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Table S1. Carbonate equivalent weight (CEW), active hydrogen equivalent weight (AHEW), epoxy equivalent
weight (EEW) and thiol equivalent weight values.

Reactant CEW (g/eq.) AHEW (g/eq) EEW (g/leq) TEW (g/eq)
PPGdiCC 333+4 - - -
RdiCC 190+5 - - -
1,12-DAD - 100.18 - -
NH2-PHU-NH2 - 260.2+2.8 - -
TMPTMP - - - 132.85

EPIKOTE™ 828 - - 184-1902 -

2Value provide by Hexion. The media between values was employed for calculations.
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Figure S1. a) NH2-PHU-NH2 polymer structure; b) FTIR-ATR and c) *H NMR spectrum of the NH2-PHU-NH.

S2



DH /]

o) OH oH
HZN/a\,(/\)Eﬂu?\OLO\QOJ\/OIH%HIOQOWO%OINMH}H

a

M ML
286.26 300.00

4.24.14.03.93.83.73.63.53.43.33.23.13.02.92.82.72.62.52.42.32.2

f1 (ppm)

a

e

— [l
276.71 300.00

3.0 2.8 2.6 2.4 2.2

|

42 40 38 36 34 32
f1 (ppm)

— ——
218.38 300.00

4.24.14.03.93.83.73.63.53.43.33.23.13.02.92.82.72.6 2.52.42.32.2
f1 (ppm)

Figure S2. 'H NMR spectra for triplicate of amine titration of NH2-PHU-NH2. The integration fixed to 300
correspond to the CHs signal of toluene added to the CHsOH-d4 standard solution. Rest of the signal of the
spectra are assigned in Figure S1. The following masses were employed: spectrum 1 — mnH2-PHU-NH2 = 56,8
Mg, Nioluene = 7.6 102 mmol; spectrum 2 — Mnr2-PHU-NH2 = 55,3 Mg, Nioluene = 7.8 102 mmol; spectrum 3 —
MnH2-PHU-NH2 = 51,1 Mg, Noluene = 9.0 102 mmol.
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Figure S3. FTIR-ATR spectra of the mixture TMPTMP and EPIKOTE™ 828 at t = 0 and after one week kept at

room temperature. Remaining vibration bands at 2569 cm™ (S-H) and at 862 cm? (as C-O-C, epoxy),
highlighted with purple, showed the stability of the mixture. In the box is zoomed between 900 and 600 cm™ of

the spectra.
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Figure S4. FTIR-ATR spectra of the curing process for 30/70 NH2-PHU-NH2/TMPTMP as representative
example of the evolution of the curing process of hybrid PHU-epoxy adhesives.
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Figure S5. Photos of the representative failure nature of the PHU-epoxy hybrid compositions cured at room
temperature for 24 h. a) 100/0, b) 70/30, c) 50/50, d) 30/70 and e) 0/100 NH2-PHU-NH2/TMPTMP equivalent
ratios.
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