

  toxics-07-00063




toxics-07-00063







Toxics 2019, 7(4), 63; doi:10.3390/toxics7040063




Article



Study of Decomposition of Chemical Warfare Agents using Solid Decontamination Substances



Tomas Capoun and Jana Krykorkova *





Ministry of Interior–General Directorate of the Fire Rescue Service CR, Population Protection Institute, Na Lužci 204, 533 41 Lázně Bohdaneč, Czech Republic









*



Correspondence: jana.krykorkova@ioolb.izscr.cz; Tel.: +420-950-580-331







Received: 4 October 2019 / Accepted: 5 December 2019 / Published: 7 December 2019



Abstract

:

The decontamination of chemical warfare agents is important for the elimination or reduction of the effects of these substances on persons. Solid decontamination (degradation) sorbents that decompose dangerous substances belong among modern decontamination substances. The aim of the study was to design a procedure for monitoring the degradation of chemical warfare agents using such sorbents. The degradation of soman, VX [O-ethyl-S-(diisopropylaminoethyl)methylphosphonothioate] and sulphur mustard (chemical warfare agents) was monitored using FTIR spectrometry with the attenuated total reflection (ATR) technique. During the development and validation of this process, bonds were found in the substance molecule that decomposed and the positions of the absorbance bands corresponded to the vibration of these bonds. The evaluation of the degradation efficiency procedure for sorbents on chemical warfare agents was designed based on this study. We present the result of the measurements graphically as the time dependence of the distributed chemical warfare agent ratio, and the reaction times required to decompose 50% and 90% of the original amount of the substance.
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1. Introduction


Decontamination of chemical warfare agents (CWAs) is a significant measure of active protection against the consequences of uncontrolled leakage of CWAs into the environment, or the consequences of their misuse. Decontamination is carried out in the event that human lives, health, properties, or the environment are at risk because of a contaminant’s hazardous properties, and to prevent the spread of CWAs or other hazardous substances. Decontamination may be carried out using chemical, physical, combined physical/chemical, mechanical and biological (biodegradation) methods [1,2]. Decontamination procedures that are combinations of different methods using chemical decomposition reactions are most frequently used [2,3].



Decontamination sorbents, also called degradation or destructive sorbents, represent a prospective development in decontamination substances. These substances absorb CWAs into the surface structure of the sorbent material, followed by chemical decomposition. Their widespread usability has been particularly recognised in the field of individual decontamination, which, in the case of human contamination, is a crucial measure for reducing the effects of CWAs on human beings [4,5]. The M291 Skin Decontamination Kit [3], with the synthetic sorbent Ambergard XE-555, has been used by the US military since the latter half of the 1980s. The market also offers a decontamination nano-sorbent, FAST-ACT, which is designed for the adsorption, neutralisation, and decontamination of a wide range of liquid and gaseous toxic substances, including CWAs [6,7]. Another means of decontamination with a degrading effect is the Polish Army IPP-95 kit [5]. Practical CWA decontamination experiments [8,9] have shown that not all decontamination sorbents react with CWAs to the desired degree of decomposition. In order to assess the usability of solids for CWA decontamination, it is therefore necessary to know their efficiency.



Regardless of the composition of the decontamination agent, two aspects of the effectiveness of the decontamination agent must be considered: decontamination efficiency and degradation efficiency.



The objective of assessing the decontamination efficiency is to determine the proportion of the initial CWA on the surface that the tested decontaminant is able to remove from the test surface under the test conditions [8,9,10]. First, the test surface is contaminated with drops of the CWA to the initial contamination density. After a certain period of exposure, the prescribed amount of decontaminant is applied to the surface. After a given period of time, the substance is removed from the surface (by dabbing off, rinsing with water, etc.). A sample of the surface is taken, and the total residual contamination caused by the CWA is determined using a selected analysis. This value in itself is a measure of decontamination efficiency and is usually compared with permissible residual contamination. Furthermore, the efficacy is expressed by the value of the so-called decontamination efficiency, which expresses the percentage of the initial amount of the contaminant removed from the surface.



