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57 ABSTRACT

A chemical solution and process for the decontamination of
chemical warfare agents. More particularly, a process for the
decontamination of the vesicant HD by oxidation to its cor-
responding sulfoxide and nerve agents VX and GD by per-
hydrolysis to their non-toxic phosphonic acids using environ-
mentally safe reactants, specifically a citrate/bicarbonate/
molybdate peroxide solution.

21 Claims, No Drawings
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ACTIVATED PEROXIDE SOLUTION WITH
IMPROVED STABILITY USEFUL FOR THE
DECONTAMINATION OF CHEMICAL
WARFARE AGENTS

CROSS REFERENCE TO RELATED
APPLICATIONS

This application claims priority from U.S. Provisional
Application No. 60/604,382, filed Aug. 25, 2004, herein
incorporated by reference in its entirety.

GOVERNMENT INTEREST

The invention described herein may be manufactured, used
and licensed by or for the U.S. Government.

BACKGROUND OF THE INVENTION

1. Field of the Invention

The invention relates to decontamination of chemical war-
fare agents. More particularly, the invention relates to the
decontamination of mutated agents such as HD by oxidation,
as well as nerve agents such as VX and GD by perhydrolysis,
using environmentally safe activated hydrogen peroxide. The
peroxide is activated at lower pH, thus rendering it more
stable than such prior decontaminating solutions.

2. Background

Several types of toxic chemical compounds are known to
be useful as chemical warfare agents. These include mustard
agents or gases known as blister agents, such as bis-(2-chlo-
roethyl) sulfide, also known as HD, and nerve agents such as
pinacolyl methylphosphonofiuoridate, which is also known
as GD, and O-ethyl S-(2-diisopropylamino)ethyl meth-
ylphosphonothioate, which is known as VX. HD is a color-
less, oily liquid that is highly insoluble in water, and is a
powerful vesicant which primarily affects the eyes and the
lungs, blisters the skin and is considered a carcinogen. HD is
also cytotoxic to hematopoietic tissue and can be lethal at
high doses. GD and VX are powerful nerve agents that attack
the nerve cells and impair the functioning of the central ner-
vous system.

In order to decontaminate the vesicant mustard gas to ren-
der it non-toxic, it is necessary to oxidize it to the correspond-
ing sulfoxide. Nerve agents such as VX and GD are rendered
non-toxic by perhydrolysis to their non-toxic phosphonic
acids. For example, the oxidation of HD to HD-sulfoxide
(HDO) renders the gas non-toxic. One effective way to con-
duct this oxidation reaction is by reacting the agent with
peroxide compounds.

Mildly-basic peroxide is also known to effect the perhy-
drolysis of VX and GD to their non-toxic phosphonic acids.
Peroxides are desirable reactants for decontamination
because they are non-toxic and non-corrosive, as compared to
hypochlorite-based processes which are toxic and environ-
mentally harmful. Additionally, peroxides are preferable
because of their extremely low freezing points. However,
while it is desirable to decontaminate chemical warfare
agents by oxidation in a peroxide system, presently known
systems are inefficient decontaminates because they cause
secondary oxidation of the corresponding sulfoxide to a sul-
fone, a toxic vesicant. For example, HD-sulfoxide is a non-
vesicant, while HD-sulfone is a highly toxic vesicant mate-
rial. Also, known peroxide systems using hydrogen carbonate
ions as an activator are inefficient because the oxidation reac-
tion is very slow. However, hydrogen carbonate activator is
efficient at generating peroxy anion (OOH") for VX and GD
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perhydrolysis. The oxidation reaction of HD may be greatly
enhanced using molybdate activator, which selectively oxi-
dizes HD to its sulfoxide, while avoiding the formation of HD
sulfone. Additionally, molybdate does not interfere with the
rapid, simultaneous perhydrolysis of VX and GD. Thus,
bicarbonate and molybdate activators, in combination with
hydrogen peroxide, provide for the fast and efficient decon-
tamination of both nerve agents VX and GD and blister agent
HD. However, such solutions of hydrogen peroxide activated
with bicarbonate and molybdate are not stable for extended
periods of time as hydrogen peroxide is not stable at basic pH.

