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A number of unsymmetrical benzile and others &di.ketcnee have been prepered and 

subjected to alkaline rearrangement. The studies of the migratory preferences in the 

reaction have been reported (1, 2). 

It is apparent from theee reeulta that phenyl groups carming electron-donor 

eubstituente migrate to a lesser extent than phenyl, while those with electrcn-ettracting 

subetituents move to a greater degree. Thue, for example, the p-methcxyphenyl group hae 

been ehcwn to migrate leee than phenyl in the beneilic acid rearrangement (3) . 

For this reaecn, it was interesting for ue , to study the migratory preferencea in 

1-phenyl-2-(3-pyridyl) glycxal and 1-(4-methcxyphenyl)-2-(3-pyridyl) glycxal. Theee two 

d-diketones, each labelled with l4 C in the carbcnyl carbon atom adjacent to the 

3-pyridyl group were prepared and subjected separately to the ccnditicne of the 

rearrangement. The resultant 0(-(3-pyridyl) mendelic acid wae ieclated in each case and 

degradated to CO2 and the respective carbincl (4) . 

In both oaeee, the 3-pyridyl radical hae migratcrg preferencees When R = 0CE3 thie 

preference is of a more pronounced degree. The results are eunmsrised in table I. 

TABLE I 

R 
Activity of the Activity of the $Migraticn of 
Carbincl (dpm/rc?+f) Acid (dpm/mM) 

p Yl.graticn of 
phsnyl group p-methcqph-1 

group 
E 7.346 x.10 4+ - 1483 3.129 x 105 2 6258 23.4 +, 1.0 

OCH 
3 

4.756 L lo4 i 960 3.060.x lo5 +- 61x) --- 15.5 + 0.7 

The ratio of the millimclar radioactivity of the carbincl to that of the acid 

multiplied by 100 gives the percentage migration of the phenyl group or the eu?stituted 

phenjrl group. 
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