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1- Copies of NMR spectra of 3

2- BC NMR of 1 and 4 mixture

3- BCNMR of 7

4- 'TH-NMR of (CH>-S) protons of 7
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Copies of Mass spectrometry of 7 and 8
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ESI analysis of 4 and 5 reaction mixture
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"H NMR of 3
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BC NMR of 3
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13C NMR of a mixture of 1 and 4
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13C NMR of Hcy-thiolactone 4
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3C NMR of a reaction mixture between Hey-thiolactone 4 and Gly-CN 5, peaks corresponding to 7 are identified.
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"H-NMR of (CH»-S) protons: a) dihydrothiazine 7, b) Gly-Hcy dihydrothiazine
2-(ammoniomethyl)-5,6-dihydro-4H-1,3-thiazine-4-carboxylate , ¢) a mixture of
7 and Gly-Hcy dihydrothiazine.

a) Gly-Hcy dihydrothiazine cycle (obtained by mixing homocysteine and aminoacetonitrile in
DO at 45 °C for 2 hours). b) Cycle 7 (obtained by mixing Hcy-thiolactone 4 with
aminoacetonitrile in D>O at 45 °C for 3 hours). ¢) Mixture of the two previous solutions together

confirming that the observed cycle 7 is not the Gly-Hcy dihydrothiazine cycle.
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HRMS of 7 in the mixture

calcd for CgH13N4OS [M + H] *: 213.0810, found 213.0806

Target Mass Found Error PPM Compound
213.0810 213.08 -1.9 Found
1:(Time: 0.13) Combine (4:6-8:10) 1:TOF MS ES+
3.4e+005
100~ 213.0806
o 50+
E 175.0535 193.0641 214.0828
] 90.0374 118.0322 141.0482 ' : | 231.0908
0 IIII|IIII|IIII|:IIII|IIII|IlIIIlllII=1|I‘III|IIIII|IIIIII|IIIII|IIllI|IIII|IIII|II‘I=.[IIII|m/z
50.0 75.0 100.0 125.0 150.0 175.0 200.0 225.0 250.0




HRMS of 8 in the mixture

calcd for CgH1sN402S [M + H] *: 231.0916, found 231.0917)

Target Mass Found Error PPM Compound
231.0916 231.09 04 Found
1:(Time: 0.13) Combine (4:6-10:12) 1:TOF MS ES+
7.4e+004
100- 231.0917
*® 507 193, 0690 253.0738
175.0543 '
E 90.03’79 118.0330 136.0432 174.0703 288.1130
0 . T T T T | T T 1 II |I T T .I T 1 ill I1 II | ! 1 . T lI L Il = |lI 1 I‘I II . llln |IL IIL JIJ 1 |‘ !IIJ Il I 1 -!J lII 1 T II l l| I‘ I‘lll l lI h| m/z
50.0 100.0 150.0 200. 250.0 300.0




ESI spectrum (law resolution) of 4 and 5 reaction mixture in H>O.

Acquisition Parameter

1on Source Type £sl 1on Polartty Positive Aremating lon Polartty  off
Mass Mode Std/Normal Scan Eegh SDmiz Scan End 600 miz
Caplliary Exit 105.0 Voit Skim 1 40.0 Voit Trap Drive 328
Accumulation Time 6123 s Averages 20 Spectra Aufo MSIMS off
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