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1) VT 1H NMR Data 

 

Figure S1. 1H NMR (toluene-d8, 400 MHz) spectrum of 3 at r.t. 

 

Figure S2. 1H NMR (toluene-d8, 400 MHz) spectrum of 3 at 0°C 



 

Figure S3. 1H NMR (toluene-d8, 400 MHz) spectrum of 3 at ‒20°C 

 

Figure S4. VT 1H NMR (toluene-d8, 400 MHz) spectra of 3 at r.t. (blue), 0°C (green) and ‒

20°C (red) 



.

 

Figure S5. 1H NMR (CD2Cl2, 400 MHz) spectrum of 3 at r.t. 

 

Figure S6. 1H NMR (CD2Cl2, 400 MHz) spectrum of 3 at 0°C 



 

Figure S7. 1H NMR (CD2Cl2, 400 MHz) spectrum of 3 at ‒20°C 

 

Figure S8. VT 1H NMR (CD2Cl2, 400 MHz) spectra of 3 at r.t. (blue), 0°C (green) and ‒20°C 

(red)  



 

Figure S9. 1H NMR (THF-d8, 400 MHz) spectrum of 3 at r.t. 

 

Figure S10. 1H NMR (THF-d8, 400 MHz) spectrum of 3 at 0°C 



 

Figure S11. 1H NMR (THF-d8, 400 MHz) spectrum of 3 at ‒20°C 

 

Figure S12. 1H NMR (THF-d8, 400 MHz) spectrum of 3 at ‒40°C 



 

Figure S13. VT 1H NMR (THF-d8, 400 MHz) spectra of 3 at r.t. (purple), 0°C (blue), ‒20°C 

(green) and ‒40°C (red) 

 

Figure S14. 1H NMR (toluene-d8, 400 MHz) spectrum of 4 at r.t. 



 

Figure S15. 1H NMR (toluene-d8, 400 MHz) spectrum of 4 at 0°C 

 

Figure S16. 1H NMR (toluene-d8, 400 MHz) spectrum of 4 at ‒20°C 



 

Figure S17. VT 1H NMR (toluene-d8, 400 MHz) spectra of 4 at r.t. (blue), 0°C (green) and ‒

20°C (red) 

 

 

Figure S18. 1H NMR (CD2Cl2, 400 MHz) spectrum of 4 at r.t. 



 

Figure S19. 1H NMR (CD2Cl2, 400 MHz) spectrum of 4 at 0°C 

 

Figure S20. 1H NMR (CD2Cl2, 400 MHz) spectrum of 4 at ‒20°C 



 

Figure S21. VT 1H NMR (CD2Cl2, 400 MHz) spectra of 4 at r.t. (blue), 0°C (green) and ‒

20°C (red) 

 

Figure S22. 1H NMR (THF-d8, 400 MHz) spectrum of 4 at r.t. 



 

Figure S23. 1H NMR (THF-d8, 400 MHz) spectrum of 4 at 0°C 

 

Figure S24. 1H NMR (THF-d8, 400 MHz) spectrum of 4 at ‒20°C 



 

Figure S25. 1H NMR (THF-d8, 400 MHz) spectrum of 4 at ‒40°C 

 

Figure S26. VT 1H NMR (THF-d8, 400 MHz) spectra of 4 at r.t. (purple), 0°C (blue), ‒20°C 

(green) and ‒40°C (red) 

 



2) FTIR 

 

Figure S27. FTIR spectrum of 3% solution of complex 3 in toluene. 

 

Figure S28. FTIR spectrum of 3% solution of complex 3 in toluene. Spectrum of C=O band 

deconvoluted for two bands FWHM – Full Width Half Maximum. 

Peak Position Absorbance FWHM Area Peak Type 

1726.340597 0.063908 18.316655 1.246039 0%Lorentz+Gauss 

1748.195446 0.093912 16.482831 1.695958 6%Lorentz+Gauss 

 



 

Figure S29. FTIR spectrum of 3% solution of complex 3 in toluene. Spectrum of C=O band 

deconvoluted for three bands. 

