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OntheCover An Iron catalyzed deoxygenative diborylation of ketones to access a variety of

gem-diboronates has been developed．In this reaction，the commercial available B2pin2

was used as boron source．Mono-or di-functionalization of such internal gem—diboro-

nate has also been explored to demonstrate the synthetic potential of internal gem··di··

boronates by He，Fan，Xu，Hu，Wang，Wu，Xia and Liu on page 3438．

哥蛩砸积暨

Recent Progress in the Suzuki—Miyaura

Cross-Coupling Reactions in Water

Xu，Peng；Duan，Xinhon94

Chin．，Org．Chem．2019，39(12)，3315

Progress in the Suzuki-Miyaura cross-coupling reactions using heterogeneous or homo。

geneous catalysis in water in recent years is reviewed．

Recent Advances of Transition Metal-

Catalyzed Aerobic Oxygenation with Mo—

lecular Oxygen l—C—H

or

I，：

I一尹?

9
一{o

＼cO
＼o‘、
／c＼ ，

The new applications of transition metal·catalyzed oxygenation of C—H bond

Wu．Jinwen：Zhu，Jiawen：Li，Hui； Wu，
activation and C—C bond cleavage with oxygen as oxygen source are discussed·The

Chunlei：Shen，Runpu木；Yu，Lemao宰
recent progress in trans。metal catalytic oxygen insertion of ketones，aldehydes，alkene，

Chi胛．，Org．Chg所j 2019。39(12)。3328 alkynes，arene and aromatic heterocyclic compounds is reviewed·

Recent Progress in Transition Metal—Free

C—Heteroatom Bond Formation by Func-

tionalization of C—H Bond in lmidazole—

Fused Heterocycles

Xu，Xinming+；Chen，Demao；Wang，Zuli

Chin．一Org．Chem．2019，39(12)，3338

扩v≮R
＼s人N／

R

N

R

The recent progress in the incorporation of heteroatom into imidazole··fused heterocy··

cles is introduced through transition metal—free C—H functionalization and their mecha-

nisms from a new perspective is also elaborated．

Chin．』Org．Chem．2019，39，I～lX 9@@2019ChineseChemi郴oc．嘶＆sIoc，cAs 忡：，，sio印urn乱cn，
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Progress in Co-Catalyzed C—H Amina-

tion
飞℃H + ”NR。

l
、＼e NHR
／

”NR”2 amines，miscellaneous，organic azides，hydroxylamines

The research progress of C(sp2)--n amination and C(sp3)--H amination reaction cata．

Sun，Yiming；Ding，Qifeng；Yu，Yang；He，lyzed by
low。cost and low‘toxic transition metal cobalt is summarized·At the same

Yide+；Huang，Fei+time，the challenges
and development prospects facing the field are summarized and

Chin．，Org．Chem．2019，39(1 2)，3363 prospected·

Progress in Fluorescent Probes for Car-

bon Monoxide Detecting

Wei，Chao+；Zhang，Pingzhu；Li，Xiaoliu+

Chin．■Org．Chem．2019，39(12)，3375

Carbon monoxide(CO)is an important endogenous gas transmitter．The selective detec·

tion of CO is of great biological and medical significance．Herein，the progress of small

molecular fluorescent probes for CO detection is reviewed．The challenge and applica-

tion prospects for the development of CO fluorescent probes are also discussed．

Research Progress in N-Confused Por—

phyrins

Peng，Suhon94；Zhou，Rong；Zou，Huaibo

Chin．Z Org．Chem．2019，39(12)，3384

2+21 met,od0晡]协 Ar Ar

Significance，structures and properties of N-confused porphyrins are briefly introduced．

Progress in the synthesis of N-confused porphyrins and their applications in the area of

catalytic chemistry,biological chemistry and materials chemistry are reviewed emphati—

cally．The development status of expanded N-confused porphyrins and other confused

porphyrinoids are also briefly introduced．Further development of N-confused porphyrin

chemisty iS proposed in the end．

II http：／／sioc-journal．cn／ @2019ChineseChemicalSociety＆SIOC。CAS Chin．J．Org．Chem．2019，39，I～Ix
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Research Progress in the White Light-