The degradation efficiency means the degree of CWA decomposition using the decontamination agent. Degradation efficiency testing is simpler in the case of liquid decontamination mixtures, since it is a homogeneous reaction with a liquid CWA [10], while the reaction of a liquid CWA with a solid decontaminant is a heterogeneous reaction that requires a special procedure such as the one described in this paper. The conditions, efficiency and mechanism of CWA decontamination by metal-oxide-based solid sorbents have been discussed in previous studies [11,12,13,14]. The degradation of CWAs and their simulants have been monitored mainly during the development and comparison of decontamination sorbents. Solid-state NMR [15,16,17,18,19,20,21,22,23,24], GC/MS [15,20,25,26,27,28], GC/FID [27,29] methods and some FTIR techniques [17,25,27] predominate. In the Czech Republic, the methodology for evaluating the degradation efficiency of solid decontamination substances has, to date, been non-existent. Chemical laboratories of the Fire Rescue Service (FRS) must be able to assess the degradation efficiency of the decontamination products offered to FRS units. The method of testing efficiency must be implemented using the instruments with which these laboratories are equipped and which they will use.



Attention was focused on the infrared spectrometry method with Fourier-transform (FTIR spectrometry), together with the reflective measuring technique called ATR (attenuated total reflection). The procedure utilised infrared spectra of the CWA compounds with a decontamination sorbent, measured against the sorbent itself, to determine the degree of CWA decomposition based on the intensity of a particular absorbance band. The corrected area of the absorbance band was used to determine the bandwidth intensity, which was calculated using the OMNIC spectroscopic program [30]. Figure 1 shows the surface reading. The baseline points correspond with the limits of the range of wavenumbers.



The basic requirement for the use of FTIR spectrometry to study CWA decomposition is a knowledge of the bonds that decompose during the reaction, and the position of the absorbance bands characteristic to the vibrations of those bonds. Finding these bonds and bands was the main goal of this study.




2. Materials and Methods


The methodology was developed to monitor the decomposition of the CWAs O-(3,3-dimethyl-2-butyl)methylphosphonofluoridate (soman), 97% purity by potentiometric lanthanometric method using a fluoride-ion-selective electrode; O-ethyl-S-(diisopropylaminoethyl)methylphosphonothioate (VX), VOZ 072 Zemianske Kostolany, Slovakia, 82% purity by potentiometric thiomercurymetric method using a sulphide-ion-selective electrode); and bis(2-chlorethyl)sulphide (sulphur mustard), VOZ 072 Zemianske Kostolany, Slovakia, 98% purity by potentiometric argentometric method using a sulphide-ion-selective electrode.



The process of assessing degradation efficiency was verified for the FACT-ACT decontamination nanosorbent (NanoScale Corp., USA) and five samples of decontamination sorbents developed in the Czech Republic under the labels LB1, LB2, LB3, LB4 and LB5.



For the measurement, 0.10 g of tested decontamination sorbent was weighed into a 4 mL glass vial. A quantity of CWA corresponding to 0.02 g of pure substance was added to the sorbent via a Hamilton syringe and a timer was switched on. The mixture was thoroughly mixed in the vial with a spatula; a part was applied to the ATR accessory of the FTIR spectrometer. Within 0.5 min, the infrared spectrum, which corresponds to a time of 0 min, was measured. Furthermore, the spectrum of the mixture was measured at selected time intervals until the reaction time of 120 min was complete. As a background, the decontamination sorbent itself was measured by the FTIR method, using ATR.



The IR spectra were measured on a NICOLET iS10 FTIR spectrometer (Thermo Scientific, USA) with a single-reflection ATR accessory and diamond crystal (GladiATR Vision). Mixtures of sorbents with CWA were measured at the following parameters: number of scans: 32, spectral range: 4000–400 cm−1, resolution: 4 cm−1 and gain: 4.



The CWA degradation reaction was monitored via GC/MS method using the head-space technique after solid phase micro-extraction (SPME, Carboxen/Polydimethysiloxane Fibre, Supelco, Bellefonte, PA, USA). We used GC/MSD 7890/5975C (Agilent Technologies, Inc., Wilmington, DE, USA) equipped with an HP-5MS column (30 m length, ø of 250 μm, phase 0.25 μm) with the following parameters: 1.2 mL/min He carrier gas, 290 °C T inlet, 290 °C T interface GC/MSD, scan range 35–800 amu, 10:1 split; GC program: 40 °C for 2 min, from 40 to 280 °C at 10 °C/min and 280 °C for 10 min [9,10]. The same chemical warfare agents and the same procedure as in the FTIR measurement technique were used in the control analysis. The decreasing area of the chromatographic peak given by the chemical warfare agents relative to the original peak area was evaluated. At the same time, decomposing products of the chemical warfare agents were identified by software.




3. Results


3.1. Soman


There appeared to be a strong disposition towards reactions with nucleophilic agents on the P–F bond in the molecule O-(3,3-dimethyl-2-butyl)methylphosphonofluoridate. Nucleophilic fluorine substitution leads to products that are significantly less toxic, and is suitable for the decomposition of soman. Electrophilic agents are less reactive to soman. However, it is important that the reaction with the electrophilic agent results in fission of a fluoride anion; this is necessary for the decomposition of soman [31].



