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Table S1. Crystallographic data and structure refinement for 1 and 4.

Compound

1 (CCDC 1410026)

4 (CCDC 1410027)

Empirical Formula
Formula Weight

Temperature/K
Crystal Color
Crystal System

Crystal Dimensions

Lattice Parameters

Space Group

Z value
Dcalc

Fo00
pw(MoKa)

Reflections collected
Independent reflections
Rine

R, wR; (all)*

R, wR;, [I>=2c (D]*
GOF-fit on F*

C,H, ,Li,N,0 3(C7Hy)

827132

1590.15

163
Colorless

Triclinic

0.38 X 0.35 X 0.34 mm
a= 16.592(2) A

b= 18.655(2) A
c= 19.067(2) A
a= 103.219(7)°

B = 98.581(7)°

V = 5265.8(10) A"
P-1 (#2)

2

1.003 g/em’
1740

0.61 cm’”
43063

21429

0.0454
0.1462, 0.3597
0.1130, 0.3441
1.060

CesH100NasN4Og
1137.51

163
Colorless

Monoclinic

0.5 x 0.43 x 0.35 mm
a= 12.898(4) A

b= 13.741(4) A
c= 18.695(6) A
a= 90°

B=101.518(4)°
V =3246.7(17) A
P2:/n

2

1.164 g/em’
1232.0

0.096 cm”
24304

7155

0.0374
0.0604, 0.1653
0.0543, 0.1580
1.084

a 2 2.2 22112
R, = X(|Fo) - |[Fe|)/Z[Fo| ; WRs = [ Z(W(Fo -F¢) )/ Tw(Fo ) ]
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Table S2. Selected Bond lengths (A) and angles (°) for 1 and 4.

1 4
Li(1)-0(1) 1.804(8) Na(1)-0(1) 2.3450(14)
Li(2)-0(1) 1.932(7) Na(1)-0(2) 2.3176(14)
Li(1)-0(3) 1.849(8) Na(1)-0(4) 2.3956(13)
Li(2)-0(3) 1.924(7) Na(1)-N(2) 2.6392(16)
Li(1)-0(5) 1.932(8) Na(2)-0(4) 2.1825(14)
Li(2)-N(1) 2.268(8) Na(2)-0(2) 2.2369(17)
Li(2)-N(3) 2.295(7) Na(1)-N(1) 2.6761(16)
O(1)-Li(1)-0(3) 100.0(4) 0(1)-Na(1)-O(4) 89.16(4)
01-Li(1)-0(3) 130.5(4) O(1)-Na(1)-N(2) 134.44(5)
0(1)-Li(2)-0(3) 93.0(3) 0(4)-Na(1)-N(2) 123.34(5)
Li(1)-O(1)-Li(2) 50.3(2) O(1)-Na(1)-N(1) 77.30(4)
Li(1)-0(3)-Li(2) 50.0(2) 0(2)-Na(1)-O(4) 92.48(5)
O(1)-Li(2)-N(1) 95.5(3) 0(2)-Na(1)-N(2) 77.34(5)
O(1)-Li(2)-N(3) 123.43) 0(2)-Na(1)-N(1) 139.96(5)
0(3)-Li(2)-N(1) 118.7(3) N(1)-Na(1)-N(2) 62.65(5)
0(3)-Li(2)-N(3) 94.3(3) 0(2)-Na(1)-O(4) 35.63(4)
N(1)-Li(2)-N(3) 128.0(3)
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Figure S1. '"H NMR spectrum (300 MHz, 298 K, CsD¢) of 1.
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Figure S2. "H NMR spectrum (500 MHz, 298 K, CsDs and CsDsN ) of 1.
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Figure S7. Conversion (%) vs. time for the ROP of LA initiated by 3 under the conditions
in Table 1, entry 9.
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Figure S8. Conversion (%) vs. time for the ROP of LA initiated by 3 under the conditions
in Table 2, entries 13, 15and 17. CH,Cl,, Toluene, THF.
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Figure S9. First-order plot of LA consumption initiated by 3 according to the conditions in

Table 2, entries 13 and 15. CH,CL (y = 0.0256x + 0.1897, R*= 0.9894), Toluene (y =
0.0884x + 0.3487, R*= 0.9593).
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Figure S10. Conversion (%) vs. time for the ROP of LA initiated by 1, 2, 3 and 4 in
CH,Cl, under the conditions in Table 2, entries 2, 8, 13and 19. 1, 2, 3, 4.
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Figure S11. First-order plot of LA consumption initiated by 1, 2, 3 and 4 in CH,Cl, under the

conditions in Table 2, entries 2, and 13. 1 (y = 0.0114x + 0.0834, R*= 0.96), 3 (y=
0.0257x + 0.2068, R*= 0.9983).
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Figure S12. Conversion (%) vs. time for the ROP of LA initiated by 1 in CH,Cl, under the
conditions in Table 2, entries 2,3 and 5. 1 eq. BnOH, 2 eq. BnOH, 4 eq. BnOH.
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Figure S17. 'Li NMR spectrum (300 MHz, C¢D) of 1 with and without 1 equiv. rac-

lactide.
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Figure S18. Monitoring of stoichiometric (M: BnOH: LA, 1:1 and 1:1:1) model reactions
by 'H NMR in dichloromethane-d, at 298 K (500 MHz).
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Figure S19. Monitoring of stoichiometric (M: BnOH: LA, 1:2 and 1:2:1) model reactions
by 'H NMR in dichloromethane-d, at 298 K (500 MHz).

S20



P 1 1 1 Complex1+4 eq. BnOH+
P 1eq.LA
M Jor~ | .

solyent J Complex1+4 eq. BnOH
A LL

BnOH

T N 1. e

T T T T T T T T T T T T T T T T T T T T T T T T
11.5 11.0 105 100 95 90 85 80 75 70 65 60 55 50 45 40 35 30 25 20 15 1.0 05 00
f1 (ppm)

Figure S20. Monitoring of stoichiometric (M: BnOH: LA, 1:4 and 1:4:1) model reactions
by 'H NMR in dichloromethane-d, at 298 K (500 MHz).
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Figure S21. >C NMR spectrum (300 MHz, 298 K, CDCls) of 1.
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Figure S24. MALDI-TOF spectrum of 1.

Figure S25. Theoretical and Experimental MALDI-TOF MS isotopic distribution pattern
for 1.
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Figure S27. >C NMR spectrum (300 MHz, 298 K, CsDsN) of 2.

S27



31.90

29.81

68.20

T\ 25.84

100.21

G
o
2 s ok B
- i ] R
I N ‘ 1
| | |
|
T T T T T T T T T T T T T T T T T T T
190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10

f1 (ppm)
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Figure S29. MALDI-TOF spectrum of 2.

Figure S30. Theoretical and Experimental MALDI-TOF MS isotopic distribution pattern
for 2.
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Figure S33. MALDI-TOF spectrum of 3.

Figure S34. Theoretical and Experimental MALDI-TOF MS isotopic distribution pattern
for 3.
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Figure S35. >C NMR spectrum (300 MHz, 298 K, CDCls) of 4.
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Figure S36. MALDI-TOF spectrum of 4.
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