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MR DOBEE (Fn30) « RaFULAEW D> T / BReRib & LT, O-CN #EATEMEILZRR D 7L
FUACKHT DTN T ) T ax I ALRIGEHRT VT LS N 7 = =)V R T @i X
STETTDHIZEEZRMN LI RNTV T LD L LTA45-BER(V 7 = =/LFRAT 1 /)9,9-
T AFI)FH T v (Xantphos) E VD T L AR TEET, G, SWEREERRER LT
P RINMECHEIT T 5, MUEHRFE EH LWRE VT EEEEZMEE LN S, ERMLRE
DEBEMHALEMICE S LN DA REZEB T Fa Xy Y 7T U 2@ RICEMTE 58
FETHD,

WFICE R OMEE (J530) @ The cooperative catalysis by palladium and triphenylborane effects the
intramolecular oxycyanation and aminocyanation of alkenes through the cleavage of O—CN bonds and
the subsequent insertion of double bonds. The use of 4,5-bis(diphenylphosphino)-9,9-dimethylxanthene
(Xantphos) as a ligand for palladium is essential for allowing the transformation to proceed with high
chemo- and regioselectivity. Variously substituted dihydrobenzofurans with both a tetra-substituted
carbon and cyano functionality, which are often found in biologically active substances including some
pharmaceuticals, are accessed by the newly developed methodology in a highly efficient manner.
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Scheme 1. Synthesis of Substrates
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Table 1. Intramolecular Oxycyanation of Alkenes Catalyzed
by Pd/BPh;
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“Isolated yields based on 1. "Run on a 1.0 mmol scale.
Run with 5 mol % of the Pd/Xantphos catalyst and 10 mol %
of BPhs. “Run at 50 °C. “Run with Pd[(o-tol);P], instead of
Pdy(dba)s. 7 Run at 90 °C. ¢ Run at 100 °C. " Run with
Nixantphos instead of Xantphos. ' Run with 40 mol % of
BPh;.” Run on a 0.20 mmol scale.
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Scheme 2. Plausible Catalytic Cycle
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