OURNAL OF THE AMERICAN CHEMICAL SOCIETY

pubs.acs.org/JACS

JAC'S

Two-Stage Syntheses of Clionastatins A and B

Hao Cui,’ Yang Shen,’ Yanyu Chen, Ruifeng Wang, Haoxiang Wei, Pengfei Fu, Xin Lei, Haoxiang Wang,
Ruihao Bi, and Yandong Zhang*

Cite This: https://doi.org/10.1021/jacs.2c03872 E Read Online

clionastatin A (7) clionastatin B (8)



A. Selected examples of marine chlorinated steroids
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SAEGUSA OXIDATION

(References are on page 667)
Importance:
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Mechanism: >’

When substoichiometric/stoichiometric amounts of Pd(OAc); is used:
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WHARTON OLEFIN SYNTHESIS (WHARTON TRANSPOSITION)

(References are on page 706)

Importance:
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B 4.6.8
Mechanism:

The mechanism of the Wharton transposition is very similar to that of the Wolff-Kishner reaction. The
epoxyhydrazone is first deprotonated, which triggers the facile and irreversible epoxide ring-opening. The C-N bond

11,12 .

of the resulting vinyl diazene is broken upon another deprotonation, releasing Nz and a vinyl anion, which in turn
affords the desired allylic alcohol. Alternatively, the formation of a vinyl radical has been proposed.®
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