ERFHEHBE

EHEFHFHE

FEHFAH &

W

1884 (M.17)

1889 (M.22)

1897 (M.30)

1898 (M.31)
1901 (M.34)
1902 (M.35)
1906 (M.39)

1907 (M.40)

1909 (M.42)

1911 (M.44)

1913 (T.2)

(295%)

1915 (T4)
1916 (T5)

(185%)

VOB (MBI, T RIE, S i)

3A24H. BHEPE/N. b7 o=KL L THEEREEMRFEIT GEEE TRE) Ctd. 7
NILBLHR D% H .

4H, BBUNAERERIAY: CERICGEL TOARVLEROK. 4F40 b S fiicowT
BH/ANERICHE W Z D EAF)

SH, BHHE, BEHEOBRE TR

AH k) VRIS B A I AR A SR R 0 7.
AH, GRTIREF L T8I A

3H, B 4R & O VERIEE A & L ORI L % 5.

4, HORO KT E SRR A%

3H, KA.

AH, SBSTERE L C, BT T B T 1 305,

4H, WFEFMHPROBE 2 BT %5 BN TRIE S N FRRND A% E
P EID 5 N TFE. BRI EDMIa 2 1ok < BRI a4 I A, BRIoMFER
ANF 14T, FEEE O FHBMESE. BA¥X 3, 7 J GHICEZERD) D24 0358R
D A4,

3H, AFERHET .
4R, WL T R A BB BT P B DR IR D YEfif, EEFBR DR
i &Y.

FALH ERFHERR AR, HARDFHERET, #10 TRHEALUN DR LN
TR A E IS ZRERE G2 5.

R RBAZ DRI RFRDSHAT & L CRERPERHC HiEE. REE Z ORI Yl
ZHH.

FALRT ERSDS, HARDHERFE T D T2 & IR B

RIFRBOM BN O D3H > T, BALH KPR FAZIRD 7 6 HITflig ~MT <.

A, BALTTERFEMARAE AR ALY, BAYOWMERFRFAEILTDIA L & D,
fLERtD L1 ADGEE S, BHF A EFYT ) D D2AD L4,
FIEBERER A2 e EE D EREDMI -, B2 BERICEEAT.

SERDHFHENA THRILF 2 E, BERFTEROFE2Z TS Lick?.

LA & RO BROMENEICE T, RAGENEOHAER LS.

TH, RATFERAEER R, BRTY ORI L 5. BEBORIF & LTEK
R EEEE DI 2 HifT.
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EHFHEHBE

REFHEE

1918 (L1.7)

(347%)

1921 (T.10)

1922 (T.11)

1923 (T.12)

1924 (T.13)

1926 (S.1)
1929 (S4)

(457%)

1930 (S.5)

1931 (S.6)
1932 (S.7)

EROOFEOMELZREL > a= v L. il FROBEICOE T2 ERAI
HE R, fEa.

OH, WA TR Al AR BB I AE.

11, R LER TIERRD BRI O T O OBERER. FF2YOLEDMIFRERTH
%. X (Ku-1001) #ERD AR O TRHDRY DI X &2 Al Aaibic #E.

4H, CEEIVER AR L U CEIMFR D - S, H AR L O e H ChbiR
W L. #9240 Higlcm v B IcElE.
F v 7 A7 F— FR¥ETW. H.Perkin Jr. £ D d & T 7 % 0 v BFHEAED S RTE.

X (Ku-1002) RO Ry 2 = v OREIEICO W THIO THEMESICFHE.
(Acta Phytochimica)

RIEGSF I B BNA 1B S N7 A ABL-ERERTIC, BRI BHIEDS AT S 1,
BEEERD BEMEED 1 ALK 3.

6, 25E M D 2 f& 2 SeE 3, KREREH T8 H ITHRIE.
BHEDOHE TIHTHDBIEAER 2 A % . AL E R & HER.

11H, .
X (Ku-1003) ZEE T hHPerkinfZ L O#f%2%J. Chem. Soc. IZFE3.

1A &) BULAERTEEL & 72 b, Fiik o bE 1 SfE 0 B EFRE THAEO o
% BHIR. 2 OB OMEIEENIEICIT) 2 LIk 5. LEMHE Rl o2 & A EFER
Doz, THIZME S ESTHIET 5.

127, LA AERTITE R & 70 5.

fi X (Ku-1004, 05, 06) AL{ED tAFEOREERE DL, 2, 3# % HH & L CProc. Imp.
Acad. I[ZFEFE.

