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On Ihe Cover The reactivity of in situ generated allylic phosphorus ylides．derived foi-m allylic cal"一

bonates or allenoates with tertiary phosphines．towards aldehydes iS summarized bv Xu

and He on page 1 1 59，primarily including stoichiometric phosphine—mediated highly

stereoselective Wittig and vinylogous Wittig olefinations to provide polysubstituted

1，3-dienes under salt—free conditions，and several phosphine—catalyzed annulations to

afford 5-and 6．membered oxygen heterocycles．

ACCOUNT

Studies on Reactivity of／n situ Generated

Allylic Phosphorus Ylides with Aldehydes

Xu，Silong；He，Zhengjie4

Chin．，Org．Chem．2012，32(7)，1 1 59

P尺3-mediated
0lefinations

厂1五石一

，EW旦G圈in situ

formed／7"≯EWG，业掣
／PR3 垦鱼旦鱼。

R．八∥办EWG 户凡一catalyzed
Annulaf幻ns

．，LEWG R飞愈R'
R／飞／N

．

RI
R． ＼EWG

0H

飞．／』沁，R
EWG

R

This account summarizes our recent work on the reactivity of in situ generated allylic

phosphorus ylides with aldehydes，primarily including stoichiometric phosphine-medi-

ated highly stereoselective Wittig and vinylogous Wittig olcfinations to provide poly—

substituted 1，3-dienes under salt—free conditions，and several phosphine—catalyzed annu—

lations to afford 5一and 6-membered oxygen heterocycles．

哥冒豇掇
New Progress of Researches in Fluorene

Compounds

“磊：蕊驴

④ ④
。昏m
、- E

The syntheses of fluorene derivatives and their potential applications were extensivety

investigated and have been become highly active highlight in recent years，and the pro-

gress is quite rapid．Combining with our researches and referring other works from lit-

Huo， Yanping幸： Fang，Xiaomin窖；Huang， eratures，this paper systematically reviews the recent advance in the research and de‘

Baohua章；Zhang．Kun；Nie，Xia01i；Zen岛 velopment of fluorene in organic electro—luminescence materials，two—photon absorbing

Heping+ materials，photochromic materials，solar cells，medicinal chemistry and SO on．The per。

Chin．，0rg．Chem．2012．32(7)．1169 spectives ofthe foreseeable future arc also presented．

http：／tsioc-journal cnl 回套@201 2 Chinese Chernical Society&SlOe。CAS
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Progress of Lipase-Catalyzed Ester

Synthesis in Ionic Liquid

Lipase--catalyzed synthesis of esters in ionic liquids

’{

_t

Li，Jing：Wang，Jun+：Zhang，Leixia：Gu，
various ionic liquids as the media，process factors，strengthening effect of field and

bio．-,--
一

shuan盂fhuang知u、Fuan：Gui：Yuewei reactors in the lipase‘catalyzed ester synthesis process·Moreover,some future perspec-

@眈i Org,一Chem：2012，32疣1 186
tives on enzymatic synthesis in ionic liquid are discussed·

Research Progress of Synthesis of Bis·

(indolyl)methanes

Gong，Haiwei；Xie，Zhengfeng+

Chin■Org．Chem．2012，32(7)，I 195

X

×=O NRo

R2 Catalyst

R

Bis(indolyl)methane derivatives are well known to possess various biological activities，

pharmacological activities and have applications in pharmaceuticals．Recently，there is

an increasing interest in the synthesis of bjs(indolyl)afkanes．The paper makes a sum—

mary to the synthesis of bis(indolyl)methane derivatives in term of the kinds of the

catalysts on the following：(1)Lewis acid catalyst，(2)molecular iodine catalyst，(3)

protoic acid catalyst，(4)solid—borne catalyst，(5)heterpoly acid catalyst，(6)small me—

lecular organic catalyst，(7)coordination compound catalyst，(8)ionic liguid catalyst，

and(9)other catalysts．

Research Progress in the Construction of

Aromatic C—N Bond from Activation of

Aromatic C—H Bond

Xu，Juan；Wei，Zhen；Li，Jiarong+

Chin．，Org．Chern．2012，32(7)，1208

：NR2

H
N、 一

Ro Strategy A

catalyst

HNR2R3
NR2R3

O】catalyst
+H20 Strategy B

Amines are important compounds that are feud throughout the pharmaceutical，bioac-
tive natura】products and agrochemical industrias．The transformation from aromatic