The P–F bond is also responsible for soman toxicity, which causes the inhibition of cholinesterase by fission of the fluoride anion. The inhibition of cholinesterase causes acetylcholine to accumulate in receptors, resulting in long-term excessive cholinergic receptor irritation. This leads to clinical outcomes involving muscarinic, nicotinic and central clinical symptoms [31].



The main issue in the study of soman decomposition is the P–F bond. In the infrared spectrum, the absorbance bands of the P–F bond vibration generally occur at wavenumbers of 1010–500 cm−1. From the spectra of soman mixtures with sorbents measured at different times of reaction, a band with a maximum absorbance of 840 cm−1 was considered optimal. An example is shown in Figure 1. The band area was between 856 and 825 cm−1; baseline points were the same.



When studying interfering effects, soman decomposition products were identified by the GC/MS method [9]. Decomposition products were represented by the compounds formed from a 3,3-dimethyl-2-butyl group removed from the soman molecule (predominantly alkenes, dienes, chlorinated derivatives, alcohols and ketones); bis(3,3-dimethyl-2-butyl)methylphosphonate was also identified. It is important for the process itself that there was no P–F bond substance, and thus no interference when monitoring the soman degradation.




3.2. Agent VX


Compared with the soman structural formula of O-ethyl-S-(diisopropylaminoethyl), the major change in the methylphosphonothioate molecule is the substitution of strongly electronegative fluorine with a far less electronegative diisopropylaminoethanthiol group. In comparison with soman, a significantly lower disposition to reactions with nucleophilic agents on the P–S bond was evident [31]. Analogous to soman, a nucleophilic substitution, the P–S bond was fissioned directly with the release of the diisopropylaminoethanethiol group. For the decomposition of VX, reactions with electrophilic agents were of considerable importance, and they did not disrupt the P–S bond directly, but they did significantly affect the subsequent reaction with nucleophilic agents. This type of reaction depends on the type of electrophilic agent [31]. In any case, the fission of the P–S bond was the reaction result.



In the infrared spectrum, absorbance bands are generally bonded by P–S–(C) bonding vibrations in compounds with a P=O bond at 613 to 510 cm−1. To observe VX degradation, a band with a maximum absorbance of 515 cm−1 was selected. An example is shown in Figure 2. The corrected band area was between 538 and 494 cm−1.



With regards to interference effects, it should be noted that, among the decomposition products identified by the GC/MS method [8,9], O,S-diethylmethylthiophosphonate, O-methyl-S-(diisopropylaminoethyl)ethylthiophosphonate and O-ethyl-S-(diisopropylaminoethyl) methyldithiophosphonate were present in traces. However, these P–S bond agents were only found in the reaction products of VX with the least effective sorbent. These may be the substances that became temporary intermediate products during the degradation, and therefore distorted measurements at the start of the reaction. Due to the minimal quantity in the mixture, only an insignificant influence on the results can be expected. The secondary and tertiary amines and diamines, thiols, sulphides, disulphides and alcohols with diisopropyl and diisopropylaminoethyl groups were identified as decomposition products in the largest amounts. Those substances do not contain a P–S bond, and thus, did not interfere with the monitoring of VX degradation.




3.3. Sulphur Mustard


Bis(2-chlorethyl)sulphide is simultaneously an alkyl chloride and a dialkyl sulphide. The most polar bond is between a carbon atom and a chlorine atom. A two-step reaction causes substitution of both chlorine atoms by nucleophilic reagents and production of compounds which are either slightly toxic or non-toxic (according to the nucleophile type). The fission of the C–Cl bond as a kinetic control process under normal conditions is very slow; therefore, an electrophilic attack on a sulphur atom is used to accelerate it. To monitor sulphur mustard decomposition, it is, therefore, necessary to focus on the C–Cl bond. The C–Cl bond is also the major cause of toxicity in sulphur mustard because it acts as an alkylating agent [32].



Absorbance bands corresponding to the C–Cl bond vibrations are in the range of 850–550 cm−1, where they are very difficult to interpret [33]. However, the sulphur mustard molecule contains CH2–Cl groups, which provide intensive bands in the range of 1300–1150 cm−1 [32]. Experimental verification detected this band for sulphur mustard at a wavenumber with a maximum absorbance of 1207 cm−1. The corrected area of the band was read across the wavenumber range of 1234–1198 cm−1, and is shown in Figure 3.



