
Isolation
2014, from Rhododendron principis
Grayanane diterpenoids

Structural features
5/7/6/5 tetracyclic carbon framework
Oxabicyclo[3.2.1] core
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1. CuI•0.75DMS
then DMPU, NCCO2Et

2. NaH, 2,3-dibromopropene
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7. AIBN, nBu3SnH then TfOH
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8. TBSOTf
then DIBALH

87%

9. vinylMgBr
then Ac2O

10. Pd(OAc)2, HCO2H
then NaOMe

76% (2 steps)
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14. Cp2TiMe2, 100 °C
then 0.08 M HCl
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15. DMP
16. MeMgBr, CeCl3

17. SOCl2, Et3N

81% (3 steps)

Me
OTBS

Me

Me

TBSO

H

18. mCPBA
-60 °C

77%

O
Me

OTBS

Me

Me

TBSO

H

19. OsO4

20. MsCl

65% (2 steps)
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21. Mn(acac)2, O2

PhSiH3, PPh3

71%
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22. TiCl4, Zn, py
then 6 M HCl

66%
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