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All the NMR spectra have been recorded in CDCls.

Figure S1. Variable temperature *H NMR study of 11 (300 MHz, 330K to 263 K).
Figure S2. 'H NMR spectra recorded upon the progressive addition of PicH to 11 (300 MHz, 293K
and 263 K).

Figure S3. Variable temperature *H NMR study of 11?2 PrNH3;" (300 MHz, 293 K to 220 K).

Figure S4. 'H NMR spectra recorded upon the progressive addition of a solution of EtONa (21 %)
in EtOH to calix[6]tmpa 11 (300 MHz, 293K).

Figure S5. 'H NMR spectrum (300 MHz, 293 K) of methyl 6-(hydroxymethyl)picolinate 3.

Figure S6. *C NMR spectrum (75 MHz, 293 K) of methyl 6-(hydroxymethyl)picolinate 3.

Figure S7. 'H NMR spectrum (300 MHz, 293 K) of methyl 6-(bromomethy!)picolinate 4.

Figure S8. *C NMR spectrum (75 MHz, 293 K) of methyl 6-(bromomethy!)picolinate 4.

Figure S9. 'H NMR spectrum (250 MHz, 300 K) of tris[6-(methoxycarbonyl)-2-
pyridylmethyl]amine 5.

Figure S10. *C NMR spectrum (75 MHz, 300 K) of tris[6-(methoxycarbonyl)-2-
pyridylmethyl]amine 5.

Figure S11. "H NMR spectrum (200 MHz, 293 K) of tris[6-(hydroxymethyl)-2-
pyridylmethyl]amine 6.

Figure S12. *C NMR spectrum (75 MHz, 300 K) of tris[6-(hydroxymethy!)-2-
pyridylmethyl]amine 6.

Figure S13. "H NMR spectrum (300 MHz, 293 K) of tris[6-(chloromethyl)-2-pyridylmethyl]amine
1.

Figure S14. *C NMR spectrum (75 MHz, 293 K) of tris[6-(chloromethyl)-2-pyridylmethyl]amine
1.

Figure S15. *H NMR spectrum (300 MHz, 293 K) of calix[6]arene derivative 8.

Figure S16. *C NMR spectrum (75 MHz, 293 K) of calix[6]arene derivative 8.

Figure S17. *H NMR spectrum (300 MHz, 293 K) of calix[6]arene derivative 9.

Figure S18. *C NMR spectrum (75 MHz, 293 K) of calix[6]arene derivative 9.

Figure S19. *H NMR spectrum (300 MHz, 293 K) of calix[6]arene derivative 10.

Figure S20. *C NMR spectrum (75 MHz, 293 K) of calix[6]arene derivative 10.

Figure S21. *C NMR spectrum (75 MHz, 293 K) of calix[6]tmpa 11.

Figure S22. "H NMR spectrum (300 MHz, 220 K) of compound 11.H*,CIOy.

Figure S23. HMBC spectrum (293 K) of calix[6]tmpa 11.



Figure S24. *C NMR spectrum (75 MHz, 293 K) of endo-complex 11.Na"™» EtOH.
Figure S25. COSY spectrum (293 K) of endo-complex 11.Na™» EtOH.

Figure S26. HMBC spectrum (293 K) of endo-complex 11.Na™» EtOH.

Figure S27. NOESY spectrum (293 K) of endo-complex 11.Na*» EtOH.
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Figure S1. *H NMR spectraof 11 (300 MHz): (a) 330K; (b) 293 K () 263 K. Residua solvents and water have been
labeled “S’ and “W”, respectively.
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Figure S2. *H NMR spectra (300 MHz) of: (a) Calix[6]tmpa 11 (293 K); (b) after the addition of 0.5 equiv. of PicH
(293K); (c) after the lowering of the temperature at 263 K; (d) after the addition of 1 equiv. of PicH (263K). Residua
solvents and water have been labeled “ S’ and “W”, respectively.
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Figure S3. *H NMR spectra of 11?2 PrNH;" (300 MHz): (a) 293 K; (b) 220 K. Residual solvents, reference and water

have been labeled “S’, "R and “W”, respectively.
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Figure S4. *H NMR spectra (300 MHz, 293 K) of: (a) Calix[6]tmpa 11; (b) and (c) after the progressive addition of a
solution of EtONa (21 %) in EtOH. Residua solvents, reference and water have been labeled “S’, "R” and “W”,
respectively.
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Figure S5. *H NMR spectrum (300 MHz, 293 K) of methyl 6-(hydroxymethyl)picolinate 3. Residual solvent has been
labeled “S’.
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Figure S6. 3C NMR spectrum (75 MHz, 293 K) of methyl 6-(hydroxymethyl)picolinate 3. Residual solvent has been
labeled “S’.
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Figure S7. *H NMR spectrum (300 MHz, 293 K) of methyl 6-(bromomethyl)picolinate 4. Residual solvents and
reference have been labeled “ S’ and "R” respectively.
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Figure S8. *C NMR spectrum (75 MHz, 293 K) of methyl 6-(bromomethyl)picolinate 4. Residual solvent has been
labeled “S’.

