t
sensor for JP-6 l‘ugl at temperatures up to 800°F.H However, since PtO,. Kr
decomposes at 842 F it cannot be used for advanced aircraft with a MlCE 4 or
high. - capability. ‘ : ' :

An investigation was conducted to determine if a kryptonated sensor
could be developed which would detect JP-6 at temperatures greater than 800°F.
A large number of kryptgnaud metal oxides with melting or decomposition
points greater than 1300 F were investigated. The most successful of these
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materials was kryptonated palladium oxide.

Palladium oxide was kryptonated by the high temperature, high pres-
sure diffusion technique. For a standard kryptonating time of two days, a
specific activity of .08 uc/mg was attained.

This specific activity was somewhat lower than normally obtained with
powders of this type run under identical kryptonating conditions. However,
sufficient activity was available to perform an evaluation as to the ability of
the kryptonated palladium oxide to detect JP-6 fuel.

The kryptonated palladium oxide was loaded in the sensor cell, which
in turn was mounted inside the environmental test chamber previously des-
cribed. JP-6 fuel at a concentration of 0.10% by weight was passed through
the quartz tube a'l)nd over ‘t,he kryptonate. The environmental chamber was
varied from 750 to 1200 F. Once again the JP-6 vapor temperature inlet
to the sensor cell was monitored continuously to insure that the JP-6 vapors
were at the same temperature as the envirocr’nmental chamober. The kryptonate
source temperature was maintained at 1300 F, i.e., 100 F higher than the
maximum environmenta! temperature.

Considerable care was taken to insure that the kryptonate sensor temp-
erature was maintained constant, nevertheless, variation in signals were
obtained a4t any constant JP-6 concentration. Referring back to Figure 5, the
sensitivity (controlled by the vapor composition) changes rapidly with temp-
erature at temperatures above 1200 F. A change in tem%erature from 1200°F
to 1250°F results in a 50% increase in signal. Even a 10 F fluctuation in
temperature at lZSOoF can result in a 10% or greater deviation in signal.

With the particular temperature measuring device (chromel-alumel thermo-
couple and Sim-Ply-Trol readout) the accuracy is estimated at + 25°F. Thus
a 25% change in signal is not surprising.

Nevertheless, it was possible to obtain a reasonable sensitivity value
for the kryptonated palladium cxide. The average value for the release in
activiiy obtained under the conditions of the experiments described above
corresponded to a sensitivity of 800 cpm for 0. 1% JP-6 fuel by weight in air.

The sensitivity attained is sufficient to detect JP-6 at all the required
temperatures (from Mach 3 to Mach 6 capability aircraft). However, krypto-
nated palladium oxide should be capable of detecting considerably lower JP-6
concentrations than indicated by the above experiments. As mentioned above,
in order to determinc the optimum host material for JP-6 detection at higher
temperatures, it was necessary to kryptonate a great number of materials.
Thus long kryptonating times, necessary for high specific activity samples,
were not possible, As a result, the specific activity of the kryptonated
palladium oxide was only .08 uc/mg. This specific activity is a factor of
23 lower than the specific activity of the kryptonated platinum dioxide dis-
cussed previously. By kryptonating this palladium oxide to this relatively

20
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high level (achieved by utilizing kryptonating times of the order of two weeks),
an increase in this specific activity by this factor of 23 can be obtained.

Thus the sensitivity would be approximately 18, 000 cpm to 0.1% JP-6 by
weight in air. With a radiation detector background of 100 cpm, the
kryptonated palladium oxide should be capwble of detecting 0.001% by

weight of JP-6 vapors in air at atmospheric pressure.

3. Hydrogen

The detection of hydrogen in air t(;)tilizing homogeneously kryptonated
platinum dioxide at temperatures up to 840 F has been well established. The
main purpose of the current evaluation was to ascertain if kryptonated sen-
sors coct,xld be developed that would detect hydrogen at temperatures in excess
of 1300 F.
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The most important factor to consider at these high temperature con-
ditions is that hydrogen may not exist in the presence of oxygen at these
temperatures. Catalytic combustion on hot chamber walls could lead to
immediate reaction with a subsequent disappearance of the hydrogen due to
the formation of water. An investigation was then conducted to determine
if this high temperature combustion did indeed occur.

A simple test apparatus was constructed to determine the effect of hot
surfaces on the hydrogen-oxygen reaction, Hydrogen gas at various concen-
trations in air was first passed through an aluminum oxide-kryptonated
platin%m dioxide detection cell maintained at a constant operating temperature
of 380 F. The hot zone consisted of 3/8" quartz tubing encompassed by an
oven. ;l‘he temperature in this tube could be varied from room temperature
to 1500 F. The hot zone and the detector cell were connected by approxi-
mately two feet of glass tubing. This length of tubing proved satisfactory
to reduce the gas temperature below the 380 F operating temperature of the
sensor cell. This apparatus is shown in Figure 7.

The first hot sone material investigated was quarts. Hydrogen, ata
concentration of 0. 5% in air was passed through the hot sone as the temperature
of the hot sone was varied from room temperature to 1500 F. Any hydrogen
surviving the hot sone could be detected with the platgnum dioxide kryptonate
sensor maintained at its constant temperature of 380 F. The results of this
investigation are shown in Figure 8. As can be seen from this curve, the
hydrogen concentration remains constant until & hot sone temperature of
approximately 1200 F is reached. Above this temperature, the amount of
hydrggeu surviving the hot sone rapidly decreases until at temperature of
1350 'F, the hydrogen concentration has been reduced to less than 20 ppm
(the lower detection level of the Ptoz. Kr85 gensor under these particular
operating conditions).

Similar experiments were conducted using stainiess steel and copper !
tubes in place of the quarts, with hydrogen concentrations varying from '
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0.1 to 1.0% by volume. In all cases the hydrogen gas concentration remained
constant until a hot zone temperature of approximately 1300°F was attained,
where once again the hydrogen concentration rapidly decreased to essentially
zero with increasing temperature.

Experiments were then conducted utilizing the environmental chamber
previously described. Although the area to volume r.tio of this chamber is
a factor of ten less than the area to volume ratio or the 3/8'" diameter tubing,
results indicated that once again the hydrogen was almost completely oxidized
to water vapor at temperature greater than 1300 F.

The above experiments indicate that complete, or almost complete com-
bustion of the hydrogen vapors with the ambient oxygen occur on the chamber
walls, independent of the initial hydrogen concentration over the range studied.
On the basis of these experiments, it is concluded that, in general, hydrogen
" will not exist at these high temperatures in the actual compartments of an
advanced type aircraft. Such a conclusion is conditional upon precisc
knowledge of the materials of construction, the actual geometry and the lack
of a stoichiometric excess of hydrogen. However, the above experiments
indicate that the presence of hydrogen at temperatures greater than 1300 F
would be unlikely.

Despite the experimental difficulties in obtaining hgdrugen vapors
krown concentrations at temperatures greater than 1300°F, it was possible
to demonstrate that kryptonated sensors could be developed to detect this
gas ut these temperatures if the gas itself werc not destroyed on the hot
chamber walls. This evidence was obtained by passing known concentrations
of hydrogen gas in air at rcom temperature directly through a kryptonated
sensor maintained at temperatures in excess of 1300 F. Although it was
known that a considerable fraction of the hydrogen would be destroyed on
the sensor walls, it was believed that sufficient hydrogen would make direct
contact with the kryptonate to cause a significant reaction. '

The first metal oxide tried wasnkryptonated palladium oxide. Since
this oxide has a melting point of 138C F and reacts similarly to platinum
dioxide, it was believed that a significant reaction would occur at the elevated
temperatures, However, repeated experiments, utilizing different molecular
barrier type materials (E}e203, Al 03) resulted in no response to hydrogen.
These negative results were probably due ‘o the complete combustion of

hydrogen and oxygen on the surface of the sensor at these high temperatures,
What was then necessary was to obtain an gxide which would not de-

compose or melt at temperatures less than 1800 F and which would preferen-

tially be reduced by hydrogen rather than cause the catalytic oxidation of

thic gas.

