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Figure S1: GC-MS chromatogram of the HEMA monomer used in this study, a) eluted

chromatogram, b) MS decomposition of the peak at 4.5 min, c¢) prediction of the peak at 4.5

min (HEMA), d) MS decomposition of the peak at 7.25 min, e) prediction of the peak at 7.25

min (EGDMA).
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Figure S2: J-MOD spectrum (125 MHz, CDCl;, 25 °C) of the PHBg;-TTC prepared by ROP
of racemic B-butyrolactone catalyzed by Y {ONNOM<2} with CTA-OH as initiator (Table 1,

entry 1).
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Figure S3: Typical '"H NMR (400 MHz, (CD;),SO, 25 °C) of the crude reaction mixture for
the preparation of a PHB-b-PHEMA copolymer (entry 5, Table 2). The HEMA comonomer

conversion was calculated according the following equation:

Convygma (%) =100 x [1 — (Ia+ Ib) / Ic)]
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Figure S4: '"H NMR spectra (500 MHz, (CDCls, 25 °C) of the PHB resulting from the ROP
of rac-B-BL promoted by BEMP (top) and of the PHB-TTC (obtained from esterification of
the PHB with TTC-OH) using DMAP and DCC (bottom).
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Figure S5: 'H (top, 500 MHz,) and '3C (bottom, 125 MHz) NMR spectra (CDCl;, 25 °C) of

the PHB4s-TTC prepared by ROP of racemic B-butyrolactone catalyzed by Y {ONNOMe2}
with TTC-OH as initiator (Table 1, entry 3).
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Figure S6: 'H (top, 500 MHz) and '3C (bottom, 125 MHz) NMR spectra (CDCls, 25 °C) of
the PHBs;-TTC prepared by ROP of racemic B-butyrolactone catalyzed by Y {ONNOMe2}
with TTC-OH as initiator (Table 1, entry 2).
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Figure S7: DOSY NMR spectrum (500 MHz, CDCls, 25 °C) of the PHB4s-TTC prepared by

ROP of racemic B-butyrolactone catalyzed by Y {ONNOMe2} with TTC-OH as initiator (Table
1, entry 3).
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Figure S8: DOSY NMR spectrum (500 MHz, CDCl;, 25 °C) of the PHBs;-TTC prepared by
ROP of racemic B-butyrolactone catalyzed by Y {ONNOM¢2} with TTC-OH as initiator (Table

1, entry 2).
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Figure S9: High resolution MALDI-ToF mass spectrum DCTB matrix, ionized by Na*, of the
PHBs-TTC prepared by ROP of racemic B-butyrolactone catalyzed by Y {ONNOMe?} with
TTC-OH as initiator (Table 1, entry 1). The lower molar mass macromolecules are observed
with m/z experimental (m/zy.,) vs. calculated (m/z.,.) values, respectively, for DP = 9:

1254.544 vs. 1254.535; DP = 11: 1426.611 vs. 1426.609; DP = 20: 2201.935 vs. 2200.939.
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Figure S10: SEC chromatogram in THF superimposed with the isoabsorbance plot of the
PHB4s-TTC prepared by ROP of racemic B-butyrolactone catalyzed by Y {ONNOMe2} in the
presence of TTC-OH (Table 1, entry 1).
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Figure S11: SEC chromatogram in THF superimposed with the isoabsorbance plot of the
PHBs;-TTC prepared by ROP of racemic B-butyrolactone catalyzed by Y {ONNOMe2} in the
presence of TTC-OH (Table 1, entry 2).

Figure S12: Image of the dispersions PHBg3;-6-PHEMA,
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Figure S13: TEM micrographs of the PHBg;-b-PHEMA,,;y made at 5 wt% of comonomer and
macro-RAFT agent concentration. Size distribution obtained with the ImageJ Software.
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Figure S14: TEM micrographs of the PHBg;-b-PHEMA 350 made at 5 wt% of comonomer and
macro-RAFT agent concentration. Size distribution obtained with the ImageJ Software.
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Figure S15: TEM micrographs of the PHBg;-b-PHEMA 50 made at 5 wt% of comonomer and
macro-RAFT agent concentration. Size distribution obtained with the ImageJ Software.
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Figure S16: TEM micrographs of the PHBg3;-6-PHEMA,(y made at 7.5 wt% of comonomer

and macro-RAFT agent concentration. Size distribution obtained with the ImageJ Software.
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Figure S17: TEM micrographs of the PHBg3;-b-PHEMA 350 made at 7.5 wt% of comonomer
and macro-RAFT agent concentration. Size distribution obtained with the ImageJ Software.
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Figure S18: TEM micrograph of the PHBg3;-b-PHEMA 5,y made at 7.5 wt% of comonomer
and macro-RAFT agent concentration. Size distribution obtained with the ImageJ Software.
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Figure S19: TEM micrographs of the PHBg3;-b-PHEMA 500 made at 10 wt% of comonomer
and macro-RAFT agent concentration. Size distribution obtained with the ImageJ Software.
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Figure S20: TEM micrographs of the PHBg;-b-PHEMA o, made at 15 wt% of comonomer
and macro-RAFT agent concentration. Size distribution obtained with the ImageJ Software.
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Figure S21: TEM micrographs of the PHBg;-b-PHEMA 350 made at 15 wt% of comonomer
and macro-RAFT agent concentration. Size distribution obtained with the ImageJ Software.
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Figure S22: TEM micrographs of the PHBg;-b-PHEMA 509 made at 15 wt% of comonomer
and macro-RAFT agent concentration. Size distribution obtained with the ImageJ Software.
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