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Schematic Biosynthesis of Mitrephorone A (1), B (2), and C (3)

GGPP (Cy)

ent-pimarenyl cation (4)

(0], then [0]‘
Path A l
Me

MeO,C Me OH MeO,C Me OH
mitrephorone A (1) mitrephorone B (2) mitrephorone C (3)

|
MeO,C Me O



Retrosynthetic Analysis
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(o) 2) Ph3P/ CO,Bu (o) toluene
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Martin sulfurane
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m) Mn(dpm); n) TI?AP, NMO
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t-BuOOH 230 C,3h
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100°C, 7 h
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Conditions for C-H Oxidation
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Entry Conditions Yield 29 R = TES

Q) Fe(R,R)-PDP, H202 60%
r) Fe(S,S)-PDP, H,0, 30%
s) quinuclidine, 0.2 mA, 49%

1.4-1.7 V, (+)C/(=)Ni .
t) TBADT, air, MeCN, 14% MeO.C Me O

(-)-mitrephorone A (1)
365 nm ~ putative intermediate
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Radical Translocation
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Figure 3. Putative mechanistic scenarios for selective C—H oxidation of mitrephorone B (2) to mitrephorone A (1).