KACD TR A —Y S OREZIE. ZDWIRIC & ) B0 2207 2 FILH EIRE &
WG 3N 5. FhEm X RAEDEFE A — S v ORBEIRE ).

RS RTERL D SeEE, RIF 2 7 IR C 2 /B QLM EE L E 75 5.

ZOE &Y EERAEY), W SOF WG, i OB, RED K, EKROHEL EOhHE
DIFZEETT ) .

L (Ku-1007, 08) fIfbpta®E h —4 I v OfEdE B 13, 5523 % J.Chem.Soc. |2 F3-.
X (Ku-1009, 10) fIEDfTE D —4 3 v ol 513, FH2W% BB I FE.

HX(Ku-1011, 12) fLfEomE s — Y 3 v oG FH1H, 55238 % Sc. Pap. 1. P. C. R.
ICFF.

BI(Ku-1013) KA®mE, > a=v RO A—3 3 ViZowTHAREMIGRME I F .
L (Ku-1014) FAL D tazk OEGENTSE % Proc. Imp. Acad. IZF83.

X (Ku-1015, Ku-1016) A —4 I > OfEICBE L, 2 )V a v FEEO-ARES 1],
528 %Sc. Pap. I. P. C. R. ICF5.

i (Ku-1017, 18) 1)V 2 v RO ARITFES 1, 5524 & PLpTAH Ic FE .
i >C(Ku-1019) il 22 BT Ic >\ T HAGGE IS FER.
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EHFHEHBE

REFHEE

1933 (S.8)

1934 (S.9)
1935 (S.10)

1936 (S.11)
(527%)

1937 (S.12)
1938 (S.13)

1939 (S.14)

1940 (S.15)
1941 (S.16)
1942 (S.17)

1944 (S.19)

1945 (S.20)

1949 (S.24)
(65)%)

L (Ku-1020) B0 o @5 13 % Proc. Imp. Acad. IZF8%.
FX(Ku-1021) fiF o E o tgicovTProc. Imp. Acad. IZHE.
X (Ku-1022) FLD GFEF 2 % Proc. Imp. Acad. IZFEE.
FX(Ku-1023) BH o324 % Proc. Imp. Acad. IZF3.

L (Ku-1024) /NS sk DS % Proc. Imp. Acad. IZF$3.
HOC(Ku-1025) %8 DD FEDHIF % Proc. Imp. Acad. 1%,

# L (Ku-1026) BE 0 F D @EF#EFE 3R % Proc. Imp. Acad. IZFH.
L (Ku-1027) 10 2 D 5528 % Proc. Imp. Acad. IZFF.
X (Ku-1028) HAED B FE 3 % Proc. Imp. Acad. IZFE3K.
FAEDEFEOMEA I L T, B ER LV E—-REEE2ZH.
FHC(Ku-1029) HiLoaFE oI % £ & © TBull. Chem. Soc. Jpn. I3,

i X (Ku-1030) BEDBZ, HiF DR, HEEOEDEFE OGN Z £ &£ & T, Bull.
Chem. Soc. Jpn. IZF3R.

193541, MO BRI T VA v F DR, TV AH = VITHAEER b OfEEDS
FAYTREIN, Ya vy OBEOHEBEN 2179 . 2R, KlIclEG Lcya=y
DOWERE ZMEIE, #(Ku-1031) %#Proc. Imp. Acad. ICFEE.

FEEETHRE N E o B O % BHAAGRRICHE.
X (Ku-1032) > a2 = v offi&E D FET % Proc. Imp. Acad. ICF3K.

#C(Ku-1033) ¥ a = v offEo s 238 % Sc. Pap. L. P. C. R. IZF3E.
vaz v ORERRETIKT.

YamvOREICEEL T, F7 X vROKRE TRy I, EBMED 7 F A a—
W, F7 F7NT) VE) ORI IRD 5.

F X (Ku-1034)F 7 b % 7 viEEAE DA % Proc. Imp. Acad. 12563,
HAEY —oflotsk, 2/ 70 LhofEfE200%.

X (Ku-1035) A &/ 7 1 LRSS 14k % Proc. Imp. Acad. (ZF3K.
12H8H, HXKB#K.

