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Abstract

The first 1,3-alternate calix[4]arene-bis(crown-6-ethers) with a proton-ionizable group located in front
of one crown ether cavity are synthesized. Compared with an analog that has no proton-ionizable group,
the two new ligands possess markedly higher Cs+ extraction efficiency. © 2000 Elsevier Science Ltd. All
rights reserved.
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Calixcrowns,1,2 macrocyclic compounds that combine calixarene and polyether units, are
receiving considerable attention due to their highly selective metal ion recognition. Special
interest in 1,3-alternate calix[4]arene-crown-6-ethers3 (e.g. calix[4]arene-bis(crown-6-ether) 1,
Scheme 1) is based on their high Cs+/Na+ selectivity in solvent extraction and liquid membrane
transport, which is a crucial feature for radioactive cesium separation from nuclear waste
solutions.4 Despite the high Cs+ selectivity of such compounds, their applicability in practical
separation processes is limited by low extraction efficiencies for their cesium salt complexes.3 In
earlier work, a bifunctional receptor which combined an anion-binding site with a calixcrown
unit was utilized to enhance the transport of CsCl across a supported liquid membrane.5

We envisioned another approach to enhance Cs+ extraction in which a proton-ionizable
(cation-exchange) group is incorporated into the ligand. Appropriate positioning of this group
would allow it to participate in cooperative metal ion complexation with the crown ether unit
and the aromatic rings of the calix[4]arene. None of the previously reported6–8 calixcrowns with
proton-ionizable groups meet this requirement.

Herein, we report the first synthesis of 1,3-alternate calix[4]arene-bis(crown-6-ethers) with a
proton-ionizable group located in front of one crown ether cavity and preliminary evaluation of
their alkali metal cation (AMC) extraction efficiencies and selectivities.

* Corresponding author. Fax: 806-742-1289; e-mail: richard.bartsch@ttu.edu

0040-4039/00/$ - see front matter © 2000 Elsevier Science Ltd. All rights reserved.
PII: S0040 -4039 (00 )01457 -X



8222

Scheme 1. (a) Cs2CO3, MeCN, reflux, 6 days, yield 65%; (b) i. BuLi, THF, −75°C, 10 min; ii. CO2, THF, −75°C, 25
min, yield 70%; (c) i. (COCl)2, C6H6, 70°C, 5 h; ii. CF3SO2NH2, NaH, THF, rt, 16 h, yield 89%

Bromocalix[4]arene-bis(crown-6-ether) 2 was prepared from monobromocalix[4]arene9 by
reaction with pentaethylene glycol ditosylate (Scheme 1).10 A 1,3-alternate conformation of the
calix[4]arene moiety in 2 was verified by NMR spectroscopy, as a singlet at 3.84 ppm and two
doublets at 3.75 and 3.79 ppm and two signals at 37.68 and 38.02 ppm were observed in the 1H
and 13C NMR spectra, respectively, for the Ar�CH2�Ar methylene groups of 2.11 Calixcrown
carboxylic acid 312 was synthesized by reaction of 2 with BuLi and then CO2.13,14 It should be
noted that the carboxylic group in 3 is situated in front of the crown ether cavity where it should
be able to interact with the complexed cation. To probe the effect of acidity of the proton-
ionizable group on the metal ion-binding properties, carboxylic acid 3 was converted15 into the
corresponding acid chloride and then into the more acidic N-(trifluoromethylsulfonyl)-
carboxamide 4.16

The AMC separation abilities of the new proton-ionizable calixcrowns 3 and 4 relative to
calix[4]arene-bis(crown-6-ether) 110 were evaluated by competitive extractions of Li+, Na+, K+,
Rb+, and Cs+ from aqueous nitrate solution (0.10 mM in each AMC, pH 6.0) into 0.10 mM
solutions of the ligand in chloroform.17 Under these conditions, AMC extraction by 1 was
undetectable. In contrast, calixcrown carboxylic acid 3 extracted 17.7% of Cs+ with undetectable
extraction of other AMC species. The more acidic calixcrown N-(trifluoromethylsul-
fonyl)carboxamide 4 gave 56.5 and 17.0% extractions of Cs+ and Rb+, respectively, with
negligible extraction of Li+, Na+, and K+. As shown in Fig. 1 for competitive extraction of Na+,
K+, and Cs+ by 4, the Cs+ extraction efficiency increases dramatically as the aqueous solution
pH is increased from 0 to 7, while the extraction of Na+ and K+ remains low over the entire pH
region.
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Figure 1. Extraction percentages for Na+ (�), K+ (�), and Cs+ (	) from 0.10 mM aqueous nitrate solutions into
0.10 mM solutions of 4 in chloroform

In summary, synthesis of the first 1,3-alternate calix[4]arene-bis(crown-6-ethers) with one
proton-ionizable group is reported. An appropriate location of the proton-ionizable group is
postulated to allow it to participate in cooperative metal cation complexation. The two new
ligands exhibit enhanced efficiency in Cs+ extraction compared to an analog with no proton-ion-
izable group, while retaining high Cs+ selectivity.
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