


' sejhoouapy
~ syydonnan

wnyjeyiopus

© ¢oynan+

f

JYNOIDY' 1 leDe

AYNOIDY LdieDe

g 10|
OVNOIDY LE|eD £'gnoynaN|

on4

\d

T
g 10|

SYNOIDY' L fjen £'gooynaN

elgying-9-, 018

L

an4
10|
OVNOIDY' LHleDe gznoynsN
9|
fos0

uos|es-d)

L 0% b-dWD/NEDAYd/2900

(uposjes-1)

HNVO-03VH-WY1/13n06d6

R R

sijeerd

‘winyayjopu

salhooynsn

spuebyq Jlayl pue (suposjag) suielod Bujpuig-eieipAyoqgien




wdy6829005E1P/WIHI/OBUOM




‘€826 ¥11 ‘2661 SOV

[efjluessauou :
[enuesse :g-|

9216 ‘L€ ‘2661 Ansjweyosoig
Ww g =08y
ejejins-O-,¢ ,07

‘6V¥SL ‘GLL ‘€661 SOVr
AW g = 0S5

‘€826 V11 2661 SOV

AW g = 0Sp,
o<IzL..OI
Ho £ /A OH
:w > Ho o 5 OH
) A -J-.9 B
30 0 -g-21 jeis 0 o 0X 50,
o = o) 0
€
OH Ho N O O*H OH
OH
0] -ﬂlxwl_ _>_G_w IOOI

‘CLEOL ‘88 ‘1661 SYNJ

‘€826 V11 ‘2661 SOV
‘€826 ‘711 'T66L SOVI

ona up) Wi oy

Ww g =09 W g = 095
SYHN OH
91 KBS x2114lels Ho ¢ & /~OH
OVHN HO

HO ﬂ/ 0
o} o o
: OVHN ¢
Ho zoWbu_o "1 oH zogo o oH
L Ho




B
=
<
)

sejeld pajeo
UNN93]8S-3 0} UCISAYPY 09-TH JO UOMIqIYU]




Pioe JjiB|s
d3id
4
- Oo/_\
1d f0dO dad Kd
-NOOI__\ C
0 da dad = dl1D aleydsoyd
aseupy ajeanuAd v
asBUlY 9)BANIAY ’ 4 _
dlv aseuyoAw aseloylufs
P18 2|(e|S-dWD
diND PR JjiB|S-dND
+
aujwesojoe|if1ade-N-1A|1e-0-g-1Alels-.g'20
OVHN
N"o ° -
o aseiajsusI)jA|BIS
HO

aujweso10e|X1398-N-14)v-0-f
IVHN HO

/\/ OH
OH

HO HO

'€826 P11 ‘2661 005 ‘WweyD ‘wy

PIOY JlleIS-dIND :dNn-8[edg o} ke & s| saploajony jo uonelsuabay




skep ¢ < ¥4} : 9jqug ujw oz = @4 : giqusun

20d
dWOO0 OH
o}
4 (H)
HO
HO

i HO

I

H

HO HO

OMI-dIND Pue O Jo sanIiqers

{ q

HO

om0

0
OH o OH
HO HO 20D S OH
HO
HO




Ww g =05 0EE =A ‘Ww pg =%y
upAwiiouhxospy’ Ll [eon|oY’ Lgleog gnoyneN

£1 =A ‘Ww 0L =y
919Y' 1gleD 9’ gooyneN

HO HO
0
= O_Mu e}
\ Ho” OH -
029 =A 'WW 00} =" OVHN OH Ok =A ‘Ww pg =y 0E1 =A ‘Ww 009 ="
IVYNOIDY' IgieDe  gooyneN S /~OH [eonioy’ Lgien OYNIAOE' 1 gieD
HO on HO HO OVHN
HO O _.mu OH —Mu
HO o] Lu ) ~ 0 e}
0o 0
OVHN \ \ Ho~~ OH HO” OH
HO OH
G =A ‘Ww 2| ="y 091 =A 'Ww 005 ="y 001 =A ‘Ww Gg ="y
Ao_w-w-m:. 1dren o1o%' Lgien OVYNOIIDY' LgleD
a% &@ i& &IW
o
IOOI HO”~ OH HO OH VHN \MV HO OH







€661l
IneBspujy
® BARISBAS

T661
eseNnA

1661
IneBspujy 3 od1eg

1661
IneBspuly ¥ dgojeyg

0's

000

Y TRy

aseiajsuesnjLsojoeen-p

dano
OH
o)
HO” OH
dano,,,
Jo:
S
HO” OH
&O:OZ«I
o
rﬁ\uz
HO
danoy, ..
o
o O0H
HO

1661
IneBspujy @ sjdjey oy ° OH
OH

HO
Z86L d4°HO =Y Zo ,_a:oo:
uosuiqoy SHo=y ¢t
¥ Jeujieg H=Y OV o OH
You
zeeL 4ano,,,
uosujqoy OH
B Joujjieg S'S o
; HO
dano,,,
1661 o
ineBspuiy ¢ apoped €0 ) Bn
_ HO
zest dano
uosu|qoy ON
¥ Jouljieg 0ol o—\ H
HO” OH
I’y N|IPY

