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Organotitanium Chemistry
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Introduction
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i. 1) EtMgBr (3 equiv.), 2) H,0™.

e Modification j‘\ o i SO
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Reagents and conditions: i. 1) EtMgBr (3 equiv.), Ti(OPr'),
(1 equiv.), =78 °C — 0 °C, 2) H;0", 90% vyield; ii. 1) EtMgBr
(2 equiv.), Ti(DF‘r"}d+ (0.1 equiv.), 20 =C, 2) H30+* 91% vield.

Synthesis 1991, 234
e Further development...
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Mechanism
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“Chemoselectivity”
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Diastereoselectivity-1
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Diastereoselectivity-2
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Diastereoselectivity-3
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Asymmetric Version
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Intramolecular Version

OH
O Ti(OPr")
\/\/\)l\ CD ( r Q—rﬁw\ @
N OMe

—cyclo-CgH, 4

62%
J. Am. Chem. Soc.; 1996; 118(1); 291-292

Ti(OPr'), (4)
3 OEt 2 i O (49%)
M

Org. Biomol. Chem., 2003, 1, 3600

I-Pro

/\/’I\M Bord /\)\/\/<I

{R—I”Ie} 17

O
ﬁ \-
TliDl Pris HO
i
H"On’IEtEO "\.\_\J_/ £y

. OH

Synlett, 2000, 1729



Variations

de Meijere variation:
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Total Synthesis
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More than the Reaction-1
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More than the Reaction-2
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Limitations

 Enantioselective Versions
e Mono-substituted nucleophile

 Further transformations based on the product
needed



