
Enantioselective Total Synthesis of Guanacastepene N 21.06.17
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OAc 1. LDA, THF
then TBSCl, DMPU

2. PhMe, 80°C

3. DIBAL-H
4. I2, PPh3,
imidazole

Me
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1

5. 1, p-TsOH
PhH, 80°C

6. LDA, THF
then Et2Zn, 2-iodo-

propane

7. MeLi,
then NaHSO4

8. (i) B, t-BuLi
(ii) CuCN
(iii) TMSBr
(iv) D

9. 2,6-lutidine,
Me2N=CH2I
then MeI

10. K2CO3
CH2Cl2/MeOH/H2O

11. m-CPBA
12. NaBH4, CeCl3•7H2O
13. TBSCl, imidazole

14. LiEt3BH
15. TPAP, NMO

16. LHMDS, DMPU
benzyl cyanoformate

17. KHMDS, Tf2O

18. HF
19. TPAP, NMO

20. Pd2(dba)3•CHCl3 (12 mol%),
dppb (24 mol%), KOAc, DMA
80°C

dppb = bis(diphenylphosphino)butane
DMA = N,N-dimethylacetamide

21. TESOTf, NEt3
22. DMDO
23. Ac2O, NEt3, DMAP

(dr 1.5:1)

(dr 9:1)

24. HSiEt3, Pd(OAc)2,
NEt3

25. NBS, (BnO)2
CCl4, reflux

26. HSnBu3, air
then PPh3
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(PdPPh3)4, CsF, CuI
DMF, 45°C

+
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