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evaporation” mode

Figure S8. Gaussian distributions of microparticles size.s-P(HB-co-HB®"), B: s-P(HB-co-
HBY°M, C: s-P(HB-co-HB*)/LeA, D: s-P(HB-co-HBY°")/LeA.

Figure S9. SEM images of polymer microparticles based onaigat PHAS, prepared by the
“solvent evaporation” method.

Figures S10-S11. DSC traces oi-PHB and of-PHB/LeA micropatrticles

Figures S12-S15. Viscoelastic properties of (co)polymers and (coypwrs encapsulated with
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Figure S16. Effect of the molecular weight on the release ifgsfof LeA fromLeA-loadeds-P(-
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Table S1. Homo- and copolymerization @tbutyrolactone andac-allyl-butyrolactoné.

Mnexp
Entry [BL BLRP .ﬁ?&ﬁ?&ﬁi? molwey <10 MMy R/
g/mol)
1 rac SP(HBﬁ'HBa"y') 9.2 124 84116
2 rac s P(HB‘ﬁ'HBd'OH) 11.2 128  82/18
3 rac 9P(HB*13CI"HBaHy') 335 150  84/16
4 rac s-P(HB-co-HB™™") 38.4 1.68 nd
5 rac & P(HBﬁ'HBaM) 61.2 162 8218
6 rac S’P(HBE"l'HBd'OH) 69.6 1.76 nd
7 rac a'P(HB*;O'HBa"y') 25.4 145  55/45
8 rac a'P(HBC;"HBd'OH) 21.0 152  53/47
9 R i'P(HB‘ﬁ'HBa"y') 30.1 1.30 nd
10 R i‘P(HB{iol'HBd'OH) 35.1 1.41 nd
11 R i‘PgHB) 4.2 106  03/97
12 R i‘PgHB) 8.5 113 04/96
13 R i‘PgHB) 15.9 111 04/96
14 R i'P(OHB) 28.0 113 05/95

fe] [BLR] = 2.44 mol/L; polymerization carried out at 20;°@e results shown for each entry are
representative of at least two reproducible (+ 5)s.”) Comonomer content determined #yNMR in

CDCl;. ' Average-number molecular weight in g.mofuncorrected) determined by GPC vs. PS
standards!™ P, is the probability of racemic linkages between ormer units and is determined by

13C{*H} NMR spectroscopy.
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Figure S1. **C{*H} NMR spectrum (125 MHz, CDGJ 40 °C) of a highly isotactic PHBP§, =

0.95) sample prepared by ROPRsBLM® with complexd.
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Figure S2. Methyl, Methylene, and carbonyl regions of tfie{*H} NMR spectrum (125 MHz,
CDCls, 40 °C) of a highly isotactic PHEP§ = 0.95) sample prepared by ROPReBLM® with

complexl.
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Figure S3. *H NMR spectrum (500 MHz, CD€120 °C) of an isotactic-rictP{, = 0.85)i-P(HB-
co-HB*' 11 mol%) sample prepared by ROPReBLM® andrac-BL®" with complex1 (Table

S1, entry 9).
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Figure S4. “*C{*H} NMR spectrum (125 MHz, CDG]J 40 °C) of an isotactic-rictP{, = 0.85)i-
P(HB-co-HB™' 11 mol%) sample prepared by ROPRsBLM® andrac-BL*" with complex1

(Table S1, entry 9).
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Figure S5. Methyl, Methylene, and carbonyl regions of tié{*H} NMR spectrum (125 MHz,
CDCls, 40 °C) of an isotactic-richP{, = 0.85)i-P(HB-co-HB®"Y', 11 mol%) sample prepared by

