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a. n-Bu2BOTf (2eq)
    i-Pr2NEt (Et2O)

78%

b. NaOMe (MeOH)
    80%
c. TESOTf, 2,6-lutidine
    (CH2Cl2), -78°C
    90%

d. DIBAL (CH2Cl2)
    -78°C; 93%
e. (COCl)2, DMSO. NEt3
    (CH2Cl2), -78°C to rt; 99% f. ClPh3P

OMe

KOt-Bu (THF); 97%

g. pTSA (MeOH)
    86%

h. SiMe3

BF3*OEt2, (PhMe/CH2Cl2)
-78°C; 71%

i. Na, NH3 (THF)
   -78°C; 92%
j. PPh3, CCl4
   (DMF); 85%

k. 9-BBN, (THF)
   then NaOH, H2O2

   98%
l. DMP, (CH2Cl2)
   NaHCO3; 71%

m. (n-Bu3Sn)2CuCNLi2
    (THF), -78°C; 67%

n. n-BuLi,

O

N
O

(THF), -78°C; 77%

o. TBSOTf, NEt3
    (CH2Cl2), -78°C; 90%

A



Total synthesis of (-)-Gymnodimine
K. Kong, Z. Moussa, C. Lee, D. Romo, JACS 2011, 133, 19844 - 19856

p. 11 mol% Cat, 20 mol%
     AgSbF6, 10 mol% CuCl
    (CH2Cl2); 85%

exo/endo > 95:5; 95 %ee
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q. n-BuLi (THF)
   -78°C; 82%
r. KHMDS, TsCl
   (THF); 80%

s. PdCl2(PPh3)2, n-BuSnH
    (THF/hexanes); 85%

t. I2 (CH2Cl2), -78°C
   then cyclohexene; 76%

u. A, CrCl2, NiCl2
   (DMF/THF); 97%

v. DMP, NaHCO3

    (CH2Cl2); 88%
w. (R)-Me-CBS
     catecholborane
     (CH2Cl2), 0°C; 81%

x. TBSOTf, NEt3
    (CH2Cl2), -78°C; 86%
y. NaI (ac), 65°C; 99%

z. t-BuLi (2eq)
    (Et2O); 60%

aa. (CF3CO)2O, NEt3
      (CH2Cl2), SmI2; 73%
ab. pTsOH (THF/CH2Cl2/MeOH)
      84%

Cat:

O OTIPS

ac.

      TiCl4 (CH2Cl2); 61%

ae. NEt3, SOCl2 (CH2Cl2)
      -78°C; 82%
af. NEt3, Boc2O, DMAP
     (CH2Cl2) then hydrazine; 98%

ag. TFA (CH2Cl2)
      68%ad. TESCl, imidazole

      DMAP (CH2Cl2); 76%
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