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ABSTRACT 

Glycopeptides corresponding to sequences 27-28, 48-49, and 58-59 of human 
plasma al-acid glycoproteins have been synthesized by sequential elongation of the 
peptide chain at the terminal ammo group. 2-Acetamido-3,4,6-tri-U-ace@-1-W 

(L-aspart-4-oyl)-Z-deoxy-p-D-glucopyranosy~amine was condensed with the p-nitro- 
phenyl esters of protected amino acids to give the corresponding protected glyco- 
dipeptides having the sequences Gly-(GlcNAc4)Asn, Pro-(GlcNAc4)Asn, Val- 
(GlcNAc4)Asn, Leu-(GlcNAc4)Asn, Glu-(GlcNAc4)Asn, Tyr-(GlcNAc4)Asn, 
Ser-(GlcNAc4)Asn, and Cys-(GlcNAc4)Asn. Deprotection of the carbohydrate 
and of the peptide residues of these compounds was achieved, except for those having 

N-tert-butyloxycarbonyl protective groups, to give the corresponding free glyco- 
peptides. The glycotkpeptide 2-acetamido-l-N-{2-N-[W(rert-butyloxycarbonyl)-L- 
glutam-l-oyl-L-tyrosyl]-L-aspart-4-oyl)-2-deoxy-~-D-glucop~anosylamine, having the 
ammo acid sequence IO-12 of human plasma a,-acid giycoprotein, was prepared by 
condensation of 2-acetamido-3,4,6-tri-O-acetyl-2-deoxy-l-N-[2-N-(L-tyrosyl)-L-aspart- 
4_oyl]+Dglucopyranosylamine with 5-benzyl I-p-nitrophenyl IV-(rert-butyl_oxycar- 
bonyl)-L-glutamate, followed by removal of the ester groups. 

INTRODUCTION 

Excretion glycoproteins, such as plasma glycoproteinsl, ribonuclease B2, 
rat-liver microsomes3, ovalbumin4, AspergiZZus cz-amylase4, pineapple bromelain4, 
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I-p-nitrophenyl N-(tert-butyloxycarbonyl)-L-glutamatez6 (6, 500 mg, “ Cycle “) and 
triethylamine (2 ml) and stirred for 2 h at room temperatnre. The mixture was stirred 
for 5 min with Dowex-50 (Hi) cation-exchange resin (3 ml) and filtered. The titrate 
was evaporated to give a residue of 2-acetamido-3,4,6-t&O-acetyl-1-N-{2-X[S-benzyl 

N-(tert-butyloxycarbonyl)-L-glutam-l-oyl-L-tyrosyl]-L-aspart-4-oyl~-2-deolry~-~- 
glucopyranosylamine (31) ; v Fg 3500 (shouIder, OH of CO,H), 3300 (NH), 1730-1720 

(ester C=O and CO&), 1685-1655 (Amide I), 1540 (Amide II), 750, and 695 cm-’ 
(Ph). The residue was dissolved in methanol (20 ml) and treated with 0.1~ sodium 
methotide in methanol (3 ml) for 2 h at room temperature. The solution was passed 
through Dowex 50 (Ht) cation-exchange resin, and evaporated. Crystallization of 
the residue from methanol-ethyl acetate gave 225 mg (61%) of 32, m-p. 177-179” 
(dec.), [cr12’ +15” (c 0.3, methanol); vyg 3290 (broad, OH and NH), 1710 (CO,H) 
1685-1645 (Amide I), and 1530 cm-’ (Amide II). 

Anal. Calc. for C3,H45N,0,,.0.5H,0: C, 50.55; H, 6.30; N, 9.48; 0, 33.67. 
Found: C, 50.93; H, 6.30; N, 9.04; 0,33.31. 
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