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Summary. The reactions of allenyl and propargyl cobaloximes with orga- 

nosulphonyl chlorides under anaerobic and photochemical conditions form 

sulphones by 'a novel homolytic attack at the a carbon to the metal. 

A number of papers have described a series of novel displacement reactions 

between a free radical precursor and diamagnetic Q bonded organometallic complex 

in which the key step is the homolytic displacement of a paramagnetic metal com- 

plex by attack of C, S or N centred radical on the organic ligands of the organo- 

metallic complex. 
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The study is of importance in view of very few examples 

of sH2 reactions at carbon centre and their use in synthetic organic chemistry. 
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CBr3, CC12CN, SPh, RSO2, ArS02NMe etc. 

In all these reactions, the organic products are formed by the regiospecific att- 

ack of ? on the terminal carbon of the axial organic group of the organometallic 

complex. Exception to the terminal attack is rare but has been observed only 

once when an allylcobaloxime is sterically hindered. 
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In this paper we report that the allenyl and propargyl cobaloximes undergo 

ana-attack by the sulphonyl radicals. 
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2, R1 =R2 =Me 

HC"C-CH2-Co'= (dmgHJ2Py + RS02C1 * HCEC-CH2-S02R + C1C0111(dmgH)2Py 

a 4 

Products of reactions of allenyl, 3,3-dimethyl allenyl and propargyl cobal- 

oximes (1,2 and 5, -- 
ditions.* 

respectively) with RS02C1 under photolytic and anaerobic con- 

Cobaloxime 

1, Allenyl 

Rl=R2=H 

RS02C1 

(R) 
Percentage ratio of organic 

products isolated 
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CH3 

Ph 

4-FC6H4 

4-C1C6H4 

4-BrC6H4 

4-CH3C6H4 

2,4,5-c13C6H2 

2-N02C6H4 

3 
Nil 

50 

100 

100 

100 

100 

100 

100 

100 

50 

Nil 

II 

*t 

I, 

,I 

II 

100 

100 

100 

100 

100 

2, 3,3-Dimethyl allenyl 4-C1C6H4 

Rl=R2=Me 

2, Propargyl 

4-BrC6H4 

4-CH3C6H4 

2,4,5-c13c6~2 

4-FC6H4 

4-C1C6H4 

4-BrC6H4 

4-CH3C6H4 

2,4,5-C13C6H2 

100 

100 

100 

100 

-f Irradiation with 2 x 200 Watt lamps through all glass apparatus. 
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~11 products described have been characterised by 'H NMR, mass spectra and 

elemental analysis. 
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