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CORPAVERINE, C,qH,-0,N, m.p. 138°, was isolated from
Corydalis aurea Willd (1) by Manske in 1938. The structure of
corpaverine was assigned as (I) by chemical methods (2). How-

ever, a total synthesis of corpaverine has not yet been eluci-
dated.
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The purpose of the present investigation was to study the
Pomeranz-Fritsch reaction of the ketone (V) in order to obtain

the corresponding isoquinoline derivative (VII) as a possible
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intermediate for the synthes:is 0f corpaverins; sepsration oi
natursl corpaverine by recrystallization and thin-layer chro-
matography was also studied, leading eveniually to reveal that
naturel corpaverine is a mixture of capaurine (II) and unknown

compound, which is under examinationm.

MeO
MeO N

Do

Friedel-Crafts reaction (3,4; of pyrcgallol trimethyl ether
(II1) with 4-methoxyphenacetyi chloride (IV) in the presence of
alumicium chloride gave the demethylated ketone (V) as pale yellow
needles, m.p. 121 - 122° (from methanol) [Found: C, 67.54; H,
173805 requires C, 67.37; H, 6.03%], which was converted
into the Schiff base (VI) by the condensation with amiuoacetal.

6.00. C

Pomeranz-~Fritsch reaction of the above compound {VI) in the
presernce of pol,piiosphoric acid {5) gave the 1scquinoline deriva-
tive (VII1), which was characterized as its hydrochloride as
colourless needles (from methsnol-ether), m.p. 165 - 166.5°
(deconp.) [Found: C, 59.58; &, 5.83; N, 3.79. CqgH;gO0,NeHC1®
H,0 requires C, 60.08; H, 5.84; N, 3.69%].

Feduction of the amorphous methiodide (VIII), which could
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not be purified by recrystallization, with sodium borohydride in
methanol afforded 1-(4-methoxybenzyl)-2-methyl-6,7~dimethoxy-8-
hydroxy-1,2,3%,4-tetrahydroisoquinoline, which was recrystallized
from benzene-ether-petroleum ether to give a pale yellow powder,
m.p. 136 - 1390. Recrystallization of the hydrochloride from
methanol-ether gave colourless needles, m.p. 1340.

The infrared and nuclear magnetic resonance spectra of the
naturall corpaverine were not identical with those of our synthe-
tic sanple (I) as above. Therefore, since the structure of
corpaverine was found to be ambiguous, the thin-layer chromato-
graphy of natural product was examined to give two spots.
Attemptied separation of the hydrochloride of the natural corpa-
verine by recrystallization from methanol-ether-petroleum ether
gave two components, namely, colourless cubes, m.p. 202 - 2070,
and colourless prisms, m.p. 181 - 185°. Recrystallization from
n-hexane of the free base of the latter compound gave one of the
basic substance as colourless needles, m.p. 163 - 1640, whose
infrared spectrum was superimposable on that of natural cagpcurine
(6), m.p. 164°,

Recrystallization from n-hexane of the free base of the
former compound afforded colourless cubes, m.p. 140 - 141.50,
whose infrared and nuclear magnetic resonance spectra were not
superinposable on those of our synthetic sample. A mixture of
the above two compounds showed m.p. 136 - 1380.

These facts reveal that natural corpaverine is a mixture of

a larger amount of capaurine and an unknown compound. One of
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the products separated from the natural corpaverine, m.p. 140 -
141.50, was not enough for elmentary analysis. Accordingly, the
structure of the above unknown compound has not yet been elucidated,
but the structure elucidation of the above compound by physical
methods is now under examination.
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and Miss T. Oikawa for infrared spectra.
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