Emitting Lanthanide·-Based Complex／Co--

ordination Polymer Materials

Wang，Jun4；Li，Xiaocheng；Chu，Hongtao；Recent progress
in color‘tunable and white light’emitting lanthanide-based complex／

He，Jinjun；Chen，Zhijiao coordination polymer materials is reviewed，and the development tendency ofthe mate‘

Chm．，Org．Chem．2019，39(12)，3399
rials is prospected·

Progress of Fluorescent Probes with Pe-

rylene Tetracarboxylic Diimide as Chro-

mophom

Perylene tetracarboxylic diimide derivatives(PDIs)have excellent photothermal stabil。

ity，chemical stability，high fluorescence quantum yield，large stokes shift and easy

modification．Therefore，it can be used as an excellent fluorophore．PDI as a chromo-

Shi，Yan+；Yu，Youwei；Xue，Lin；Wang，phore
in fluorescent probes is utilized for the detection of ion-detection，gas detection，

Yanfen94
biomolecules et a1．Recent progress of the PDI as chromophore in fluorescent probes is

Chi竹．，Org．ChP聊．2019，39(12)，3414
reviewed．

ARTlCLES

ron—-Catalyzed Deoxygenative Diboryla·-

tion of Ketones to Internal gem--Diboro-·

nates R，够芸≥猕R，～—丙而面芥酬
Ketones

He，Zeyu；Fan，Min；Xu，Jia’neng；Hu，Yue；

Wang，Lu；Wu，Xudong；Xia，Chungu；Liu，
An iron catalyzed deoxygenative diborylation of ketones to access a variety of internal

Chao+ gem-diboronates has been developed．A scale-up synthesis of such gem-diboronates is

Chin．，Org．Chem．2019，39(12)，3438 also applicable under this condition·

Chin．J Org．Chem．2019，39，I～IX @2019Chinese Chemical Society＆SlOe．CAS http：／／sioc-journal．cn／
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Synthesis and Glycosidase Inhibition Ac-

tivity of an Amphiphilic Fatty-Deoxynojiri-
mycin Derivative

，OH SynthesisH麟却H名R
OH

Glucose

Self-assembly[=>

尺

R～N-N．-N

R=HO

H

H

N＼／C1 7H35

乏^

Multivalent glycosidase inhibitor

An amphiphilic derivative FA·-DNJ··C6 with deoxynojirimycin modification was

Li，Min；Liu，Maohua；Wang，Qi；Wang， synthesized·The self-assembly behavior of FA-DNJ-C6 was studied by a surface ten-

Kerang+；Li，Xiaoliu+
sion test，dynamic light scattering test(DLS)and transmission electron microscopy

Chin．，Org．Chem．2019，39(12)，3446(TEM)·

Studies on the Stereoselective Synthesis

of Functionalized Allylsilane Compounds

Jiang，Quan；He，Ling+；Li，Weidong+

Chin．』Org．Chem．2019，39(12)，3454

R

O ≥ec
＼／oH
R／^＼]
V

Mgl2(OEt2)。

R=Me，Ph，hexyl，homogerany

R

The synthesis of alkoxymethylsilyl-substituted homoiodio-allylsilanes via Julia．type
olefination mediated by Mgl2。(OEt)。is described．Surveying on the reaction conditions

revealed the prominent solvent effect on the chemoselectivity and stereoselectivity．

Comparing with alkyl—substituted substrates，tertiary alcohol tethered by phenyl group

deliver allylsilane with higher stereoselectivity．

Design and Synthesis of Novel Red

Thermally Activated Delayed Fluorescent

Molecule Based on Acenaphtho[1．2一bl-
quJnoxaline Electron—Acceptor

Yu，Jia；Xiao，Yafang；Chen，Jiaxion94

Chin．，Org．Chem．2019，39(1 2)，3460

◆一"奄 AQ-TPXZAQ TPXZ Luminance／(cd-rlT2)