Many kryptonated oxides were tried. The most successful was
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kryptonated copper oxide. At an operating temperature of lSOOOF, CuO. Kr >

with a specific activity of 0. 5 puc/mg indicated a sensitivity of 1200 cpm
for 1% H, in air. Thxssfensitivity is considerably lower than is normally
obtamed with PtO.. Kr"~ at lower temperature (150, 000 cpm per 0.1% H

at 350° C) and is partially attributable to the lower specific activity of the
CuO. Kr85. Undoubtedly, the major factor influencing the sensitivity is the
actual fraction of hydrogen which combusts on the cell walls. Since a
considerable fraction of the original 1% hydrogen is converted to water
vapor, only the small remaining fraction is available for detection by the
kryptonate sensor.

Attempts were made to increase this sensitivity by employing molecular
barrier type material. However, every barrier tried only served to reduce
the sensitivity of the system. This probably occurred because the hydrogen
did not have sufficient time to diffuse through the barrier before oxidation
could occur.

The signal of 1200 cpm for 1.0% H, with krygtonated CuO did not vary
significantly with temperature in the range of 1200 F to 1800°F. This
constant reaction rate with increasing teinperature is difficult to explain
without a thorcugh evaluation of the effects of flow rates, concentrations
and the actual amount of hydrogen reacting with the sensor at the various
temperatures.

It should be pointed out that the sensitivity of CuO. Kr85 discussed
above was obtained with hydrogen in air. In the absence of oxygen, extremely
rapid and very sensitive response to hydrogen is obtained with copper oxide
as well as with many other oxides (Fe 0 Cr o ) For example, at an
operating temperature of 1450°F kryp%onated copper oxide showed a response
of 160, 000 cpm to a 1% hydrogen concentration at a flow rate of 2 liiers/min,
Thus in the absence of oxygen, hydrogen can be readily detected at concen-
trations down to 10 ppm at all the required temperatures.

Although the sensitivity is considerably reduced in the presence of
oxygen; by utilizing kryptonated copper oxide with a specific activity of
approximately 1.0 uc/mg, it should be possible to detect hydrogen concen-
trations of the order of . 005% or less at all the required temperatures.

Thus with CuO. Kr85, hydrogen can be detected at the temperatures
which would be expected in Mach 7 and Mach 8 type advanced aircraft and
indeed up t» a maximum temperature of 1830 F, 50 below the decomposition
point of Cuu, However, this estimate assumes that hydrogen will exist in
the compartments of the advanced type aircraft at these high temperatures,

The results obtained during the experimentation described above appear to
contradict this assumption.

25
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4, Discussion of Resuits and General Evaluation of the Kryptonate
Technique,

The experimental effort described above was to determine if
kryptonated sensors could be developed that would detect JP-6 fuel and
hydrogen vapors at the high ambient temperatures. It has been shown
that kryptonated platinum dioxide can detect J P-6 vapors at the required
concentrations at all temperatures from -60°F to 700°F. In order to
eliminate the effect of ambient temperature ﬂuctuatmn, the platinum dioxide
kryptonate must be operated at a temperature 50°F greater than the
expected maximurn ambient temperature. For temperatures greater than
700 F, kryptonated palladium oxide is satisfactory for the detection of
JP-6. However, since apparant fuel composition changes occur at
temperatures above 700 F it would be necessary to utilize & combination
cell system consisting of a hot zone and the kryptonated palladium oxide,

In this manner the partial oxidation of the fuel is controlled so that a
constant effluent activity would be attained at any constant JP-6 vapor
concentration. Alternatively, since it would be expected that the lower
explosive limit of the fuel vapor would decrease with increasing temperature
(i. e., as more reactive vapor constituents are formed) it may be possible
to calibrate the response of the sensor directly in terms of equivalent
explosive hazard, thusinegating the use of a hot zone.

The results indicate that hydrogen will probab%y not exist in the
presence of oxygen at temperatures in excess of 1200 F. However, since
this combustion depends on many factors including surface materials, flow
rates, pressures, etc., it is possible that under certain conditions hydrogen
will exist in the hot compartments of advanced aircraft. On this basis,
kryptonated copper oxide can be used to detect its presence at all the required
temperatures.

The kryptonate technique indeed could be used to detect the
combustion products of the fuels, viz, water, It has been shown that
kryptonated calcium carbide is sensitive to water vapor. Thus, the technique
could be used to detect hydrogen at the high temperatures even if complete
combustion should occur, However, this sensor for water vapor would
require a considerable developmental effort in order to meet the program
requirements. The aluminum oxide hygrometer discussed in section D is
believed to be more satisfactory for this purpose.

The ability of the kryptonated sensors to meet the other program
requirements of pressure, response time and selectivity has been well
established, A brief discussion concerning these parameters is presented
below,

a. Pressure

26
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The kryptonates are true mass sensors since their sensitivity is
based directly on the mass of vapor reacting with the kryptonated homolog.
Thus the only efiect of pressure on the operation of the kryptonate sensor is
that of effectively reducing the concentration of the vapor of interest. The
question of the ability of the kryptonate sensor to operate at reduced
pressures is then reduced to a question of sensitivity.

o For kryptonated palladium oxide at an operating temperature of
1250 F, the lower limit of sensitivity is of the order of 0.001% by weight
of JP-6 vapors in air at atmospheric pressure, Assuming a molecular
weight of 150 for JP-6 fuel, this weight percent corresponds to approximately
.0002% by volume, Assuming it is desired to detect 0.15% by volume of
JP-6 fuels at all p1 2ssures from sea level to 100, 000 feet, the lowest
efiective concentration will occur at 100, 000 feet where the ambient pressure
is 0.0l atm. At this altitude a 0.15% by volume concentration would be
effectively reduced to 0.0015%, which is a factor of sever higher than the
lower limit of sensitivity of the palladium oxide sensor.

‘Similarily for hydrogen, utilizing kryptonated copper oxide with a
specific activity of 5u ¢/mg, a response of 12, 000 cpm to 1% hydrogen
would be attained at an operating temperature of 1800 F. With a counter
background of 100cpm, this sensor can detect . 005% hydrogen at atmospheric
pressuresor 0. 56 hydrogen at 100, 000 feet.

b. Response Time

The response time of the kryptonate sensor is limited by the
time for transporting the released gaseous krypton-85 to the radiation
detector. At a flow rate through the sensor cell of 2 liters/minute
through a tube of 1 cm diameter, a linear flow rate of approximately 1. 4
feet/second would be obtained. The radiation detector could then be
located a distance of approximately 7 feet for a 5 second response. Shorter
distances could be used; however, the problem then becomes one of
maintaining the radiation detector sufficiently cool for proper operation.

