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N INOFHETICt-TFve Rouvt 2y FREERIE
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5 HRERTROPCG LT RAFR v /2D A
(PhCOO);Mg & L,2-vTmEv oty i iF
R TCEXBRG®OZBNWIELADT, Th “Yoan
FE L MgBry LOMAELE” 2 | @D Mg-3{E

LA LTEbETRE LD TH 5.

FISHORD “H” 13 0°C itk T d#Rr i iBER
bt HERINREZ L, “+7 ISFRT B>, 5T
BRI HESh D (Mg-3%E» 2 ffe v O E
BEESIHB) Tk, =7 REET 10 FEABED
Mg-HE LB AMKE L < 3£ KT, (50~60)°C
T 100 LA LD RREM Mg-7 < bt & & & bic It
LTI HBRIND T EBTRT.

a o EHMEIGOR ICEWT, “O” BiEEs: & LT
WRTE, X7 XBEARTRE, 7 BRIV LVWRG
o (B) Xix (C) et o LERRL, (A)
Xix (B) RCTHETEDZ L&2TT.

(A) Rk (B) Bt X - THETE %@Ly (1,
I, VII, IX, X, XI R XIV) oOfEic X % s
3T 98% LLECH o7, (C) BT X » T HET
% 5@f b (11, 1V, V, VI, VII, XII Ryt XIII)
D5b @Rt s I (IV) oBgir#ticx s 0-0
B OUBNC & » TERT 5 7 v a — VO REIS I
XoThavEA4 rBBbIh 3 e vYRICHY TS
HBElERBLhs®gs, III, IV ROV iz 1l sy
YT A EEEY S 2. VIIIZ2 2l boa ¥
L7, WMEBEDESOEBKE, 7. L
C=N %3 O-0 ELHEDTLETH - T BHISHT
vk avEEELTb v Ev S EkTic (C) #
O A . S0 EDERL SOV TOHEREIX
#BioR~3b., XII BU X1 oS cilxthnsfhl s
W, L8 =D a oELFEEL .

Table 1 25O, X 51, (1) =op Mg-3H
LG DdEke 1, VIIL X, XI, XIV i1 (A)
HRCE > TIHETE 5. (2) 'Y =« — VB ERBUG
Fom, < >+MgBry” &S Ui ilBics 11 &
IX 3 (B) BZ X o TIlETE . (3) »WTho Mg-
B L QRS L vty U, 1V, Vv, VI, VII,
XII, XIII oisE it (C) EMAUE ThH5. Lk,
(D) BE (2 OBEGoY ) =v—VRBLED KIS
F 5 AR BRI OV TIREEICIRE Lcd T L
T TR 5.

32 JYZp—NEEEORBREIYVIEZLAY
EDREOBMOBMLEA
ERoXdic, €7 F5 & Fu7 35 (THF) e
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DT =y~ E, SUKEEEIRE e b ok
Toav{LkTvh ) EORG E O, BBk
BH5H. Zo0—ReEL B s ISOMOB#EM, DA
ToX S CBHENT v RTOREL BT L TEiRT 5

ZENTED.

Thabb, NToRFOIIFEFHSET =4 &7
== NVEONIFA L THE TSIV YL, RtavE
AF L DMAFALCHEBH Y IARIEF P Y aiE
PET BT LA, 0-0O FHHORBEHE~DT =4 5
LOBFOZED 2RETHEH 2T V. R (2)
RO () —RfbLTR (4) X SEBETES.

0
(|: 0 C< N € D)

/x:\iL/Y_

X BEATFuET
Y--Z+ : Ph—--+MgBr, I--K+, I--Na+

Ta b HTHLBEBEROY (er=6.2 at 20°C)
BRTHLHERPCcoavbF Y v aavibr )y
AV, (A) RO (B) TR FEROBV KEEAT
W EDBRE R T 2O OR/NLEREL TN R
THHDT, KEBHEZA4F UM ELTHELTWS EH
Zbhp®. (C) BT XSk EoTheT
3 %. Tsuchihashi 5,538k 7 V0 — VP COBEEL X
A NVEEaSET VA ) LOEERIAEIC VT
DLROKOFEMBPEISEELZE L ETECHERE
FEL TV 5039, ZHRKDIRIMC X 54 F o xfofgtk
DR, N (4) CRT ISR NVKR= VRO F
FUNORNOENHO LN LI B LFELLN
5.
Hol (A) e BERER -7 F V2 X7 MR
LT, BEROILBIE V7 & b (e,=20.7 at 25°C)
Nz, FiR - BERTC 4 REMRGE Lol Lica o #
BIRE LcfE % Table 2 /R L7z, BLLRT &
N OTIMC X - TGRS hTED, 1050
M RE SN TWVWAR XS IR ZD. COFER, FE

