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Juichiro Shibasaki and Etsuko Nakamura : Isolation of
Ether-type Glucuronide of p-Methylaminophenol.

(Pharmaceutical Faculty, University of Nagasaki*')

A glucuronic acid conjugate was isolated from the urine of rabbits receiving p—(methyl-
amino)phenol by the lead acetate method and recrystallized from hydrous ethanol to colorless
needles (1), m.p. 219°%(decomp.), [a)¥ —70° (H;0). The fact that hydrolysis of I with
B-glucuronidase gave p-methylaminophenol and glucuronic acid, together with the results
of elementary analysis, indicated that I was p-methylaminophenyl B-p-glucopyranosiduronic
acid containing one-half molecule of water (Cy3H;,0;N«L5H:0).

Synthetic - evidence for the structure of I was provided by the fact that methylacetyl
derivative obtained by methylation and acetylation of I was found to be identical with
authentic methyl [p-(N-methylacetamido)pheny! 2,3,4-tri-O-acetyl-S-p-glucopyranosid]uro-
nate prepared from p-(N-methylacetamido)phenol and methyl (2,3,4-tri-O-acetyl-a—p—gluco-
pyranosylbromid)uronate by mixed m.p. and infrared spectra.

(Received March 22, 1966)
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*1 Bunkyo-cho, Nagasaki.
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p-methylaminophenyl B-p-glucopyranosiduronic acid (Ci3HizO/N«14H,0) Th 2 L HEI N B. .

Lo I o7V A2y, D3 TEY oV hBKEEECAE L Tk mp. 142~143°, (a)} —22° (CHCls) .
%7~ 3 methylacetyl $HEf(k 2%, p-(N-methylacetamido)phenol & methyl (2,3,4-tri-O-acetyl-a~p~glucopyrano-
sylbromid)uronate % S 1 X W fEEE LD B ‘methyl [p-(N-methylacetamido)phenyl 2,3,4-tri-O-acetyl-
B-p-glucopyranosidJuronate (I[) (m.p. 142~143°, [a)¥ —20° (CHCL)) tF—#Td 5 = L #BERE, IR
kg (Fig. D) X bR, I OB ARICEEH T EnTE k. :

7tk I o IR A=zt (Fig. 1) i@isuvT, 2300~2700 cm™ pWRIRHEHIZ DNHot w33 d D& ZE xbh
BHe FlIoANRFLFEOBRWHEEL TR 1565, 1417cm™ whrAKFv v — b+ 4 v (COOT) iFe
ONBBMHBDHLNBOT I BRHOTFHEL L THFEL TV DD EHEIhS.

. COOH
Urine of rabbits dosed (AcO) ,Pb method g O@_
with p-methylaminophenol OH

H HO 1
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COOCH, COOCH 3
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RERHM S p-methylaminophenol QT —FJLE 4 )L7 El'i"f k() QXS  p-methylaminophenol (7 B}
DFiEE %S NaxCOs Thfl=—F L HH L T2 %) BF 23g ## 156 o HO wB®W, HFE3 T
Fae Ao s (1meix 400 mg./kg., 2 PRk 200mg./kg., MHEZEEH 24br. % C2 FBTD), 24 hr.
¥ CicBk LcREF 500 ml. # %% AcOH ¢ pH 4.0 wiHl, £aF0 (AcO)Pb MW #WMBO £ 1L kb T
MalbE%wFEE, PF¥ % conc. NH,OH iz X » pH 8.0 ik, AIMEEMMRMEBEYIEBO £ Ll d
¥CHET, BE, EbhicKaitBksy HO 300 ml &, HaS 2@ U PbS Fk, BREGFHEE K 50° TR
FRmEET % AR ROBELE, VEO L0 wis LEERATE, EtOH & 2 THEB T % Li&RH
H, B4 Llg., dil. EtOH 2 5 Bs &, M&EEsts O) #48. m.p. 219(decomp.), [a)¥ —70° (c=1.0, H;0).
C13H170/ N 15H,0  Anal. Caled. : C, 50.64; H, 5.89; N, 4.58. Found: C, 50.19; H, 5.90; N, 4.29,

I o B-glucuronidase iz X 2k : I # 1mg. % pH 5.0 FrEsEER (NV/15 B 53 1ml i
fi#, B-glucuronidase ¥%*? (13000 Bifr/ml) 0.1ml %fpx 38° 24hr. RSB LHE, =~—F24 3ml Fo
T3EBY, = —F LB oW RBEBENY ¥ -AcOEt (6:4), 3% iodine Na-azide %% v~ v
# 51 TLC® %477\, Rf (B 0.5, = 46 % 23 % p-methylaminophenol %, T =—F L HEHBOK
Bieowt, BEER BuOH-AcOH-H,O (4:1:5), MHEREr 7 r vV s/ —1Kick b PPC 2 fFiawnwy
Az eviEg (Rf fE 0.12) #ZE0H Lis. )

