Electronic Supplementary Material (ESI) for Dalton Transactions.
This journal is © The Royal Society of Chemistry 2014

Supporting Information
Synthesis and Specific Fluoride Binding Properties of Expanded
Dithiacalixphyrins

Emandi Ganapathi, Tamal Chatterjee and Mangalampalli Ravikanth*
Department of Chemistry, Indian Institute of Technology, Powai, Mumbai 400076, India

E-mail: ravikanth@chem.iitb.ac.in

Entry Contents Page no
1 Figure S1. HRMS spectrum of compound 3a 3
2 Figure S2. 'H NMR spectrum of compound 3a 4
3 Figure S3. 'H-'"H COSY spectrum of compound 3a 5
4 Figure S4. 13C NMR spectrum of compound 3a 6
5 Figure S5. HRMS spectrum of compound 3b 7
6 Figure S6. 'H NMR spectrum of compound 3b 8
7 Figure S7. 13C NMR spectrum of compound 3b 9
8 Figure S8. HRMS spectrum of compound 3¢ 10
9 Figure S9. 'H NMR spectrum of compound 3¢ 11
10  Figure S10. 3C NMR spectrum of compound 3¢ 12
11 Figure S11. Absorption spectra of macrocycle 3a with various anions 13
12 Figure S12. Absorbance change of 3a by addition of various anions 14

13 Figure S13. Absorption spectra of macrocycle 3a in different solvents 15


mailto:ravikanth@chem.iitb.ac.in

14

15

16

17

18

Figure S14. Absorption spectra of macrocycle 3a.F- in different solvents

Figure S15. Absorption spectrum of macrocycle 3b

Figure S16. Absorption spectrum of macrocycle 3¢

Figure S17. ES-MS spectrum of macrocycle 3a complexed with F-

Figure S18. Absorption spectral titration of macrocycle 3a with F- in

THF

16

17

18

19

20



OCH;
o) s

H

3a

Indian Institute of Technology (B)

Analysis Info ~ Acquisition Date  5/19/2013 7:03:14 PM
Analysis Name  D:\Data\MAY-13\MR-EG-CALIX.d
* Method Tune_pos_Standard_NAI-1000.m Operator IT-8
Sample Name  MR-EG-CALIX ) Instrument maXis impact 282001.00081
Comment C39H34N202S2
Acquisition Parameter
Source Type ESI lon Potarity Positive Set Nebulizer 2.1 Bar
Focus Active Set Capiliary 3500 vV Set Dry Heater 180 °C
Scan Begin 50 m/iz Set End Plate Offset  -500V Set Dry Gas 7.0 #min
Scan End 1000 m/z Set Collision Cell RF  500.0 Vpp Set Divert Vaive Source
'"“"'!5-‘ +MS, 0.1-0.4min #3-24, 100%=220294
x10%) 629.2279
2.01
1 Calcd mol. wt. = 629.2291
Observed mol. Wt. = 629.2279
1.5
1.0
0.5
331.1868 394.1820
1 480.2070
OG N S .'L?’“_- 'lt rll A 5'79.&248'5 .Ll. . 734.3354 L‘L r _ —
. 300 400 500 600 700 800 900 miz
Meas.m/z # lonFormula m/iz err[ppm] mSigma #Sigma Score rdb e Conf N-Rule
629.2279 1 C30H3I7TN202S2 629.2291 1.9 224 1 10000 225 even ok
Bruker Compass DataAnalysis 4.1 printed: 5/19/2013 7:05:13 PM by: HT-B Page 1 of 1

Figure S1: HRMS spectrum of compound 3a
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Figure S2: H NMR spectrum of compound 3a recorded in CDCl3, Above shows the
expansion
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Figure S3: '"H-'H COSY spectrum of compound 3a recorded in CDCl;
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Figure S5: HRMS spectrum of compound 3b
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Figure S6: "H NMR spectrum of compound 3b recorded in CDCl; Above shows the

expansion
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Figure S7: 13C NMR spectrum of compound 3b recorded in CDCl;
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Figure S8: HRMS spectrum of compound 3¢
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Figure S9:

TH NMR spectrum of compound 3¢ recorded in CDCl;. Above shows the
expansion
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Figure S10: 3C NMR spectrum of compound 3¢ recorded in CDCl;
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Figure S11: Absorption spectra of macrocycle 3a (5 X 10> M) in presence of various anions

(tetrabutyl ammonium salt) recorded in CH;CN solvent.
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Figure S12: UV-Visible absorbance response of 3a (5 X 10> M) at A=454 nm (left) and 530

nm (right) in the absence and presence of the TBA salt of different anions in CH;CN solvent.
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Figure S13: Absorption spectra of macrocycle 3a (5 X 103 M) in different solvents.
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Figure S14: Absorption spectra of macrocycle 3a (5 X 10° M) in presence of TBFA in

different solvents.
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Figure S15: Absorption spectrum of macrocycle 3b (5 X 10° M) recorded in CH3;CN

solvent.
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Figure S16: Absorption spectrum of macrocycle 3¢ (5 X 10° M) recorded in CH;CN

solvent.
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Figure S17: ES-MS spectrum of macrocycle 3a complexed with F- (3a.F-)
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Figure S18: Absorption spectral changes of expanded dithiacalixphyrin 3a (5 x 10> M) upon

addition of increasing equivalents of F- ions (0-7 equiv) in THF solution.
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