Advances are being made in the development of solid state detectors
capable of withstanding high environmental temperatures, It is believed
that in the relatively near future, solid state detectors will be available
that can operate to 1000 F. With additional cooling of such a detector, it is
believed that operation of the detector directly within the hot compartment
would be possible. The detector could then be mounted in close proximity
to the sensor cell, in which case the limiting factor in the response time
would be the electrical time response of the circuit. These electrical time
responses are typically below one second.

c. Selectivity

The selectivity of kryptonated oxides to combustible vapors has
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bcen demiongtrated and reportad, 8 The oxides investigated during the course

of this program will not iexct with the gases likely to be encountered as
contaminarts in compartments of an advanced flight vehicle. Water vapor,
nitrogen, oxygen and zarbon dioxide have no effect on the operation or
response of these kryptonated oxide sources,

C. EVALUATION OF THE INFRARFD "“‘""T\'IQUE FOR COMBUSTIBLE
FUEL DETECTION

1. Introduction

Another promising device for use in this application is the Infrared
Explosive Vapcr Detector, developed by Mine Safety Appliances Co,
(ASD-TDR-62-53]1, October 1962). This instrument, although insensitive
to hydrogen, does have the capability of detecting hydrocarbon fuel
vapors at the requisite concentrations and ambient pressures.

A laboratory prototype of this device was made available to
Parametrics to aid in the evaluation of this technique.

The MSA Explcsive Vapor Detector is a non-dispersive open path
infrared photometer, which minitors the concentration of hydrocarbon
vapors by means of their absorption of infrared radiation.

For the purposes of optimizing simplicity, sensitivity, and
reproducibility, the device was designed to be a reference-type system,
utilizing one source and one detector, sensitized for two different wavelength
bands. One band, the "signal" band, is that at which the fuel vapor absorbs,
and the other, the''reference' band, is close to the former, but where the fuel
vapor displays little absorption,

In order to visualize the method of operation a simplified sketch is
presented in Figure 9.

The light source is a 60-watt high-intensity (W-1.) incandescent
lamp (filament temp~3000 K) Light from this source is beamed by 2
6" ellipsoidal mirror (F. L. =2" and 42"') through the sample space.
It is collected by a deep parabolic mirro=- (f=0, 6) and focused onto
the detector. The detector is of the pneumatic type, consisting of a
hermetically sealed chamber with a thin germanium window which passes
radiation in the appropriate wavelength region, It is filled with gases which
absorb both in the "signal" wavelength band (~3, 4 ) and the ''reference"
wavelength band (~3,0p). (The sensitizing gases are iscoutane and
acetylene respectively). When the detector is exposed to infrared radiation
in the gelected wavelength regicns, absorpdon by the fill gases results in
a temperature increase, which leads to a corr2sponding increase in
pressure, This pressure rise causes movement of a small diaphragm,
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and this movement is sensed by a capacitive pick-up.

Immediately in front of th: detectyr is a rotating modulator wheel,
consisting of two segments., One segment is made of polyethylene, which
transmits only the reference band. The other segment is a 50% neutral
attenuator, which transmits half the radiation in both the signal and
reference bands., The system parameters are adjusted so that, in the
absence of hydrocarbon vapors in the light path, the energy absorbed
by the detector is the same regardless of which modulator segment is in
the beam, If hydrocarbon vapors are present, however, the availatle

_ energy in the signal band will be diminished (due to absorption by the

vapor). This will cause no change during the half-cycle when the polyethylene
segment is in the beam, but the detector will receive less energy when the
neutral attenuator segment is in the beam, This alternating signal is then
amplified, rectified, displayed, and compared with a predetermined

"alarm' level,

In addition, the instrument has the capability of automatically
compensating for ambient pressure from 1 atmosphere down to 0. 01
atmosphere. This is necessary because a given percentage of
hydrocarbon by volume corresponds to 100 times more absorption at one
atmosphere than at . 01 atmosphere (100, 000 feet). This compensation is
accomplished by appropriately varying the gain of the detector amplifier by
imneans of a servo-type pressure transducer,

The instrument is designed to operate with a 38" path length
between source and detector, For the sake of compactness and ease of
handling: the prototype utilizes two parallel inclined plane mirrors to fold
the light path, thus affording a shorter physical length for the instrument.

Although the instrument is designed for open-path operation, it is
more convenient, in the Jaboratory, to have an enclosed sample chamber
into which test gas mintures can be placed. For this purpose, a2 21/2" long
test cell is located in the light path (one must make, of course, the appro-
priate path length corrections when using this cell),

In an atteimpt to simulate high temperature operation, some
muodifications of this prototype ‘vere made, In order not to damage the
basc of the instrument by resting a hot furnace upon it, the source lamp
was remounted 38 inches away from the detector on a straight line, thus
by-passing the diagonal mirrors, and "opening up" the folded path, This
provided sufficient new space in the light path to mount a high temperature
test cell, without damaging the instrument,

The cell (Figure 10) consisted of a 6" x 28" stainless steel tube,
wrapped with nichrome heating elements, and appropriately insulated.
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The tube was provided with gas inlet and exit ports, and temperatures were
monitored by a series of thermocouples placed as shown. The end windows
werel /8" x 6'" Kel-F discs, mounted on water-cooled flanges. Blowers
were mounted externally to cool the windows as much as possible.

Despite these precautions, the windowsstarted to deform at cell
temperatures higher than ~500°F, thus limiting the operational
temperaiure range. (The original design called for quartz windows;
however the initial windows received showed spurious I-R absorption
properties. As time limitations did not allow further delay, it was

decided to attempt to use Kel-F despite its temperature limitations),

2. Evalnation

In attempting to evaluete this device for usage under the conditions
specified, it must be borne in mind that this particular prototype was
actually designed and constructed to meet somewhat different specifications,
patrticularly with respect to concH\trations and ambient temperatures,
than are called for in this study. It would therefore be unfair to fault
the basic technique because of any limitation exhibited by the prototype
unless this limitation could be shown to be an inherent consequence of
the technique. For this reason, although some experimental tests were
performed with the prototype, the primary basis for our evaluation has
been to pick out those problem areas which arise from the nature of the
method, rather than the particular design details of the proiotype,

Let us review the necessary requirements for the proposed system,
and contrast them with the capabilities which have already been designed
into the prototype, Where a discrepancy exists an attempt will be made
to estimate whether or not the limitation may be easily overcome,

Desired Capability Infrared Prototype Design

Species Detected

JP-6 JP-4
Hydrogen

Concentration Levels

JP-6 - 0,15% (volume) JP<4 - 0,25 - 0, 5"(volume)

- 1%, o —
HZ 1¢ H?. insensitive

Minimum Ambient Temperature

-65°F -65°F
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Maximum Ambient Temperature

©

Mach 3: 550 F
Mach 4: 850 F
Mach 5: 1100 F
Mach 6: 1200 F

[=]

165°F

© "o

a. Species

I The first difference to be noted is that the infrared system

v cannot detect hydrogen, This is because hydrogen has no infrared absorption.
Thus this constitutes a basic limitation of any infrared detection tech-

nique. We will hereafter, then, concern ourselves only with the possible
application of this technique for hydrocarbon vapor detection.

Although this device was developed primarily as a monitor for
JP-4 there is no reason why it should not respond to JP-6 vapor, as well,
The infrared detector is sensitive to spectral abs.orption in the vicinity
of 3.4y, which corresponds to the =C-H stretching frequency; therefore
the technique s hould be applicable to practically all compounds containing
saturated hydrocarbon groups. ‘ -

} Of course, the degree of sensitivity will be a function of the absorp-
tion coefficient of the fuel vapor and the "match'" between its absorption
band and tha! of the detector fill gas (presently isobutane). However,
we may expect that there will be littie difference between JP-4 (for
which the system was designed) and JP-6. .ualitative confirmation
of this expectation was obtained in the following way:

A JP-6 air mixture (0, 6% by weight) at atmospheric pressure
was flowed through the test cell, and the signal level observed. This
reading was then compared with that obtained with 0. 5% (by volume)
isobutane in nitrogen (simulant gas).

