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Figure S1. The thermoreversible reactions of MEV with a primary amine. a) Imine formation. b)
Transamination. ¢) Metathesis.
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Figure S2. 13C NMR spectrum of BDG.
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Figure S3. HRMS spectrum of BDG.
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Figure S4. Overlay of the UV-VIS spectra of BDG, CROSS, and CROSS-5.
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Figure S5. 13C NMR spectrum of CROSS.
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Figure S6. HRMS spectrum of CROSS.
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Figure S7. Overlay of the *H NMR spectra of reaction aliquots from the aza-Michael addition
between hexyl amine and IBOMA after 0 and 70 hours.
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Figure S8. Photo-rheology graph of CROSS-O0.
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Figure S9. a) Storage and b) loss moduli obtained from the DMA scans of vitrimers CROSS-0,
CROSS-5, and CROSS-10.
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Figure S10. Viscosity as a function of the shear rate in a flow sweep measurement of the building
blocks BDG and CROSS, and the formulations CROSS-0, CROSS-5, and CROSS-10.

Table S1. The UV exposure times and corresponding layer thickness for resins CROSS-O0,

CROSS-5, and CROSS-10.

Layer thickness (um)

Exposure time for

Exposure time for

Exposure time for

CROSS-10 (s) CROSS-5 (s) CROSS-0 (s)
100 9.7 9.3 137
150 11.4 117 16.0
200 13.1 14.2 18.2
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Figure S11. Exposure times determined by working curves in triplo for CROSS-10, CROSS-5 and
CROSS-0
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Figure S12. Photograph of the printed tensile bars and Rook Towers from resin CROSS-5.
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Figure S13. Thermogravimetric analysis of CROSS-0, CROSS-5, and CROSS-10. a) Isothermal
TGA at 200 °C for 10 minutes. b) Isothermal TGA at 200 °C for 60 minutes. ¢) Temperature ramp
from 25 to 700 °C at 10 °C/min. d) Temperature ramp from 25 to 700 °C at 3 °C/min.

Figure S14. Photograph of the samples after TGA.
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Figure S15. Normalized stress relaxation curves of printed resin Ligcreate Deep Blue.
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Figure S16. Normalized stress relaxation curves of the printed resin BMPR-06.
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Figure S18. Bar graphs showing the tensile test results of CROSS-0, CROSS-5, and CROSS-10
with a) strain at break and b) stress at break.
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