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Category

Metal-Mediated
Synthesis

iridium catalysis

S. E. SHOCKLEY, C. HETHCOX, B. M. STOLTZ* (CALIFORNIA INSTITUTE OF TECHNOLOGY,
PASADENA, USA)

Enantioselective Synthesis of Acyclic a-Quarternary Carboxylic Acid Derivatives through Iridium-Catalyzed Allylic
Alkylation

Angew. Chem. Int. Ed. 2017, 56, 11545-11548.

Synthesis of a-Quarternary Carboxylic Acid

carboxylic acids

enantioselectivity Derivatives
MOM ' ligand '
OMO| 1. BEts (2.0 equiv) X=OHOR,NRy N N :
NG oN [!r(cod)CI]z (2 n:ol%) ) o | O / .
+ ligand (4.2 mol%), TBD (10 mol%) J ' = 0. :
R2 THF, 60 °C, 18 h X X ; P—N | 5
R! OCO,Me g !
23 examples .
R' = Ar, Ak up to 97% yield LS ;
R? = Me, Et, n-Bu
Selected examples:
NO,
90% vyield 51% yield 93% vyield
90% ee 95% ee 87% ee
0
0
Ho)J?(\
61% yield 32% yield 63% yield
92% ee 3% ee
MeO
74% yield Cl 61% yield Cl 88%vyield  Cl
Significance: The authors report the first highly Comment: The products can be transformed in
enantioselective iridium-catalyzed allylic alkylation various ways leading to important chiral building
using a masked acyl cyanide. In this one-pot pro- blocks, demonstrating the utility of the presented
cedure, carboxylic acids, esters, and amides con- method.
taining allylic all-carbon quaternary stereogenic
centers can be obtained enantioselectively.
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