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Fig. S1 *H and **C NMR spectra of the hexaimine in CDCls.
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Fig. S2 HMQC spectra of the hexaimine in CDCls.
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Fig. S3 'H and **C NMR spectra of xyl in CDCls.
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Fig. S4 COSY spectra of xyl in CDCls.
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Fig. S5 HMQC spectra of xyl in CDCls.
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Fig. S6 NOESY spectra of xyl in CDCls.
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Fig. S7 ESI mass spectra of xyl in MeOH.
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Fig. S8 'H NMR spectra of solutions of the Hexyl(TsO)s receptor (A) and of the receptor with each
anionic substrate in equimolar amounts, CI~ (B), NOs~ (C), AcO™ (D), H,PO,~ (E) and SO,* (F),

respectively, in D,O at pD = 3.80 and 298.2 K.
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Fig. S9 ESI mass spectra of a solution of 1:1 receptor to sulfate stoichiometry in H,O/MeOH

(50:50 v/v) at pH = 3.80.
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Fig. S10 ESI mass spectra of a solution of 1:1:1 receptor/sulfate/nitrate stoichiometry in
H,0/MeOH (50:50 v/v) at pH = 3.80.
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Fig. S11 Evolution of the six S--:N distances over 15 ns long simulation
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Fig. S12 Rdfs for O-H---Cy and O—H---Cl distances between the water (blue) and methanol (in red)
molecules and the centre of mass of the receptor (left) and the anion (right). The Rdfs were
calculated over the 15 ns of simulation.
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Table S1 Stepwise protonation (log Ki™) constants of the anions in

H,O/MeOH (50:50 v/v); T = 298.2 + 0.1 K; | = 0.10 + 0.01 mol dm™ in
KTsO.

Equilibrium quotient®  SO,2~  Se0,> S,05>  AcO" PO,

[HAY/[AI[H] 251(1) 2.36(1) 2.04(1) 5.28(1) n.d.
[HoAJ[HAI[H] - - - - 7.46(1)
[HsAl/[H2A][H] - - - = 2.82(1)

[a] A is the anion. [b] Too high to be accurately determined by potentiometry
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