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(1) Determination of binding constants for FcB(o-Tol),, 1

(a) Fluoride: 3.5 mg of FcB(o-Tol),, 1, (9.25 pmol) were dissolved in 20 mL of
dichloromethane. Subsequently, portions of 10 or 20 pL of a solution made up from
11.9 mg of ["BusN]JF4H,0 (35.7 umol),® in 4 mL dichloromethane were added
sequentially to 3 mL of the stock solution of 1 placed in the UV-vis cell. After adding
each aliquot of the fluoride solution, the mixture was stirred for 1 min before the UV-
Vis measurement was carried out.
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Figure S1: Calculated concentration profile, M = 1, L = ["BusN]F4H,0, ML =
["BusN][LF].




(b) Cyanide: 4.3 mg of 1 (11.4 pmol) were dissolved in 20 mL of dichloromethane.
Subsequently, portions of 10 or 20 puL of a solution made up from 12.5 mg of
["BusN]JCN2H,0 (41.0 umol),* in 2.8 mL dichloromethane were added
sequuentially to 3 mL of the stock solution of 1 placed in the UV-vis cell. After
adding each aliquot of the cyanide solution the mixture was stirred for 1 min before
the UV-vis measurement was carried out.
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Figure S2: Calculated concentration profile, M = 1, L = ["BusN]JCN2H,0, ML =
["BusN][1CN].



(2) Determination of CN binding constants for FcB(o-Xyl),, 2, and FcBMes,, 3

(a) Synthetic details for 2 can be found in ref S2. The binding constant was calculated
within the wavelength range of 460 nm to 560 nm using the program ReactLab™
equilibria.>
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Figure S3: The response of 2 to exposure to ["BusNJCN2H,0 in CH,Cl, as monitored
by UV-vis spectroscopy.
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Figure S4: Experimental data (points) obtained at A = 500 nm as a function of added
cyanide, and the best-fit line obtained using ReactLab™ equlibria.[s®
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Figure S5: Concentration profile, M = 2, L = ["Bu;N]CN-2H,0, ML = ["BusN][2CN].

(b) 5.5 mg of 3 (12.7 pmol) were dissolved in 20 mL of dichloromethane.
Subsequently, 10, 20 or 50 pL of a solution made up from 155 mg of
["BusN]JCN-2H,0 (50.9 pmol),'s™ in 3 mL dichloromethane were added sequentially
to 3 mL of the stock solution of 3 placed in the UV-viscell. After adding each aliquot
of the cyanide solution the mixture was stirred for 1 min before the UV-vis
measurement was carried out. The binding constant was calculated within the
wavelength range of 476 nm to 536 nm using the program ReactLab™ equilibria.’*
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Figure S6: Response of 3 to exposure to ["BusN]JCN-2H,0 in CH,Cl, as monitored by
UV-vis spectroscopy.
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Figure S7: Experimental data (points) obtained at A = 506 nm as a function of added
cyanide, and the best-fit line obtained using ReactLab™ equlibria.
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Figure S7: Concentration profile, M = 3, L = ["BusN]JCN * 2H,0, ML =
["BusN][3CN].
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