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Octahalodibenzo-p-dioxin® (VI) and (W), synthesized earlier, are negative to the
dibenzo-p-dioxin reaction? using conc. sulfuric acid and potassium nitrate or other
oxidation agents. In order to examine whether this negative coloration is due substitu-
tion of all hydrogen atoms in the benzene ring of the octahalo derivatives with halogen
atoms or to insolubility of such substance in conc. sulfuric acid, 4,9-diethyl-1,2,3,6,7,8-
hexamethoxydibenzo-p-dioxin® (IX) was synthesized and its dibenzo-p-dioxin reaction
was examined. In the present series of work, octamethyldibenzo-p-dioxin (V) was
synthesized by the route shown in Chart 1 and this compound was found to color blue
to conc. sulfuric acid and potassium nitrate. This has shown that the presence or
absence of hydrogen atoms in the dibenzo-p-dioxin skeleton does not affect the dibenzo-
p-dioxin reaction.

(Received April 27, 1963)

dibenzo-p-dioxin (VI) F¥aH T 5 TXCOWEL, TORKBEKCHBY Vv s 0oL INZ %
LEFEILIFROLETS 2 EONEEY KX YV FER I dibenzo-p-dioxin KL LT, Zh b O—FDMk
SYHOERRIGICHEVLR T WS, & & AT, EHESTE X4 D polyhalodibenzo-p-dioxin®? & &K Ui
B FORVE VBICKERTF % b 7o 7t\ octachlorodibenzo-p-dioxin (VI) ¥ X OF octabromodibenzo-p-dioxin
(M) s W TIAREARIGE 2 BETH 5.

BIfEF T & & A dibenzo-p-dioxin IS D EEMERITII STV, VI 7ab 0N W A% dibenzo—-p-dioxin
RGBT H 5 Ok b D octahalo FHEENEGRMBICE BB L I W DREGALRVO, b
BWEEDORVEVEDOKREFN TN T v ¥ YETFTTERIN TS DICERT 2 002 BT 5700,
X XL HHE LTS o dibenzo-p-dioxin BB MR T 5~ v ¥ VBICKERTE bi-7e\ 4,9-diethyl-1,2,3,6,7,8-
hexamethoxydibenzo-p-dioxin (IX)» #&R L, %o dibenzo-p-dioxin KISH M L1z, FOE X 3EK
B I ERET 2L CHED, NI E MRS ) v A% s EEBDICRAEAT S Z LERADT.
L7275 T octahalodibenzo-p-dioxin (VI s X% VI). AARGRKIGH RS 7t W OIX b OYE N I B 6
Ce{BERLTW EERTA 0 EEBbh3.

LSEEHT, SHEARARIGC DOV THERT B edIc, OV EVKICKERT % b 7o /gl octamethyl-
dibenzo-p-dioxin (V) % Chart 1 OB TERK LTz

%" durene (1) % Jacobsen Y I&ff LT 2,3,4,5-tetramethylbenzenesulfonic acid () &%, 71
» VHERENZ X v 2,3,4,5-tetramethylphenol (I) %78 7=. A#E 1% Gibbs RIEi k 2 2ERIGITERMETH 5.
I % potE{bR3ErPRC© 7 v 24k 1L T 2-bromo-3,4,5,6-tetramethylphenol (IV) % m.p. 103~104° o4& EEIRGS
BELTE, corBohic N vy v vhifilafig s U COnB@En S ey HE & LT mp. 227~228°
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Th5H. ERBCIIBBREYELCET, RECREO LS. ZhCHMEBH Y v A5 EEDIHCH
EarRT 5. DR S AYE L octamethyldibenzo-p-dioxin (V) LFb b W5, AWEILF AEL
TYFEVCL 5 CTHHEORETS.

X XREHLEDOAR L o 4,9-diethyl-1,2,3,6,7,8-hexamethoxydibenzo-p-dioxin (IX) IXJEHIEE L AEMEH U ¥
A X D EAKEE L2, 4EES hie octamethyldibenzo-p-dioxin (V) X @ dibenzo-p-dioxin Kk
LRAKEOECOROKYRT - AD. Lizit- T dibenzo-p-dioxin BB LUK T %X v € VIR KT 5K
FETOEEL, ZORORIEIEK L CE2EBRTHD Z LB L.

234 [E dibenzo-p-dioxin SO RERIE L L THREKRAV SR TV 25, ¥ 7 (RERE L WiE» Y v
KEDMOBEHNIC X 5 THED Db, BHlo—EThsHE(LT v F & ¥ ¥ R IIRBEMRO 22 X - Th
dibenzo-p-dioxin FHEAITF O T LI HFREICEAT S & EaTdie. ¥/ trichloroacetic acid LAfEE7 Y ¥
AF D oBLFIC X » Th dibenzo-p-dioxin FHEMAKITIHF O F LI HFROCESRTS.

