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Fig. S1 10 equiv. of PhOH and Ca[N(SiMe3)2]2(THF)2 reacted at room temperature: 1) for 30 

min; 2) for 1 h；3) for 1.5 h.

Fig. S2 10 equiv. of p-CH3-PhOH and Ca[N(SiMe3)2]2(THF)2 reacted at room temperature: 1) for 

30 min; 2) for 1 h；3) for 1.5 h.

Fig. S3 10 equiv. of PhCH2NH2 and Ca[N(SiMe3)2]2(THF)2 reacted at room temperature: 1) for 

30 min; 2) for 1 h; 3) for 1.5 h.

Fig. S4 1H NMR (400 MHz, CDCl3, 25 oC) spectrum of the afforded PLLA sample (Mn,GPC = 

3400/1900 g/mol, Mw/Mn = 1.06/1.11) prepared by Ca[N(SiMe3)2]2(THF)2/p-CH3-PhOH.

Fig. S5 MALDI-TOF mass spectrum (Na+) of a PLLA sample (Mn,GPC = 3400/1900 g/mol, Mw/Mn 

= 1.06/1.11) prepared by the binary catalyst Ca[N(SiMe3)2]2(THF)2/p-CH3-PhOH.

Fig. S6 Semilogarithmic plots of ln([LA]0/[LA]t) for the ROP of L-LA versus time initiated by 

different Ca[N(SiMe3)2]2(THF)2/Ph2CHOH ratios.

Fig. S7. Semilogarithmic plots of ln([LA]0/[LA]t) for the ROP of L-LA versus time initiated by 

different Ca[N(SiMe3)2]2(THF)2/Ph2CHOH ratios.
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Fig. S1 10 equiv. of PhOH and Ca[N(SiMe3)2]2(THF)2 reacted at room temperature: 1) 
for 30 min; 2) for 1 h；3) for 1.5 h.

Fig. S2 10 equiv. of p-CH3-PhOH and Ca[N(SiMe3)2]2(THF)2 reacted at room 
temperature: 1) for 30 min; 2) for 1 h；3) for 1.5 h.



Fig. S3 10 equiv. of PhCH2NH2 and Ca[N(SiMe3)2]2(THF)2 reacted at room 
temperature: 1) for 30 min; 2) for 1 h; 3) for 1.5 h.
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Fig. S4 1H NMR (400 MHz, CDCl3, 25 oC) spectrum of the afforded PLLA sample 
(Mn,GPC = 3400/1900 g/mol, Mw/Mn = 1.06/1.11) prepared by Ca[N(SiMe3)2]2(THF)2/p-
CH3-PhOH.



Fig. S5 MALDI-TOF mass spectrum (Na+) of a PLLA sample (Mn,GPC = 3400/1900 
g/mol, Mw/Mn = 1.06/1.11) prepared by the binary catalyst Ca[N(SiMe3)2]2(THF)2/p-
CH3-PhOH (An = 144.13n + 22.99 + 108.14, Bn = 144.13n + 22.99 + 108.14 + 72.06, 
Cn = 144.13n + 22.99 + 161.11, Dn = 144.13n + 22.99 + 161.11 + 72.06, where n is the 
degree of polymerization, MNa = 22.99 g/mol, MLA = 144.13 g/mol, MNH(SiMe3)2 = 161.11 
g/mol and Mp-CH3-PhOH = 108.14 g/mol). 

Fig. S6 Semilogarithmic plots of ln([LA]0/[LA]t) for the ROP of L-LA versus time 
initiated by different Ca[N(SiMe3)2]2(THF)2/Ph2CHOH ratios: A) 1000/1/2.5, kapp = 
2.16 × 10-2 min-1, R2 = 0.9772; B) 1000/1/5, kapp = 4.94 × 10-2 min-1, R2 = 0.9984; C) 
1000/1/7.5, kapp = 9.33 × 10-2 min-1, R2 = 0.9844; D) 1000/1/10, kapp = 1.40 × 10-1 min-

1, R2 = 0.9947 (Conditions: T = 50 oC, in toluene, [LA]o = 2.0 M).



Fig. S7 Semilogarithmic plots of ln([LA]0/[LA]t) for the ROP of L-LA versus time 
initiated by different Ca[N(SiMe3)2]2(THF)2/Ph2CHOH ratios: A) 1000/1/10, kapp = 
1.40 × 10-1 min-1, R2 = 0.9772; B) 1000/1/15, kapp = 1.01 × 10-1 min-1, R2 = 0.9984; C) 
1000/1/30, kapp = 8.04 × 10-2 min-1, R2 = 0.9844; D) 1000/1/40, kapp = 6.50 × 10-1 min-1, 
R2 = 0.9947 (Conditions: T = 50 oC, in toluene, [LA]o = 2.0 M).


