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ABSTRACT

This handbook is a compilation of the engineeriug
properties and handling characteristics of propellant-
grade hydrogen peroxide. The handboux includes data
and information on hydrogen peroxide physicochemical
properties, production, storability, waterials com-
patibility, waterials treatment and passivation,
facilities and equipient, disposal, transportation,
safety, and decomposition. |
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S8ECTIOGN 1: INTRODUCTION

- GENEBAL
" The discovery of hydrogen peroxide was reported to the Paris
" Academy of Sciences in July 1818 by Louis—Jacques Thenard and
" was initially described as oxidized water. The discovery was a
‘result of government-subsidited vesearch on the preparation of
voltaic cells. Thenard, in working with alkaline earth oxides,
discovered that the reaction of barium peroxide with cold nitric
, acid resulted in the formation of "oxygenated water." Thenard
 then conducted a fairly extensive study of hydrogen peroxide,
which included catalytic deccmposition studies, density determi-
nations, measurements of the volume of oxygen released, etc.

H2 noted extensive supercooling and the inability to achieve
| appreciable concentration increases with crystallization tech-
‘niques, Thenard also reported that vacuum distillation could
continue to complete dryness in the reservoir without appreciable .
decoaposition, although the determination of normal boiling points
was impossible because of decemposition of the hydrogen peroxide,
His work led to the publication of several papers, which are

extensively summarized in Ref, 1.1,

In his work, Thenard ciies reaciions wiih some 130 clements,

oxides, salts, acide, and bases with frequent notations of
decomposition of the hydrogen peroxide. These decomposition
reactions vere sometimes accompanied with the note that "in these
decompositiona, chemical action is evidently missing; it is neces-
sary then, to attribute these actions to a physical cause; but the
actions are dependent on neither heat nor light, whence it follows
that they are probably due to electricity” (Ref. 1.1). These
“unexplained" reactions were later recognized by Berzelius (Ref.
1.2) in 1836 in the first notation of catalysts ond catalytic
activity.




Although Thenard's only noted uses for hydrogen peroxide were in
removing sulfide deposits on oil paintings and as a skio irritant
for medicinal purpeses, hydrogen peroxide and its aqueous solu-

~ tions bave found a nuzber of commercial applications since its
discovery. The primary bulk of this commercial use is limited to

- hydregen percxide grades of less than 52 percent H202 by weight;
these “"industrisl grades™ hav: been used for many years in tex-
tile and pulp bleaching, synthesis of chemical derivatives, the
‘menufacture ¢f foam rubber, the oxidation of dyes, the purifica-
tion of metal salt solutions, the treatmeni of meial surfaccs, etc.
The requirement for higher concenixrations and their subsequent
commercial development was based primarily on the establishment

of hydrogen peroxide as a acurce of energy.

_Hydrogen peroxide (in a 60 w/0 aqueous solution) was first uti-
lized as an encrgy source for underwater propulsion in Germsny in
'1934; this work led to its subsequent application (in higher con-

Jipentrntions) during World War II for auxiliary propulsion and gas
generetion concepts in aircraft and rockets., Its use in these
areas repculted from its thermally or catalytically initiated exo-

 thernic decomposition (with substantial heat release) to yield
a goseous mixture of oxygen and superheated steam. Although its
advanteges &s a monopropellant include a 47 w/¢ available oxygen

- eontent, Ligh density, high heiling pe
and nontoxic exhaust gases, the initial areas of application for
hydrogen peroxide were limited because of its questionable stoi-

- age stability.

The use of hydrogen peroxide has been expanded with improvements
in its stadbility, through stabilization additives and increased
purification. Currently, hydrogen peroxide is the primary mono-
propellant used for underwater propulsion, aerospace propulsion,
and auxiliary power concepts. HNydrogen peroxide/ﬁater solutions
can now be stored for extended periods without significant

decomposition (i.e,, decomposition rates of < 0.1 percent/year



ere readily attainable). Reaction control systems using hydro-
gen peroxide have already demonstrated space storability in excess
of 2 years (vith an estimated storabilitly of 5 years).

The use of hydrogen peroxide as a monopropellant in the aerospace
industry has beon widespread in the areas of atation maintenance,
space maneuvering, thrust vector control, power generation, etc,
Some examples of systems which have used or are presently utiliz-
ing bhydrogen peroxide include the V-2 (gas generator), Redstone
(gas gencrator), Mercury Spacecraft (reaction control system),
Scout (reaction control system-—2nd and 3rd stages), Little Joe II
(reaction control system), Burner II (reaction control system),
SATAR (reaction contirol sysiem), ASSET (reaction control system),
122Y (attitude control system), Lunar Landing Simulator (main
propulsion and attitude control systems), Astronaut Maneuvering
Unit \main propulsion), SYNCOM (reaction control system), COMSAT
(reaction control system), HS-303A "Blue Bird" (reaction control
syctem), ATS (reaction contirol system), Personnel Rocket Belt,
and X-15 (gas generator, reaction control, and auxiliary power
systems). Although the use of hydrogen peroxide in operational
bipropellant systems has been limited thus far to extremely high-
performance aircraft rockets, hydrogen peroxide is potentially
applicable to a variety of liquid bipropellant and hybrid propel-~

lant systeus.

This wideapread application potential of hydrogen peroxide has

led to the requirement for a comprehensive and definitive compil-
ation of physical, chemical, and handling properties of this
important oxidizer. As & vesult of thie interest, this handbook
represents a currsot summsry of the engineering properties of
propellant-grade hydroges peroxide. Propellant-grade hydrogen
peroxide is defined in this report as high-purity hydrogen
peroxide/smter iolutiana in which the hydrogesn poroxide coacen-
traticn is 2 70 percent by wpight. Withia thie consswtration
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range of futercst, solutions containing 70, 75, 90, 95, 98, and 100
percent by weight hydrogen peroxide have Lecn designated as con-

contrations of special interest.

1.2 BANDBOOK FORMAT

The material contained in this handbook has becen organized inte

sections, These are:

Sectiou 1: IXntroduction

Section 2: Physico-Chemical Properxties

Scction 3: Production

Scction 4: Storage and Handling

Section 5: Transportation

Section 0: Safety

Scection 7: Decomposition, Stabilization, and Catalysts

Section &: Bibliography

Each section is subdivided further to permit the user of this
handbook to obtain specific information expeditiously. The
material is arranged in such a manner as to permit convenient
‘updating of various seciions as data are gensrated from addi-
~ - tional studies in these areas.
+n: ifhe interest of each individuul user may be limited to specific
?“*45“* “aspects of the subject material; howvever, it is reccamended that
RN persounel involved in H,0, handling be thoroughly familiar with

@t msmaetiooall of the engineering properties contlained in this report.

Vo gt Although every effort haa been made to provide presently avail-
“akhle informatior on Hé02 in sufficient detail for most of the
e ipotential users of the handbook, sive limitations of the hand-
a3 book'qbvioua;yﬂgyegludg ioclusion of every conceivable detail,




Thus, for those usera who desire additioual details oun specific
ftems, cousultation of the many referenced publicatious is
recomucuded,

Wherever o serica of reports or papers huos been utilized to report
., the progress in a particular study, the data aud inforamation ref-
erenced are from final reports, whenever applicable. This was
done to eliminate coufusion in efforts wicre progress reports
included incomplete experimeutation and/or analysis of the data.
In those efforts where a final repoirt has not beeu issued or

doece not contain sufficient detosil of the itewm, tlie dala wire
taken from the latest progress report sontainiug the pertinent

results.

The tables figures, aud refercuces noted in esach sectiun are con-
tained in that section for convenience. Each table, figurc, and
reference number is preceded by the section number (i.e,, Tuble 1.3
is the third table in Section 1, etc.).

Becauss the major portion of this haudbook is related to arcas
of «ngineering intcrest, all of the data ar presented ixn sagi-
meering terminology (i.e., English units). However, as a con-
venience to all of the users, data in certain sections (notably,
the physical properties section) of ihe handbook are¢ preseoted

[y
n
r
©
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wr
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tric and Buglish units., Where data are presentel in
beth units, tho attendant discussion indicales the units of the

referenced work,

As a further convenience to the user, pbysical constants and
-conversion factors are presented in Tables 1.1 through 1.3 to
enable the user to convert the values to his particular needs,
Also, because these constants are presenied to the known dagree
of significance, they can be rounded tv fit particular needs.
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Unit

1 atm
1 mu Hg

1 csl

} Bta

\ in-
L % 47
11b

1 gel

Note:

TABLE 1.1

PHYSICAL CONSTANTS

Remarks
Standard grevitutiounal
acceleration
Standard atwmosphere
Standard millimceter Hg

Thermochemical calorie

International Stiream
Tables calorie

Ice Point

Prer nre-Volume product
for idewna sro at 0 C

=

Molar 5 rn;.bnut

United States unit
United States unit
Avoirdupois

Uuitcd Btates uuit

Vaiue
32.1740 ft/accy
980.605 cm/sec
1,013,250 dyues,/sq cu
1333.2237 dxaes/sq cn

&.184C abs joulen
41.2929 20.0020 cu
¢ CR-a

1.000654 thermochem-
fical coaiories

§91.6880 10.0l8 R

273.160 20.010 K

22,414.6 20.4 cu cm-
ta,/g wole
2271.16 30.04 abe
Joules/g mole

8.31439 $0.00034 abe
Jjoules/K—g mole

1.98719 $0.00013 cal/

" K-g mole

82. g:zz 1$0.0034 cu cm-~

-8 mole

59.47 cu ft-atm/BR-1b

mole

1055.040 abs joulcs

252.161 thermochemical
calories

251.996 1. Y. calories

2.%000508 cm
453.592%277 g

0.133680%555 cu £t
3785.43449 cu o

Compilad by Bossini, F. D, ¢t a), American Petrolenm Institute

Rerczarch Project &4, U.S. Department of Comaerce, Natl.

Stendards, Circular 461, U.S, Governncnt Printing Offica,
Washington, D, C., 1947.



CONVERSION FACTORS

Temperature

¢ +273.16 = K

F + 459.69 = R
(Cx1.8) + 32 =F
(F - 32)/1.8 = C
K(1.8) =R

Pressure

i%:atm x 14.69618 = psi

nmm Bg x 0.00131579 = atm

" mm Bg x 0.019337 = psi
g/8q cm x 0.00096784 = atw
g/sq cm x 0.0142234 = psi
bars x 0.98692 = atm
bars x 14,504 = psi

megabaryes x 1 = bars

Mass

I3 * ——

".figraqu(maas) x 0.002204622 = pounds (mass)

Length

centimeters x 0.393700 = inches
‘centimeters x 0.032808 = feet

Area

{?ﬁaqnar@ ceptimetuors x 0,15500 = square inches
_ square centimeters x 0,001076k = square feet
- square feet x 144 = square inches
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- TABLE 1.2
‘(Concluded)

Viscosity

_centipoises x 0.672 x 107> = 1b,/ft-sec
- centistokes x 1.076 x 107 = eq £t/sec
{kinematic viscosity) x (density) = (absolute) viscosity

Thermal Conductivity

(cal/cm-sec-C) x 241.8588 = Btu/ft-hr-F

VYelocity of Sound

(m/sec) x 3.28083 = ft/sec

Compressibility

1

“(aq cw/dyne) x 1.01325 x 10° = atu”
- (ag em/dyme) x 6,847 x 10" = pai”

-




TABLE 1.2
(Coutinued)

Yolyse
cabic centimeters x 0.061023 = cubic inches
‘cubic centimeters x 3.531445 x 10”2 = cubic feet
cubic inches (U.S.) x 5.7870k x 10™! = cubic feet

Time

seconde/60 = winutes
seconds; 3600 = hours
saconds/86,400 = days

Force

dynes x 0.00101972 = grams (force)
grams (force) x 0.00220462 = pounds (force)

Density and Specific Volume

(&/cu cm) x 62.43 = 1b/cu ft
(cu cw/z) x 0.016018 = cu ft/1b

Surface Tension

(dynes/cm) x 6.8523 x 107 . lbf/ft

Thermodynamic Properties

(cal/g mole) x 1.8 = Btu/1b mole
(cal/g mole- K x I = Btu/1b mole - R
(Btu/1b mole)/mol. wt = Btu/1b
(Btu/1b mole- R)/mol. wt = Btu/1h - R

(Cal/g) x 1.8 = Btu/1b
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TABLE 1.3

TFMPERATURE CONVERSION
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2.1

SECTION 2: PHYSICO-CHEMICAL PROPERTIES

GENERAL DESCRIPTICN

drogen peroxidc is a chemical compound with the empirical formula
P
23"02. Because of the compound's complete miscibility with water

above 32 F, hydrogen peroxide is commercially available in aqueous

| g-olutions at concentrations to ~98 percent by weight Hﬁ02.
Propellant-grade hydrogen peroxide has generally been limited to

. aqueous solutions 2 70 w/o HéOz with regulation of the concentra-

tions and impurity levels of the more frequently applied propcllant

grades by government procurement specifications.

Bydrogen peroxide and its aqucous solutions are water-like in
appearance in both the liquid and solid states. Although hydrogen
peroxide is generally considered odorless, the odor of high vapor
concentrations has been described as sweet and comparable to the
odor of weak concentrations of ozonc and the halogens, Aqueous
hydrogen peroxide solutions are more dense, slightly more viscous,

and have higher boiling and lower freezing points than water,

Although hydrogen peroxide solutions arec normally insensitive to

shock and impact and are nonflammeble, they are active oxidizing

materials and can decompose exothermally to yield water and oxygen.
Because of their strong oxidizing nature and the liberation of
oxygen and heat during their decomposition, propellant-grade
solutions can initiate the vigorous combustion of many common
organic materials such as clothing, wood, wastes, etc. In the
absence of contamination, propellani-grade hydrogen peroxide
solutions are relatively stable (nominal decomposition rates are
0.1 percent per year) over ambient temperature ranges. However,

in the presence of higher temperatures and/or various contaminants

‘(including many inorganic materials), the decomposition rate is

13
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drastically increased. Rapid decomposition ceun occur in situaticns
where cxtrcme temperature levels and/or mass contamination are
present. As the decomposition rate increascs, the atiendant heat
relcase causcs additional decomposition; this bootstrap effect

can lead to a runaway reaction.

‘Bydrogen peroxide is normanlly stored, shipped, and handled as a

liquid under its own vapor pressure with provisions for relief of
pressure buildup. When stored and/or transferred in clean, pass-
ivated, compatible systems by properly educated and trained person-
nel, hydrogen peroxide does not present a scrious storage or

handling problea.
PHYSICAL MROPERTIES

A majority of the physical propertics of propellant-grade solutions
of hydrogen peroxide have been experimentally characterized (or ana-
lytically extrapolated) with a reasonable degree of accuracy over
ambient tcmperature ranges. However, because of the irncreasing
decomposition rates of these propellant solutions with increase

‘in temperature, very few measurements have been conducted above

200 F. 1In addition, the accuracy of data is questionable in
temperature ranges wvhere decomposition rates are relatively high.

This is evident in the discontinuity of some of the data at the

higher temperature ranges.

It should also be noted that the data reported for "pure" (or

100 w,/o) H202 is questionable since there is some doubt as to the
existence of H202 concentrations ahove 99.7 to 99.8 w/o. Some of
the data reported for 100 w/o H202 were obtained by extrapolation
of property data of H202 solutions of lower concentration, while
?ther experimental ameasurements reported on "100 w/o“ H202 ind)-
cated propellanti assays of "99+ percent," "99 0.5 percent,” etc.

Even for most of those siudies which report the H, 0, concentrations,

14



. ..the methods of determining these concentrations are not reported

or are based on an aseumption ¢l purity related to the purifica-
tion technique,

&

E

~Although it is suspected (because of discontinuities in the data)

- ~that many of the measurements on the "100 w/o" H200 represent, in

reality, measurcments on H,0, of lower concentrations, p opecrties
are reperted for 100 w/o H;O; wherever an extrapolation (from
lower concentrations) acem; ;ensonahle. This characterization is
of academic intereat only because ~ 98 w/o H202 is the highest
concentration presently available commercially. Future aerospace
indusiry utilization of higher concentrations appears unlikely

because of practical and economical considerations.

Nominal values for physical property data that are recommended as

the most representative of the existing data are summarized for
the "100", 98, 95, 90, 75, and 70 w/o hydrogen peroxide grades

in Table 2.1. All of the data presented are direct experimental
determinations or are derived from curve-fits of the experimental
data, except for those data referenced with an asterisk; the data

referenced with an asterisk were a result of calculations made

during the refcrenced work and based on standard analytical cor-

relations and physical relationships. The absencec of data on a
particular property is denoted by blank spaces in the tables,

Properiies tor which property-temperature relationﬁhips have
been established are noted in Table 2.1 with a figure or another
toble pumber; the corresponding property-temperature relationships
are shown in Fig. 2.1 through 2.23nand Tables 2.2 through 2.17.

- The graphical illustrations represent either curve-fite of the best
~available experimental data or analytical estimations of the

property; curve-fits of experimental data are noted witk a solid
line, while a dashed line designates calculated data.. Byuations
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2.2.1

2!2. l! l

2.2,1.2

resulting from computer curve-fits of some of the data are

prescented in attendant discussions,
The origin of the selected data is refercnced in each table

and figure. A brief discussion &f the avnilable data for

each property is presented in the following paragraphs.

