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Figure S1a. *H NMR spectrum of 1 (CD,CL,).
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Figure S1b. *C NMR of 1 (CD,CL,).
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Figure S2. FAB-MS of 1.
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Figure S3b. COSY of 1. Aromatic ring part (CD,Cl,).
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Figure S3c. COSY of 1-Ag* complex. Aromatic ring part (CD,Cl,).
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Figure S4a. HOHAHA of 1. Aromatic ring part (CD,Cl,).
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Figure S4b. HOHAHA of 1-Ag" complex. Aromatic ring part (CD,Cl,).
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Figure S5a. HMQC of 1. Crown ether ring part (CD,CL,).
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Figure S5b. HMQC of 1. Aromatic ring part (CD,CL,).
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Figure S5c. Differential NOE of 1 (CD,Cly).
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Figure S6a. CSI-MS of a mixture of 1 and AgOTf (= 1.0 : 0.0) in methanol.
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Figure S6b. CSI-MS of a mixture of 1 and AgOTf (= 1.0 : 0.5) in methanol.
[1+AgT"
102143789
A0 IR 26726) #M#
1019.44338- [~1021.43789
20 [~1021 43072
102044039~ § 1022 45472
' ...
i
o 1020
‘ ' ZDID ' ' ' 460 ' ' ' ﬁDID ' ' ‘ BDID ' ‘ ' 1DIDD ‘ ' ' 12|DD ' 14IDD ' ' ‘ 1ﬁIDD ' ' ' 18IDD ' ' ZDIDD '
BEE 2
Figure S6c. CSI-MS of a mixture of 1 and AgOTf (= 1.0 : 1.0) in methanol.
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Figure S6d. CSI-MS of a mixture of 1 and AgOTf (= 1.0 : 1.5) in methanol.
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Figure S6e. CSI-MS of a mixture of 1 and AgOTf (= 1.0 : 2.0) in methanol.
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Figure S6f. CSI-MS of a mixture of 1 and AgOTf (= 1.0 : 2.5) in methanol.
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Figure S6g. CSI-MS of a mixture of 1 and AgOTf (= 1.0 : 3.0) in methanol.
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Figure S7. ESI maps of toluene (a) and 3,4-dimethoxytoluene optimized using B3LYP/6-31G*.
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Figure S8a. Na'-induced-"H NMR spectral changes in the absence of Ag* (CD;CN/CD50D)
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Figure S8b. K*-induced-'H NMR spectral changes in the absence of Ag* (CD;CN/CD;0OD)
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Detailed data for logK values for 1-Ag* complex

Spectral changes and speciation analysis in the UV-vis titration experiments is available as a multimedia file
(mikako.avi).
Hyperquad refinement output. Version number 1.1.33
</intro>
<iterations>
Initial Sigma =2.3858E-04
Iteration 1

relative

Parameter shift new value
Log beta AB  0.0000 9.3825
Log beta AB2 0.0000 15.2296

Log beta AB3 0.0000 19.2344

New sigma =2.3858E-04

Change =1923.4414%

</iterations>

<results>

HypSpec. Refinement concluded at 2014/08/05 17:04:54

Data from I:¥Dropbox¥0000 HyperSpec¥18 Mameko¥UV Ag Ag Ag¥Mari Mikako 1.HQD
Project title:

Converged in 1 iterations with sigma = 2.3858E-04

standard
Log beta value deviation
AB 9.3825 0.021
AB2 15.2296 0.0286
AB3 19.2344 0.0296

Correlation coefficients
2 0.944
3 0.935 0.997
1 2
Parameter numbers
1 AB
2 AB2
3 AB3

</results>
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Figure S9. CSI-MS data of mixtures of 1, AgOTf and NaOTf ([1] : [AgOTf] : [NaOTf] = 1:0:1, 1:0:2, and 1:0:3)

R
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in methanol. (a) m/z =468-1365 and (b) m/z = 1429-2706.
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Figure S10. CSI-MS data of mixtures of 1, AgOTf and NaOTf ([1] : [AgOTf] : [NaOTf] = 1:1:1, 1:1:2, and 1:1:3)
in methanol. (a) m/z =468-1279 and (b) m/z = 1429-2706.
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Figure S11. CSI-MS data of mixtures of 1, AgOTf and KOTf ([1] : [AgOTf] : [KOTf] = 1:0:1, 1:0:2, and 1:0:3)
in methanol. (a) m/z =476-1397 and (b) m/z = 1477-2756.
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Figure S12. CSI-MS data of mixtures of 1, AgOTf and KOTf ([1] : [AgOTf] : [KOTf] = 1:1:1, 1:1:2, and 1:1:3)
in methanol. (a) m/z =476-1397 and (b) m/z = 1477-2756.
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Figure S13. CSI-MS spectra of mixtures of 1, AgOTf and NaOTf ([1] : [AgOTf] : [NaOTf] = 1:0:1, 1:0:2, and
1:0:3) in methanol.
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Figure S14. CSI-MS spectra of mixtures of 1, AgOTf and NaOTf ([1] : [AgOTf] : [NaOTf] = 1:1:1, 1:1:2, and
1:1:3) in methanol.
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Figure S15. CSI-MS spectra of mixtures of 1, AgOTf and KOTf ([1] : [AgOTf] : [KOTf] = 1:0:1, 1:0:2, and

1:0:3) in methanol.
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Figure S16. CSI-MS spectra of mixtures of 1, AgOTf and KOTf ([1] : [AgOTf] : [KOTf] = 1:1:1, 1:1:2, and

1:1:3) in methanol.
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