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Study on Decarboxylation of Organic Salt. (ID)

Ryonosuku Toyoda

The behavior of the reaction products and decomposing reaction of salt
when it coexists with its metallic hydroxide— i.e. aldehyde and hydrocar-
bon production— and when two kinds of salts are mixed — i.e. unsymme-
trical keton production-— on the same conditions described in Part. 1 is
reported.

H Mo LB P IEE T REEADROM { TH 3.

(1) SMEERETIT2E, —RCHMEARI TS 238 Ketones Illifliic
ez RasHaka. {AL Trimethylaceticacid OBAHWITH 5. Trimethylaceticacid
O Na LMWL ZEAH, RESNYT e, 2.4. dinitrophenylhydrazone It 3
HBEOIOWEBL B, (CHy)C-CO-C(CH3); it T3 0bB ok,

(2) Na HEbHMidEEFRECEOTHIEERIc AL, Ca HThMmitd s#
FOBEERERE DR, ALy Na HERE TR ORI Y SR B RIE TS
Th3LE2DN, WAIREAMAIPIECISELTHAZOTH v, LXK Ca Eod;
PR TH 5.

(3) HEGAMEEEE S4B 205D, Terimethyl zcetic acid OGS Ek Th, Ik
ORI MO TR R FE ST 2R EDE (, BIL T 350°C-3%0°C Oz ih o,
WS T RO Ko THMIREDRET T 3.

HCOONa o4yl e (310°C) blshic .

IENERR et it LT, CeHsCOONa o4t ED e (410°C) CsHsCH,COONa
Thie{g < (310°C), CeHsCH,CH,COONa wwhid-TiklalsTH B (350°C)

(4) Mo Ca HBlbOLNET 3 Na LA SR THMmebitht 2 L ibhs.

(5) EMRD Ca HOMAMIEX (350°C) &3, Zn Hib 232°C, Pb b 190°C &
MTLTA?. Hko@sRT-RoMRK it 5 HMHEEOH T Ebe 3.
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" Mixing ratio tes
Substances ¢ r‘rilv(éliefgchutl;r Fusing Temp °C Temp. (ggacggl(g)?;lgoiﬁs\’ Products.
CH;3(CH:).COONa at 224° fusionbegins, \
-+ 1 : 1 & at 324° bured fused 324°C C)
NaOH perfectly
CH3(CH3)3COONa To 335°C, fusion is
+ 1: 1 imperfect and at 335° 335°C (D)
NaOH fused perfectly
CH3(CH;)COONa at 303°C fusion hegins
+ 1 9 at 320C fusion is not 320°C (E)
NaOH perfectly
CH;3(CHs,),;4,COONa
+ 1 12 315°—-320°C 315°C (F)
NaOH
CH;(CH,),sCOONal
+ 1 :1 286°C 345°C G
NaOH
CH;3(CH,);4COONa
+ 1 : 10 315°C 315°C CHD
NaOH
CeHsCOONa. 330°C fusion is not
+ 1 1 335°C I
HaOH perfectly.
CoHsCH:COONa 170°C. fusion in not
+ 1: 1 250°C (K)
NaOH perfectly

(C) ZF4w 21 Wid 2.4 dinitrophenylhydrazine © 1 % EMEEEH BT L HB3 O

WEALT RO,

(D) REw3HENOHEELHL, 2.4 dinitrophenylhydrazine 1% HRREK L e L »
3O, HERCH L TESTHECEREMT Cik5. '
(E) WMNEE#ET 3, A 106°-160°C sEtaom ki, N S EmmRRss

THFRT 2 Bl , HTiWbsiioc,

%) OWHEERE.
(F) FRE&mk s m3s 350°C MHEO KMk 2.4 dinitrophenylhydrazine 1% HERREEKET &
e L 2 i POEBR RT3 CHEF. ‘
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(G) ZB/CHMEOHRDEHSE. NEASZTO ORI LT, chik Ether, Chloro-

form - THIM L, i s S TR SEREHRENR T 2 k% o, Ethylalcohol i

D PEMEZIE L, HORMRENETIEH 80°C &b,

(H) FIEMRMRzEMT % i 280°--300°C OFEAKANEE. SEEOWKE (, 3k

W2 & el e DA ILIEL .

() REEmN4mXL b Benzene H4%.
(K) BHliERBH L b Toluene *1&.