General Jdentification
The physical classifications under general identification

are thosc properties that are used to identify hydrogen

peroxide and its physical state.

Molecular Weight. The molecular weight of hydrogen peroxide

was experimentally determined by freezing point depression

(Ref. 2.1 and 2.2) and vapor density (Ref. 2.3) measurements.
The rcsulis of these studies arc compurable to the value of
34,016 calculated from the Iniernmational Atomic Weights,

The mole percent and apparcnt molecular weight as a function

of weight peicent “206 for various aquecous sclutions of H:O&_ as

-

shown in Fig. 2.1, were calculated from the molecular weights

of H20 and B202 based on the International Atowic Weights.

Freezing Point. The deteimination of freezing and melting

points of H202-H20 sclutions is relatively difficult because
of the largc degree of supercooling possible with these solu-
tions. In addition, phase equilibrium mecasurements (Ref. 2.2)
have indicated that solid solutions arc not fermed in the
solidification of concentrated (greater than 65 w/o H,0,)

aqucous solutions of H202; instead, the solid consistis of

" crystale of H202 with occluded mother liquid. Thus, the

range of temperaturcs over which the material melts or freezes

is a function of the crystallization pattern of the Hﬁ02.

16



2,2.1.3

2.2,1.4

The frecerxing poxnt of 100 percent® ﬂ202 has been reported as

-0.%61 € (31.17 F), -0.43 € (31.23 F),and -0.41 C (31.26 F)

in Ref. 2.2, 2.4, and 2.5, respectively. Based on a repoirted
sanple purity of 99.97 m/o H502, the freezing point deter-

mination of Ref. 2.4 was sclected as represcntative of 100

.ycrccnt H202. Meusurcmcents of the freezing points of agueousn
molutions of 10, (Ref. 2.2) indicate eutectics at 45.2 w/o
o B0, and -52.4 € (-62.3 F), and at 61.2 w/o 1,0, and -56.5 C

( 09 7 F). The results of these measurements, which are
graphically illustrated in Fig. 2.2 and 2.2a, represent the
temperatures at which 20 to 30 percent of the¢ liquid had
solidified. Experimental melting point studies (Ref. 2.6),

based on observation of the temperature at which melting was

_ complete, resulted in slightly higher melting temperatures for

concentrations above 60 w/o B0,

A vuriety of experimental studies have produced no signifi-
cantly eflective frcezing point depreasants for propellant-
grade HRO2 solutions, Thease studies, described in detail in
Ref. 2.3 and 2.6 through 2.9, have shown that many additives
will form unstable or shock-scmsitive mixtures with H,0,.

Triple Point. The triple point of 99,97 m/o }1'202 wvas estimated
as 272,74 K (-0.42 C or 31.24 F) from experimental heat of
fusion studies (Ref. 2.5). Although mo vapor pressure
measuremente have been made on solid E20 the vapor pres-

sure at the triple point has heen calculated (Ref. 2.10) as

0.25 mm Hg (0.005 psia).

Norvml Boiling Foint, The normal boiling points of propellant-

grade R202 solutions have not been experimentally determined
by conventional means since these points are in a temperature
region where thermal decomposition of the 8202_15 significant.

‘The normal boiling points listed in Table 2,1 and Fig. 2.3

» 17
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for projellant-grade H202-n20 solutions represent cxtrapola-
tious of the vapor presaure data of Section 2.2,2,4 to 1
atmospacre of pressure. Other references {i.e., Ref. 2.11
and 2.12) give very similar beiling points even though thesc
temperatures were calculated from extrapolations of different
individual scts of vapor pressurc data. The correlation of
these individual scts of data, which resulis in the newly
calculatcd normal boiling points, is discussed in Section
2.2.2.%,

2.2.L.5 Critical Propertiea, There has been no experimental deter-

- wminations of criticel propertlies of l!202 wince the compound

e

“ undergocs extensive dezcomposition before the critical tempera-

turc is achieved. However, because this properly iz of academic
intercst, the critical temperuture has been cstimated by

"% gssuming that the critical temperature/boiling peint ratio

S

of n202 is equal to that of water. Based on this technique,

a critical tempersture (Tc) of 458.8 C (857.8 F) has been

B reported for 100 w/o 10, (Ref. 2.11); another T, value of

" W57 € (855 I) for 100 w/o IO, vhich was alluded to in |
Nef. 2.12, was reported in Ref. 2,10, Using a vapor pres-
sure equation established in Ref, 2,12, the critical pressure,

‘ P_, vas calculated (Ref. 2.10) as 214 atmospheres (3140 psia)
at the latter Tc'

Using the estimated beiling point given in Table 2.1 and
correlation technique described above, a T_ of 733 K (460 ¢,
860 F) is recommended for 100 vw/o H,0,. An estimation
technique suggested in Ref, 2.12 (PE/Tc is equivalent for
both K0, and u20) rcsulted in a calculated and recommended
P of 247 atmospheres (3630 psia) for 106 w/o 1,0, using the
Tc value of 733 K. Peewdocritical constants were calculated
for the propeilanti-grade H202-H20 solutions through the use

of Kny's method (Ref. 2.13); the resulta of thease calcula-
tions are shown in Tadle 2,1 and in Fig. 2.3.
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Fhase Propertiice

Those properties of hydrogen pernxide,which arc associated with

one particular phase (cither solid, liquid, ox gas) have been

- grouped as phase properties.

Density. A deusity of 1.70 gm/cc (100.76 lb/cu It) was

~computed for solid 100-percent H202 from X-ray diffraction

weasurcments (Ref. 2.14) at -20 C (-4 F). Deusity measure-

ments on H,0,-1,0 solutiony during cooling and freezing

(Ref. 2.15) indicated that true solid solutions of 1,0,,and

“B&O were not formed; this was later verified in Ref. 2.2,

Since the occlusion of the mother liquor occurred in freczing,
the mcasured densities were a function of the freezing
technique. KLowever, it was noted (Ref. 2.15) that solutions
containing < 45 w/o 8202 expand during freering and solutions
> 65 w/o B0, comwuct during freczing.

Experimental determinations of the liquid densities of wurious

\ﬂﬂé02—ﬂoo solutions werc reported as a function of composition

in Ref. 2.6 (at 0 and iB C), Rei. 2.i5 (st 0 Cj, Ref. 2.16 (at
20 C), aud Ref. 2.17 (at 0, 10, 25, 50, and 96 C). In addition,
exporime;tal studies have determined the density of 9 w/o H202
from 76 to 193 € (Ref. 2.18), and the demsity of 98 w/o K0,
from 27 to 105 C (Ref. 2.19). The data from these six studies

were simultancously curve fitted by a least-squares computer pro-

'gram, erd the following equation was found Lo adequately (actual

deviation for each experimental point was < 0.002 gm/cc) describe
the data from 0 to 193 C (32 to 379 F) over a concentration range
of 60 to 100 w/o H,0, .
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R

 P(gnfec) "I ¢ 2455 x107W « 1.781 x10°W%6.76 x

- /) o =7 2-. -~

where W ie weight percent ll,,,()2 .
Converting to English units, this equation becomes:
P(1b/cu £1) = 66:166 +1.577 x 107w ¢ 1112 x 1070 -

-2 -6 2 -
2.31 x 1070 -4.7 x 10707, % -1.38 x 10 "ux:‘-F)

The curves described by these equations are graphically illus-
trated for propellani-grade ll202 solutions in Fig. 2.4 and

2.ka, respectively. .

Experimental vapor density measurcments (Ref. 2.%) at 92
C (165.6 F) show that H,0, is not associated in the vapor
state, If it is assumed that uo decomposition occurs, the
vapor Jensity may be calculated through use of ihe perfect

gas lav.

Coefficient of Thermal Fxpansion. Using the curve fits of the

_ density data, the cocfficients (culical) of theimal expansion

were calculated for propellant-grade 2&02-—%0 solutions from
0 to 100 C (32 to 212 F) through the following relationship:

1 a\)
A v =
Al (SEP




, 5770 Curva fits of these calculations are presented in Fig. 2.5
e i+ and 2.5a, | |

x 2,2,2,3 Compressibility. The adiabatic compressibilities of H202

o

solutions were calculated (Ref. 2.16) from experimental density
‘ and sonic velocity data covering a temperature range of 3.5
ijfﬁfﬁﬁLto 33.5 C (38.3 to 92.3 F) and a concentration range of 0 to
| xi4f593.h m/o (0 to 96.5 w/o). These data were used to plot the
" adiabatic compressidilities of propellant-grade HQOQ solutione

.. shown in Fig. 2.6 ard 2.6a.

Although no experimental data have been reported on the isother-
mal comprgsaibility of HQGQ, the adiabatic compressibility,
density, and heat capacity data were used to calculate (Ref.2.16)
an isothermal compressibility of 26.51% x 10 -2 cm2/dyne

(26.865 x 1670 atm“l, 18.281 x 1077 psia‘l) for 100 w/o .0,

at 20 ¢ (68 F). -

2,2.2,%  Vapor Preasure. The vapor pressure data resulting from four

"Jdifferent experimental measurements (Ref. 2,11, 2,12, 2,20,
and 2,21) on various aqueoﬁsisplutions of H202 over temperature
ranges of ¢ to 90 C {32 to 194 F) have becn correlated. Using
" 'a least squares curve-fit computer program, these data were
" curve-fitted with the following equations (in the metric

system):

100 w/o 10, log Py o= 8.92536-2522,§g -246
&) T(x)

98 w/o .0, log Py, .y = 7-89728-1797.84 -134089
T . 2
() “{K)
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qf%Q;* ' c 1647.17 154665
95 v/ H202 log P(mm Hg) = 7.68235 - T(K) - T( )2
o (K

vf&' § i?52Q w/e H,0, log P y u 7.67297 - 160647 - 157563
Rk e 2 (mm Hg) T(K) rr(K)2

TR 95 w/e H0, log P - 7.39108 - 122L:86 _ 187863
- 4 2 (mm Hg) T 2
®  Tw

/o , 1354.10 _ 181798
19 w/o H O 10g P(Nm “g) = 7.&2560 - T - >
® T

- Converting these equations to English units resulted in the

. following:
| X 4468.68 79947
100 w/o HQQQ log P(psia) = 7.21175 - T(R) - . £
(R)
. _— 3236.11 434448
98”§ 0 “29Q log }(psia) = 6.18}67 - T(R) - T(R)2

Y 2064.91 501115
w/o H.0_ log P(psia) = 5.96874 T - 5
L (R) T(R)
2891.65 510504
T 2
(R)  T(g)

v = B On
99 w/o H202 log P(psia) 5.95936

2433.35 _ 602196

T 2
® e

75 w/o H,0, log P(psi&) - 5.67747

i
E§
B
®
1
D
l“é
(=)

10 w'o H202 log P(psia) 5.71199



The equations are illustirated graphically in Fig. 2.7 and 2.7a,
where the data are extrapolated to temperatures above 90 C

«- - . (194 F) by assuming a linear relationship between the tempera-
tures for which H202 solutions and water have the same vapor
pressures. These extrapolations were used to determine the
pseudo-boiling points (the temperatures where the pressures are

equivalent to 760 mm Hg) of the propellant-grade H200 mixtures.

2.2.2.5 Vapor-Liquid Equilibrium. Vapor-liquid equilibrium compositions
-of 8202—H20 solutions were determined experimentally in two dif-

ferent studies (Ref. 2.12 and 2.21). Although comparable, there
arc slight differences in the data at some of the temperatures.
The data of Ref. 2,12 were used in Ref, 2,22 to plot vapor com-
position and vapor-liquid equilibrium, and to calculate and
plot activity coefficients for the system. These plots arc

shown in Fig. 2.8 through 2.10.

Calculations (Ref. 2.23) of saturation pressure, activity coef-
ficients, and.vapor compositions have been made for three dif-
" ferent H202—H20 solutions (90, 81.5, and 65.4 w/o) at high
temperatures and pressures. The computation of these dats,
which are shown in Table 2.2, are described'in detail in Ref.
2.23. Although these computations were bused on assumptions
of H202 critical constants that are difterent (critical tempera-

ture = 457 C, eritisal presgure = 215 atmesp
t

here=)from the val:

recommended in this handbook, corrections to Table 2.2 are slight.

2.2.2.6 Surface Tension. The surface tensions of H,0,-H,0 solutions
have been experimentally determined (Ref. 2.24) as a function
 of composition at 0 C (32 F) and 20 C (68 F). Graphical repre-

sentations of the data are shown in Fig. 2.11 and 2.1la.
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2.2.3.2

2.2.3.3

%Phermodynamip Properties

" The H,0, properties which define energy changes in the physical

trangitions through the various solid, liquid, and gas states,
as well as in chemical changes, have been listed under thermo-

dynamic properties.

Heat of Formation. The heats of formation (A }{F) of propellant-
grade H202 solutions were calculated in this study from hcat of

dissociation data given in Ref. 2.25. Heat of fusion, heat of
vaporization, heat of mixing, and hcat capacity data used to
cheracterize the heat of formation over & range of temperatures,
phases, and concentrations are given in subsequent sections.

Data for the agueous solutions are presented as heats of forma-

““tion of tF: solution (which includes the heat of formation con-

tributions of both H,0 and H,0,, and the heat of mixing).

The AH‘F data for the liquid and solid phases of propellant-

22
Fig. 2.12 and 2.124, Figures 2.13 and 2.13a illustrate the

ISH% of the liquid at 25 C (77 F) as a function of composition.
02—H20#

"grade H,_O_ solutions are given in Tablecs 2.3 through 2.8 and  _

The heats of formation of the vapor of prdpellant—grgde H2

solutions are given in Tables 2.9 through 2.14.

Heat of Fusion. The heats of fusion of propellant-grade H002 '

solutione were taken from the experimental studies of Ref. 2.2;

these data are shown in Tables 2.3 througﬁ 2.8 as the chanée‘in
enthalpy at the freezing point.

Heat of Vanorization. The experimental datggdf‘nef. 2.26 were

used to plot the heats of vaporization of H202;H20 solutionas

as a function of temperature; curve-fits of fhe~data at 0, 25,
4%5, ard 60 C (32, 77, 11%, and 140 F) are shoﬁh‘ip.Fig. 2.14

R
T ve b

.."
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and 2.14a. Heats of vaporization of propellant-grade H2 0
solutions at other temperatures can be obtained by computing
the difference in the heets of formation of the liquid (Tables
2.3 through 2.8) and vapor (Tables 2.9 through 2.1h4) phases of
the H20 —H20 solutiona at the corresponding temperatures and

H20 conceptratxons

2.2.3.4. Heat of Sublimation. The heat of "sublimation of 100 w/o H 02
hos been calculated (Ref. 2.10) from the heats of fusion and
.vaporization as 457.8 cnl/gm (824 Btu/1b).

0 2,2.3.5  Heat of Mixing. Graphical representations of the heats of mix-

ing .of propellant-grade H 0 -H20 solutions, shown in Fig. 2.15
and 2.151, were plotted from szoothed data given in Ref. 2.26,
‘These data represent experimentél data of the referenced work,
previous experimental studies (Ref. 2.25), and their extrapola-
tion to higher #emperaturea for comparison with the experiméntal
ddta of . Réf 2. 12 ‘ Excellent agreement is noted between the
data of Ref 2.26 and Ref. 2.12 except in the 20 to 30 w/o

H20 concentratxon range

l

\2.2;}.6_ . Heat of Decomposition The heéts of decomposition, graphically

] “! represented in Fig. 2.16 and 2. 16a were converted from smoothed

‘data from the expexluental studles of Ref 2.25. The figurds

‘ 1lluntrate the heats of d'coupouition of propellant-grade | .

.. H,0_-H_0 aolutiqnl~w1»u_deconposxtion to either liquid water SRR

222 L
or yater_vqpor"

2.2.3.7 Heat Capacity. Thq héut capaeitiea of aolid and liquid propellant- Sg:
grade H202—H20 solutiunl pre ahovn in Tablea 2.8 through 2 13 “
and in Fig. 2.17 and 2 1‘7& rro- 0 to !.00 ; (o to 720 a)

'-’, ’ 'f



heat cepucities of solid ll202 were taken from the data of

Ref. 2.5. Since solid solutions of H,0, and H,0 ure not formed
in the concentration region of interest, the heat capacities of
fhe‘jolxd phases of propellant-grade H202—H20 solutions were
assumed to be the sum of the individual heat capacitly contri-

butions of solid H20 and solid H202.

The liquid heat capacitiea were curve-fitted from the experi-
mental data of Ref. 2.25 and 2.26; these studies indicated that
the change in heat capacity of an H20 H 0 solutlon of constant
composition over the indicated tempenature range was of the order
\of the accurucyidf the éxpérimental data. ‘Experimental measure-
‘ments of liquid heat capacity were not conducted below 0 C

(32 F); therefore, the heat capacity was estimated in this re-
~gion using the heat capacity of supercooled H‘O and the extra-

2
«+» polated heat capacity contribution of the H202.