=

N e >

N COOMe

3
5

S W
80 70 60 50 40 30 20 1.0
(ppm)

Figure S9. *H NMR spectrum (250 MHz, 300 K) of trig[6-(methoxycarbonyl)-2-pyridylmethyl]amine 5. Residual
solvent and water have been labeled “S’ and “W” respectively.
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Figure S10. *C NMR spectrum (75 MHz, 300 K) of tris[6-(methoxycarbonyl)-2-pyridylmethyl]amine 5. Residual
solvent has been labeled “S’.
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Figure S11. *H NMR spectrum (200 MHz, 293 K) of trig6-(hydroxymethyl)-2-pyridylmethyl]amine 6. Residual solvent
and water have been labeled “S” and “W” respectively.
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Figure S12. **C NMR spectrum (75 MHz, 300 K) of tris[6-(hydroxymethyl)-2-pyridylmethyl]amine 6. Residual solvent
has been labeled “S".
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Figure S13. *H NMR spectrum (300 MHz, 293 K) of tris[6-(chloromethyl)-2-pyridylmethyl]amine 7. Residual solvents
and water have been [abeled “S’ and “W” respectively.
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Figure S14. 3C NMR spectrum (75 MHz, 293 K) of tris[6-(chloromethyl)-2-pyridylmethyl]amine 7. Residual solvents
have been labeled “S’.
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Figure S15. "H NMR spectrum (300 MHz, 293 K) of calix[6]arene derivative 8. Residual solvent, reference and the
minor conformation of 8 (see the theoretical part) have been labeled “S’, “R” and “m” respectively.
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Figure S16. *C NMR spectrum (75 MHz, 293 K) of calix[6]arene derivative 8. Residual solvent has been labeled “S’.
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Figure S17. "H NMR spectrum (300 MHz, 293 K) of calix[6]arene derivative 9. Residual solvent, reference and the
minor conformation of 9 (see the theoretical part) have been labeled “S’, “R” and “m” respectively.
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Figure S18. *C NMR spectrum (75 MHz, 293 K) of calix[6]arene derivative 9. Residual solvent has been labeled “S’.
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Figure S19. *H NMR spectrum (300 MHz, 293 K) of calix[6]arene derivative 10. Residual solvent, reference and the
minor conformation of 10 (see the theoretical part) have been labeled “S’, “R” and “m” respectively.
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Figure S20. *C NMR spectrum (75 MHz, 293 K) of calix[6]arene derivative 10. Residual solvent has been labeled “S".

Calix[6]tmpa 11

vl S

170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10
(ppm)

Figure S21. *C NMR spectrum (75 MHz, 293 K) of calix[6]tmpa 11. Residual solvent has been labeled “S’.
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Figure S22. 'H NMR spectrum (300 MHz, 220 K) of compound 11.H*,CIO,4". Residual solvent, reference and the minor
conformation of 11.H*,CIO, (seethe theoretical part) have been labeled “S’, “R” and “m” respectively.

19



Hs

. C
] t ' ] ] B
' ' C
» L
T - 40
' ~ 60
N :
3 - 80
-100
Calix[6]tmpa 11 E
! 120
' ' B
. ) 1 E
(1] ] r
. 140
oL :
3 0 C
3 L
J (C2-Hg) J (C2-Hn) v '
AN -
0 i \0 C
- n
I ppm
lllllllll|llIIIIIIIIIIIIIIIIIIIIII||IIII|Illllllll|IIIIIITIIIIIIIIIIIIIIIlIIlllII
ppm 6 4 2

Figure S23. HMBC spectrum (293 K) of calix[6]tmpa 11.
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Figure S24. 3C NMR spectrum (75 MHz, 293 K) of endo-complex 11.Na* EtOH. Residual solvent has been |abeled
“S’.? rincluded EtOH.
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Figure S25. COSY spectrum (293 K) of endo-complex 11.Na™ EtOH.
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Figure S26. HMBC spectrum (293 K) of endo-complex 11.Na™ EtOH.
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Figure S27. NOESY spectrum (293 K) of endo-complex 11.N
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