A Photolabile Backbone Amide Linker for the Solid-Phase Synthesis of Cyclic Peptides
Supporting Information
UV-Visible spectra  and kinetics of 7a-e


UV-visible spectra of 7a-e in MeOH (10mM).




Photolysis of 7a-e in their best solvent.

 UV-Visible spectra A and kinetics B of 11a


UV-visible spectra of 11a and 7e in MeOH (10mM).


Photolysis rate of 11a under different UV wavelength in each solvent. (a) Solid line a (300 nm, MeOH), b (300 nm, CHCl3), c (350 nm, MeOH), and d (350 nm, CHCl3) correspond Boc-Phe-Gly-OMe formation from Boc-Phe-[Hcnb]-Gly-OMe. (b) Dash-Dotted line e (300 nm, MeOH), and f (350 nm, MeOH) correspond Boc-Phe-[Hcnb]-Gly-OMe consumption.(c) Solid line i (300 nm, CHCl3) correspond the product formation from Boc-Phe-[Nve]-Gly-OMe.



Amadori reaction with various amino acids to form H-[Dmp]-AA1-OMe. The procedure was repeated with other amino esters and the results were summarized;
	Amino acid
	Time (h)
	Product
	Yielda (%)

	H-Gly-OMe(HCl)
H-Ala-OMe(HCl)
H-Leu-OMe(HCl)
H-Phe-OMe(HCl)
H-Val-OMe(HCl)
	5
5
2
2
2
	H-[Dmp]-Gly-OMe
H-[Dmp]-Ala-OMe
H-[Dmp]-Leu-OMe
H-[Dmp]-Phe-OMe
H-[Dmp]-Val-OMe
	85
82
91
90
93


a isolated yield







1H and 13C NMR Spectra
1H NMR of compound 4[image: ]
[image: ]


13C NMR of compound 4[image: ]
[image: ]



1H NMR of H-[Op]-Gly-OMe (6a)
[image: ][image: ]



13C NMR of H-[Op]-Gly-OMe (6a)
[image: ][image: ]


1H NMR of H-[Mop]-Gly-OMe (6b)
[image: ][image: ]


13C NMR of H-[Mop]-Gly-OMe (6b)
[image: ][image: A graph of a person's pulse

AI-generated content may be incorrect.]


1H NMR of H-[Obz]-Gly-OMe (6c) [image: ]
[image: A graph of a person's body
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13C NMR of H-[Obz]-Gly-OMe (6c)
[image: ][image: A graph of a person's pulse
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1H NMR of H-[Dmp]-Gly-OMe (6d)
[image: ][image: ]


13C NMR of H-[Dmp]-Gly-OMe (6d) [image: ]
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1H NMR of H-[Nve]-Gly-OMe (6e)
[image: ][image: ]


13C NMR of H-[Nve]-Gly-OMe (6e)
[image: ][image: ]


1H NMR of Boc-Phe-[Op]-Gly-OMe (7a)
[image: ][image: ]


13C NMR of Boc-Phe-[Op]-Gly-OMe (7a) [image: ]
[image: ]


1H NMR of Boc-Phe-[Mop]-Gly-OMe (7b)
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13C NMR of Boc-Phe-[Mop]-Gly-OMe (7b)
[image: ][image: ]



1H NMR Boc-Phe-[Obz]-Gly-OMe (7c)
[image: ][image: ]



13C NMR Boc-Phe-[Obz]-Gly-OMe (7c)

[image: ][image: ]


1H NMR of Boc-Phe-[Dmp]-Gly-OMe (7d) [image: ]
[image: ]



13C NMR of Boc-Phe-[Dmp]-Gly-OMe (7d) [image: ]



1H NMR of Boc-Phe-[Nve]-Gly-OMe (7e) 




13C NMR of Boc-Phe-[Nve]-Gly-OMe (7e) 


1H NMR of compound 13
. 
13C NMR of compound 13
1H NMR of compound 14



13C NMR of compound 14
1H NMR of compound 15


13C NMR of compound 15


1H NMR of compound 16 in CD3OD
1H NMR of compound 16 in DMSO – d6


13C NMR of compound 16 in DMSO – d6

1H NMR of H-[Hcnb]-Val-OtBu (17a)


















13C NMR of H-[Hcnb]-Val-OtBu (17a)






1H NMR of H-[Hcnb]-Phe-OtBu (17b)


















13C NMR of H-[Hcnb]-Phe-OtBu (17b)


1H NMR of H-[Hcnb]-Lys(Z)-OtBu (17c)


















13C NMR of H-[Hcnb]-Lys(Z)-OtBu (17c)

1H NMR of Fmoc-Ala-[Hcnb]-Val-OtBu (18a)



13C NMR of Fmoc-Ala-[Hcnb]-Val-OtBu (18a)
1H NMR of Fmoc-Val-[Hcnb]-Phe-OtBu (18b)


















13C NMR of Fmoc-Val-[Hcnb]-Phe-OtBu (18b)


















1H NMR of Fmoc-Leu-[Hcnb]-Lys(Z)-OtBu (18c)


















13C NMR of Fmoc-Leu-[Hcnb]-Lys(Z)-OtBu (18c)

1H NMR of Fmoc-Ala-Val-OtBu (19a) 
13C NMR of Fmoc-Ala-Val-OtBu (19a)
1H NMR of Fmoc-Val-Phe-OtBu (19b)
13C NMR of Fmoc-Val-Phe-OtBu (19b).
1H NMR of Fmoc-Leu-Lys(Z)-OtBu (19c)
13C NMR of Fmoc-Leu-Lys(Z)-OtBu (19c)
VI. HPLC and UPLC Spectra of Peptides Synthesized on Solid-Phase
UPLC-MS chromatogram of H-Gly-Ala-*Val-ODMA (27a)






UPLC-MS chromatogram of H-Phe-Val-Phe-ODMA (27b)






UPLC-MS chromatogram of H-Val-Phe DKP (27b’)










UPLC-MS chromatogram of H-Val-Phe-Lys(Boc)-ODMA (27c)







UPLC-MS chromatogram of H-Phe-Ala-Glu(tBu)-ODMA (27d)

















UPLC-MS chromatogram of H-Ala-Glu(tBu) DKP (27d’)








UPLC-MS chromatogram of H-Gly-Val-Leu-tBu (27e)









UPLC-MS chromatogram of H-Phe-Ala-Phe-tBu (27f)
















UPLC-MS chromatogram of H-Leu-Ala-Ala-tBu (27g)








UPLC-MS chromatogram of Ala-Ala (DKP) (27g’)




UPLC-MS chromatogram of c-[(D)-Trp-Lys-Gly-(β)-Ala-Phe] (28)






UPLC-MS chromatogram of cyclo[Arg-(D)-Phe-Pro-Glu-Asp-Asn-Tyr-Glu-Ala-Ala (29)





UPLC-MS chromatogram of cyclo[Pro-Asp-Gly-Arg-Cys-Thr-Lys-Ser-Ile-Pro-Pro-Ile-Cys-Phe] (30)






UPLC-MS Chromatogram of H-Phe-Lys-Ala-Ala-Leu-S-Ph (31a)



[image: ]

UPLC-MS chromatogram of H-Ala-Glu-Phe-Leu-Phe-S-Ph (31b)






719.607 







UPLC-MS chromatogram of H-Ala-Lys-Phe-Leu-Glu-SPh (31c)






699.197 




UPLC-MS chromatogram of H-Phe-Glu-Ala-Leu-Ala-S-Ph (31d)
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