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Figure S1."H NMR of complex 1 (300 MHz, C¢Ds, 298 K).
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Figure S2.'"H NMR of complex 2 (400 MHz, C¢Dg, 298 K).
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Figure S3.'H NMR of complex 3 (400 MHz, C¢Dg, 298 K).
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Figure S4."H NMR of complex 4 (400 MHz, C¢Ds, 298 K).
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Figure S5."H NMR of complex 5 (300 MHz, C¢Ds, 298 K).
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Figure $S6."H NMR of complex 6 (400 MHz, C¢Ds, 298 K).
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Figure S7 Eyring plot for the temperature-dependent fluxional process for complex 2.

A =24.152 (0.918)

B = -6012.531 (236.540)

R =-0.989 SD = 0.2555
AH*=11.95 + 0.47 kcal mol™
AS*=0.78 + 1.82 cal mol* K*
AG* =11.72 + 0.07 kcal mol™
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Figure S8. Variable-temperature *H NMR spectra of 3 in toluene-ds.
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Figure S9. Eyring plot for the temperature-dependent fluxional process for complex 3.

A = 25.14025 (0.59292)

B = -7201.26068 (164.60229)

R =-0.99766 SD = 0.16126
AH¥=13.49 + 0.07 kcal mol?
AS*=2.74 + 1.18 cal mol™ Kcal/mol K
AG*=14.31 + 0.33 kcal mol™
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Figure S10. Variable-temperature *H NMR spectra of homoleptic complex 6 in CD,Cl,.

mmmmmmmm
HHHHHHHH

mmmmmmmm

_-268
266
Ll

d b
o)
/CL a_o
o 0
d
o)

: |
il

Ul d
_ hf@ v e Y, “ﬂ‘w'dm,

52 SEI 4.3 46 44 42 4.0

3.8 36 3.4 32 30 28 6 2.4 22 20 18 16 1.4 12
1 (opry

Figure S11. "H NMR spectrum (400 MHz, CDCls, 298 K) of oligomers of L-lactide obtained using
3/iPrOH = 1. Reaction conditions: [L-LA]o/[3]o = 20, T=25°C, t=5h.
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Figure S12. Plausible mechanism for the polymerization of L-LA by 3 in the absence of alcohol.
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Figure S13. *H NMR spectrum of the CL-LA block copolymer
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Figure S14. Enlargement of the linear part of graphic in Figure 6 in the MS. Pseudofirst-order rate

costant is Kapp=3.96 + 0.02 min™ (R = 0.9998) ([3]=9.1 mM; [LA]/[3)/[iPrOH] = 100:1:1;
toluene-ds as solvent; T = 343 K)
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Figure S15. Semilogarithmic plot of LA conversion with time in toluene-dg at 323 K using 3 as
initiator ([3] = 9.1 mM; [LA]/[3])/[iPrOH] = 50:1:1)
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Figure S16. Enlargement of the linear part of graphic in Figure S14. Pseudofirst-order rate costant
iS Kapp = 1.35 £ 0.06 x 10" min (R = 0.996) ([3]=9.1 mM; [LAJ/[3]/[iPrOH] = 50:1:1; toluene-ds

as solvent; T = 323 K)
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