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Studies on Derivatives of Diphenylene Oxide. III
Some Derivatives of 2- and 3-Aminodiphenylene Oxide.

Yoshibumi OSHIMA

3-Acetylaminodiphenylene oxide (mp 178°C) was obtained by acetylation of 3-amino-
diphenylene oxide (]]) with acetylchloride in pyridine at boiling for 1 hour.

Similarly, 2-Acetylaminodiphenylene oxide was not obtained from 2-aminodiphenylene
oxide (])

2-Diacetylaminodiphenylene oxide (mp 128°C) or 3~ Diacetylaminodiphenylene oxide
(mp 104~4.5°C) was prepared from [ or ]| by acetylation with acetic acid anhydride
at boiling for 1 hour, respectively.

2-Benzoylaminodiphenylene oxide (mp 178.5 ~ 80°C) or 3-benzoylaminodiphenylene
oxide (mp 201~1.5°C) was prepared from | or ]| by benzoylation with benzoic acid
anhydride in pyridine at boiling for 1 hour, respectively.

Stable diazonium chloride of [ (mp 155.5°C) or [ (mp 142~3°C(d)) was formed by
ordinary diazotisation of | or [ with sodium nitrite and hydrochloric acid, respective-
ly. These are new compounds.

Z2~Hydroxydiphenylene oxide (mp 134.5~5.5°C) or 3-Hydroxydiphenylene oxide (mp
139~9.5°C) was obtained by diazotisation of | or ] with sodium nitrite and sulfuric
acid, and by hydrolysis with 30% sulfuric acid, respectively.

2-Acetoacetamidodiphenylene oxide (mp 126.5~7°C) or 3-Acetoacetamidodiphenylene
oxide (mp 142~-3°C) was prepared by reaction of | or ]| with diketene in xylene at
50~70°C for 1 hour, respectively. These are new compounds.

FHCBUL, Y P07 7o 72=vviFy P (AD) 5, DFDERKBI Y -

THENNDFHEKELERD 1] - 12,
O wwoachs QI NCoers
OGO
o
@Q[}NEN - 2H;0
§0+H
(O] - Oron
<R©'NHC0CH2COCH3




Uy ==V vty FEERCET R 35 207
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©\_—,©‘R 2-AD : R=2-NH,;, mp 125°C
0 3-AD : R=3-NH,, mp 98~9°C

1 [/
B B R mp, °C N %
Ny N
ACD | 3- NHCOCH; 178 6.21| 6.22
2- COCH, 128 5.36
DAD N< 5.24
3- COCHs, 104~4.5 | 5.20
2- 178.5~80 | 4.82
BAD NHCO-@ 4.91
3- 201~1.5 | 4.85
2- 155.5 10.19
DC N:Cle2H,O 10.51
3- 142~3(d) | 10,94
2- 134.5~5.5 | & @ R B
oD OH .
3- 139~9.5 | XEEL —FK
2- 126.5~7 | 5.18
AAD NHCOCH;COCH, 5.24
3- 142~3 4.91
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ADD 7 2 F Mk, 2-AD ¥ 7i33-AD OERREC MKEEE Y — K&z, & OICKEEEYnx
TEHBTHZ LY 3-ACD (mp 178°C)® %, i EXKEERR L i CEBTAZ LIt k b
2-DAD (mp 127~8°C)*’ % X 0' 3-DAD (mp 83°C)® %, ZThEhERTH, EHIXADDE /)
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HHKEERR L &P L, 2-DAD %7212 3-DAD 32 W Fh 80% Ll EDIRTCEL I, = DEE,
3-DADE A R /7 =~V X BREHTLRES X D EVBLE LR LT,
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2-AD E7211 3-AD D v Y O VBRI LY VA A R EA X2 T, 2-BAD (mp 178~80°C)“
¥ 721 3-BAD (mp 201°C)® R hENEB LD, FEIZ2-ADE2IR3-ADDO ) ¥ VBRI R
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BEBREKD O LEB IR TL2-BADE 1212 3-BADRERFREBLRD L& ot L1,
BV YA AR LB TV ABD CIVWRRE S5 25 2 &, LEBRREXKDOEEN 2L
WL ERERTHLELSRV VAN ERBE S TWE 225, :