Table 2 Effcct of added Me,CO upon the
titer when method (A) is applied
to peroxide II

Alkali Me,CO ;dded (ml)

iodide 0 1 pos 0
Nal — 80% 55% 7%
KI 49% 19% 3% —
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ROLBHIF 7 & b oo Fnos K- 1 F U0 ig
BEZHE DMEIET, 3ok h Y v A (k3 vk b Y
v &) IREKBHEPDO (KHI1-), Sa5KkE SESET,
R a2 (RE LR TH B LELDND.
—%, 7Y =2~ VRAROBEPOFIERBTE L T
V¥ Ashby Bic X 5 BEfEAHIR DY, v Frz—F
w2 THF OB@RoOEERIC X - T XxE LT ZRHER
RUOHKERGAER L LTHFELTWARZ LN HL2IEHh
oW, X, BELEWHETCRWTRS Y =+ —VEk
ROLBERERTS L LHRESNTVLER. b
% Schlenk OFHIER O) koA h®, RE=

X.
2 RMgX = R-Mg/~ “/Mg-R =
X

R R X
R-Mg\x\}Mg-x S R>Mg=;_ X>Mg

== R, Mg + MgX, oeeemerenrnennnn(5)

Tav o OEORN - BREEY NMR X -T
ERxhTWws™, X, THF hciiv = Fovx—F v
X0 LR - FRAORENNIV. o, FY =
y— VR EORE%E THF dhcfT 5B Ew RMgX id
BMEBH&RC R-+tMgX 0 X dic4 F oxtd Bk LT
Bh, zoBTaLTIVR Y EORG L OIGEEND
5. HELERISK BT 54 F oo REic onwWTidE
& LT Szwarc S X - TIAICIIZE S T 55339,
Pl s L e oo RIS oE L £ o Lfl2 /D
DTHHS.

4 =y RO N

D EDEBIC X T, FEBHBILIMO 3 v RHEICES
LG, REIRTVWISKO 3y EfREORGEHOH
25, (A), (B) RO (C) o=}(Ex REWLDLO
ELTRALS D EPBHLNTH D, ERRDOGITICES
L@t orscESnwe, A, B 3G 3 5k
REAEL (FRThoURERZED) TilEEL R
THTLENEMTHAS. KHEELBRRILHOZ BT
DEHTD.

(A) &

i) BHVE B (R-lcl-o-o-H) BT v F v
o)
b Feo@gikh (R-O-O-H)
i) o7y VBRIt (R-cna-o-o-(uz—w)
o (o)
iil) BHESRRT LR OBERLY
(B) ¥
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i) BHNVEUEBI T

i) BHEx —FVEBER R OBELY
(C) &

i) BEMbo-t-7F v

i) BHE C=N 2ol th

ZOHEITOWT EMBEET R EEEE T d
5. (A) o i) 1k -O-O-H A FpoD TrhtkK#
FEFOREBRAALTL 7P ) = v~ VB LD
FISHEOBRIICOIEE T ARBORNEHEN TH 525, @
RRBHREL-TFV (LRI IN) & Favt iy
Kig Sk oFIREOED THVWHOBREEh, A
W EDEEDMLI N TWBDOTHEIMmX 2.

Table I @b XIT RO X i3y 2 ans
Hox L EREODOT (A) BEHSEHTE 5 WREH:S
DM, 2,6-hiD t-T FNEOSIEEEFED DI, BV
Ko VEBRESR A F A o REATERY () =x—0V
#F D THF Oiav BEMOD ERER EDTrSH
v) 0T (C) s ELA5. XIV X 4oz —7
WVEEOBHRIC XD (A) EIERTE M.

WHRETF 2o ik VI, X, XI BERERTF
O IX X b RELRGHE T ERRE, BRIk
HEBFrC L HEMENVBERTOLhI I RSV
zZleXBEHEXLNS. @b VII OREMRIET
k72238, B HBUCORRAPK (6) KRT XS
C-O #ADRAEELTHRAELIHITHD T 22
L. oz, RETLIHBRERDD 17 Lo
MEFCOR G EBMEEOE SO DREATHD LF
z b, VIIOMEABEERBREDLZARWIEEHh
Tz BEEH VIeowTd 3 v YROMEE
PELNEPHETIHBERW EORIGIC X S T A
HHNLTWAD., ZhbDOMBEMS 2R T 5 7o DI 133k
I VLB o I & EETCA A VINRIIR N LR TTHO
DARESLETHS 5.