X (Ku-1036)F 7 ¥ / v R EFEH%E 2 Proc. Imp. Acad. IZFE3.

i (Ku-1037) 7 = DRl 3k OREERTZEEE 24 % Proc. Imp. Acad. IZF3K.
# X (Ku-1038)7F 7 b ¥ /7 v iEEMAED AR % Proc. Imp. Acad. I ¥ 2.
i X (Ku-1039)7 = D fll D 3R Dfff% % Proc. Imp. Acad. IZF3K.
8H156H, & X MF KK D 5.

6H, BB DFHGEIC LD, BERDKZFRAFER, RRABIZITHAE.
EEDHRDEROMEZIRD 5.
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EHFHEHBE

REFHEE

1950 (S.25)
1951 (S.26)

1952 (S.27)

(681%)

1953 (S.28)

1954 (S.29)

1956 (S.31)
1957 (S.32)

1958 (S.33)
1959 (S.34)
(75/%)

# L (Ku-1040) EZ DB o2 OREERTFEEE 13 % Proc. Japan Acad. IZF83E.
P RE R o B 2 FT FHE ICHIE.
FX(Ku-1041) 7 =Rl sk, 2 /7 7 a b )W %Proc. Japan Acad. IZ¥E%.

FX(Ku-1042) HERD EHON LIS r Ve F oG Ens 2 & 2R, J.S. R L
IZHRE.

FL(Ku-1043) 77 + ¥/ Y ROUEOMIE%E, BROKL T REARPIEREDE]
BATHFR.

X (Ku-1044) 7 b %/ VEFEEAR DA % Proc. Japan Acad. IZ¥3.
FL(Ku-1045) A€ 7 70 L2 OWTOM%E%]. S, R, L ITFE.
X (Ku-1046) + 7 b % 7 viFEEEOHZEZN. S. R, O. U. IZ¥R.

1H, ZADIHE P o/oN 57 Ve F 08, MERE TMEMZ2Rf>THsr ) Lok b
ZIE AR AICHIA EHAHEEE DI 615 T, FlE T

3H, BEDKLFRFEIEERBMITINORE, LEHZ L 5.
8H, BLAAIRFEAT (19465~ 1 9584F IZ B AIFZEAT) I{FERIDE T S NWBEEE 2 5.

12H, EEDOHE S 7 Ve F v OfEER100g2 B 3 2 LTS, 2 S 5Efln
B X, MERE TEMAH S Nz, 1953 12H ICkEr 2 14, FERAML, T3l
FvFrCE L CililRE sz,

X (Ku-1047) 77 b % /7 v 2FEOHIE#T. S. R. 1. ITHE.

BROKRL TR E LT, H—-RloARL AR FERE 2 HY, 19634 % T
WelF %.

FSC(Ku-1048) 7 — DRl sk DIFJE % Proc. Japan Acad. 12583k,
FC(Ku-1049) 7 ¥ 7 v ROz, S. R. L ITFHE.

i X (Ku-1050) 7 = fl o R DR, Z DX (Ku-1051~56) 7 =D Fln
F, A/ 7ullizon, ZICHERAPES, MIBIERIC X D 1955405 19674 1CH
725 T, §XCProc. Japan Acad. IZFFRIN T 5.

F7 % vROERICET L LEOWAETAEMRICEIT L7 7 ¥ VEEEFED
S At & T2EICHZE. (Ku-1057)

M3t 3 v S A 03B 1R & T FH A 1 B R 1.

BEEET BT S 23> DI & AR I,

BEETLE DI & T 2R ADKICHEE.

BEETAEERIC O D & > L ERIEY ) % FR Lo alE H I B
T —H O taFEEE) 2 FEA AP I HEE. (Ku-1058)

1H, RAREZEOERILAZEIC X D, BREERH.

BEZETE /7 7 o VERR D B W ISR G 2 RERBEY: = 2 — X ICHEE.
BEZE T SRS 1B L A 7SS ) 2 HASEAIRT i 28 | S
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EHFHEHBE

REFHEE

1960 (S.35)

1961 (S.36)

1962 (5.37)
1964 (S.39)
1965 (5.40)

(815%)

1966 (S.41)

1967 (S42)

1968 (S.43)

(84%)

HONT, ARRABFZEOROLEER L 2D, D EHTHERRLEE 5.
"RIFRZEHREDMA 2 AT 2 RIFREE, HAEARRICMI T 1AL LTHE
BYLEt B L 2 5.

MEBATTE R AR 2 (g o s o HEE.

