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1. NMR analyses

1.11H and 13C NMR spectra of monomers and precursors
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Figure S 1: 'H NMR spectrum of compound 2, 400 MHz, DMSO-d®.

: - 2 2 & 2 23 EE

T [ T 111 Y T 0

(0] OH

O\I
OH
. e
;0 2;.0 Z(I)D léﬂ 1:10 l;ﬂ léﬂ l;ﬂ l';ﬂ 150 i%ﬂ l;ﬂ ’ 9‘“ 3‘0 7‘5 G‘U Sb 4‘0 3‘0 1‘0 i‘ﬂ 6 -1‘0

100
f1 (ppm)

Figure S 2: 13C NMR spectrum of compound 2, 101 MHz, DMSO-d®.
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CarvDOX

Figure S 4: 13C NMR spectrum of compound CarvDOX, 101 MHz, CDCls.
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Figure S 3: 'H NMR spectrum of CarvDOX, 400 MHz, CDCls.
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Figure S 5: 'H NMR spectrum of compound 4, 400 MHz, DMSO-d®.
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Figure S 6: 13C NMR spectrum of compound 4, 101 MHz, DMSO-d®.
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Figure S 7: 'H NMR spectrum of CardDOX, 400 MHz, CDCls.
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Figure S 8: 13C NMR spectrum of compound CardDOX, 101 MHz, CDCls.
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1.2 1H NMR spectra relative to CarvDOX loading evaluation
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Figure S 9: 'H NMR spectrum of PLA, 400 MHz, CDCls.
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Figure S 10: 'H NMR spectrum of PLA-co-Carv2, 400 MHz, CDCls.
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Figure S 11: 'H NMR spectrum of PLA-co-Carv4, 400 MHz, CDCls.
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Figure S 12: 'H NMR spectrum of PLA-co-Carv10, 400 MHz, CDCls.
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Figure S 13: 'H NMR spectrum of PLA-co-Carv20, 400 MHz, CDCls.
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1.3 1H NMR spectra relative to CardDOX loading evaluation

Figure S 14: 'H NMR spectrum of PLA-co-Card2, 400 MHz, CDCls.
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Figure S 15: 'H NMR spectrum of PLA-co-Card4, 400 MHz, CDCls.
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Figure S 16: 'H NMR spectrum of PLA-co-Card10, 400 MHz, CDCls.

J UL

T T T T T T T T T T T T T T T T T T T T T T T
1.0 105 100 95 9.0 85 8.0 75 7.0 6.5 6.0 5.5 5.0 4.5 4.0 35 3.0 25 2.0 L5 10 05 0.0
f1 (ppm)

Figure S 17: *H NMR spectrum of PLA-co-Card20, 400 MHz, CDCls.



1.4 Homonuclear decoupled 'H NMR spectra and 3C spectra for microstructure determination
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Figure S 18: homonuclear decoupled 'H NMR spectrum of PLA, 300 MHz, CDCls.
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Figure S 19: homonuclear decoupled 'H NMR spectrum of PLA-co-Carv10, 300 MHz, CDCls.
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Figure S 20: homonuclear decoupled *H NMR spectrum of PLA-co-Card10, 300 MHz, CDCls.
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Figure S 21: 3C NMR spectrum of PLA-co-Carv10, 101 MHz, CDCls.
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Figure S 22: 13C NMR spectrum of PLA-co-Card10, 101 MHz, CDCl.
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2. TGA analyses
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Figure S 23: Superimposed thermal degradation pathways for all samples.
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3. DSC analyses
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Figure S 24: DSC thermogram of PLA.
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Figure S 25: DSC thermogram of PLA-co-Carv2.
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Figure S 26: DSC thermogram of PLA-co-Carv4.
Aexo
PLA-co-Carv10
1
Wgh -1
50 100 150 200 200 200 150 100 50 25 40 60 80 100 120 140 160 180 °C
|‘|‘|'.*;‘|‘|‘|J|‘.'1‘.'|l|'|‘|'Huvu T T .v\‘u‘|‘|‘|J|‘v‘;‘.LxL|'|‘|'\‘ulw'u‘ T vlwlll\ler - T it ;'. Tt et
0 5 10 15 20 25 30 35 40 45 50 55 60 65 70 min

Figure S 27: DSC thermogram of PLA-co-Carv10.
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Figure S 28: DSC thermogram of PLA-co-Card2.
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Figure S 29: DSC thermogram of PLA-co-Card4.
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Figure S 30: DSC thermogram of PLA-co-Card10.
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4. WAXS analyses
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Figure S 31: WAXS diffractograms for all samples.
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5. Loss modulus curves

a) - 3251D - PLA-co-Card10 - PLA-co-Card4 - PLA-co-Card2 - PLA
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Figure S 32: a) loss modulus curves of cardanol-containing blends compared to Ingeo™ 3251D; b) loss modulus curves of carvacrol-
containing blends compared to Ingeo™ 3251D.
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