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A. Dondoni and D. Perrone, Org. Synth., 77, 64 (2000)
P. Herold, Helv. Chim. Acta, 71, 354 (1988)
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4 steps
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You may use these reagents.
    Boc2O, BF3•OEt2, (COCl)2, LiAlH4
    iPr2NEt, DMSO, Me2C(OMe)2

1) Propose a synthesis of Garner's aldehyde.
2) Explain the selectivity of carbonyl addition by using Felkin-Anh model.

a)
    THF, –78 °C to rt
    75%, A:B=8:1

b)
    ZnBr2
    Et2O, –78 °C to rt
    89%, A:B=1:11

2.
NO2 Ph3PAuNTf2 (5 mol%)

DCE, rt

83%

R.-S. Liu et al., J. Am. Chem. Soc., 133, 1769 (2011)
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SHPh

1) ClCH2COPh, K2CO3
    THF, rt

2) hν, cyclopentadiene
    CH2Cl2, rt
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演習で学ぶ有機反応機構B125（化学同人）
Kennedy, M.; McKervey, M. A. J. Chem. Soc., Perkin Tran. 1, 2565 (1991)
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Ti(Oi-Pr)4 (cat)
EtMgBr (2 eq)

Et2O, rt

演習で学ぶ有機反応機構B128（化学同人）
Dötz, K. H. Angew. Chem. Int. Ed. Engl., 14, 644 (1975)

5.

B(pin)

THF
0 ºC to rt;

Pd(OAc)2 (1.0 mol%)
ligand (1.2 mol%)

60 ºC;

NaOH, H2O2

H2O
0 ºC to rt

57%
82:18 er, >20:1 dr
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J. P. Morken et al., Science, 351, 70 (2016)
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Ar = 4-methoxy-3,5-dimethylphenyl

ligand:

6.

R. A. Rossi et al., J. Org. Chem., 62, 4260 (1997)

I

I Me Ph

O

(6 eq)
t-BuOK (7 eq)

DMSO, hν

80%
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hint: The reaction proceeds via a SRN1 reaction.
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