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CH,N, D=~ 7 ABWAMA TR () KBRBELAFA=—74 (IV) EL. Bbhi IV iz—F ok
¥RTECEER LT (Table I). : . .
mkAR LRoREEo CHCL iziﬁfﬁ?*&&%-raa e /yeo?mlﬂt%ﬁ%%ix.t Fhic10ml o
MeOH-6x HCI (5: 1, v/[v). oﬁi&‘%:)\h, EbR7AarEVE (100 mg) #Mx CERKMF 40° T 24 i
AL, BERIEKO—BE LD 7oA BBI v~} 75 7 CANLER, EToRRG I i@dbhic
2% (Fig. 2), 0¥ B LA, RIEKY 100ml 0~y ¥V, X< K% E&K NaSO, ¢ 4 BRI%E,
HERL, MET 30° ¢ L ml o ¥ CRF L7, BMK% Knuppen 51 o TLC R TAEL T, REHD
DERSICRER LTk, BEABRIZT €+ v-<v2y (10:90) 2 Ak, BEAKERO I LAL Rf 0
MOLERECEIRD, 7AarEVvBELEl MeOH (5%) CHHLL. Z oM HHE I oBMEIR7 o+ ¥
Brer=t /57 ChBETORMYOFELTTOT, BELEDO TLC L4 THYBLL. B8R bDIXR.
Fy V2V IS TE—OE - RRTOT7 A2 EVRE Al MeOH (10%) BN L TR Y, = h ¥EEKE
UCHEERT (— 20°) Lﬁ’:ﬁ%t nmﬁﬂrom&:ﬁbhhmﬂﬁ I ou‘mfa-mmfﬁ'féoﬁ%x b 54%
Thotl.
- MiERE J:;iotk%ﬁéwr a—pz=Abr=vzv (] Dﬁiﬁi&o e’ (18620 dpm)z%:!: D, ThicE
oI (182mg) ¥z, EHBRER-CY Oy (1:2) BES5ml ¥mx CER 4 HMEBLL. thi®
KebFTA MWy X < x»—r»fﬁm«mé, PRLEBIEAELA. 85 hiclafahkRt MeOH .
bEKEALLE. o7 X7~ 0 NMR z«\p l-/ldoJ:U‘ TLC o Rf fﬁligﬁ'ﬁo L X < — & Lﬁ. —ED
»&mme’:a?—r * THEEM LT - % (Table ). ‘

‘.

: [gg Koy & ASS;;%] UDC 54'7; 339. 2.04 : 547. 291'233. 04
93 (11) 15361588 (1973)) .
Benzylcarbonyl ﬂ:Atma Formamde J;a)liﬂ‘; (g 9 #ﬂl)) a-Acyl-5 6,7,

8-tetra.hydro-2-naphthylacetomtnle DR
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Reachons of Benzylcaxbonyl Compounds with F ormamide. IX. D On a-Aqyl?
- 5,6,7 8-tetrahydro-2-naphthylacetomtriles o
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(Recelved April 18, 1973)

'I‘reatment of a-formyl- (IIa) and az-acetyl-5 8,7 8-tetrahydronaphthyl-2 -acetonitrile '
(IIb) with formamide and phosphoryl chloride respectively gave 4-amino- (IIla) and 4-

- amino-6-methyl-5-(5,8,7,8-tetrahydro-2-naphthyl)pyrimidine (IIIc). The same treatment-
of the benzoyl denvatwe (IIc) gave IIla and benzamlde (IV) ) T -

ﬁ'Iﬁ” L:hln'c zx-acyl-3 5-d1methy1acetomtr11e BIO0 a-acyl- 3-methylphenylacetomtnle L POCI DFE
“F formamide (u"F FA LBEED) &(F}ﬁg-ﬁfiﬁs{%&ﬁﬂ L 4-amino-5- -aryl-6-substituted pynmldme i)xﬁ
bh ZELWME L. ‘%‘lﬁlki L_:hLU* FoOSEBETIERWE L LT a-acyl-5,6,7 8-tetrahydro-2-naphthyl-
acetonitrile wxt L CRBD ﬁﬁ‘&ﬁfgu \ 1soqumohne BB pynmldme Oéﬁﬁimob\fﬁﬁ L.