3 TI72T7T=LFFL FEODC T/ =4618

2-ADDERER M KIBRICTREER ¥ — K /KR A ML TS 7 VL, ZOv7 VK% 60~T70°C
©2.5hr A0 L 1o ¥AW A B mp 155.5°COMBE %8, & Db Oihnghd 5 L BRACR L, B-
FTE=ADTNHYKERCELS L, FBEDEFELLET S, NN OFERL 25T DKE
EHTH 2-DCIe—F Lic, ChbEAVELT, o7V =7 aEr#E L, 3-AD b &<
FERIC LC mp 142~3°C () C 2 5-FDKEEF T 53-DCxME1, ZhbD2-DCk L U3-DCiL
BES&ErbE 2T, MBENERCRT A5 M2 54 0T, HN%ERY 7YV =y 2B LR
TN, LEAREI-ADFEAINCEDOL LTRAINE S Thb,

4 ErFoxiy7z=L>F%L FHR (OD)

2-0D #E&FXTHBEHERIS 7= vAFo F (D) 27 vaftl, 27 vad7z=vvEsd
¥ F (2-BD) 28T, Sy 7A»VEBETHIEHB T, 2-ADS ¥/ 2-BDO7 v £/ ) ¥ AR
IDERINDDTHLND, 2-AD 45 2-0OD #HE L DRIEYAARB L X 2iawy, 73 7%
T VILL, BEWKSHETCEBNE S vk LB Thi, FETHRRCL S, BRRETY
TV, OFRMASMRLUICESIL2-AD {4, 3-AD %, rAREELTS TV =2v AEEREL,
MERERIME T2 7 VLL, 30%EEEOHEBAF TEIEL T 2-OD% 185 Z L N TE 1, WEBIEL K
i NOY
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B bo

E#£1312-OD0EA & A L C3-AD%HildRi: T2 7 V(L L, 30%HERH TRIFL T 3-0D%
Bico Lo LIERIMEN DD T, ZORKY 3ODY &K T AT 5 DRIIRBFHYEE
THELERELBLELD,

5 TIIPTI=LFFL FEESHTTLEORRB
PERT 2+ 72 2=2Y FRT7T =Y V272 MEERR= AT A L ML T2 BT iehin®, o
r7vEFRTS LBEAIMESTEREND, LI TADRS Y TV RERAZRTT T %
2379 7z=2vvidFy ¥ (AAD) EE2EKT5H L 28 Al 2-ADECI3-ADDF v vy
WY r 7 v &L, T0°CMIETRISS ¥, 2-AAD % 22i33-AAD# 3 $ 952 Btk O iFs Rk
TRERTE I, ThHBRWTNLHEHT, TR0 » 7Y v 7BRSCFRAIHFI NS,
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11 3 TFEFATI/IST7I=LoFAFYF (3-ACD) O&RK
3-AD (mp 98~9°C) 2g # vV v 19mlicAn L, b7 v+ 1 1.3g (BiwEDL.5/) &
%, MW ETlhr &, WETYY v ¥ 5ml ¥CEiEL, K30ml kinz, %% =B, Kk
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L, # %/~ 15ml 55 LC mp176~7.5°C @ 3-ACD 1.2g (IXE49%) %18, XHIC 2
&7 — A 3 EERHER L Tmpl78°CoREEI3-ACD (N, EBR{E6.21%, HEE6.22%) %81,

102 2-ST7RFAFTIISTIT=VLyAFY K (2-DAD) OA&RK

2-AD (mp125°C) 0.5g ¥ fE/KERES Sml » % 1hr ¥, BA L, /K50mliciEE, B ED,
72—~ b 5ml B FaEL LC mp 127.56~8°CD2-DAD 0.6g (fXR82.5%) %, IHK 7=
— 2 3ml 55 HHES LT mp 128°Co 2-DAD (N, SEBfE5.36%, HE(E5.24%) %81,

1.8 B3-UTPEFLTI/STTI=ULUF%Y F (3-DAD) OAK

3-AD 2g » #E/KEEER 20ml X 2, BIHE AR L CEBLCRBERD Y # & 7 — v 6ml 2L B
# LC mp 100~2.5°C % 3-DAD 2.2g (R 81.5%) »42, IXbicx &/ —Amnb 3 EHERKS
LC mp 104~4.5°C © 3-DAD (N, ZEBR({#5.20%, FTHfE5.24%) »1871,