BEET B 7 U B2 D T 2 L & TRICHE.

BEZET H A L2 D LOAMERIRICH 7 b B 2 ikt Ic Bz,
BESE TS LOE & MR (D) 21 2 LA RRRIE A I 3.

B-FEEEZH.

BEZETLAITB L B & LI 2 (LA BRI,

BESE TR ) & BAR DKL T RZXEIH BRI HE.

BEETL2I B L DBl O & Il TV-Ref& el 2 L2380 I,

4H, ELEE 7 4 VL () TR

HAG AR EE D2 0B, 12ZADEEROREPRE L % 5.

BEZET AT AT D SALR AR Z L D T LAIc Bz,

LAED S a2 L, 8HICIZ AARRAIRELICABE. 9H, #-HRHE B oEbR 2 8
% % @R O JLEENRE I H bk s

FEET L EDBENEW T T X o BRI 2 & Ed oifheg & TEICEHINS.

PEEETfEEY & BT 23R HO H S IR S N 5. ZIUIETED S5 MEMKIEE 21 ¢
W EREIC, R TLHBEICINEI N D TH 5.

THE & BT, OAED 5 XHEICHEE L, 11 ASH FRI1KA LENHZE. €=z
e 5N 5.
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EHFHERBK Chika Kuroda's Life History

Chika Kuroda's Life History

1884

1901

1902

1906

1907

1909

1913

1916

1918

1921

1923

1924

1929

1936

1938

1939

1949

Born on March 24 in Saga, as a Heihachi Kuroda's third daughter.
After finishing Saga normal school for women, became a primary school teacher.
In April, admitted to Tokyo Women's Higher Normal School, Department of Science.

In March, graduated from Tokyo Women's Higher Normal School, Department of
Science. In April, became a teacher at Hukui normal school for women.

In April, admitted to Tokyo Women's Higher Normal School, the Graduate course.

In March, graduated from Tokyo Women's Higher Normal School, Graduate course.
In April, became an assistant professor at Tokyo Women's Higher Normal School.

In September, admitted to the Tohoku Imperial University College of Science,
Department of Chemistry, one of Japan's first female university students.

In January, under Professor Riko Majima, began to study the constitution of pigment
obtained from Murasaki. In July, became the first Japanese woman to receive a
bachelor's degree of science from Tohoku Imperial University. Became a vice assistant
there.

In September, became a professor at Tokyo Women's Higher Normal School.

In November, orally presented the constitution of Shikonin in the meeting of the
Chemical Society of Tokyo.

In March, visited England at the expense of Japanese. Under Professor W. H. Perkin Jr.,
did research in derivatives of Phthalonic Acid at the University of Oxford.

In August, came back to Japan.

Became a researcher at the Institute of Physical and Chemical Research, and continued
her research at Majima laboratory. Newly studied the constitution of Carthamin,
pigment from safflower.

Granted Doctor of Science from Tohoku Imperial University for her research on the
constitution of Carthamin.

Awarded the Majima Prize of the Japan Chemical Society.

Reexamined the constitution of Shikonin, and did research in the dervatives of
Naphthoquinone.

Did research in Spinochrom, the pigments from spins of Sea-urchins, with Masae
Okajima (--1964).

In June, became a professor at Ochanomizu University (formerly Tokyo Women's
Higher Normal School).
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EHFHERBK Chika Kuroda's Life History

1952

1959

1960

1965

1968

In March, resigned from Ochanomizu University and became an Emeritus professor.
In December, succeeded in extracting the crystal of quercetin from the outer skins of
onion bulbs, and found quercetin to be a hypotensive drug.

Awarded the Medal with Purple Ribbon ( %#% %% : SHIJU-HOSYO) of Japan.
Installed as the honorary president of the Society of Japanese women scientists.

Awarded the Order of the Precious Crown, Gold Rays with Neck Ribbon.
(B =% H : KUNSANTO HOUKANSYO)

Passed away on November 8.