- FER® a-acyl FHEiL 5,6,7,8- tetrahydro-2-naphthylacetomtnle iz NaOEt @ ﬁE'F RCOOEt ’2 ester
condensatlon R THE. RCOKL I,‘t [ formyl (IIa), a.cetyl (IIb), benzoyl (IIc) E‘é{}ﬁb 7z, h o
».}1. 50 d-acyl Bl Rrs FA CHMLSH T POCL, * mEHK 4K iﬁﬁ * b W [:LE: S methyl '

BREDBA L b bRIGEELEL L 150°, 9 hr AR L. ‘ |

1) %8%: /J\HJI%—, ®EH &, f"ﬁ[&ﬂt, KRIEF], 33, 92 1233 (1972).
2) Location: a) Tsushima, Okayama; b). Hiranomachi Higashiku, Ohsaka.
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RVN\ CONH.
B . g
/NUCHCN RCOOEt /\,CH-COR HCONHz /\,
g _ _— | H2 + | -
. = NaOEt - POCl; \/ N
. ] ) a: R ) a R=H . .
_lIb R= CHs R=CH;s
Ic-: R=Cng
Chart 1

Lh L Cha)ft 1 Lﬁ‘ Z & £ isoquinoline @i}iﬂi%&b sht 4-amino 5-ary1py1iinidine (I11) ﬁ‘ﬁ&hﬁ_..

Acetyl FE A (IIb) OB/CIIHIET S 6 fric methyl ®x4HET S 4- am1no~6-methyl-5 (5,6,7 8—tetrahydro-
-naphthyl)pynmxdme (ITIb) i)xﬁ LR BEIIEFROREY LA TH B benzoyl %gﬁ; (IIc) DHARIL
benzoyl #£ 2% benzamide (IV) L ‘C Hﬁ% L 6 fizic phenyl ErHL 7‘: \», 4-amino-5-(5,8,7,8-tetrahydro-2- -
naphthyl)pynmldme (IIIa) KESRT. ZoFHIT WH Davies. B ;bx a-acetylphenyla.cetomtnle rex LT
dry NH; :ﬁ:ﬂ;‘F, FA 2R g»gtgAp\_ acetyl §b>ﬂ%& I_, 4-amino- 5-phenylpyr1m1dme %ﬁ%b e D
BLTH 3. - L

ka.t’ﬂ?ééﬂi%fbmiﬁﬁfﬁ, ﬁ‘#%ﬁl (IR), &ﬁﬁ#“é (NMR) %thﬂ%ﬁiﬂiﬁ‘r LTJ%;@KKJ: < -

BT5.
2 B O #©

NMR'iz HABEFH. JNM-C-60H (60 MHz) % fj\» CDCly 2 ¥fft& LT 7 fATHR T, MAILKRME.

a-Acyl-5.6,7 ,8-tetrahydro-2-naphthylacetonitrile (II) ~ 47 EtOH it &K Na 1l M E¥AEL, zhic 5,-
6,7,8-tetrahydro- 2-naphthylacetonitrile (I) & HET2@O=Fr=RFAE L TLrOBREWHEM x.7l<fﬁJ: 3—
4 hr BI, BERKKFCEE=— 71V TREEHZBR & AcOH Bt 7‘;:‘3" BH LR R = — 7 4 THIE
L=—7ABizK, sat. NaHCO,, KoM THWBIAE (Na,SO.) = — 7»@% Lﬁﬁ‘{f« v /z): bERAT
3. «-Formyl tk (IIa) mp 134°, a-acetyl (1Ib) oily, a-benzoyl (IIc) mp 96°. :
_ a-Formyl-5.6, 7 ,8-tetrahydro-2-naphthylacetonitrile (IIa) [CX}9° 3 FA (LJ'F Formamide é:ﬂ%!ﬁ) Oﬁm :