WEFOELREI D D, NaOH. BZRINL TMBME S & BB h, (MO b REkaEs
HTHMRL CH oMbV A £ Ketone, Aldehyde 34 3 REPEIRCKE T 2 %
IKFETH v, sMfRED NaOH B@ I 38a it 370°C §itgh o TLT,
NaOH okfgs 318°C MiticHin, B 320°C #fifkicts—{b+ 330343, b3
Na-Stearate & NaOH RiRE4MHT 2B, NaOH O A& B3N L 7284 O 5 a B
315°C 3 NaOH SR OBOSMIRE 345°C LT 3T 3.

SRL, NaOH ot siic—{k+ 3z LB, Na-Phenylacetate 4 NaOH ©
ahimEs e By, SMHEE 250°C BRLT, —RPlsi~3.

EA OB TN F Ketone £Rilikic Aldehyde ok

Xt Ketone 5%

' Mixed ratio Fusing Temp
Subtances ( Molecular ) Temp C ( Decomp. React. ) Products.
weight p begins

CH3;COONa ! | Methylethylketone®1
~ . ! proved by 2.4 dinitrop-
" i a1 240°C 360°C i henylhydrazone. m.p.

CH;CH;COONa } 115°C

Ethyl-n-Amylketone=®)

CH;CH,COONa ’
-+ i 1 :1 350°C proved by Semicarbaz-
CH;3(CH,),COONa one m.p. 111~112°C

Aldehyde &%

s . Fusing Temp.

Substances. 1 (mol}glc}fﬁgrR;gog hy (E:gci(::?p. React.) Temp. l Products
HCOONa | 245° 310° | Gas Formaldalyde(:s)
5888>Ca \ | 153° ‘ Gas, Formaldehyde
HCOONa

+ 1:1 255° 310—320° | Gas (Acetaldehyde)(24>
CH;3;COONa
HCOONa 1 at 2600 2100—3150 Gas.

+ i1 i VT 15°—330° a>

CH;CH,COONa } fusion 1mcompletel 3700 16Y5)
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* Gas 2.4 dinitrophenylhydrazine HERyET ¥ Hydrazone Ha-Fickid 2 N
R LT, WA TRBEGHT R HR E 72 v CRBENmE T 3 b W YR O EHE
2+, Hy, CO 2122 3.

(L) 315°-330° wTHMAR W hydrazone kizk4 3 b O L T(H0+CHsOH)
TP kRl 128°~130°C & gL, 5T B HHIRAT.

(M) BB 370°C oo it © 2.4 dinitrophenylhydrazone i T, Wil

M 155°C Propionaldehyc;;)kf??"f‘ﬁ'.

VI LOEBHI Db ROFHAENS.

WOMERH DERRERIRAT 2856, Xibo HORAWMENMET 286, Kz o)
CEELTHBZYO TH b, HHBAECELTDH, WREREAL ZECh, HBIHEAE
AR EONMRIRE (310°C) S8 ifoThith, MBSO ZERBRAT 285 Th, 4
RREED, BN L EoMiodok b K.

AR OWARE R EAT 2860, HoLmhbch, WRHEOME X 3 3 OBl
245 A ERS T sconT, &G HchiT 3 Aldehyde 24354, (b ito

10.00

00 K- Acetate + KOH G2 1)
8.00
7-00
6-00
5.00

.00
49an3

100°C 200°c 300°C
% 1 B

700 Na-Butujrate + NaOH (1: 1)

A
007 200C 300T



b % 9F % BF % 5 8 0+ — %

10-00
3-00 Na- Ca,punah: + NaOH({1-9)
.00
1.00 welt
6.00 1
5-00
491(3 m Hj
= 100% 7007 —300%C
%5 3 B
700 Na- Valerate + NaOH(1:1)
6-00 melt
5.00
Awm Hf]
0T 760% 3060°C
23 4 =
600
Na-Palmitate + NaOK (1:12)
4
M Hg
T00°C Z00T 360°C
S 5 Bg
600 Na-Stearate + NaOK (1 1)
500 /
205
00T 200°C 300
) 6 =
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12:00
1.00 ' _

Na-Stearate + NaOH (1.10) {
10-00 .

9.00
800
100
6-00

500
v

400~
wow °
. ' 100° . 200 300¢ .

