
1３

"ｏ，゛．：

SyntheseofMtro-compoundsby

ofAcylamino-compounds．
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geveralEfICctsontheYieldofMtro-com】Ooundsbythen、
OxidationofACetylamino-PompoundBwithHyClrOSenreroxide・

ByTakuoKosugeD

Thepresentauthorlfbundthatace- AsthelargeamountsofhydrogenP
tylaminobenzenesulfbnamidewasoXidi-Peroxidewasused,theyieldofdinitro‐
zedtonitrObenzenesulfbnamide幻 benzeneincreasetLButtherateof＄￣

InthecaseofacetyiaminOとhitfOljenご］nCfeasedIhjiniS鴎dWitMjrtherincrease
zene，ｔｈｅｓａｍｅｒｅａｃｔｉｏｎｗａｓａｌｓｏｅＨとctedinquantityofhyrdrogenperoxide・Thus
toproducep-nitrobenzeneintheyielditisdesirabletodetermiｎｅｔｈｅｏｐｔｉｍａｌ
Ｍぢ1.3妬リベヤ：イハルい～■！（Ⅲｕ～，Iquantiけいtobeerhi91UyiediineaChreaction
mSeveralefTeCts1uPoMhereationwerefromthee伽。m随lPoiiitbMeW・
examinedasfbllows．ルノーｗＬｉＴｈｅ妃息mlltsobtai庇ｄｆｉ℃mtiieexperi‐
１－Ⅱ）TheefYbct｝iofthe"quantityofmentsareshowninthefblloingfigureL
hydrogenpefoxide,i”ｊ'い-い～、:＿圷一Ｊ－ｕ－。

トィーオ『ミパ，い'ぬ：、ｗ・～ハｉＩ::鮴－－㎡Fig・ｒｉｒヘドシルいつＬい～いい…い
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２）Theeflbctofthequantitylof
glacialaceticacidassolVent・

Ｔｈｅｉｎｃｒｅａｓｅｉｎｔｈｅａｍｏｕｎｔｏｆｔｈｅ

ｓｏｌventgaverisetodecreaseintheyield
ofthenitro-compound・ＩＴｈｉｓｗｉｌｌｂｅ
ｄｕｅｔｏｔｈｅｆｈｃｔｔｈａｔｔｈｅConcentratiOniOf-

G0cc-I

hydrogenperoxidewasdilutedbyadding
glacialaceticacid．Therfbreiitwillbe

desirabletoemploytheminimUnquantity
ofthesolventenoughtddiSolvethe
materials．＿TheresultsareShdwninthe
fOllowiｎｇｆｉｇｕｒｅｌＬ
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1）FacultyofPharmacy，KanazawaUifviersity、
2）Thisannualreport，page
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examinethevariationiptheyieldwhen

onlMthei)ｖｏｌｕｍ１ｏｆｌＷ伽genperoxide
wasvaried．．：、

漠’

Ｆｒｏｍthe`,experiments,thefblioWing

pointsweremadecle鞭へTheyieldof
nitro-compoundwasindipendentMpon
thevariationofthevolumofllydrogen

peroxideemploye｡．Therfbreitseems
probablethattheresultsobtainedftom
theeXperiments（１）isduetothecolr
centrationofhydrogenperoxideThe
resultareshowninthefbllowingfigure
lll．

「３)Thevariationintheyieldwhen
thevolumofhD/泊lrogenperoxidewas

varied，aliowingthe:concetrationunchanF

geCLJ…～，Ｔｍい…
Ilromtheexperimants（２）ｉｔｉｓｃｏｎ‐

cludedthattheconcentrationofhydro‐

genperoxidemaygivethemainefYbct
upontheyieldofnitrocompound・Thefe-
fbre，itisdesirabletobeclarifiedthat
theresultsobtainedfromtheexperiments

(1)aredueeithertothequantityorto
theconcentrationofhydrogenperoxide．

‐Theexperimentswerecarriedoutto
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■４)ＴｈｃｅｆｌをctofreactiOn-timc．：

一LTheyieldofnitro-compoundsare
inHuencedけthereactiontimenThUs，

ｗｈｅｎthereactiOntimewasilengthened，
thebetteryieldresulted．咄However，the
reactionra従diminishedwithtime･Ｔｈａｔ

isprobablydUetothedecreaseof
concentrationoftheoxidizingagent

beccaDSeOftheself-decompOsitionof

hydrogenperoXide.（
へＴｈｅｒｅｓｕｌｔｓａｒｅｓｈｏｗｎｉｎｔｈＢｆＵｌｏ－

ｗingfigureIVoJＬ：（
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５）TheefYbctofreactiontempera‐
ture・