U.S. Pat. No. 6,245,957 to Wagner et al., incorporated by
reference, discloses a chemical warfare agent decontaminat-
ing composition of a mixture of a carbonate component, a
peroxide component and an alcohol component effective to
degrade a chemical warfare agent.

U.S. Pat. No. 6,723,891 to Wagner et al., incorporated by
reference, discloses a process for the decontamination of
chemical warfare agents, such as a process for the decontami-
nation of the vesicant HD by oxidation to its corresponding
sulfoxide and nerve agents VX and GD by perhydrolysis to
their non-toxic phosphonic acids using environmentally safe
reactants, specifically a peroxomolybdate compound having
a dominant tetraperoxomolybdate species and peroxy anion.

SUMMARY OF THE INVENTION

Applicants now have discovered a decontamination system
that utilizes a citrate/bicarbonate/molybdate/peroxide reac-
tant system that affords increased stability over extended
periods of time while maintaining excellent reactivity for
nerve agents VX and GD and blister agent HD. It has a lower
pKa than carbonic acid (pK,—-10.329, pK;=6.352), citric acid
(pK;=9.2, pK,=4.8, pK,=3.1) to provide buffering at lower
pH, thus providing for increased hydrogen peroxide stability,
while still allowing for sufficient activation of hydrogen per-
oxide to peroxyanion (OOH") to react with nerve agents VX
and GD. Citrate is also tribasic, thus providing for a higher
buffering capacity compared to (dibasic) carbonate. Appli-
cants have further found that citrate does not interfere with the
molybdate-activated, selective oxidation of blister agent HD
to its non-vesicant sulfoxide. Finally, citrate is suitable for use
in solvent/surfactant solutions of hydrogen peroxide which
provide for the ready dissolution of chemical warfare agents,
in particular water-insoluble blister agent HD. Typical sol-
vent/surfactant solutions are disclosed by Wagner et al. U.S.
Pat. No. 6,245,957 and Wagneret al., U.S. Pat. No. 6,723,891,
each of which is hereby incorporated by reference in its
entirety. Carbonate may replace or be employed in addition to
bicarbonate.

DETAILED DESCRIPTION OF THE INVENTION

The invention pertains to a process for decontaminating
vesicant compounds and nerve agents used as chemical war-
fare agents. The chemical warfare agents are decontaminated
by contacting the agent with a sufficient amount of a citrate/
bicarbonate/molybdate solution in hydrogen peroxide/sol-
vents/surfactants for a sufficient time and under conditions
sufficient to produce a non-toxic reaction product. As men-
tioned above, carbonate may replace, or be used in addition
to, bicarbonate. The present invention has a broad-spectrum
of reactivity toward a variety of chemical warfare agents,
while achieving a significant reduction in the toxic, corrosive
and environmentally harmful nature of other known decon-
taminants. The invention is useful for decontaminating vesi-
cant mustard gases and for decontaminating G and V nerve
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agents having the following generic formulas; G: ROP(O)
(CH,)F, wherein R is either 2-propy! (GB), pinacolyl (GD), or
cyclohexyl (GF); V: R"OP(O)(CH,)SR', wherein R" is ethyl
and R'is 2-(diisopropylamino) ethyl (VX). More particularly,
the chemical warfare agents decontaminated herein include
mustard agent bis(2-chloroethyl) sulfide (D), and nerve
agents pinacolyl methylphosphonofluoridate (GD) and
O-ethyl S-[2-(diisopropylamino)ethyl] methylphosphono-
thioate (VX).

---The process includes forming a citrate/bicarbonate/molyb- q

date solution in hydrogen peroxide and suitable aqueous and/
or organic solvents and surfactants. Although “bicarbonate”
is described throughout this specification, it is understood that
the bicarbonate can be replaced by a carbonate, even though
carbonate increases pH and may decrease stability. The pre-
ferred medium is a microemulsion containing hydrogen per-
oxide such as described by U.S. Pat. Nos. 6,245,957 and
6,723,891, herein incorporated by reference in its entirety.
Normal solutions, for example those also disclosed by U.S.
Pat. No. 6,245,957, are also suitable in the present invention.
The peroxide component is preferably present in the micro-
emulsion at from about 1 to about 25 weight percent, more
preferably from about 5 to about 20 weight percent, and most
preferably from about 8 to about 15 weight percent. When
preferred ratios of ingredients, i.e., activator salts, hydrogen
peroxide, surfactant, water, and solvents are present; the
microemulsion appears as a clear, homogeneous solution.