ROP ofR-BLM® andrac-BL®" with complex1(Table S1, entry 9).
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Figure $6. RI detector responses during Gel Permeation Chimgraphy (GPC) (THF, 25 °C)
of an isotactic-richRy, = 0.85)i-P(HB-co-HB*Y', 11 mol%) sample prepared by ROPReBLM®

andrac-BL*"" with complexi(Table S1, entry 9).
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Figure S7. SEM images of microparticles Prepared by the "sotwevaporation” method, the size
of the bar is 10-10am. A: s-P(HB-co-HB*Y', 11 mol% allyl) (Table S1, entry 3§: s-P(HB-co-
HB®Y', 11 mol% allyl) (Table S1, entry 3) containing PAvof LeA. C: s-P(HBco-HB", 11
mol% diOH) (Table S1, entry 4D: s-P(HB-co-HB%" 11 mol% diOH) (Table S1, entry 4)
containing 7 wt% of LeA.
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Figure S8. Gaussian distributions of microparticles size.s-P(HB-co-HB®"), B: s-P(HB-co-

HB"), C: s-P(HB-co-HB*Y)/LeA, D: s-P(HB-co-HB"")/LeA.
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Figure S9. SEM images of polymer microparticles prepared bg tsolvent evaporation”
method, the size of the bar is 50-100. A: i-PHB (Table S1, entry 14B: i-PHB (Table S1,
entry 14) containing 7 wt% of LeAC: i-P(HB-co-HB*"', 11 mol% allyl) (Table S1, entry 9p:
i-P(HB-co-HBY°" 11 mol% diOH) (Table S1, entry 10).
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Figure S10. DSC trace (run from 23 °C to 200 °C at 10 °C/noh)-PHB prepared by ROP
of R-BL™® with complexl (Table S1, entry 14).

12



Supplementary Material (ESI) for New Journal of Chemistry
This journal is (c) The Royal Society of Chemistry and The Centre National de la Recherche Scientifique, 2011

~ Chaieir - 0555 (Jig)
% T 4% Ta @ 151 BT ()
TNy 112508 135 imin)
Somened o i - 148358 (00 13475 (ming
S Hemborur i . -0 402 (m)
g Cmzel VA5 S0N (M0 12 528 (mir)
"\‘ Orrteed © 159 226 (°C) 1 13455 (min)
M Typs deLoB . Lindwre
"\

Crateur - 14 68 (Jig)
T 15206 o 16955 ("C)
B 135 e 153 (min)

. Semmet cupic . 164 168 (%) 14 744 {min)
. Haubour chupiz | <1 066 (W)
o Onsst - 15587 ("C) 113516 (min)
\ =

Ofteed . 1BA 1T (031 15137 [min) LB
Ty cho Ll - | indsrs

T,=148.38 C
0.6 J/g

HeatFlow (mwW)

|| Ta=16489°CT
\ 14.68 J/g

(<.
[x]
(=]
(2.
[
[
(2.

14 145 15 155 15 165 17 175 18
Ternps (min) y

Figure S11. DSC trace (run from 23 °C to 200 °C at 10 °C/noh)-PHB (Table S1, entry

14)/LeA microparticles.
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Figure S12. Storage modulus G’ as a function of frequencys-&(HBco-HB*™ (11 mol%

allyl) ands-P(HB-co-HB¥°" (11 mol% diOH) in 10 wt% chloroform solutions

Figure S13. Loss modulus G” as a function of frequencysdf(HB-co-HB* (11 mol%

allyl) ands-P(HB-co-HB°" (11 mol% diOH) in 10 wt% chloroform solutions.
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Figure S14. Storage modulus G’ as a function of frequencyg-8{HB-co-HB°" (11 mol%

diOH) ands-P(HBco-HB“°" (11 mol% diOH) encapsulated with LeA (7 wt%), iwit%

chloroform solutions.
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Figure S15. Loss modulus G” as a function of frequency sP(HB-co-HB¥" (11 mol%

diOH) ands-P(HB-co-HBY°" (11 mol% diOH) encapsulated with LeA (7 wt%) in W%

chloroform solutions.
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Figure S16. Effect of the molecular weight on the release pesfof LeA from LeAloadeds-
P(HBo-HBY°" 11 mol% diOH) prepared by “co-precipitation” meth. A M, = 11 200
g.mol*, (Table S1, entry 2)m M, = 38 400 g.mat, (Table S1, entry 43 M,,= 69 600 g.mol
! (Table S1, entry 6).
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