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Experimental Section

General Procedures. All manipulations were carried out under nitrogen using standard Schlenk techniques. Solvents were distilled from Na (toluene and hexanes) and CaH2 (CH2Cl2). CD2Cl2  and CD3CN were dried over 4Å molecular sieves and stored in Young tubes. Elemental analyses, found to be correct for compounds 1-3, were obtained using a Perkin-Elmer 240-B microanalyzer. The IR, 1H and 13C NMR spectra were recorded on Perkin-Elmer FT 1720-X (over the range 2200-1600 cm-1), and Bruker AC-200 (or AC-300) spectrometers respectively.
Synthesis of fac-[ReCl(CO)3(3,5-dimethylpyrazole)2] (3). A mixture of [ReCl(CO)5] (0.020 g, 0.055 mmol) and 3,5-dimethylpyrazole (0.011 g, 0.110 mmol) in toluene (10 mL) was refluxed for 30 min. and the solvent was evaporated to dryness. Vapour diffusion of diethylether onto a concentrated solution of 3 in CH2Cl2 afforded crystals of good quality for an X-ray determination. Yield: 0.022 g, 83%. IR(CH2Cl2):2026s, 1920s, 1893s. 1H NMR(CD2Cl2): 10.88 [s br, 3H, pz], 5.93 [s, 3H, pz], 2.25 [s, 9H, Ch3 of pz], 2.22 [s, 9H, CH3 of pz].
X-ray structures. Data in common: Bruker AXS SMART 1000 CCD diffractometer, and scans, MoKradiation ( 0.71073 Å), graphite monochromator, T = 295 K. Raw frame data integrated with SAINT
 program. Structures were solved by direct methods with SHELXTL.
 Semi-empirical absorption correction with SADABS.
 All non-hydrogen atoms were refined anisotropically. Hydrogen atoms were set in calculated positions and refined as riding atoms, with a common thermal parameter. All calculations were made with SHELXTL.

Crystallographic data (excluding structure factors) for the structures reported in this paper have been deposited with the Cambridge Crystallographic Data Centre as supplementary publication no CCDC 246231, 246232 and 246233 (for 1, 2 and 3 respectively). Copies of the data can be obtained free of charge on application to CCDC, 12 Union Road, Cambridge, CB21EZ, UK (fax: (+44)1223-336-033; e-mail: deposit@ccdc.cam.ac.uk).
NMR titrations: The plots of (N-H) against mmol Bu4NCl added were obtained using 15 mg of each receptor (0.0105 mmol of 1 and 0.0100 mmol of 2), and 10 l additions of a solution of Bu4NCl (12 mg) in CD3CN (1.100 mL).
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Thermal ellipsoid (30() plot of the cation of 2.
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Thermal ellipsoid (30() plot  of 3.
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1H NMR titration of 2 with Bu4NCl in MeCN 

�  SAINT+. SAX  area detector integration program. Version  6.02. Bruker AXS, Inc. Madison, WI, 1999.


� G. M. Sheldrick, SHELXTL, An integrated system for solving, refining, and displaying crystal structures from diffraction data. Version 5.1. Bruker AXS, Inc. Madison, WI, 1998.


� G. M. Sheldrick, SADABS, Empirical Absorption Correction  Program. University of Göttingen: Göttingen, Germany, 1997.
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