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Cyclooctane exists in a boat-chair (BC) conformation, which has minimum 
transannular interactions. Draw conformations of intermediates in this fashion.

Hint:

W. C. Still and I Galynker, Tetrahedron, 37, 3981 (1981)

boat-chair
conformation

S. Murai et al., J. Org. Chem., 66, 169 (2001)
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–78 to 20 °C
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solution: K. Murakami
chair: Toma
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CH2Cl2, –78 to 10 °C

79%, dr = 1:0.53
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F.-M. Zhang et al., Org. Lett., 13, 724 (2011)

NHTs N
Ts

PhI(OAc)2 (3.0 eq)
 I2 (1.0 eq)

DCE, rt

82%

F. Renhua et al., J. Org. Chem., 72, 8994 (2007)

A (1.0 eq.)
MeOH (10 eq.)

CH2Cl2, –78 °C;

(10 eq.)
TFA (25 eq.)

–78 to 0 °C

66%
dr = 8:1
er = 95:5
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R. J. Thomson et al., Angew. Chem. Int. Ed., 53, 1395 (2014)
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CH2Cl2, –20 °C

MeO

MeO

N
H
N

Me

Me

A

er = 95:5



Fukuyama Group - Group Meeting Problems
06/13/2015

1

2

N CO2Et

O

N

OPd(MeCN)2Cl2 (5 mol%)
A (1.1 eq.)

DMF, 120 °C

84%

O

O

t-Bu

t-Bu

A

S. P. Cooper and K. I. Booker-Miburn, Angew. Chem. Int. Ed., 54, 6496 (2015)

CO2Et

Me OEt

OEt

Me

1) KOt-Bu (2.5 eq.)*
    n-BuLi (2.5 eq.)*
    THF, –95 °C;
    B(Oi-Pr)3, rt

2)

    toluene, rt
    85% (2 steps)
    
    * : theoretically 2 eq.

HO OH

boronic ester

N Me

Me
OEt

1) 
 

    PdCl2(PPh3)2 (5 mol%)
    K2CO3, THF, 50 °C
    75%

2) Pd(OAc)2 (5 mol%)
    DMF, 80 °C
    65%

NHTs

I

P. Venturello et al., Eur. J. Org. Chem., 3451 (2006)
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T. Nishimura et al., Org. Lett., 17, 2630 (2015)

PhPh
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[Rh(OAc)(C2H4)2]2
(5 mol%)

(±)-binap (6 mol%)

THF, 40 °C

90%

+

O

O
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N OH O

O
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1) LiAlH4 (4.0 eq.)
    HNiPr2 (4.0 eq.)
    THF, 60 °C, 88%

2) A (1.2 eq.) 
    Et3N (2.0 eq.)
    THF, 60 °C, 64%

Cs2CO3 (4.0 eq.)

1,4-dioxane, 100 °C

67%

D. Y. Gin et al., J. Am. Chem. Soc., 128, 10370 (2006)

O Cl

C14H14ClNO3

A

TBS
O

Nap

O H
TBSO Nap

HOn-BuLi

1,4-dioxane
–25 to 30 °C

92%
E/Z = 8.1:1

97% ee

Nap = 2-naphthyl

K. Takeda et al., Org. Lett., 7, 5913 (2005)


