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Part 1 — Additional Figures
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Figure S1. Molecular structure of IDip*OMe-CS, (2) with thermal ellipsoids drawn at the 50%
probability level. Hydrogen atoms were omitted for clarity
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Figure S2. TGA curves of IDip-CS,, IDip*Me-CS, (1), and IDip*OMe-CS, (2)
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Figure S3. Molecular structure of [ReBr(CO),(S,C-IDip*OMe)] (4) with thermal ellipsoids drawn at
the 50% probability level. Hydrogen atoms were omitted for clarity

Intens. ] 1300.3584

[%] 100 [M-Br+MeCN]*

] [M—Br+2MeCNJ*
1341.3890

40 -
20 - m
0 ;
1259.3286

[M-Br]*

O
20 - € 1231.3343
0 1 ke L
1175.3441
1001
80
60 -S
b
40

201 1143.3721

sl

1125 1150 1175 1200 1225 1250 1275 1300 1325 1350 m/z

1203.3381
“l m

Figure S4. ESI-MS spectrum of [ReBr(CO),(S,C-IDip*Me)] (3) (top) and MS/MS spectra of the
[Re(CO)4(S,C-IDip*Me)]* ion ([M—-Br]") at a collision energy of 20 V (middle) and 30 V (bottom)
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Figure S5. Molecular structure of [RuCl(p-cymene)(S,C-IDip*OMe)]|PF, (6) with thermal ellipsoids
drawn at the 50% probability level. Hydrogen atoms, co-crystallized solvents, and the PF,” counterion
were omitted for clarity
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Figure S6. Electronic absorption spectra of [RuCl(p-cymene)(S,C-IDip)]PF, (dark purple solid line),

[RuCl(p-cymene)(S,C-IDip*Me)]PF, (§, red dotted line), and [RuCl(p-cymene)(S,C-IDip*OMe)]|PF;
(6, purple broken line)
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Figure S7. 'H NMR spectrum (400 MHz, CDCl,, 298 K) of IDip*Me-CS, (1)
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Figure S8. °C APT NMR spectrum (100 MHz, CDCl;, 298 K) of IDip*Me-CS, (1)
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Figure S10. °C APT NMR spectrum (100 MHz, CDCl;, 298 K) of IDip*OMe-CS, (2)
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Figure S11. 'H NMR spectrum (400 MHz, CD,Cl,, 273 K) of [ReBr(CO),(S,C-IDip*Me)] (3)
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Figure S12. "C NMR spectrum (100 MHz, CD,Cl,, 273 K) of [ReBr(CO),(S,C-IDip*Me)] (3)
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Figure S13. 'H NMR spectrum (400 MHz, CD,Cl,, 298 K) of [ReBr(CO),(S,C-IDip*OMe)] (4)
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Figure S14. °C APT NMR spectrum (100 MHz, CD,Cl,, 298 K) of [ReBr(CO),(S,C-IDip*OMe)] (4)
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Figure S16. °C APT NMR spectrum (100 MHz, CD,Cl,, 298 K) of
[RuCl(p-cym)(S,C-IDip*Me)]PF; (5)
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Figure S18. °C APT NMR spectrum (100 MHz, CD,Cl,, 298 K) of
[RuCl(p-cym)(S,C-IDip*OMe)]|PF; (6)
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