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Figure S1. '"H NMR (600 MHz, CDCl, RT) of the diastereisomeric mixture of 3-methyl-6-(tritylthiomethyl)-1,4-dioxane-2,5-dione.
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Figure S2. C NMR (100 MHz, CDCl;, RT) of the diastereisomeric mixture of 3-methyl-6-(tritylthiomethyl)-1,4-dioxane-2,5-dione.
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Figure S3. NOE '"H NMR (100 MHz, CDCl;, RT) of the diastereisomeric mixture of 3-methyl-6-(tritylthiomethyl)-1,4-dioxane-2,5-dione.
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Figure S4. '"H NOESY NMR (600 MHz, CDCls, RT) of the diastereisomeric mixture of 3-methyl-6-(tritylthiomethyl)-1,4-dioxane-2,5-dione.
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Figure S5. HR-MS MALDI of 3-methyl-6-(tritylthiomethyl)-1,4-dioxane-2,5-dione.
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Figure S6. '"H NMR (400 MHz, CDCls, RT) of poly[(TrtS—LA)-co-LA] (sample a).
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Figure S7. °C NMR (75 MHz, CDCls, RT) of poly[(TrtS—LA)-co-LA] (sample a).
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Figure S8. 'H NMR (400 MHz, CDCl;, RT) of poly[(TrtS—LA)-co-CL] (sample b).
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Figure S9. °C NMR (75 MHz, CDCl;, RT) of poly[(TrtS—LA)-co-CL] (sample b).
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Figure S10. *"H NMR (300 MHz, CDCl;, RT) of poly[(TrtS—LA)-co-CL] (sample b*).
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Figure S12. 'H NMR (400 MHz, CDCl;, RT) of poly[(TrtS—LA)-co-CL-co-LA] (sample c).
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Figure S14. "H NMR (400 MHz, CDCl;, RT) of poly[(HS—LA)-co-CL] (sample d).
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Figure S15. '"H NMR (400 MHz, CDCls, RT) of poly[(PDS—LA)-co-CL] (sample e).
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Figure S18. DSC thermogram of poly[(TrtS—LA)-co-CL] (sample b).
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Figure S27. Selected SEM surface images of 3D porous scaffolds of: (a,b) copolymer PCLA; (c,d)
poly[(PDS—LA)-co-CL]/PCLA 10:90 blend and (e,f) poly[(PDS—LA)-co-CL]/PCLA 10:90 blend after RGDC
immobilization. Bar lengths are 1 mm (a, ¢ and e); 100 pm (b and d) and 50 pum (f).
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Figure S28. SEM image of the cross-section of a 3D porous scaffolds made with poly[(PDS—LA)-co-CL]/PCLA
10:90 blend.
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Figure S29. UV spectra of RGDC peptide solution after reaction with porous scaffold having different amount
of pyridyl disulfide groups, obtained with a 10/90 (a), 20/80 (b), 30/70 (c) % w/w blends of poly[(PSD-LA)-co-
CL]/PCLA.
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Figure S30. UV spectra of PBS buffered saline after reaction with porous scaffolds obtained with a 10/90 (a),
20/80 (b), 30/70 (c) % w/w blends of poly[(PSD-LA)-co-CL]/PCLA.

In detail: three different porous scaffolds (1 mm in thickness and 10 mm in diameter) made by blends of
poly[(PDS-LA)-co-CL] and PCLA (10:90; 20:80 and 30:70 % w/w) with contents of pyridyl disulfide groups of
3.4, 4.5 and 6.0 umol, respectively were used. Porous scaffolds were presoaked in ethanol and then in
phosphate-buffered saline (PBS). Afterwards, the scaffolds were soaked with 2.5 mL of PBS. UV spectra
(recorded on UV-vis spectrophotometer 2550 over a range of 200-900 nm) of the PBS solutions were recorded at
different time (1, 6, 24, 96 hours) to evaluate the released of 2-pyridinethiol. No release of 2-pyridinethiol was
observed after 24 hours. After 96 hours the blend poly[(PDS-LA)-co-CL]/ PCLA 10:90; 20:80 and 30:70 %
w/w released respectively the 0.027, 0.023 and 0.017 % of the 2-pyridinethiol groups.
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