GC/MS analysis of the products of sulphur mustard degradation through decontamination sorbents [8,9] revealed that dithiane, thiirane, divinyl sulphide, oxathian, oxathiolane, thiophene and their derivatives predominated. In addition, four substances with CH2–Cl bonds that could potentially disturb the determination of degradation efficiency were identified.



The first was 1,2-dichloroethane. As the infrared spectra comparison in Figure 4 shows, dichloroethane did not interfere with the actual sulphur mustard measurement because the absorbance band corresponding to the CH2–Cl bond vibration was shifted to higher wavenumbers.



The second substance was 2-chloroethyl vinyl sulphide. It was identified only in trace amounts and only in some sorbents. It is a transient product that reacts further to divinyl sulphide. The disturbing effect of 2-chloroethyl vinyl sulphide on the overall assessment of the degradation efficiency was insignificant, and it was only observed to a small extent, at the beginning of the reaction.



Other products of the reactions with some sorbents were bis(2-chloroethyl)ether and bis(2-chloroethyl)disulphide. These are highly toxic substances, so their presence in the decomposition products indicates an insufficient ability of the sorbents to decompose sulphur mustard into non-toxic products.





4. Discussion


The absorbance band intensity of the CWA was proportional to the amount of substance in the sorbent mixture. Therefore, the results can be used for the quantitative expression of CWA degradation. The proportion of decomposed CWA was calculated as the relative intensity decrease in the respective band at a particular reaction time and the band intensity at the beginning of the measurement.



When verifying the measurements, it was revealed that the intensity of all absorbance bands in the spectrum gradually decreased with time. This phenomenon did not occur due to decomposition of the substance, but for other reasons, probably the gradual desorption of the agents from the sorbent and evaporation. The effect of CWA evaporation had to be eliminated.



For each CWA, absorbance bands with a high degree of stability intensity were chosen. The bands corresponding to vibrations of the −CH3, −CH2 and −CH groups were the most suitable; they were not affected by decomposition reactions. Decreases in the intensity of these bands could then be attributed only to physical phenomena and not to chemical reactions with the sorbent.



The intensity of the bands corresponding to the monitored bonds were then related to the band intensity, corresponding to the vibrations of mentioned groups (so-called reference absorbance band). Therefore, the ratio of the corrected areas of those stable bands and the monitored CWA bands was used for the actual evaluation. The reference band wavenumber ranges are shown in Table 1.



The following procedure is a result of the optimisation of monitoring CWA decomposition using decontamination sorbents:




	
Measurement of background and sorbent mixture with CWA at selected time intervals is done according to Section 2. The ratio of the amount of CWA and the amount of sorbent can range, according to the requirements, between 1:20 and 1:10;



	
For all measured spectra, the areas of monitored bands (Am) and reference bands (Aref) are subtracted in the wavenumber range, according to Table 1;



	
For each time, the area ratio Ym = Am/Aref is calculated. For a spectrum corresponding to 0 min, the ratio is denoted as Y0 = A0/Aref;



	
The relative part of decomposed CWA (RPD) is calculated from the equation: RPD (%) = (Y0–Ym) × 100/Y0;



	
Time dependency of the relative part of the decomposed CWA is formed.








A concrete example of the processing of the results for the soman decomposition measurement of the decontamination sorbent LB3 is given in Table 2; the corresponding graph of time dependency is shown in Figure 5.



The time dependence allowed the description of the degradation efficiency of sorbents by quantitative characteristics. For these purposes, the times required for 50% (t50) and 90% (t90) of CWA decomposition were expressed. These times were determined by extrapolation from graphical relationships, as shown in Figure 5. In this way, the set experimental conditions allowed the expression of differences between the different decontamination sorbents and the characterisation of their degradation efficiencies.



Decomposition of CWA by decontamination sorbents was verified using the GC/MS method; the results fully correlated with the results of the FTIR measurements.




5. Kinetics of Decomposition


The dependencies, according to Figure 5, were instrumental in the simple and rapid determination of CWA degradation using sorbent by quantitative characteristics t50 and t90. The measured data also enabled the kinetics of decomposition to be identified.



In all experiments, a CWA reacted with sorbent, which was in excess. As the concentrations of sorbent did not change much during the process, we considered them constant. In the rate equation, the concentration of sorbent was considered constant and its concentration was included in the rate constant. Thus, the order of reaction is now one. It is, therefore, a pseudo-first-order reaction, which is described by the first-order reaction equation [34].