In general, a microemulsion is a transparent or translucent,
thermodynamically stable, isotropic dispersion of two
immiscible liquids with microdomains of one or both liquids
stabilized by an interfacial film of surface-active molecules. It
typically comprises water, at least one organic solvent (oil), at
least one surfactant, and in most cases at least one co-solvent.
The surfactant may be anionic, cationic, non-ionic, amphot-
eric or zwitterionic. The water-in-oil microemulsions are
roughly spherical water microdroplets coated by an interfa-
cial film of a surfactant, e.g. sodium dodecy! sulfate (SDS),
and a co-solvent, e.g. butanol (BuOH), and dispersed in a
continuous phase of oil, e.g. hexane. Other suitable surfac-
tants non-exclusively include cetyl trimethylammonium
chloride (CTAC), and polyoxyethylene ethers, such as poly-
oxyethylene(10) isooctylphenyl ether (TRITON X-100). Of
these, polyoxyethylene ethers are preferred. Other suitable
co-solvents non-exclusively include 2-propanol, 2-methyl-1-
propanol and propylene carbonate. Of these propylene car-
bonate is preferred. The microemulsion may also further
include at least one carbonate and/or bicarbonate activator as
described above. The hydrogen peroxide is generally added in
batches to the medium. It generates O,, but also some water as
a side product derived both from the disproportionation and
from the water of dilution of hydrogen peroxide.

The microemulsion should ideally be designed to meet
three requirements: no phase separation during storage and
during the oxidation reaction, high solubility of the reactants
(e.g., peroxide and molybdate components), and simple
recovery of the oxidized product, surfactant, and catalyst
(molybdate compound) at the end of the reaction. The water-
surfactant medium may include any of the surfactants
described above, and may further include one or more co-
solvents from the list described above.

In the preferred embodiment of the invention, the micro-
emulsion exhibits stability at a temperature of from about 49°
C. to about —25° C., more preferably from about 35° C. to
about—10° C., and most preferably from about 25° C. to about
0° C. Additionally, the microemulsion is preferably main-
tained at a pH of from about 7 to about 12, more preferably
from about 7.5 to about 11, and most preferably from about 8
to about 9.

In use, the compound, mixture or emulsion may be applied
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physical forms of mixtures that incorporate the peroxide and
molybdate components of the decontaminant. Preferably the
compound is present as a liquid or as a spray. For the com-
pound to be applied in a liquid form, itis necessary to disperse
the compound in a suitable medium. In one preferred embodi-
ment of the invention, the compound is dispersed in a water-
oil microemulsion. In this embodiment, the oil preferably
comprises non-toxic propylene carbonate.

The citrate component of the invention may be comprised

~—of -an-alkali ‘metal-citrate -salt: -The-alkali-metal preferably -

comprises a metal selected from the group consisting of Li,
Na, K, Rb, Cs, Fr. More preferably, the alkali metal comprises
either lithium (Li), sodium (Na) or potassium (K). Most pref-
erably the citrate component comprises a citrate potassium
salt, particularly C¢H5K,0,,. The citrate component is pref-
erably present in the microemulsion at a concentration of
from about 0.001 M to about 2.0 M, more preferably from
about 0.01 M to about 1.0 M, and most preferably from about
0.1 M to about 0.8 M.

The reaction of the citrate component and the peroxide
component may be further activated with carbonate/bicar-
bonate and/or molybdate activators. Carbonate activators are
described by U.S. Pat. Nos. 6,245,957 and 6,723,891, Molyb-
date activators are described by U.S. Pat. No. 6,723,891. Such
activators are preferably added to the solution and are incor-
porated into the emulsion.

