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(1)

In a preceding paper wve described the reaction of anthracene with lead
tetraacetate 1n various solvents. Here we report the oxidation of acenaphthyle-
ne with the same reagent. The results are shown in the table. The unknown com-
pounds (III-VI) were prepared from the corresponding diols (VII) and (VIII)(Z)
by complete methylation or by monomethylation and acetylation.

The data shown i1n the table indicate that the presence of methanol in the
solvent mixture favours the formation of mono- and dimethoxylated species where
the trans isomer i1s the most abundant, in accord with the results of anthracene.
In this case 1t can be thought that the electrophilic attack of a Pva methoxy-
lated species (1.e. Pb(OAc)a(OMe)z) occurs preferentially with a concerted me-
chanism leading to the intermediate (XI) having a cis stereochemistry. The nucle
ophilic SN2 attack at the carbon bearing the lead atom gives then (II) and (IV).

In contrast with anthracene, acenaphthylene gives preference to the trans i-
somer even 1n the formation of the diacetoxy derivatives. This can be explained
by postulating the production of (XII) and (XIII) through a positive charge in-
termediate as the first reaction step. The SN2 attack of an acetate 1on to the
carbon bearing the lead atom in (XII) leads to the trans diacetoxy compound (II)
An le mechanism in the splitting of this bond in the case of (XIII) gives a cy=-
clic acetoxonium ion (XIV) which affords (II) by a trans opening reaction.
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Compound I 11 I1I Iv v VI Reac. time |Reac. temp.
ZH 18% 82 % 48 h reflux
MeOH 10 13 56 21 2 h "
#H~MeOH 1:1 5 19 7 54 15 2 h 30" "
@H-MeOH 15:2 6 34 16 24 23 6 h 30" "
CHCl3 31 69 SO h "
* Values calculated by quantatative GLC and NMR measurements. Accuracy: +3%
+% Values below the accuracy of the determination method.
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