Concise Total Synthesis of (+)-Pleiocarpamine and Convergent Total Syntheses of (+)- Pd-Catalyzed 6-H -Reductive Cyclization

Voacalgine A and (+)-Bipleiophylline via an Aerobic Oxidative Coupling Functionaljzation  of Amide OH
Kosuke Okada, Ken-ichi Ojima, Hirofumi Ueda*, and Hidetoshi Tokuyama* \_r/‘ HO@"”‘”
Cite this: J. Am. Chem. Soc. 2023, 145, 30, 16337-16343 /u\;*/,.,

—_—

«Radical @ 0,
Cﬂ'ruafmn } } 2

Iron-Catalyzed
(e-] Flclocnrpunina Ouldative Coupling

(+)-Bipleiophylline
10 slaps on & gram scale

Scheme 4. Total Synthesis of (+)-Pleiocarpamine Ten stcp synthesis
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Table: Examination of C~H functionalization
then entry conditions yield (%)
NaCl 1 tr(ppy)s (0.05), K2COj3 (2), MeCN, blue LED (465 nm), 1t 27 (39)
_'Hzo ; 2 Pd(PPhg), (0.1), Cs,CO;4 (2), THF, biue LED (465 nm), rt trace (39)
100°C MeO,C” 16 H 3  Pd(PPha)s (0.1), KsPOy4 (2), 1,4-dioxane, 100 °C 40 (39)
- 4 Pd(TFA); (0.1), Xantphos (0.1), K3POy (2), dioxane, 100°C  gg (39)
(+)-Plelocamemine (1) 5 PA(TFA), (0.1), Xantphos (0.1), KsPO, (2), dioxane, 100°C; 60 (1)
:‘:” NaCl (15), H,0, 100 °C

one pot protocol

b) Oxidative Coupling Reaction for Total Syntheses of (+)-Voacalgine A and (+)-Bipleiophylline
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