A novel red thermally activated delayed fluorescent emitter,AQ—TPXZ，is developed．
The organic light—emitting diode(OLED)based on AQ—TPXZ exhibits red electrolumi．
nescence with peak at 624 nm，and the maximum external quantum efficiency of the

device is up to 7．4％．

IV http：／／sioc-journal．cn／ @2019ChineseChemicalSociety&SIOC，CAS Chin．J，Org．Chem 2019．39，J～iX
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Decarboxylative Oxyphosphorylation of

AIkynyl Carboxylic Acids with H-Phosph—

onates Catalyzed by Cu··Cu20／GO·-NH2
R1

0

恕
3

+63％一95％yield

+Catalyst can be recovered

Zhong，Wenwu；Tang，Qian；Yang，Zongfa；
ous catalyst was investigated for the aerobic decarboxylative oxyphosphorylation of

Zeng，Xue；Gan，Linling；Lan，Zuopin94；
alkynyl carboxylic acids with H-phosphonates·This Cu‘Cu20／GO-NH2 catalyst showed

Yang，Yuanjuan+high catalytic activity,good recyclability
and easy separability,providing an altemative

Chi”．，Org．ChPⅢ．2019，39(12)，3467 strategy for the synthesis offl-ketophosphonates·

A Convenient Synthesis of』B，口一Difluoro一

／3一iodo-1-phenylethan一1一ols
O¨ NaBH4(1 0 equiv) OJ

H
O．H

R人cF2x—祗而了：i—R／'L-CF2x+R人cF，H

The synthesis of 6t,6t．d·iodo-difluoromethyl alcohols Via the high selective reduction of

Huang，Guozhi；Ren，Jie：Zheng，Xiaoxiao； iododifluoromethyl ketones by NaBH4 in methanol at 0℃was reported．The reaction

Wu，Fanhong+：Wu，Jingjing+has
some advantages，such as mild condition，simple synthetic route，and high yield．A

Chin．J．O曙．Chem．2019．39(12)．3475
convenient way to synthesize more difluoromethylation agents was provided·

Design and Construction of Pillar[5]一
arene--Based Bis·-[1]rotaxane

O
0

Zhang，Runmiao；Wang，Chenwei；Sun，Jing；

Yan．Chaoguo+：Yao，Yon94
A series of pillar[5]arene—baed mechanically interlocked molecules(MIMs)of bis。[1]．

Chi玎．，Org．Chem．2019，39(1 2)，3483
rotaxane were successful constructed

Synthesis and Enzyme Substrate Activity

of p-Nitrophenyl N，N'-Diacetyl-4一thio-fl—
chitobioside HOH。跆-0 0H。鼠0 0。§№NHAHH。一H。，hH。。—<{：：!芦N。zc

。⋯～

1@
UH蹴爸慨H沁绺世N02
pNP—TCB

1．40

m 1 20

品1．00
D

象0．80
D
∞0．60
>
]0．40

020

0 00

1 215
，

I。譬。
pNP-TCB pNP一(GIcNAc)2

Nitrophenyl．Ⅳ∥一diacetyl-4一thio-fl—chitobioside(pNP-TCB)was synthesized．The target
compound was evaluated for the degradation of glycoside hydrolase families 1 8(GH 1 8)

Guo，Bingbo；Shen，Shengqiang；Jin，Shu．
chitinase and 20(GH20)fl-N-acetylhexosaminidase·The results showed that the

hui4；Lu，Huizhe；Zhang，Jianjun4 pNP_TCB can be degraded by GH 1 8 chitinase，but hardly degraded by GH20