Posthumously conferred JYU-SANMI ( #& =A%)
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ERFHEHEE EEFHARLEE

17 FiROBRE

OH O

1923 £ 8 H, JEME LD i OH .
i ALFHARCLLE i CHz—CHz—CH=CZCHZ
BT 4 DREY) 3% D IF7E % fit SpE =
I TR, 1935 4ERA VDR & LR T £ F AL,
¥ef22# H. Brockmann 25 R. LY 7T OVERE
Kuhn OEOFTT7AA Y FEW l AV 4E
I AR DEI KB ORI |
GENBOETNA= DL OH
WERRE L, YazvE KL Cam'+?mamH+_mqgh
FRERPLVAVEY A VK )& COOH R s
FRERTHD I LERELE, e enpEg e CEAN
BHEICRIETRTra=ro ZERS:

WF9E% L7 iR, PyBRRgE 2&

EIZ2CREFT, BlE, fE, 6, IOEDAMITELLULERIBIC Lo Twiz, 2D Eya=rvo
L) ICEDRAWEDIRIEIEIFIE TE o7, REIFFHRGNICH7 D Pk ORI RO FRELEIR R
ESEBIHAEL, RO T L7, ZORER, P am i dEitEn rChds I L2t
0, BEDEIEZITo%, azvidkfelt, PVA=VRARIETSH 5 2 LIFBIRE G,

OH O
H vaz=rv (=)
% | LCH;
C—CH, —CH=C Thvh=¥ (+)
OH O  on CH,

B8 Ku-1031), 1032) C. Kuroda, M. Wada, Proc. Imp. Acad., 12, 239-241 (1936), 13, 158-160 (1937)
Ku-1033) C. Kuroda, M. Wada, Sc. Pap. [.P.C.R., 34, 1740-1761 (1938)
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ERFHEHBE EAFHHATERE

FLIEDER

1923 8 H, HHIZ 2 FRDEEY AL IF
EL, EEICREL, FEIH 1 HICBIRRRE
KB HELEMORE IR, ZOREE
BENTyrofiE&ETiTbn, BHIZILH, ®
TSRS T2 ZEIEA AR TH o7z, FLHE L
WFZEAT DR B 7R EIEGEE LCHFZE 35 2 L A%5F
N, FLAEDROaED—I I OREEEE IR
Oz, TOEDILMEL, Hpsa—nmyS
T ThILTED, 1910 FICIFBEETDS,
HE®D A. G. Perkin & DWFZETRESAICEINL,
Ry TRERBLT VR, ZOBDMERIF2
Drolz, BEIZZDFALD R DM IS HE IF
L7ehs, BEOHETIRMPcRS I Ed%h
2D, WALALDTERIAA, TNVaA—RA1 G2 EURHEATH S L2 THSRICL L7, b HITh
7B R DAER 1929 FoWIC A — Y IV DOREEZHOPICTE I LD TE L,

OH
P AT O PO
HO
OH O OH O

v e LR s A Tt R e
mp 218 C mp 240 C
oG
OH
o g
s T
HO OH s, A
=3I

BHICLEZH—YIDY, AVA-YIOUVRUI—YIVOEE
RERR X
Ku-1004), 1005), 1006) C. Kuroda, Proc. Imp. Acad., 5, 32-33, 82-85, 86 (1929)
Ku-1007), 1008) C. Kuroda, J. Chem. Soc., 752-765, 765-767 (1930)
Ku-1009), 1010) JHF 74, HAMLAA 266, 51, 237-255, 256-260 (1930)
Ku-1011), 1012) C. Kuroda, Sc. Pap. L. P. C. R., 13, 59-82, 83-88 (1930)
Ku-1013) JHF 7, HAZEf 2t 6, 335-341 (1930)
Ku-1015), 1017) C. Kuroda, T. Matsukuma, Sc. Pap. I. P. C. R., 18, 51-60 (1932), Bififf#2# 11, 389-397 (1932)
Ku-1016), 1018) C. Kuroda, T. Nakamura, Sc. Pap. I. P. C. R., 18, 61-76 (1932), PLjf4z# 11, 398-407 (1932)
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REAFHEMBE

BHEFHHRESE

OH

HO O O OH HO 0] Q OH

G_ OH

HO OH O,
HO‘Q—CH:CH—Q o=
°© o

v s CTI
INEHCEBH—HIDY,

OH O

24V H—HIVY
mp 248 C

O G
OH
§~CH:CH—©—OH
0 (0]

G:.:Z7nva—-2x

AVH—H I URUN—YI v OHIE

HEOE%, 1978 I RZED/NEEERE, SR, BEANTEFOEELZAVTH—YIVY,
AVH—YP IV, RUOH—Y I VOB DOV TOERNZTY, BHORH UG ETELR.