Assuming the hypothesis that decomposition proceeds as a pseudo-first-order reaction, the general equation Ct = C0 × e (−k’t) can be applied, where Ct is the amount of CWA at time t, C0 is the initial amount of CWA and k’ is a reaction rate constant, which also includes an amount of sorbent which is almost constant during decomposition. The significance of RPD values in percentage units indicates that Ct is the difference between 100 − RPD and C0 equals 100. The logarithmic form of the first-order reaction equation is then


ln(100/(100 − RPD)) = k × t











The dependency of ln(100/(100-RPD)) on time is linear for all CWAs and all sorbents. The dependencies are shown in the example of the decomposition of VX for a CWA/sorbent weight ratio of 1:10, in Figure 6. This is clear proof of the hypothesis that CWA decomposition using tested sorbents follows the first-order equation [34].



The slope of the linear dependencies in Figure 6 represents a reaction rate constant k’, which, in addition to the constant k, also includes the amount of sorbent. Linear dependencies can be also used to calculate the times required for 50% (t50) and 90% (t90) CWA decomposition. Those times are equal to: t50 = ln2/k’, t90 = ln10/k’. The values of the reaction rate constant k’ and times t50 and t90 for individual CWA and sorbents are shown in Table 3.



The accuracy of determined times t50 and t90 was defined during the process validation. The values in Table 3 represent the average values collected from five tests. The accuracy of time determination is expressed by a relative standard deviation sr.



The results show that the rate of CWA decomposition due to decontamination sorbents decreased in the order of soman–agent VX–sulfur mustard. The evaluation also showed that, under the given conditions, only FAST-ACT and LB3 could degrade more than 90% of all CWAs within two hours.



The overall accuracy of the time determination, expressed as a relative standard deviation, was 11% for t50 and 8% for t90, respectively. The determination of low t50 values was the least accurate in cases of very rapid decomposition of CWA. The relative standard deviation was close to 20%.



To assess the accuracy of the t50 and t90 determinations, an interlaboratory comparison of VX degradation testing of sorbents LB1, LB3 and LB4 was carried out. Five laboratories of the Fire Rescue Service of the Czech Republic perfomed the tests. They carried out three tests for each sorbent. The results are shown in Table 4. Considering the designation and objectives of the decontamination sorbent testing methodology, the precision of the t50 and t90 times was assessed to be sufficient.




6. Conclusions


The infrared spectra of CWA mixtures with solid decontamination sorbents, acquired using the ATR technique, were studied. Measuring the intensities of characteristic absorbance bands was used to objectively evaluate the degradation efficiency of solid decontaminants. The designed procedure is based on the measurement of the infrared spectra at certain time intervals and the utilisation of the intensities of the characteristic CWA absorbance bands to quantitate their loss.



The proportions of degradation products of chemical warfare agents as a function of time, and time required for the decomposition of 50% and 90% of the starting substance quantity, formed the results of the measurement.



The described test procedure allowed the FRS chemical laboratories to assess whether the decontamination sorbents with which the FRS units are equipped are sufficiently effective and meet the relevant technical conditions. This work paves the way for continued development of procedures for monitoring the decontamination of other CWAs and highly toxic substances.







Author Contributions


Conceptualisation, T.C. and J.K.; methodology, T.C.; validation, T.C. and J.K.; formal analysis, T.C. and J.K.; investigation, T.C. and J.K.; resources, J.K.; data curation, J.K.; writing—original draft preparation, T.C.; writing—review and editing, J.K.; visualisation, T.C. and J.K.; supervision, T.C.; project administration, J.K.




Funding


This research received no external funding.




Acknowledgments


This study was supported by the Ministry of Interior of the Czech Republic (Security Research and Development Project No. VI20152020009).




Conflicts of Interest


The authors declare no conflict of interest.




References


	



Hurst, C.G. Decontamination. In Medical Aspects of Chemical and Biological Warfare, 1st ed.; Sidell, F.R., Takafuji, E.T., Franz, D.R., Eds.; The Office of The Surgeon General Department of the Army, Borden Institute: Washington, DC, USA, 1997; pp. 351–359. [Google Scholar]

	



Skalican, Z. Decontamination. In Chemical Weapons and Protection Against Them, 1st ed.; Pitschmann, V., Ed.; Manus: Prague, Czech Republic, 2011; pp. 135–161. ISBN 978-80-86571-09-6. [Google Scholar]

	



Gibson, N.; Rovery, M. IHD Jane’s EOD & CBRNE Defence Equipment 2012–2013, 1st ed.; IHS Jane’s, IHS Global Limited: Coulsdon, UK, 2012; pp. 777–786. ISBN 978-0-7106-3007-0. [Google Scholar]

	