Chin．，Org．Chem．2019，39(12)，3490 fl-N-acetylhexosaminidase·
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An“Off-On”Fluorescent Probe for Bio．

thiols and Its Application in Bioimaging

Zhou，Tingting；Yang，Yuta04；Zhou，Keyan；

Xu，Wenzhi；Li，Wei+

Chin．一Org．Chem．2019，39(12)，3498

A new off-on fluorescent probe CO-NBS for the selective detection of biothiols was

described．Once the probe was mixed with biothiols，the 2,4-dinitrobenzene sulfonyl

group(NBS)，the recognition unit as well as the fluorescence quencher,was eliminated

and concomitantly orange fluorescence of the fluorophore recovered．

Design，Synthesis and Evaluation of

Novel Tacrine--3·-n--butylphthalide Hybrids

as MultifunctionaI Cholinesterase Inhibi． AChE Inhabition—+

tors

Antioxidant—-

HO／

R

Tacrine--3·-n--butylphthalide

A series of novel tacrine-3一n—butylphthalide hybrids have been synthesized，pharmaco-

logical evaluated and calculated by molecula卜simulation．The pharmacological evalua-

Liu，Wandong；Yang，Yu；Li，Jiaming+；Guo，tion
of these new compounds includes AChE and BuChE inhibition and antioxidant

Yanyan；Jin，Fan；Zhang，Bin activity．Finally,molecular docking studies were carried out to study the binding mode

Chin．，Org．Chem．2019，39(12)，3505 against AChE·

A Domino Reaction for the Selective Syn-

thesis of Functionalized Benzo[b][1，4】_
diazepines O C．OOEt

+H～≥+IJJ旦

s飞
)=N—√

／广cOOE‘+
COOEl

s飞
户N√
卜COOEt
文
COOEl

Iv

1 2 novel substituted 3,4-diethoxycarbonyl-2-(thiazol一2·y1)benzo[b][1，4]diazepines of
imine and enamine structure were obtained via domino reaction．These reactions were

achieved by reacting 1,2-phenylenediamjne，2-thiazolecarboxaldehyde with diethyl

Sun，Yuewei；Zhou，Laiyun；Wang，Lanzhi+ acetylenedicarboxylate in EtOH-The selectivity law of synthesis reaction was also ob—

Chin．，Org．Chem．2019，39(12)，3516 tained，and the yield ofsingle product was maximized·

Copper-Catalyzed Cyanoisopropyl-

alkenylation of N-Alkenylacrylamides to

Give 1。3一Dihydropyrrol-2-ones P．儿N
B

0 Cul(10 m01％)

AIBN(4 equiv)

THF 80 oC

o A／kenic bonds as inbuilt radical traps

牡≯洲
A coppe卜catalyzed cyanoisopropylation／cyclization cascade of N-alkenylacrylamides iS

presented，providing a straightforward and chemoselective access to 1,3-dihydropyrrol—

Dai，Enrui；Luo，Qing；Chen，Chunlin；Yin舀
2-ones．In acrylamide-based radical cyclization，radical—trapping groups are mainly re-

Fengyuan：Dong，Ying：Liu，Yingiie+：Wang，
stricted to aryl，alkynyl or cyano group．But in this reaction，the enaminic double bond

Baoling；Ma，Yinhai；Liang，Deqiang+
was used as an inbuilt radical trap，while the oleflnic bond of the acrylamidyl moiety

Chi甩．，Org．Chem．2019，39(12)，3524
acted as the radical acceptor．
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Synthesis，Characteristics and Bioactivi-

ties of NoveIIsostevioI Derivatives

Guo，Yongtai；Hou，Xiyan；Zheng，Changji；

Zhao，Chunhui；Jin，Yuting；Gao，Xueqin；

Wang，Qian；Sun，Lei；Zhao，Longxuan+；

Piao，Hua4

Chin．，Org．Chem．2019，39(12)，3532

R：_|-N厂、o‘U

Glycolic acid

[二二二二二今
COOH

。Succinic anhydrideGlutaric Anhydride，一凡( )一{√＼一[二二j j渺“
L厂—、
一i·N N一
、＼_—／

。几
一}弋／H

H—R[=>
0

O

'OCH(CH2)nCOOH

0H_R

n=3．4

，

；2CO

Fifteen novel isosteviol derivatives were designed and synthesized by introducing mor-

pholine and piperazine moieties into C-16 and C-19 positions through connecting

fragments，and the D-ring structure was modified．The inhibitory effects on Colo-1 6 and

A549 were observed．The results showed that the inhibitory activities of 4 compounds

on Colo一1 6 were significantly beUer than the positive control of 5·fluorouracil．

