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118, SE—EF, AR : EHOKSHI%E  2-Hydroxytetracosanoic Acid

Ttiro Yosioka and Tadahiro Yamamoto : The Constituents of

Chuling. 2-Hydroxytetracosanoic Acid.

(School of Pharmacy, Osaka University*®)

Acid component was isolated from Chuling (¥§ %), the dried Polyporus umbellatus Fz.
and was identified as 2-hydroxytetracosanoic acid.

(Received March 14, 1964)

$43 Polyporus umbellatus Fr. OREEREEL 2 OTH X FRIEL L TKIE, RERECH bR
Cxie. FORSCELUCEIRAD 2w v A, B, KOEow TREL TV 5 M b SERER XD
2-hydroxytetracosanoic acid &/, FEHL 7D THET .

AR D = — 7 VIR 5% REKEF Y v AR EIRDBIERS EoBEL £ £/ — v & b EfERL T
m.p. 96~98° DkEEHHILE 0.04~0.07% TiEf. O Lo L Zhbl EOKMARETS - oD TYT VA
5 vT=ATFAEL, —ERERGC L VERL, =5 FSHTHE L mp. 68~68.5 OMEEAIHMRERY
e HHEE CasHsOs () ML, (@)% —9.6° (CHCL), IR A<=z + T 3509 e ™ WKk, 1727 cm™?
T AT DRI ED DT EOfE (1) 1% CuHeOs OfFIF F vfREFZ b, T sy
7w F bt A L mp. 53.5° D/ T T~ bERETD.

T % 7 v &, KEECHE{ET 5 & CaHuOs, m.p. 69~69.5° o4 + > (1) m%}z) Mz IR A= 7 pAT
1733 cm™! (=25 ), 1718cm™ (4 b v) O H A L m.p. 96~99° D o A% XY m.p. 121° @ 2,4-di-
nitrophenylhydrazone #->< 5.

= DEEASERIRT D BIE RS wic I o Wolff-Kishner JIEk1T78 - 7ctl, RISERME T 7/ * #
vem AT bt B L mp. 58 CosHyOr OfEfkE. ZOWED IR A7 bovik 1745 em™ (= AT ),
1420 cm™ (JEH#E 2 5 v V), 73lem™ (HPEA F v v) ORINERL, X 5T BRI R BN 7o NS A3
1339~1176 cm™ 1= 12 AE SRS & & 2vb = ® L i methyl tetracosanoate TH A 5 LFH 2 B & DRFE
YO IR A7 PAOHIRIC X b —FKT5H T L HRDI.

- iEE T 1% tetracosanoic acid 12 FKEEHAFEEL T 5 & ERWL NI 5 T DTLTORELRDS
Fdler M= A5 () OF % a0 Beckmann SRz fiig»7c. & BB RO ¥ ¥ B
KB BT L3 — BT 4 h ) CIKA#ET 5 LB X D mp. 78, CuHyO: Of (V) 235 Hie.
N iz IR A~z PATHARF VL, HEEAF VY ORNOMIC 1320~1180 em™t iz 11 KO/NBIR AR L
tricosanoic acid 3% 5 % O T tetracosanoic acid I » Barbier-Wieland DJ5EkiC X D Chart 1 &R
I 51z tricosanoic acid % AR LIEM, IR A7 PR XD RAE L. - OfR Mt a7 +BE=AT VL TH
2 m LRt feDT 0-7 = = VY 2T I v REEASE mp. 117~119° o quinoxaline FEHHHAD (V) &2
¢ 4. V iz IR 227 LA 3165 (NH), 166lcm™ (7 3 F) WRIERTOT V KoL > L Eb
nb.

#1 Present address: Research Laboratories, Chugai Pharmaceutical Co., Ltd. Takadaminami-cho,
Toshimaku, Tokyo.

#2 Hotarugaike, Toyonaka, Osaka.

1) Bk : BAEFEHESTESE S THE (1937).

2) R.A. Mexkle]ohn, R.J. Meyer, S.M. Aronovic, H.A. Schnette, V.W. Meloch : Anal. Chem., 29,
329 (1957).

3) D.C. Morrison : J. Am. Chem. Soc., 76, 4483 (1954).
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Chart 1.
CeH:;MgBr /CsHs
CH;(CH,)2:COOCH3; —— — CH3(CHa)»1CH,C-C¢Hj
!
methyl tetracosanoate OH
Ac,O CeH5 Os
NG CHs(CHg)glCH=C< ", CH,(CHy)»COOH
CeHs or Cr0O; tricosanoic acid
N (CHz)::CH;
‘ J CH;(CH,).:CHCOOH
!
\N o oH
H I
v

LLEOEFIGIE L 0 A4 ¥h o (1) 1k 2-hydroxytetracosanoic acid TH % & PN R I

c o (1) 1k 1939 4 Millerh 12 X » AL é/h’C 3% 1, ¥7- Bergmann® 52 I b YD —#E Suberites
compata H S EEEX N, FOfMIK, MEEKD cerebroside, phrenosin® 1= 4 ¥ T H2MEM X D BEE S
DXL TDTTH 5.