T \"\

w

During experimental heat transfcr studies at relatively high

, temperatures (Ref. 2.18), the heat capacities of 90 w/o H2 0
were indirectly determined from heat transfer data over z tem-
perature range of 240 to 380 F. An gqqation‘wés developed for
the data vhich indicated an increasing deviation of the experi-
mental data from the curve fit of the data with increasing
temperature. The differences in these data from extrapoiations
of the data presented in Fig. 2.17 and 2.17a, which are 0. 61

‘IBtu/lb-F (cal/gm—C), ere assumed to be the result of H, 0 de-

composition in the experimental study. . A

‘: The héat capacities of the vapor phase of propellant-grade H202
‘ solut1ons are glven in Tables 2.9 through 2 14. The origin of
-;"theee data 'is discussed in Section 2.2.3.9.

. .
. \
o \ . R . .
A . g

2.2.3.8 Enthropy‘and Enthalpy. The entropy and enthalpy of the solid

N

‘.*ﬁ ;;' : 'aﬁd ‘liquid phaaes of propellant-grade H,0, solutions were cal-
; \‘1x;3;fi L culated from the other thermodynanlc functions gtven in Tables 2.3
\‘. : .\ L gq:. '




2.2.4

through 2.8. The besis for the vapor-phace entropy and enthalpy

. data on propellent-grade E202 solutions, given in Tables 2.9

through 2.1k is discussed in Bection 2.2.3.9.

Vapor-Phase Thermodynamic Properties. The thermodynamic proper-

ties of hydroger peroxide vapor were calculated (Ref. 2.27) from
structural data. These data, which replaced ecarlier reported
data (Ref. 2.28), were based on new spectroscopic measurements

“(Ref. 2.29) and new calorimetric data (Ref. 2.5 and 2.25). The
" primary difference in the presently accepted values and those

reported earlier are in the internal rotation values.

The structural values used by Ref. 2.27 in the computation of

the vapor-phase thermodynamic properties, givea in Tables 2.9

‘through 2.14, are:

r 0-H = 0.965 A v, = 3610 ca
r0-0 = 1.49 A U, = 1350 cu”!
" & QOH =~ 100 degrees v, = 880 !
© = 95 degrees v, = 520 ca}
1, = 2.785x 10 %m v, = 3610 e}
Ig = 34.0 x 10740 gm-cm2 Vg = 1266 cm_l
Iﬂ - 33.8 x iG—ho g.-z-e.e2 g =2
I, = 0-696 x 10" 0 cm?

Transport Properties

A\

All properties of propellant-grade solutions of 8202 that in-
volve the transfer of mass or energy at “he molecular level
are presented in the following paragrap@g,\y%

o
-
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2.2.4.1 Viscosity. Experimental detcrminations of the viscosity of
’ liquid H202—H20 solutions ranging in composition from 0 to

100 w/o H,0,, have been reported in Ref. 2.6 (0 and 18 C),
Ref. 2.24 (0 and 20 C), and Ref. 2.22 (0, 25, and 5 C). Curve-
fits of these data at 0, 20, 25, and 50 C (32, G8, 77, and 122 F)
are graphically illustrated as a function of w/o H202 (from 50
to 100 w/0) in Fig. 2.18 and 2.18a. In addition, viscosity
measurcments have been conducted on 98 w/o 1,0, (Ref. 2.19) from
20 to 85 C (68 to 185 F) and on 90 w/o H,0,, (Ref. 2.18) from
77 to 325 F (25 to 162.8 C). The data for 98 and 70 w/o 1,0,
from the various sources has becn plotted as a function of tem-
perature and compared to the viscosity of water in Fig. 2.19
and 2.19%.

The viscosity of the vapor phase of H20 —H20 solutions at 1

2
atmosphere has been calculated (from experimentally determined

data) as reported in Ref. 2.30. An equation (Ref. 2.30) repre-
senting these data from 100 to 300 C (212 to 540 F) with an

estimated precision of %2 percent is given as:

p (micropoises) = 134 + 0.35 [T(C) - 100] -14 Y
where
Y = moie fraction ﬁ202 in vapor

This equaticn, comparing the vapor viscosity of water witl 100

w/o H202, is graphically represented in Fig. 2.20.

2.2.4.2 Thermal Conductivity. Experimental measurements of the thermal

conductivity of H202-H20 solutions have been limited to deter-
minations (Ref. 2.22) on 98.2 w/o H)0, at 0 C (32 F) and 25 C
(77 F) and on 50 w/o H202 at 25 C; resulting thermal conductiv-

ities were 0.321. 0.339, and 0.347 Btu/hr-ft-F, respectively.



2.2.4.3

2.2.4.4

2.2.5

Using the two experimentsal data points, the thermul conductivity
of 98.2 w/o H202 was extrapolated to the critical point (Ref.
2.31). This extrapolation, shown in Fig. 2.21, uned H20 as a
refercence substance and assumed no deromposition and a therwmal
conductivity of 0.100 Btu/hr-ft-F at the critical point.

Experimental hecat transfer studies (Ref. 2.19) indicated that
the estimated thermal conductivitices reported in Ref. 2.31 agree
reasonably well with those calculated from the experimental heat

trangfer data.

Coefficient of Diffusion. The experimental determination of the

diffusion coefficient of liquid H202 into water has been reportéd
(Ref. 2.32) for 0.17 w/o H,0, from 0 to 40 C (32 to 104 F) und
for 0.019, 1.44, and 7.92 ;/; n,0, at 20 C (6B F). At 20 C

(68 F), the diffusion coefficients were <1.2 cm2/day for the

concentrations studied.

The diffupion coefficient of H202 vapor into air was cxperi-
mwentally determined (Ref. 2.33) in a vertical tube as 0.188
cn2/sec at 60 C (140 F) and l-atmosphere pressurc. This can

be compared to a diffusion coefficient of 0.320 cm>/sec reported

(Ref. 2.34) for water vapor under identical conditions.

Sonic Velocity. The velocity of sound was experimentally
meacured (hef. 2.16) in H,0,-H,0 solutions from 3.5 to
3%.5 C (38.3 to 92.3 F). These data are plotted for
propellant-grade 8202 solutions in Fig. 2.22 and 2,22a.

Electromagnetic Properties

The electrical, magnetic, and electromagnetic (optical) proper-

ties of H, 0, have been grouped as electromagnetic properties.
2 3
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2.2.5.3

These properties gencrally arc related to the electronic

" structure of the antoms in contrest to the transport properties

which involve only molecular movement.

Index of Refraction. The refractive indexes of H202~H20 solu-
tions werc experimentally determined (Ref. 2.15) using the sodiuw
D line. The data for propellant-grade H202-H20 aolutions are
presented in Table 2.15 at 25 € (77 F) with a tempcrature cor-

rection guide,

Dipole Moment. Calculated dipole moments of H202 were reported
as 2.22 Debye (or 2.22 x 10" Bcsu-cm) and 2.05 Debye in Ref.
2.35 and 2.36, respectively. In addition, a valuec of 2.20 Decbye
was estimnted (Ref. 2.37) from the Stark cffect, and a velue
of 2.13 Debye was determined (Ref. 2.38) for H,0, in dioxane.

The latter value wus selected as the representative dipole

moment for H202.

Dielectric Constant. Figures 2.23 and 2.2% shew the dielectric

constants of propellant-grade H202—H20 solutions as a function
of temperature. Theae data were interpolated from the experi-
mental studies reported in Ref. 2.39, in which the dielectric
constauls were determined as & function of composiiion at con-
stant temperaturcs frow -40 to 30 C (<40 to 86 F). Because

of the supercooling of the u202-n20 golutions, measurecments
were obtained on the liquid below the freezing point. The data
from the measurements on 100 w/o 3202 were curve-fitted from

~00 to 30 C (~76 to 86 F) to the following equation (Ref. 2.40):

€ = 84.2 - 0.02 T(C) + O.OOBQT(C)2
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2.2.5.4

2.2.5.5

Electrical Conductivity. The conductivity of "pure" H202 has

been reported by aseveral investigators with valucs ranging froa
2 to 0.%9 micromhos (microohma~l). Experimental studiecs (Ref.

2.41) of the ¢onductivity of unatabilized H202 wcfe coi.ducted as
a possible mcans of determining its purity. The results of this

study are sumnarized as follows:

1. Fractional crystallization reduced the conductivity of
commercial 90 w/o M0, (11.5 microohms ™) at 25 C) to
approximately one-h;l; (5.0 microohms ! at 25 C) of
its initial value, while increasing its conccntration
to 98+ w/o H202.

=]

Distillation of the crystallized N0, reduced its
specific conductance to ~2 microwhos. This valuc com-

parcd with that reported in carlier studies (Hef. 2.42).

3. A second distillation of the crystallized and once-
digtilled H202 reduced its specific conductance to
1.2 micromhos; this valuc was still greater than that
reported in Ref. 2.43 and 2.44.

4. The specific conductance of both 98 w/o H202 and de-
ionized water increased on storage in contact with
Pyrex glass. A conclusion of these studie; indicated
that only a rough correlation between low electriczl
conductivity and high stability was found {or that
electrical conductivity per se is not a reliable in-
dicator of stability).

The electrical conductivity of both water and hydrogen peroxide
is increased by the addition of one to the other.

Magnetic-Optic Rotation (Verdet Constant). Although not op-

_ tically active, H202, when placed in a magnetic field, will
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5WV~;&$~&,: ég Qﬁﬁﬂln# &lqne ol pol;r&:ed light This is expresscd as:

*;‘*vs‘-o -

¢ = kiR
. ' \%
vhere

& = degiree of rotation
{ = path length
H = ficld strength

kv = Verdet constant

The Verdet constant, k,, as reported in Ref. 2.45 at 10 C (50 F),
is shown for various HOOO—HQO solutions in Table 2.16,

2.2.5.06 Magnetic Susceptibility. Hydrogen peroxide is diamagnetic.

The magnetic suaceptibility of liguid H202 has been summarized
in Ref. 2.10.

Values of -9.73 x 10—6 cgs~emu/cc at 10 €, -0.50 x 10_6 cgs—emu/g,
-17 x 10—6 cgs—ewu/g wol, and 0.9999902 are reported for the
volume susceptibility (K), mass susceptibility (X ), molar sus-
ceplibility (Xm), and permeability (P), respectlvelg In addi-
he uscepti

Lxun un euuub;un expie Sirg vhie mass suscep

solutions at 10 ¢ (50 F) ie given as:
X x 100 = -0.720 + 0.218 w
where
w = weight fraction H202
The susceptibility of the solid becomes more poxitive ﬁpon~

freczing, while the susceptibility of the vapor is agsumed to

be the sume as the liquid,
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2.2.5.7

Other Molecular and Electromagnetic Properties. A number of

miscellaneous moleculer and electromegnetic properties heve
been summarized for H202 in Table 2.17. The origin of these
data is referenced in the table,

Structure and Spectra

The equilibrium geometry of hydrogen peroxide was established

by an electron diffraction study (Ref, 2.48). This was sup-

ported by an X-ray study (Ref. 2.14) with limited least-squares
data reduction, an infrared study (Ref. 2.49 and 2.50), and &
microwave study (Ref. 2.37 and 2.51). The results of these

studies are summarized in Table 2.18. The infrared study may

be regarded as definitive, although the structure of the solid,

as determined by X-ray, may be appreciably different from the

gas phase. The X-ray study may be queationed, however, because
the data analysis used visual intensity estimation and primitivé
nurerical machines. The rotational constants measured in the infra-

red are A' = 10.356 cm‘l, B' = 0.8656 cm‘l, C' = 0.8270 cm“l,

DJ_; 4.5 x 1070 em~t, D =7.5x 107 cm"l, and Do = -2 x 1077
cm ~. Dipole moments of 3.15 20.05 D and 3.24% $0.05 D were
measured (Ref. 2.5!) for each of the two potential minima. A
far infrared study (Ref. 2.50) showed the angle T hss two
equilibrium values (with the ilowest ati 111.5 degrees 10.5) and
determined an accurgte hindered-rotation potential function.

The best geometric parameters are those underlined in Table 2.18.

Hydregen peroxide forms tetragonal crystals, space group

Bz - P42, upon freezing (Ref. 2.14). There are four molecules
in the unit cell of dimensions & = b,OGK and ¢ = 8.002, The
crystal siructure has been completely determined, and the vol-
ume of the unit cell is 1319 A3 (Ref. 2.14). This gives a crystal
density of 1.70 ga/cc.
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Hydrogen peroxide is the simplest wolecule having an internal

- retation motion, and, therefore, has had fairly extensive study

" 'with respect to absorption spectra. Hindered internal rota-

tion effects are observed in all regiuns of the spectrum.
Exfenaive studies have been conducted on the vapor, the crystal-
line solid, and dilute solutions. Less work has been spent

on the concentrated liquid solutions, because of decomposition
effects and the difficulty in finding suitable window materials.
Since the gpectrum as a whole is very complicated, it is con-
sidered beyond the scope of this handbook; thus, references to
spectrum characterizaiion are provided as a guide for

2
interested ind:vidualg.

. The infrared absorption by H,0, is not very useful for chemical

272
enalysis because the spectrum is quite similar to that of water

and since suitable window materials are not widely available.
Ultraviolet absorption by 3202 ig quite strong, and (although
Beer's law does not hold strictly) if the solution is clear and

, transparent to ultravielet, direct spectrophotometry measure-

ments are suitable for analysis of dilute solutions. The
ultraviolet spectrum ef concentrated hydrogen percxide has
been reported for 50 and 90 w/o solutions in Ref. 2.39, and
for 55 and 99 w/o hydrogen peroxide solutions in Ref. 2.24.

The infrared absorption spectrum ¢f H,0, has been reported in

2
Rei. 2.50, 2.52, and 2.53. The Raman spectrum of concentrated
hydrogen peroxide {99+ percent) is probably covered best in

ng. 2.39.

CHUYMICAL PROPERTIES

Hydrogen peroxide is a strong oxidizing agent in either acid
or alkaline sclutionas; howvever, with a very strong oxidizing

an

agent sugh as MnOh, it will also behave as a reducing agent.
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Hydrogen ion concentration (pH), tie presence and nature of
catalysts, and temperature are important controlling parameters
in hydrogen peroxide reactions. By proper choice of reaction
conditions, it is possible to modify the oxidizing action of
concentrated hydrogen peroxide solutions. Ae an oxidizing agent,
hydrogen peroxide Les the distinct advantnge‘of producing only
water as & by-product. Hydrogen peroxide also forus simple
addition complexes, forming compounds similar to hydrates. These
compounds are normally called hydroperoxidates, These are gen-
erally accepted as hydrogen-bonded compounds, which are analogous
to anion water compounds. Hydroperoxidates are readily formed
with highly electronegative atoms such as nitrogeh, oxygen, and
fluorine. Amino groups form stronger bonds with peroxide than

carboxyl or hydroxyl groups.

Cempilations of typical hydrogen per«xide reactions have been
reported in Ref. 2.10 and 2.55. These compilations were com-
bined and are presented in Table 2.19 along with references

to the original work.

SOLUBILITY AND MISCIBILITY

Because of hydrogen peroxide's chemical and thermodynamic
activity (as noted in Section 2.3), precautions should be ob-
served when considering solutions of H202 with various organic
and inorganic compounds. Although violeni reactions upon mix-
ing are the exception, such reactiors have beeu observed. Maay
H202 solutions may be fairly stable wher undisturbed but are
subject to violent detonation under certain conditions. The
addition of any material which may be oxidized or reduced should
be suspect, particularly as the relative concentrations approach
stoichiometric proportions. For theae reasons, it is suggested

that appropriate referenc:s be consulted in detail to define the
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chemical nature of the proposed solution as well as the solu-
bility of the solute before soclutions of H

‘ials are attempted.

202 with other mater-

The solubility and miscibility of hydrogen peroxide and its
aqueous solutions with a number of organic and inorganic com-
pounds are referenced in detail in Ref. 2.10. In general, con-
centirated H202 solutions ae completely miscible with most or-
genic liquids (including ethanol, isopropanol, acetone, ethyl
cellosolve, pyridine, etc.) that are wiscible with water in
all proportions. In addition, hydrogen peroxide is more mis-
cible than water in 8 number of organic materials, such as
~methyl methacrylate, dimethyl and diethyl phthalate, ethyl
acetate, and aniline. Compounds with which hydrogen peroxide
is nearly immiscible include petroleum ether, toluene, styrene,
carbon tetrachloride, chloroform, kerosene, fuel oil, and

gasoline.

Hydrogen peroxide and its aqueous solutions also vossess, in
general, solvent or soiute relationships thet are similar to
water. The results of several experiments show that sodium
fluoride, potassium nitrate, various potassium eor sodium phas-
phates, potassium chloride, and scdium or potassium sulfate are
more soluble in H202 than in water. Sodium nitrate, sodium
chloride, silver nitrate, lead nitrate, and lithium nitrate

and sulfate are less soluble in H_ O, then in water. Chlorine
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and iodine are only slightly soluble in anhydrous H209.

i3 L0

In congideration of the materials compaiibilities of various
lubricants with H202, the solubilities of several organic com-
pounds in propellant-grade H202 are discussed in Table 4.lha,

Section 4.
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2.3

2.6

GELATION

Results of gel studies on hydrogen peroxidc are given in detail
in Ref. 2.99 and 2.100.

