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Introduction
- Umpolung strategy e e Base
- Gives access to a variety of unnatural 1,4-synthons, such as 1,4-dicarbonyls R\N)H + HJ\FM M\ﬂ/
- Homo-coupling and cross-coupling are developed ROR, R, then [0"]
- Inter- and intramolecular applications
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Modern approaches
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Baran, P. S.; DeMartino, M. P. Angew. Chemie 2006, 118 (42), 7241-7244 .https://doi.org/10.1002/ange.200603024.
DeMartino, M. P.; Chen, K.; Baran, P. S. J. Am. Chem. Soc. 2008, 130 (34), 11546—11560. https://doi.org/10.1021/ja804159y.
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Baran, P. S.; Richter, J. M. J. Am. Chem. Soc. 2004, 126 (24), 7450—-7451. https://doi.org/10.1021/ja047874w.

o~ 98BN -
OTMS VO(OEt)Cl,
xR *+ R \)\ > R)w\ﬂ/&
R1)\( INF R4 high cross-selectivity !
R R o
Rs
o}
OEt
o

90%

63%

Amaya, T.; Maegawa, Y.; Masuda, T.; Osafune, Y.; Hirao, T.
J. Am. Chem. Soc. 2015, 137 (32), 10072-10075. https://doi.org/10.1021/jacs.5b05058.
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Applications in total synthesis
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Baran, P. S.; Richter, J. M. J. Am. Chem. Soc. 2004, 126 (24), 7450-7451. https://doi.org/10.1021/ja047874w.
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Zi, W.; Xie, W.; Ma, D. J. Am. Chem. Soc. 2012, 134 (22), 9126-9129. https://doi.org/10.1021/ja303602f.
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Krygowski, E. S.; Murphy-Benenato, K.; Shair, M. D. Angew. Chemie 2008, 120 (9), 1704—1708. https://doi.org/10.1002/ange.200704830.
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