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Abstract 

A simple and inexpensive procedure is proposed for achieving the title transforma- 

tion. The method works best with thiobenzophenones (60-100 % yields). 

THERE are many ways to turn thiocarbonyl into carbonyl compounds'-I'. Two attrac- 

tive and efficient recent methods use the nitrosonium NO+ ion 
13-14 . We show here how 

recourse to a salt such as NO+ BFi I4 can be avoided 

i.e. 
15 

: the much less expensive "clayfen", 

clay-supported ferric nitrate , gives equally good results. With aromatic 

substituents (A?, A?), in most cases nearly quantitative conversions are achieved 

(Table). 
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3-pyridyl 

reaction time isolated yield (%) 

lh 90 

lh 94 

0.5h 93 

1.5h 90 

15ha 77 

lh 95 

15ha 78 

lh 95 

0.5h 85 

0.5h 100 

6h 60 

a reaction time can be reduced to 8h by the use of 2g of clayfen for 1mM of thioketone. 
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While this method using "clayfen" works best with ketones having aromatic substi- 

.tuents, it can be applied also to other thioketones such as fenchone (17%), dicyclo- 

propyl ketone (39%), camphor (30%), or 2-adamantanone (68%) with "claycop"15a& 

clay-supported cupric nitrate. A typical procedure is : 

To a solution of 10 mM of thioketone in 100 ml of dichloromethane under nitrogen, 

at room temperature, 10 g of "clayfen" is added in one portion, with efficient stir- 

ring. After a few minutes, red-brown vapors are evolved. The mixture is stirred for the 

time stated in the table. The reaction mixture is filtered, washed with water and 

dried. After solvent evaporation, the residual material may be recrystallized or 

chromatographed. 

Acknowledgments. 

We thank Programmation de la Politique Scientifique (Action Concertee 82/87-34) 

and Fonds National de la Recherche Scientifique (grant for purchase of the Bruker AM 

300 WB nmr spectrometer used), Brussels, for their generous support. 

References. 

1. G.K.S. Prakash, P.S. Iyer, M. Arvanaghi, G.A. Olah, J. Org. Chem., 48, 3358 

(1983). 

2. H. Singh, P. Singh, N. Malhotra, J. Chem. Sot. Perkin Trans. I, 2647 (1981). 

3. M.J. Kalm, J. Org. Chem., 6, 2925 (1961). 

4. K.S. Kocchar, D.A. Cottrell, H.W. Pinnick, Tetrahedron Lett., 4, 1323 (1983). 

5. R. Mukherji, Indian J. Chem., Sect B, 15, 502 (1977). 

6. (a) M. Mikolajczyk, J. [uczak, Synthesis, 491 (1974). 

(b) M. Mikolajczyk, J. Iluczak, Chem. Ind. (London), 701 (1974). 

7. M. MikoJajczyk, J. Iluczak, Synthesis_, 114 (1975). 

8. D.H.R. Barton, S.V. Ley, C.A. Meerholz, J. Chem. Sot. Chem. Commun., 755 (1979). 

9. N.J. Cussans, S.V. Ley, D.H.R. Barton, J. Chem. Sot. Perkin Trans. I, 1650 (1980). 

10. S. Tamagaki, I. Hatanaka, S. Kozuka, Bull. Chem. Sot. Jpn, 50, 3421 (1977). - 

II. M. MikoJajczyk, 3. Cuczak, J. Org. Chem., 43, 2132 (1978). - 
12. K.A. Jdrgensen, M.T.M. El-Wassimy, and S.-O. Lawesson, Chem. Ser., 23, 181 (1984). - 
13. K.A. Jfirgensen, A.-B.A.G. Ghattas, and S.-O. Lawesson, Tetrahedron, 38, 1163 - 

(1982). 

14. G.A. Olah, M. Arvanaghi, L. Ohannesian, and G.K.S. Prakash, Synthesis, 785 (1984). 

15. (a) A. Corn@lis and P. Laszlo, Synthesis, submitted for publication. 

(b) A. Corn@lis, P. Laszlo, and P. Pennetreau, Bull. Sot. Chim. Belg., 93, 961 - 

(1984). 

(Received in France 4 March 1985) 