HEAT TRANSFER PROFERTIES

Since heat transfer involves a combination of phase, thermo-
dynamic, and transport propertiea, as well as some consideration
of chemical kiaetics, this section on heat transfer properties
has been included as part of the physico-chemical properties.
This section is designed as a reference guide and summary of

the various experimental heat transfer studies that have been

conducted on propellant-grade hydrogen peroride solutions.

Experimental heat transfer studies on 90 w/o H202 solutions
(reported in Ref. 2.101) indicated that & high flux heat transfer,
usually associated with boiling,.was obtained from a 347 stainleas-
steel surface to liquid 90 w/o H202 ag a result of the H202 de-
composition mechaniem. This decomposition, which simulates
boiling by the liberation of gas bubbles at the heat transfer
surface, is accelerated with temperature increase of the sur-
face, Figure 2.24 illustrates the magnitude of this effect, as
well as the lesser effect of pressure and liquid temperature,

in terms of heat flux. Because of these effects, the study
showed that the temperature difference between the surface and

liguid was nnt significant.

An extension of these studies %to high fluid velocities and
moderately high temperature differences was reported in Ref.
2.102. At high flowrates and high Reynolds numbers (where
decomposition is limited by the short liquid residence time),

the resuliant heat transfer data agreed with that expected for
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forced convective heat tranefer. It was found that heat fluxes
as high es 11.75 Btu/aq in.-sec (at liquid velocities of ~ 80
'ft/lec) could be obtained with 90 w/o K2O2 without complication
by decomposition of the hydrogen peroxide. A lcast-squares fit
of the heat transfer data obtained on 90 w/o H202 resulted in

the following expression:

0.8 1/3
(Ng,)g = ©.0287 (Nne)f (N

Pr)f
The standurd deviation of the experimental data from this equa-.

tion was 10.2 percent.

Heat transfer studies in the forced couvective region of both
90 w/o and 98 w/o H202 were reported in Ref. 2.103. Peak heat
fiures of 7.80 Btu,/'sq in.-sec were measured for 90 w/e H202
at fluid velocities of %1.3 ft/sec. The results ottained for
peak heat flux of 98 w/o H202 at the conditions investigated
are shown in Fig. 2.25. The correlation of the data ¢n 98 w/e
H202 with the Dittus-Boelter, Colturn, and Sieder-Tate equa-
tions (Fig. 2.26 through 2.28, respectively) indicated better

- agreement of the data with the Dittus-Bcelter relationship.

It has been suggested, however, that some of the apparently

low heat transfer coefficients, indicated by the correlations
‘of Fig. 2.26 through 2.28, may be due to slight scaling (oxida-

tion) of heat transfer surfacea.

A current study on the use of 98 w/ﬂ hydrogen peroxide for re-
generatlively cooled rocket cngi es has reported (Rel. 2.104)
that during 18 experimental teets (with fluid velocities from
25 to 198 ft/sec, pressurcs from 2000 to 4700 psia, and feed

* temperatures from 60 to 240 F), heat fluxes up to 4&.2 Btu/sg
in.-sec were achieved. It was found thst the heat flux at

burnout (under the conditions tested) was directly proportional
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2.7

to the fluid velocity by the relationship: heat fluxno -

0.21 x velocity. These results indicated good correlation cf
heat ilux and fluid velocity with the studies of Ref. 2.102 and
2.103. During these tests, no appreciable difference in heat
transf{er could be associated with feed temperature, and no
detectable decomposition was evident. Four similar tests with
90 w/o hydrogen peroxide indiceted no discernible differcnces
from the results of the 98 w/o hydrogen peroxide tests. As in
the studies of Ref. 2,103, the Dittus-Boelter correlation was
found to represent the data more closely than either the Colburn

or Sieder-Tate relationships.

The results of all of these studies have shown that hydrogen
peroxide has coolaut properties comparable to those of water.

0f course, the difficulty in its use 83 a regenerative coolant
lies in the limited stability of the H,0, at higher temperatures.
As a result, various bulk liquid tempe;a;ure limits have been
suggested and established in the use of H202 as & regenerative
coolant, These limits range from established (Ref. 2.105) maxi-
mum allowable temperatures of 225 F (with a 105 F rise over
inlet temperature) to suggested operating limits (Ref. 2.106)

of 250 F (with red line conditions at 275 F). More detailed
analysis of minimum safe design criteria of H202 regenerative-
cooling systems, based on the available data from various sources,
is presented in terms of ultimate heat flux and fluid velocity
in Ref. 2.107. Additional analysis of transient heat transfer
for an H,0, regeneratively cooled engine modz1l are given in

272
Ref. 2.108,

~ IGNITION CHARACTERISTICS

Although ignition characteristics are system-related parameters,

_they are also a direct indication of chemical reactivity and/or

stebility. As such, these characteristics have been included
as a part of the Physico~Chemical Propertica Section of. this
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2.7.1

handbook. However, becausce a detailed characterizatior of
thcse parameters would involve a discussion of system design
variables (such as configuration, intended use environment,
operating sequence, ctc.) that arc Leyond the intended scope
of this handlook, this review of hydrogen peroxide ignition
characteristics is limited to & general and brief summary and
reference guide to various ignitioh studics previously cen-
ducted. In addition, this sumsary is limited furthcr by the
sccurity classification of many of thesc studics as opposcd
to the unclaessified nature of this handbook. For thc purposc
of clarity, the characterization of hydrogen peroxide ignition
is ‘presented in terms of its two primary application arcas:

wonopropcllant systcms and bipropellant systcms.

Monopropellant Systems

Studies of the countrolled decomposition process, that characterize
hydrogen peroxide's use as & monopropcllant, arc given in
Scction 7.2. As a result of these studies, which are detailed
and referenced in Section 7.2, tle initiation period for hydrogen
peroxide decomposition in a monopropellant chamber are fairly
well—defined for all propellant-grade concentrations. As ex-
pected, all the etudics demonstrate the cffect of wany variables,
such as the initiating source and type (catalyst or thermal bed),
injection technique, chamber configuration, hydrogen peroxide
concentration, hydrogen peroxide inlet temperature, initial
chamber temperaturc, exit pressuie, cic., on the siart transicent,
(The start trangicnt is defined in these efforts as the time
peried from injection of Lydrogen peroxide into the decomposition
chamber to the achicvement of 90-percent of the operating

chamber prcaaurc.)

In general, the start transicnt for & hydrogen peroxide catalytic
monopropellant deccomposition chamber normally ranges from 50
to 15C ms. This start transient is typical of all of the
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catalysts uscd in the decomposition of hydrogen peroxide
conceutrations ranging from 76 w/o (Ref. 2.109) to 98 w/o
(Ref. 2,18, 2.110 and 2.111).

The greatest cffect on this typical etprt transient is caused

by variation in the hydrogen peruside ond/or catalyst bed
temperaturc. Leboratory studics (Ref. 2.41) have demonstrated

the lack of rcaction between solid or super—cooled hydrogen
peroxide and a typical catalytic material, while studies with act-
ual engine catalyst beds (Kef. 2.110) have shown limited initia-
tion of decomposition and excessive start transicnt periods

when the temperature approaches the propellant's freczing point.
However, the low temperature start characteristics of various
catalyst beds have been improved through special design of the
catalyst chiuber and special trea*ment of the catalyst bed

(Ref. 2.18, 2.110, and 2.111). Conversely, an increase in propel-
lant or caialyst bed temperature (such as experienced in pulsing
or other heat feedback operations) has resulted in start transients
as low as 10 ms (Ref, 2.18, 2.104, 2.109, 2.110, and 2.111).

Although exit pressure has a slight effect on the start tracsient,
this effect is usuelly within the ranges noted above and con-
trolled by the temperature effects. Of course the start tran~
sients are affected by the catalyst life and generally are the

best indication of the decline in catalytic effectiveness.

The etart transients in a hydrogen peroxide thermal docomposi-

tien chamber are entirvely reliaited to the techuique and con—

figuration employed. Since this concept depends on the initial
heating of a thermal pack (sece Section 7.2:2) prior to injection
of the hydrogen peroxide, the start transient of the main hydrogen
peroxide stream should approach the hot bed start transients

(~ 10 me) noted above. However, studies with botl 90 w/o

(Ret. 2.18) and 98 w/o (Ref. 2.113) have indicated that ade-

quate heating of the thermal pack may require periods ranging

41

= - . g



7.2

500 ms to scveral minutce depending on the technique cmployed.
Hypergolic slugs of hydrazine containing mixed cyanide sults
(Ref. 2.18) lave produced initial start transicnts (i.e., the
period measured from injection of the hypergol) of 10 to 20 us,
but this technique required 300 ms hydrogen peroxide leads and
500 ms hypergol injection periods.

Bipropellant Systems

Although some studica have indicated that 90 v/o and 98 w/o
hydrogen peroxide solutions are hypergolic (i.e., ignitcs
without producing damaging overpressures to the system) with

the hydrazine and 50 w/o Ny, 50 w/o (cn3)2n2n2 fucls (Ref. 2.111),
other studics (Ref. 2.18) have indicated thet the hypergolicity
of 90 w/o hydrogen perioxide with both hydrazinc and (CH3)2N2H2
is questionable. Ignition delays (c.g., the time period from
injection of the sccond propellant into the combustion chamber

to 90 percent of the designed chamber pressure) of ~ 5 to 25 ms
vere reported for HQOQ/NQHM systems in Ref. 2.111; however,

large overpressures (c.g., the peak pressure te chamber pressure
ratio) and crratic chamber pressurc fluctuations were demon-
stratced in thesc systems. In the studies reported in Ref. 2.18,
which demonstrated ignition declays for this system of 10 to

109 ms (with average delays of 35 to 52 ws recorded for various
mixture ratios), it was concluded that hypergolicity was marpinal

and unrcliable,

As a result of these and similar studies of other hydrogen
peroxide bipropellant systems, including the H202/C113N2H3

(Ref. 2.111) and H202/B5H9 (Ref. 2.113) systems, it is con-
cluded that the hypergolicity of hydrogen peroxide with various
fuels is, at best, marginal. For this rcason many hydrogen
peroxide bipropellant systems utilize hydrogen peroxide de-

composition gascs (resulting from injection of the hydrogen
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peroxide in a catalyst chember upstream of the main combuation
chamber) ae the ignition source. Through the use of thie con-
cept, succesaful system ignition haa been demonstrated with
various liquid (including those noted ebove, as well as with
JP-5 in the AR-2 system), solid (Ref. 2,114) and heterogencous
(Ref. 2.104) fucls. Ignition delays Letween the hot decomposi-~
tion gascs and the fucls are minimal (5 to 10 ms), althcugh the
system design controls the overall start trausicent period (i,c.,
from injection of the hydrogen peroxide into the catalyst chamber
to the achievement of main chamber combu tion). Many system
designs employ oanly a small "pilot light" cutulysf chamber with
" subsequent main stream liquid injection (which bypasses the
catalyst chambcr), while other systems utilize prior dccomposi-
tion of all of the hydrogen pceroxide throughout the operation
of the bipropellant system.

The use of hypergols in the ignition of hydrugen peroxide-
oxidized bipropcllant systems has been studied (Ref. 2.18)

with the hWydrazine, (cu})zmﬂngt2 (upMH), and JP-5 fucls. In

these studies, which were designed to demonstrate the feasibility
of dircct liquid injection of 90-percent hydrogen peroxide into
bipropcllant chambers, rclatively smooth and rapid ignivion was
achieved with all thrce fuels using nitrogen tetroxide as the
hypergol for the firat two tuels and aluminum triethyl with

the latter fuel. In addition, the usc of mixed cyanidc salts

as an ignition aid to the 11202/}42111l system is noted in Ref. 2.18.
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: TADLE 2.1

PHYS1CAL PKOFERTIES OF HYDRUGEN FEROXIDE AT

e vy e —— e —r—

: Vaite 10U Peroant ll‘un % Vereant ll.u' 93 Peraeat "I“n -|
; Propaciy ™ T Natric [T mgliak " Metric Ragitsh Netric "Ruglies ] Kebr [ 7 Ragilabh
X R B e Rt CETR R SU™ [N NI - T SR o B TEEE S Bl S - s =
Genoral ldentifioation
3 ldeutification Hydrogen Feroatde Hydrogeu Verexide Rydrogen Feraaide
Molecular Fersuls tghy (g0} v.goae ¢ (Hgu) 0.0 (o)) oupup {n,0' 0.0nn
MHeleaular Weight a-mule 1b-aule .01 34,010 33.ARA 93.484 M. u.a
Freaaing Veint ¢ ¥ .9 31.1 -~&,1 8.8 ~5.1 .8
Sciple Foint [§ ¥ - AR Y.k
Nermml Moiling Pesnt | ¥ 30,0 Ju.0 0.7 "Wy.0 LLUNY 894, y
Critionl Preperties i
Toaperature C 3 (Y] Bou A%06.5 (1] A3 [ 1) 4
Fresawe atn paia 2y pIB NN RA0 015 2049 pRT) |
Denaity & ot
Phase Properties '
Dema ity
Bolid 8 v 1h/ou £t 1.71 at B0 C LUL.70 at =4 ?
] Liquid & e 1, en £t 1,484 W.e 1.3 9.4 1AL )
. Gas & oc 1L, cu £t Gev Beotion U.2.u.1 Nee Sfetion ¥.7.0.1 See I«NT L. ‘
Thorml Kapansion ot r! 7,302 2 07 Aavsa et Tses x 207 [aL105 2 207 {70908 & 07 [ aiiee s 207 )%
Cownamatbhtties (oonio ) i
: Coamprassibility (cabic)
-1 A K ) ] -3 ] - - - N
Adiabatic ata pais R.411 2 10 l.6Av x 10 R.00) 2 W0 1,005 a 1V R.4% 2 10 1.099 a 10 L B
1 laothermml aw”! pasa™ 8617 2 1077 at @0 6f 3,840 2 107 at o0t
Vapor Preasure - lig reis ®.08 0.uA8 [ 1 0,041 2.4) 4,133 3
Surface Tensien dyne/om 11t 80,17 at R0 C J.A9 at wi } 79.95 at 80 C[5.477 at Lo } [79.6h at BU C | 5.430 at o8 ¥ j
— e k. -
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TABLE 2.1
(Continued)

100 Percent B, 0

98 Percent 8202

93 Percent 8202 _]

Units 22
Property " Metric English Ketric ~ English —Watric "EngTish “Metric Mfrﬂ:‘
Thermodynamic Properties
Heats of
Formation cal/g Btu/lb -1320 ~2370 -1369 ~2464 “1845% ~2601
Fusion cal/g Btu/1b 8b 155 87 157 85 153
Vaporisation cal/g Dtu/1b 364 654.5 368 661.% 3706 677
Bublimmtion cal/g Btu/1b 457.8 824
Mixing cal/g (solution) |Btu/1b (solution) |0 0 1.¢ 1.8 2.4 4.2
Decomposition ' cal/g Btu/1b Bee Fig. £2.16 snd |
Heat Capacity !
Solid cal/g=C Btu/1b-¥ 0.461 at 0.561 at C.46) at 0.40} at 0.414 at 0.414 at
melting point melting point melting point | melting point| melting peint| melting pol
Liquid cal/g~C Btu/1b.¥ 0.629 0.626 0.633 0,633 0,645 0,643
Gas |
<y ¢al/g-C Btu/1b-¥ 0.30% 0.30% 0.306 0.300 0.310 0.310 4
c, cal/g-C Btu/1b-F
tropy cal/g< Biu/io-F Bee Section 2.9
Eothelpy cul/; B"“/“ Bes Bection 2.2
Transport Properiies
Viscosity l‘
Liguid Contipoises 1b/ft-sec 1133 0.770 x W7 1.158 0.772 2 1077 [ 1.160 0.975 1 10"
Gas Centipoises 1b/tt-aec 1.91 x 1072 1.283 x 1070
Therma) Conductivity
Liquid cal/cmaec— Btu/tt-br-F 140 x 1070 | 0.3
Gas cal/cm-eec-C Btu/tt-hrF
Coefticient of c.ﬂ/"c in.n/nc
piffusion
Sonic Velocity
Liquid n/sec ft/eec 1761.0 5843 1774.6 5821 1767.0 5794
Gas n/aec ft/sec




TABLE 2.1
(Cont;nued)