(H. Obara, J. Onodera, Chem, Lett., 1979, 201)

752 KURODA : THE CONSTITUTION OF CARTIIAMIN, PART I.

CIL.—The Constitution of Carthamin. Part I.
By (Miss) Cerra KURODA.

CArTHAMIN, the red colouring matter of saflower, was formerly an
important dye, and although the demand for it has declined con.
siderably since the advent of artificial colouring matters, the saf-
flower is still cultivated on a large scale, especially in India and
China. Notwithstanding its high cost, carthamin is much appreci.
ated in Japan for certain purposes : it is believed to have remarkable
medicinal properties.

Malin (Annalen, 1840, 36, 117), Preiser (J. pr. Chem., 1844, 32,
142), Schlieper (Annalen, 1846, 58, 357), Radcliffe (J. Soc. Dyers
and Col., 1897, 13, 158), and Kametaka (J. Chem. Soc. Tokyo, 1906,
27, 1202) investigated carthamin, but Kametaka and Perkin (J.,
1910, 97, 1415) were the first to isolate it in a pure crystalline con-
dition. Both Preiser and Radeliffe, the latter using methyl alcohol
as solvent, claimed to have isolated carthamin in a crystalline
form; their descriptions, however, are somewhat contradictory.
Kametaka and ‘Perkin found methyl alecohol unsatisfactory as a
solvent and obtained crystalline carthamin by using pyridine:
they gave it the provisional formula C,;H,0,, and obtained
p-hydroxybenzoic acid (this was first isolated by Malin), p-coumaric
acid, p-hydroxybenzaldehyde, and picric acid from it by various
means, but were unable to prepare crystalline derivatives by methyl-
ation, benzoylation, or acetylation; carthamin, however, gave
crystalline additive compounds with aniline and with g-naphthyl-
amine, ’

The author began an investigation of carthamin in 1924, but
owing to the outbreak of civil war in China the supply of the raw
material failed. During the last two years, supplies have again
been available, and the author is also deeply indebted to Dr. Kame-
taka, who provided her with material collected in China by Dr.
Momoji Yamazaki, - .

The initial substance used in tho present work was'a paste (sold
as carthamin paste) prepared from the raw material by the tradi-
tional method of Japanese manufacturers. The paste was submitted
to filtration, and the residue quickly dricd on porous tile. The
product, when crystallised, with great loss, from pure pyridine by a
modification of Kametaka and Perkin’s method (loc. cit.), gave
carthamin, although not in a pure condition. When, however,
the dried product was digested with cold dilute hydrochloric acid
and again dried, it was converted into a crystalline substance which
could be recrystallised from dilute methyl alcohol in good yield,
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naringin and other similar substances wero shown to be hydroxy-
flavanones. Henco it follows that carthamidin also belongs to this
class of substance. The colour reaction (2) is also given by iso-
carthamidin, «-actylearthamidi thamidin, but not
by B- and y-acetylearthamidin. B-Acetylcarthamidin is a penta-
acetyl derivative and a-acetylcarthamidin and acetylisocarthamidin
aro tetra-acetyl derivatives. The analytical'results are in complete
accord with the following formulations of carthamidin and its acetyl
derivatives.

and aceiyli:

OH OAc o
HO —OOH ACW.OOM
H Ac
(L) Carthamidin. (IL) a-Acetylcarthamidin.
OAc
QAc e 0
A0/ 0aegE— 040 -
: . AcO -
AcO - H
Hi Ac

(ITL.) B-Acetylearthamidin. (IV.) y-Acetylearthamidin.

When rubbed with alkali [colour reaction (4) above], isocarth.
amidin behaves like pyrogallol in that both turn brown without
previously becoming indigo-blue; 1:2:3:5-tetrahydroxybenzene
behaves like carthamidin; and py hol b indigo-blue,
the colour being fairly persistent.

The structures of isocarthamidin and acetylisocarthamidin are

probably (V) and (VI) respectively.

0 0
HO — om0 —ome,
" ' 48 %0
(V.) isoCarthamidin. (VL) Acctylisocarthamidin.

The constitutional change from a-flavanone (I, II, V, VI) into a
chalkone (IIT) or into a coumarin derivative (IV) which accom.
panies the acetylation finds support in the ‘analogies furnished by
naringenin (Asahina, Shinoda, and Inubuse, loc. cit.) for the former
change and by phloretin and maclurin (Ber., 1895, 28, 1393) for the
latter change. Morcover, the absorption spectrum of B-acetyl-
carthamidin (III) r bles that of chall (phenyl styryl ketone)
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Studies on Naphthoquinone Derivatives.

