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Development of novel practical aryne precursors: 2-triazenylarylboronic acids
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o 2- Trlazenﬁlarylboronic acids have been developed as novel and readily
available aryne precursors Despite their stability, they generate aryne under mild conditions using
silica gel. An improved procedure involving the one-pot boronate formation of
2-triazenylarylboronic acids with pinacol followed by silica gel treatment was also developed. The
one-pot process allowed high yields to be obtained without using excess aryne precursor.

(2) In addition to silica gel, 2-triazenylarylboronic acids generated aryne upon treatment with
Bronsted-, Lewis-, and solid acids.

(3) A method for the synthesis of 2-triazenylarylboronic acids functionalized with alkynyl groups

was developed by using the underexplored 3-triazenylaryne as an intermediate.
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N\\N,NRz /@\ (neutral)
e e R
B(OH), 0 CH,Cly (1 mL)
rt, 16 h
1a' or1a 2a 3 Me
(0.2 mmol) (0.1 mmol) aa
aryne silica gel "H NMR
t
ety precursor (mg) yield (%)
N\xN,N N\xN,N’PrQ 1 1a’ 40 33
@: @: 2 1a' 120 75
B(OH), B(OH), 3 1a’ 200 88
1a' 1a 4 1a 200 quant (92)°
@Yield in parentheses refers to isolated yield
in 5 mmol scale.
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B(OH), 0 CH20|2 (#)-CSA 59% 11%
1a 2a 2g 3ag MK10 15% 56%
0.1 mmol 0.1 mmol 0.1 mmol 0.1 mmol silicagel ND 61%
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