2 E/RANTEIVIT=LAXTLN

2¢1 2RUVAATFTIIS7T=LoFFY F (2-BAD) O8RK

2¢11 BN SM N LD TN

2-AD 0.5g% ¥ Y ¥ v 3.5ml T L, bV V' 1 10.5g%fnz,1hr &, 60°C ASEOHAE
TYY PV EIREBCHRERBEL, B, =@, K, %L < mp178~80°Co¥ 2-BAD 0.2g
B8, ZOREKICK10ml Ainz, LEA D, mpl76~9.5°C O 2-BAD0.5gh B0 TE
SREIT0.7g (M%) Th oto FIEER A & 7 — 4 10ml 75 BH#ES L C mp 178.5~80°C @
2-BAD (B3 28% L BERER T 28,
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2-ADO0.5g % v ) v 1I0ml T2 L, KEEBREKY0.75g iz, lhr B, vIovriy
2mlE CIREBEREL, £ UkhiEs#), mp 177~80°COH2-BAD 0.5g (X£64%) %18, A X
7 — b S LC mp 178.5~80°CoO B fast& »2-BAD (N, EBEd4.82%, HE1E4.912)
%1%7‘»’.0

22 3 RUVAATIIL7I=rAFY F (3-BAD) O/

221 BRI ANZLDBT VML

3-AD2g B IUCHE{Y VAL 1.9z %Y v 14dml AC lhr ¥ L, B3EHE RECHBLEL
T, mp200.5~1.5°C ¥ 3-BAD1.8g & »#Ei /K& Mz T4 UlcvkB & 4%, mp 195~7°C @
¥ 3-BAD1.4g 187, AiPNEXR LA LEENTh o MiEE 7 2 — kb 2EIHEEREL
€ mp 201~1.5°C @ 3-BAD (N, ZEB{#4.85%, :TE(E4.91%) %48,

2:2+2 REFMEADIZEET AL

2-AD: RREBREXKD L OBE L £ FARK LT, 3-AD0.5g 725 mp 201~1.5°C @ 3-BAD
(RUEEE G & BREBR ©—3D 0.45g %48, Z O ris b mp 198.5~200°C O3 3-BAD0.3g %18
720 HEMXE0.75g (NEI6%) Th o1,

3 TI)PTT= AR PEORERS T/ =94
3:1 2TFI/L7X=L2AFY Fhboi7 s/ oYuil (2-DC)
2~-AD lg, JEHEER0.92ml 35 X U7K 30ml #85°Cie ik L E 2B S8, %I L 4L L2-AD
BEERIE O BEHIZ, 10~15°C ¢ N/10 EREER v — X /K¥E¥# 55.7ml % lhr 10min G TF, 7V
fLltco ZHICEEER Y — X0.2gD7K Sml R 2 A%, 60°Cic 30min, 70°CiT 2hr fngk, SG48fE
KipE % v B, rREEE LT 10mC ¥ ClkE, %, =B L Tmpl28~33°C 08K 0.8g%
Bl Thx <y ¥ v 40ml CHEE L, mpl54.5~5°C DEEBYEY 0.6g% BHEER 1 Fe 237K
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3ml %5 F#E& L € mp 155.5°C © 2-DC (N, EBRf{f 10.19%, F5MH 10.51% (K245F&%F
& L) BB,

3:2 3 73727T=LrFFRY ERBLOLCTY=valE B-DO)

3-AD2g, R 2ml I X UK 100ml DA, 10~15°C ¢ N/10HEMER v — X KAR (f=
1.1095) 118ml%#9 2hr CHEF, o7 ViLl, LEBOLBL wjl, BiEdY —& 0.4g #imz, 60~
70°Cie3hrip®t, #H), £ U B-F7 v ~A D7 A BV KBKE D »F Y v 275 T5) 0.1gk
v L, »iER4°COWE CIRERML, 4 UkitBasEsn, mp140~1°C (d) 0#H3-DC, 0.2g
B, THERE (BER:k=1:9) »bE#EHRL T mp 142~3°C (d) » 3-DC(N,5E5HE10.94
%, EEAHL0.51% (K24Fa&HE L0, Fovyr—x R 2871k, i3DC ¥R fcuils
X O HERRERES = & D mpl41-3°C (d) ©3-DC, 1.4g%FEML L1z,

