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IR Spectra.
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Figure S1. Overlay of IR spectra of 1 and 2 (KBr mull). The stretches observed from ~2400-
2300 cm! are persistent artifacts from the instrument that were not able to be subtracted from the

background.
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Figure S2. Overlay of IR spectra of 3 and 6 (KBr mull). The stretches observed from ~2400-
2300 cm™! are persistent artifacts from the instrument that were not able to be subtracted from the
background.
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Figure S3. Overlay of IR spectra of 4 and 7 (KBr mull). The stretches observed from ~2400-
2300 cm™! are persistent artifacts from the instrument that were not able to be subtracted from the

background.
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Figure S4. Overlay of IR spectra of 5 and 8 (KBr mull). The stretches observed from ~2400-
2300 cm™! are persistent artifacts from the instrument that were not able to be subtracted from the
background.



NMR Spectra.
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Figure S5. 'H NMR spectrum of 1 in THF-ds.
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Figure S6. 'H NMR spectrum of 2 in THF-ds.



Figure S7. 3C NMR spectrum of 2 in THF-ds.
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Figure S8. 2°Si NMR spectrum of 2 in THF-dg. The resonance at -114.52 ppm is assignable to

the borosilicate glass from the NMR tube.
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Figure S9. 'H NMR spectrum of 3 in THF-ds.
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Figure S10. '3C NMR spectrum of 3 in THF-ds.
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Figure S11. 2°Si NMR spectrum of 3 in THF-dg. The resonance at -111.52 ppm is assignable to
the borosilicate glass from the NMR tube.
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Figure S12. '"H NMR spectrum of 4 in THF-ds.
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Figure S13. 3C NMR spectrum of 4 in THF-ds.
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Figure S14. °Si NMR spectrum of 4 in THF-dg. The resonance at -110.22 ppm is assignable to

the borosilicate glass from the NMR tube.
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Figure S15. 77Se NMR spectrum of 4 in THF-d.
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Figure S16. '"H NMR spectrum of 5 in THF-ds.
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Figure S17. 3C NMR spectrum of 5 in THF-ds.
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Figure S18. 2°Si NMR spectrum of 5 in THF-dg. The resonance at -105.81 ppm is assignable to

the borosilicate glass from the NMR tube.
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Figure S19. '>>Te NMR spectrum of 5 in THF-dj.
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Figure S20. '"H NMR spectrum of 6 in THF-ds.
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Figure S21. 3C NMR spectrum of 6 in THF-ds.
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Figure S22. 2°Si NMR spectrum of 6 in THF-dg. The resonance at -112.60 ppm is assignable to

the borosilicate glass from the NMR tube.
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Figure S23. '"H NMR spectrum of 7 in THF-ds.
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Figure S24. 3C NMR spectrum of 7 in THF-ds.
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Figure S25. 2°Si NMR spectrum of 7 in THF-dg. The resonance at -106.89 ppm is assignable to
the borosilicate glass from the NMR tube.
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Figure S26. ”7Se NMR

spectrum of 7 in THF-dj.
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Figure S27. '"H NMR spectrum of 8 in THF-ds.
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Figure S28. 3C NMR spectrum of 8 in THF-ds.
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Figure S29. 2°Si NMR spectrum of 8 in THF-dg. The resonance at -106.93 ppm is assignable to
the borosilicate glass from the NMR tube.
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Figure S30. '>>Te NMR spectrum of 8 in THF-dj.
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Figure S31. In situ "H NMR spectrum of [K(18-crown-6)][SiPh;] (18.8 mg, 0.033 mmol) in
THF-dg ~30 min after addition of 1 equiv of elemental sulfur (1.2 mg, 0.037 mmol). The
resonances at 0.87 and 1.29 ppm are assignable to hexanes, while the resonances at 2.30 and 7.22
ppm are assignable to toluene.
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Figure S32. In situ '"H NMR spectrum of [K(18-crown-6)][SiPh,'Bu] (23.0 mg, 0.042 mmol) in
THF-dg ~30 min after addition of 1 equiv of elemental sulfur (1.5 mg, 0.047 mmol). The
resonances at 0.85 and 1.29 ppm are assignable to hexanes, while the resonance at 2.30 is
assignable to toluene.
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Figure S33. 'H NMR spectrum of [K(18-crown-6)][SiPh;] (1) in MeCN-d;.The orange solid
afforded a colorless solution upon dissolution into MeCN-d;. The resonances at 1.80 and 3.64
ppm are assignable to THF. No tractable products were isolated.
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UV/vis Spectra.
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Figure S34. Overlay of UV-vis spectra of 1 and 2 (THF; 1: 2.8 x 104 M, 2: 3.4 x 10 M).
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Figure S35. Overlay of UV-vis spectra of 3 and 6 (THF; 3: 3.1 x 10 M, 6: 3.0 x 10* M).
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Figure S36. Overlay of UV-vis spectra of 4 and 7 (THF; 4: 3.0 x 104 M, 7: 2.9 x 10* M).
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Figure S37. Overlay of UV-vis spectra of 5 and 8 (THF; 5: 3.0 x 10 M, 8: 3.0 x 10* M).
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