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Synthesis of 1

A hot (~80°) solution of [Co(diOHsar)]Cl; 2! (17.1 mg, 3.6 x 107 mol) in water (2
cm’) was added to a hot (~80°) solution of p-sulfonatocalix[4]arene tetrasodium salt 1 (10
mg, 1.2 x 10 mol) and Pr(O3SCF3); (14.1 mg, 2.4 x 10° mol) in water (2 cm’). The pH
was adjusted to 4-5 using 1M aqueous NaOH solution and the solution cooled slowly
over 24 h. Small orange crystals formed (3 mg) which were suitable for X-ray diffraction.

X-Ray crystallography of I

The X-ray diffracted intensities were measured from a single crystal (0.45 x 0.42
x 0.33 mm) at 153 K on a Bruker SMART CCD instrument using a monochromatized
Mo-K, (A =0.71073 A) X-ray source. Data were corrected for Lorentz and polarization
effects and absorption correction applied using multiple symmetry equivalent reflections.
The structures were solved by direct method and refined on F? using Bruker SHELXTL
crystallographic package.” A full matrix least-squares refinement procedure was used,
minimizing w(F2>-F2), with w = [cX(F2)+(AP)*+BP]', where P= (F2+2F2)/3.
Agreement factors (R = X||F|-|F ||/Z|F,|, wR2 = {Z[w(F -F2)?)/Z[w(F ?)?*]}"? and GOF =
{Z[W(F 2-F2)?)/(n-p)}'2 are cited, where n is the number of reflections and p the total
number of parameters refined).

Crystal/refinement details: C4;Hs75CoNgO20.75Pro.17S4, M = 1189.12, F(000) = 9894 e,
Tetragonal, /4;/a (No. 88), Z =16, T = 153 K, a = 2547(5), ¢ = 4151(7) A, V =
26929(68) A%; D, = 1.173 g cm™; sin@hmex = 0.587; N(unique) = 10610 (merged from
64020, Rine = 0.1624, R, = 0.1175), N, (I > 20(I)) = 5316; R = 0.1695, wR2 = 0.3882
(4,B =0.25, 250.0), GOF = 1.019; |Apmax| = 2.4(2) ¢ A~
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