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Figure S1 : '"H NMR spectrum of rac-5 in CD,Cl, solution.
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Figure S2 : BC NMR spectrum of rac-5 in CD,Cl; solution.
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Figure S3 : "H NMR spectra of MM-1 and PP-1 in D,O/KOD solution (0.08 M).
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Figure S$4 : ?C NMR spectrum of MM-1 in DMSO-d6 solution.
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Figure S5 : UV-Vis spectra of empty rac-1 as well as rac-1 in presence of CH,Cl, and CHCI3
in (A) H,O/LiOH, (B) H,O/NaOH, (C) H,O/KOH and (D) H,O/CsOH solutions (0.1 M).



80 -
40 -
— ]
N 0
g ]
,_I1 '40 i
,_d :
= -80
- :
‘; -120 - empty MM-1 in NaOH (0.008 M)
4 . empty MM-1 in NaOH (0.02 M)
i empty MM-1 in NaOH (0.1 M)
-160 | empty MM-1 in NaOH (0.2 M)
] empty MM-1 in NaOH (0.5 M)
. empty MM-1 in NaOH (1 M)
-200

Wavelength, nm

Figure S6 : ECD spectra of MM-1 in NaOH aqueous solutions at different pH values.
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Figure S7 : ECD spectra of MM-1 in HO/NaOH (0.1 M) and MeOH solutions.
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Figure S8 : ECD spectra of empty PP-1 as well as PP-1 in presence of Xe and CH3Cl in
H,O/NaOH solution (0.1M).
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Figure S9 : ECD spectra of empty PP-1 as well as PP-1 in presence of CH3l, CH,BrCl,
CH,Br; and CH,CII in H,O/NaOH solution (0.1M).
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Figure S10 : ECD spectra of empty PP-1 as well as PP-1 in presence of Xe and CH;3Cl in
H,O/LiOH solution (0.1M).
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Figure S11 : ECD spectra of empty PP-1 as well as PP-1 in presence of CH3l, CH,BrCl and
CH;Br; in H,O/LiOH solution (0.1M).
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Figure S12 : IR spectra of rac-1 in D,O/KOD solution at different concentrations. The

concentration of host 1 was 0.030 M.
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Figure S13 : IR spectra of rac-1 in D,O/CsOD solution at different concentrations. The

concentration of host 1 was 0.030 M.
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Figure S14 : (A) IR and (B) VCD spectra of empty PP-1 as well as PP-1 in presence of
xenon, CD,Cl, and CDCl; in D,0O using KOD solution (0.21 M). The concentration of host 1
was 0.030 M.
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Figure S15 : (A) IR and (B) VCD spectra of empty PP-1 as well as PP-1 in presence of
CD,Cl; in D,0 using CsOD solution (0.21 M). The concentration of host 1 was 0.030 M.
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Figure S16 : '"H NMR (500 MHz) spectra of empty rac-1 as well as rac-1 in presence of
CH,Cl, recorded at 278 K in D,O/KOD.
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Figure S17 : Distance (in Angstroms), between the center of the cavity and the sodium
cations, extracted from MD calculations of empty PP-1, starting from the 77T (A), G;G;G;
(B), and G,G,G; (C) conformations of the linkers. The five sodium cations were placed at a
distance larger than 5 A from the center of the cavity at t=0. Each color characterizes one of

the five sodium atoms surrounding host 1.
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Figure S18 : Distance (in Angstroms), between the center of the cavity and the cesium
cations, extracted from MD calculations of empty PP-1, starting from the 77T (A), G;G;G;
(B), and G,G;,G; (C) conformations of the linkers. The five cesium cations were placed at a
distance larger than 5 A from the center of the cavity at t=0. Each color characterizes one of

the five cesium atoms surrounding host 1.
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Figure S19 : ECD spectra of empty MM-1 in H,O/CsOH solution (0.1 M) as well as MM-1 in
H,O/LiOH (0.1 M) + CsOH (2 10 M) solution in presence (saturated solution) or not of
CHCls.
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