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Supporting Materials:

Metal Ion-Induced Metallogel formation by Visible-Light
Responsive Phenylalanine-Functionalized Arylazopyrazole
Ligands
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chemistry Hampton University, Hampton VA, 23668, USA email: Kesete.Ghebreyessus@hamptonu.edu; Tel: +1-
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Figure S1. '"H-NMR spectrum of 4-(methylthio)-3-(2-phenylhydrazono)pentane-2,4-dione (2a) in CDCls.
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Figure S2. 3C-NMR spectrum of 2-(methylthio)-3-(2-phenylhydrazono)pentane-2,4-dione (2a) in CDCls.
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Figure S3. 'TH-NMR spectrum 4-(Methylthio)- 3,5-dimethyl-(4-phenyldiazenyl)-1H-pyrazole (3a) in CDCls.
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Figure S4. ®*C-NMR spectrum 4-(Methylthio)- 3,5-dimethyl-(4-phenyldiazenyl)-1H-pyrazole (3a) in CDCl.
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Figure S5. 'H NMR spectra of 4-(Methylthio)-3,5-dimethyl-(4-phenyldiazenyl)-N-CH2CO-CH2CHs (4a) in CDCls.
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Figure S6. 13C- NMR spectr a of 4- (Methylthio)—3,5-dimethyl—(4—phenyldiazenyl)—N-CHzCOzCHzCH3 (4a) in CDCls.
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Figure S7. 'TH-NMR spectra for 4-(Methylthio)-3,5-dimethyl (4-phenyldiazenyl)-N-CH2CO:H (5a) in DMSO.

Figure S8. ?*C-NMR spectrum for 4-(Methylthio)-3,5-dimethyl (4-phenyldiazenyl)-N-CH2CO:H (5a) in DMSO.
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Figure S9. 'H-NMR spectrum 4-(Methylthio)- 3,5-dimethyl-(4-phenyldiazenyl)-N-methylene-L-phenylalanine (4-MeS-
AAP-NF, 6a) in DMSO.
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Figure S10. ®C-NMR spectrum 4-(Methylthio)- 3,5-dimethyl-(4-phenyldiazenyl)-N-methylene-L-phenylalanine (4-
MeS-AAP-NF, 6a) in DMSO.
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Figure S11. Dynamic strain amplitude rheological experiment for different anions of the Zn?*-4-MeS-A AP-NF metallo-
gels.



3208 3056

2920 2848 ()

147N

% Transmittance

1625 1573

T T T T T T T T
3000 2500
1
Wavenumber cm

Figure S12. FTIR spectra of (a) 4-MeS-AAP-NF; (b) Cu**-4-MeS-AAP-NF; (c) Ni**-4-MeS-AAP-NF and

(d) Ni?*-4-MeS-AAP-NF xerogels.

[C2sH2sN50sS + H]
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Figure S13. Electrospray ionization mass spectrum (ESI-MS) of 4-MeS-AAP-NF (6a).
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Figure S14. Electrospray ionization mass spectrum (ESI-MS) of Ca?*-4-MeS-AAP-NF xerogel.
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Figure S15. Electrospray ionization mass spectrum (ESI-MS) of Co?-4-MeS-AAP-NF xerogel.
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Figure S16. Electrospray ionization mass spectrum (ESI-MS) of Ni?*-4-MeS-A AP-NF xerogel.

[C146H1sN100652 + Cu + K+
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Figure S17. Electrospray ionization mass spectrum (ESI-MS) of Cu?*-4-MeS-A AP-NF xerogel.



