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In some recent papers we exposed our werk concerning 

thiazolcs and pyridincs. We wish to report,now, some preliminary 

radical phenylation of isothiazole and methyl-isothiazoles. 

I - ISOMER RATIOS AND REACTIVITY - 

January 1969) 

the free radical arylation of 

results dealing with the free 

The phenylation method has been described in previous papers (I, 2, 3, 4). The 

reactivity is given tewards benzene, equimolecular amount of benzene or nitrobanzene being 

used in the experimental process of competitive reactiens. In the benzene experiments, seme 

oxidising agent is added to the reaction mixture to prevent excessive'dimerization er dispro- 

pertionation of the intermediate complexes (5, 6). 

We obtained: 

substrates medium 

isothiazole neutral 

3-methyl isothiazole neutral 

4-methyl isothinzole neutral 

5-m&hyl isethiazole neutral 

isomer-ratios reactivity towards 
3 4 5 benzene 

47 9 44 0.95 

38.5 61,5 0.65 

:: 1 31 1 6o j 1’*5 

All the results arc given with + or - 2%. 

In acidic medium ( e.g. acetic acid, acetic anhydride, hydrechleric acid) we 

found an increase of substitution of about 15 to 20% for the 3 position. 

II - REACTIVITY TOWARDS ONE POSITION OF BENZENE AND DISCUSSION - 

a) Reactivity towards enc position of benzene in neutral medium: 

substrates pesitiens partial rata factors 

isothiazole 3 i.68 

I 5 2.51 

4 0.51 

779 



780 

substrates 

3-methyl isothiazole 

4-methyl isothiazale 

No.10 

pesitions partial rate factors 

4 I.5 

5 2.4 

3 4.43 

5 6.65 

I 5-methyl isothiazole 3 

4 

1.25 

0.56 

b) Discussion: 

The partial rate factors show that the reactivity of isothiazolc is almest the 

same fer the 3 or 5 pesitions, adjacent to nitrogen er sulfur. This fact, emphasize the results 

already obtained for the thiazole (4). In the same way, substitutien of the isethiasole ring 

by a methyl group , give the greatest increase of reactivity when the methyl greup substitutes 

a weakly reactive position, as in the case of pyridine and thiazolt (7, 8, 9). 
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