Gordon, R.K.; Clarkson, E.D. Rapid Decontamination of Chemical Warfare Agents. In Handbook of Toxicology Chemical Warfare Agents, 1st ed.; Gupta, R.C., Ed.; Academic Press Elsevier: London, UK, 2009; pp. 1069–1081. ISBN 978-0-12-374484-5. [Google Scholar]

	



Cabal, J. Primary Decontamination of Persons. In Chemical Weapons and Protection Against Them, 1st ed.; Pitschmann, V., Ed.; Manus: Prague, Czech Republic, 2011; pp. 162–170. ISBN 978-80-86571-09-6. [Google Scholar]

	



Lanz, B.E.; Allen, T. Metal Oxide Decontamination of Warfare Agents. Patent No. WO2004108172, 16 December 2004. [Google Scholar]

	



NanoScale Corporation User Manual. Chemical Hazard Containment and Neutralization System; NanoScale Corporation: Manhattan, NJ, USA, 2010. [Google Scholar]

	



Capoun, T.; Krykorkova, J. Comparison of selected methods for individual decontamination of chemical warfare agents. Toxics 2014, 2, 307–326. [Google Scholar] [CrossRef]

	



Capoun, T.; Krykorkova, J. Comparison of Selected Procedures and Means of Personal Decontamination; Ministry of Interior—General Directory of Fire & Rescue Service of the CR, Population Protection Institute: Lazne Bohdanec, Czech Republic, 2013; pp. 42–64. ISBN 978-80-86466-49-1. [Google Scholar]

	



Capoun, T.; Krykorkova, J. Efficiency testing of decontamination substances and mixtures in the Fire Rescue Service of the Czech Republic. In Proceedings of the XXI. International Conference on Separation Chemistry and Analysis of Toxic Compounds; Lazne Bohdanec, Czech Republic, 2 June 2015, Ministry of Interior—General Directory of Fire & Rescue Service of the CR, Population Protection Institute: Lazne Bohdanec, Czech Republic, 2015; pp. 38–51. ISBN 978-80-86466-79-8. [Google Scholar]

	



Wagner, G.W.; Procell, L.R.; Koper, O.B.; Klabunde, K.J. Decontamination of Chemical Warfare Agents with Nanosize Metal Oxides. Def. Appl. Nanomater. 2005, 10, 139–152. [Google Scholar]

	



Troya, D. Reaction Mechanism of Nerve-Agent Decomposition with Zr-Based Metal Organic Frameworks. J. Phys. Chem. C 2016, 120, 29312–29323. [Google Scholar] [CrossRef]

	



Liu, Y.; Howarth, A.J.; Vermeulen, N.A.; Moon, S.; Hupp, J.T.; Farha, O.K. Catalytic degradation of chemical warfare agents and their simulants by metal-organic frameworks. Coord. Chem. Rev. 2017, 346, 101–111. [Google Scholar] [CrossRef]

	



Plonka, A.M.; Wang, Q.; Gordon, W.O.; Balboa, A.; Troya, D.; Guo, W.; Sharp, C.H.; Senanayake, S.D.; Morris, J.R.; Hill, C.L.; et al. In Situ Probes of Capture and Decomposition of Chemical Warfare Agent Simulants by Zr-Based Metal Organic Frameworks. J. Am. Chem. Soc. 2017, 139, 599–602. [Google Scholar] [CrossRef] [PubMed]

	



Wang, L.Y.; Shen, Z.; Zhong, J.Y.; Cui, Y.; Zheng, H.; Yang, J.C.; Wang, J.L. Decontamination of Chemical Warfare Agents by Zn2+ and Ge4+ co-doped TiO2 nanocrystals at sub-zero temperatures: A solid-state NMR and GC study. Chem. Phys. Letters 2018, 707, 31–39. [Google Scholar] [CrossRef]

	



Kleinhammes, A.; Wagner, G.W.; Kulkarni, H.; Jia, Y.; Zhang, Q.; Qin, L.C.; Wu, Y. Decontamination of 2-chloroethyl ethylsulfide using titanate nanoscrolls. Chem. Phys. Letters 2005, 411, 81–85. [Google Scholar] [CrossRef]

	



Grassian, V.H.; Larsen, S.C. Applications of Nanocrystalline Zeolites to CWA Decontamination. Nanosci. Nanotechnol. Chem. Biol. Def. 2009, 19, 249–260. [Google Scholar]

	



Lu, A.X.; McEntee, M.; Browe, M.A.; Hall, M.G.; DeCoste, J.B.; Peterson, G.W. MOFabric: Electrospun Nanofiber Mats from PVDF/UiO-66-NH2 for Chemical Protection and Decontamination. ACS Appl. Mater. Interfaces 2017, 9, 13632–13636. [Google Scholar] [CrossRef] [PubMed]