New syntheses of hydroxydrosercne rhthiocol and naphtho-
purpurin; and the studies of the related compounds. The Properties of Hydroxy Naphthoquinones"?

B[ 7 » (Chika Kuroda) Chika Kuroda (R E # 7)
Chemical Laboratory, Faculty of Science, Ochanomizu University. e e
Ochanomizu University

Résumé In the subsequent experiments of the hydroxy naphthoquinones
concerning Shikonin” and Spinochrome?, the following interesting results
A simple and improved method for synthesis of naphthopurpurin were observed which will be a subject of this paper.
was found as follows : when naphthazarin in 0.5% aqueous solution 1. Method of methylation with diazomethane.
of NaOH was heated on the water bath in contact with air, using a According to the special property of the above compounds for

diazomethane the following peculiar method for methylation was wanted.
In this work methylation with diazomethane is very important,
however, sometimes the anticipated product was very poor in yield or

mechanical stirrer, naphthopurpurin wezs formed. When the method
was applied to B-methyl-naphthoquincne and B-methyl-naphthazarin,

2-methyl-3-hydroxy-naphthoquinone, n:mely phthiocol (the pigment of nothing - was formed owing to side reaction; and the result was indefinite.
human tubercle bacillus) and 2-methyl-8-hydroxy-naphthazerin, namely Similar experience with difficulty was recorded previously; the methyla-
hydroxydroserone (the pigment of Drosera whittakeri) were synthesized tion of hydroxydroserone [IV] was carried out by A.K. Macbeth, J.R.
respectively Prince and F.L. Winzor” with diazomethane in etherial solution yielding

only a crystalline product which was not the anticipated methyl ether

Certain properties of hydroxy-naphthoquinone were investigated, (10% nitrogen was found in analysis). As the result of the present
namely the activity of OH-EI‘OUP. in its quinone ring for‘ salt of l?mar- author’s effort in several experiments, the most suitable conditions were
bonate and acetate, ete. ; and an irfluence of alkyl-group in the quirone found for obtaining the anticipated methyl ether in theoretical yields as
ring in acidic medium. £ shown in the following compounds [IJ, [II], [III], [IV] and [V].

2 R HO ©O HO O HO O HO O o
o == ol D B EOR B NOLEEF 7 ¥y (1) ROF7 17470y R O e P U N
CTIDERHROAIE S X 2N & ORI O HERI S < 2 23tk Laszoks|
HE BN S bic & bBTHD B TEHREN, TCCMRCHE) LAOTH 25, YYou ch Y Y om XYY XX MY e
oMM X ) T T RS E SAEET 2 T Sic LR, 2 FERESNT R, HOSpi:)azzrin sﬁrgexhzl Sl?lh(h?» ﬁdrﬁyf Ph(higcol
T A %77 b & 7 o FHEk (COH 221k SO:HLT & Spinazarin purpurin droserone
2 | m un o ™) |
S c > <OH % fr ekt |
Ofl 0 QH Q FEHIEE 720 0) T TH 2 v O BiicOH & 1| caN, | cHN, 1 cN, | cHN,
VAL I/\”/\” 280, REZET7 P 7ATY LCIIREES HO O HO O HO O HO O o
NN NN/ Jify CH.CO:Na Zix Na,HPO, »Z & 2 35§» Na SN 9o I L oo (I oo | I ocHs | Nl ook
)
OH O OH 0 KIS TR E (030 Na Bz 4% 3 30 L L
> 5 Y o NN NSNS A\,
CI2<A% CIB% zhicRL, BFThbb* 2 v pfito OH & H\([) I o ey T I ocas H(xj/\s./ E;;/\g‘/\cm \/\\o[/\CHJ
FHEXZH0F B iz Na BE 4K Lixw, YzicT w ) 111 d] v 1
1 Contributions from the Department of Chemistry, Faculty of Science, Ochano- oAt e Degar ot ot Chsiatis! Pty ot B s pomti
mizu University, No.l. University, No. 6
| 2 This work has been partly carried out at Institute of Physical and Chemical Research,
Tokyo.”
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a—l, eruxrFLyurop ”E}z}dﬁ%n‘tv‘ i Natural Science Report of Ochanomizu University,
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“rt, 1, 51-56 (1951)
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