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Figure S1. '"H NMR spectrum of complex 1 (400 MHz, C4D5)
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Figure S2. 'H NMR spectrum of complex 3 (400 MHz, C4D5)
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Figure $3. 'H NMR spectrum of complex 4 (400 MHz C¢Dy)
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Figure S4. '"H NMR spectrum of complex 6 (400 MHz, C4D5)
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Figure S5. 'H NMR spectrum of complex 7 (400 MHz, C¢Dy)
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Figure $6. '"H NMR spectrum of complex 8 (400 MHz, C4Dy)
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Si(2A)

Figure S7. ORTEP diagram of complex 1 showing an atom numbering scheme. Thermal
ellipsoids are drawn at the 30% probability level, and hydrogen atoms are omitted for clarity.

SI2A)

Figure S8. ORTEP diagram of complex 3 showing an atom numbering scheme. Thermal

ellipsoids are drawn at the 30% probability level, and hydrogen atoms are omitted for clarity.

Figure S9. ORTEP diagram of complex 4 showing an atom numbering scheme. Thermal

ellipsoids are drawn at the 30% probability level, and hydrogen atoms are omitted for clarity.
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Figure S10. ORTEP diagram of complex 6 showing an atom numbering scheme. Thermal
ellipsoids are drawn at the 30% probability level, and hydrogen atoms are omitted for clarity.
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Figure S11. Polymerization of isoprene with complex 4 under activation of organic broate and

trialkylaluminium. Relationship between the number-averaged molecular weight (Mn) and the

molar ratio of monomer to initiator.
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Figure S12. Combined 'H NMR spectrum of the reaction of complex 6 + 1 equiv of

[Ph3C][B(CFs)4], 25 °C, after 30 min, (2), 4 days (3), 7 days (4). (400 MHz, C¢D;sCI+C4Dy)
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Figure S13. 'H NMR spectrum of the reaction of complex 7 + 1 equiv of [Ph3;C][B(CeFs)4],

25 °C, after 30 min. (400 MHz, C¢DsCI+C4Dyg)
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