112 4.9g » FASOml &ML POCl,, 05 g ¥AHTERA ML, 150° ‘Ohrim#, BELFRS. F%&ikzk‘
PIZEE, Na,COy Ttk CHCl, #ith, K¥EBA (Na,SO,), BEE, BERXvEY-YIr~FH¥Uh
SRS LT mp 164—165° o 3 & ¢tk S B 4-amino-5-(5,6,7,8-tetrahydro-2-naphthyl)pyrimidine (Illa) 1.1 g
(22.5%) %8 %5. Anal. Caled. C,;H N;: C,74.64; H, 6.71; N,-18.65. Found: C, 74.90; H, 6.72; N, 18.34.
IR »53% cm-1: 3370, 3120, 1655 (N-H). NMR: 8.20 (4H, multlplet tetraline #% C,, C,-H), 7.53, 7.18 {each
2H, multlplet tetraline §; C;, C,-H), 4.80 (2H, broad absorption, NH,, D,O iz T{§%), 2.93 (3H, multlplet
: " tetraline # C,, Cy, C,—H), 1.98 (1H, singlet, pyrimidine § C,~H), 1.65 (1H, smglet pyrimidine ¥ C,—H).

. a-Acetyl -5,6,7 8-tetrahydro-2-naphthylacetonitrile (IIb) (C%§$°3 FA ®Ris - 1Ib 2.5g % FA 30 ml k.
B L POCL5.7g ¥&4RBHLOOMEL B, 2T 150% 9hr MMMB L Fin 5. BB K KHCEE
Na,CO, trafutk CHCl ghil, MW AKE, BK (NaSO,) BB KL TE LBEY VL V-v I e~V Y
2 LF& M LT mp 145—145. 5° AEstRE & 4-a.mmo-6-methyl—5-(5,6,7 8-tetrahydro-2-naphthyl) pyrimi-
dine (I1Ib) 0.53 g (19%) %f@i. ' Anal. Calcd. C,H,,N;:C, 75.28; H, 7.16; N, 17.56. Found: C, 74.98; H,
7.09; N, 17.37." IR #3%% cm~1: 3320, 3120,1655 (N-H). NMR: 8.20 (4H, multiplet, tetraline # C,, C,~H),
7.80 (3H, singlet, CH,), 7.50,:7.05 (each 2H, multiplet, tetraline #% C;, C;~H), 4.85 (2H, broad absorption,
NH,, D,0 & Ti4%), 2.85 (3H, multlplet tetraline # C,, C,, C~H), 1.55 (1H, singlet, pyrimidine # C,-H).

. a-Benzoyl-5,6,7 8-tetrahydro-2—naphthylacetonitnle (Ilc) (CH$BFAORI Ilc5g % FA60ml o B

HLEH T POClL 8g k#aikcimz 150° 9 hr sk, MiBeFins. F%&Erﬂi%ikﬂ(*hﬁiﬁ Na,CO, T,

BRI CHCI Hh, BBBILAHE, BiK (Na,SO) LEMyBET 5. REY ALO, #5 Asm=Fr57 4 -

- —c»mg LRy 2 vEHBL DAL SELRLT mp 130° DR ERERE R benzamide (IV) 0.42 g (19%) x5
ﬁf& LoEM, IR, NMR CXORAELAS

3) AT ﬁ:. RE &, FEET, H*FBE, B EBZ, KFEF, %%, '89,.1334 (1969); MUK =, FHE
BT, KH B, \BEHL,. ARIEF, 3EE, 89, 1688 (1969);- PURZ, - ﬁﬂiﬁ'}", KE & ARE
Fl, %ig, 90,8 (1970) .

4) W.H. Davies, H:A. Piggott, J. Chem Soc., 1945 347.

NII-Electronic Library Service



1538 Vol. 93 (1973)

EHREHERTI R v EY-—=—=F 4 (2:1) BHBWL IR v Ev-vr7e~sH+vn bEBHRE LT >mp 164—
165° @ IIla 0.45 g (12%) @B/, =0 oik formyl 4 (Ila) X Dﬁ&ht’l)@&ﬁﬁﬁ!, IR, NMR = Xk D[=]
% L. Anal. Caled. CyH,(Ny: C, 74.64; H, 6.71; N, 18.65. Found: C,'75.01; H, 6.51; N, 18.50.

