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thoroughly before submitting for analysis; yield, 7.8 g. (94.770); 
m.p. 340-344' dec.; l k 2  320-330" dec. 

Anal .  Calcd. for C6H11N03S: C, 36.34; H, 6.71; 3, 8.48. 
Found: C, 36.53; H, 6.82; N,8.29.6 

Infrared and ult,raviolet spectras showed that no starting 
material was present. When reduction in aqueous ammonia was 
attempted in the presence of rhodium on a carrier, complete up- 
take of hydrogen was never achieved even when a 60% ratio of 
c4:ttalyst to compound was used. 

Attempted Hydrogenation of VI1.--4 solution of 6.3 g. (0.033 
mole) of TT14 in 100 ml. of water and 3 nil. of concentrated am- 
monium hydroxide was subjected to reduction under 3 atm. 
pressure in the presence of 2.0 g. of 5yo rhodium on alumina. 
S o  uptake occurred. The solution was filtered and rehydro- 
yenated ni th  fresh catalyst. This operation was repeated 
several times. T o  uptake of hydrogen was ever observed. At- 
tempted reduction in t,he ahsenre of animonia with the same 
cat,alyst or with plat,inuni oxide also failed. 
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(8) Infrared examination was carried out by Mr. A. Kammer and nltra- 
\.lolet work by M r .  V. Papendick, both of this laboratory. 
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Previous workers have shown that substituted car- 
banilides are a biocidally active group of compounds, 
but none have investigated the activity of the S-hy- 
droxycarbanilides. The introduction of a hydroxyl 
group on the nitrogen atom of a carbanilide should give 
the resulting cornpound chelating properties and thereby 
perhaps increase the germicidal activity. 

Although the reaction of phenylhydroxylamine and 
phenylisocyanate to give S-hydroxycarbanilide is 
known, only a very few S-hydroxycarbanilides are 
reported in the literature* and there are no exaniples 
where dihalo- and polyhalo-substituted phenylhydroxyl- 
amines are used. 

The preparation of dihalo- and polyhalo-substituted 
phenylhydroxylaniines, by reduction with zinc dust in 
the presence of aiiinioniuni chloride, proceeds quite 
smoothly. However, the isolation of the product is 
difficult since it mill oxidize rapidly in air in a matter of 
seconds to the azoxybenzene derivative. It was found 
that the phenylhydroxylamine could be used without 
isolation; care had to be taken however to reniove all 
alcohol and water used in the reduction step before pro- 
ceeding to the reaction with the isocyanate. 

The monohalo phenylhydroxylamines having a 
methyl group in the oitho position were found to be 
inore stable than the monohalo phenylhydroxylamines 
and could be isolated and recrystallized in good yields 
without undue oxidation. 

The S-hydroxycarbanilides were screened, by the 
agar dilution method, and were found to be a biocidally 

(1) E. Beckmann, J .  prakt. Chem., 12156, 71 (1897). 
(2)  B. Hirsoh, ibid., 184, 264  (1961). 
(3) 8. A. Waksman and H. C .  Reilley, Ind. Bng. Chem. Anal. Ed., 17, 

5.56 (1945). 

active class of compounds, I n  general, they were inore 
active than the corresponding carbanilides. Table I 
coinpares the relative activity of several carbaiiilides 
with that of the corresponding S-hydroxycarbanilides. 

TABLE I 
cOVP.4RISOX OF ACTIVITY OF CARBANILIDES ASD 

N-HYI)ROXYCARBAIVII,IDES AGAISST StUphl/~OrOCC/is U/// ' f ' ! l .S 

R 
3-C1 
4-CI 
4-c1 
3,4-C1? 
3,5-C12 
3,5-C12 
3,4,5-C1, 

R' 

3-CF3 
4-c1 
:3-CF3-4-C1 
3,4412 
3-NO2 
3-CF3-4-Cl 
3-CF3 

r----l\Iinimum inhibitory- 
concentration (p.p.m.) 

RZ = RZ = OH, R2 = H, 
R 3 =  H R 3 =  H R 3 =  OH 

125 31 31 
. . .  15 
31 2 

. . .  4 

. .  8 
8 0 . .i 

31 0 .5  8 

The physical data and germicidal activity against 
Staphylococcus aureus of the S-hydroxycarbaiiilides 
are shown in Table 11. 

Experimental 
The S-hydroxycarbanilides isolated were found to be white or 

off-white solids which could be recrystallized from aqueous 
methanol. They melted with decomposition, readily formed 
sodium salts, and gave blue or green colorations with ferric 
chloride solution indicative of chelate formatmion. They were 
soluble in alcohol, dimet'hylformaniide, and ether; part,ially 
soluble in benzene and chloroform; and insoluble in water and 
petroleum ether. Exposure to sunlight for 2-3 days gave changes 
in the melting point's and additional peaks in the infrared curves 
of t8he compounds, indicating instability under these conditions. 

Method A.-This procedure was suitable for the fairly stable 
monohalo phenylhydroxylamines which were isolated and purified 
before react'ing with t'he isocyanates. 

Method B.-Procedure A was modified by not isolating the 
freshly prepared phenylhydroxylamine. This method was used 
for the very unst,able dihalo and polyhalo phenylhydroxylamines. 
Any oxidized phenylhydroxylamine that was formed could be 
removed readily by washing the N-hydroxycarbanilide with 
petroleum ether (b.p. 40-60"). The isocyanates used, wit,h t.he 
exception of t.he monohalo derivatives which were commercially 
available, were prepared by the phosgenation of the amine.4 

3',4,5'-Trichloro-N-hydroxycarbanilide (Method A).-To a 
solution of 1.91 g. (0.0133 mole) of 4-chlorophenylhydroxylamine 
in 50 ml. of chloroform was added a solution of 2.5 g. (0.0133 mole) 
of 3,5-dichlorophenyl isocyanat,e in 50 ml. of chloroform. Aft,er 
stirring for a few min. a white precipit,ate was formed. The mix- 
t.ure was stirred for 1 hr., then filtered, the whit.e solid vacuum 
dried, and then recryst,allized from aqueous methanol to give 
whit,e crystals, m.p. 155-156', in i5yc yield. 

3,3',4,4'-Tetrachloro-N-hydroxycarbanilide (Method B).- 
A mixture of 21.9 g. (0.114 mole) of 3,4-dichloronitrobenzene in 
240 ml. of 2B alcohol and 4.8 g. of ammonium chloride in 60 ml. of 
wat,er was st,irred well and heated t80 reflux. At reflux small por- 
t'ions of pure zinc dust were carefully added over approximately a 
1-hr. period until the mixture became colorless. Approximately 
43 g. of zinc dust were necessary. The mixture was then cooled 
slightly, quickly vacuum stripped t,o dryness, then slurried with 
500 ml. of chloroform, filtered, the filt,rate quickly was dried with 
anhydrous sodium sulfate and then filtered into a solution of 12.68 
g. (0.068 mole) of 3,4-dichlorophenyl isocyanate in 100 ml. of rhlo- 
roform. The whit,e precipi- 
tate, which formed almost immediat,ely, was removed by filtra- 
t,ion and washed with a little petroleum et,her (to remove oxidized 

The mixture was st'irred for 1-2 hr. 

(4) D. J. Beaver, D. P. Roman, and P. J. Rtoffel, J. Am. Chrm. S o c . ,  79, 
1230 (1957). 


