
Tetrahedron Letters No. 11, pp. 711-713, 1963. Pergamon Press Ltd. 
Printed in Great Britain. 

REACTIONS OF THE oi-METHOXY- AND d,o(-DIMETHOXXBENZYL RADICALS 

R. L. Huang 2nd Kheng H. Ice 

Department of Chemistry, University of Kalaya, Kwla Lunpur 

(Received 5 February 1963) 

THE substituted benzyl radicals PhCHOR and PhiHNRRl (R, R' I Ne, .%, phi, 
, 

etc.) have been prepared fmm benzyl ethers1 and t-tenzylamines,L :espec- 

tively, by dehydmgenation .yith t-butoxy radicals, and shown to dispmpor- 

tionate provided the radical R* so produced is resonance-stabilised. The 

analogous dimsthoxytemyl radical (I) has now lxxx prepared fmm the 

dimetkq-1 acetal of benzaldehyde thmugh hydrogen-abstraction by a variety 

of radicals namely, t-butoxy, trichlommsthyl, or succinimidyl radicals. 

By itself (I) dispm;ortionates (reaction 1) to methyl benzoate and free 

methyl, which then carries on the chain. When generated in the prxence 

of &bmmosuccinimide or bmmotrichlommsthane, however, (I) readily 

abstracts a bromine atom from these substances to give an unstable bmmo_ 

compound which breaks down into ethyl bromide and we-thy1 benzoate 

(reaction 2), no chain characteristics being exhibited in this case. 

KcooIk + Ik. . . . . 
P 

(11 

PhCii(owa)2 3 Kt(0!4a)2 

(I) k FhCBr(Olk)2-&phE0k + MeBr . . . . (2) 

' Ruang and Sl-Hoe, Pmt. (hem. Sot. 354 (l957); * in "Vistas 
in Free-Radical Chemist= ' ed. N. A. 'Xaters, Pergamon Press, 
Iondon (19591, p.242. 

2 ~uang, J. Chem. Sot. 1816 (1959). 
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It has also teen found that the Fh&O% radical, previously shown1 

to be a relatively stable entity which persists in solution until 

dimsrisation, in contact with N-bromosuccinimide or brumotrichlonxzthane 

similarly combines with the bromine atom in these substances to form 

F?SHBr(OMe) which readily breaks down to benzaldebde and methyl bromide. 

Results from typical experiments are given in the Table. The 

products were analysed by infra-red spectropcopy and/or chemical 

identification. 

These systems afford new avenues whereby the Hazmmtt relationship 

in hydrugen-abstraction from arwnatic side chains may be studied. Work 

in this direction is under way. 


