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Figure S1. "H NMR spectrum of raw sample (top) and precipitated sample (bottom) of run 10
(Table 1)
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Figure S2. M, sgc versus L-LA conversion for experiments presented in Table 1

Figure S3. DSC thermograms of PLLA synthesized in bulk at 100°C (runs 14, 15 and 16 from
Table 1)
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Figure S4. 'TH NMR spectrum of raw sample of run 21 (Table 2)
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Figure S5. 'TH NMR spectrum of raw sample of run 26 (Table 2)
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Figure S6 'H NMR spectrum of raw sample of run 27 (Table 2)
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Figure S7. MALDI-TOF mass spectra of polylactides initiated with PeOH after 2, 5 and 10
min of reaction (DMAP/DMAP.HOTT, bulk, 100 °C)
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Figure S8. Evolution of molar masses of polylactides initiated with PeOH with conversion
(DMAP/DMAP.HOTT, bulk, 100 °C), dashed line is the theoretical molar mass.
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Figure S9. DSC thermograms of PLLA synthesized in bulk at 100°C (runs 17, 21, 24 and 26
from Table 2)
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Figure S10. '"H NMR spectrum of raw sample of run 34 (Table 3)
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DMAP/DMAP.HOTT catalytic system
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Figure S12. MALDI-TOF mass spectra of run 29 in Table 3 (top: full spectrum; bottom:
Zoom)
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Figure S13. MALDI-TOF mass spectra of run 37 in Table 3 (top: full spectrum; bottom:
zoom)
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Figure S14. 'TH NMR spectrum of raw sample of run 40 (Table 4)
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Figure S15. ROP of valerolactone ([M]/[I]=100) catalyzed with DMAP/DMAP.HOTf
catalytic system



1007.35

100, 6544.0
o731 1207.41
90+
807.29
1307.45
80|
70 1407.48
1507.51
60-‘
741.27
z 1607.55
- 707.58
1 g
E s
® 1808.62
1908.85
2108.71
2208.75
2308.78
2408.80
2508.83
2608.87
2808.93
2908.96
108
71 1edies k }L fgm 3300.09
hlbdh].uump..;_._‘. . ! Il.l.lll.lnxl °
2332 3129 3926 4723
Mass (m/2)
0
H
i HU('L/\/\o" Nat
n
0
H
e Nao{’k/\/\O‘} Na*
n
0
[ ] .Q . \0‘{)&/\/\0”}{ Na*
n
¢ o 7 6083
. 1207.41 .
* 100 [ J
s0d 1307.45 °
80 1407.48
70 1208.42 1308.45 \a0848
Z 60- 100 g/mol
£ « .
8 50
£
2 404
1409 49
307 1209.42 1309.48
® ° 1410.50
1289.48 [[11310.48 1341.49 :
104 1163.40 1210.43 132 54 1363.46 1389.52 1423 51
pn L, . I.l.‘ 1} A sl I8
19570 1215.4 1273.8 13322 1390.6 1449.0

Figure S16. MALDI-TOF mass spectra of run 39 in Table 4 (top:
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Figure S17. 'H and '*C NMR spectra of a PCL-b-PLLA.
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Figure S18. 'H and '*C NMR spectra of a PVL-b-PLLA.
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Figure S19. DSC thermogram of a PCL-b-PLLA.
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Figure S20. DSC thermogram of a PVL-b-PLLA.