4 EFOFS2T7x=LFFL FR

41 2~ FaFYi7T=LrFFYF 2-0D) O8HK

2-AD, 1g, BEBEER 0.59ml 3 X 07K 30ml %k U T X &, »3, 10~15°C TN/10EHR
Y — X KEBH 55.7ml % 1hr CHET, 27 V{kli, 207 VK EL30%MEL1I0m] (LS, 1hr
L, BH, »BLT mp 133~8°CoH 2-0OD 0.9g %48, 7K 8ml A5 HfEf LT mp 134.5
~5.5°C @ 2-0D (BlEVic k b Al & iz 2-ODDOE f & BEEBR L T—2) 0.2g%4, B
v A»H mp 134~5.5°C © 2-0D 0.2g X B L O CTHREX0.4g (E40%) Th -7

4:2 3-bFaFvir7xobrdFy F 30D OAH

3-AD lg, AR 0.7ml 35 X 0VK 100ml OBERIC A B OR(LD VY iz, 30~5°CTN/108E
e v — X 7KK 58ml % 7.5hr CHE T, ¥ 7 V{bliz, SEROEEWY =3, wik% 30% HHhiR
50mlicinz, 2hr ZEEL, ©3, w©iB, IEER/K 110ml 226 FHES LT mp 139~9.5°C (BUE
I VAR ENTI-ODOEED & —3) ©3-0D, 0.2g (NE20%) %15

5 TI)VPTT=LFF L FPRESCHTTLDRIS

51 27RFZRII/ICTI=ZVLUFFYF (2-AAD) O/

100mlD =07 5 A=1c2-AD (mp 125.5~6°C) 2g% ¢ v, Fo v v32mluinz, 50°CIThnE
WX ED, HFEIERND, ¥ T v (bpd2~2.7°C/25~30mmHg) 0.92g% 50~70°C¢20min
FELUTHE T LI, H TEHHROSMmInTHE DR BAWTH LIk Chics’, & 5 i215min, 60°CHBE T
FF eI, —KKE, =B, /K¥E, 1%L Tmpl26.5~7°Cn2-AAD 2.6g (U(89.5%) %48
fro EE2-ADE ORBEBR CEHEDOET YL BT, XV ¥V 28ml 75 F#ES LT mp 126.5~
7°CD2-AAD (N, FE5#5.18%, HE(E5.24%) 2.1g%hE 1,

B0 v A 1I9mI ¥ CRIERNE, 4 U7ortBi 8%, mpl22.5~3°COH2-AAD (EF 2 DR
BISRC—E) 0.15g% 457 O THIE MO EIL 2.6g+0.15g=2.75g (IXNRM.8%) &7t -tz

52 3-F2IrTRYI/CTI=ZLYFFY F 3-ADD) O/

200ml ORI 7 5 2 2 13-AD (mp 98.5~9°C) Sg& & b, Fo L v40ml &z, 40°Cic s
BRI, HF<ERND, P77 v2.37g% 50~70°C T 30min 2 LT T L, # FEISH
15min CREEMA T U, 20minTELEOFEEN T T IS ¥ REEC L » DT, F v v 10ml
B3EM L CRIEE 230 o i FH40min % v~ TR 2 —RHE L, =i, X, %
L T mpl36.5~8°C DHI3-AAD 6.7g (UXFHRIL.8%) %487, i 7Lz ~Lhb 2 BEHGL
Tmpld2~3°CD3-AAD (N, SRfE4.91%, FHHAES.24%) 5.4g% B
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RO w W SmIE CRIERHNE, 4 UABa %) mp 136~7.5°C OMI3-AAD (B & DEM
BRT—2) 0.35g% 87D THI3-AADDIXEKI16.7g+0.35g=T7.05g ((HKI6.6%) &7 =1%o

FETPrvz=2vvadsry FOSBRL T o SRONBHSK KL THETHBEZEL B
LB LET S, BIRBO—TITXHEBERAE RBREHF) CX o Z L L UERHORYE
T 5, BRCERCH N SNk EiRnres, WN%—, SETE, RURECHBCEHOTY
#£1 5.
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