800

1.00 Na- Bemjoat& + NaOH (i: D)

600 weit
500 L

4»?%&9

T00C 200%C 300°C

.00
8.00 Na'Plufnylacetat? +NaOH (12 1)
.00
6.00
500 melt
4.00— }

m. m‘,H‘J

100% 200%C 300
1 9 =
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600 Na-Formale + Na- Acetate (1: 1) mlt
5.00 - 4¢_MWL~——w’J
4907
100C 250‘c 300C
® 1 o X
600

Na-Forwale + Na-Fopionale (1: 1)

500 o mfx 4/

4.00
00T 200C 300°C
= 1 1 B
.00
6 Na-Acefate + Na-Propionate (1:1)
500
“fu —

4.00

m.u.,Hﬂ

700°C zbo'c 350"c

6-00 Na-Propionate + Na-Capronate

500 melt
4.00— 1 "““"’f}

"om Hc‘
100 200C 3o00cC
] 1 3 X

Aldehyde 2585 iz i BEOBIIFMIE L IR LR BSOS HMEIEL b bR,
SUERR B LIS O ZHOIRG O ONME kb, W T 3IEA Ketone Bz & L
B35,

K E # 8B 0o £ 8

HEFREIAOME » 1+ x o 2 L BUIEHRRC BT 2 scib A7 0.
)
Ludlam # =Fi0 Tt Ca MR A OB KO T A T 2 XFRILYE (@ JEX F5 Ketones
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ORR LR LT UL BRFRD 1TRRR T O FTMiNo SRIRWBHI ) (Selective-

BROF—OKERT OB TS v, HoBibRoNBNcXIlah, SEOEEICHK
DTHOMOMNDOHMERIFAEL L CHEZIDOTHBELTHS.

I MeO;CH HCO;Me EHI*% Oxalate, Hy &1 3.

Il MeO,CH MeO CHO % Formaldehyde, MeCOy 32:L % .

IV 20CH OMe Hi% CO, Carbonate, HyO H4:1 3.

3 Hofmann b SSRAAOSA R O COHy—CO, + Hy ARHICIA T, 0
WROBRER Hy ORI SN2 HRMOBORENBE I N IOTHD, 20
SMERED AT B “ Metallic oxide” OBEREORP YT OL L, HMEREME
s N OIS IR M E oA g S BIR L TRE 3.

Bamberger K¢ & LI F{HHH b SEHAR 4 £ [T, WI#AIC X ©C%5 Base-anhydride
& Acid-anhydride @4M# L, @ Acid-anhydride 7% Ketone ¥4+ 3 Kl Base-
anhydride 23R T 23O TH 3 L E~THSD. PI~EX Ca-Acetore H:H5T Acetican-
hydride & CaO F:U 2% RMic Acetone BHl~2 3O TH 5 L L. 3 CHIR
BN EEIFTOSMRC™CH, Aceticanhydride b#E{ & D Acetone & Acetyla-
cetone BHL~ZWCE*F L . iy Acid-anhyride bk HE X v 3 Buc L TR
BVOTH Y, 2% Ketone HAROHNE b,

Neunhoeffer & Paschk:eo)r,t Trimethylaceticacid ; auu«’«’~Tetra—methyladipic acid
© Ca HHENET 2D, 533 Kctones HHL~3, Isobutyric acid ©® Ca #b
e Lo CTHHO diisopropylketone 3Hl2 3 & = AHEIIM L C, HHEEO « O%R
BT B L D —HOKERFBHRAET 3 ¢ L5 Ketone J4:% T 2 B i b A A0 KT-C
H WML EN L CHOMEREOHIMAL LT pB-Ketonic acid OEK BB 2. M2

(CH;C0O0)Ca—~CH;3-CO-CH,~~CO0-~CaOH->CaCO; + CH3COCH,4
SRLIMLOREROIIED « e H 3HLEROCHEHRATHRR G, D O Ketone &3,
RS BB T B PP L R T TR BT &0 S HADD B

4 Kenner = Morton 13 0 fHMEAICH ", HeOBSMROBEILFENCR TR
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42 Keton #8587, 1iLT Carbon g ¥ 25 %k /R F#H b Ketone 0 A:kigkib

0 R
RCOO-+RCL  —CO,+PbO+ CO BBFEMIC L3 bOTHD, O M CHT
Nopb* R

Me** & RCOO- i “4 4 v{k” T23HEHIF 2B AP0 EISc LETHB L3k
ST D

L LoRatb H I BT 23282 30O TH 30 F SR L ARBRECRA LB
O EbTeHEo.
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