C—H bond tO aromatic C—．N bond iS an important organic conversion．It iS an effective

method for the construction of aromatic amine．This transformation has the characteris—

tic ofatom economy，sustainable development and environment friendly．This review is

focused on the research progress in the direct amination of C—H bonds in the past dec—

ade．

Chin．J．Org．Chem．2012，32．I—Vlll @2012 Chinese Chemical Society＆SLOE：．CAS http：ttsioc-journal．cn／ 11
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progress of their synthetic strategies reported in the past 5

Fang，Xubin；Fang，Lei+；Gou，Shaohua+

Chin．，Org．Chem．2012，32(7)，1217

years is reviewed．The representative examples，which have been divided into four

categories according to the usage of different key intermediates，are selected and dis—

cussed in detail．Special emphasis is put on the newly developed cyclization reactions

which may be useful for the construction of the tricyclic backbone of carbazoles．

Biosynthesis and Combinatorial Biosyn-

thesis of Erythromycin

Wu，Jiequn；Liu，Wen；Zhang，Siliang+

Chin．■Org．Chem，2012，32(7)，1232

Combinatorial biosynthesis plays a growing role of

drug discovery and development in the fields of biol-

ogy,chemistry and medical sciences．Erythromycin，

as the model molecule，has long been appreciated for

the investigations into the biosynthesis of natural

products and their associated structural diversity by

pathway engineering，

ARTICLES

Synthesis and Fungicidal Activity of

Novel 3-(1，3,4一Thiadiazolyl)-1，3一bezoxa—
zines

KoH．TBAl

S—／

∞氐虱
R

Tang,Zilong*；chang，shuh。ng；Yan，Lin．A s．e．ries—of no—vel，一3，-(1．,3．,4．-．thiad．ia．z01．y1)-1,3．-bei、nz．oxazlisneasndwer⋯e pr—elp2arbedpinha4s7e％仃～an6s2fe％CuiMei ‘yan；LiuHanwen yields from 2-(1 3 4-thiadiazolylammomethy)pheno GH2G Y
． ，

，，
l ls and i2 b pnase住ansier

Chin．J．org．Chem．2012。32(7)．1241 catalysis reaction for the first time·

Syntheses and Application of Aminated

Benzimidazole Derivatives in Transfer

Hydrogenation Reaction of Ketones

1

R

1a一1

NH2

NH2

(0H3)2，CH2C6H5，H2CH2C

O

Ru．L

／-PrOH肛PrONa

O

0H

OH

A series of a—amino-benzimidazole derivatives were synthesized．The catalytic capab-

Duan，Kai；Li，Xiaona；Li，Yunqing；Wang，lities
of combination of柚inatedbeIlzimidazole deriVatiVes with Ru compound were

Jiaxi* evaluated in transfer hydrogenation of ketones．The reaction condition was optimized

c而加．，Org．Ch8m．2012，32(7)，1247
and the highest TOF was 40200 h～．

Synthesis and Bioactivities of Novel 1，2。

4一Triazolo[1，5-a]pyrimidine Derivatives

Containing 1，2，4一Triazole一5一thione Schiff

Base Unit

CH3

厂巡N太s

∥≮玲c—
Xiong，Qizhong：Lin，Xuanfu；Liu，Junhu；

thione Schiff-base unit were synthesized through sequential reactions of etherification，

Bi，Liang；Bao，Xiaoping+hydrazinolysis，salification，cyclization
and condensation．Preliminary bioassay indi。

C矗搬z 0璎．Che掰．2012，32(7)，1 255
cated that some compounds exhibited certain fungicidal or good anti-TMV activities．

III http：／／sioc．journal．cn／ @2012 Chinese Chemical Society&SIOC，CAS Chin．J Org．Chem．2012，32，l～V
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簇晦唧b舱一州卧拙0l捌c％N令≯≮一酬A series of diphenylamino—substituted arylene-ethynylenes SCl～SC5 were synthesized

Fang，Jingkun+；Yu，Xian；Yang，Xin；Li， by Sonogashira coupling reaction and protect—deprotect of trimethylsilyl(TMS)group．

Wenfeng；An．Delie4
Dye—sensitized solar cells fabricated by SC5 exhibited 4．2％of solar energy conversion

Chin．，Org．Chem．2012，32(7)，1261 efficiency(叩)·

Synthesis of Novel 1，4-Dihydropyridine

Tailed Porphyrin Compounds and Inves-

tigation of Their Antibacterial Activity

O(CH2)nO

Ph
3ZnP：n=3，4ZnP：n=4，5ZnP：n=5

6ZnP：n=6，7ZnP：n=7．8ZnP：r／=8

H

Bromine—alkoxy一1，4-dihydropyridines(2)were synthesized by a two—step reaction from