Ph,(li-O—O—G (CH;);
N=C
— Ph,(ll- 4+ .O-0-C(CH;)y - (6)
N=C

A CABILY 7V FVECBE L TR=Z2D 7V ¥V
ERLDTEIRTH o TRECHIBLADL DDA Z
B3t L. O-O BEOBIC Ny U WRIKERF L2
LODPSIERICX - T HY B8P BR (7) 0k
570 G XhTws®., E2iE, FlkoTvs
vk RO BRI TR Vv 0a v EMER L LT
Hercules IT #:2 Eb5h T35, Thboi@g{td
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CH,
]
——Ph-C=0 + H + O--C(CH,),

==\
Z_
—7+

\r

Ny
| |+ HOC(CHy); - (7)
A4

B—RECALE TEHMEROFAM»RETDH > THIH
OCAEED TRV &, RORK (7)) 0 X 5 iniE
DRARL & » THRRRIEMC L DR RH D 2 &
ZER UTEHEBROBN > SRV, 2h b0@E b
oW, afikEREFE2FROBBLY 7 VFVED
4 F VHEREE & O RGOS O B BRI FEAR I AR
HBLETH .

FRBBRILME —BCRRETH > TRV IRVICEE
ZETLL0M8SVH, FRRTHRIT LA I~NXIV 3¢
NTBPHRECHE - MU TE 50T, HWEMICIRD
NTRVEIBFFAEIBNLDOTHS. X, RENHE
ExROBRBRLHSRALINTVWLDT, chbioxd
%3 O REEEORIRER L Lot & S S hvis
ERSBHOMRCHERTHES S EHEZD.
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A criterion for the selection of the appropriate
iodometric method on the basis of the structure
of organic peroxides; Effect of the neighboring
heteroatoms of peroxides. Masao Oxuso, Hiroshi
Sarrd, Toshiaki Towmivoshi, Takutomo KowmaTtsu,
Kyoko TsuruTta, Yasuyo Sonopa, Kazuki Orsmr and
Kiyoharu Isacar (Department of Chemistry, Faculty
of Science and Engineering, Saga University, |,
Honjo-machi, Saga-shi, Saga)

Fourteen organic peroxides, which have different
structures, were examined regarding their reactivities
towards phenylmagnesium bromide in tetrahydrofuran
and towards alkali iodides in acetic acid. The per-
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oxides examined are structurally classified as follows :
i) diacyl peroxides, -C-O-O-C-; ii) peresters,
I} 1!
' O O
1 t
-C-0-0-C~; iii) di-t-alkyl peroxides, -C-O-0O-C-;
i} I 1 |

iv) a peroxide having neighboring ethereal oxygen
atom, —(ll—O-O—(IJ; v) peroxides having neighboring
Et-O '
amino nitrogen atom, -(:]—O—O—C—; and peroxides
>N | |
having cyclohexadienone groups; vi) —(I%—CzCH—C't—O-

O-C-, and vii) ~C-G=CH-C-0-O-C-. The peroxides
' O Me-O '
i), v), and vii) react smoothly with the Grignard
reagent; they also react easilty with KI in acetic acid
at room temperature (the simplest iodometric method).
The peroxide ii) reacts smoothly with the Grignard
reagent and the peroxide iv) reacts slowly; the ad-
dition of a catalytic amount of ferric ion is needed

ER: —B{LREF v+ VY~V ABIZIB5KBILVF Y 2hDkEOER 333

to achieve the iodine-liberation at satisfactory rates.
Any of the peroxides iii) and vi) does not react with
the Grignard reagent; these peroxides have to be
decomposed thermally in refluxing acetic acid for the
iodine-liberation. Thus, it is evident that the higher
reactivities towards both of the two apparently dif-
ferent types of reagents are realized when the peroxide
has neighboring oxygen or nitrogen atom. This result
can be understood if the effect of the coordination
of the lone-pair electrons of these heteroatoms to the
counter—cations (Mg, K, and Na) of reagents is taken
into account. On the basis of this result, a criterion
for the selection of the most appropriate iodometric
method from the three representative ones was pro-
posed.
(Received Oct. 1, 1976)
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