Synthesis of O-Halothiobenzamide Deri-

vatives from the Selective Thiolysis Rea—

ction of o-Halobenzonitrile Mediated by

C02
R

CN

X

～、～

NaHS Na+

／一
C02+H20

HS‘

、-一。

雨j
、．／
＼
HC03

R哎17
Sang，Guozhi；Feng，Xuetong；Chen，Juan；

Li，Shanshan；Li，Zhuona；Li，Xiao；Han，
A method for the selective synthesis of D。halothiobenzamide by thiolysis reaction of

Limin；Hong，Hailong；Zhu，Ning+
o。halobenzonitrile with NariS under the action of C02 was explored．COJH20／NaHS

Chin．，Org．Chem．2019，39(12)，3542
was used as a buffer system to provide a suitable pH environment．

NOTES

Cationic Aluminum Complex Catalyzed

Synthesis of 2,8-Dioxabicyclo[3．3．1】-
nonanes

Yang，Minrong；Zhu，Ya’nan；Xu，Fan+

Chin．■Org．Chem．2019，39(12)，3550

+

6mol％

[AICI(CH3CN)5]2+[(AICl4)2 2-．CH3CN
————————————-----—-——-—--------------—-------------—--—————+

CH3CN，60。C，60 h

R2

11 1翌竺!o!!!型!!!兰型!

Cationic aluminum complex[A1CI(CH3CN)5】2+[(AICl4)2]2-．CH3CN can be easily pre．
pared via the reaction of A1C13 with CH3CN at room temperature．It served as efficient

catalyst for the reaction of 2-hydroxychalcones with naphthols to produce diaryl．fused

2,8-dioxabicyclo[3．3．1]nonanes in moderate to high yields．

Synthesis of 3-Hydroxy-3-heterocyclebu—

tylamide Derivatives Using Carbamoyl-

silanes as an Amide Source 矿m毋八or一
3-Hydroxy-3-heterocyclebutyl amide derivatives were directly synthesized in 56％

85％yields by the nucleophilic addition of various carbamoylsilanes to oxetane．．3．．one or

Zhang，Pengpeng；Chen，Wenwen；Feng，thietane‘3‘one
in toluene under mild and catalyst·free conditions．The procedure can

Hua；Chen，Jianxin+prepare 3-hydroxy。3-heterocyclebutyl tertiary,secondary and primary amides by select-

Chin．，Org．Chem．2019，39(12)，3560 ing different carbamoylsilanes．

Chin．J Org．Chem．2019，39,I～lx @2019ChineseChemical Society&SIOC，CAS http：／／sioc-journal．cn／ VII
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Cesium—Catalyzed N-Carboxamidation of

Indoles for Synthesis of Indole一1-carbo—

xamides 眇筒雕+九
H

X=C orN

1

扩R3

§
2

CsOH‘H20(5．0 m01％) R
-----------·—---------—-----------·----------------------●

DMSO(1 0 mL)．rt，15 h

，71：n2=1：2 0

l'，Simp

l’，W¨d

le operation

functional groups tolerance

f—Good to excellent yields

l—Mild reaction conditions

A protocol for the synthesis of a series of indole--1·-carboxamides was reported via the

N-arboxamidation of indole derivatives with aryl(alkyl)isocyanates catalyzed by 5．0

Wu，Yran；‰g，Shan；Zhang，Hailing；Chen，m01％of cesium hydroxide monohydrate(CsOH‘H20)．This method is suitable for dif-
Rui：He．Shuhua}

ferent indole derivatives and aryl(alkyl)isocyanates，for giving corresponding products

C兹加．，Org．ChP所．2019，39(12)，3567
in excellent yields·An efficient route to indole‘1。carboxamides is provided·