Peak Position Absorbance FWHM Area Peak Type 

1722.081993 0.062386 9.754557 0.695758 16%Lorentz+Gauss 

1733.180318 0.049468 11.306937 0.595393 0%Lorentz+Gauss 

1748.549451 0.096721 15.075776 1.655648 14%Lorentz+Gauss 

 

 

Figure S30.  FTIR spectrum of 3% solution of complex 3 in THF. 

 



 

Figure S31. FTIR spectrum of 3% solution of complex 3 in THF. Spectrum of C=O band 

deconvoluted for two bands. 

Peak Position Absorbance FWHM Area Peak Type 

1726.340597 0.063908 18.316655 1.246039 0%Lorentz+Gauss 

1748.195446 0.093912 16.482831 1.695958 6%Lorentz+Gauss 

 

Figure S32. FTIR spectrum of 3% solution of complex 3 in THF. Spectrum of C=O band 

deconvoluted for three bands. 

Peak Position Absorbance FWHM Area Peak Type 

1722.081993 0.062386 9.754557 0.695758 16%Lorentz+Gauss 

1733.180318 0.049468 11.306937 0.595393 0%Lorentz+Gauss 



1748.549451 0.096721 15.075776 1.655648 14%Lorentz+Gauss 

 

Figure S33. FTIR spectrum of 3% solution of complex 3 in CH2Cl2. 

 

Figure S34. FTIR spectrum of 3% solution of complex 3 in CH2Cl2. Spectrum of C=O band 

deconvoluted for two bands. 

Peak Position Absorbance FWHM Area Peak Type 

1715.274664 0.088592 17.110649 1.613592 0%Lorentz+Gauss 

1737.474323 0.171038 18.237052 3.533763 14%Lorentz+Gauss 

 

 

 

 



 

Figure S35. FTIR spectrum of 3% solution of complex 4 in toluene. 

 

Figure S36. FTIR spectrum of 3% solution of complex 4 in toluene. Spectrum of C=O band 

deconvoluted for two bands. 

Peak Position Absorbance FWHM Area Peak Type 

1724.434753 0.080569 17.109827 1.842607 54%Lorentz+Gauss 

1746.465898 0.128244 18.492731 2.708876 15%Lorentz+Gauss 



 

Figure S37. FTIR spectrum of 3% solution of complex 4 in toluene. Spectrum of C=O band 

deconvoluted for three bands. 

Peak Position Absorbance FWHM Area Peak Type 

1721.863847 0.044304 10.141491 0.487971 4%Lorentz+Gauss 

1731.105339 0.060030 22.959413 2.164961 100%Lorentz+Gauss 

1747.369518 0.114319 16.265737 2.105625 13%Lorentz+Gauss 

 

Figure S38. FTIR spectrum of 3% solution of complex 4 in THF. 



 

Figure S39. FTIR spectrum of 3% solution of complex 4 in THF. Spectrum of C=O band 

deconvoluted for two bands. 

Peak Position Absorbance FWHM Area Peak Type 

1723.709394 0.106060 16.120654 2.134105 36%Lorentz+Gauss 

1747.924977 0.127205 17.978735 2.471268 3%Lorentz+Gauss 

 

Figure S40. FTIR spectrum of 3% solution of complex 4 in THF. Spectrum of C=O band 

deconvoluted for three bands. 

Peak Position Absorbance FWHM Area Peak Type 

1722.285661 0.110339 12.014184 1.841557 64%Lorentz+Gauss 

1733.142974 0.037659 9.835361 0.394268 0%Lorentz+Gauss 

1748.379309 0.130130 16.522038 2.384595 9%Lorentz+Gauss 



 

Figure S41. . FTIR spectrum of 3% solution of complex 4 in CH2Cl2. 

