Supplementary Table 3 Relevant torsion angles (°)

Torsion angles @ an 1D av)
1,4-DHP ring C6-N1-C2-C3 16.9(3) 10.2(6) 13.8(4) 14.2(7)
internal NI1-C2-C3-C4 7.7(3) 6.3(6) 8.9(3) 7.5(7)
torsion angles C2-C3-C4-C5 -28.2(2) -18.3(5) -26.9(3) -26.1(6)
C3-C4-C5-C6 28.3(2) 16.4(5) 25.5(3) 26.7(6)
C4-C5-C6-N1 -7.9(3) -2.5(5) -6.2(3) -8.4(7)
C5-C6-N1-C2 -16.7(3) -12.1(5) -15.3(4) -13.7(7)
C3,C5- C2-C3-C9-01 -6.3(3) -6.1(8) -178.2(2) -6.6(7)
Substitutent C2-C3-C9-02 174.02) 172.8(4) 3.5(4)" 173.9(4)
C3-C9-02-C10 174.6(2) -179.8(4) - 174.9(4)
C9-02-C10-C11" -101.0(4) 180.0(5) - 97.7(3)
C6-C5-C12-03 -169.9(2) 178.8(4)  -177.42)° -168.5(5)
C6-C5-C12-04 10.7(3) -0.8(5) 3.9(4)° 10.6(7)
C5-C12-04-C13 -173.6(2) 175.8(3) - -176.7(4)
C12-04-C13-C14 172.2(2) 177.1(4) - 174.3(4)
C4- C3-C4-C15-C16 92.5(2) 104.7(3) 128.6(2)_d 109.6(5)
Substituent C16-C17-N2-05 -1.93)° -8.1(5) -4.9(4) -2.1(7)8

*C2-C3-C9-C10, °C6-C5-C11-02, °C6-C5-C11-C12, ‘C3-C4-C13-Cl4, , °C17-C18-05-C21,
'C14-C15-N2-03, #C16-C17-05-C21, " In case of disorder, torsion angles reported for major
components only.



Supplementary Table - 4 (a) C3,C5-carbonyl conformation and their
involvement in C(6) packing motif among Hantzsch 4D esters

No. CCDC Carbonyl conformation in ~ Carbonyl conformation in
RefCodes C3,C5-esters and analogs C3,C5-esters and analogs,
involved in hydrogen bonding

Symmetric Hantzsch 4D esters

L. ABEBAK ap, ap ap
2. ASATOD ap, sp X
3. AZUPIU Sp, Sp

4. BARYUO Sp, Sp

5. BARZAV ap, sp

6. BELGUU ap, sp ap
7. BELHAB ap, sp ap
8. BELHABO1 ap,sp ap
9. BELHEF ap, sp ap
10. BELHIJ ap, sp sp
11. BELHUV ap, sp ap
12. BICCAR Sp, sp / Sp,sp X
13. BICCEV ap, sp ap
14. BICCIZ ap, sp sp
15. BICCOF ap, sp ap
16. CINROG ap, ap / ap, sp

17. CINRUM ap, sp

18. CUGFEP ap, sp ap
19. DEVFIT ap, sp sp
20. DOCTEU ap, sp X
21. DOCTOE ap, sp ap
22. DODCEE ap, sp ap
23. DOTTOV Sp, Sp

24. DUWBIG ap, sp

25. ECEGEY ap, sp ap
26. ECEGIC ap, sp ap
27. ESUBAV ap, sp ap
28. EXCMHP ap, sp ap
29. FIJFEJ ap, sp ap
30. FOLNUQ ap, sp ap
31 FUFRED ap, sp ap
32. FUFREDO1 ap,sp ap
33. FUFSII ap, sp ap
34, FUFTAB Sp, Sp

35. FULNIJ Sp, Sp

36. FULNOP ap, sp

37. GAPCAB ap, ap/ ap, sp ap
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Supplementary Table 4 (b)

No.

CCDC
RefCodes

Carbonyl conformation in
C3,C5-esters and analogs

Carbonyl conformation in
C3,C5-esters and analogs,
involved in hydrogen
bonding

Asymmetric Hantzsch 4D esters
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