95 Percent u‘oz

90 Percent H,0,

75 Percent ueog

70 Perceat BROI

Figure and Reference
H —Walrlc Thgilek Meiric English Metric Eoglish Metric English Table Number Nuaber
-14A5 2601 -1571 2838 -1946 ~3503 -2070 -372u T1.3- 2,18, 2.8, 2.54
F2.12-2.1%
33 153 62 148 77 138 73 129 12.35~2.8 2.2
376 677 389 700 27 768 A38 789 12.3-2.14 2.26
r2.1%, F2,14a
2.10
2.4 4.2 [} 7.6 8.13 14,05 9.0 16.0% ¥2.1%, r2.1% |2.26
fe0 Fig. 2.10 and 2.16a F2.16, 72.16a | 2,25
at 0.414 at 0.514 at 0.417 at 0.417 at 0,377 at 0.377 at 0.415 at 0.415 at 72.3-2.8 2.5
ing point} melting point)| welting point | melting point welting point | melting poict aslting point | melting point | meltiog point F2.17, r2.i7a
N 0.643 0,645 0.663 0.663 0,720 0.720 0.738 0.738 12.3-3.8 2.18, 2.25, 2.26
2,17, ¥2.17a
0.310 0.310 0.317 0.317 0.338 0,338 0.340 0.%6 T2.9-12.14 2.27
See Geciiom 2.2.5.6 T2.3 -T2.14 2.34
Ges Bection 2.2.3.8 2.3 -12.14 2.5
b x 107 [1.160 0.775 x 1070 {1.1%0 0.777 x 107 [1.13% 6.709 x 1077 | 112y 0.758 x 1070 | rz.18, ¥2.18 |2.5, 2.22, 2.24
F2.19, 72.1%
r2.20 2.%
F2.321 2.31
1767.0 5794 1793.5 5745 1706.9 5598 1690.3 3343 F4.22, 2.23a |2.16
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TABLE 2,1
(Corcluded)

Units 100 Percest l.'t)s 98 Percont M0, 95 Percent I'O’
Property Metrie Suglish " Metric English Netrie Eaglish Metric English

Elestromgnetio Froperii ' “
Iadex of Refraction .T (Sedinm D-Line)
Selid

Ligunié 1.8067 1.8049 1.408) l

Goo
Dipele Nemeat Dodye Unite 2.13
Pislestris Comstant 70.9 71.6 73.9

Liguid

Gas
Plostrisal Cumduotivity aiere-chus

-1

Veriot Lommiani

Maguetic Suseeptibility | oge—omy/s 050 5 10 at | J I |
t

10c(3r)




“onc luded)
9 Percont N0 90 Perceat H_0, 75 Percent H,0, 70 Percent N0,
N0, ] 22 e 2% %% Yigure and Reforonce
Metric Eaglish Netric English Metric English Hetric Eaglioh| Table Number Nomber

1.0083 1.5880 1.585% 1.3816 12.15 2.1%
s.%

73.0 75.0 78.8 79.% ¥2.33 2.9

See Bocticn 2.2.9.4 2.41, 2.42, 2,03

.44

Boe Tadie 2.10 T2.3% 2,45

| | | | | | |




TABLE 2.2

CALCULATED SATURATION PRESSURE, ACTIVITY COFFFICIENTS,

AND VAPOR COMPOSITIONS FOR HYDROGEN PEROXIDE-WATER

e

SOLUTIONS AT HIGIl TFMPERATURES AND PRESSURFS
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*Satursted vaper presoure at the temperature and liquid componitiom indicated.

*43leck's imperfection tsra (AICWE J
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TABIE 2.9

VAPOR-PHASE THEBRMODYWNAMIC PROPERTLIES OF

100 w/o u202«

Euthalpy

Yemperature H“::{;ﬁ: ‘_::‘ty ' f:;;::{ l'( (HT ) u298) l"g:::t(;fm
K R (Btu/1b-R) (Btu/1b-R) | cal/gm | Btu/1b |cal/gm | Btu/1b
0 0 0 0 -76.26 | -137.27 |-912.08 | -1641.74
100 | 180 0.235 1.310 ~52.86 | -95.15 }-931.45 | -1676.61
200 | 360 0.259 1.479 ~25.78 | -46.40 | -942.56 | -1696.61
298 | 536.4 0.303 1.636 0.0 0 -956.38 | -1721.48
300 | %40 0.304 1.638 0.56 1.0} |-956.86 | -1722.35
400 | 720 0.340 1.743 32.81 59.00 |-965.61 | -1735.10
500 | 900 0.369 1.810 68.35 | 123.03 {-972.11 | -1749.80
600 | 1080 0.391 1.879 106.46 | 191.63 |-976.81 | 1758.206
700 | 1260 0.407 1.941 146,41 | 263.5& |-980.34 | -1764.61
800 | 1440 0.420 1.996 187.83 | 338.09 |-983.13 | -1769.63
960 | 1620 0.432 2.046 230.47 | &14.85 |-985.37 | -1773.67
1000 | 1800 0.441 2.092 270.15 | 486.27 [-987.13 | -1776.83
1100 | 1980 0.451 2.135 318.78 | 573.80 |-9688.48 | ~-1779.26
1200 | 2160 0.459 2.175% 364.27 | 655.69 |-989.54 | -i781.17
1300 | 2340 0.4606 2.211 410.42 | 738.76 |-990.31 | -1782.56
1400 | 2520 0.474 2.246 457.55 | 823.59 |-990.87 | -1783.57
1500 | 2700 0.480 2.279 505.18 | 909.32 |-991.31 | -1784.36

#Befer to Bection 2.2.3%
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TABLE 2.10

VAPOR-PHASE THERMODYNAMIC PROPERTIES OF
98 w/o 1,0, SOLUTIONS *

. Enthalpy

Temperatuie Heai..(ihg.;lty E::;ufi (HT " “298) Heat of Formation
K R (Btu/1b-R) (Btu/&bjgl cal/gu| Buu/1b| cal/ge Btu/1b
o] o 0 0 -77.30 |-139.25| -957.2 | -1723.0
100 | 180 0.23Y 1.32 -53.55| =90.39| -970.0 | -1757.9
200 | 300 0.202 1.49 -26.13| -47.03| -987.6 | -1777.7
298 | 530.4 0.300 1.65 0.0 0 -1001.4 | -1802.5
300 | 540 0.307 1.65 0.5% | 1.01] -2001.9| -1803.4
460 | 720 0.342 1.74 33.07 | 99.53| -1010.7 | -1819.3
500 | 900 0.370 1.83 68.82 | 123.88| -1017.3 | -1831.1
600 | 1080 0.393 1.90 107.11] 192.80 | -1022.2 | -1840.0
700 | 1260 0.409 1.96 147.25 | 265.05] -1025.9 | ~1846.6
800 | 1440 0.422 2.01 188.84 | 339.91| -1028.8 | -1851.8
900 | 1620 0.434 2.06 231.67 | 417.01] -1031.2 | -1850.2
1000 | 1800 0.443 2.11 271.64 | 488.95] -1033.2 | -1859.8
1100 | 1980 0.453 2.15 320.41 | 576.74 | -1034.6 | -18062.3
1200 | 2160 0.461 2.19 366.13 | 659.03 | -1035.8 | -1864.%
1300 | 2340 0.469 2.23 §12.53 | 742.55 -1036.7 | -1860.1
1400 | 2520 0.477 2.25 449.55 | 80%.19 | -1037.4 | -1867.3

*Hefer to Section 2.2.3




TABLE 2.11

VAPOR PHASE THENMODYNAMIC PROPERTIES OF
95 w/o H,0, BOLUTIONE™

Enthalpy

Temperatiure Heaz.(f;?l.;ity f:;;:fi (H’l' - u‘298) Heat of Formation
K R (Btu/1bR) | (Btu/1b-B) | cal/gm | Btu/1b | cal/gm Btu/1b
o| o 0 0 -79.0 |142.2 | -1024.9 -1aa§.e
100 { 180 |  0.245 1.345 | -55.1 | -99.2 | ~lows.2 | -1879.6
200 | 360 0.268 1.52 -26.7 | -k8.1 | -1055.2 | -1899.4
298 | 536. 0.310 1.68 0.0 0 -1068.9 | -1924.0
300 | 54O 0.311 1.68 0.6 1.1 | -1009.4 | -1924.9
400 | 720 0.346 1.75 33.5 | 60.3 | -1078.4 | -1941.1
500 | 900 0.374 1.80 69.5 |125.1 | -1085.2 | -1953.4
600 | 1080 0.39% 1.806 108.1 |194.6 | -1090.3 | -1902.5
700 | 1250 0.411 1.92 148. 207.3 | -1"9%.2 | -1909.6
800 | 1440 0.425 2.05 190.4 | 342.7 | -1097.& | -1975.3
900 | 1620 0.437 2.09 233.5 |420.3 | -1100.0 | -1980.0
1500 | 1800 0.446 2.1y 273.9 |493.0 | -1102.2 | -i964.0
1100 {1980 0.457 2.18 322.8 [581.0 | -1103.9 | -1987.0
1200 | 2160 0.465 2.22 368.9 [664.0 | -1105.2 | -1989.4
1300 | 2340 0.472 2.26 415.6 | 748.1 | -1106.3 | -1991.3
1400 2520 0.481 2.32 463.5 |834.3 | -1107.0 | -1992.6

*Refer to Bection 2.2.%




TARIE 2.22

VAPOQR-FIASE THEBMUDYNAMIC PROFERTIES QF

9 w/o Hy0, BOLUTLUNS*

Heat Capucity,| Eutvopy (Enthulp Hoat of
Temperature c::lnl /:iu_i" ¥ ml}‘fn i'l& By thgy Formatiz:
K R (Biu/1b-R) (Btu/lb&) | cal/gm |Blu/lb | cal/gm | Btu/1b
of o 0 6.0 ~81.70 (-147.17 | -1137.8 | -2048.0
100 | 180 0.250 1.38 =50.34 | ~l01. 41 | -1157.0 | -2082.0
200 | 360 0.277 1.56 -27.55 | ~ 49.59 | -1107.9 | -2102.2
298 | 530. 0.317 1.72 0.0 0 -1181.5 | -2120.7
300 | 540 0.318 1.72 0.58 1.04 | -1182.0 | -2127.0
Lo | 720 0.351 1.81 34,11 | €l.40 | =1191.2 | -2144.2
500 | 900 0.379 1.90 70.09 | 127.24 [ -1198.3 { -2150.9
600 | 1080 0.400 1.96 109.73 | 197.51 | -1203.8 | -21006.8
700 {1260 0.416 2.03 151.53 | 272.75 | -1208.1 | -2174.6
800 | 1440 0.429 2.09 192.91 | 347.24 | -1211.7 | -2181.1
900 | 1620 0.442 2.15 236.50 | 425.70 | -1214.7 | -2186.5
1000 | 1800 0.452 2.19 277-59 | 499.60 | ~1217.2 | <2191.0
1100 | 1980 0.4062 2.2 326.92 | S588.40 | -1219.2 | -2194.06
1200 | 2160 0.471 2.¢ 373.57 | 072.43 | -1220.9 | -2197.0
1300 J 2340 0.47% 2.31 420.97 | 797.75 | -i222.2 | -2200.0
1400 | 2520 0.488 2.39 L09.42 | BLL.90 | ~1223.3 | -2201.9

“Hefer to Bection 2.2.%
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VAPOR-PHASE THERMODYNAKIC FROPERTIES OF

TARLE 2.13

75 w/o H,0, BOLUTLONS*

Enthalp 1
Tomperature | M08t apucity, | Butropy, (g2, ) Farmation
K R (Btu/1b1t) (BLu/1b<it) | cal/gm | Blu/lb | cal/gm | Btu/lb -
ol o 0 0 ~90.02 | -162.04 | =1476.4 | -2057.5
100 | 180 0.287 0.98 ~01.57 | -110.83 | -1495.5 | -2091.9
200 | 360 0.3095 1.64 -30.21 | =54.38 | -=1505.8 | -2710.4
298 | 530.4 0.338 1.80 0.0 0 -1519.2 | ~2734.6
300 | 540 0.339 1.80 0.62 1.12 | =1519.6 | -2735.3
4o | 720 0.368 1.90 36.00 |  04.91 | -1529.5 | -2753.1
500 [ 900 0.393 1.99 74.21 ] 133.38 | ~1537.7 | -27067.9
600 | 1080 0.413 2.06 114k.04 | 206.35 | -1544.2 | =2779.6
700 | 1260 0.429 2.13 156.83 | 2682.29 | -1549.8 | -2789.6
800 | 1440 0.443 2.19 200.52 | 360.9% | =1554.0 | -2798.3
900 | 1620 0.450 2.24 245,55 | 441.99 | -1558.8 | -2805.8
1000 | 1800 0.4067 2.29 288.76 | 519.77 | -1562.4 | -2812.3
| 1100 | 1980 0.479 2.33 339.13 | 610.43 | -1505.4 | -2817.7
| 1200 | 2160 0.489 2.37 387.53 | 697.55 | -1568.0 | -2822.4
sfijoo 2340 0.498 2.41 430.81 | 780.20 | -1570.2 | -2826.4
| 1400 | 2520 0. 508 2.58 u87.24 | 877.03 | -1572.0 | -2829.6
1500 | 2700

Mefer to Bectiow 2.2.3
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VAPOR-PHASE THERMODYNAMIC FROPERTIES OF
70 w/o H,0, SOLUTIONS*

TABLE 2.14

. Euthalp Heat of
Temperature He:; 1;:51 2;1 tys f:;';;f; Zl’( (HT—HQ98 Formation
K R (Btu/1b-R) (Btu/1b-R) | cal/gm | Btu/1b | cal/gm |Btu/1b
0 0 0 0 -92.8 | -167.0 | -1589.2 | -2860.6
100 | 180 0.297 1.52 -63.3 | -113.9 | -1608.3 | -2894.9
200 | 360 0.314 1.75 -31.1 | ~56.0 | -1618.5 | -2913.3
298 | 536.4 0.346 1.89 0.0 0 -1631.8 | -2937.2
300 | 540 0.346 1.90 0.63 1.13 | -1632.2 | -2938.0
500 [ 720 0.374 1.99 36.7 66.1 | -1642.3 | -2956.1
500 | 900 G.398 2,09 75.4 | 135.7 | ~1650.8 | -2971.4
600 | 1080 0.418 2,16 116.2 | 209.2 | -1657.8 | -2984.0
700 | 1260 0.43h 2,23 158.9 | 286.0 | -1663.8 | -2994,8
800 | 14%0 0.448 2.28 203.1 | 365.6 | -1668.9 | -3004.0
900 | 1620 0.461 2.34 248.6 | 447.5 | -1673.4 |-3012.1
1000 | 1800 0.473 2.39 292.5 | 526.5 | -1677.4 {-3019.3
1100 | 1980 0.485 2.40 343.2 | 617.8 | -1680.8 | -3025.4
1200 | 2160 0.495 2.50 392.2 | 706.0 | -1683.7 | -3030.7
1300 | 2340 0.505 2.52 §42.1 | 795.8 | -1686.1 | -3035.0
1400 | 2520 0.515 2,71 493.2 | 887.6 | -1688.2 |-3038.8

*Refer to Section 2,2.3
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TABLE 2.15

REFRACTIVE INDEX (SODIUM D-LINE) OF PROPELLANT-GRADE H,0,-H, 0

SOLUTIONS AT 25 C*

HO

2 2' 0.3, 0.2, 0.4, 0.6, 0.8,
v/o percent percent percent percent percent
66 1.3782 1.3/84 1.3785 1.3787 1.3788
€7 790 752 793 796 796
68 798 800 801 803 804
60 806 808 809 811 812
76 1.3814 1.3816 1.3817 1.3819 1.3820
71 822 824 825 827 828
72 830 832 833 835 836
73 838 840 841 843 84l
74 846 848 849 851 852
75 854 856 857 859 860
76 862 864 865 867 868
77 870. 872 873 875 876
78 878 880 881 883 884
79 886 888 889 891 892
80 1.3894 1.3896 1.3897 1.3899 1.3901
81 903 904 906 908 909
82 911 913 915 916 918
83 920 921 923 925 927
84 928 930 932 933 935
85 937 939 940 942 9L4
86 945 947 949 950 952 .
87 954 956 957 259 061
88 962 964 966 968 969
89 971 973 974 976 978

#Refer to Section 2,2.5.1
NOTE: Temperature correction is -0.34 » 10‘?/0 from 15 to 25 C.