Synthesis and Fungicidal Activity of

Novel Pyrazole·-4-·carboxamide Compo··

unds Containing Tertiary Alcohol Moiety
+

Geng，Rui：Zhao，Yu；Li，Yihao；Liu，Xinlei；
A series of novel pyrazole。4‘carboxamide compounds were designed and synthesized

wa矗，Mingan*through introducing a tertiary alcohol moiety into the C-3 position of the pyrazole ring，
Chin．，Org．Chem．2019，39(12)，3574

their fungicidal activities were evaluated·

Chemical Constituents from Hypericum

erectum Thunb
O

OH

OH O

2

OH

OH

—]

夕＼I／＼／＼／卜＼夕
OH

Li，Jun；Xu，Xiaoshi；Teng，Haida；Chen，Yu；

Mei，Zhinan+；Yan禹Guan。gzhong*Three
new compounds named as hyperipyone(1)，hyperiflavone(2)and hyperalcohol

劬加．_0嚼∞em‘．2019，39(12)，3583 (3)，together with 15 known compounds were isolated from Hypericum erectum Thunb·

Synthesis and Herbicidal Activity of Chi—

ral Aryloxyphenoxypropionic Amides C

Compounds

Yang，Sen；Ding，Chengrong；Liu，Xinghai；

Weng，Jianquan；Yuan，Jin94；Tan，Cheng—

xia+

Chin．，Org．Chem．2019，39(12)，3588

。膨。PO v印

d取三
'

0

卜N
／O飞

瓜叫3
＼=／

0

A series ofnovel chiral aryloxyphenoxypropionic amides were designed and synthesized

using the method of active substructure combination and the technology of biological

enzyme splitting．And the preliminary bioassay data showed that all target compounds 8

displayed excellent herbicidal activity and selectivity against monocotyl-edonous weeds．
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HIGHLIGHTS

Radical Cyclization Strategy towards n-

dolo[1，2-a]quinolines

Wang，Zheng；He，Wei．Min4

Chin．，Org．Chem．2019，39(12)，3594

Copper Catalyzed Asymmetric Sono—

gashasdes计扎伽叫m仆∞酬∞吖～时⋯8|。。 }，+ CuTc(5 m。I％¨7 5 m。I％)R^V R2 甲M8厂～．工+型竺竺生旦竺旦。 人二r3
R2 x

Cs2C03(2 0 equiv)．Et20，rt 、I
＼／弋／／、 Ah

■Racemic alkvI halides II l‘
。 N、∥n／入．冬．

Zhang，Min．su，Weipi瞎
b 1 20 examples with up to 99％ee ，Ar-3，5v-(fBu)氛㈦

Chin．，Org．Chem．2019，39(12)，3596

Rh-Catalyzed Asymmetric C—H Activa—

tion for the Synthesis of Planar Chiral

Ferrocenes

Duan，Wei．Lian98

5．0 m01％【Rh(C2H4)CI]2
15 mol％Iigand

Ar

+ArI——————————二。———_+
3 0 equiv Li01Bu

1，4一dioxane．3A MS

80。C．12 h

Chin．，Org．Chem．2019，39(12)，3598

Multicomponent Reductive Cross--Cou--

piing Involved by High—Valent Sulfur

Salts：Straightforward Construction of
Ar--I+ +R—B。

Diversely Functionalized Sulfones

Liu，Dong；Mei，Tian-Sheng+

Pd(dppf)C12，dppf
Sn，K2HP04 3H20

．------------------------—--------------------------+

TBAB DMSO 100 oC
Ar7、R

◆Multiple compatible activation modes

◆Simple and cheap coupling partner

◆High functional group tolerance

Chin．』Org．Chem．2019，39(12)，3600

Visible-Light-Promoted Histidine-Specific

Peptide C—H Alkylation

Zhan，Beibei；Shi，Bingfeng+

Chin．，Org．Chem．2019，39(12)，3602

建遗

R

Et02C、／＼，C02Et

且．。几t，nu HP_r R)∥N入”“7
blue LED(10W)

Minisci C—H alkylation

+Excellent chemoselectivity

+Mi|d reaction conditions

产≥R
+Tolerance of all AA except Cys

+Diverse R groups

Chin．』Org．Chem．2019。39。I～lX @2019 Chinese Chemical Society＆SlOC．CAS http：／／sioc-journal cn／ IX
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