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Synthesis of Tl[H2B(pz)(pzBut2)]

A solution of LiBH4 in THF (35 mL of 2M, 70.0 mmol), diluted with toluene (ca. 35 mL), was added to a mixture of pyrazole (4.8 g, 70.5 mmol) and 3,5ditbutylpyrazole (13.2 g, 73.2 mmol) and stirred overnight at room temperature.  The solvent was removed in vacuo, toluene (ca. 40 mL) was added, and the resulting mixture was refluxed for one day.  The solution was concentrated to ca. 20 mL, at which point the mixture became turbid and white solid started to precipitate.  Pentane (ca. 50 mL) was added to complete precipitation and the mixture was filtered.  The filtrate was allowed to stand at room temperature overnight, over which period colorless crystals of Li[H2B(pz)(pzBut2)] were deposited (5.5 g, 30 %).  Li[H2B(pz)(pzBut2)] was treated with TlOAc (8.2 g, 31.1 mmol) and THF (ca. 60 mL) and the mixture was stirred overnight at room temperature.  The mixture was filtered and the residue was further extracted with pentane (ca. 50 mL).  The THF and pentane extracts were combined and the solvent removed in vacuo  to give [H2B(pz)(pzBut2)]Tl as a white solid which was washed with pentane (7.4 g, 77 %).  Analysis calculated for C14H24N4BTl: C, 36.3 %; H, 5.2, %; N, 12.1 %. Found: C, 35.8 %; H, 5.2 %; N, 11.2 %. IR Data (KBr pellet, cm-1): 2473, 2403, 2306 and 2245 [(BH)].

Synthesis of Li[H2B(pzMe2)(pzBut2)]
A solution of LiBH4 in THF (26 mL of 2M, 52.0 mmol), diluted with toluene (ca. 30 mL), was added to a mixture of 3,5dimethylpyrazole (5.0 g, 52.0 mmol) and 3,5ditbutylpyrazole (9.8 g, 54.4 mmol).  The mixture was stirred overnight at room temperature.  The solvent was removed in vacuo, toluene (ca. 40 mL) was added, and the resulting mixture was refluxed for one day, during which period a white precipitate was obtained.  The mixture was concentrated to ca. 20 mL at which point pentane (ca. 50 mL) was added to complete the precipitation.  The mixture was filtered to give Li[H2B(pzMe2)(pzBut2)] as a white solid which was dried in vacuo (10.6 g, 69 %). 

Synthesis of K[H2B(pzMe2)(pzBut2)]
A mixture of Li[H2B(pzMe2)(pzBut2)] (10.6 g, 0.036 mol) and KOAc (7.1 g, 0.072 mol) in CH3CN (ca. 60 mL) was stirred overnight at 50_C.  The volatile components were removed in vacuo and the residue was extracted into C6H6 (ca. 150 mL).  The mixture was filtered, the solvent was removed in vacuo, and the residue obtained was washed with pentane (ca. 50 mL) to give K[H2B(pzMe2)(pzBut2)] as white solid (7.7 g, 65 %). IR Data (KBr pellet, cm-1): 2426, 2372 and 2297 [(BH)] 

Synthesis of Tl[H2B(pzMe2)(pzBut2)]
A mixture of K[H2B(pzMe2)(pzBut2)] (1.0 g, 3.1 mmol) and TlOAc (1.2 g, 4.6 mmol) in THF (ca. 60 mL) was stirred overnight at room temperature.  The volatile components were removed in vacuo and the residue was extracted into benzene (ca. 40 mL).  The mixture was filtered and the solvent was removed from the filtrate to give Tl[H2B(pzMe2)(pzBut2)] as a white solid (1.3 g, 86 %). IR Data (KBr pellet, cm-1): 2499, 2452, 2399, 2322, 2278, 2230, 2197 and 2065 [(BH)] 

Synthesis of Tl[H2B(pzTrip)(pzBut2)]
A solution of LiBH4 in THF (2.2 mL of 2M, 4.40 mmol) was added to a mixture of triptycylpyrazole (1.43 g, 4.46 mmol) and 3,5ditbutylpyrazole (0.84 g, 4.66 mmol) in toluene (ca. 30 mL).  The mixture was refluxed overnight, after which the volatile components were removed in vacuo to give a sticky solid.  The residue was extracted into pentane (ca. 30 mL), filtered and the volatile components were removed in vacuo to give Li[H2B(pzTrip)(pzBut2)] as a white solid.  The lithium salt Li[H2B(pzTrip)(pzBut2)] was dissolved in THF (ca. 60 mL), treated with TlOAc (1.8 g, 6.83 mmol) and stirred overnight at room temperature.  The mixture was filtered and the precipitate was further extracted with THF (ca. 10 mL).  The THF extracts were combined, the solvent was removed in vacuo, and the residue was washed with pentane (ca. 10 mL) to give Tl[H2B(pzTrip)(pzBut2)] as a white solid (1.9 g, 60 %).  
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