TABLE 2.15

{Concluded)
10, 0.3, 0.2, 0.4, 0.6, 0.8,

w/o percent percent percent perceugnn percent

90 1.3880 1.3981 1.3983 1.3985 1.3986

91 988 990 992 993 995
: 92 Y97 999 1. 4000 1.4002 1.4004
; 93 1.4006 1.4097 009 011 13
j 94 014 016 018 020 02t
? 95 023 025 027 028 030

96 032 034 035 037 039

97 041 042 Ok 046 048

98 049 051 053 055 056
‘ 99 058 060 062 083 065
i 100 1.4067

XS
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TABLE 2.16

VREDET CONSTANT OF HYDROGEN PEROXIDE-WATER
"SOLUTIONS AT 10 C*

g0, . ., Iin{gnull-c- x :o’ '
w/o 5893 A 5760 A 5461 A 4358 A

100 11.48 11.90 13.52 22.65

9 11.60 12.03 13.64 22.70

78.5 11.98 12.45 14.07 23.45

62.0 12.30 12.80 14.43 24.11

50.9 12.53 12.98 14.60 24.22

38.1 12.69 13.15 14.86 24 .47

18.1 12.91 13.38 15.13 25.00
0 13.09 13.64 15.40 25.21

"Mefer tc Section 2.2.5.5
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TABLE 2.17

MISCELIANEQUS MOLECULAR AND ELECTROMAGNETIC PROPERTIES
OF HYDROGEN PEROXIDE

Property Value Temperature | Reference
Specific Refraction 0.1705 cm’/gm 25 ¢ 2.15
Molar Refraction 5.801 cm’/mole 25 C 2.15

~24 3
Polarizability 2.3 x 10 cm Aiolﬁ 25 C 2.4%
Molar Diepersion 1.3576 cl’/iole - 2.45
0 -2
Dispersion Constant 8.479 x 107 sec - 2.45
. . 15 -1
Characteristic Frequency | 2.979 x 107 sec - 2.45
Molecular Radius 1.32 A — 2.45
Molecular Susceptibility | -21.0 4 25 C 2.46
Molecular Diamagnetism 16.73 £0.20 25 C 2.47
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TABLE 2.18

STEUCTURE AND STRUCTUBAL PARAMETERS
OF HYDROGEN PERGXIDE

thctgre

Structural Parameters

6(ooH), 7 (HooH),

B‘ td X i R(0-H), R degrees _degrees
Electron Diffraction 1.47
Cryatal DPiffraction 1.49 97 %%
Far Infrared 1.475 10,004 0.950 $0.005 94.3 22 (119.8 23)
Microwvave . 111.5
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TABLE 2.19

REACTIONS OF EYDROGEN PERUXIDE

INORGANIC COMPOUNDS

Ag + 5202 —i'—d—d—bdiuolvel (Aa*)

Al + HO, ---——wu(m)3
As + B0, ————HAs0,

-3 -3
+ 11202 ——eee—e——= A2

AsQ A

3
An(ﬂ")3 + B0, ————HAs0,

Au + B0, —HCl o jissclves

0xid- .1 gold + HYO, allmline

reduction

B (colloidal) + 8202 -———-D-IljBO:,

Ba(0H), + H,0, Ba0, + H,0
Bi 0, + nncn —'——"".Bino;
< ) = & & %

alkaline
m(wo})3 + B0, -————Mu(on)3

-1
3

BrO + 8202 ———--——O-Br-1 + Br2

-1 -2 1

CN ~ + [1202 ---——-"'--—’(303

1 f2%

+ CNO~

ONS™ + H,0, --————-»un3 ——— e eNO_ "~

3

1

Reference

2.56
2.10

2.10

2.57

2.10

2.58

2.58
2.59
2.10

2.60

2.61

2.10

2.63



TABIE 2.19

(Continued)
INORGANIC COMPOUNDS (cont.)
-1
Clg + 8202 —— 1
c10.-1 '0 alkaline or
e ———— n
,10’ + 32 2 “meatral” ° reaction
-1 acid
————
ClO3 + 8202 012 + ClO2

HCIO,‘ + H202 —geno reaction

HOC1 + H,0, —  e1!

Co + H202 ———eeeerdigs0lves

Co + H,0, —“—129-1-’5-‘3-9»Co(uo)3

Cr + 5202 —eee g Low s0lution

l}
-.—_—’
Cr03 + H202 Cr

. Cu + HO, —ocld o jissolves
Cu0 + H,0, ———Cu0, + H,0
—
cu02 + 5202 Cul + l!20 + 02
R0

Fe + KO, —————Fet? —22 )

FQ(CN)GJ' + B0, -—a—cﬂ—-bFe(CNk—}

83

\.\.

2.64
2.65

2.65

2.10

2.64

2.66

2.10

2.10
2.67

2.68
2.69
2.69

2.10

2.70



TABLE 2.19
(Coutinued)

INORGANIC COMPOUNDS (cont.)

Fe(CN)o ™ + 1,0, aiksline, Fc(cn)ﬁ"'

Hg + H202 -——-m—c-‘g—-bdiuolveu

Hg + ll202 -—'—Mo-oxide- of mercury

12 + u202

H1 +H202 -——---'——O'I2 4 1120

+1 .
——--————-*
Li + 11202 Li 202

Mg + HU, Mg(OII)2
-1 acid +2
MnO,l + u202 —_——=Mn "+ H20 + O2

alkaline

-1
Ma0,~" + H,0, Mu0,

-2
HoS2 + 3202 SO 4

Ni + H 0, —HCLor o 4issolves

22 H2SO,‘

+
. H .
e .
NLSO,‘ + H202 no reaction

Nzﬂ,. + n202 various products depending upoa conditions

-l
'. _—————-’ Ji

~1 ﬂ“l -1
I
103

Reference

2.70

2.10

2.10

]

.10



TABLE 2.19

(Continued)
Belerence
INORGANIC CUMPOUNDS (cont.)
N02‘1 + 1,0, "_—'—"'NOS-I 2.75
N03-l + 8202 no reaction 2.10
0’ + %02 -—-———-—-—0-820 + 02 2.70
P+ 8202 —-—-———*Pﬂ’ + H,PO" 2.77
P205 + H202 + li20 ll.,PO5 2.78
POA-'3 + H202 - no reaction 2.10
Po;’ + B0, ————-vpo,‘" 2.79
i
Pb + 5202 —_——p= dissolves 2.80
alkaline
P+ H202 PbO2 2.80
“Po + 8202 ——p-dissolves 2.81
Pt + 5202 no reaction 2.82
8 + ll202 ——ee—m——=nn0 reaction 2.10
id °
B,S (sq.) + HO, —2 L »s 2.83
alkaline ~2
; ———
HyS (aq.) + H,0, 80, 2.84

2 plus various products depending upon 2.84

metal

NS + B,0, — 50"

8)



TABLE 2.19
{Contipued

INGRGANIC COMDEMNUS (cont.)

-2 n =2 -2
'503 4 u2n2 —-—-*&»0,‘ + 8206

Sb « 8202 -~ no reaclion

szs3 + H202 —-—}f‘—l—v autimoniate

Sel
sc + Hzon / 2
< \uu,zsw,‘

1128e + }{202

rapidly attacked

-2 )
_——-———'
'Seo3 4 8202 seoh

+2 L

Sn  + H202 -——-—-—-—"F’Sn+

SnO2 + 11202 no rcecaction

Te + 11202 , “6“06

L+ R
Ti + ll202 —-———---—-0-‘1‘103

. 12
‘.1'102 + 8202

Tl + 11202

——
1'102 + ll202 T120)

—_—Ti (02),.

T10H

r—
W o+ 02 Hz\iﬂk

Reference

2.85

2.10

]
o)
[

2.10

2.10



TABIE 2.19
(Continucd)

INGRGANIC COMPOUNDS (cout.)

tn-oa202

Zn0

alkaline .
—————— v
In « 8202 alcobolin disscolves

Ir + ﬂ202 - no reaclion

lr(SO‘ )2 + 8202 -————————=®-no reaction

ORGANIC COMPOUNDS

Alkanes:

Satureted paraffins + 8202 “t:‘::‘;y::‘:'h%o reaction

Cyclic alkanes + 11202 wlt:.:::y::‘:houttuo reaction

Grignard reagent (BMgX) + B0, ————e-alcohol

Alkones:

CH - CHR' +n902%.u\:fn' —-*mi!_r.
glycol

87

Reference

2.10

2.93
2.9%

2.9

2.55

2.55

2.9



TABLE 2.19
(Continued)

ORGANIC COMPOUNDS (cont.)
Alcohols:

- cold .
s vir—— . T
ROH + H202 o catalyss ino reaction

Fetd
RCH,OF + H 0, — = RC00H —————#-C0

2 272 2

Carbuxylic Acida:

1% HQSOA
RCGOH + H O  —~——=——p RCCOOH + H,O
272 Ly 2
peroxy acid
Aldehydes:
R-CHO + H.0, —22£ eRcooH
2°2 +
H
Aromatics:

Benzene or toluene + H202 22_22221&22,_n0 reaction

++ .
Fe catalyat’phenol

Benzene + H202 AT strips

B-naphthol + H202 ——ngggg-ibo-carboxycinnamic acid

(in acetic
acid)

Hydrazobenzene + H202 -22:219-*>azobenzene
1% HQSOQ

Azobenzene + 3202 ——ﬁﬁaaaﬁ—ivazoxybenzene
(in acetic
acid)

Rgfepence

2.55

2.55

2.10

2.55

2.55



TABLE 2.19

(Concluded)
' BRefcrence
ORGANIC COMPOUNDS (cont.)
Aromatics:
Aniline + H202 22-23C aniline black products . 2.5
Aniline + H202 22-23C;: oxidant nitrobenzene + 2.96
added to water slurry azoxybenzene

(in acetic

. nf aniline containing
acid)

Na bicarbonate

: 22-23C .
Benzaldehyde + H202 i H2SOQ benzoic acid | 2.97

(lzcgg‘)’t“ RCOOCH

Anthracene + 11202 M"’anthraqu1none 2.96
(in acetic

acid)

Primary Amines:

RNH2 + H20 ———————®vigorous decomposition of pe
recction difficult to contr

roxide; 2.55
1.

-~ ~
CLCTAoN QAT 1CULAY V6 Tonurs , no

products isolated

Secondary Amines:

(R), NH + Hy0) —————p= (R),NOH ~ 2.55
hydroxylemine

Tertiary Aminesf

(R)3N + K0, —----———-i-'R}NO 2.55

amineoxide

89
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WEIGHT PERCENT H,0,
Concentration and Apparent Molecular Weight

of Aqueous Hydrogen Pcroxide Sclutions

Figure 2,1,
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Figure 2.3.
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Figure 2.24. Heat Flux From a 347 Stainless-Steel
Surface to 90 w/o Hydrogen Peroxide
as 8 Function of Surface Temperature
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Figure 2,26.Correlation of Heat Transfer Coefficients of 98 w/o
Bydregen Peroxide With Dittus-Doeltcr Lguation
(Convective Region)
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3.1

3.1.1

SECTION 3: PRODUCTYON

MANUFACTURING TECHNIQUES

. Preparation

The early laboratory preparation of hydrogen peroxide wae based
on the technique that Thenard used during the initial preparation
of hydrogen peroxide. In this technique, barium nitrate, puri-
fied by recrystallization, was decomposed by heating in air in a
porcelain retort, The resulting oxide was further oxidized by
heating in a stream of oxygen to a dull red heat. The barium
peroxide which formed was then dampened, ground, and dissolved
in hydrochloric acid (nitric acid was used in Thenard's initial
experiments). A slight excess of sulfuric acid was then added
to precipitate barium sulfate and regenerate hydrochloric acid.
The procedure of barium peroxide solution and sdlfate precipita-
tion was repeated several times in the seme solution to increase
the perexide concentration (comcemtrations of up to 33 percent

by weight hydrogen peroxide could be achieved in this manner ).

The concentrated solution couteining water, hydrogen peroxide,
and hydrochloric acid, along with accumulated impurities, was
copled with ice and saturated with barium peroxide; iron and

manganese impurities in the solution were then precipitated out

“as phosphates. The hydrochloric acid was rcaoved by the addition

of silver sulfate and the sulfgte ion was removed by the subse-
quent addition of barium oxide. Further concentration was accom-
plished by vacuum distillation until "no further density increase
occurs.” Thenard reported that 100 w/o hydrogen peroxide (on

the basis of density data and the measurement of the volume of

oxygen releacod) could be obtained by this technigue.
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The first record of commercial production of hydrogen peroxide
appeared in the 1865 to 1875 period. The first commercia’ pro-
duction in the United States was by the Oakland Chemical Company,
Brooklyn, New York, in 1881, Laporte Chemicals Ltd. established
a factory in Yorkshire, England, in 1888, With the exception of
substitution of fluorosilicic acid for the hydrochloric acid,
Thenard's process was used essentially unchanged for the manu-
facture of hydrogen peroxide until nearly 1900, The formation of
hydrogen peroxide in the electrolysis of sulfuric acid was first
reported in 1853; later developments made the manufacture of
hydrogen peroxide by an electrolytic process possible in 1908,
By 1939, only 10 percent of the world's production was by the

barium peroxide process.

Currently, hydrogen peroxide is commercially manufactured either
by &n electrolytic (inorganic)method or one of two organic proc-
esses, The electrolytic process (Ref. 3.1) involves the electro-
chemical formation of either peroxydisulfuric acid or peroxydi-
sulfates (from an ammonium bisulfate solution), their subsequent
hydrolysis, and separation of hydrogen peroxide by distillation.
The basic equations for these reacticns may be summarized as
follows:

electrolysis
2NH, HSO, -+ (NH, ),S505 + Hy

hydrolysis
(Ng )23208-—1—’—-—-»21&1 HSO, + H,0,

“Although sulfuric acid may be used as the starting material, the
amuonium bisulfate process is cheaper and has a higher cell
efficiency, '

The electrolysis is carried out ir stoneware tanks with platinum
electrodes; conversion of bisulfate to the persulfate tukes place
at the anode. After hydrolysis of the persulfate (with steam)

in an evaporator, the resulting dilute aqueous solution of H§02
is separated from the bisulfate and further distilled in a
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stonewvare distillation column. The resulting solution is approx-
imately 30 w/o H,0,. Both the cathode liquor (after purification)

and the bisulfate from the evaporator (and separator) are recycled
bacsk to the cells.

One of the organic processes used commercially for the manufacture
of hydrogen percxide involves the catalytic reduction of a substi-
tuted anthragquinone and subsequent oxidation back to the quinone
structure with the production of H,0, (Ref. 3.2). Although the
process may vary slightly among the several commercial manufac-
turers who use it, the basic reactions can be summarized as

follows:

) ' g /B I _R
o\ dr

where B may be ethyl, t-butyl, etc.

The reduction of the substituted anthraquinone with hydrogen is
accorplished from room temperature to 40 C or more aud at 1 to 3
atmoapheres of pressure in the presence of a Raney nickel, nickel,
palladium, or platinum catalyst, The catalyst is separated from
the bhydroquinovne solution and recycled to the hydrogenator. After
oxidation of the hydroquinone by either air or oxygen, the result-
ing quinone solution containing 0.5 to 1 w/o B’202 iz extracted
with water at 25 to 40 C. The aqueous solution of hydrogen peroi-~
ide (~o15 to 35 w/o H§02) is cleancd of organic contamination and
vacuum disiilled to ~ 70 w/o H,0,. The organic phase from the
extractor i» cvaporated from entrained water, partially dried,
cleaned of K0, (by & decomposition catalyst), and recycled as

ths work solution t2 the hydrogenator,
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The second organic process used in the present commercial manu-
facture of hydrogen peroxide is based on the oxidation of pro-
pane or a propane derivative (such as isopropyl alcohol).
Although the actual details of hydrogen peroxide manufacture by
these processes are not defined, the basic reactions of the pro-
pane oxidation are postulated as follows (Ref. 3.3):

gty
C,B.]' + 02—b'cjﬂ700-—boxygenated, species
0337- + 02——»—4-03H6 + 302-

0387- + 'H‘_.C2ng + CH'.

802' + c,ng————ancsn7o + 3202

As noted, the side products in this reaction series are a variety

of oxygenated organic species, propylene, methane, and ethylene.

The oxidation of isopropyl aicuhol may occur as follows (Ref. 3.3):
(cn3)2cnoa + 02——’(cn3)2co + B0,

It is reported that the latier rea:tion can be conducted in

either the liquid or vapor phases. Hydrogen peroxide concentra-

tions of 15 to 17 w/o 8202 and 25 to 30 w/o 11202 are obtained

from the propane and isopropyl alcohol oxidations, respectively.

35.1.2 Concentration

In most applications outside the propulsion field, only dilute
solutions of hydrogen peroxide are required and the product grades
normally obtained from the convent*ional commercial processes are
adequate. To meet the demands of propellant-grade hydrogen per-
oxide, additional concentration is required. Although hydrogen
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peroxide is norwmally concentrated commercially by fractional dis-
tillation to concentrations £ 90 w/o Héoa, other concentration
procedures, such as fractional crystallization combined with vacuum
distillation, have been frequently used for small-scale purifica-
tion. The concentration of the 90 w/o B,0, solutions to ~ 96 w/o
H,0, is presently being accomplished commercially {Ref. 3.4) by
fractional crystallization. This crystallization process also
removes most of the impurities,

The high volatility of water with respect to hydrogen peroxide
makes it relatively easy to concenirate peroxide by simple dis-
tillation procedures; however, there are several disadvantages

to this technique. Concentration of the nonvolatile impurities,
which occurs in the hydrogen peroxide during distillation,
decreases the stability of the product. In addition, the rate

of decomposition increases with temperature rise (2.3 times for
each 10 C rise in temperature). Finally, hydrogen peroxide vapors
which are in excess of 206 m/o H202 are explosive,

3.1.3 Purification

For some purposes, a relatively high impurity and stabilizexr con-
tent may be innocuous and a lower stability acceptable; however,
for most propellant applications it is essential that the impuri-
ties be removed or kept to a minimum. This is particularly true
when concentrations of 80 w/o or more are desired. High purities
in the propellant-grade solutions are obtained by a multiple-stage
distillation process in which the hydrogen peroxide is completely
vaporized in the first stage, leaving only the nonvolélile impur-
ities. A vacuum distillation is usually performed (Ref. 3.3)

to keep the temperature (and subsequently, the decomposition)

to & minimum. This technique also decreases the potential

explosion hasard.