The carbonate/bicarbonate activators work to enhance the
perhydrolysis of nerve agents VX and GD to their corre-
sponding phosphonic acids. The molybdate activator serves
to enhance the oxidation of blister agent HD, selectively, to
the non-vesicant sulfoxide. The carbonate and/or bicarbonate
activator preferably is present in the microemulsion in an
amount of from about 0.01 M to about 2.0 M, more preferably
from about 0.1 M to about 1.0 M, and most preferably from
about 0.2 M to about 0.8 M. The molybdate activator prefer-
ably is present in the microemulsion in an amount of from

about 0.0001 M to about 0.1 M, more preferably from about

0.001 M to about 0.05 M, and most preferably from about
0.005 M to about 0.02 M. Preferably, the amount of molyb-
date is about 0.01 M to 0.02 M.

The peroxide component may be any suitable source of
peroxide, for example those disclosed by U.S. Pat. Nos.
6,245,957 and 6,723,891.

In use, the citrate/bicarbonate/molybdate hydrogen perox-
ide microemulsion may be applied in the form of a spray, a
vapor, a liquid, a solid, and/or other physical forms of mix-
tures that incorporate the peroxide and citrate/bicarbonate/
molybdate components of the decontaminant. Preferably the
microemulsion is present as a liquid or as a spray. For the
citrate/bicarbonate/molybdate activators to be applied in a
liquid form, it is necessary to disperse the compound in a
suitable medium. In one preferred embodiment of the inven-
tion, the citrate/bicarbonate/molybdate activators are dis-
persed in a microemulsion. An example of a suitable micro-
emulsion is described by U.S. Pat. No. 6,723,891.

Once the citrate/bicarbonate/molybdate activators are
blended with hydrogen peroxide in a suitable medium, the
resulting solution, or solution incorporated into a microemul-
sion, is contacted with at least one chemical warfare agent
having a formula described above. The contact may be
accomplished by immersing a chemical warfare agent cov-
ered article into the solution/microemulsion, spraying the
solution/microemulsion onto an article, or other means for
reacting the solution/microemulsion with the chemical war-
fare agent. The agent is contacted with the solution/micro-
emulsion for a time and under conditions sufficient to neu-
tralize the agent into non-toxic product(s). For example, when
the blister agent mustard gas (HD), bis(2-chloroethyl) sulfide,
is contacted with the solution/microemulsion of the inven-

in the form of a spray, a_vapor, a liguid, a solid, and/or other___ tion, it is oxidized to_its corresponding sulfoxide
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The following non-limiting example serves to illustrate the
invention.

EXAMPLE

Potassium citrate monohydrate, KHCO,, K,MoO,, propy-
lene glycol, propylene carbonate, TRITON X-100, and 35%
by weight aqueous H,O, were all obtained from commercial
sources. Microemulsions (MEs) were mixed by first dissolv-
ing the solid ingredients (e.g., potassium citrate monohy-
drate, KHCO; and K,McO,) in water. To this, a mixture of
propylene glycol, TRITON X-100 and propylene carbonate
was added. Finally 35% H,0, was added. The vessel holding
the components was capped and vigorously shaken to mix.
The decontamination solution thus formed was used to
decontaminate VX, HD and GD in stirred reactors using a 50
mL amount of decontaminant and a 1 mL challenge of agent.
The rates of neutralization for HD, VX and GD agents are
shown in Table 1 for a decontaminating solution containing
10 vol % propylene carbonate, 20 vol % propylene glycol, 10
vol % TRITON X-100, 30 vol % hydrogen peroxide (35%
aqueous solution used), and 30 vol % of an aqueous solution
of potassium citrate monohydrate, potassium bicarbonate and
potassium molybdate such that the final concentrations of
these activators in the decontaminating solution were 0.25 M,
0.5 M and 0.02 M, respectively. The amount of agent (HD,
VX AND GD initially present) to decontaminant is 1:50 or 2
vol. %.

