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Hydrolytic stability of nitrogenous-heteroaryltrifluoroborates

under aqueous conditions at near neutral pH F@%f K® HO\B,OH

Ying Li, Ali Asadi, David M. Perrin 2H.O + [\ﬁ 1=t order U\ﬁ +KHF, +HF
2 E——

Chemistry Department, University of British Columbia, 2036 Main Mall, Vancouver, British Columbia, R/ N/ R/ N/

Canada V6T-1Z1

The hydrolytic stability of heteroaryltrifluoroborates under physiological conditions has been analyzed by °F NMR spectroscopy and is
found to be greatly enhanced by the presence of endocyclic ring nitrogens. Stability is further enhanced by the presence of exocyclic
electron withdrawing substituents. As with aryltrifluoroborates, NMR analysis suggests that the hydrolysis proceeds via single
rate-determining step reflecting loss of the first fluoride atom. The stability of these complexes is significant both in terms of metal
catalyzed cross-coupling reactions as well as the potential for generating boronic acid based '8F-PET imaging agents.
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An empirical model to calculate °F isotropic chemical shifts in 1201
alkali-hexafluoroaluminates ol t
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Mike Ahrens, Gudrun Scholz, Erhard Kemnitz
Humboldt-Universitdt zu Berlin, Institute of Chemistry, Brook-Taylor-Str. 2, D-12489 Berlin, Germany
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Using an empirical model based on alkali-metal Al-cryolites MLAIFg, it is possible to deduce 180

factors describing the cationic influence of each alkali-metal on the isotropic °F MAS NMR
chemical shift and thus to predict the chemical shift values of alkali-metal hexafluoroaluminates 180 ]
of the elpasolite-type Al,B/AlFg.
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Vicinal fluorine-fluorine coupling constants in perfluoropropyl groups R

Richard A. Newmark
Newmark Consulting, 810 Woodduck Drive, Woodbury, MN 55125, United States FA FA’

The geminal fluorines in XCF,-CF,Y groups comprise an AA’XX’ spin and are magnetically inequivalent. The
3J(AX) and 3J(AX') range between 4 and 9 Hz and are of opposite sign.

Fx \/ Fy

doi:10.1016/S0022-1139(09)00068-2
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A novel pyrrolidinium ionic liquid with 1,1,2,2-tetrafluoro-2-(1,1,2,2-tetrafluoroethoxy)
ethanesulfonate anion as a recyclable reaction medium and efficient catalyst for Friedel-Crafts

alkylations of indoles with nitroalkenes R2

Ar

2

Jin-Hong Lin, Cheng-Pan Zhang, Zhi-Qiang Zhu, Qing-Yun Chen, \ lonic Liquid R NO,
Ji-Chang Xiao R 4+ Ar/\/ NO, -onicliquid, A\ "
Key Laboratory of Organofluorine Chemistry, Shanghai Institute of Organic Chemistry, H

N
Chinese Academy of Sciences, 345 Lingling Road, Shanghai 200032, PR China H
A novel pyrrolidinium ionic liquid was used as both the recyclable
solvent and catalyst for Friedel-Crafts alkylations of indoles with
nitroalkenes.

lonicLiquid:
N H(CF,)40(CF),S03
2
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Syntheses and characterization of ANi(AsFg), (A =H,;0%, 0,*, NO*, NH,*,
K*, Rb*, and Cs*) compounds

Zoran Mazej, Evgeny Goreshnik

Department of Inorganic Chemistry and Technology, JoZef Stefan Institute, Jamova 39, SI-1000 Ljubljana, Slovenia

ANi(AsFg); (A =H;0%, 0,*, NO*, NH,*, K*, Rb*, Cs*) compounds are structurally related to previously
known H,;0Co(AsF;),.
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One-pot synthesis of quinoline-4-carboxylic acid o NH, CHO .
derivatives in water: Ytterbium perfluorooctanoate )S(OH * Rl ij "R SAAALIY
catalyzed Doebner reaction 0 S R a0, refux
Li-Min Wang??, Liang Hu?, Hong-Juan Chen?, Yuan-Yuan Sui?, Wei Shen? 1 2 3

3Key Laboratory for Advanced Materials & Institute of Fine Chemicals, East China University of Science and Technology, 130 Meilong Road, Shanghai 200237,
People’s Republic of China

bKey Laboratory of Organofluorine Chemistry, Shanghai Institute of Organic Chemistry, Chinese Academy of Sciences, 354 Fenglin Road, Shanghai 200032,
People’s Republic of China

