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Scheme S1. Synthesis of BA-a and RES-fa.
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FT-IR spectrum of NAR-fa.
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Figure S2. 2D H-'H NOESY NMR spectrum of NAR-fa.
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Figure S3. 2D 'H-*C HMQC NMR spectrum of NAR-fa.
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Figure S4. In situ FT-IR spectra of NAR-fa during the step by step polymerization reaction.
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Figure S5. *H NMR spectrum of NAR-fa in DMSO-ds.
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Figure S6. DSC thermograms of NAR-fa (in black, bottom), the one pretreated at 60 °C for
1h (in red, middle), and that pretreated at 100 °C for 1h (in blue, top).
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Figure S7. 1H NMR spectra of NAR-fa in CDCls and that stored in the dark for 3 months.
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Figure S8. *H NMR spectra of NAR-fa in DMSO-ds and that stored in the dark for 3 months.

0.10
0.08 -
A:
3 J
o 0.06 - r
é m
. 0
= 0.04- CTE: 54.7 ppm/°C {
.g | D 5;)
S 0.02- 250 C
- | so°c @m@@mﬂmﬂ@w@&ﬂ&%
- T '
0.00 mm’lmxmmrﬂmm“ e
T T T T T v T T T T
50 100 150 200 250 300

Temperature (°C)

Figure S9. Thermomechanical analysis of poly(NAR-fa).
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Figure S10. TGA (—) and DTG (---*) thermograms of poly(NAR-fa) under nitrogen (a) and

air (b) atmospheres.
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Figure S11. Microscale combustion calorimetric (MCC) analysis of poly(NAR-fa). Plots

of the total heat release as a function of the temperature.



Table S1. Thermal and fire related properties of poly(NAR-fa).
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Figure S12. DSC thermograms of benzoxazine resins (BA-a and BA-a/NAR-fa blend).
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Figure S13. DSC thermograms of benzoxazine resins (RES-fa and RES-fa/NAR-fa
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Figure S14. Dynamic mechanical analysis of polybenzoxazines.
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Figure S15. TGA (—) thermograms of polybenzoxazines under nitrogen atmosphere.
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Figure S16. Microscale combustion calorimetric (MCC) analysis of polybenzoxazines. Plots

of the heat release rate (a) and total heat release (b) as a function of the temperature.
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