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Figure S1. 'H NMR of (R,R)-4a (CDCls, 600 MHz).
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Figure S2. 3C NMR of (R,R)-4a (CDCls, 151 MHz).
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Figure S3. 'H NMR of (R,R)-4b (CDCls, 600 MHz).
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Figure S4. 13C NMR of (R,R)-4b (CDCls, 151 MHz).
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Figure S5. Kinetics of triazine-formaldimine 4b/4°b equilibration after dissolution in CDCl; monitored by ‘H
NMR integration. Content of triazine is shown in red dots, and the content of monomeric formaldimine in black
squares. Decay curves were fitted with ty, value of 30 s.
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Figure S6. Overlays of NMR spectra (600 MHz, CDCls, NS=1) of 4b/4°b taken at various intervals after
dissolution and placing in the instrument and initiating measurement (accounting for approx. 15-20 s). Shown
spectra bottom to top were collected after consecutive 19.3 s increments.
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Figure S7. *H NMR spectrum of 4b/4°b in benzene-ds: triazine to monomeric formaldimine ratio is established
at 1:0.6.
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Figure S8. *H NMR spectrum (600 MHz, CDClIs) of a sample of formaldimine 4b following storage in the
CDCl; solution for 16 days. Unidentified products account for approx. 75% of the material.
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Figure S9. *H NMR of (S,S)-4b (CDCls, 600 MHz).
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Figure S10. 13C NMR of (S,S)-4b (CDCls, 151 MHz).
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Figure S11. 'H NMR of (R,R)-4c (CDCls, 600 MHz).
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Figure S12. 3C NMR of (R,R)-4c (CDCls, 151 MHz).
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Figure S14. 13C NMR of (R,R)-4d (CDCls, 151 MHz).
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Figure S15. 'H NMR of 4i (CDCls, 600 MHz).
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Figure S16. 3C NMR of 4i (CDCls, 151 MHz).

S9



_N
(6]
4
mpj-01191.1.fid R 2% =
e 5o w
ARV, N

—_
—
E—

Y ——
[Sc7 A E——

P ! 1l
T T
58 bt 8
B S &
T T T T T T T T T T T T T T T T T T
100 95 9.0 85 8.0 75 7.0 6.5 6.0 5.5 5.0 45 4.0 3.5 3.0 2.5 2.0 15 1.0 0.5 0.0
f1 (ppm)
Figure S17. 'H NMR of 4j (CDCls, 600 MHz).
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Figure S18. 3C NMR of 4j (CDCls, 151 MHz).
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Figure S19. 'H NMR of (R,R)-6a (CDCls, 600 MHz).
| ‘ | 1 " o Lo
T T T T T T T T T T T T T T T T T
160 150 140 130 120 110 100 90 8 70 60 50 40 30 20 10 ppm

Figure S20. 13C NMR of (R,R)-6a (CDCls, 151 MHz).
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Figure S21. 'H NMR of (R,R)-6b (CDCls, 600 MHz).
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Figure S22. 3C NMR of (R,R)-6b (CDCls;, 151 MHz).
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Figure S23. 'H NMR of (R,R)-6c (CDCls, 600 MHz).
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Figure S24. 3C NMR of (R,R)-6¢ (CDCls, 151 MHz).
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Figure S25. 'H NMR of (R,R)-6d (CDCls, 600 MHz).
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Figure S26. 3C NMR of (R,R)-6d (CDCls, 151 MHz).
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Figure S27. *H NMR of (S,S)-6¢ (CDCls, 600 MHz).
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Figure S28. 3C NMR of (S,S)-6¢ (CDCls, 151 MHz).
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Figure S30. 13C NMR of (S,S)-6d (CDCls, 151 MHz).
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Figure S31. 'H NMR of (R,R)-6e (CDCl, 600 MHZ).
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Figure S32. 3C NMR of (R,R)-6e (CDCls, 151 MHz).
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Figure $33. 'H NMR of (R,R)-6f (CDCls, 600 MHz).
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Figure S34. 3C NMR of (R,R)-6f (CDCls, 151 MHz).
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Figure S35. 'H NMR of (R,R)-6g (CDCls, 600 MHz).
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Figure S36. 3C NMR of (R,R)-6g (CDCls, 151 MHz).
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Figure S37. 'H NMR of (R,R)-6h (CDCls, 600 MHz).
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Figure S38. 3C NMR of (R,R)-6h (CDCls, 151 MHz).
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Figure S39. 'H NMR of (R,R)-9a (CDCls, 600 MHz).
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Figure S40. 3C NMR of (R,R)-9a (CDCls, 151 MHz).
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Figure S41. 'H NMR of (R,R)-9b (CDCls, 600 MHz).
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Figure S42. 13C NMR of (R,R)-9b (CDCls, 151 MHz).
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Figure S43. 'H NMR of (R,R)-9¢ (CDCls, 600 MHz).
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Figure S44. 3C NMR of (R,R)-9¢ (CDCls, 151 MHz).
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Figure S45. 'H NMR of (S,5)-9¢ (CDCls, 600 MHz).
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Figure S46. 3C NMR of (5,5)-9¢ (CDCls, 151 MHz).
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Figure S47. 'H NMR of (R,R)-9d (CDClIz, 600 MHz).
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Figure S48. 13C NMR of (R,R)-9d (CDCls, 151 MHz).
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Figure S49. 'H NMR of (S,S)-9d (CDCls, 600 MHz).
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Figure S50. 3C NMR of (5,5)-9d (CDCls, 151 MHz).
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Figure S51. 'H NMR of (R,R)-9e (CDCls, 600 MHz).
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Figure S52. 13C NMR of (R,R)-9e (CDCls, 151 MHz).
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Figure S53. 'H NMR of (R,R)-9f (CDCls, 600 MHz).
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Figure S57. 'H NMR of (R,R)-9h (CDCls, 600 MHz).
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Figure S58. 3C NMR of (R,R)-9h (CDCls, 151 MHz).
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Figure S60. 13C NMR of 10b (CDCls, 151 MHz).
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Figure S64. 13C NMR of 11b (CDCls, 151 MHz).
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Figure S67. 'H NMR of 13a (CDClz, 600 MHz).
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Figure S76. 3C NMR of 15a (CDCls, 151 MHz).
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Figure S81. 'H NMR of 15d (CDCls, 600 MHz).
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200

S42