	



Petrick, L.M.; Sabach, S.; Dubowski, Y. Degradation of Sulfur Mustard on KF/Al2O3 Supports: Insights into the Products and the Reactions Mechanisms. J. Org. Chem. 2009, 74, 8464–8467. [Google Scholar]

	



Knagge, K.; Johnson, M.; Grassian, V.H.; Larsen, S.C. Nanomaterials as Active Components in Chemical Warfare Agent Barrier Creams. Def. Appl. Nanomater. 2005, 11, 153–169. [Google Scholar]

	



Wagner, G.W.; Procell, L.R.; Munavalli, S. 27Al, 47,49Ti, 31P, and 13C MAS NMR Study of VX, GD, and HD Reactions with Nanosize Al2O3, Conventional Al2O3 and TiO2, and Aluminum and Titanium Metal. J. Phys. Chem. C 2007, 111, 17564–17569. [Google Scholar] [CrossRef]

	



Wagner, G.W.; Bartram, P.W.; Koper, O.; Klabunde, K.J. Reactions of VX, GD, and HD with Nanosize MgO. J. Phys. Chem. B 1999, 103, 3225–3228. [Google Scholar] [CrossRef]

	



Hung, W.C.; Wang, J.C.; Wu, K.H. Adsorption and decomposition of dimethyl methylphosphonate (DMMP) on expanded graphite/metal oxides. Appl. Surface Sci. 2018, 444, 330–335. [Google Scholar] [CrossRef]

	



Wagner, G.W.; Procell, L.R.; O’Connor, R.J.; Munavalli, S.; Carnes, C.L.; Kapoor, P.N.; Klabunde, K.J. Reactions of VX, GB, GD, and HD with Nanosize Al2O3. Formation of Aluminophosphonates. J. Am. Chem. Soc. 2001, 123, 1636–1644. [Google Scholar] [CrossRef] [PubMed]

	



Verma, M.; Gupta, V.K.; Dave, V.; Chandra, R.; Prasad, G.K. Synthesis of sputter deposited CuO nanoparticles and their use for decontamination of 2-chloroethyl ethyl sulfide (CEES). J. Coll. Interface Sci. 2015, 438, 102–109. [Google Scholar] [CrossRef] [PubMed]

	



Mahato, T.H.; Singh, B.; Srivastava, A.K.; Prasad, G.K.; Srivastava, A.R.; Ganesan, K.; Vijayaraghavan, R. Effect of calcinations temperature of CuO nanoparticle on the kinetics of decontamination and decontamination products of sulphur mustard. J. Hazard. Mat. 2011, 192, 1890–1895. [Google Scholar] [CrossRef] [PubMed]

	



Verma, M.; Chandra, R.; Gupta, V.K. Decontamination of 2-chloro ethyl ethyl sulphide and dimethyl methyl phosphonate from aqueous solutions using manganese oxide nanostructures. J. Mol. Liquids 2016, 215, 285–292. [Google Scholar] [CrossRef]

	



Li, Y.; Gao, Q.; Zhou, Y.; Zhang, L.; Zhong, Y.; Ying, Y.; Zhang, M.; Liu, Y.; Wang, Y. Degradation of sulfur mustard promoted by silver nanoparticles in the Ag NPs@HKUST-1 composites. J. Hazard. Mat. 2018, 358, 113–121. [Google Scholar] [CrossRef] [PubMed]

	



Verma, M.; Chandra, R.; Gupta, V.K. Synthesis and characterization of magnetron sputtered ZrO2 nanoparticles: Decontamination of 2-chloro ethyl ethyl sulphide and dimethyl methyl phosphonate. J. Environ. Chem. Eng. 2016, 4, 219–229. [Google Scholar] [CrossRef]

	



Spectroscopic Software OMNIC 8; Thermo Fisher Scientific: Madison, WI, USA, 2002.

	



Bajgar, J. Nerve Agents. In Military Toxicology, 1st ed.; Patocka, J., Ed.; Grada Publishing: Prague, Czech Republic, 2004; pp. 30–44. ISBN 80-247-0608-3. [Google Scholar]

	



Kassa, J. Vesicants. In Military Toxicology, 1st ed.; Patocka, J., Ed.; Grada Publishing: Prague, Czech Republic, 2004; pp. 45–54. ISBN 80-247-0608-3. [Google Scholar]

	



Silverstein, R.M.; Bassler, G.C.; Morrill, T.C. Spectrometric Identification of Organic Compounds, 3rd ed.; John Wiley and Sons, Inc.: New York, NY, USA, 1974; p. 211. [Google Scholar]

	



Moore, W.J. Physical Chemistry, 4th ed.; Prentice-Hall: Englewood Cliffs, NJ, USA, 1972; pp. 346–353. Available online: https://ia802603.us.archive.org/17/items/PhysicalChemistry4th.ed./Moore-PhysicalChemistry.pdf (accessed on 8 January 2018).








