
E18: Synthesis of (+)-Uprolide G Acetate [1,2] 
(proposed structure 2000)
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1. BrBn, Ag2O, DMF,
2. LDA, EtOAc
3. LiAlH4, Et2O
4. TIPSCl, Et3N

Name?

2. A, HCO2H, Et3N O OHBnO
OTIPS

NBS, NaHCO3,
THF, H2O

Name?

1. BF3OEt2, Et3SiH, CH2Cl2
2. Pd/C, H2, EtOAc

Name?

d.r. > 20:1

MeLi, CeCl3,
–78 °C, THF

1.0                  :               1.1

B,  CeCl3, –78 °C, THFO
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d.r. 7:1

1. NaH, MeI, THF
2. 9-BBN, THF then NaOOH
3. NaH, BnBr, Bu4NI, THF
4. TBAF, THF
5. TESOTf, CH2Cl2
6. A-21, MeOH, reflux, 24 h

66% (4 steps) 82% (2 steps)

75% (3 steps)95%

76% 
(5 steps)

72% (6 steps)

Why d.r. 7:1?
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1. DMP, NaHCO3, CH2Cl2 
2. NaH, C, THF
3. DIBAL-H, CH2Cl2
4. DMP, NaHCO3, CH2Cl2

1. (c-hex)2BOTf, Et3N, D, CH2Cl2
2. LiAlH4, THF
3. TBSCl, Et3N, CH2Cl2

MeC(OEt)3,
EtCO2H, 2 h, reflux
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1. E, CH2Cl2, reflux, 12 h
2. Pd/C, H2, EtOAc

75% (2 steps)

1. LDA, CH2O (g), THF
   then MsCl; DBU
2. TFA, CH2Cl2
3. Ac2O, pyridine

Name?

Name?

81% (4 steps) 56% (3 steps)

90%

60%

51%
(7 steps)

30% (3 steps)