Methyl [ p-(N-mehylacetamido)phenyl 2,3,4-tri-O-acetyl-g@-D-glucopyranosid]uronate (II) @ & Bt
p-(N-methylacetamido)phenol 3.1 g., methyl (2,3,4-tri-O-acetyl-a—p-glucopyranosylbromid)uronate 4.9 g., = ~
pv 6.3ml ZHLAFABTRAL, FLIBMLL Ag0 328 2P LTonEELERRbMes. HMER
15min. @ %2353 2 (Z oKD LERT 20 TkE). BohiclEoRaWE T ¥y — 5~ 4~5hr. KE,
=~ F L CHEHE (=—-7F 21428 400ml), = —F A BRI EEKESE NaSOs Big, =—7 1L 8%, BER
V7w AV CHREERMYE L CTRES 7 VY EROAEEBYevE» L, HERAE, v v 2EERME
A= —FArkmx b ERBETH, =5 2- E@I-T}M%ﬁﬁ*ﬁm ARG 0.58g. 4. m.p. 142~143°,
(a]¥ —20° (c=1.0, CHCl;). C22H27O7N-1/ZH20 Anal. Caled.: C, 53.88; H, 5.75; N, 2.88. Found: C,
53.83; H, 5.54; N, 2.91.

¥ WA EER S T LA ;
*OEIMIIEBI ) A L B-5 2K 250 p DEIEAH L 110°, 1.5hr. BE L DR WD
6) C.D. Lunsford, R.S. Murphey : J. Org. Chem., 21, 580 (1956).
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No. 12 KB+ 5-Benzyl-2-pyrrolidinone &, 1213

Ly II A% 104g % MeOH 15ml. wflg#L, =twvy 251 R%K 41g Ik » 8 L CHN,
D=—FAERERGLERLD LFoME 5. BEWrREEFe 1 RREREEYRERER, Bbhkyr
y 7RREC Y ov dml, AciO 2.8 ml. DRE# M EM, Fhic ] KKE, REW% KK 40 ml dcigs
LEnbEA, BHbicHE, WBEET, B& 0.48g, =—7 42 b B, BEHRE, mp 142~143°, (a)3
—22° (c=1.0, CHCl3). CaHxOsNeAH:0 Amal. Caled. : C, 53.88; H, 5.75; N, 2.88. Found : C, 53.39; H,
5.44; N, 2.83. AR LABERS (1) L xEM, IR ORKOKERRA—HTh - k.

AHBRCLT ) TR E SR EBEFEATE R AR P ADAEX IALIINECRECRHOBELYEL 3.

eI PN
{%AKU(‘:}AAKU %ASS&?} UDC 547.745.07 : 615.78
86 (12) 1213 ~ 1216(1966)

R&RE, & EF* BEPF: 5-Benzyl-2-pyrrolidinone o4&+

Munemitsu Tomoeda, Yasuko Tani, and Haruko Okada :
A Synthesis of 5-Benzyl-2-pyrrolidinone.

(Faculty of Pharmaceutical Sciences, Kanazawa University*®)

5-Benzyl-2-pyrrolidinone, which has a fundamental skeleton of both Amphetamine, a
central nervous system stimulant, and y-aminobutyric acid, a central nervous system
depressant, was synthesized in order to examine its pharmacological action.

(Received March 31, 1966)

ek, AebhTE S ORFEMBOFHT, FlxiF Amphetamine (1) 7¢ & S-phenylethylamine & 4% (1)
/T BB PIRMRRE R T EE ML T B, —F, BEE Y, 4-aminobutyric acid Ei%
() 23R A BT 2 HED )R Sh B E - .

] - .0
{ >—CH2—CH—CH3 S0, ( >- c-C c-c-c-c”
= [ | | “OH

NH;+ 2 N N
I i It

CHZ—CHz BRI N SHRT 28 5%kd 5 A YiEE 2R THEOE (I sxot ) 24
<—> CH,- CH C 0 ARl & L 5-benzyl-2-pyrrolidinone (V) %#3%%, # 0&RxLNL,
SNH7 B AE BT 5700, KR EFTc - 1.
T 7 b, cinnamaldehyde (V) X b HATESD & TAKSh% 4-ox0-5-
phenylvaleric acid (VI) #FE¥tE L, %o lactam {LH R 47,
%9, Leukart IE® ic X% 7 i~ formamido DA (M—VI), formamido o ZEic k 5 K5 fE

*1 Present address : The Research Institute of Tuberculosis, Kanazawa University.

* EARELLBETHBALTRE (1965 £9 A, HLKZ).

*3 Takara-machi, Kanazawa. ‘
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