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Although the o-anisyl migration is easier compared with that in acetic acid, the pressure effect
is in the same direction and magnitude as in acetic acid. From the slopes in Fig. 3, 04135 =—3.4=%
~0.5 (mes0) and —4.02=~0.5 (racemic) m//mole are obtained respectively.

The results in Tables 3 and 4 are summarized as follows.

(i) In both solvents, the migratory aptitude of the o-anizyl group of meso form is greater than
that of racemic form.

(ii) In both solvents, the c-anisyl migration is retarded with increasing pressure.

(iii) A difference of the migratory aptitudes of meso and racemic form does not change with
pressure. That is, the pressure eifect is equal upon both isomers.

(iv) Acetonitrile facilitates the ¢-anisyl migration compared with acetic acid®*.

The isomerization of the pinacols under reaction conditions is shown in Table 5%3,

Table 5 Isomerization of the pinacols observed under reaction conditions

solvents ordinary pressure .. high pressure
acetic acid mesoi——2racemic meso——racemic
acetonitrile mesoT=i=*racemic meso—=—racemic
toluene meso——tracemic meso=—=racemic

The facts that the migratory aptitudes are different in me:0 and racemic form and that the racemic

hat this reaction proceeds, in general,

or

pinacol does not isomerize under ali the conditions used suzze-t
as in equation (3)*%. It may be considered, however, that some portion of meso form rearranges by the

way of equation (4) under some conditions. The detaiis of the rezction mechanisms and the reasons for

*4 A concentration of catalyst, p-toluenesulfonic acid. was shifted to 0.038N, but the migratory
aptitude did not changze. The values at I atm were 3.47 (meso) and 4.00 (racemic),
= § The isomerizations were contirmed by thin layer chromatecraphy.
+6 In benzopinacol, Gebhart" suzgested equation (4] on he bisis of the relativelv larze value of JS%.
However, taking into con:ideration the contribution to the entropy of activation from desolvation
accompanied by the mizration of the phenyl group, his suscestion seems to be uncertain or doubtiul.
9) H. J. Gebbart Jr., J. . Clem. Soc., 76, 3923 (1934)
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