WhenthetemperaturebelowlOOol

WaSapp1ied9thCyieldbecamebetter，o'010c･D･

asthetemperat噸becomehigher，But
aboveloootheyielddecreasedoｎｔｈｅ

ＣＯntraly61tseemprObablethathydroと

genPeroxidewasrapidlydecomposedat
Jtii6Thighertemperature，overlooo・

TheresultsareshOwninthCfbllow‐

ｉｎｇ６ｇｕｒｑＶ．…」Ⅱ
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～６)TheefYbctSofldeCOmPosing；centrationof:hyd睡olgenjp伽xide℃annot

agentsDfl妙drogennperiDxidenⅡけ～bemaintainedaMhe・optimaLconCenty‐
ｉＬＬＡＳくit/iadearthatefTectivedeとatiOnintheStartingpointiDfthereactibnj

j～lFromtheconsidmatibnoftlie誼eSu-composingagentfbrJhydrOgenperと
o鐡dciSlaUeterrenttothepresentｒｅａ－１ts，itresultSthatinorderIioobtainthe
ction,sodiumacetate（the/bomparatiV‘lybeStyield〃loilgeMeactioiMime,,higher
weakdecomposingagentofhydrogenreactiontemperatureandhigherconcent-
peroxide）ｗａｓtried、Ｗｈｅｎthesodiumjfationofhydrogenperoxideareneces-
acetatewasadded，theyieldremarkablysary.．１１r
decreased．Ａｎｄｉｔｗｉｌｌｂｅｄｅｓｉｒａｂｌｅｔｏ Ｓ血mmaryl
usethestabilizingagentfbrMrqgen llnthepreparationofp+dinitmben‐

peroxide．…，zenelffomp-nittoacetanilideltheeHects
BasedoMheresUltsobtalnedbY-OfqUantityofhydrogenpero太itle,ofthe

.！Ⅱ．--．

thepreceedingexperiments，itmayibequantityofglaciaLlaCeticacidiassolvent，．..－I-

aducedthatitisdesirabletomainitainoftheqUantityTdfthehydrogenperoxide
theconcentrationofhydrogenpero琴ide-ofthesameconcentration,ofthereaction

mg…｡…i､､…M.P…纐畷P識i篁二:淫!;:11:ilm蓋伽theoxidatiqJ1efYもctively・I
AnditwasboficludedthatinorderFromtheoutsetofthereaction，

hydrogenperoxidewasaddedinpprtIons-tqobtainthebe手yiel上Ij-IbingerreactionK・ir

tothereactionsolution、 However，ｔｉｍｅ，higherreactiQxLtemperatureand

unexpectedlytheyielddecreased・Thathigherconcentrationofhydrogenpero‐

ｍａＭｂｅｉｈｄ鵬ltpbthIeiijact,ｔｈａｔｔｈｅ,con-xide:arene嚥ssaWよいＷ,，…!「ｉい
’‘ｊザＴ:Ywf-j'・ノi1il《(い；ヘム-11];…『「,ＴＪＩ

１ｗＰ１ｺﾞﾙｰ:■…:ｍ１ＦＭ１軍期erimenta山い，～トー！』ん此Ｍ

－ＪＬｉｐ△diniffob8ii26neWas■ＥＦ甑CTOFTHEQUANTITYandCoolingl
OFHYDROGENPEROXIDEi/AfiltfatedandWashedwithMfOCC・bF3096

0り゛●

mixtureof5g､ofp-acetylaminonitro‐１iyar66hlbfl6a6id6P色Din職6beiiZeneWas‘
benzen,６ＯＣＣ・ofglacialaceticacidandpmducediｎｔｈｅｙｉｅｌｄｓｓｈｏｗｎｉｎｔｈｅ
ａｃｃ・ｏｆ３ｏ妬hydrogenperoxide（a；２０，W611owingtable、
4o’６ＯＣＣ.）washeatedonthewaterbathThesolutionofp-nitraniline，obta‐
AfterheatingShrs・andcooling，theinedbythehydrolizingtheunreacted
precipitatewasfiltratedamlp-acetyl-acetylaminonitrObenzene，wasccincentra-
aminonitrobenzeneintheresiduewasted，andneutralizedwithsodiUInhydro‐

hydrolizedMth:２５cc・ｏｆ３ｏ妬hydro‐xide・lP-Nitranilinewasproducedin
chloricacidAfterboilingfbrlhourtheyieldofthefbllowingtable．

Ｔａｂｌｅｌ､‘

Ｉ〕－Dinitrobenzene,P-Nitraniline

γ1.659. 1.189.