Unfortunately, neither the average molecular weight of JP-6 nor
its vapor pressure is accurately fixed, so that the volume percentage of
the mixture could not be precisely determined. However, one may make
a rough estimate of the volume p ‘rcentage by assigning an "average"
molecnhieveight of 150 to JP-6. Thus, 0.6% by weight would correspond
to 0. 6% 3 RS 0.12% bv ... .me, The ratio of the signal voltages obtained
with the two mixtures was:

V(0. 12% JP-6) _L3 )
V(0. 5% isobutane 1.9 (3)

Thus, the apparent relative sensitivity of the instrument to equal
volume percentages of isobutane and JP-6 would be:
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JP-6 N
C4H10 1.9/.5

& 2.8 (4)

The original report describing the instrument indicates that its
sensitivities for isobutane and JP-4 are roughly equal. 13 Therefore, we
may safely assume that, although the instrument was designed for
JP-4, it could, with little or no modification of parameters, be used
equally as well with JP-6.

b. Concentration Leveis

The desired detection levei for JP-6 is given as 1/4 of the LEL
or 0.15% by volume. The prototype instrument has been designed to
alarm between 0. 25 and 0. 5% JP-4 by volume. It appears that there
would be little effort entailed in readjusting the gain settings and alarm
parameters to the new requirements, especially in view of the apparent
higher sensitivity for JP-6 than for JP-4. Cert nly the present
requirements should necessitate no major redesign in terms of path
length, qptics, source intensity, etc.

c. Ambient Temperature

It is by now obvious that the major limitations imposed on this
system will be those due to the extreme high-temperature environment
in which the instrument must operate. The problems introduced by
these high temperatures fall into several categories, some of which are
quite general for any detection system, and others which are specifically
associated with an infra red system,

1) Effect on the Vapor Composition

This effect is discussed in more detail elsewhere in this report,
In essence, it appears that in contact with hot surfaccs, hydrocarbon
vapors undergo chemical decomposition. This is not a surprising
finding, but it does lead to an ambiguity in defining the sensitivity
specifications for an instrument; e, g. shall the device measure only
whatever JP-6 vapor is actually present; or (more desirable) shall it
measure the results of vapor leakage, regardless of what the pyrolysis
products may be, This ambiguity is present, of course, for any contemplated
detection system,

In the case of the infrared system, this may or may not be a major
problem, depending on the particular reactions which the hydrocarbon
vapors undergo. If they are completely oxidized to CO, CO, and HZO.
then the instrument will obviously not detect them. On the other
haad, it seems ~easonable to believe that although chemical changes
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occur, oxidation will by no means be c amplete (especially at low
gressures) and that the product molecules will still retain most of
their alkane-type C-H bonds. If this is the case, then the instrument
could still have adequate sensitivity.

It is difficult to evaluate the extent of this problem, in view of
the many parameters which may have a bearing on it, such as:
wall materials, compartment size, circulation patterns, etc.

2) Thermal Expansion

If the compartment being monitored is vented, then variations
in the temperature of the gas contained within it will lead to correspond-
ing expansion and/ or contraction of the gas. With hydrocarbon vapor
present at any given volume percentage, and at any given ambient pressure,
this will cause variation in the actual absolute vapor ceoncentration
present, This effect is illustrated in Figure 11 which shows, for a fixcd
volume percentage, the relative vapor densities at various temperatures.
It can be seen that over the range of expected tempe.atures for hydro-
carbon fuels (-65°F to 1200 F) the possible variation covers
approximately a factor of four!

Compensation for this phenomenon could probably be supplied by
arranging for a temperzature sensor which could appropriately control
the gain of the instrument, in a fashion similar to that already used for
pressure compensation,

3) Effect of Temperature on the LEL

It has been stated that a useful 1ule of thumbois that the LEL for
hydrocarbon yapors decreases by about 8% for each 100 F increase in
temperatm'e(i This would imply about a factor of 2 decrease in the
LEL at 1200 'F. Although the specifications call for a {ixed alaym
level at 0.15% by volume, it might be desirable to consider either
varying the alarm level ag a function of temperature or, with a
fixed alarm level, varying the instrument sensitivity (as mentioned
above) via a temperature sensor, to compensate for this effzct, '

4) Effect on Components

With a few exceptions, the limitations on components introduced
by the extreme high-temperature environment v:i!l be those that apply
generally to any type of detection system which might be pnstulated.

With respect to the electronic components, thc system uses fairly
standard circuitry, e.g. preamplifier, variable gain amglifiers,
rectifier, etc. It seems certain that the present "state of the art"
in these components will not allow them to be directly exposed to the
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expected ambient temperatures, and that a means for keeping them
cool will have to be devised. The bulk of the electronics, of course,
does not necessarily have to be in close physical proximity to the
space being monitored., As there will undoubtedly be other electronic
systems aboard the aircraft, whatever methods may be devised for
keeping these operative will obviously «uffice for this system as well,

The preamplifier stage, however, should be as close as possible
to the infrared detector to minimize noise and pickup problems. This
leads to the problem of whethgr the detector itself can be expcsed to
tamperatures as high as 1200 F. It is quite likely that the sensitizing
gases (i-butane aud acetylene) will undergo thermal degradation
reactions under these conditions. In addition excessive heating of the
detector might distort or damage the germanium window or the thin
diaphragm. Thus, the detector, also, will probably have to be
kept cool in some manner,
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Although the lamp, source mirror, modulator, collector and : } b
detector must have optical access to the space being monitored, this » ;
does uot rule out the possibility of physical (and thermal) separation
by means of windows, auxiliary mirrors, etc. This, of course, would ‘ i
tend to make the overall system more comple xin terms of alignment,
necessary space and weight, etc. As the heat ioads cannot really be )
estimated at this tirae, it is difficult to predict whether or not it would ?
be feasible to cool all sensitive optical components.

5) Effect on Infrared Absorption Coefficients ’ 5

In general, the infrared absorption peaks of the JP-6 vapor
will be expected to decrease in amplitude, and broaden, as the gas
temperature increases. As the instrument sensitivity is a function of
the degree of overlap between the fineline structures of the JP-6 vapor . i ;
and the sensitizing gas within the detector, and as these undoubtedly do : -
not compsetely and exactly cuincide, even at low temperatures, it is
impossible to predict the effect on instrument sensitivity of operating
the system at high temperature.

Evaluation of this effect can only be done on an empirical basis, by
measuring any changes in signal caused by heating a hydrocarbon contained
in the sample space, (and, of course, correcting for the othier thermal
effects noted in this section). An attempt was made to do this; however
temperatures higher than ~500 F were not attained, and time was not ;
available in which to redesign the apparatus. We may sta.e that at this ‘
temperature, at least, no large change in sensitivity was evident,

6) Thermal Background

37




rmm . DT -

An effect which was apparent, even at quite moderate temperatures,
was that due to '"thermal background''. This arises from the thermal
radiation emitted by the hot walls of the surrounding container, This
radiation changes the relative amounts cf energy '"seen" by the
modulator-detecior in the reference and signal wavelength bands, and,
in effect alters the '"zero' of the instrument.

One may understand this phenomenon by considering the following
simplified picture: Assume that the sensitizing gases in the detector
absorb all incident energy only in the reference and signal bands,

Let the reference band be located at wavelengthAr, and have a finite
width A\,, Similarly, let ).8 and & Xs characterize the signal band.
Let the energy emitted by the lamp filament (at temperature T, ) in
the reference band be proportional to W (X _Tj) A\, watts/cmz“ where
W /N T) is the usual Planck expression forrblack-body radiation,
binilarly W (A T ) O\ is proportional to the energy emitted in the
signal band.

In the absence of absorbing gas in the sample space, the lamp
energy falling on the modulator-detector will be:

o
E = A :
L L [W(RrTL) A)\r + W (XS'IL) Aks] (5)

where A; is an "effective’ lJamp area, encompassing lamp size,
emissivity, and the optical efficiency of the instrument.