TABLE 1

Neutralization of HD, VX and GD in Citrate/Bicarbonate/Molybdate
Microemulsions (volume percent)

Time HD VX GD

(mm) RI R2 R3 R1 R2 R3 RI R2 R3
10 45 31 322 16 11 18 00 00 00
20 00 0.0 13 00 00 00 — — —
30 — 00 00 — — — — — —
40 — — — — — — — — —
50 —_ — — — — — — —
60 — —_ — — — — — — —

Three stirred reactors (e.g., R1, R2 and R3) run in triplicate
in room temperature. The percentage of the amount of origi-
nal agent remaining over time is reported.

As can be clearly seen by the data in Table 1, all three
agents, including blister agent HD and both nerve agents VX
and GD, are rapidly neutralized at room temperature.

While the present invention as been particularly shown and
described with reference to preferred embodiments, it will be
readily appreciated by those of ordinary skill in the art that
various changes and medications may be made without
departing from the spirit and scope of the invention. It is
intended that the claims be interpreted to cover the disclosed
embodiment, those alternatives which have been discussed
above and all equivalents thereto.

I claim:

1. A process for decontaminating a chemical warfare agent,
comprising: contacting the chemical warfare agent with a
liquid decontamination solution, the decontamination solu-
tion comprising a mixture of a potassium citrate salt, a car-
bonate component, potassium molybdate and a peroxide
component, wherein the carbonate component comprises at
least one member selected from the group consisting of car-
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bonate and bicarbonate, and wherein said potassium citrate
salt increases the stability of the decontamination solution.

2. The process of claim 1, wherein the chemical warfare
agent is selected from the group consisting of mustard agents,
nerve agents and blister agents.

3. The process of claim 1, wherein the chemical warfare
agent is selected from the group consisting of: bis-(2-chloro-
ethyl) sulfide (HD); pinacolyl methylphosphonofluoridate
(GD); and O-ethyl S-(2-diisopropylamino)ethyl meth-
ylphosphonothioate (VX).

4. The process of claim 1, wherein the chemical warfare
agent is selected from the group consisting of: ROP(O)(CH,)
F, wherein R 'is either 2-propyl, pinacolyl, or cyclohexyl;
R"OP(O)(CH,)SR', wherein R" is ethyl and R' is 2-(diisopro-
pylamino) ethyl; and bis(2-chloroethyl) sulfide.

5. The process of claim 1, further comprising forming the
decontamination solution by reacting the peroxide compo-
nent and the potassium citrate salt, bicarbonate, molybdate
and optionally adding one or more solvents and surfactants.

6. The process of claim 1, further comprising activating the
decontamination solution.

7. The process of claim 1, wherein the carbonate compo-
nent comprises bicarbonate.

8. The process of claim 1, wherein the peroxide component
comprises hydrogen peroxide or a suitable source thereof.

9. The process of claim 1, wherein said contacting step
comprises applying a microemulsion of said decontamina-
tion solution.

10. The process of claim 1, wherein said potassium citrate
salt comprises potassium citrate monohydrate.

11. A solution for decontaminating chemical warfare
agents, comprising:

a liquid mixture of a potassium citrate salt; a carbonate
component comprising at least one member selected
from the group consisting of a bicarbonate and carbon-
ate; potassium molybdate; a solvent; and a peroxide
component, and wherein said potassium citrate salt
increases the stability of the solution.

12. The solution of claim 11, wherein said solvent further
comprises at least one solvent selected from the group con-
sisting of organic solvents and surfactants.

13. The solution of claim 11, further comprising an activa-
tor.

14. The solution of claim 11, wherein the carbonate com-
ponent comprises bicarbonate.

15. The solution of claim 11, wherein the peroxide com-
ponent comprises hydrogen peroxide or a suitable source
thereof.

16. The solution of claim 11, wherein the peroxide com-
ponent comprises hydrogen peroxide.

17. The solution of claim 11, wherein said solution is in the
form of a microemulsion.

18. The solution of claim 17, wherein the hydrogen perox-
ide is present in the microemulsion in an amount from about
1 to about 25 weight percent.

19. The solution of claim 17, wherein the microemulsion is
in the form of a spray or a liquid.

20. The solution of claim 11, wherein the potassium citrate
salt is present in a concentration of from about 0.001 M to
about 2.0 M.

21. The solution of claim 11, wherein said potassium cit-
rate salt comprises potassium ciirate monohydrate.
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