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Synthetic Study of Akuammiline Alkaloids Based on Oxidative Phenolic Coupling Reaction and
Oxidative Rearrangement Reaction (‘Fac. Eng. Tokyo Univ. of Agri. and Technol, *Grad. Sch. Fac. Eng.
Tokyo Univ. of Agri. and Technol.) ORio Fujiwara!, Keita lida?, Keisuke Hosoya?, Minami Odagi’,
Kazuo Nagasawa’

Akuammiline alkaloids, including 10-Methoxy-cathafoline (1), have a unique caged skeleton. In this
study, we have investigated to construct the pentacyclic core of akuamilline type alkaloids utilizing an
oxidative phenolic coupling reaction of diarylamines followed by oxidative rearrangement reaction.
The oxidative phenolic coupling reaction of diarylamine 2 was carried out with PIDA to obtain tricyclic
dienone. Then, the regioselective aza-Michael reaction of the resulting dienone was conducted by treatment
with TsOH-H,O to give tetracyclic enone 3.  After the conversion of 3 into 4, the Boc group was converted
to a siloxycarbonyl group by using TBSOTT in the presence of 2,6-lutidine.  After that, the oxidative
rearrangement reaction proceeded by removing the siloxycarbonyl group by Et;N-3HF to give enone 5,
which corresponds to the ABCD ring in 10-Methoxy-cathafoline (1).
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