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A

PS-BEMP (10 mol%) 48 h

1. LiOH, H2O, THF

2. cat. p-TsOH, 
    toluene, reflux (78%)

C20H27NO6

A

perhydrohistorionicotoxin

Q: Propose a reasonable route.
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+ then Si-TsOH (10 mol%) 24 h

CH2Cl2, rt

(76%)

IR (film): 1673, 1731 (C=O) cm-1;  
1H (CDCl3, 400 MHz): δ 1.19 (t, 3H, J = 7.5 Hz), 1.31 (t, 3H, J = 7.1 Hz), 1.35 (t, 3H, J = 7.1 Hz), 1.73-1.96 (m, 6H),     
                                       2.51-2.59 (m, 6H), 4.25-4.39 (m, 4H), 5.72 (s, 1H), 5.91 (s, 1H); 
13C (CDCl3, 100 MHz): 12.2, 13.9, 14.0, 14.1, 19.6, 21.4, 22.6, 26.1, 31.2, 27.9, 54.9, 62.4, 63.0, 102.2, 122.6, 149.2, 
                                     156.7, 165.1, 167.8, 168.0;

PS-BEMP
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2-tert-butylimino-2-diethylamino-
1,3-dimethylperhydro-1,3,2-diaza-
phosphorine, polymer supproted
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Trisyl = 2,4,6-triisopropylbenzenesulfonyl

1) n-BuLi, THF, -78 oC

O
OTBS

(70%)

2) TBAF, THF, rt
3) TEMPO, BAIB
     CH2Cl2
4) LDA, THF, -78 oC
    then MeI
    (55% for 3 steps)

              A 

+ B(diastereomer of A)

   (A : B = 1 : 1)

1) Cp2TiMe2, PhMe, 
         (63%)
2) Bu3Al, CH2Cl2, -78 oC to rt

3) DMP CH2Cl2, rt
    (71% for 2 steps)
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