2 B o 8

BEOHH WYL s 4 kg, wodgEh e B0 c—@MMH L, EtO #x 5% NaHCOs, 5% NaOH
CIEKIE D BT, 7 = 2 — A MRS, 3 X ORI R L. BREEEIRIE E oo THTHIL o © TR, K,
- LC EtO ChiH, EtO EEEESY MeOH X h HiidfhL m.p. 96~98° oifih% 0.04~0.05% oIy &
CEENCOBE s < 7T T 4 —, BHiERREC L) SR ERBTERp o DT =AT L LCHERL L
Fo. EEEE DR Y — A< VRIGHBEDO AT e 4 FESHE LB LD 5.

AFLIZFL (AD) EhoBol&ERY ELO c@EnLy 7 v 2 2 vTeaFrl, BERET DL b,
170~100° cEEEoME BH LE( TS, Ch 2V EVERT Y V) 2 7w 2L CHAmN v v v-EtOH
3:1) X b FFES &R L m.p. 68~68.5° o M EAING&E B (@)% —9.5° (c=1.26, CHCl;), IR wiics
em~': 3509, 1127 (OH), 1727 (-CO.CHj). CasHs00; (methyl 2-hydroxytetracosanoate) Awnal. Caled. : C,
75.32; H, 12.64. Found : C, 75.21; H, 12.48.

Methyl 2-acetoxytetracosanoate 231 =270 (II) % AcO-AcONa ¢ 7+« # 4 {bLic. m.p. 53.5°
(EtOH). IR »Nudl em™': 1745 (-CO,CH; % X 0f OAc). Co;H:204  Anal. Caled. @ C, 73.58; H, 11.89. Found :
C, 73.70; H, 11.92.

Methyl 2-oxotetracosancate (III) g =250 (II) (0.2g.) % AcOH (20ml) gL 40° T CrO;
0.2g.) » AcOH (10 ml.) ¥ % 2 ik L. MEFDRER (AcOH), m.p. 69~69.5°. IR v} em™ : 1733
(-COsCHs), 1718 ()C=0), 731 (g4 » # v v). CasHusOs Anal. Calcd. : C, 75.70; H, 12.20. Found: C,
75.35: H, 11.93. oxime, m.p. 98~100° (EtOH). CasHyOsN Anal. Caled. : C, 72.94; H, 12.00; N, 3.40.
Found : C, 72.93; H, 12.32; N, 3.13. 2,4-dinitrophenylhydrazone, m.p. 120.5~121° (< v ¥ v-EtOH), 3%
@5k E. CaHpOeNs Anal. Caled. @ C, 64.55; H, 9.09; N, 9.71. Found : C, 64.38; H, 8.97; N, 9.61.

Methyl 2-oxotetracosanoate oxime D~ . 477 #&{iL 4% o a (0.5g) % conc. HoSOs (58.) & 7Kk |-
20 min. JnE L RISH A KR E 2B e ED < v v I —EHfEEL T mp. 95~105° DM HEM & B, =
juz IR A< pAC 1645, 163lem™ o 7 ¢ F oBtx R+ o< 5% KOH-EtOH 3hr. N K5 7
UM X b e ARG &, mop. T7~78° (Me,CO) 100 mg. #78, ABLL % tricosanoic acid » &R, IR ©fg
% L. IR Mol em™': 1708~1685 (CO:H), 1320~1180 (11 Ao NRULHF), 728 (E§H A F Vv ¥).

Quinoxaline FEHK (V) I 50mg. » AcOH i (ml) i 0o-7 = =v v 7 $ v 50mg. & AcOH-
kK (3:2) Gml) Einx iR 1EkE, Fitysr CHCL wiEsL vy h v <R, m.p. 117~119° (EtOH)
o 5 $F IS B 50 mg. % {37, IR pN cm™: 3165 (NH), 1661 (7 3 ¥), 753 (4 v bE#~ v« ). CaoHy-
ON,; Anal. Calcd. : C, 79.24; H, 11.08; N, 6.16. Found : C, 79.09; H, 10.81; N, 6.16.

Methyl 2-oxotetracosanoate (III) @ Wolff-Kishner ;87T I 200mg. v =5v v 7Y a—21 (10ml)
L 80% v F3 o ve Fy— 1+ (1ml) % X0t KOH (30 mg.) #/nz 8hr. iz L, o ¥ic KOH (100 mg.)
Lo=gLr v sy a—n (5ml) #BEML 195~200° i 15hr. mEAT 5. A 1 R A K AR T & R Lok L

4) A. Miiller : Ber., 72, 615 (1939).
5) W. Bergmann, A.N. Swift : J. Org. Chem., 16, 1206 (1951).
6) A.C. Chibnall, S.H. Piper, E.F. Williams : Biochem. J., 55, 707, 711 (1953).
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DB u B, ThEST7 VAR VTAFAELY YV #5742 BLCERE LEAERERYE L. mp. 57~57.5°
(Me;CO). methyl tetracosanoate DR - ERE x5 & O IR oI I WA—TH 5 2 & 2@ D k. IR vt
cm™: 1745 (CO.CH;), 1339~1176 (12 K o/ NRINE), 731 ({Es4 » = v v). CusHz00:  Amal. Caled. : C,
78.47; H, 13.17. Found : C, 78.22; H, 13.06.

