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Diveratryl ether (III), which had been obtained by the Williamson's method or by
catalytic hydrogenation, was found to be formed through hydride transfer reduction in
case of crossed Cannizzaro reaction. Furthermore, treatment of III with sulfuric acid
gave its trimer (VI),

Veratraldehyde (I) % » & / — A WIKER{E # V7 & OFLET formalin & k 5 crossed Cannizzaro ST
T &, BE 50—70% DILKT veratryl alcohol (II) 235525, Thi tdieYPBE L LTEM O o
B—1% BEOBRBOWENTICEBE TS, AWHEIX veratraldehyde (I) L formalin iOEBEAWE £ 25
R, BECOWLWTULBRIR TR o7y, 2 &7~ X DiERELBLZ Ex B2 L, APEKONT
NMR ¥ X8 Mass A2 b wtiit Lz & = 5 diveratryl ether (I1I) Ch 5 = LR HER LD T & IS
+5. »

MeO-7 N-R MeO- \-CHe-O-CHz~7 \-OMe
MeO—’\/" , MeO—'\/H— R R —\/n—OMe
I :R=CHO I:R=H
II : R=CH:0H V:R=Br
Chart 1

TP EEBEAD NMR A7 b AR LIcE A, BFe b vitd &5 7028 6.83ppm & broad
singlet & LC, benzyl ff® methylene Zic d &3 v 2 7 4 »% 4.43 ppm | singlet & LT, methoxyl %
W EDL v 7 AR 3.84ppm & singlet & LTFRFR 3:2:6 DEE TR, FhAWE % BRELT
% & 7.01 ppm, 4.59 ppm kL O 3.84 ppm Kz hTh 1:1:3 OEARELT S & L W FERBERLI
THWBZEIXBETS Y, TROVOERY Db THE 2 5 & #iH 1% diveratryl ether (III) TH v, HHIX
6,6’—dibromodiveratryl ether® (IV) ’C%Z; ZEPHB LY. ¥ mass A7 o (Fig. 1) & III 45F4
FVE—27%/K1L, fragmentation d CHAFTEFETLLIDOTH » A2. X 5 Fordiy X III »iEFHEE C0EE3
ol 9,10-dihydro-2,3,6,7-tetramethoxyanthracene (V)® 23345 2 L5 |EL Q5.

1) #3108 : BEEWH, WH 4, EAE—K, 3, 89, 610 (1969).

2) Location: Aobayama, Sendai.

3) 5,5'~Dibromo FHEHEMEOFEREMR L S S25, NMR AR FARKKBWCEBE = F v2ARES LWEECH
BlLcnwsodivihbore b vypi$C methoxyl FBiciE L IV 2 F2 5007 MTHSB.

4) Z. Fordi, Acta Chim. Acad. Sci. Hung., 6, 191 (1955).

5) G.M. Robinson, J. Chem. Soc., 107, 267 (1915).
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BT, HHR® 4803 Robinson® D#MEL T3 V OERCETOREMY L, BRI OKE, trimer (VI) 28
FERHTHD C EXWR LTS, £ ThhbhoBibady (I11) ORBRABEREECOVWTERNL 2 &
AW LAC trimer (VI) TH oo Fiobb, FEBAEBMAEL <70y A8 KLU/ a A I X 5HIK
ERIGIK X » T 2,3,6,7-tetramethoxyanthracene (VII) ®#4RKE3, Fi NMR A2 ks T 9,10~
dihydroanthracene® @ methylene 325 3.87 ppm 1T singlet & L CTHETADRK L T 3.45 & XU 4.65 ppm
ek LT J=14 cps AT % B AB quartet 2R3 2 &, T HIc mass A7 b (Fig. 2) @isis
THTA Vv E~2 mle 450 & bbb, V IZAERL T LT, trimer (VI) OERIIBE TH 5. O,
7 r ek (IV) 2 RBEERBAEY T - 7208, trimer (VI) 8% 2 L3 CE a7z 500, Whifce %10
VX trimer L & b tetramer OAREHE L TL525, bhbh OB L&Y i ik tetramer 2R T 5 2
LT ek T
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Chart 2

