
E31: Synthesis of (–)-Okilactomycin[1,2]
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1. TBDPSCl, Imid., CH2Cl2, rt
2. DIBAL-H, CH2Cl2, –78 °C to rt
3. PPh3, I2, Imid., THF, 0 °C

4. A, LDA, LiCl, THF
5. LDA, BH3•NH3, THF
6. SO3•Pyr, DMSO, Et3N,
    CH2Cl2, 0 °C

7. PPh3CH3Br, n-BuLi, THF
8. TBAF, THF, rt
9. SO3•Pyr, DMSO, Et3N,
    CH2Cl2, 0 °C

10. B, Bu2BOTf, Et3N,
      CH2Cl2, –78 °C
11. LiOH, H2O2, THF12. C, neat, ~80 °C

13. KHMDS,
      then  TBSCl

14. D, 
      PhMe,
      85 °C 15. LiAlH4,

      Et2O,

16. NaHMDS, BnBr, 
      THF,  Bu4NI
17. 10 % HF-MeCN18. L-Selectride, THF,

      –78 °C, then  PhNTf2
19. Pd(PPh3)4, LiCl, CO, 
      Bu3SnH, THF, 70 °C
20. E, –78 °C to rt

21. KH, 
      18-C-6,
      THF, rt22. Me2SO4
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23. mCPBA, MeOH, 0 °C
24. NaH, DMF, rt, NapBr
25. Cp2Zr(H)Cl, CH2Cl2; 
      then  NBS
26. PhSeH, Cs2CO3,
      MeCN, rt

27. F, iPrOTMS, 
      TMSOTf,
      CH2Cl2, 0 °C

28. Cp2TiMe2, THF, 60 °C
29. Me2AlCl, CH2Cl2, rt

30. Davis oxaziridine, 
      CH2Cl2, pyridine, 60 °C
31. DDQ, CH2Cl2/MeOH, rt

32. KHMDS, THF, –78 °C,
      then  MeOCOCl
33. NaOMe, THF, 0 °C

34. MeI, K2CO3, MeCN, 70 °C
35.Grubss-Hoyveda cat. (2nd gen.),
      PhH, 80 °C, then  air
36. 10 % Pd/C, H2, EtOAc, rt

37. ArSeCN, Bu3P, pyridine, H2O2, 45 °C
38. SeO2, tBuO2H, CH2Cl2, 10 °C
39. SOCl, Et2O, 0 °C
40. NaHMDS, PhSeCl, THF, –78 °C

41. Me3NO, DMSO, rt
42. NaIO4, THF/H2O
43. NaClO2, NaH2PO4, 2-methyl-2-butene,
     THF, tBuOH, H2O, rt

H
H

H
H

H

H
H

H

H
H

H

[1] A. B. Smith, K. Basu, T. Bosanac, J. Am. 
Chem. Soc. 2007, 129, 14872.

[2] A. B. Smith, T. Bosanac, K. Basu, J. Am. 
Chem. Soc. 2009, 131, 2348.

Sparr Group Seminar
01.12.2016

Vincent C. Fäseke

(–)-Okilactomycin

Tebbe-Petasis Olefination
 and 
Petasis-Ferrier 
Rearrangement

Ganem Oxidation

Grieco Dehydration


