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HsCO H,CO H,CO
1.2 eq CuCN
_ Si(ipy, 1269 97PPhs _Si(iPr); =
Br Br toluene (64 mL) NC Br \\ -
10 mmol (4.5 g) 80°C, 23h 88% (3.5 Q) 6% SIIPNs
2. Background — - -
o! CISi(CHg); NBS (-O H=——Ph (1.2 eq)
) 1M 05M % 5 mol% PdCl ,(PPhs), Cl
in CH,CI, in CH;CN Si(iPr) 10 mol% Cul
\ > > = A > AN
\ toluene ~rt, 1h Cl"  Br toluene/Et 5N Si(ip
Si(iPr)3 0 °C, 5 min 92% (10.0 g) 70 °C on i r)3_
single isomer 0% ~100%
Yauchi, Y.; Ide, M.; Shiogai, R.; Chikugo, T.; lwas awa, T. Eur. J. Org. Chem. 2015, 938-943.
1M 05M
in CH 2CI2 in CH 3CN 1.1 eq CuCN
\\ toluene ~rt, 1 h Br DMF \\
-78 °C, 5 min 81% (2.45g) 70°C,22h 48% 9% 24% 15%
98:2 (27%)
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HsCO HsCO HsCO HsCO
1.2 eq CuCN
_Si(iPr); 12 eq O=PPhs _Si(iP), _Si(iPr),
Cl Br 0 xylene .
135 T, 23 h 48% 20% 32% S|(|Pr)3
1.2 eq %Yield
H3CO, CuCN H3CO, H3CO, H3CO, Scale of 1 oYie
1.2 eq /mmol (g) solvent temp./°Ctime/h 2 iso-2 3 1
O=PPh 0.5(0.23) o-xylene 135 15 62 trace 38 O
_ Si(iPr)3 3 _ Si(iPr)3 _ Si(iPr)3 05(0.23) toluene 60 15 0 0 0 99
\\ 0.5 (0.23) 80 19 9 0 8 2
50|Ve“t Br 3.0 (1.3) 80 23 8 0 7 1
temp./time iso- 2 3 Si(iPNs 10 4.5 80 23 8 0 6 1
4. Evaluation of this cyanation protocol 5. (Z2)-1,2-dichloroalkenylsilane
1.2 eq CuCN
Si(iPr) 1.2 eq O=PPhs SI(IPI’)3 1.2 eq
H3CO CUCN H3CO H3CO
toluene 1.2 eq
temp./time Sl(lPr)3
Alkyne _ Si(iPr)3 0= PPh3 _ Si(iPr)3
%Yield
Ar solvent temp./°C time/h TM Alkyne Dibromo solvent
4 temp./time S|(|Pr)3
toluene 80 23 67 0 24
110 9 90 trace 0
- %Yield (@
) toluene 80 15 86 0 2 solvent temp./°C time/h 5 3 4
S \s 110 3 91  trace 0 toluene 80 23 0 0 ~100
toluene 110 15 65 0 22
toluene 18100 283 504 105 ggo o-xylene 135 23 78 trace 10
- ' (o]
9 \s 0-xylene 135 10 46 46 0 1,3,5-mesitylene 155 23 <82 trace 7
[a] Isolated vyields.
toluene 80 19 21 1 68 [b] ~ 90% purity. Unknown pesky impurities were obs  erved.
110 20 69 21 0
H;CO o
CHj3 toluene 110 19 0 78 11
o-xylene 144 3 0 >99 trace
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