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under various pressures are given in Table 3.

Table 3 Eifect of pressures on the migratory aptitude of the o-anisyl group of [V] in acetic acid®

P (kg/cm?} 1 1000 2330

meso 3% 3.39 3.19
racemic 3\ 2.95

2.7

a) temperature 77.4°C, p-toluenesulfonic acid 0.053~0.055 N

The above results indicate that the application of pressure gives rise to increzsed pheny! migra-

tion. As it is reasonable to assume that the migrav’.bry aptitudes are the relative mizration razes of the
o-anisyl group to the phenyl group, irom the resuits in Table 3. Fiz. 2 is obtained. in which kps is
the rate of migration of the phenyl group and k4, is that of the o-anisvi group. A difference of the acti-
vation volumes oi the migration steps

4V ot a,*3, can be calculated from the

‘product determining steps) at zero pressure. oJf oi=JFIpr—
siope of Fig. 2 at zero pressure.

/mx:‘xic

Fig. 2 Plot of log (kpask.y) vs. pressure obtained
from the results in Tadle 3
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The curves give 6.41;= —3.4-=~0.7 m//mole in both isomers. Apparently. these results show

that there should be some effects retarding the migration of the o-anisyl group besides the purely
sterical repulsion between the o-methoxyl group and the nonparticipating aryi groups.

The effect of pressures on the mizratory aptitudes in acetonitriie is shown in T:hle 4 and Fiz. 3

Table 4 Effect of pressures on the migratory aptitude of the p-anisyi zroup of [V'] in acetonitsilew)

1000 2000

P kg 'cm?)

meso £ 4.96 4,60
racemic i 417 3.5°0

a) temperature 77.4°C, p-toluenesulfonic acid G023 N
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