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aryl boronic esters

Suzuki-Miyaura
cross-coupling

1,1,2,2-
tetraethylene glycol
Pd(OAc), (1.0 mol%) (Epin)
Et SPhos (2.0 mol%) Ar-B(Epin)
/0 Et K3PO4 (2.0 equiv) @ * purifiable by column chromatography
B\ + @ on silica gel
0 Et Br PhMe-H,0 (10:1) * enhanced reactivity in
Et 110°C, 24 h Suzuki—Miyaura cross-couplings

(1.5 equiv)

— Preparation of Ar-B(Epin):

B(OH) Epin (1.0-2.0 equiv)
12 examples \

(1.0-1.1 equiv) 76-99% yield

. (dppp)PdCl; (5.0 mol%)
B(Epin) gy B,Epin; (1.5 equiv)

O~/-Et  KOAc (3.0 equiv) Br
Ar‘—B\
0 Et 1 example Me(0)C

n-BuLi (1.1-1.2 equiv) Et 99% yield
B(OMe)3 (2.0-2.4 equiv)
then
Epin (1.0-2.0 equiv)

o

— Selected examples:

CO,Me C(O)Me OsN OMe
S I O I @)Q/ (ﬁD\F | ~
\ CO.Me \ 0 N/ N .=

92% yield 94% yield 95% yield 96% yield 92% yield

6 examples
78-91% yield

Significance: The synthesis and application of ar-
ylboronic 1,1,2,2-tetraethylethylene glycol esters,
Ar-B(Epin), is disclosed. These aryl boronates are
readily accessible via dehydrative esterification of
boronic acids, metalation of aryl bromides or Mi-
yaura borylation. Substitution of the methyl units
of the pinacol esters Ar-Bpin by ethyl groups leads
to higher stability, and the corresponding arylbo-
ronic esters Ar—-B(Epin) are easily purified by col-
umn chromatography on silica gel.

Comment: The novel arylboronic esters show en-
hanced reactivity in Suzuki-Miyaura cross-cou-
plings, providing the coupling products in excellent
yields. These organoboron compounds represent a
viable alternative to the commonly used aryl bo-
ronic acids or pinacol esters.
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