WE  AWRCHL D RRAN, IR LHYR D RARAKERERSRANEOH < HELET

YAKUGAKU ZASSHI

[x ¥ g %:a] UDC 547.455.02.05 : 547.812.5.02.05 : 581. 192
Loa 113 15381542 (1973) ’ )

.nwso§®?»+—»eﬁmﬁom%”

(*%B, Uﬁﬁ_, dﬁﬂlﬁi’
- EBERFIRFETD

" Maltol and Sugars of the Leaves of Cercidfphyllum Japonicum?

- Kivokazu TaxAisHl,- Yuzo Kawanara, and KATSUHIKO IKEBE
" Faculty of Pharmaceuiiml Science, Kinki -University®

_ (Received April 26, 1973)

. Maltol and sugars in the leaves of Cercidiphyllum japonicum were examined and
the presence of maltol (1.8—2.3%), fructose (2.6%), glucose (3.0%), and sorbitol (1. 1%)
was confirmed. - The high amount of.sugars was correlated to the amount of maltol all
the year. . This correlation is interesting from blosynthetlc point of vxew, since it has
been expected that maltol is synthesxzed from a sugar

bhbhz} ﬁ:ﬁm‘: - Lﬂﬁﬁ%w 7=V YRS ORESD T@ﬁﬁmﬁﬁﬁwoﬁmt”‘%ﬁiﬁ L bR
‘ \.OJ: irw /7@%#5&%@?» b2 (1 8—2. 25°’) s =2, 757 b= x%o.l:v\ VIE b= SR
L= _ o . i " R -
T AhYI Cermdzphyllum japonicum gIEB et Zuce. I r »\7; v5 C. magumﬁcum (Miyoshi) Onwr it 7; VS
B Cermdzphyl’aceae kE L—B=foB2b LV *ﬁﬁ%’@b% 9 bHEOEMITE & LTEHFRLOE 4L Kjb
dtiﬁiﬁﬁhﬁowfaﬁb‘%?éb@ﬁﬁﬂkéiQET&E%EFC#DE h 10 $m, ## 30m %u_‘i‘byb ERADO KT
BHLVEATDS. h/7®ﬁﬁﬁﬁuh&TDO$LT%Ebkhmﬁﬁ¥k?6&ﬁ%®$67»b—
Mﬁ?@zhlﬁé A 7@%%%—«» F-ADFBEHRDY, ZOBY B RORERIT 7 <) VAL HED K
BNTHB. » /7kiht7ﬂ-,}: TWBWADRERE L, =y %, =va/% (HUR, JtBEwS), vav
=% (fEER) e L TUHIHITIE A Y 70%)&%&'5 BAPE Dgoﬁéhﬂib HEERD B 50D iv"—-v
ﬁikiﬁk@@ﬁﬂ?" %EA LRI h s, WEFEYREIIS Y 7@&&1@ (3) Lubh iz Ofic B bt
BBEDELIMERINT 5. FEO_ EMBEMEOEREY i, FROH 5 DERELFECHLEL THFIT
BhbbLRd D, BEYELCLH YT o;tw%bx% Lt éﬁ—”}éhn 5. 07 DEDHI BB RbAHE
TH<{ HHBELERT R, %@%E!ﬁh‘biﬁkiﬂf% > 7. %J}‘Lih‘?/lz F=ATHBE kﬁxbhbh ) EF?E S
J:«;“C%Bihk?‘:oﬁ. . : ]
R0 oy 2 &) /7@{&7_-7 /ﬂ- Pinaceae. D5 l:"/ (0. 1"/), 7}'7}‘ v / (0 2% z R '773"(0.03%)_0)

1) AwE Pkytochemzstry, 10 3302, (1971) wEH L.
2) Location: Kowakae 321, Higashiosaka, Osaka..
3) a)AEEM, 3Kk, 88, 1467 (1968); ) K. Takalshl, Plzytochemzstry, 10, 719 (1971)
4) Index Kewensis.

5 a)fHE" ’fﬁ, ﬁiDTE, P 114 (LUH%%}&) ,») %ﬁ:ﬁﬁ, kﬁﬂiﬁﬁﬁ*#}mﬂﬁ. p- 149.
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