It one segment of the modulator disc absorbs all erergy in the
signal band, then the energy reaching the detector during this half-cycle
is:

E IL = AL W\)\rTL)A)\r (6)

During the other half-cycle, the modulator acts as a 50 per cent
attenuator, and the energy received by the detector is:

B%, * 0.5A,  [W(N T ) ar_+W(A T )ax (7)

38

(e ot A e v A s Pt 6

g IR




- S=E -E, (8)

The instrument parameters are such that with no hydrocarbon
present this difference is zero.

(o] (o] [o] _ )
$°, = E | - E, | = 0.54, [W(xr'rL)Axr- W T, )aN ] = 0

(9)

W T VAN = WA T ) Ak (10)

If the instrument, in addition, ""sees' background radiation from
the hot walls, we may write the analogous relations:

. ,
E°), = AgWQA T )N (11)
B
o]
B, T 054 [w o T an, + Wi T) an ] (12)
(o]
S’y = 0.5A5 [w (TG Bh - W(XSTB)AXBJ (13)
where AB = effective radiating area of hot '"background"
TB = background temperature,
Substituting for Axr from equation {10)
s° = osa_ | WO TR WATIA wortoan | a4
B B s B s
W(XrTL)
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o W(AT ) _ W(\Tp)

§°g = 0.5AL WA T.) A (15)
WOLT ) WO Tp)

B B

The ratio W (A _T)/W (A _T) is a function of T only, and, therefore,
ifT_# TL' the bracketed portion of equation (15) will be non-zero,
lead?ng to a finite background signal.

We must now attempt to determine whether this "background signal
(which,in theory, is present to some extent at all temperatures) will be
significant with respect to the signal levels duc to hydrocarbons,

If there is hydrocarbon vapor present in the beam, then the
energy from the lamp reaching the detector in the two half-cycles, instead
of being described by equations (6) and (7) will be modified to:

ELI = AL w ()\rTL)A)\r (16)

= 0.5 - A )
ELZ 0.5 AL W()\rTL) A)\r + (l-a)W ( STL) A\s (17)

where a = fractional absorption due to hydrocarbon vapors.
SL = 0,5 AL W(\rTL) Akr - W()\STL)A)\S + a W(ksTL)A)\S (18)

and from Equation (10):

SL = 0.5 AL a W(XSTL) A)\s (19)

We may now define a fictitious "'absorption, " ap, which would give a
signal equivalent to that caused by the background radiation. Combining
equations (15) and (19):

. :‘\;}-3 _W(\rTB) W(KSTL) ) W(XSTB) (20)
‘B ,x'\.L ‘W(XSTL) W(\rTL) W(XrTB)
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A rough estimate of A[ can be obtained by 2ssuming that all 60 watts

of its power consumption is expended as black-body radiation by the
o _

filament at 3000 K,

The basic report15 indicates that the fraction of emitted source
power brought to the detector via the optics is ~15 per cent or Y watts.

From Plenck's relations:

f °°w(x, 3000°K) d\ = 460 watts/cmz (21)
0
2 .
. AL X460 watts/cm = 9 watts (22)
2
A = 0,02cm (23)

L

From tabulated values of Planck! s function:

Wk, Tp) _ W(3.4p, 3000°K . 6.8x10") (24)
W T W(3.0n, 3000°K)
and WA, T ) = W(3.4u, 3000°K) = 26.6 (25)
Rewriting equation (20), we obtain;
3_1-3_ i 1 W(3.0u, TB) 068 - W(3. 44, TB) (26)
AL T 00z 26. 6 y W(3. 0, Tp)

a
Figure 12 is a plot, vs. Ta of% , i. e, , the apparent absorption per
square centimeter of effective B radiating background area "seen'' by
the detector.

Of course, AB, cannot be accurately predicted, as it would depend
upon the particular constructional details of the instrurnent and the com-
partment being monitored. However, ae the kydrocarbon levels to be
detected rnay correspond to as little as | per cent absorption, it does
appear that at high temperatures thy thermal background signal may well
constitute an appreciable source of error,

41

2

e it 3

e e e et it R A B e ] (e Tty

P




The above discussion applies to the instrument configuration as
presently constituted. This problem may be almost entirely eliminated,
however, by placing the modulator at the lamp, rather than the detector.
In this way, if only the lamp radiation is modulated, the thermal back-
ground radiation will simply add a constant DC component and not contri~-
bute to the instrument output.

3. Conclusions

An instrument based on detection of hydrocarbons by infrared
absorption such as the MSA detector, should have adequate sensitivity
for detecting JP-6 at the desired levels, Its applicability for usage in
high-performance aircraft will be depcadent primarily upon the ease
with which the thermal effects meationed above can be compensated for,
moderated, or eliminated. As the magnitude of sorme of these effects
will depend, in large part, on parameters which are difficult to predict
quantitatively (such as chamber materials, cooling facilities, gas
circulation, etc.) we have in these cases attempted simply to point out
that problem without making a firm judgment as to whether it can be
surmounted. Such judgments would ultimately have to be made on the
basis of a complex empirical analysis, which could not be achieved under
the limi .ed scope of the present study. However, there appears to be
no inherent reason why, with adequate redesign, this technique could not
be utilized for monitoring JP-6 in high-performance aircraft.

D. Aluminum Oxide Hygrometer

The laboratory experiments described above have shown that the
leakage of hydrogen into a hot compartment (> 1300 F) containing air,
will result in an immediate oxidation reacticn with the formation of water,
Thus, it is believed that, in the hot compartments of advanced type air-
craft, it would be highly unlikely that there would be sufficient hydrogen
available for detection. The best means of determining whether hydrogen
has leaked into a hot compartment is then by measuring the rise in amb:(
water vapor concentration,

Indeed, sci,nce partial oxidation occurs with JP-6 fuel at temperatures
greater than 700 F, it was believed that a suitable water vapor detector
also could detect this fuel by measuring the rise in ambient water vapor
concentration due to this partial oxidation.

Numerous water vapor measuring devices are available., However,
the most advanced staie-of-the-art techni?ge for determining water vapor
employs the aluminum oxide hygrometer. The most reliable analysis
of water vapor calls for a sensitive, accurate, fast-responding sensor
capable of direct environmenta! measurements, These requirements are
met by the aluminum oxide element.
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This sensor consists of an alurninum strip which is anodized to
provide a porous aluminum oxide layer. A very thin coating of gold
is evaporated over this structure. The aluminum base and the gold
layer form two electrodes of what is essentially an aluminum oxide
capacitor.

Water vapor is rapidly transported through the geld layer and
equilibrates on the pore walls in a rnanner functionally related to the
vapor pressure of water in the atmosphere surrounding the sensor. The
number of water molecules absorbed on the oxide structure determines
the conductivity of the pore wall. Each value of pore wall resistance
provides a distinct value of electrical impedance which in turn is a
direct mcasure of the water vapor pressure.

This sensor can measure water vapor concentrations from 20, 000
micrograms of HyO per liter to 0. 001 p.gH,0/liter. Extremely rapid
response is available from the humidity element. A 63 per cent change
is obtained over the entire dynamic range in a few seconds Precently,
this sensor is operable over a temperature range of - 166°F to 200°F,

The excellent characteristics of this sensor warranted an investi-
gation as to its ability to detect hydrogen and hydrocarbon vapors by
detecting the water formed on combustion of these fuels.

