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Experimental Section (continued)

A-[Cr(en)3]3* 3BAr{~. A-[Cr(en);]3" 3CI~-1.6H,0 (0.0228 g, 0.0620 mmol),’! H,O (15
mL), CH,Cl, (15 mL), and Na* BArs (0.1650 g, 0.1861 mmol) were combined in a procedure
analogous to that for A-[Cr(en);]3" 3BAr¢. An identical workup gave A-[Cr(en);]>" 3BArs
14H,0 as a canary yellow solid (0.1742 g, 0.05667 mmol, 91%) that was stored at —35 °C to
slow decomposition. Anal. Calcd. for C;y,HgoB3CrF7,Ng-14H,0 (3074.17): C 39.85, H 2.89, N
2.73; found C 40.04, H 2.71, N 2.49. The thermal behavior and IR and UV-vis spectra were iden-
tical to those of the enantiomer (see experimental procedure in the main text).

A-[Co(en);]3* 3BArs~. A round bottom flask was charged with a colorless solution of
Na® BArg (0.494 g, 0.557 mmol) in CH,Cl, (25 mL). Then a solution of A-[Co(en);]>" 31
‘H,0%2 (0.119 g, 0.186 mmol) in water (20 mL) was added. The heterogeneous mixture was
vigorously stirred for 10 min. The now orange CH,Cl, phase was separated from the aqueous
phase and the CH,Cl, was allowed to evaporate in a fume hood overnight to give A-[Co(en)3]3Jr
3BArf -14H,O as an orange solid (0.501 g, 0.163 mmol, 87%). Anal. Caled. for
Ci02HgoB3CoF7,Ng-14H,0 (3081.07): C, 39.76; H, 2.88; N, 2.73; found: C, 39.87; H, 2.77; N,
2.66. The thermal behavior and NMR (1H, 13C{1H}), IR, and UV-vis spectra were identical to
those of the enantiomer (see experimental procedure in the main text).

A-[Rh(en)3]3" 3BArs. A-[Rh(en);]’" 3CI~-2.3H,0 (0.0204 g, 0.0473 mmol),*'® H,0O
(10 mL), CH,Cl, (10 mL), and Na* BArs (0.1257 g, 0.1418 mmol) were combined in a proce-
dure analogous to that for A-[Rh(en)3]3”r 3BArs . An identical workup gave A-[Rh(en)3]3Jr 3B-
Arg11.5H,0 as an ivory solid (0.1407 g, 0.04568 mmol, 97%), Anal. Calcd. for C;y,HgoB3-
F7,NgRh-11.5H,0 (3080.04): C 39.78, H 2.72, N 2.73; found C 40.25, H 2.68, N 2.73. The ther-
mal behavior and NMR (1H, 13C{IH}), IR, and UV-vis spectra were identical to those of the en-
antiomer (see experimental procedure in the main text).

A-[Ir(en)3]3" 3BArs. A-[Ir(en);]3* 3CI~-2H,0 (0.0236 g, 0.0458 mmol),>> H,0 (15
mL), CH,Cl, (15 mL), and Na* BArs (0.1219 g, 0.1376 mmol) were combined in a procedure

analogous to that for A-[Ir(en)3]3+ 3BArs . An identical workup gave A-[Ir(en)3]3Jr 3BArs 9-
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H,O as a white solid (0.1391 g, 0.04452 mmol, 97%). Anal. Caled. for C;gHgoB3F7;-
IrNg-9H,O (3124.31): C 39.21, H 2.52, N 2.69; found C 39.10, H 2.53, N 2.72. The thermal
behavior and NMR (1H, 13C{!H}), IR, and UV-vis spectra were identical to those of the
enantiomer (see experimental procedure in the main text).

A-[Pt(en);]*" 4BArf. A-[Pt(en);]*" 4C1~-2H,0O (0.0180 g, 0.0325 mmol),** H,O (10
mL), CH,Cl, (10 mL), and Na* BArs (0.1153 g, 0.1301 mmol) were combined in a procedure
analogous to that for A-[Pt(en);]*" 4BArs. An identical workup gave A-[Pt(en);]*" 4BArq
17H,0 as a pale yellow solid (0.1280 g, 0.03096 mmol, 95%). Anal. Calcd. for C;34H7,B4Fg6-
NgPt-17H,0 (4134.52): C 38.93, H 2.58, N 2.03; found C 39.05, H 2.48, N 2.02. The thermal
behavior and NMR ('H, 13C{1H}), IR, and UV-vis spectra were identical to those of the enantio-
mer (see experimental procedure in the main text).

Thermal experiments (Table 1). A. An open capillary was charged with ca. 0.008 g of
the salt and inserted into an Optimelt MPA 100 instrument. The sample was heated from 30.0 °C
to the temperature listed in column 3 of Table 1 at 10.0 °C/min, and then allowed to cool to room
temperature before dissolution in acetone-dg for 'H NMR analysis. B. The other experiments
employed either a TA Instruments Q50 TGA, using 0.010-0.015 g samples that were heated from
30.0 to 500.0 °C at 10.0 °C/min, or a TA Instruments Q20 DSC, using 0.005-0.010 g samples

that were heated from 25.0 °C to 50 °C beyond their liquefaction temperature at 10.0 °C/min.
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Representative HPLC traces used for determination of ee values.
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Figure s1. HPLC trace for 1 in Chart 1, entry 5.
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Figure s2. HPLC trace for 2 in Chart 2, entry 5.
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Figure s3. HPLC trace for 3 in Chart 3, entry 6.
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Figure s4. TGA trace for A-[Cr(en)3]3Jr 3BArg .
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Figure s5. TGA trace for A—[Co(en)3]3+ 3BAr, .
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Figure s6. TGA trace for A-[Rh(en);]*" 3BAr; .
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Figure s7. TGA trace for A-[Ir(en);]>* 3BAr; .
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Figure s8. TGA trace for A-[Pt(en);]*" 4BAr; .
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Table s1. Hydration levels (z) of isolated chloride and iodide salts [M(en);]"* nX~-zH,O.

mnt nX~ z
rac-Cr(11I) 3CI™ 34
rac-Cr(1II) 3CI™ 30

A-Cr(1II) 3CI- 1.6¢
A-Cr(I1) 3CI™ 2b
rac-Cr(I1I) 3CI- 3.724
rac-Cr(II) 31 0>
rac-Co(I11) 3CI~ 4d
rac-Co(II) 3CI™ 2.8
A-Co(1II) 3CI- 0°
A-Co(III) 31 1¢

rac-Co(III) 31 1
rac-Co(III) 31 o
A-Rh(III) 3CI- 2.38
rac-Rh(III) 3CI- 3.374
rac-Rh(III) 3 0/
A-Ir(IIT) 3CI- 28
rac-Tr(11T) 3CI- 3.44
rac-Tr(11T) 31 0
rac-Pt(IV) 4CI- 2h
rac-Pt(IV) 4CI- 2.5
rac-Pt(IV) 4C1~ 0
rac-Pt(IV) AT 0
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