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Creation of tailor-made immobilized artificial enzymes
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WFFER S OBEEE (953C) : Effective method for the creation of immobilized tailor-made catalysts
possessing high reaction efficiency and substrate specificity like enzymes was investigated.
Peptidocalixarene library, which has four arms consisting two kinds of peptides on the upper rim was
synthesized. The library consists ca 100000 members. Exploring the highly reactive catalyst in the

library is now under investigation.
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RIS (i) TsO(CH,),0Piv, K,CO3, CH5CN, 49%
(BRSM) (ii) (a) n-BuBr, NaH, (b) DIBAL-H, DCM, 92%
(iii) (a) PyHBr3, DCM, MeOH, (b) TBSCI, EtsN, DMAP,
DCM, 60% (iv) (a) n-BuLi, DMF, THF, 100% (v) (a)
NaBH,, EtOH, THF, (b) TBSCI, imidazole, DMF 78%, (vi)
(a) n-BuLi, DMF, THF, (b) 1 M HCI, MeOH, THF, 75%,
(vii) (a) MeNH,, H,, Pd(OH),, EtOH, (b) Boc,0, K,COs3,
1,4-Dioxane, H,0, 98%, (viii) (a) MnO,, DCM (b) MeNH,,
H,, Pd(OH),, EtOH, (c) AllocCl, K,COs, 1,4-Dioxane, H,0,
91%, (ix) (a) Triphosgene, PhANMe,, DCM,
(b)H,N(CH,CH,0),CH,COOEt, DIEA, DCM, 85%, () (a)
Pd,(dba),, dppb, thiosalicylic acid, THF, (b) Dde-GlyOH,
FDPP, DIEA, DCM, 56%, (xi) TFA, DCM, (b) Boc-GlyOH,
FDPP, DIEA, DCM, 66%, (xii) 1 M NaOH, EtOH, (b) 2-
acetyl dimedone, DIEA, EtOH 83%, (c) NovaSynTG amio
resin, HOBt, DIC, DMAP
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R (i) 50% TFA, PhSH, DCM (b) encoded split Fmoc
peptide synthesis, 3times (¢) Ac,O, EtsN, DCM (ii) (a) 2%
hydrazine, DMF (b) encoded split Fmoc peptide synthesis,
3times (c) Ac,O, Et;N, DCM, (iii) TFA, TIPS, H,O
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