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First Example (sub-stoichiometric)

Bandini, Marco; Cozzi, Pier Giorgio; Melchiorre, Paolo; Umani-Ronchi, Achille. Angew. Chem., Int. Ed. 1999,  38(22),
3357-3359. Who took this journal? The journal fairy??



First Example

Bandini, Marco; Cozzi, Pier Giorgio; Melchiorre, Paolo; Umani-Ronchi, Achille. Angew. Chem., Int. Ed. 1999,  38(22),
3357-3359.

Allyl bromide and iodide gives modest or no ee.
Substitution of allyl substrate tends toward  low ee.

Aldehyde added at this point



First Example

Bandini, Marco; Cozzi, Pier Giorgio; Melchiorre, Paolo; Umani-Ronchi, Achille. Angew. Chem., Int. Ed. 1999,  38(22),
3357-3359.

Pinacol couplingNHK

Side reaction of the p inacol p rob lematic.



Another Ligand of the Same Type

Berkessel*, A.; Menche, D.; Sklorz, C. A.; Schroder, M.; Paterson, I.  Angew.  Chem., Int. Ed.  2003,
42(9),  1032-1035.

PMBO

OH

61 % ee, 54 % yield 20 ºC(a)

From triflate with NiCl2
Furstner, N.

Diamino-norbornane



Bis(oxazolinyl)carbazole

Inoue, M.; Suzuki, T.; Nakada, M. J. Am. Chem. Soc. 2003, 125, 1140 - 1141.

Bis(oxazolinyl)carbazole ligand



Bis(oxazolinyl)carbazole

• Recovery of Ligand

•  Enantioselective Crotylation of Benzaldehyde

Inoue, M.; Suzuki, T.; Nakada, M. J. Am. Chem. Soc. 2003, 125, 1140 - 1141.



Fe/Cr- and Co/Cr- Mediated 2-Haloallylation

Sulfonamides: no result provided for other derivatives

Kurosu, M.; Lin, M.H.; Kishi, Y. J. Am. Chem. Soc. 2004, 126, 12248 - 12249.

2,6-lutidine was added to improve ee.  Its role is not clear.
Also tried 2,6-di-tert-butylpyridine, quinoline, and acridine.
Only 2,6-lutidine worked.



Fe/Cr- and Co/Cr- Mediated 2-Haloallylation

Kurosu, M.; Lin, M.H.; Kishi, Y. J. Am. Chem. Soc. 2004, 126, 12248 - 12249.



Fe/Cr- and Co/Cr- Mediated 2-Haloallylation

1 : 2.6matallotrop ic rearragement

Kurosu, M.; Lin, M.H.; Kishi, Y. J. Am. Chem. Soc. 2004, 126, 12248 - 12249.
Choi, Hyeong-wook; Nakajima, Katsumasa; Demeke, Damtew; Kang, Fu-An; Jun, Hyuk-Sang; W an, Zhao-Kui; Kishi, Yoshito.
Org. Lett.  2002,  4(25),  4435-4438.
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Bis(8-quinolinolato) (TBOx) Chromium

Xia, G.; Yamamoto, H.  J. Am. Chem. Soc.  ASAP



Bis(8-quinolinolato) (TBOx) Chromium

Xia, G.; Yamamoto, H.  J. Am. Chem. Soc.  ASAP



Crotyl Systems

Xia, G.; Yamamoto, H.  J. Am. Chem. Soc.  ASAP



The End

• The End!


