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Retrosynthetic analysis of pavidolide B
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Asymmetric Synthesis of Precursor 4
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Screening of the Reaction Conditions

conditions
PhSH, AIBN
PhSH, AIBN
PhSH, AIBN
PhSH, AIBN
PhSSPh, AIBN, UV (250 W)

PhSSPh, AIBN, UV (250 W),
AlMe,

PhSSPh, BPO,”UV(250 W)

PhSH, Ru(bpy);CL, p-toluidine,
blue LEDs

PhSH, Ir(ppy),(dtbbpy)PF,
p-toluidine, blue LEDs

PhSH, p-toluidine, Ir(dF(CF,)
ppy)2(dtbbpy)PF, blue LEDs

benzyl mercaptan, p-toluidine,

Ir(dF(CF;)ppy), (dtbbpy)PF,,
blue LEDs

methyl thiolglycolate,
p-toluidine, blue LEDs,
Ir(dF(CF;)ppy),(dtbbpy)PFg

solvent

toluene
toluene
toluene
toluene
toluene

toluene

toluene
MeCN

MeCN

MeCN

MeCN

MeCN

temp
(°C)
60
80
100
120
25
25

2§
2§

25
25
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25
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Asymmetric Total Synthesis of Pavidolide B

0 a) PhSH
Ir(dF(CF 3)ppy) 2(dtbbpy)PF 6
- p-toluidine

blue LEDs
MeCN
(50%)

b) Me,NOH, i-PrOH/H,0, tt, 12 h:
120 °C, toluene, 4 h;
then HCI (2 M) (90%) !

ORTEP of 12

c) Ni(acac),, Et,Zn, isoprene
d) DMP, NaHCOj;, CH,Ch
(94% in 2 steps)



Asymmetric Total Synthesis of Pavidolide B

d) DMP, NaHCO3, CH,Ch

c) Ni(acac),, Et,Zn, isoprene
(94% in 2 steps)

e) Grubbs Il, CH,C}h

—a-

reflux
(85%)




Asymmetric Total Synthesis of Pavidolide B

O 43

f) RhCl3*3H20, EtOH/CH.CIy
100 °C, sealed tube (95%)

-~

PavidolideB (1) ORTEP of 1