[image: Toxics 07 00063 g001 550] 





Figure 1. Effect of reaction time (t, min) of soman with FAST-ACT sorbent on an absorbance band corresponding to P–F bond vibrations. 
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Figure 2. Effect of reaction time (t, min) of VX with LB4 sorbent on an absorbance band corresponding to P–S–(C) bond vibrations. 
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Figure 3. Effect of reaction time (t, min) of sulphur mustard with the LB3 sorbent on an absorbance band corresponding to CH2–Cl bond vibrations. 
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Figure 4. Comparison of infrared spectra of sulphur mustard and 1,2-dichloroethane (measured by attenuated total reflection (ATR) technique). 
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Figure 5. Relative part of decomposed soman (RPD) by decontamination sorbent LB3 (CWA/sorbent weight ratio is 1:5) as a function of time. 
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Figure 6. Dependence of value ln(100/(100-RPD)) on time for VX degradation by decontamination sorbents (CWA/sorbent weight ratio 1:10). 
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Table 1. Wavenumber ranges that were to used determine the areas of absorbance bands and baseline points.
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	CWA
	Soman
	VX
	Sulphur Mustard





	Monitored band, cm−1
	856–825
	538–494
	1234–1198



	Reference band, cm−1
	3012–2887
	990–910
	1320–1250
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Table 2. Results of monitoring the soman decomposition process using decontamination sorbent LB3.
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	t, min
	0
	5
	10
	15
	20
	30





	Am (856–825 cm−1)
	0.42
	0.15
	0.069
	0.035
	0.021
	0



	Aref (3012–2887 cm−1)
	1.15
	0.97
	0.93
	0.74
	0.69
	0.63



	Ym = Am/Aref
	0.37
	0.15
	0.074
	0.047
	0.030
	0



	The relative part of decomposed CWA RPD, %
	0
	59
	80
	87
	92
	100
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Table 3. Reaction rate constants k’, times t50, t90 and relative standard deviations sr for decomposition of chemical warfare agents (CWAs) by decontamination sorbents (number of measurements, five; CWA/sorbent weight ratio 1:10).
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	CWA
	Sorbent
	k’, min−1
	t50, min
	sr, %
	t90, min
	sr, %





	Soman
	FAST-ACT
	0.10
	6.9
	18.1
	23
	10.4



	
	LB1
	0.021
	33
	10.3
	110
	4.9



	
	LB2
	0.0026
	>120
	-
	>120
	-



	
	LB3
	0.16
	4.3
	19.8
	14
	13.2



	
	LB4
	0.039
	18
	12.7
	59
	6.6



	
	LB5
	0.024
	29
	9.5
	96
	5.8



	Agent VX
	FAST-ACT
	0.056
	12
	14.7
	41
	8.0



	
	LB1
	0.049
	14
	15.5
	47
	8.6



	
	LB2
	0.013
	53
	11.3
	>120
	-



	
	LB3
	0.025
	28
	8.4
	92
	7.3



	
	LB4
	0.027
	26
	7.6
	85
	5.9



	
	LB5
	0.016
	43
	5.7
	>120
	-



	Sulphur
	FAST-ACT
	0.025
	28
	9.1
	92
	5.2



	mustard
	LB1
	0.010
	69
	7.4
	>120
	-



	
	LB2
	0.0051
	>120
	-
	>120
	-



	
	LB3
	0.021
	33
	11.0
	110
	7.9



	
	LB4
	0.0019
	>120
	-
	>120
	-



	
	LB5
	0.0089
	78
	6.8
	>120
	-
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Table 4. Results of interlaboratory comparison of t50 and t90 degradation tests of VX by decontamination sorbents (CWA/sorbent weight ratio 1:10).
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	Sorbent
	LB1
	LB3
	LB4





	Total number of results
	15
	15
	15



	Number of results out of tolerance ±20%
	1
	0
	0



	Average interlaboratory value t50 (min)
	12
	28
	28



	Relative standard deviation t50 interlaboratory (%)
	10.3
	8.6
	9.0



	Average interlaboratory value t90 (min)
	42
	97
	93



	Relative standard deviation t90 interlaboratory (%)
	9.0
	9.3
	8.6
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