Theoreti.ally, the removal of impuritisa by Jistillation or frac-
tional crystellization should be coamplots .cept for impurity
pickup froe the apparatus i*self in either tire final process
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3.2

3.2.1

condenser or receiver. How er, because of the catalytic impur-
ities acquired during the handling and storage operations, a
stannate stabilizer is usually employed in small concentrations
to buffer the effects of these impurities. However, the gradual
dropout of this stabilizer during storage results in additional
emphasis on the importance of impurity removal from hydrogen per-
oxide solutions,

Although ionic impurities may be removed by applying an electric
potential, the use of ion-exchange resins may prove to be a more
practical means of purification because this method could be
applied easily at the point of final use to remove contamination
acquired during transfer operations as well as residual aanufac-
turing impurities, Extensive experimental studies in this area
(Ref. 3.5) bave indicated that stannic acid seems the most likely

choice for an ion-exchange media.

CURRENT FRODUCTION

Availability

The principal European manufacturer of hydrogen peroxide is
Laporte Chemicals, Ltd. of Luton, Bedfordshire, England. Prin-
cipal U.S.A. manufacturers are Allied Chemical & Dye, Columbia
Southern Cbemical Corporation, E. I, duPont de Nemours and Com-
pany, Inc., Food Machinery and Chemical Corporaticn (FMC), and
Shell Chemical Company. Of these U.S.A. manufacturers,
dufont (anthraquinone process), FMC (electrolytic and anthra-
quinone processes), and Shell (oxidation of isopropyl alcohol)
are the major producers of propellant-grade (% 70 w/o Hé02)
hydrogen peroxide. Allied Chemical, which presently produces
H,0, grades to 70 w/o, has indicated a potential interest in
production of higher grades. Presently, FMC is the only commer-
cial manufacturer of > 90 w/o H,G, grades. Althoush hydrogen
peroxide concentrations of 99.7 to 9%.8 w/o BéO have been pro-

2
duced commercially (Ref. 3.4 and 3.G), the economic~ and
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application-feasibility tradeoff will probably limit coamercial
manufacture to maximum concentrations of 98 to 99 w/o B0, .

The production of hydrogen peroxide was estimated (Ref. 3.7) to
be 55,000 short touns (as 100 w/o nzoz) for the year 1966. This
Quantity, which fncludes all grades of hydrogen peroxide, repre-
seats an iucrcase over the productions of 52,507, 45,519, and
39,085 short tuns which were quoted for the previous 3 ycars.
The prescnt production capacities of the duPont (Memphis, Tenn.),
MMC (Buffalo, N.Y., Charleston, W. Va., and Vancouver, B.C.), and
Bhell (Norco, La.) hydrogen peroxide plants have been quoted as
2.5x 10, 3 x 106, and > § x 106 pounds Lydrogen peroxide (as
100 w/o 3202) per year, respectively.

Hydrogen percxide is available in various quantities up to tank
car sizes (4000-, 6000-, or 8000-gallon capacity). The use of
500~ and 1300-guilon capacity portable hydrogen peroxide tanks
that can be filled at the plant and used as storage vesscls at
the user's site offers many advautages, particularly for remote,
overseas, or temporary sites. Tank trucks with capacities up to
4000 gallons are presently in service or available. Small quan-

titiss are mormally purchased in 30-gallen drums.

Cont

Because hydrogen peroxide sales are of a highly competitive nature,
the cost of propellant-grade hydrogen peroxide is flexible. The
grade (including concentration, purification, stabilization, etc.),
quantity, and present competition are all prime factors in ihe
determination of hydrogen peroxide cost. Thus, all individual
manufacturers should be contacted at the time of procurement to
determine the exact cost.
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3.3

For the purpose of estimation, the current price list (Ref. 3.6)
of MMC includes the followving prices for three differeut grades
of hydrogen peroxide iv tank car quantities:

98 w/o 1202--00.60/11;
90 w/o n202—-80.50/1b
70 w/o 3202_30.3«/11,

The quoted list prices of the other wmanufacturers are similar
for the 90 and 70 w/o 1,0, grades. MNowever, the last Air Force
procurement (FY 1Y07) of 90 w/o H,0, was based on a cost of
€0.23+ (tank car lots) to §0.30/1b (drum lots).

In the procurement of low coucentrations of hydrogen peroxide

for initial system passivation, pond decontamination, or other
applications requiring limited stability, it has been recommended
by various manufacturers that higher coucentrations be purchased
and diluted on site; this technique effects same cost savings

in transportation (cost per pound of solution shipped as 8202).
However, for the high-purity grades or grades requiring special
degrees nf stabiliration, product treatment should be limited to

- - ey | + | " PRy P S —— RV
that Pci‘f\umcu &V LG RAnuiacwuring sive,

PROPELLANT SPECIFICATION

Currently, there are two government specifications for the pro-

curement of hydrogen peroxide. These are:

1. MIL-P-16005D, "Propellant, Hydrogen Peroxide,"
(18 March 1965).

2, MIL-H-22868 (Wep)—“Hydrogen Peroxide - Stabilized,
70% and 90% (for Torpedo Use)," {21 March 1961).
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In eddition, during the developmeat and utilization of the
Bedatone Miusile Bystem, there was a “"purchase description”
document, ABMA-PD-H-760), dated 14 August 19538, which was issued
by the Army Ballistic Missile Ageucy for the purpose of procure-
went of H202 used jp this systom. Altuough mo louger applicable,
this document controlled the previous procurement of 76 vw/o B202.

A comparison of the limits and analytical techuiques used in these
specifications, which bave been used in the procurement of 30 w/o
propellant-grade, 7¢ and 90 v/o torpedo-grade, and 76 w/o propellaut-
grade hydrogen peroxide, respectively, is presented in Tubie 3.1.

It should be noted that many of the usere of propeliant-grade
hydrogen peroxide have cowmpany-procurement &nd upe specifications

for bhydrogen peroxide; however, because of the many variations,

these specifications are not discuvased in this bandbook.

The impurity limits estasblished for torpedo-grade hydrogen peroxide

are based on stabilization ~equirements for maximum storability with
respcct to to pedo use; thua, the high concentrations of the phosphates,
tin, and nitrate ions are requir.d. In the establishment of limits

for propellant-grade hydrogen peroxide, minimum stabilization require-

N P TYre
thal causs fanaVp CaVELyEL puisvmi

» SUT Ampu ;
vere atrictly coutroiled. These impurities were identified during an
experimental stady reported in Ref. 3.8. Phoaphate, which acts as a
stabilizer by complexing the heavy metal ions which promote 8202 decom-
position, is a severe catalyst poison; tbus, its content in propellant-
grade B 0, is limited. Tin (as stannous chloride) is added to the
peroxide as a stabiliser to offset the effects of residual phosphate;
therefore, a minimum limit was established for tin. (The tin content
in H202 will gradually decline during storage due to drop-out f{row

the solution). The chloride and sulfete ions are limited becsuse

they causo contaiver corrosion (turough solvtion of aluminuu).

Nitrate has boen found to inhibit the eflects of chluride and sulfate,
and a lower level has been established for this ion to inhibit con-
teiner corrosicn. Although certain carbenaceous materials are kmown

to be cavalyst poisons, the effeut of carbon is not entirely defimod.
This affect ie discussed fvrther in Bection 7.2,1.3.1.
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3.4

All mapufacturers of propellant-grade 90 w/o hydrogen peroxide

can preseptly wmeet the limite established in MIL-P-16005D. This
is 1illustrated in YTable 3.2 with typical snalyses of products from
three different manufacturers, dufont, MMC, and Bhell, compared tl¢

the procurement specification requirements.

NOIrE: Although there arc some differ-

ences in impurity types and levels in

the bLydrogen peroxide produced by the

various manufaclurers, the limits cri-

teria establisbed by MIL-P-16005D are

adequate to govern the procurement and

opcrational quality of propulsioun-grade

90 w/o hydrogen peroxide. Further dis-

cussion of this analysis is prcecnted in

Bection 7.2.1.3.
Currently, there is no government procurement specification for
98 w/o hydrogen peroxide. However, the Air Force Rocket Propul-
sion Laboratory, which has been assigued primary respousibility
for DOD and NASA propellaunt specification coordination, has indi-
cated (Ref. 3.9) that a procurementi specification for 98 w/o 8202
will be released in 1907. Preseut plane are to revise MIL-P-
160050 to include the limitations for higher concentrations of
ﬂ202. The tentative limits ou the H202 ussay of the higher cou-
centration are 98 w/o minimum and 99 w/o maximum. In addition,
the revision will include some changes in the analytical tech-
niques recomsended in the present specification., Au indication
of these changes is given in the following discussion under

Chemical Analysis,
CHEM1CAL ANALYS1S

The currently reconmended procedures and techniques for the com--
plete analysis of propellant-grade hydrogeun peroxide are pre-
sented in the appropriate procurement specifications. The chem-
ical analysis of other propellant grades, not included in the
present procurement specifications, can be conducted with similar
techniques. Chcmical analysis teshniques for hydrogen peroxide
aleo are available from the hydrogen peroxide manufacturers

upon request.
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3.4.1

3.4.2

Pecaus: u2 the space limitations of this handbook and the ready
availability of the analytical procedures, they iz not repro-
duved ip this bandbook. However, in sumwulion of the analytical
techniques recosmended by MIL-P-16005D, 3202 assay is determined
by standard titration with ceric sulfate to a ferroin emnd point.
The Al, Cl, Nﬂ", NO), POM, and 80,‘ ious are all determined apec-
trophotametrically, eand tin is determined polarographically,
Carbor content is determined by combusting the sample in & fur-
pace to change the carbon materials to 002; this is subsequently
determined by titration (Ref. 3.9). There are some differeuccs
in the analytical techniques recommended by MIL-P-16005D ard
those recommended by the vurious manufacturcrs and used in the
irdustry. The differences in these procedures, which are for
the most parti minor, are summarized in the following paragraphs.
The Air Force 3ocket Propulsion Laboratory has recognized these
differences and has indicated probable changea in the presently
recanmended analvtiou. .“chniques during tke next revision of

the procux‘i\ment specification.

!1202 Assay

Altbhough MIL-P-16005D recummecads determination of B202 assay by
ceric sulfate titration, a survey of the industry has indicated
that most laboratories prefer 3202 assay determination by a per-
manganate titratioan because of the ease in identification of the
end point. However, all laboratories can perform the ceri:c sul--

fate titration with equivalenl accuracics.

Al uminum

In the specirophotometric procedure specified in MIL-P-16005D
for determipaticn of the aluminum ion, an aluminoun-gelatiL -
buffer solution is used for color formation. Th» duPont

(Bef. 310) and Shell (BRef. 3.11) procedures suggest the use of
8-hydroxyquinoline and extraction with chloroforu for
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3.4k.3

3.4.4

3.4.5

.color formwation. The FHQi(Ref. 3.6a) procedure suggests that

the rample size be increased from 10 to 25 milliliters and that

_ the buffer soluticn, prepared by the specification method, may

be slightly less stable than the buffer solution preparation
detailed in the FMC procedure,

Chloride

Shell (Bef. 3.12) suggests determination of the chloride ion by
measurement of turbidity with a colorimeter instead of the spec~
trophotometer specified in MIL-P-16005D. The MMC procedure
(Ref. 3.6h) is a colorimetric method using mercuric thiocyanate

and ferric ammonium sulfate.

Ammonium

'In determination of the ammonium ion by spectrophotometry, duPont

(Ref. 3.10) separates the ammonia from the other contaminants by
distillation before color formation. The FMC (Ref. 3.6) and
Shell (Ref., 3.13) procedures essenticlly agree with MIL-P-16005D
except FTMC suggests thuat greater accuracy may be achieved by

increasing the sample size from 10 to 50 milliliters,

Nitrate

MC (Ref. 3.6) recommends that the heating step with the phenol-
disvlfonic acid reagent, empleyed in the determination of the
nitrate ion, be increased to 15 minutee (from 5 minutes) to
ensure complete contact and nitration of the sample residue.

The Shell procedure (Ref. 3.14) utilizes & larger sample size

and increases the heating time to 10 minutesx,
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3.4.6  Phosphate

The duPont procedure for the determination of the phosphate ion is
essentially identical to MIL-P-16005D except that the ether extrac-
tion is omitted (Ref. 3.10). The Shell (Ref. 3.15) procedure also
omits the ather extraction and uses hydragine instead of stannous
chloride to develop the molybdenum blue color. The FMC (Ref. 3.6c)
procedure is somewhat different. IMC (Ref. 3.6) reports that
attempts to use this procedure (MIL-P-16005D) failed to give

valid or comparative results, Although only preliminary investi-
gations bave been conducted, studies indicate an error in pH
adjustment of the sample solution befere extraction with ether.

It also appears that the stannous chloride reagent is too acid,

as the blue molybdate color is removed by this reagent, Three
reagents added to the sample solution (HBr, HC1l, and HNOB), are

not added in the calibration curve procedure. Thus, the POA
content of the sample could be enhanced by any POA contained in
these reagents.

3.4.7  Sulfate

For the determination of eulfate, duPont (Ref. 3.10) recommends
the use of a4 preliminary perchloric acid oxidation to measure
total sulfur, instead of only sulfate sulfur. Shell (Ref. 3.16)
recommends precipitation with barium chloride, stabilization of
the suspension by the addition of alcohol and glycerine, and
turbidity measurements with a photoelectric colerimeter. MMC
(Ref. 3.6d) also suggests the use of a turbidimeter (rather than
the spectrophotamatgr), and a method which converts 80, to HyS

instead of a caustic addition with BaSOQ precipitation,
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3.4.8

3.4.9

3.4.10

Tin

‘Both daPont (Ref. 3.10) and FNC (Ref. 3.5e) suggest the use of

& polarographic method for determining tin in contrast to the
spectrophotometric technique recommended in MIL-P-16005D. Shell
(Ref. 3.17) uses a spectrophotometric technique which is differ-
ent from that in the MIL-P-16005D; the stannic tin is extracted
into an 8-hydroxyquivoline-chloroform solution at a pH of 0.85,
and the tin is determined spectrophotometrically in the chloro-
form extract.

Carbon

DuPont (Ref. 3.10) suggests that measurement of change in con-
ductivity of the barium hydroxide scrubbing solution is a more
accurate technique for carbon determination than the titration
recommended in MIL-P-16005D. FMC (Ref. 3.6) suggests that the

MIL-P-16005D procedure is {1) "tims consuming and heuce expen—
sive to run, and (2) it requires rather elaborate combustion
equipment.” Instead, FMC suggesis the use of a procedaure

(Ref. 3.6f) where the sample is decomposed by addition of silver
nitrate solution and the noncondensable vapors, from boiling of
the resulting solution, are passed through a combustion tube
packed with copper oxide at 750 C; the resulting gas is passed
through a solution of barium hydroxide and potassium persulfate,
which is then titrated with standard HC1l solution to determine
carbon. Shell (Ref, 3.18) uses a combustion technique to con-
vert the carbom to 002, which is determined in a gas chromato-

graphic coluan.
Residue

DuPont (Ref. 3.1(} obtains residue by atmospheric pressure coa-
centration rather than in a vacuum oven,




S.ALL

5.4.12

Particulate

The stringency of the particulate limit, 1 mg/liter, established
by MIL~P-16005D has been noted (Ref. 3.6) in comparison to that
establinhed (10 mg/liter) for other propellants. In addition,
duPont (Ref. 3.10) prefers the use of a Teflon polytetrafluor-
ethylene filter instead of a polyethylene filter for reasons

of safety.

Stability

Host laboratories prefer gas collection techniques for deter-
mining stability in contrast to the weight loss technique recom-
mended in MIL-P-16005D.
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TABLE 3.2

COMPARISON OF TYPICAL ANALYSES FOR PROPELLANT-GRADE
90 w/o HYDROGEN PEROXIDE FROM THREF DIFFERENT
COMMERCIAL MANUFACTURERS

Military

Specification | DuPont ] Shell | FMC
Percent H,0, 90.0 to 91.0 | 90.7 | 90.7 |90.8
Percent AOL 5.0 maximum 0.9 0.3 1.1
Carbon, mg/liter 200 maximum 11 150 BDL*
Residuc, mg/liter 20 maximum 15 15 15
17}, mg/liter 1.0 maximum | 0.2 | <o0.1] 0.2
Poﬁ‘3, mg/liter 0.2 maximum | 0.1 0.04] 0.07
Noj"l, mg/liter 3.0 to 5.0 3 3.6 | 3.5
soh'2, ng/liter 3.0 maximum | 0.3 | < 3.0 0.02
Sun, mg/liter 1.4 to 4.0 1.8 1.8 | 1.9
N“;» mg/liter 3.0 maximum 0.3 l<3 o0l 0,03
Al, mg/liter 0.5 maximum 0.2 0.2 | 0.07
Insolubles, mg/liter | 1.0 maximum | <1.0 <1.0 |<1.0

*Below Detectable Limits
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4.1

4.1.1

SECTION &: STORAGE AND HANDLING

STORABILITY
General

The storability (or storage stability) of hydrogen peroxide is
usually described in terms of decomposition rate nnd/br concentra-
tion change of the H202 over a period of time. DBacause storability
is direotly related to decomposition, it becomes a function of

the considerations involved in the decomposition wmechaunisms. In

a simplification of these wechanisms, which are described in
detail in Section 7, the basic factors controlling decomposition
rate iu a storage system are H202 concentravion; temperature;
impurity types and concentrations in the H2023 and the composition,
area, and condition of the surface in contact with the H202. Al-
though many of these factors are discussed in other sections of
this handbook as a result of studies of materials compatibility,
passivation techniques, decomposition mechanisms, etc., they are
interrelated and presented in this section in tems of storability.

