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Di-benzoxazine monomers were found to strongly react during the timeframe of mass analysis
through ion/molecules reactions upon the addition of water and the subsequent release of
formaldehyde from the protonated compound.[1] Since air humidity encountered during the
preparation undoubtedly accounts for this ion/molecule reaction, their occurrences have not been
avoided despite the use of a solvent-free sample preparation.

Surprisingly, additional peaks are also readily observed at m/z 557 + congeners, further
assigned to deprotonated [M—H]" species. Several compounds have already been found to yield [M-
H]* “abnormal” pseudo-molecular ions with electrospray ionization (ESI) [2] and atmospheric
pressure photoionization (APPI) [1].To the best of our knowledge, this is nevertheless the first report
of such [M-H]" ions for the benzoxazine class with MALDI-MS. Additionally, di-Bz were also found
to strongly react during the timeframe of the mass analysis through ion/molecules reactions, with the
detection of [M+H+H,0-CH,0]" ions at m/z 547 + congeners for Vani-Card, formed upon the addition
of water and the subsequent release of formaldehyde from the protonated compound. Since air
humidity encountered during the preparation undoubtedly accounts for this ion/molecule reaction,
their occurrences have not been avoided despite the use of a solvent-free sample preparation.

1. Characterization of the di-vanillin Bz monomer
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Figure S1 HRMS analysis of di-vanillin Bz monomer a) Zoom of the experimental product peaks b) Theoretical

mass of the expected product
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Figure S2 MS/MS analysis of di-vanillin Bz monomer

2. Characterization of the Vani-Card Bz monomer
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Figure S3 HRMS analysis of Vani-Card Bz monomer a) Zoom of the experimental product peaks b) Theoretical

mass of the expected product
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3. Characterization of the di-cardanol Bz monomer
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Figure S4 HRMS analysis of di-cardanol Bz monomer a) Zoom of the experimental product peaks b)

Theoretical mass of the expected product
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Figure S5 MS/MS analysis of di-cardanol Bz monomer
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