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4 number of unsymmeirical benzils and otners (A-diketones have been prepared and
subjected to alkaline rearrangement. The studies of the migratory preferences in the
reaction have been reported 1, 2).

It is apparent from these results that phenyl groups carrying electron-donoxr
substituents migrate to a lesser extent than phenyl, while those with electron-attracting
substituents move to a greater degree. Thus, for example, the p-methoxyphenyl group has
been shown to migrate less than phenyl in the bensilic acid rearrangsment (3).

For this reason, it was interesting for us, to study the migratory preferences in
1-phenyl-2-(3-pyridyl) glyoxal and 1-(4-methoxyphenyl)-2-(3-pyridyl) glyoxal. These two
d—di‘ietones, each labelled with 140 in the carbonyl carbon atom adjacent to the
3-pyridyl group were prepared and subjected separately to the conditions of the
rearrangement, The resultant Ol-(3-pyridyl) mendelic acid was isolated in each case and

(@)

degradated to CO, and the respective carbinol

2

In both cases, the 3-pyridyl radical has migratory preferencess When R = O(JH3 this

preference is of a more pronounced degree. The results are summarized in tabdble I.

TABIE I
R Activity of the Activity of the 4 Migration of % Migration of
Carbinol (dpm/mM) Acid (apm/mM) phenyl group p-methoxyphenyl
4 5 gToup
: 7.346 x'10" ¥ 1483  3.129 x 107 ¥ 6258 23.4 t 1.0 —_
OCE, 4.756 x 10% * 960 3.060-x 10° * 6120 — 15.5 ¥ 0.7

3
The ratio of the millimolar radicactivity of the carbinol to that of the acid
multiplied by 100 gives the porcentage migration of the phenyl group or the substituted

phenyl group.
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