Zeng，Rongjin+；Yao，Fei；Wang，Hui；Shen， ethyl acetoacetate，phydroxy—benzaldehyde，ammonium bicarbonate and 1,3一dibromo—

Pengfei propane·The new twelve porphyrin—1．4一dihydropyridine diads were synthesized by the

Chin．，Org．Chem．2012，32(7)，1270 reaction of2 with 5-(4-hydroxylphenyl)-10，15，20一triphenylporphyrin·

Synthesis of Substituted Phenylpropyl ．H． ⋯． A series of substituted phenylpropyl aldehyde thiosemi—

Aldehyde Thiosemicarbazone Compou。厂太r，＼V仝N／N＼rNm carbazone compounds were designed aIld synthesized
nds and I heir Bioactivity on Tyroslnase蚁 s from the starting material of substituted benzaldehyde in
of Cotton Bollworm “

6 5 steps．Their structures were characterized by IR．1H

Xu，Yan；Wang，Zhen：Ling，Yun：Dong， NMR，MS techniques and elemental analysis．The bioassay result showed that all of the

Wei；Xing，Jing；Liang，Pei；Yang，Xinling木title compounds exhibited higher inhibitory effect than commercial reagent tropolone on

Chin．，Org．Ch8m．2012，32(7)，1278 the tyrosinase of cotton bollworm，Helicoverpa armigera．

Direct Use of NaCN and Aldehydes in

One—Pot Asymmetric Synthesis of Cya—

nohydrins by Crude(尺)一Oxynitrilase

oAc堕HCN+AcO-oAc——， +
‘

rac-2a

N

OAc

R-3a

CN

=(R)一oxynitrilase

Solid sodium cyanide(NaCN)could be directly used to substitute volatile HeN as eya-

nide source in the one-pot asymmetric cyanohydrination of aldehydes catalyzed by

crude俾)一oxynitrilase from almond with enough acetic acid to restrain the nonenzy‘

Zheng，Zubiao；Yao，Lulu：Li，Zhongzhou；
matic reaction and racemization of chiral eyanohydrins·The e腩cts of acid，crude

Li．Xinjun：zou。xiIlzhuo幸 僻)一oxynitrilase，volume ratio of water phase，NaCN and reactton tempe觚re on tlIe

Chin．Ji o嚷．Chemi 2012，32(7)。1284 reaction were investigated．

Chin．J Org．Chem．2012，32，卜。VIII@2012 Chinese Chemical Society&SIOC，CAS http：／／sioc-joumal．cnt IV
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Photoinduced Single Electron Transfer

Cyclization Reaction of N-(Amidosilane
terminated pOIybenzylgIycine peptide

chain)一2，3一naphthalimide N＼／Ph

hv

CH30H一30％H20

46％一63％

O=SiMe3
O

2a～2d(n=0，1，2，3)

Jin,Yingxue；Wangq，Jiach。an．ng；，。Yune,，．Q。。u。nhfeⅢn}g；bgelenzeylelgcltymcnin；apnespfetirde chain)-2,3-naphthalimide。(1H)，3c。o％uldHu2n。desr。gloveantpht。otpori。nvdiudceedn。svine-l

Qu,Fe，ngnyu；Wrezi,：huquan；Tan，Guanghui木 斟e删m：‘怒c2ycinhlizamtionere．actio⋯n in．M．eUH。∞Ⅲ2Us01旧m的p1叫1Qello旧1(hi”．，鲰国硎．2012，32(7)，1290 cyclopolyglYP。Ptld。8 2 m nlgn‘。glOSeleCtlVlty’

Semisynthesis of Bioactive Flavonols

and Aurones from Naringin
R20

1 R1=R2=R3：H

2R1=R2：R3=CH3

3R1=R2=CH3，R3=H
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Sequential One-Pot Synthesis of 5,6，8一