& = ¢ octahalodibenzo-p-dioxin (VI 35 X 0% VII) VEGEASEE S 5 WX ILGHER LRER» U v AT DDA
i X % dibenzo-p-dioxin RIEAEMTH » kAt SEFEDRM LCE2ERET b bLifk7 vFE v,
721% trichloroacetic acid LR » V v A+ DMOBELAIC X 2 BERIC D& BEETH D Z L2 FRDIi.

£ B 0O &Y

2,3,4,5-Tetramethylbenzenesulfonic acid (II) durene (m.p. 79~80° 37.5g. % ¥®: L, conc. H,SOy
75ml 2z k<%0 EE5s. RIGEAWIHRERE. 25days iR (9 5°) THE. KIGREYE, REKHHE
W. ch 600ml o kokic i <. P, K¥E. WREFRCAS. BERAE2E. FREKE. RIERE
EERIRE BHTH. PER. m.p. 97~98 (LY m.p. 97~98°). E 32g. XK 53%. BRI HLIERLE
NiEREE LRI 5T,

2,3,4,5-Tetramethylphenol (III) I » MeOH #%#¥ iz NaOH o MeOH % xinz 5. BHbicEEgHiR
EEMTH. BE%E. KOH 10g. /K 05ml #imx Ni #zo@Edc7 v » v OREMN 280° ©ES Tl
#. @b 0 o Na 55 Mz ER, @ L FEl. 320° © 5min. g, SBRRKCRAEY L KCE» L
CC¥FE. i cone. HCL oigth X L, EtO #iill. Et.O kit Na,SO, Trptfk. ¥ 88 . W EEHE.
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b.ps 111~115° ~=* 4 v CHEEMH, EORERK. m.p. 85~86° (ZrHt» m.p. 86~-87°). 1 30g. 7 HDINE
2g. JWEK 9.5%. Gibbs RH¥Fiz X 5 2O RISIEY. 2,3,4,6-tetramethylphenol (IT). CyHsO Amnal. Calcd. :
C, 79.95; H, 9.39. Found: C, 79,75; H, 9.59.

2-Bromo-3,4,5,6-tetramethylphenol (IV) I 0.1g. # CCly 10 ml. w5 L, Fe ¥ 10 mg. #inx, %
# (Gk+NaCl) c@iE —17° i Licss s, Brs 120 mg. % CCly 10 ml. w2 LB % 40 min, 2B L
CTHETF. XHicRRE —17° © 2.5 hr. % 4% NaHSO; 50 ml. #inz 5. RIGWILEE. CCL B4 & L,
JK¥E 4 |, Na,SO, ciztg. BWEBMEZE. BEHFH. ~* v v cHEH EaEHREMN. m.p. 103~104°.
Beilstein Knf#E. Gibbs 33R e, W& 150 mg. Iu=®R 98%. 2-bromo-3,4,5,6-tetramethylphenol (IV).
CioH1sOBr Amal. Caled. : C, 52.42; H, 5.72. Found: C, 52.72; H, 5.84. Il ©+ = s {LKIGEHBE 0° L
LTl s EERBEHRYEER L CRKIE TS 5.

Octamethyldibenzo-p-dioxin (V) IV 1.17g. #4K v v 2 v 20ml. wEs» L, Cu ¥ 0.45¢. 2z,
WA TiE. BIR 135° T L < Fil. MR 145° ©X 5 Shr. MEGER. RICKEZ2FE. BERSv e
VO, BREFRCEN. —BEBREAEECHE LB v vy il v ¥ vHIHE®KIE 5% KOH <3t
. JKvE. fEK KoCOy vzl B E. ALOs 7 v~ + (BBIBE, KX vey) THEE. Xvey, ~%
FVIRGEES D EE G, EESPRE M. m.p. 227~228°. [u&E 8 mg. AHHE ik conc. HoSOy THRBEXEL,
BacFER LS. ¥ V ORBEOERBERK . KNO; iz s L EbESAYET 5. V @ SbCls %
BT+ 2L EDCHEO YR T 5. Beilstein K5k, octamethyldibenzo-p-dioxin (V). CyoH2402016H0
Anal. Calcd. : C, 78.65; H, 8.25. Found: C, 78.66; H, 8.15.
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3-Chlorocoumarilaldehyde ZEE4&D AR 7 B O % O PR (F ™

Toshio Anmo, Yoshihiro Tsuruta, Shozo Ito, and Katsumi Noda : Studies
on Antifungal Substances. II. Synthesis and Antifungal
Effect of 3-Chlorocoumarilaldehyde.

(Research Laboratory, Taisho Pharmaceutical Co., Ltd.*3)

Vilsmer reaction of coumaranone and its 5-chloro derivative afforded 3-chlorocou-
marinaldehyde and 3,5-dichlorocoumarinaldehyde. Condensation of these coumarin-
aldehyde with various amino compounds gave the derivatives listed in Table I. In vitro
test of these derivatives against Trichophyton showed results summarized in Table II.
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