Ytterbium perfluorooctanoate [Yb(PFO),] catalyzed efficient Doebner reaction through three component coupling reactions of pyruvic
acid, amines and aldehydes in water was described as a novel procedure for the preparation of quinoline-4-carboxylic acid derivatives.
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Hydrophobic and oleophobic surface r ~

modification using fluorinated bis-urea
and bis-amide gelators

Anilkumar Raghavanpillai, Stefan Reinartz,

Keith W. Hutchenson

DuPont Central Research & Development, Experimental Station,
Wilmington, DE 19880, United States
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Bis-Ureas Bis-Amides
Rg =CgF13 L =-(CHy)e 9) Re=CgFy3
Re =Cy4Fg L =-(CHos- 10) Re = C4Fg

Re =CgF13 L =-(CHa)s-

Rf =CeF13 L = 2,4-tolylene

Rg = CgF13 L =-CH,CH(CO,CH3)(CHy)3-
RE = C4Fo L = -CH,CH(CO,CHs)(CH,)a-
Rg = CgF13CH,CH,S L = -(CHy)g-

RE = C4FoCH,CH,S L = (CHy)e-

LJegsen=

11) Rg = CgF43CH,CHLS
12) Rg = C4F9CH2CH,S
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Synthesis of (2,2,2-trifluoroethyl) substituted pyridazin-3(2H)-ones and _
1,5-dihydropyrrol-2-ones from «,3-unsaturated y-lactones and hydrazines {Cf . L PFQ

0 N 0 N
Ph

Sergiy MykhaylychenkoP, Dominique Harakat¢, Georges Dupasd, Yuriy G. Shermolovich®, Jean-Philippe Bouillon® ™", s, K

PX NpR!

aLaboratoire Sciences et Méthodes Séparatives (SMS), EA 3233, Université de Rouen, IRCOF, F-76821 Mont-Saint-Aignan Cedex, France

bnstitute of Organic Chemistry, National Academy of Sciences of Ukraine, 5, Murmanska, 02094 Kiev, Ukraine

CInstitut de Chimie Moléculaire de Reims, CNRS UMR 6229, Université de Reims Champagne-Ardenne, UFR Sciences Exactes et Naturelles, BP 1039, F-51687 Reims Cedex 2, France
dLaboratoire de Chimie Organique Fine et Hétérocyclique, UMR 6014 COBRA, IRCOF, INSA de Rouen, 76131 Mont Saint Aignan Cedex, France

The paper presents the transformation of «,8-unsaturated y-lactones into 2,2,2-trifluoroethyl substituted pyridazin-3(2H)-ones and 1,5-dihydropyrrol-2-ones
starting from various hydrazines. The influence of y-lactone substitution (sulfanyl versus sulfonyl moiety) and the nature of hydrazines (unsubstituted,
alkyl- or aryl-substituted) on the outcome of the reaction were studied. All new heterocycles were characterized using 1D NMR, IR, MS and their data were
compared with those of two reported X-ray diffraction structures. The two possible competitive pathways leading to pyridazin-3(2H)-ones and/or
1,5-dihydropyrrol-2-ones are discussed. Ab initio DFT calculations were also performed in order to rationalize few experimental results.
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Hexafluorosilicates of bis(aminopyridinium). The relationship between H-bonding system and solubility of salts
Vladimir O. Gelmboldt?, Eduard V. GaninP, Marina S. Fonari, Larisa V. Koroeva?, Yurii Ed. Ivanovd, Mark M. Botoshansky® 9‘ EE 5

aPhysico-Chemical Institute of Environment and Human Protection of Ministry of Education and Science of Ukraine and National Academy of
Sciences of Ukraine, Preobrazhenskaya str., 3, 65082, Odessa, Ukraine

bOdessa State Environmental University of Ministry of Education and Science of Ukraine, Lvovskaya str., 15, 65016, Odessa, Ukraine ’,
CInstitute of Applied Physics, Academy of Sciences of Moldova, Academy str., 5, MD2028 Chisinau, Republic of Moldova

4A.V. Bogatsky Physico-Chemical Institute of National Academy of Sciences of Ukraine, Lustdorfskaya Doroga, 86, 65080, Odessa, Ukraine

eSchulich Faculty of Chemistry, Technion-Israel Institute of Technology, Technion City, 32000 Haifa, Israel

Pyridinium hexafluorosilicates of the composition (LH),[SiF¢] (I, II, IV, L = 2-aminopyridine, 3-aminopyridine, and S

2,6-diaminopyridine) and (LH),[SiFg]-H,O (III, L = 4-aminopyridine) were separated as crystalline products of interaction of
fluorosilicic acid with relevant aminopyridines. The compounds were characterized by IR, mass-spectrometry, potentiometry, solubility data, and in the case
of I and IV by X-ray crystallography. The relationship between the salts structure and some physical properties is discussed.
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Screening of fluorinated materials degrading microbes
Noritaka Iwai, Rie Sakai, Sakiko Tsuchida, Mami Kitazume, