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UV-vis spectra
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Figure S1. UV-vis spectrum of 1 in 0.1 M CH;Cl,/NBu4PF.
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Figure S2. UV-vis spectrum of 2 in 0.1 M CH;Cl,/NBu4PFs.
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NIR Spectra of [1]** Collected Spectroelectochemically
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Figure S3. NIR spectra of 1" collected spectroelectrochemically in 0.1 M

CH,Cl;/NBu4PFs. The changes observed upon oxidation from 1 to 1%* are shown to

the left and the changes observed upon oxidation from 12* to [1]3* on the right.
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4-(Trimethylsilylethynyl)bromo benzene. Ethynyltrimethylsilane (955 mg,
9.72 mmol) was added to a mixture of 4-bromo-iodobenzene (2.50 g, 8.84 mmol),!
PdCl,(PPh;), (62.0 mg, 88.4 umol)*>3 and copper(I) iodide (17.0 mg, 88.4 umol) in
degassed triethylamine (50 mL) under a N, atmosphere. The resulting mixture was stirred
for 1.5 h at ambient temperature, after which time the volatiles were removed under
reduced pressure. The resulting residue was suspended in hexanes and passed through a
short silica column (eluent: hexanes). Concentration of the combined filtrates gave a
colourless oil which solidified on drying in vacuum to afford the product as a white solid
(2.20 g, 8.70 mmol, 98%). 'H NMR (400 MHz CDCly): 6 = 0.24 (s, 9H, Si(CH;);), 7.32,
7.43 (AA’BB’ system, 4H, 3J; iy = 8.8 Hz, /iy s = 2.1 Hz, C¢H,). *C NMR (100 MHz,
CDCl;): 6 = 0.0 (Si(CH3)3), 95.7 (C=C-Si), 105.0 (C=C-C¢H,), 122.3 (Cy, CeHy), 122.8
(Cq» C6Hy), 131.6 (C-H, C¢Hy), 133.5 (C-H, CsHy4), C—Br not observed. FT-IR (CH,Cl,)
v 2157 cm™ (C=C). EI-MS: m/z (%) 252 (66) [M]*, 237 (100) [M — CH3]*. Anal. Calcd

For C,H,;3SiBr: C, 52.18; H, 5.18. Found: C, 52.30; H, 5.26.
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Figure S4.H NMR spectrum of 1 (CDCl3).
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Figure S5.3!P NMR spectrum of 1 (CDCl5).
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Figure S6.H NMR spectrum of 2 (CDCl3) and expansions of key regions
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Figure S7.3!P NMR spectrum of 2 (CDCl3)
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