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APPENDIX TWO

Synthetic Summary for (+)- and (–)-Dragmacidin F (84)
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Scheme A2.1  The synthesis of boronic ester 89
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1. PDC, Celite, MS4Å
    CH3CN, 45 °C

2. CH3PPh3Br, KOt-Bu 
    THF, 65 °C
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96

H2 (1 atm)
10% Pd/C (0.5 mol %)

 
 MeOH, 0 °C, 7 h

(99% yield)

 (71% yield)

CDI, CH2Cl2

HN(OMe)Me•HCl

O

TBSO

HO N

101

THF, –78 → 0 °C

Me

OMe(93% yield)

N
SEM

Li Pd(OAc)2 (1 equiv)
 DMSO

t-BuOH, AcOH 
60 °C, 10 h

N
SEMO

HO

H

TBSO

90

N
SEMO

HO

TBSO

92
(74% yield)

N
SEMO

MeO

H

TBSO

115

1. 10% Pd/C (15 mol %)
    H2, EtOAc

2. NaH, MeI, THF
 
   (95% yield, 2 steps)
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O1. NBS, THF
    0 °C → 23 °C
   
2. n-BuLi, THF, –78 °C

      (70% yield, 2 steps)
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Scheme A2.2  The synthesis of (+)-dragmacidin F (84)
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1. LiBF4, CH3CN
    H2O, 45–50 °C
   
2. Dess-Martin [O]

(88% yield, 2 steps)

1. NH2OH•HCl, NaOAc
    MeOH, H2O

2. TsCl, Bu4NBr, KOH
    H2O, PhMe, 0 °C 

   (96% yield, 2 steps)
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O1. KOH, H2O, EtOH, 0 °C
    then, 6 N HCl (aq), 60 °C

2. K2CO3, THF, H2O

(96% yield, 2 steps)
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(+)-Dragmacidin F (84)

1. TMSI, CH3CN
    60 °C, 48 h

2. H2NCN, NaOH
    H2O, 60 °C, 2 h

(82% yield)
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Scheme A2.3  The synthesis of (–)-dragmacidin F (84)
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Rh(nbd)(dppb)BF4 (10 mol %)

H2 (1 atm), CH2Cl2, 23 °C

(98% yield)
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1. NBS, THF, 40 °C
2. n-BuLi, THF, –78 °C
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