1. Detection of JP-6 Fuel with the AIZO3 Humidity Sensor

A simple, but effective, test apparatus was used to determine
the applicability of the Al,03 sensor to detect JP-6. This apparatus
consisted of a 3/8" quartz tube encompased by a resistive wire-weund
oven. In series with this tube was a small chamber containing the humidi-
ty sensor. JP-6 vapors were passed through this quartz tube ""hot zone."
Any water formed from the oxidation of this fuel could be detected with
the humidity sensor, ,

The hot zone temperature was varied from room temperature to
1200 F. Since the presently aaraxlable humidity sensor cannotj withstand
temperatures in excess of 200 F, the sensor itself was maintained at
room temperature. The results of these expenements are ghown in
Figure 13, These results are in complete agfeement with the 'results
obtained with the kryptonate sensors, No change in ambient water vapor
concentration was observed until a temperature of 700 F was achieved in
the hot zone. At this temperature pa:tial oxidation of the fuel occurs with
a subsequent increase in water vapor concantration, ’I‘ge signal then
rernains relatively constant until a temperature of 1200 F is reached at
which point the water vapor councentration again increases. These changes
in water vapo® concentratioa corresrond precisely to the changes in
kryptonate sensor signal, Thus, not only must the fuel be cracking to
more reactive constitucnts, as evidenced by the increase in kryptonate
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sensitivity, but complete oxidation resulting in the formation of water
must also be occurring. Although the amount of water vapor formed at
temperatures in excess of 700 F is relatively small (at least in compari-
son to the amount of water formed on combustion of 1 per cent hydrogen,
(Sce Section D-1), it is sufficient to enable detection of the JP-6 fuel,

There are three important factors to consider in the application
of this hygrometer as a possible hydrocarbon detector. These are:

1. The ability of the senso: to detect the water formed on
combustionof the fuel above ambient water vapor concentrations.

2. The ability of the sensor to letect the fuel over the entire
range of exvected environmental temperatures.

3. The ability of sensor to operate over the entire range of
expected environmental temperatures.

a. Effect of Ambient Water
Assuming the humldtty sensors were capable of operating at

temperatures up to 1200 F (See Section b), the ideal operating mode
would be to simply place the sensor zlone in the hot compartment of a1

"advanced type aircraft and monitor the water vapor concentration, Any

increase in water vapor concentration absve aiubient levels would indicate
.a leakage of fuel into the hot compartment. It is apparent that under these
conditions, the humidity sensor would be capable of detecung the fuel

vnly if the compartment temperature was in excezs of 700° F wheie
partial oxidation of the fuel can occur. Under these conditions, a
concentration of fuel 0. 58 per cent by weight of fuel will oxidize to form
approximately 200 micrograms of H,0 per liter of air (assuming the
degree of oxidation 1s similar to that incurred in the l:boratory experi-
ments). This amount of water formed is considerably less than normal
ambient water concentrations at seualevcl. However, at the altitudes
where temperature 1n excess of 800 F will be attained, the ambient water
vapor concentration is so low that essentially any water dete ‘ted is duc
solely to the leakage of the combustible fuel,

In Figure 14 1s shown the variation of water vapor concentration
with altitude as measurced with the aluminum oxide humidity element,
The descent curve iadicates the true water vapor concentration, (The
ascent curve shows higher levels due to the humidity clement detecting the
water vapor from the wake of the carrier balloon as it rises.) It can be
scen that at altitudes above 30, 000 feet the atmospheric wate: vapor
concentration is only of the order of 3 micrograms of HZO per liter of air,
The water formed on the partial omdauon of 0.58 per cent of JP-6 fuel is
of the order of 200 }AgHaO/hter at 800 F and of the order ci 800 ugH,O/liter
at temperatures in excess of 1200°F so that atmospheric water vapor
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would not be a serious interfereonce.

Thus for high altitude (>30, 000 fr. ) operation and at compartment
temperatures in excess of 700 'F, a high temperature humidity element
could be satisfactorily employed as a JP-6 detector. At the lower alti-
tudes ard lower compartment temperatures, other operating modes and
configurations for the sensor must be employed, These conditions are
digscussed below,

b. Detection of JP-6 with the Humidity Sensor at Temperatures
<700°F

From the experiments conducted, it was shown that JP-6 vapors
are not significantly combusted to water vapor at temperatures less than
700 F. Thus, in order to utilize the humidity sensor for JP-6 detection,
an iadirect means of forming water from the fuel must be employed. In
addition, elimination of the high ambient water vapor concentrations at
the low altitudes must be considered.

The system shown in Figure 15, could be satisfactorily employed
to determine JP-6 vapors at all the ambient conditions. The requirements
for the elimination of ambient water and for the z:idaticn of the fuel
nec=sgsitate a flow system to be employed with the sensor. Although this
is somewhat of a disadvantage, if the sensor can withstand the high environ-
mental temperatures, no other electronic components would be involved.
Such a system could operate at all the ambiern: conditions directly in the
hot compartment.

At temperatures below SGOOF. ambient water vapor can be elimi-
nated bv ¢mploying a drying tube with a suitable desiccant such as silica
gel. Although the capacity of such desiccants is limited, its efficiency to
remove water vapor would not be significantly altered during the mission
profile of the flight. The JP-6 fuel can then be cataljytically oxidized by
passing them over a platinum surface. The amount of water formed on
combustion of the fuel on the platinum surface depends on the temperature
of the surface. By operating this surface above the expected environmental
ternperatures, environmental temperature fluctuations would be ¢liminated

and the amount of water formed will be constant at any constant JP-6 concentra~

tion,

The system can be designed to detect JP-€ vapors at all the ambient
conditions by utilizing two humidity sensurs., At all temperatures below
700°F, one humidity sensor and associatecd flow system is used to detect
the JP-6 vapors. The compartment atmosphere is passed through the dryer,
removing ambient water vapor but allowing the hydrocarbon vapors to
pass. The vapors are then catalytically oxidized by the linely divided
platinum forming water vapor. The water formed is detected with the
humidity sensor and evaluated in terms of JP-6 concentration. This system
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could not be used above 70C°F since the water formed by the self-
generating combustion of JP-4 would be absorbed by the dessicant.

At temperatures above 70001’-‘, sensor #2 is used. Here the water
formed by the reaction of the hydrocarbon vapors and the oxygen on the
walls of the compartment is directly measured with the humidity sensor.
As discussed above, at the expected altitudes, ambient water vapor is
not expected to be an interference.

c. Ability of Humidity Sensor to Operate at Elevated Temperatures

The current maximumotemperature at which the humidity sensor
is capable of operating is 200 F. Thus, in order to detect the combugtible
vapors at high temperatures, the sensor must be cooled or placed outside
of the hot compartment into a cool compartment, These reauirements
result in the same disadvantages and limitations discussed previously for
any sensor not capable of operating at high temperatures.

Theoretically, the maximum operating temperature of the AIZO
humidity sensor is close to the melting point of aluminum (lZZOOF). -
However, in practice; the maximum temperature at which the sensor
used in these studics can operate is limited by the thermal degradation of
«n organic poly mer used in insulating the electrical leads from the gold
and aluminum layers. Recent developments have shown that silicon mon-
oxide can be used as an insulator in place of the organic and that the insu-
lating layer itself may be eliminated; however, considerable effort is still
required in this area before definite conclusions can be drawn.

Despite the present temperature limitations, the advantages of
simplicity, compactness, sensitivity, and response of this Al,C3 humidity
element warrant turtaer investigation of the element for JP-6 detecticn
but will probably require additional sensor d-velopment.

