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Attempts to prepare tert.alkanesulfonamides from the reaction of a tert.alkanesulfonyl-
chloride with ammonia or amines have been unsucc:essful."_3 The few tert.alkanesulfonamides known
to date have been synthesized by other routes, e.g. oxidation of the corresponding tert.alkane-
sulfinamides.z’h

We wish to report that primary, secondary and tertiary tert.alkanesulfonamides can be
obtained in reasonable ylelds upon treatment of a tert.alkanesulfinylchloride with the appropriate

hydroxylamine in ether or ether—CHéCl2 at room temperature.

tert.RSOC1 + 2 R'R"NOH —> tert.RSOzNR'R" + R'R"NOH.HC1

la-lg; tert.R, R' and R": see Table.

Yields and physical constants of la-1g are listed in the Table. Structural assignments

of the new compounds are based on elemental analyses and IR (VSO at 1120-1145 and 1290-1335 cm'l)
2

and NMR spectral data.

Mechanistic details of the reaction are unclear at the moment. In no case was the

5

expected N-tert.alkanesulfinylhydroxylamine isolated.” However, nucleophilic attack of the hydro-

xylamine nitrogen atom on the sulfinyl sulfur seems most plausible as the first step since the

O-substituted hydroxylamine 2 (b.p. 60°/1 mm; TR: v at 1095 cm_l) was isolated in a yield of

$=0
60% from the reaction of tert.ChH§SOCl with N-methyl-O-methylhydroxylamine.
('?
C CSOC1 + 2 CH,NHOC —> {(CH,),CSN(CH,)0oC + CH,NHOCH, .HC1
(CHy)5 HNHOCH,, (CH,) CSN(CH ) OCH, 5 NHOCH,
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The conversion of benzene- and p-toluenesulfinylchloride with HéNOH into the correspon-
ding sulfonamides has been reported in the early literature1, but the replacement of HéNOH by

N-substituted hydroxylamines leads to complicated mixtures containing E—hydroxysulfonamides.6

Table: The alkanesulfonamides tert.RSO,NR'R" (la-1g).

tert.R R' R" Reaction | Yield M.p.
time (nrs.)| ®) | (%)

la (CH})}C H H 4 59 162-165
1b ( CHB) € H CH}CH20H201{2 16 39 37.5-39
e ( ch})jc H eyelo-CgH, | b k1 112-1152
1 -
1d (CH3)3c H (ch)}c " s 108-110
le (0113)30 Coty CoHy 16 13 b.p. 66/0.3 mm
1f 1-Adamantyl H H 2 56 196-198°
1g 1-Adamantyl H eyelo-CgH, | 6 68 178-180°
215¢.2 118°, Prae.t 197-198°. C1as.* 178°.

General procedure:

A solution of 0.005 mole of the EEEE.alkanesulfinylchloride in 50 ml ether or ether-
CH'ECl2 (1:1; 1b and lg) was added dropwise under nitrogen in the dark to a solution of 0.010 mole
of the hydroxylamine in 10 ml ether over a period of 15 min. After stirring the mixture for 2-16
hrs. (see Table) the precipitated salt (yield B0-100%) was filtered off. Evaporation of the
solvent in vacuo gave the crude product. Pure la-lg was obtained by distillation or crystalllza-

tion {usually from petroleum-ether hO-GOO).
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