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A recent preliminary paper by Hahn and coworkers2 Is devoted to the problem of the synthesis of 

a-substituted tosyldiazomethanes 2a-c. For various reasons their communication is of interest. 

The results of Hahn agree very much with our earlier observations3 as far as a-diazosulfones are 

concerned with ali@atic substituents, like a and b. However, our mutual experiences with 

a-phenyltosyldiazomethane (C) are quite conflicting. 

2 & R=Me 
z R =i-Pr 

(not for g R = Fh) 

In our laboratory, n-alkyl substituted a-diazosulfones 4, including &5 (i.e. R=Me) and 2 (R = Et) 

have been prepared previously by the alumina-induced cleavage of the g-nitrosocarbsmates given in 

eq. [113, a method introduced originally for the synthesis of sulfonyldiazomethanes 2 (R = H).6 

With increasing size of the group R, however, the synthesis of the precursory E-nitrosocarbamates 

becomes progressively more difficult. We have been unable to isolate N-nitrosocarbamate & (i.e. 

R = I-Fr) by nitrosation of the corresponding carbamate with nitrosyl chloride in pyridine. 3 It 

now appears that m and his group did succeed after all, and also that they were able to convert 

-lb (without being isolated) into a-diasosulfone s, according to eq. [11, 
2 
Neither group, apparent- 

ly, has succeeded in the synthesis of 1. (R = Fh), and consequently a-phenyltosyldiazomethane (2~) 

cannot be prepared by reaction [11.3'2 

According tom, a-phenyltosyldiazometbane (2~) is formed, however, in solution by 

reaction [2], but the compound is reported to be too unstable to allow for "isolation and further 

structural investigation". 
2 
We find these assertions incomptible with reality. 
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TosCl + PhCH=N2 ? ) TosC=N2 2 (or tiy=N2 2) [21 

bh Cl 

We have prepared a-phenyltosyldiazomethane (2) (and analogues) by two independent routes': by 

application of the diazo-transfer reaction' 
8 

and of the Forster reaction , as indicated in eq. [3]. 

In our hands & is a red, crystalline solid - that perfectly well can be Isolated and character- 

ized - melting under decomposition at 79-81' (Kofler block); IR (nujol) 2085 (;C=N=N), 1342 and 

1152 cm-' (S02); NMR (CC14) 6 2.38 (s, 3 H), 7.05-7.35 (m, 7 H), 7.67 (d, 2 H, J-= 8.5 Hz); correct 

elemental analysis. With hydrochloric acid in ether, 2 is converted quantitatively to a-chlorc- 

benzyl ptolyl sulfone. 

TosfI-CHO + ~HOCCC6H4S02N3 --+$% TosC=N2 
c 1NH2 

+%-- Tosi;? 
131 

Pn Lh 

c 

Furthermore, we feel it highly unlikely that 2 can be prepared by reaction [2]. It is known that 

diazomethane itself cannot be sulfonylated by sulfonyl chlorides. 9 It is also known that the reac- 

tion of carbon nucleophiles with sulfonyl chlorides usually leads to chlorination rather than sul- 

fonylation. 
10 

Therefore chances are that the unstable diazo compound observed by Q&Q in fact has 

been a-chlorophenyldiazomethane (z), an unknown compound that may very well be unstable indeed. 

Finally, a-diazobenzyl 1,2_diphenylvinyl sulfone, m.p. 112-114' (dec.), reported by Car- - 

pin0 et &. 
11 , should be mentioned as the first representative of the sulfonylphenyldiazomethanes. 
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