2. Deiection of Hyarogen with the AIZ()3 Sensor

The present temperature limitation of the humidity sensor ig even
more severe when one censiders utilizing this sensor for detecting
hydrogen at the expected ambients, Even if the theoretici! maximum
temperature of 1220 F were attained for this sensor, it would still not be
sufficient to enable the sensor to operate at the compartment temperatures
expected in a hydrogen powered aircraft. A completely new sensor using
a high temperaturc metal as the base metal (such as tantalum) would have

to be developed, Although such an element might be developed, considerable
time and effort would be raquitad,

Nevertheless, since most of the present state-of-the-art techniques
would require cooling of the sensor unit, this handicap is no more serious
than for the other techniques. Indeed, since the experiments conducted
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indicate that hydrogen does not exist in the presence of air at temperatures
greater than . GOF, hydrogen must be detected by measuring the water
formed on combustion. An investigation was thus conducted to determine
if the Al,U3 sensor could be used to detect hydrogen with the assumption
that the sensor ~ould be cooled.

a. Experimental Evaluation of A1203 Sensor for Hydrogen

‘The <ame apparatus used in evaluating the humidity element for
the detection of JP-6 (sce Section D-1) was used, Hydrogen at various
concentrations was passed through the quartz tube hot zone as the
temperature of the hot zonc was gradually increased. The humidity
sensor was maintained at room temperature during the conrse of the
experiments. The amount of water formed was determined with the
hygrometcs by measu..ng its change in impedance. The results of these
experiments are shown in Figure 16,

No increase ion watcr vapor concentration was detected until a
temperature of 1100 F was atiained in the hot zone. The watrr vapor
concentration increased rap})dly between 1100°F and 1350°F, At tem-
peraturcs greater than 1350 F, no further increase in water yapor con-
centration was ob.served. At temperatures greater than 13 50° F, the
results obtained indicate that complete combustion of the hydrogen to
water bas occurred. Table 3 below shows il Licurecdical amounis of
water formed on 100 per cent combustion of various concentrations of hy -
drogen and the exgerxmcntal values sh wn in Figure 16, for temperatures
greater than 1350 °F

Table III
Theoretical aud Experimental Amounts of HZO

Formed on Combustion of Hydrogen

e i s it e o e i S 41 e

Hydrogen Concentra- Theoretical H,O Experimental H O
tion {% by Volume) Formed Formed i
tug/1) {rg/1) P
, P
0.1 740 710
0.5 3700 3600
1.0 : 7400 7500
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Figure 17 compares the results obtained with the kryptonate
sensor and the humidity element for a 1 per cent hydrogen concentration as
the environmental temperature is varied from room temperature to

o .

1800 F. The results are in complete agreement. The kryptonate sensor
signal decreases at 1100 F indicating that hydrogen is being destroyed,
and the humidity sensor increases indicating that water is being formed
at the same temperature.

b. Discussion of Results

Basically, the same limitations and capabilities ot this sensor
discussed for JP-6 hold for hydrogen. It is apparent that since hydrogen
does not combust below 1100 F (in the absence of a hot ignition source)
then the hydrogen must be detected by forcing combustion or a catalytic
surface. Thus the same technique discussed for JF-6 can be employed
for hydrogen, i.e., using a flow system and a cell of platinum black.
With such a system the humidity element could be used to detect hydrogen
at all the required operational conditions.

Although the necessity of a drying tuu. would be required at sea
level conditions, the high quantities of watcer formed on the complete
combustion of hydrogen would allow the utilization of a rather inefficient
drying agent. Thus ambient water, especially ai altitudes greater than
10,000 £ ci, weuld nui be a prooiem.

E. Other Techniques

In addition to the techniques discussed above, two other techniques,
viz., catalytic combustion and photoionization, will be discussed. Insuf-
ficient time and funds were available for a thorough experimental evalua-
tion of these techniques, however, certain conclusions can be reached
concerning the capabilities and limitations of these techniques for the
detection of hydrogen and JP-6 fuel abcard advanced aircraft. These
conclusions are based rnainly on the facts which are contained in ihe
literature as well as on minor experimentation conduct~d.

1. Catalytic Combustion

This technique has been nucceasiully‘fmployed for many years for
the detection of various combustible gases. It consists of an exothermic
oxidation or reduction of the vapors over a catalys resulting in a rise in
temperature of the catalyst and substrate. The rise in heat content is
measured as a function of the gas concentration,

Normally, two thermistors are utilized in a bridge circuit, One
thermistor is ¢ ated with a catalyst (usually platinum black), the other
is left uncoated. The signal is obtained from the imbalance of the two
thermistors when combustion occurs at the catalyst coated thermistor.
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In the absence of the combustible vapor, the thermistors should be in
balance since both thermistors are at the same enviromnental temperature.

In principle, this technique would be an excellent method to utilize
for combustible vapor detection on advanced aircrafts. The thermistor
system would require no plumbing, windows, motor, or other associated
components. The thermistor imbalance is simply an eiectrical signal
which can be fed directly to a readcut meter.

The detection of hydrogen with this system has been well established.
Concentrations of hydrogen down to 0. 1 per cent can be measured at normal
ambient conditions, The ability of the technique to detect JP-6 vapors
was not definitely established. Therefore, a very brief experimental
effort was conducted to determine if this technique coulc indeed detect
JP-6 vapors.

JP-6 vapors at a concentration of approximately 0.1 per cent by
weight were passed over two balanced thermistors, onc of which was coated
with platinum black. An imbalance of the bridge circuit of approximately
. 04 millivolts was obtained indicating that the coated thermistor did indeed
increase in temperature due to the catalytic combustion o1 the JP-6 vapors
on its surface. Although these experiments were brief, sufficient care was
taken to definitely establish that the technique was capable of detecting JP-6

at concentrations of approximately 0. 1 per cent by weight ai ambient pres-
sure.

When thermistors are utilized for this type of gas analysis, they
are vperated at elevated temperaiu.ee (zbove 300 F). This high tempera-
ture causes them to operate in a region where a decr~ase in thermistor
resistance i3 obtained with increasing temperature. The maximwa
temperature at which these thermistors presently can operate is approxi-~
mately 900°F. These thermistors should be capable of detecting both
hvdrogen and JP-6 fuel for at least Mach 4 type aircraft or equivalent
compartment temperatures. For higher compartment temperatures, the

thermigtors must be cooled to at least this maximum operating tempera-
ture.

Without direct experimental evidence, it is difficult to conclude
whether these thermistors can reliably detect the vapors of interest
while the environmental temperature is varying from -60 F to 900 F,
Although the thermistors should be in balance in the absence of the com-~-
bustible vapors, a certain amount of imbalance would occure due to the
differences in heat transfer characteristics between the coated thermistor
and the uncoated thermistor. The degree of imbalance Cue to the tempera-
ture fluctuations and pressure changes occurring within the envirarynental
compartment can be determined best by experimentation. It is be:leved
that these effects will be small; however, they may be sufficient, especially
at low vapor concentrations, to require an electrical feedback system to
maintain the thermistors in balance.
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A possible drawback of the technique for its present application
18 its relatively low gensitivity. The method is dependent upon the
existence of a significant temperature differential between the two thermis-
tors when combustion occura. Typically, the lower limit of sensitivity
for combustible vapors with this technique is approximately 0. 1 per cent
by volume. The brief experiments conducted using this technique for
JP-6 indicate that it should be capable of detecting . 0l per cent JP-6
by weight. Although this sensitivity is sufficient at sea level altitudes,
lower equivalent concentrations expected at the higher altitudes could
not be determined without sophisticated and complex instrumentation.
Thus it appears that the sensitivity requirements at high altitudes are
beyond the capability of current instrumentation.