Tetracosanoic acid kY tricosanoic acid Q&R a-Tricosylbenzhydrol CsH;MgBr o Et,O B
k¥ F methyl tetracosanoate (0.3g.) @ Et.O %AW i FL, #% 3hr. @32, 1EHEH 2N HSO, ¢4
L Et,O fhiit, EtsO BB E % 5% KOH-EtOH » & L RKIG ORI Z MRS R L, HE#fr EtO HiH,
7A 3 S CHERE (Rl vy v) LT mp. 69 @il (Al v v v) 0.3g. % B 7. CiHssO  Anal.
Caled. : C, 85.31; H, 11.53. Found : C, 85.37; H, 11.41.

Tricosanoic acid a-tricosylbenzhydrol (0.3g.) # AcOH (10ml.) & 4hr. m#E L, SHHFH T3
Diphenylene ik (0.25g.) % CHCl; (20ml.) & LKA 3hr. v v 2B U TEIEL, 2FrKksIO
3% H.0, (Iml) #inx 4> = V&4, CHCl; a7 A » v chill, #ili3 s Na-tE# ik BLO ek b &
Bl Et,O #7883 % L HEE 50mg. #52%. CHCl; & v Fiqh, &EaERE, m.p. 77° o tricosanoic acid
%ﬂ%é. M’ft%ﬂ LT C1‘03 Z BT N ﬁ:ﬂ U ;ﬁ’i‘%"f ?»% 7. C23H4502 Anal. Calcd. : C, 77.90; H, 13.03.
Found : C, 77.87; H, 13.11.

ABFFECEE L tetracosanoic acid % 435 F & - 7o BILKRPEER RAM BERCECEHL 4. ¥ IR
ARZ P APED TR ESNICARFER GARAEERS LOLESIM AL IR P ROMEOERCEH#L 5.

NN ]

{{%AKUG%AKU %ASSI—S?%] UDC 615.782-012
84 (8) 744 ~ 751
119. A& % #HEER doi=rd@ AHEEEY . SUEAIOEY (6F 2§
1-Acetylpiperazine ¥ X (¢ 1,4-Bis(aryloxyacetyl)-

piperazine FHEMAEAD R

Tsutomu Irikura, Kuniyoshi Masuzawa, Morimichi Kitagawa, and Hiroaki
Uchida : Studies on Analgesics. 1II. Syntheses of 1-Acetyl-
piperazine and 1,4-Bis(aryloxyacetyl)piperazine Derivatives.

(Kyorin Chemical Laboratory*)

Methods were examined for the syntheses of 1-acetylpiperazine (V) and 1-[(2-methoxy-
4-propylphenoxy)acetyl)piperazine hydrobromide (X), the intermediate for obataining
asymmetric 1,4-disubstituted piperazine derivatives which are interesting as antipyretic-
analgesic. Compounds X to XII were obtained. Over 20 kinds of 1,4-bis(aryloxyacetyl)-
piperazine derivatives were obtained by the reaction of 1,4-bis(haloacetyl)piperazine and
phenols, as shown in Table II.

(Received March 18, 1964)

4eic. N,N-diethyl-2—-(2-methoxy-4-propylphenoxy)acetamide FHEMAIZ O s CTHED L 7o F O 1-((2-
methoxy-4-propylphenoxy)acetylpyrrolidine (b.p; 200~204°, CisH2;0;N  Anal. Caled. : C, 69.28; H, 8.36;
N, 5.05. Found : C, 69.16; H, 7.96; N, 4.89), 1-[(2-methoxy-4-propylphenoxy)acetyl]piperidine (b.p;. s
180~183°, Cy7H2s03N  Awmal. Caled. : C, 70.07; H, 8.65; N, 4.81. Found: C, 69.88; H, 8.45; N, 4.88),
N, N’-[(2-methoxy-4-propylphenoxy)acetyl)ethylenediamine (m.p. 153~154°, CysH3sOsN, Anal. Calcd. :
C, 66.08; H, 7.68; N, 5.93. Found: C, 66.12; H, 7.67; N, 5.82) 7¢ & & &K LRREER %2 - 7on FE 4

*1 1-3, Ukima, Kita-ku, Tokyo. 2 g 14 Ak, 83, 785 (1963).
ORI O —HIX BAFEFLE 83 FESIC R L CHRMEIHA OFE (5528, & LTHRE LA ik B
HloWge (5 23%) &b 5.



