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EtOH, H2O
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Me
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1. ethylene glycol, p-TsOH,
benzene, 80 oC

2. Li, NH3 (liquid), CH3I,

- 78 to - 45 oC
76% o2s

3. L-Selectride, - 78 oC,

then aq. HCl, 30 oC

4. Ac2O, Et3N, DMAP

81% o2s
65% o2s

9. H2, Lindlar cat.
SiO2, hexane

10. B, n-BuLi,
THF, - 78 oC

80% o2s

-OH: - OH = 2:1 and using
-OH to continue

11. PhI(CF3CO2)2, K2CO3,

HFIP, 0 oC, 70%

tetracyclic product

8. Pb(OAc)4,
DCM, 0 oC

12. Dess-Martin, NaHCO3,

DCM, 0 oC
13. NaBH4 (4 eq), MeOH

83% o2s

14. Ac2O (1.5 eq),
DMAP, Et3N, DCM

15. NCS, NaHCO3,
TBACl, TEMPO,
DCM
85% o2s

16. cat. p-TsOH,

DCM, 30 oC
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Me

Me MeOAc

17. L-Selectride,
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O2, MeCN, h
then TCCA

O

HO
OH
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94%
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Me
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pharicinin B
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19b. PhI(OAc)2, TEMPO,
DCM, 92%
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Me
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HO

O 20. Me3SnOH, DCE,

80 oC, 96%
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Me
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pseurata C7-O-acetylpseurata C

Total Syntheses of Highly Oxidized ent-Kaurenoids Pharicin A, Pharicinin B, 7-O-Acetylpseurata C, and Pseurata C
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