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Synthesis of [Cp*Ru(u-SEt),(MeCN),RuCp*][PFs], (4c)

To a solution of [Cp*Ru(u-SEt),Cl,RUCp*]* (69.4 mg, 0.104 mmol) in MeCN (3 mL) was added
NH4PFs (67.9 mg, 0.416 mmol) and then the resulting solution was stirred at room temperature
under Ar for 1 h. The solution was removed in vacuum. Then, the residue was extracted with
CH,Cl, (3 mL). After filtration, the solution was removed in vacuum. The residue was washed with
Et,0 (2 mL x 2) to give brown solid [Cp*Ru(u-SEt),(MeCN),RuCp*][PF¢], (4¢c, 80.6 mg, 80%). ‘H
NMR (400 MHz, CD,Cl,): 6 2.92 (q, Juw = 8.0 Hz, 4H), 2.27 (s, 6H), 1.72 (s, 30H), 1.61 (t, Jux = 8.0
Hz, 6H).
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Fig. S1 Absorption spectra of chemosensor 5b (1 x 10° M) upon addition of various anions (3
equiv) in THF solution.
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Fig. S2 Absorption spectra of chemosensor 5a (1 x 10° M) upon addition of F (as its TBA salts) in
THF.
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Fig. S3 Absorption spectra of chemosensor 5¢ (1 x 10° M) upon addition of various anions (as
their TBA salts) in THF.
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Fig. S4 Job’s plot for determining the stoichiometry for chemosensor 5b and F in THF excited
with 370 nm. Total concentration of 5b + Fe** = 2.5 x 10° M. | represents the intensity of 5b upon
addition of F and I represents the 5b original emission intensity at 414 nm excited with 370 nm.

S3



250 -

— blank
— F'
200 - .
——F-Ac
—— T -Br
150 - —F-Cl
—— F-H,P0,
—— F-HS0,
100 -

Intensity

—F-I

r T T T T T — - .
380 400 420 440 460 480 500 520

Wavelength (nm)

Fig. S5 Fluorescence emission spectra of chemosensor 5b (1 x 10° M in THF) upon addition of
anions in the presence of F’
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Fig. S6 Fluorescence spectrum of 5¢ (1 x 10° M in THF) upon addition of different anions (as their
TBA salts) excited with 370 nm.

s4



.'h
A A | ‘_ A |
Lz A L I \ || sb+Do
VA /| \ IV /)
A SRR Y _,_,/ L ! N
NH
, N l ! 5b
I (W NH| |
@ r" /\ | X R [ | A Ilu
o VNl Nl ! P i

Fig. S7 Partial 'H NMR (CD5CN, 400 MHz) spectrum of 5b before (a) and after (b) adding D,0.
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Fig. S8 The ESI-HRMS of chemosensor 5b upon addition of 2 equiv of F.
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