‘t-4 Jo Ayoyioads souoq




Ajesiwayo 1o sIsayuAs
AlleonewAzus sjqeaes|o ;

apureyooesobijo
aseyd pijos
poddns pijos \ /@ o

. 1axul| WY - ey - Eyy - Pyy - m<< - Syv - Lyy -

sisayjuAs apndead aseyd pijos

seplieyooesohijo pue sapndadooA|b jo sisayjuhs aseyd pljos

{ { q °




Pllos

SELL 9T ‘v661L 005 "weyD "wy T

W | W

o ]
:z\/L% o o NHov
O HO W_ oor

Ho” O L Von
:oJ_\/n\__/\n/__\/zxoom " H

MNJ-dav
osviejsuiAsoon)-¢‘ |0 g
uisdAnowiys *

o LNH2
QL S
o) L H OFOH OH

i HO™ O OH
uoddns \/\/z:_auz\__/\og\/zL./\fW/zzoon

o H o
IVNeN-dWD
oseiesunIL|Bis-¢‘Z0 '
1°9-dan
osRIejSUBIYASOIONIRD-p 1] "L
SVHN o
Q5
o O n 7 TOHOo
woddns z..>_cuzL_/\o z\_./\ /_W/zzoon
pilos H H o H 0

sapidadooh|y jo0 S|SayuAg aseyd-pijos




Ioox
Gom.mraado:Eac
2'L Hd ‘Jeyng S343H q %001~

Spleydoes06I|Q Jo Sisayiuhs eseyd-pijos

a

M




pioe oupre : () sappydadoaf|o

redns ‘@

0 o—*
0 /o/O|o\K

O m uIsNQng (853 < S61425)
. 4 . uisdLnowdy)- sSTH-3A-,,N 23583y

ISBIYSUBL[AS0IA| )

OH
Ol




'SAD 177198 pue 1988 1ZUSY ‘BIy69141D ‘dsyg usy ‘4o
:s93ueyo 3uimojjoy oy SUIEJUOD JueLIBA UISI[NQNS-OIY ],

v
HO HO seLreopy'1d
o \&I OH  (uonmersuadal) en-4an °z
O -
_ 0 o) O-Pd/PH 1
*HN-®IV-A1D-19S-B]Y-CHN HO™ OH
€ 0,0 ‘0'6 Hd ) < I
HO +JUBLIBA UISITIQNS-OY L HO
N T HNUVADHN + o N\ Oy
_ 0 (%09) _ o)
CHN-®IV-A[D-J3S-B]Y-HNZqD SINO-19S-8]Y-HNZqD

‘apndadoaL[n e jo sisayiuks onewdzug

9
2



Relative Free Energy, Kcal/mol

Aminolysis Hydrolysis

“ ﬂ
AAG = 4.14 BPN' (50% DMF) e AAG = 3.48 BPN' (50% DMF)
3.84 BPN' (50% EC) I 2.89 BPN' (50% EC)
4.31 Thio-BPN' (aq) A F 6.12 Thio-BPN' (aq)
4.75 MeS(aq) A\ [ 1.46 MeS(aq)
1.68 CT (org) " HAY 2.68 CT (org)
5.24 MeCT (aq) d \ 6.05 MeCT (aq)

E:S ES' + P,

E+S AAG = (acyl enzyme)
(peptide) 1.58 BPN' (0% DMF)
2.37 BPN' (50% EC) 2 15 BPN' (50% D _
086 ThioBPN' GO) 52> ppN ((50% e C")“"’ E + P, (acid)
0.05 MeS(aq) 1.63 Thio-BPN' (ag)
0.43 CT (org) 0.55 MeS(ag)
0.62 MeCT (aq) 238 CT (org)
1.57 MeCT (aq)
Reaction Progress

Thio-BPN' R
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OH

K =53x10°M
sialidase (V. cholae)
(ref. 325b)

L
CHy NH,
OH
OH

HO
K=14x10°M

a-fucosidase (bovine kidney)

(ref. 54)

NHAc
Ki=19x10%M

B-N-acetylglucosaminidase
(Jack beans) (ret. 58)

HO _OH
&
Y
HO
OH

K =50x10%M
o-galactosidase

(green coffee beans) (ref. 325e)

K=5x10°M
a-rhamnosidase

(ref. 525g)

OH

o co;
NH
HzN/kNHz
K=2x10""M

influenza virus sialidase
(ret. 325¢)

sz

°“=F£ZOH
OH

HO
K=1x10°"M
a-fucosidase
(human liver) (ref. 325d)

OH
+

HO NH,
HO

NHAc

K=38x10"M
B-N-acetyiglucosaminidase
(bovine kidney) (ref. 51)

HO _OH

NH
HO 2

OH

Ki=16x10"M
a-galactosidase
(green cotfee bean) (ref. 325f)

+
OH L
K=5x10°M
a-rhamnosidase
(ret. 325g)
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