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Fig. S1'H NMR and **C NMR spectra corresponding to: (a), (b) 1; (c), (d) 2; (e), (f) [p-CsBr]; (9), (h) [p-C12Br]; (i), (j) [m-
C12Br2]; (K), (1) [p-Cs(NTT2)]; (M), (n) [p-C12(NTH,),] and (0), (p) [M-C12(NTH),].
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Fig. S3 UV-vis and fluorescence spectra recorded in different solvents at 298 K for
and (f) [p-Ca(NTf)2]; (9) [m-C12(NTH),].
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Fig. S6 Plots of fluorescence intensity as a function of salt concentration corresponding to: (a) [p-CgBr,] in ACN; (b) [p-CgBr;] in
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Fig. S9 SEM images collected from casting of 0.0001 M solution. (a) [p-CgBr,]J/ACN; (b), (c) [p-CgBr,]J/THF; (d) [p-C1,Br,]/1-
PrOH; (e), (f) [p-C1Br]/CHCIs; (9) [p-Ca(NTF2)o]/2-PrOH; (h) [p-C(NTF)ol/CHCIs; (i), () [p-Ce(NTH)2l/1,4-Diox; (k) [p-
C12(NTH2)2l/ACN; (1) [p-C12(NTH2),/1-PrOH; (m) [m-C12(NTH),]/1-PrOH; (n), (0) [M-Cy2(NTF2)2)/CHCI3.
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Fig. S10 Fluorescence spectra in solution (red line) and in solid state (blu line) corresponding to: (a) [p-CgBr] in ACN; (b) [p-CgBr;]
in THF; (c) [p-C12Br;] in 1-PrOH; (d) [p-C12Br;] in 2-PrOH; (e) [p-C12Br,] in CHClg; (f) [p-Cg(NTf,),] in 2-PrOH; (g) [p-Cs(NTf,),]
in CHCl3; (h) [p-Cg(NTf,),] in 1,4-Diox; (i) [p-C12(NTf,),] in ACN; (j) [p-C12(NTF,),] in 1-PrOH; (k) [p-C12(NTf,),] in THF.
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Fig. S11 (a) Solution and (b) deconvoluted solid state spectra for [p-C1,(NTf,)].
Table S1 RLS Intensity at 378 nm as function of salt and solvent nature ([salt] = 1:10™* M).
Salt Solvent lrLs 378 nm
[p-CgBrz] ACN 355
THF 348
[p-C1:Br] 1-PrOH 500
2-PrOH 514
CHCl; 576
[p-Cg(Nsz)z] 2-PrOH 540
CHCl; 440
1,4-Diox 380
[p-C12(NTH)2] ACN 480
1-PrOH 504
THF 565
Table S2 Estimated size of solvent molecules on the base of DFT geometries and AMBER atomic radii
Solvent CAC a b c m/M
CHCl; 0.82 10.0 10.0 4.8 0.48
2-PrOH 1.14 5.8 5.8 3.1 0.53
1,4-Diox 1.33 6.8 6.8 4.0 0.59
THF 1.44 6.0 6.0 4.0 0.67
1-PrOH 1.54 7.5 4.0 4.0 0.53
ACN 2.00 5.8 2.1 2.1 0.36

a,b and c are dimensions defining ellipsoid shape: a=b>c for a oblate ellipsoid, a>b=c for a prolate ellipsoid; m/M is the ratio

between the minor and the major axis.
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Table S3 Auax and AL values detected for fluorescence spectra recorded in solution and solid state at 110 M.

Salt Solvent Asolution/NM Asolid State/NM AA/nm
[p-CsBr2] ACN 358 434 76
THF 362 395 33
[p-C12Br] 1-PrOH 358 424 66
2-PrOH 358 421 63
CHCl; 360 406 46
[p-Ca(NTT,),] 2-PrOH 359 422 63
CHCl, 360 425 65
1,4-Diox 362 413 51
[p-C12(NTT),] ACN 358 418 60
1-PrOH 357 419 62
THF 362 374 12

S26