 

Figure S42. FTIR spectrum of 3% solution of complex 4 in CH2Cl2. Spectrum of C=O band 

deconvoluted for two bands. 

Peak Position Absorbance FWHM Area Peak Type 

1714.579417 0.111738 15.692485 1.866484 0%Lorentz+Gauss 

1738.245088 0.181180 15.896046 3.190238 9%Lorentz+Gauss 

  



3) Polymerization data 

 

Figure S43 13C NMR (CDCl3, 100 MHz) spectra of the methine region of PLA prepared by polymeri-

zation of rac-LA with 1 and 2 in toluene at: 40°C (a), r.t. (b), 0°C (c), ‒20°C (d), ‒40°C (e) 



 

Figure S44 13C NMR (CDCl3, 100 MHz) spectra of the methine region of PLA prepared by polymeri-

zation of rac-LA with 1 and 2 in CH2Cl2 at: 40°C (a), r.t. (b), 0°C (c), ‒20°C (d), ‒40°C (e) 

 

 



 

Figure S45 13C NMR (CDCl3, 100 MHz) spectra of the methine region of PLA prepared by polymeri-

zation of rac-LA with 1 and 2 in THF at: 40°C (a), r.t. (b), 0°C (c), ‒20°C (d), ‒40°C (e) 



4) MALDI-TOF and GPC of PLA obtained with complexes 1 and 3 

 

Figure S46. MALDI–TOF spectrum of PLA obtained with 1 in toluene at 40ºC, Table 1, 

entry 1. Figure 1 (▬) 



 

Figure S47. GPC eluogram of PLA obtained with 1 in toluene at 40ºC, Table 1, entry 1. 



 

Figure S48. MALDI–TOF spectrum of PLA obtained with 1 in toluene at r.t., Table 1, entry 

4. Figure 1 (▬) 



 

Figure S49. GPC eluogram of PLA obtained with 1 in toluene at r.t., Table 1, entry 4. 



 

Figure S50. MALDI–TOF spectrum of PLA obtained with 1 in toluene at 0ºC, Table 1, entry 

7. Figure 1 (▬) 



 

Figure S51. GPC eluogram of PLA obtained with 1 in toluene at 0ºC, Table 1, entry 7. 



 

Figure S52. MALDI–TOF spectrum of PLA obtained with 1 in toluene at ‒20°C, Table 1, 

entry 9. Figure 1 (▬) 



 

Figure S53. GPC eluogram of PLA obtained with 1 in toluene at ‒40°C, Table 1, entry 9. 



 

Figure S54. MALDI–TOF spectrum of PLA obtained with 1 in CH2Cl2 at 40°C, Table 1, 

entry 2. Figure 1 (▬) 



 

Figure S55. GPC eluogram of PLA obtained with 1 in CH2Cl2 at 40°C, Table 1, entry 2. 



 

Figure S56. MALDI–TOF spectrum of PLA obtained with 1 in CH2Cl2 at 0°C, Table 1, entry 

8. Figure 1 (▬) 



 

Figure S57. GPC eluogram of PLA obtained with 1 in CH2Cl2 at 0°C, Table 1, entry 8. 



 

Figure S58. MALDI–TOF spectrum of PLA obtained with 1 in CH2Cl2 at ‒40°C, Table 1, entry 

14. Figure 1 (▬) 



 

Figure S59. GPC eluogram of PLA obtained with 1 in CH2Cl2 at ‒40°C, Table 1, entry 14. 



 

Figure S60. MALDI–TOF spectrum of PLA obtained with 1 in THF at ‒20°C, Table 1, entry 

12. Figure 1 (▬) 



 

Figure S61. GPC eluogram of PLA obtained with 1 in THF at ‒20°C, Table 1, entry 12. 



 

Figure S62. MALDI–TOF spectrum of PLA obtained with 1 in THF at ‒40°C, Table 1, entry 

15. Figure 1 (▬) 



 

Figure S63. GPC eluogram of PLA obtained with 1 in THF at ‒40°C, Table 1, entry 15. 



