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Summary: Treatment of the p-quinol acetate (1) with boiling MeOH in the pres-
ence of BF3-Et30 gave the 8-hydroxy-5,7-dimethoxytetrahydroisoquinoline (2).
A mechanism via the phenethylammonium intermediate (10) was proposed.

In the course of our continued study on the reacthltyl)

of the p-guinol
acetate (1), a fragmentation (Cl-C8a bond cleavage) reaction of 1 was encoun-
tered i1n boiling MeOH 1in the presence of BF3-Et20 to yield the 8-hydroxy-5,7-
dimethoxytetrahydroisoquinoline (3)2)(mp 171-172°C, 43% yield) together with
2,4,5~trimethoxyphenethyl methylamine (3) (an oil, 12% yield). Structure of 2
was determined by 1its conversion to the methyl ether (g),3) and no incorpora-

tion of a deuterium atom on heating 2 with 5% NaOD-Dzo.G)

Lc) with MeOH under the same con-

Since treatment of the p-quinol ether (6)
ditions afforded 2, a dienone-phenol rearrangement of 6 leading to 2 appeared
to be the most plausible mechanism for the transformation. However, the same
reaction of the 8-deuterio p-quinol acetate (7) gave the 6-deuterioisoquinolin-
ol (8) instead of 2, ruling out the above mechanism. Thus, the reaction
1s best explained in terms of the fragmentation of a common intermediate (2)7)

followed by the Mannich-type reaction as shown in the scheme.
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In order to verify the mechanism, the N-homopiperonyltetrahydroisoquino-
line (ll)e) was converted into the corresponding p-quinol acetate (12) and
treated in the same way. Two recyclized products 122) (mp 127°C) and liZ) (mp
78-~82°C) were obtained in 39% and 23% yield, respectively. Structure of the
latter (14) was confirmed by comparison with an authentic specimen prepared by
condensation of 1,2,3,4-tetrahydro-6,7-methylenedioxyisoquinoline and methyl
2,4,5-trimethoxyphenylacetate and subsequent reduction. Formation of 14 was
clearly indicative of recyclization via the fragmentation.
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