Until the early 1960's, the generally accepted decomposiiion rate
AOL* of commercial, unstabilized, propellant-grade hydrogen peroxide
under norwal storage counditionas (e.g., in a 30-gallon storage drum

at an 8/V of 0.38 in. Ywas ~1 percent/year at ambient temperatures
of 77 to 86 F (Ref. 4.1). This rate is theoretically equivalent to

a propellant-grade hydrogen peroxide concentration loss of

~ 0.5 v/o H202/year. Some examples of decomposition rates actually
experienced during drum storage (under field handling conditions) of
various types of hydrogen peroxide between 1945 and 1963 are shown

in Table 4.1 in terws of concentration changes and actual oxygen loss.
These results, which are easentially representative of propellant
manufactured before 1960 and of storage at the 8/V (0.38 in.-l)
typically found in 30-gallon storage drums, were reported in Ref. 4.2,

%AOL (active oxygen lows) is defined in Section 4.2.1.1.A.
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There are somc discrepancies noted in Table &.1 between the re-
ported oxygen losses and the H202 concentration chauges. It
would appear that if the magnitudes of the reported H202 concen-
tration chauges were entirely attributable to H202 decomposition,
the oxygen losses would be much higher. Although it is possible
that some of the 8202 concentration change during the storage
period was due to moisture absorption from the air (during drum
"breathing'), the discrepancies do cause some doubt in the val-
idity of the oxygen losses reported. Because the technique for
determinztion of oxygen loss is not reported, and it is assumed
that such a measurement would be difficult under the uncoutrolled
conditious of drum storage, the concentration change appears to
be the wost indicative factor of decompusition rate during these

tests,

from the H202 concentrativn changes reported in Table 4.1, the
decomposition rate of the unstabilized 90 w/o 8202 can be esti-
wated as approximately l-percent AOL/year which corresponds to

thial rate generally accepted by the industry during this period.
The data presented in the table also indicate smaller decomposi-
tion rates for both the 98 v/o HDO9 propulsion grade and the
stabilized torpedo grades {90 and 70 w/o0 H202) under esseatially
the same storage conditions. These effects are discussed furtherin
Sections 4.1.3.2 and 4.1.3.5.

Recently, improvements have been reported in the storage satability
of hydrogen peroxide, particularly, in the 90 w/o grade. The
gross result of this improvemwent is illustrated in Table 4.2 with
data from studies conducted in 1947 (Ref. 4.3) and in 1965 (Ref.
&.1 and 4.4) on 90 w/o B0, and studies on 99+ v/0 B0, in 1953
(Ref. 4.5). In tuis table the rete of decomposition of the hy-
drogen peroxide hus been reported as a functiou of temperature
anC as a function of contamination for the three different time
periods. Although the reasons fur the improvement in hydrogen
~ peroxide stability are not defined in Table 4.2, the data are in-
dicative of the progress that has been wade in the storability

of hydregen peroxide. Y
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4.1,2 Storability Igprovegpent Studies

This recent increase in the storage stability of hydrogen per-
oxide is a result of a cowbinatior of factors including (1) in-
creased purity of the hydrogen perioxide, (2) better selection
of tha cuntainer materials, (3) improved surface treatment aud
passivation of the container, and (k) development of more effoc-
tive stabilization techniques. A recent characterization of
these factors resulted from three primary studies directed at
the improvement of hydrogen peroxide storability. These atudies,
which were conducted by duPont (Ref. 4.6), FNC (Ref. &.7), and
Shell (Ref. 4.1, 4.8 and 4.9), arc sumuarized in the following
paragraphs.

DuPont (Ref. 4.6) conducted studies on (1) the stability of solid
and low-temperature (32 F) liquid hydrogen peroxide (90 to 100
w/o H202) in Pyrex; (2) the effect of aluminum, Pyrex, polyethyleng,
and flyorocarbon polymers on the stability of 8202 in the 122

to 158 temperature range; and (}) the reaotion mechanisms of hy-
drogen peroxide decomposition. As a result of this study, the
decomposition rate of high-purity or commercially stabilized hy-
drogen peroxide at -76 to 32 F was found to be less than 0.04
percent per year in Pyrex. In addition, the decomposition rate
of 90 w/o H202 in contact with a Tetlon FEP fluorocarbon film
that had been mildly irradiated in air was less than one-third

of the rate involved in contact of the 90 w/o B0, with a passi-

vated aluminum surface and less than one--half the rate with

Pyrex.

Sealed storage studies of the commercial and propulsion grades
of 90 and 98 v/o 3202 in TFE Teflon bladders (contained in wild
steel tanks) were conducted at 70 to 72 F (5 months), 120 F (7
days), and 165 F (72 hours) by FMC (Ref. &.7). Although bleach-
ing and cracking of the bladders were experienced, the tests
demonstrated & reduction in 5202 deconposition rates through
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improved surface pretreatmeni and passivation techuniques and use

of stabilizers. Extrapolations of the data indicated the oxygen
lossas of 98 w/o 3202 were less than 0.4 percent/year at 70 F in
the bladders., Compatibility screening studies indicated that

other bladder materials such as NAA Vicoume 185, dulont Viton B
(805). and 3X Fluorel 2141 were superior to the TFE Teflon waterial.

In the study couducted by Shell (Ref. 4.1), experimental investi-
gations were directed into three major aress: (1) improvemeut

of B0, purity, {2) development of an improved liguid decomposi-
tioa inhibition system, and (3) assessment of contaiuer materials
of construction for long-term sturage. Storage decoyposition
rates for 90 w/o 3202 were reduced to 0.0k percent/year at ambient
teuperature as a resul¢ of H202 stabilization and careful selec-
tion and preparation of the storage coutainer waterial (Pyrex).
It was also indicated that the use of other waterials such as
ACLAR-33C and Kel-F plastics, 12060 aluminum, and electrolytic tin
plate (special preparation) in large storage tanks [miniwum
surface-to-volume ratio (S/V)] could reduce overall decomposition
rates under normal storage conditions to 0.1 perceut/&ear. Var-
ious means of purification such as distillation, recrystalliza-
tion, and ion exchange on insoluble inorganic exchangers have
alao been effective in reducing the decomposition rate; it was
also indicated that decouposition rates of 99 w/o H202 were
slightly lower than those of 90 w/o H202 under the same enviroa-

weutal conditions (including the degree of contamiuation).

Shell has continued the investigation of hydrogen peroxide pur-
ification and stabilization techniques and the passivation of
coutainer materials to determine the feasibility of sealed hydro-
gen peroxide storage for periods of 5 years (Ref. 4.8 and 4.9).
ln this study, which was scheduled to be concluded in January
1968, B-stannic acid was determined to be the most effective ion-
exchange purification medium for increasing the stability of
hydrogen peroxide ir storage; decomposition rates of Y0 v/o 8202
treated with this technique were approximately omne-third the
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4.1.3

4.1'3'1

rates ¢f untreated 90 w/o 8202 after storage in aluminum for periods
of 1 year, It was also determined that the minimum decompcsition
rate of hydrogen peroxide in contact with aluminum surfaces was
achieved when the aluminum was subjected to a ceustic-nitric acid-
hot (212 F) 90 w/o H202 protreatment sequence prior to testing;
however, only ninor changes in stability resulted from various

types of chemical pretreatment of stainless-steel surfaces (Tables
4.31 and 4.31la end Section 4.2.2.12} The decomposition rate of

90 w/o Hy0, in contact with tin-plated (electroplated) aluminum

was greater than that observed with either the best tin surface

or the best passivated aluminum surface.

Factors Affecting Storability

As noted throughout the various stndies of storabilivy, decomposi-
tion, passivation, materials compatibility, propellant purifica-
tion, etc., reported in various sections of this handbook, storage
stability of hydrogen peroxide is depcident on a variety of
factors. Because it is difficult, however, to separate the in-
fluence of each contributing factor under actual storage condi-
tions, many of these studies have been conducted under ideal or
isolated environments. Although, for this reason, the transia-~
tion of the data from t“ese tests into gross storability in terms:
of particular rates are difficult, the general degree of influence
can be fairly accurately predicted and established. Thus, the
general effect of factors such as concentration, purity, tempera-
ture, container material, container surface pretreatment, and
passivation, S/V container ratio, and propellant stabilization
system on'storability are discussed briefly in the following

paragraphs.

Concentration. Under equivalent storage conditions, it has been

determinc? that the storage stability of hydrogen peroxide is

increased with its concentration (Ref. 4.1 and 4.2). This is

159




4.1.3.2

11.10303

4.1.3.4

" gencrally attributed to the decrease in impurities and ionization

with the loss in water cuntent, and to the decrease in container
contact area with decrease in surface tension. This effect is
illustrated as a function of concentration from 90 to 98 w/o in
Fig. 4.1; comparisons of other decomposition rates betweea 90 and
98 w/o Hy0, are shown at two other conditions in Fig. 4.2 and 4.3.

Purification. As the various inorgamic and organic contaminanta

are removed from hydrogen peroxide-water solutions, storage sta-
bility will approach that of high concentration (98 w/o) hydrogen
peroxide; however, because of the various effects (deacribed in
Section 4.1.3.1) resulting from water elimination, the storability
of the more aqueous solutions will never equal the stability of

98 w/o_!i202 assuming the same degree of impurities (Ref. 4.1).
Current studies (Ref. 4.8 and 4.9) have demonstrated that va.ious
types of purification techniques will produce hydrogen peroxide
with homogeneous decomposition rates on the order of 0.03 to 0.07
percent AOL/&ear at 77 F.

Temperature. In gereral, the decomposition rate of hydrogen per-
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rise in temperature; this effect is illustrated in Fig. 4.4 which
was reprinted from Ref. 4.1. Other data om this effect have been
reported in Ref. 4.5,

Container Surfaces. The ef ect of the stornge contaiier on the

storability of hydrogen peroxide is essentii.ly a function of
the type of material, the surface treatment and passivation,
and the S/V of the material in contact with the liquid volume.
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£.1.3.4,1 Container Material. The effect of various materials in

contact with the hydrogen percxide is described and compared
in the Materials Compatibility Section (Section 4.2.2). How-
ever, for comparison purposes, decomposition rates resulting
from the effect. of seiected materials in combination with

. other effects are shown in Fig. 4.4 (Ref. 4.1) and 4.5 (Ref.
4.1 and h.lO) for 90 w/o H202.

4.1.3.4.2 Surface Treaimcnt and Passivotion. Several studies (i.e.,
‘Ref. 4.1, 4.7 to 4.9, and 4.11 to 4.18) have established the

importance and effect of surface pretreatment and passivation

on the decomposition rate and the stability of hydrogen perox-
ide. Detailed data in this area are presented in Section
4.2.2,12 and Tables 4,21 through 4.31a as part of the Mater-
ials Compatibility Section. An example of the effect of sur-
face pretreatment in terms of storability of hydrogen peroxide

is shown in Fig. 4.6,

4.1.3.4.3 Surface to Volume Ratio. The effect of the storage con-

tainer surface on the decomposition rate of the hydrogen per-

oxide is usually illustrated in terms of S/V. This ratio is
generally defined as th2 immersed surface area (that area in
contact with the liquid hydrogen peroxide)/liquid volume of
the hydrogen peroxide. The relationship between these two
factors has been found to be an effective means of expressing
the contribution of the heterogeneous decomposition rate of
the liquid to the overall decompoesition rate of the hydrogen

peroxide.

In deteruwination and comparison of the compatibility of various
materials, the S/V is usually kept constant., For most of the
studies illustrated in Section k.2.2, a sample size of 1-1/2
by 1/2 by 1/16 inch has been immersed in 75 milliliters of
hydrogen perexide, thus establishing a S/V value of 0.38 in.2/
in.? {0.38 1n.“1). This number generally correspouds to the
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£.1.3.5

conditions found in the storage of hydrogen peroxide in a

standard 30-gallon storage drum.

1t is obvious that as the surface in contact with the liquid
is reduced (S/V — 0), the heterogeneous decomposition rate is
reduced. Thus hylrogen peroxide stored in large storage tanks
should have a minimum decomposition rate, assuming the equiv-
alency of the other factors. This is illustrated in Fig. 4.5a
in which experimcatal studies (Ref. 4.1) were used to predict
the decomposition rates shown in the figure; as S/V is reduced,
the overall decomposition rate of the hydrogen peroxide ap-
proaches that of thc¢ homogeneous decomposition rate. Further,
it was indicated in this study that '"decomposition rates of
the order 0.1 percent ACL/year at ambient temperature appear
to he readily attainable by use of highest quality (90 w/o
H202) stabilized with sodium stannate and stored in vessels

of low surface activity and low S/V ratie.

Other experimental studies (Ref. 4.5 and 4.10) of th: effect

of S/V on hydrogen peroxide storability are illustrated in

Fig. 4.5b, 4.5c, and 4.7. Figure 4.5a, 4.5b, and k.Sc also
indicate the effect of S/V as a function of different materials.

- Figure 4.7 represents work (Ref. %.5) that attempted to limit

the homogeneous decomposition rate through the use of high

purity (99+ w/0) hydrogen peroxide and limit the catalytic

effect of the container surface by using carefully pretreétgd
glass. It was concluded from the latter study that "the
whole inside surface of the container plays a part in the
decomposition, but per unit area the immersed qﬁ:faée is

more effective than the nonimmersed surface."

.Stabilization. The use of’itabilizerabto improve hydrogen ’

peroxide storage stability is elséptially based on the premipe_,it$k
. that they will inhibit decomposition by gontamination incurred
during storage and handling operations. "If the hydrogen

-
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peroxide could be protected against contact with soluble and
insoluble contaminants, stabilization would not be required. In
additicn to the contamination of the hydrogen peroxide by the
system febrication materials, 8202'c0ntaminntion may result
from improper storage and/or handling system, cleaning and
paaaivatidn techniques. The incomplete removal of organic
solvents, acids, detergents, chromic acid cleaning solutions,
etc., by inadequate rinsing or the use of rinse waters which
contain various impurities can readily cause contamination of
hydrogen peroxide Sy the storage or handling system. For

the preceding reasons, and because the normally manufactured
hydrogen peroxide does contain traces of impurities that will
cause H202 decomposition, some degree of stabilization has
been effected in most of the commercially manufactured hydro-
gen peroxide. The degree and type of stabilization has de-
pended on the planned use of the 3202.

There is uo single stabilizing agent which may be designated
as‘the most effective or the most desirable, The selection of
a stabilizer;must be made with regqrd to the conditions under

which the hydiogen peroxide ultimately is to be used, to the
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tvna of oont&min ion likely
conslderationg-as the réquired storage period and the probable
‘prévailing‘tembérature during that storage period. If the
storége period is to be relatively brief, an Organié stabil-~
izer may be satisfactory; however, over a long period of time,
.sIOW»oxidation.may destroy the effectiveness of an organic
v.cpmponent{ However, limitations may be placed upon the chuice
of an inorganic stabilizer because of the quantity of undesir-
able residues which may remain after a large quantity of hy-
drogen peroxide has been decomposed It ies alsc appearent
that a large proportzon of etabilizer iu unsatisfactory

'An extenlivq number of ltabilizers, both inorgan*c and organic
" kave been t.md (1.. , Ret. 4.1, 4.5, 4. 8, and &, 9) with both
‘dilute and coucentrated hydrogen peroxide polutiona. Among
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4.1.3.5.1

these subatances, the most notable success was obtained,
especially in the case of the highly concentrated hydrogen
peroxide solutions (Ref. 4.5),with sodium stannate or 8-
hydroxyquinoline ("oxine") in the prescuce of a soluble pyro-
phosphate, or e phosphate-pyrophosphate mixture, A detailed
discussion of hydrogen peroxide stabilizers is presented in
Ref. 4.19 and 4.20.

Recently, the effect of the contaminants most commonly en-

countered in propellant-grade hydrogen peroxide oun the stability

-0f hydrogen peroxide was characterized (Ref. 4.21). Separate

90 w/o hydrogen peroxide solutions were contaminnted with var-

ious concentrations of seleclted ions (Cr+3, Fe+3, Cu+2, Ni+2,

POh'j, SOA"Z, N03-1, Clnl) to determine their influence upon

the stability of the hydrogen peroxide. Copper was found to
exhibit the greatest effect (toward decreaming the stability)

followed by irom, nickel, and chromium (Table 4.2).. The anions

‘exhibited no detectable influence iu the concentration ranges studied

wken stability was measured by standard weight lose technique.

- Stabilization Effects. The total effectiveness of hydro-
gen peroxide stabilization depends largely on the type and

quantity of stabilizer used, the initial H202 concentration
and purity, and the container 