 

Figure S64. MALDI–TOF spectrum of PLA obtained with 2 in toluene at 40°C, Table 1, entry 

16. Figure 2 (▬) 



 

Figure S65. GPC eluogram of PLA obtained with 2 in toluene at 40°C, Table 1, entry 16. 



 

Figure S66. MALDI–TOF spectrum of PLA obtained with 2 in toluene at r.t., Table 1, entry 

17. Figure 2 (▬) 



 

Figure S67. GPC eluogram of PLA obtained with 2 in toluene at r.t., Table 1, entry 17. 

 



 

Figure S68. MALDI–TOF spectrum of PLA obtained with 2 in toluene at 0°C, Table 1, entry 

20. Figure 2 (▬) 



 

Figure S69. GPC eluogram of PLA obtained with 2 in toluene at 0°C, Table 1, entry 20. 



 

Figure S70. MALDI–TOF spectrum of PLA obtained with 2 in toluene at ‒20°C, Table 1, entry 

23. Figure 2 (▬) 



 

Figure S71. GPC eluogram of PLA obtained with 2 in toluene at ‒20°C, Table 1, entry 23. 



 

Figure S72. MALDI–TOF spectrum of PLA obtained with 2 in toluene at ‒40°C, Table 1, entry 

26. Figure 2 (▬) 



 

Figure S73. GPC eluogram of PLA obtained with 2 in toluene at ‒40°C, Table 1, entry 26. 



 

Figure S74. MALDI–TOF spectrum of PLA obtained with 2 in CH2Cl2 at r.t., Table 1, entry 

18. Figure 2 (▬) 



 

Figure S75. GPC eluogram of PLA obtained with 2 in CH2Cl2 at r.t., Table 1, entry 18. 



 

Figure S76. MALDI–TOF spectrum of PLA obtained with 2 in CH2Cl2 at 0ºC, Table 1, entry 

21. Figure 2 (▬) 



 

Figure S77. GPC eluogram of PLA obtained with 2 in CH2Cl2 at 0°C, Table 1, entry 21. 



 

Figure S78. MALDI–TOF spectrum of PLA obtained with 2 in CH2Cl2 at ‒20°C, Table 1, entry 

24. Figure 2 (▬) 



 

Figure S79. GPC eluogram of PLA obtained with 2 in CH2Cl2 at ‒20°C, Table 1, entry 24. 



 

Figure S80. MALDI–TOF spectrum of PLA obtained with 2 in CH2Cl2 at ‒40°C, Table 1, entry 

27. Figure 2 (▬) 



 

Figure S81. GPC eluogram of PLA obtained with 2 in CH2Cl2 at ‒40°C, Table 1, entry 27. 



 

Figure S82. MALDI–TOF spectrum of PLA obtained with 2 in THF at r.t., Table 1, entry 19. 

Figure 2 (▬) 



 

Figure S83. GPC eluogram of PLA obtained with 2 in THF at r.t., Table 1, entry 19. 



 

Figure S84. MALDI–TOF spectrum of PLA obtained with 2 in THF at 0°C, Table 1, entry 22. 

Figure 2 (▬) 



 

Figure S85. GPC eluogram of PLA obtained with 2 in THF at 0°C, Table 1, entry 22. 



 

Figure S86. MALDI–TOF spectrum of PLA obtained with 2 in THF at ‒20°C, Table 1, entry 

25. Figure 2 (▬) 



 

Figure S87. GPC eluogram of PLA obtained with 2 in THF at ‒20°C, Table 1, entry 25. 



 

Figure S88. MALDI–TOF spectrum of PLA obtained with 2 in THF at ‒40°C, Table 1, entry 

28. Figure 2 (▬) 



 

Figure S89. GPC eluogram of PLA obtained with 2 in THF at ‒40°C, Table 1, entry 28. 


