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1) 2-picolinic acid
HATU, DIPEA
92%

A
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2

NH2

88% ee
2) 1 (2 eq.), Pd(OAc)2,

Ag2CO3,
neat, 105 °C, 24 h
55% [10 g scale]

>100 g prepared

mechanism of 2)?

3) Zn, HCl
4) 2, then oxalic acid

B

5) NaOH, MeOH
6) K2CO3, BnBr
64% (4 steps)

7) KH, dimethyl carbonate,
90 °C, then MeI, 23 °C

C

8) LiAlH4
9) TsCl
63% (3 steps)

D

10) KH, MeI, THF

Sideproduct

+

55-63% 26%

11) H2, Pt/C, C6H6
12) vinyl-MgBr
13) AcCl, DMAP

E

F

14) BCl3, -78 °C
15) I2, 1,4-dioxane/py
16) PIDA, MeOH

76% (6 steps)
one column from D

OMs

H3CO

H3C

I

O

O

tBu tBu

1

G

17) TASF, DCM, -25 °C
then TMSCHN2
then TFA

43-54%

mechanism of 10)?
name of 10)?

mechanism of 4)?

mechanism of 17)?
name of 17)?
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H3C Si
F

F
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H3C
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18) OsO4, NaIO4,
2,6-lutidine, 53%

H

Anhydrogukulenin A C2-acetate

19) 3 (0.45 eq.),
Pd(PPh3)4, CuDPP,
LiCl, 60%

G

20) Hg(OTf)2, 44%
21) MgBr2, THF, 40 °C

40% (NMR)

22) MgBr2, THF, 65 °C
36% (NMR)

3

Bu3Sn SnBu3

OEt