T r．hydropyrano【3’，4’：4，5]thieno[2，3一d】PY-

rimidin-4(3M—one

Chen，Li；Sun，Shaofa+；Song，Gongwu

Chin．，Org．Chem．2012，32(7)，1314

"]+CNCH2COOEt+S———-．-

3

HR2

NaOEt

2

Ph3P，C2C16

NEt3

4

Nineteen novel 5,6，8-trihydropyrano[Y,4’：4，5]thieno[2，3一d]pyrimidin-4(3／／)-one deriva-

tives were synthesized using the sequential one-pot reaction，from 4,5，7一trihydro—

pyrano[4，3-明thiophen一2一ylimino·triphenyl—phosohorane，aryl-isocyanate and primary

amine or secondary amine．Their structures were characterized by 1H NMR．IR and MS

techniques．Meanwhile．the structure of 4a was further confirmed by X—ray single dif-

fraction method．

NOTES

Synthesis and Characterization of a

Novel Fr6tchet Dendritic PhthaIOcyanine

Zinc(It)：Tetra一{3，5一di-【3，5一di一(4一carboxy-
lic benzyloxy)benzyloxy]benzyloxy)Ph—

thalocyanine Zinc(11)

R

A novel Frrtchet structural dendritic substituted photosensitizer，tetra一{3，5·di一【3，5一

He，Dandan：Zhang，Hong；Peng，Yiru*；Ma，di一(4。carboxylic benzyloxy)benzyloxy]benzyloxy}phthalocyanine zinc(II)(6)，was

Dongdong；Wang，Yuhua；Yang，Hongqin； synthesized·The photophysical properties of 5 and 6 were studied by Uv～is，steady

Chen，Wanlin；Zhang，Tiantian
state and transient fluorescence spectrometry·The compound 6 is a kind of good per-

Chin．，Org．Chem．2012，32(7)，1 320 formance ofdendritic photosensitizer·

Synthesis and Biological Activity of 1·

Aroyl-3一【4一((2一cyanoimino一1，3-thiazoli-

dine··3-·y1)methyl)--thiazol—·2--y1]thioureas

Dai，Hong+；Miao，Wenke；Liu，Jianbing；

Wu，Shanshan；Qin，Xue；Zhang，Xin；Fang，
Jianxin+

Ch／n．，Org．Chem．2012，32(7)，1 327
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Fourteen new 1-aroyl一3一[4-((2一cyanoimino一1，3-thiazolidine一3一y1)methyl)-thiazol一2-y1]-
thiourea derivatives were synthesized．Their structures were identified by 1H NMR

spectra and elemental analysis．The preliminary bioassay exhibited that some com—

pounds have certain fungicidal，plant growth regulatory or herbicidal activities．

Chin．J．Org．Chem．2012，32．I～Vlll@2012 Chinese Chemical Society&SlOC，CAS http：／／sioc-journal．cn／ VI
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One·-Pot Synthesis of Novel 4·-[(5-Aryl·-

1，3。4-thiadiazol一2Iylamino)methyl]phenol
Derivatives H。仓㈣+A，义N-sN火

la～1l

(1)110℃，10rain

NH2(2)NaBH4，CH30H，1 h

HO

N—N

HN义。火A，

2a一2I

a Ar：2-CIC6H4；b Ar：3-CIC6H4；c Ar：4一GIG6H4；d Ar：C6H5；e Ar：2-CH3C6H4
f Ar：3．CH3C6H4；g Ar：4-CH3C6H4；h Ar：2-CH30C6H4；i Ar：3-CH30c6H4；
j Ar：4一CH30C6H4；k Ar：4一BrC6H4；I At：4-CF3C6H4

A new class of 4-[(5-aryl‘1，3，4·thiadiazol一2-ylamino)methyl]phenol compounds were

synthesized via the nucleophilic addition reaction of 5-phenyl·1，3，4一thiadiazol一2-amine

with 4-hydroxybenzaldehyde，dehydration and reduction of unsaturated double bond in

one—pot．This procedure has the advantages of short reaction time and simple post

Liu，Hanwen木；Pei，Wenchou：Tang，Zilong treatment．The structures of the products were characterized thoroughly by NMR，IR，

Chin．，Org．Chem．2012，32(7)，1 332 MS techniques and elemental analysis．
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termediate of Eudesmane Sesquiterpe—

noid Analogues via Diels-Alder Reaction
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Synthesis and Characterization of Ho-

nokiol Bridged Porphyrins as Photosen—

sitizers

Ph

Ph
2H

Four pairs of honokiol bridged porphyrin isomers have been synthesized and character-

Huang，Qimao；Wang，Siwei；Deng，Pengx— ized，their production of singlet oxygen was determined with DPBF as the quencher，the

ing；Zhou，Hong；Hu，Xuelei；Pan，Zhiquan+photocleavage ability to pBR322 plasmid DNA has been tested by gel electrophoresis

Chin．，Org．Chem．2012，32(7)，1 344 and the interaction with CT DNA was detected by UV-Vis spectroscopy preliminarily·
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