
Me

Me

O

1. H2, PtO2, Et2O
2. O3, then H2,
    Pd/C, EtOAc
3. (CH2OH)2, TsOH,
     PhH

70% o3s

4. LiH, 
   VinylLi, 
   THF

MeO

MeO

1. MeOCHCl2, 
   TiCl4, CH2Cl2
2. BBr3, CH2Cl2

80% o2s

3. BrCH2COBr, Pyr.
4. Na2CO3, THF, rflx

80% o2s

5. NH2NH2, KOH, 
    (CH2OH)2, 80 %
6. NBS, NaOH, 
    MeCN, H2O, 95 %

7. PhH, rflx, 
   quant.

 8. NaOH, THF, rt 
 9. AcOH, H2O, 
    75 °C, 2h
10. NaOH, THF, rt.

11. COCl2, Pyr, 
       PhH, 27% o4s
12. HC(OMe)3, TsOH, 
      MeOH
13.AcOOH, NaOAc,
    AcOH, H2O, 
    rt to 80 °C, 85 % o2s

14. WCl6, 
      n-BuLi
      THF, -78 °C

80 %

15. O3, TsOH, then, 
      Me2S, EtOAc,

90 %
16. LDA, THF, -78 °C; 
      then Et3B, -25 °C; 
      MeI, 70 %
17. NaBH4, MeOH, 
      THF, 0 °C, 95 %
18. MOMCl, NaH, THF
      80 %

19. LAH, THF, 95 %
20. PDC, CH2Cl2,
      - 45 °C, 76 %
21. MsCl, Py, 0 °C,
      89 %

22. Dimsyl Lithium, 
      DMSO, rt
23. HBF4, H2O, 0 °C

97 % o2s

24. AcOOH, NaHPO4,
      DCE, 4 °C
25. DME, H2O, rt.

77 % o2s

12 steps

Total Synthesis of Ryanodol
"... it can be concluded from this analysis that ryanodol is indeed a very complex diterpene..." - Delongchamps

Deslongchamps, P. et al Can. J. Chem. 1979, 57, 3348.
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Ryanodol
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one reaction would be too easy
20. gives selective oxidation

4 Products are formed
Pentacylce
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a. hole bunch of stereogenic centers in a row (11)
b. hemiketal
c. 5 free hydroxy groups on one face
d. strained pentacyclic core


