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S1. Synthesis and NMR spectra of NHS-OMe

The solution of DMAP (1.85 g, 15.2 mmol) in CH2Cl> (10 mL) was added dropwise within 30
min to the solution of NHS-CI (3.76 g, 15.2 mmol, 1 eq.) and methanol (614 pL, 15.2 mmol, 1 eq.) in
CH2Cl2 (25 mL) at 5 °C. The mixture was stirred at room temperature for 30 min, washed with 1M
HCI, with water, dried over MgSOs and evaporated to give residue oil, which was treated by
hexane (10 mL) to give white solid, m.p. = 38 °C. The yield was 2.48 g (67 %). '"H and *C {'"H} NMR
spectra of NHS-OMe are presented in Figures S1 and S2, respectively.
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Figure S1. '"H NMR spectrum (400 MHz, CDCls, 20 °C) of NHS-OMe.
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Figure S2. 1°C {TH} NMR spectrum (101 MHz, CDCls, 20 °C) of NHS-OMe.
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S2. NMR spectra of the polymers
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Figure S4. '"H NMR spectrum (400 MHz, CDCls, 20 °C) of PCL2.
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S3. Preliminary ES experiments

Preliminary ES experiments were aimed to achieve suitable and homogeneous morphology of
the ES mats with the use of PCL/Gt mixtures. This task was solved by the use of HFIP as a solvent
and by optimization of the ES molding parameters. Microphotograph of the sample ESf0 (70 wt%
of PCL2 and 30 wt% of Gt) is presented in Figure S5.
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Figure S5. Microphotograph of the sample ES£0.

As can be seen in Figure S5, ES material had generally homogeneous morphology, but a certain
amount of thin filaments was formed. However, hydrolytic stability is no less important than
morphology for the possibilities of biomedical using ES fibrous mats, and we studied hydrolytic
stability of the sample ESf0 in three environments (H:O, 0.1M PBS and 0.IM NaHCO: aq.
solutions). As can be seen in Figure 506, substantial part of Gt was washed away after 1 week.
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Figure S6. FT-IR spectra of the sample ESf0 before and after 7-days hydrolytic degradation.
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S4. Reactivity of NHS-OMe in the model spinning solution

[s2] wn O [e)] TN - n

@ ~ il ) ®BohTT oS

~ wn - (a2} NANANANANN o~

S~
e ° CF; O o}
D G WIS N W
- o~ F.C” 0 o~
o h
o)
F3C a
o)—OH g E‘ZEN—OH
FaC
o}
d
c
]
g
e f

a y 1 r‘l i

| ‘ | |

/\ | b | Wl mh i
) | A4 TN W I\ b b o

3, ppm

T T T T T T T T T T T T T T T
8.0 75 7.0 6.5 6.0 55 5.0 45 40 35 3.0 25 2.0 15 1.0

Figure S7. 'TH NMR spectrum (400 MHz, CDCls, 20 °C) of the mixture of NHS-OMe, HFIP and Et:N (the
reaction time 1 min).
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Figure S8. '"H NMR spectrum (400 MHz, CDCls, 20 °C) of the mixture of NHS-OMe, HFIP and pyridine (the
reaction time 3 h).

S5



3.69
—2.84
—2.71
—2.48

2.07

3.69

3, ppm

T T T T T T T T T T T T T T T

6.0 5.5 5.0 4.5 4.0 35 2.0 1.5 1.0

Figure S9. '"H NMR spectrum (400 MHz, CDCls, 20 °C) of the mixture of NHS-OMe, HFIP, gelatin and AcOH
(the reaction time 1 d).
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Figure S10. '"H NMR spectrum (400 MHz, CDCls, 20 °C) of the mixture of NHS-OMe, HFIP, gelatin and
AcOH (the reaction time 30 d).
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S5. Morphology and degradation of ESf6
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Figure S11. Microphotograph of the sample ES£6.
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Figure S12. FT-IR spectra of the sample ESf6 before and after 3-day hydrolytic degradation.
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