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E162: Total Synthesis of (+)-Euphorikanin A, and 
Aspidospermidine

Me
Me

Me

(2) LiNi-Pr2, Me3SiCl
THF, _78 ℃ to rt

(1) O3, MeOH/DCM (10:1)
_78 ℃, then Me2S, then 
HC(OMe)3, CeCl3.7H2O, rt

Me
Me

TMSO

MeO
OMe

(3) SnCl4, MeCN, 
_20 ℃
(4) AcOH, 120 ℃

59%

O

Me
Me

(5) Me2CuLi, Et2O,
 _78 ℃
then BB-I
_78 ℃ to rt

O

Me
Me

Me

HO

Me
OPMB

H

(6) t-BuMe2SiOTf, DCM
2,6-lutidine, _78 ℃ to rt 
(78%)
(7) LiHMDS, THF, 
0 ℃ to rt (90%)
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(8) DDQ, DCM, pH 7 buffer
(9) SO3.Py, Et3N, DCM/DMSO

(10) KHMDS, Methyl PP-bis(
2,2,2-trifluoroehtyl)
phosphonoacetate, 
18-crown-6, _78 ℃ to rt (89%)
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(11) SmI2,
MeOH,
THF
(89%)

(12) PhI(O2CCF3)2,
MeCN/H2O, rt
(95%)
(13) CBr4, PPh3, DCM,
0 ℃, (90%)
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(14) TBAF, 0 ℃ to rt (90%)
(15) Martin’s sulfurane
(38% over 2 steps)
(16) Me2CuLi, Et2O, _78 ℃
then I2, _78 ℃ to rt
(74%)
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(17) KHMDS, Davis’s oxaziridine
THF, _78 ℃
(18) DMP, DCM, r.t.

(49% over 2 steps)
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(19) tBuLi, Et2O
_78 ℃, (40%)
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Euphorikanin A

NH

O (1) n-BuLi, THF,
-78 ℃ to 0 ℃;
then EtI, 0 ℃

(2) NaH, DMF, r.t.
TMS I

N

O
Et

TMS

O

(Me2HSi)2O
MS 3 Å, toluene, r.t.;
Cl2CHCO2H (1 eq.),

iPrOH (2 eq.)

(1.5 eq.)

IrCl(CO)(PPh3)2

N

O

Et

H

H

(3)

(4) PhNHNH2, 
HOAc, 105 ℃
(5) NaBH4, MeOH
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