€3k, veratryl ether (II1) 3 Williamson SEEEYW s X o veratraldehyde (I) O#EARIKIE/IL 41112 1 X
o THRT S Z LA ME IR T 42, hydride transfer & X ABLCH D Cannizzaro FIGIKEL T AYH
DERT D ERLHER L LIXUEHBNCHRBEL 2 L E 2 bR 5. B III ofjAE E LTIV O
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Fig. 1. Mass Spectrum of Diveratryl Ether Fig. 2. Mass Spectrum of Cycloveratrylene
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Ullmann JIG%#A%, oxepine B (VIII) DA ARALID, SWIELL, HWETS VIIL 38 on 3, 6-
bromoveratraldehyde (IX) 23 EKEHh & L CH L. ZOoHEEHTMLS 2L I X0 IV %
Ullmann S &R ULET TR LI E & A, 21k b FhFh veratraldehyde (I) % X % 6-bromoveratral-
dehyde (IX) 2355 & &5 diveratryl FF#ifk (III) X ¢f (IV) L » benzaldehyde FHEEfEk (I) .k L8
(IX) BERT 2BBIES R L2 0 LRI 5.

£ B o Hw

Diveratryl Ether (III) KOH 120g % MeOH 184 ml ML, ki 30° LUTCEET veratraldehyde
120 g, MeOH 300 ml % L0t 37% HCHO 90ml 0o B¥ 4% T3 5. i F#H 30min #FE LT 50° ¥ Tk
L, &5 30 min &G 5. MeOH ZMERRBREY <K 120ml & i1 2 T L, ~ v ¥ vHhil,
~vEvigw i NaCl e, Na,SO; Wi, BERREARA8 W 2 W ERE L, bp 134—135° (3
mmHg) o II 71g %18, AYEEEY%® MeOH X h FfEfHL, mp 76—78° oM@ 7y X a b LT III 29g
#18. Anal. Caled. C;gH,,0;: C, 67.91; H, 6.97. Found: C, 68.10; H, 7.08. NMR (CDCl,, ppm): 6.83 (61,
broad singlet, F&# 7" = + v), 4.43 (4H, singlet, 2 x CH,), 3.84 (12H, singlet, 4 x OCH,).

6,6’-Dibromodiveratryl Ether (IV) IIT 1 g % CHCl; 30ml w2 L, = hic CH,CO,Na 3g &z,
Br, 1g o CHCl, (10 ml) S8 AEHET 10° LT F. 30 min #%ic CHCl, B % /K ¥, Na,S,0, BT
&, WOKEHE Na,SO, Bl BEEEREBLhIBREY S MeOH X v AL, mp 127—129.5° © & E
Wi & LT IV 15g #8. dnal. Caled. CiH, O;Br,: C, 45.45; H, 4.24. Found: C, 45.92; H, 4.29. NMR
(CDCl;, ppm): 7.01 (4H, broad singlet, 75%&# 7 » + v), 4.59 (4H, singlet, 2 x CH,), 3.84 (12H, singlet, 4 X
OCH,).

Cyclotriveratrylene (VI) IIT 0.2 g % conc. Hy,SO, 1 ml i A L 10° LA T 2 hr BUE /K i,
CHCIL; #hti. CHCly B3k ®R, Na,SO, k. BEERLBROERYAS. EtOH X v HiEd4 L, mp 229—
9230° DIEEMEIREE LT VI 50 mg %8, Anal. Caled. CyyHyO,: C, 71.98; H, 6.71. Found: C, 71.89; H,
6.81. NMR (CDCl,, ppm): 6.79 (6H, singlet, % &k 7 = + v), 4.65 and 3.45 (6H, AB type quartet, J=14
cps, 3 X CH,), 3.79 (18H, singlet, 6 x OCH,).

S Kb OVCDOZFZTLEINMEBTINLELAFELZHEMEE 2EE0 BRAWLTE FLEETERC
FEaTrE b NMR 227 b AQHIER LCHWAERESHT v & — 0 UFEFECRI G- LET.

13) B RAIE.
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