The operating life of these thermistors may be limited severely
by catalytic poisoning. Minute amounts of contaminant gases are knowa
to poison platinum black catalysts thus destroying their ability to catalyze
the hydrocarbon-oxygen reaction, Although the poisoning mechanism of
catalysts is not well understood, it is known that such gases as hydrogen
sulfide wiil render a catalyst useless. Since the contemplated hydrocarbon
fuel contains small amounts of sulfur, the formation of hydrogen sulfide
or organic sulfides is highly likely. These gases, or numerous other
trace constituents emanating from the fuel or the materials of construction
of the aircraft, may severely limit the operating life of the thermstors.

Because of this poisoning, it would be extremely difficult to design
an instrument based on this technique that would be fail=safe. Partial
poisoning would not only decrease the life of these sensors but would also
cause a decrease in seneitivity which would not be detected unless the
system were recalibrated at frequent intervals. This partial cor tsial
poisoning would malbe it ~xtreraely aiisicult to ascertain when thermistor
replacement would be required.

Finally, the coperatirn of a catalytic surface at elevated tempera-
vures constitutes an explosion hazard., Unlike the kryptonate sensors,
these catalytic surfaces initiate the hydrocarbon-oxygen reaction and
thus can serve as an ignition source. (The kryptonate sensors are de-
liberately coated with a molecular barrier material to prevent catalytic
combustion. ) Thus, a considerable design effort in rendering such a
system explosion proof would se required to eliminate this possibility.

2. Photoionization

The final technique which will be discussed is that of photoionization,
This technique, based upon photuionization of the detected gas, -equires
the generation of light in the ultraviolet region. Provided that the light
used has an energy, hv, greater than the ionisation potential, IP, of the
gaseous species to be detected, absorption of a photon will relesse a
photoelectron, thus forming an ion pair. This absorption is caused to
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‘ake place in an ion detector chamber containing the gas io be analyzed,
The charged species formed are collected by electrodes, the collection
curren: being a function of the degree of ionization and th» concentration
of innizable species,

For a particular species and wave length of incident light, the
ionization etticiency is constant and th: observed current is determined
by the concentration of the gaseous specics.

Figure 18 is a simplified representation of a possible instrument
based on this technique. The light =ource is a H, discharge lamp, cemit-
ting L-rman alpha radiation (1216 A} with a LiF vindow (LiF is transparcent
down to about 1200 A). The light from this lamp pu:ses through the sample
space as shown., Ions formed by photoionization along this part are col-
lected by the parallel plate electrodes, the collector current being pro-
portional to the rate of ionization in the volume being monitored. To
prevent spurious currents due to photoelectrons emitted by the action of
the light upon the collector electrodes, the beam is collimated as shown,
For the purpose of discussion, let us assume the following paramecters
for this device:

Lamp intensity
{at 1216A)

. 15
entering sample space ~10" 7 photons/sec
Electrode length ~5cm
Electrode scparation ~lem

L _— . ) . 18
An examination of the 1onization potentials of various moiccules

shows that 1216 A (10, 2 ev) is sufficient to ionize saturated Lydrocarbon
molecules higher than pentane, which undoubtedly encompasses most of
the constitutents of JP«6 fuel, On the other hand, this is insufficient

to ionize either H, or the normal atmespheric constituents N5, 0,, H,0,

CO, and COZ.

As mentioned above, the collection current will be a fur-tion of
the conceutration of the ionizable species, This may be expressed
mathematically:

49 :
8 s 10c (27)
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where %tq = rate of ionization (ion pairs/sec)
= beam intensity (photons/sec)
. < . 2
0 = cross-section for ionization (cm /molecule)
3
C = concentration of ionizable species (molecules/cm’)

f = length of path

Substituting the value, previously assumed
%tq = 5x1015 cC (28)

As the minimum detecgion level desired is 0. 15 per cent {by volume)
at 0, 01 atimosphere, and 1200 F, this cor~esponds toC = 1,2 x 10
molecules/cm3

dq =~ 6x 10290 (29)

Because of the complex composition of JP-6 fuel, an exact value
for 0 cannot be calculated. HOWwarer. a reasonable lower estimate, based
on other species, is 0 = 4 x 107" cm”/molecule.

g% = 2.4x 1012 ion pairs/sec (30)
min

For 100 per cent collection efficiency, this corresponds to a collection
current of about 4 x 107" amperes which is certainly readily measurable
by standard instrumentation, ‘ v -

As the ambient pressure may vary from | atmosphere (760 torr)
to .01 atmosphere (7. 6 torr), one must ensure that the collection elec-
trode separation and the applied potential will not present a problem due
to voltage breakdown and yet be ad\ - .ate to provide sufficient collection
efficiency., By use of the usual Paschen relationl? it can be shown that,
with | cm between the plates. an applied potential of the order of 800 volts
should not cause breakdown over the anticipated pressure range. While
this potential may not yield 100 per cent collection efficiency at higher
pressures, it should be remembered that, at high pressures, much more
fonizatior will be occurring than that calculated above.
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The abov~ has been a simplified treatment of the feasibility of
the photoionization technique. It is recognized that several possible
problem areas remain, Among these are the effect of high ambient
temperatures on the components, the attenuation of the beam by oxygen
absorption, difficulties in constructing a stable lamp, etc. In addition,
of course, the phenomenon of thermal degradation of JP-6 vapor may,
as with the other techniques, present problems in interpreting the data.
It is p >bable that, if the vapor is not completely oxidized to CO,, the
product molecules will still be ionizable by the selected wavelength.
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SECTION III
CONCLUSIONS

1. The kryptonate technique can be upgraded satisfactorily to
detect hydrocarbon vapors, specifically, JP-6 vapors, at the required
temperatures and pressures. JP-6 fuel can be detected aboard advanced
aircraft with a Mach 3 capacity utilizing the standard aluminum oxide-
platinum dio ¢ide kryptonate sensor. For aircraft with a Mach 4 or higher
capability, kryptonated palladium oxide appears to be the optimum sensor
material, In the absence of radiation detectors capable of withstanding the
high environmental temperatures, the response times would be limited by
the time required for krypton-85 transportation from the cell to the de-
tector. Such response times would be typically of the order of 5to 7
seconds. When high temperature radiation detectors do become avail-
able, this response time can be reduced t. 1 to 2 seconds,

2. Kryptonated copper oxide can be used to detect hydrogen -apors
at the specified environmental conditions. However, the results obtained
during this work indicate that the existence of hydrogen at these environ-
mental conditions would be highly unlikely.

3. An instrument based on the detection of hydrocarbons by
infrared absorption should have adequate sensitivity for detecting JP-6
at the desired levels. There appears to be no inherent reasons why this
technique could not be satisfactorily developed into an instrument which
would be capable of detecting JP-6 vapors at all the contemplated environ-
mental conditions and requirements. However, temperature as well as
pressure compensation would be required.

4. The aluminum-oxide hygrometer technique can be used satis-
factorily to detect hydrogen and hydrocarbons by measuring the water
formed on catalytic combustion. At the present tims, the maximum
operating temperatu~~ of this sensur is 200 F. \lthough it is be%ieved
thc operating tempe.ature can be increased to approximately 650 F, higher
temperatures may yet be availaole but have not been investigated in vgew
of the improvements believed to be necessary for operation up to 650 F,

5. The catalytic combustion technique appears to have limited
applicability for the detection of hydrogen andhydrocarbons aboard
advanced type aircraft. Its main disadvantages for the intended usage
is its relatively poor sensitivity, instability, and, most important, the
fact that it is readily poisoned by numerous trace gzs constituents.

The photoionization technique appears to be a most promising
method for the detection of hydrocarbons aboard advanced aircraft. A
brief evaluation of this technique indicates that no major obstacles should
be encountered in designing a workable system based on this technique.
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However, since this is an advanced concept, a considerable amount of
experimental as well as further investigative work would be required
before definite conclusions as to its ability to detect hydrocarbons under
the specified environmental conditions could be drawn,
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