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Sulfonylmethylisocyanides are valuable synthetic intermediates. At the mcment especially 

tosylmethylisocyanide (TosMIC, p_CH C H SO CH N=C, 
364 2 2 

I) is under investigation.' Its methylene 

group is convertible into a carbsnion under a variety of experimental conditions, oroviding a 

reactive species with both a nucleophilic and an electrophilic centre (i.e. the carbsnicn and the -- 

isosysnide carbon, respectively). Rmploying this property, many different heterocycles have been 

synthesized2 by addition of To&CC (I) to unsaturated systems, 5.5. 3 

&HO + TosCH N=C base 
2 -TosH\ 

(I) 
X 

IIa (X = H) 

z r) 
"LH 

IIb (X = Tos) 

@CCC1 + TosCH2N=C 
' base /' 

SIC1 

(I) 

For ccmparative purposes, thiomethylisocyanides, RSCH2N=C (IV), are of special interest. 

Their more strongly nucleophilic carbanions suggest that the synthesis of additional heterocycles 

should be possible by this method. Also, in products ccnnparable with IIb, the substituent X = RS 

should be removable more readily by reductive desulfurisation. 

Despite a recent negative report, 4 we were able to synthesize a series of thicmethyliso. 

cyanides5 (IV) by dehydration of the appropriate formsmides' III. 
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:: 
RSCH$HCH 

POCl , 2o" to 5o" c 
> 

(III) (C$mH2)2, Et3N 

IV8 R = p-tolyl; 

lvb R = benzyl ; 

NC R = n-butyl; 

IVd R = t-butyl; 

All compounds IV show a characteristic isocyanide band 

RSCH2N = C (Iv) 

bp. 6o"c/ ~a. 0.001 mm; 53% 

bp. 64'C/ ~a. 0.001 mm; mp. 27-28'C; 37% 

bp. 55'C/ 0.8 mmi 32% 

bp. 41°C/ 0.5 mm; 40$ 

at 2140 (+ 5) cm-' (neat). 

a-Lithio p-tolylthiomethylisocyanide (V) (from IVa and n-Buli in 'IHP at -7OOC) reacts 

with acetic anhydride at temperatures rising from -70' to 20°C (in 2 hr) to give 5-methyl-4-p- 

tolylthio-oxaxole (Via) in ~a. 3C$ yield. 

fi 
00 

RS-CH-N=C + RS-CH-N=C 

(V) CH3-b=o 
- R' 

R = p-tolyl VIaR' =C 
H3 

VIb R' = o-C6H4COOH 

Similarly, 5-o-carboxyphenyl-4-p-tolylthio-oxazole (VIb) was obtained in 30$ yield, mp. 149-150' 

C using phthalic anhydride instead of acetic anhydride. 

The structures of all new compounds (IV and VI) are fully supported by elemental mi- 

croanalyses and spectral data (IR, NMR and MS). 
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