2.389.’－－－ｑ539.’・

－２．６９．－－－－－0.279.-￣
:腓Ｈ

ＱＵＡＮ‐ＴＩＴＹＯＦＧＬＡＣＩＡＬＡＣＥＴＩＣＡＣＩＤ

IIydroegenperoxideい）

２０cc．(

４０cc．}

６０cc、一一
一・いｄ
ｐ｡０．０，‐-℃

ＴＨ１ＥＥＦＦＥＣＴＯＦＴＨＥ
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ＡＳＳＯＬＶＥＮＴ》：ＡｍｉｘｔｕｒｅＯｆＳｇ､ｃｆ
Ｐ岸aCetaminomtitrobenzezej4ocC・ｏｆ30妬

hydrbgenperoXideanda｢cc・Ofglacial
acetiCacidwasheatedOnｔｈｅｗａｔｅｒｂａｔｈ

for5hrs、Andp-Dinitrobenzeneand

p-nit魁､ilinewereproducedintheyield

shoｗｎｉｎｔｈｅｆｂｌｌｏｗｉｎｇｔａｂｌｅＩＬｆＬ－

Ｔａｂｌｅｌｌ
．｜；

～GIacialaceticacid（a）p-Dinitrobenzenep-Nitraniline

３０cc．0.539.
2.659. 0.229.

60cc、 2.389.

90cc．2.389.- 0579．ｌ

ＴＨＥＶＡＲＩＡＴＩＯＮＩＮＴＨＥ妬hydrogenperoxideandglacialacetｉｃ
ＹＩＥＬＤＷＨ,ＥＮＴＨＥＶＯＬＵＭＯＦａｃｉｄｉｎｔｈｅｒａｔｉｏｏｆ４:６，ａｎｄｗａｓｈｅａｔｅｄ

ＨＹＤＲＯＧＥＮＰＥＲＯＸＩＤＥＷＡＳＶＡ‐ｏｎｔｈｅｗａｔｅｒｂａｔｈｆｂｒ５ｈｒｓ・ Ａｎｄｐ－

ＲＩＥＤＡＬＬＯＷＩＮＧＴＨＥＣＯＮＣＥＮＴ－dinitrobenzeneandp-nitranilineｗｅｒｅ
ＲＡＴＩＯＮＵＮＣＨＡＮＧＥＤ：Amixture producedintheyieldshowｎｉｎｔｈｅ

ｏｆ５ｇＪｏｆａｃｅｔｙｌａｍｉｎｏｎｉｔｒｏｂenzenewas fOllowingtablelll・

dissolvedinacc・ｏｆｔｈｅｍｉｘｔｕｒｅｏｆ３ｏ

Tablelll

ThemixtureoFglacial
aceticacidandhydrogenp-Dinitrobenzenep-Nitraniline

peroxide（a）
５０cc、 ２．４９． ０．７２９．
１００cc、 2.389. 0.539.
150cc、 2.439. 0.429．

ＴＨＥＥＦＦＥＣＴＯＦＴＨＥＲＥＡＣ－ａｃｉｄｗａｓｈｅａｔｅｄｏｎｔｈｅｗａｔｅｒｂａｔｈｆｂｒ

ＴＩＯＮＴＩＭＥ：Ａｍｉｘｔｕｒｅｏｆ５ｇ・Ｏｆａｈｏｕｒｓ・p-Dinitrobenzeneandp-nitro-
p~nitroacetanilide，zocc・ｏｆ３０％hydro-anilinewereproducedintheyieldshown
genPeroxideand6occ・ofglacialacetic inthefO11owingtａｂｌｅｌＶ・

TablelV

Reactiontime（a）p-Dinitrobenzenep-Nitraniline、
３hrs、 １．４８９． １．４９９．
５hrs、 １．６５９． １．１８９．
７hrs、 1.979. 0.999.
9hrs、 1.999. 0.759．

ＴＨＥＥＦＦＥＣＴＯＦＲＥＡＣＴＩＯＮａｃｅｔｉｃａｃｉｄｗａｓｈｅａｔｅｄａｔａｆｂｒ５ｈｒｓ・
ＴＥＭＰＥＲＡＴＵＲＥ：ＡｍｉｘｔｕｒｅｏｆＳｇ・p-Dinitrobenzeneandp-nitrani,inewere
ofp-nitroacetanilide’４ＯＣＣ・ｏｆ３０％ｐｒｏｄｕｃｅｄｉｎｔｈｅｙｉｅｌｄｓｈｏｗｎｉｎｔｈｅ
ｈｙdrogenPeroxideand6occ・ofglacialfbllowingtableV・

TableV

ReactiontemPerature（a）p-Dinitrobenzenep-Nitraniline
６０ｏ 0.389. 2.899.
100. 2.389. 0.539.
120｡ ２．０２９．




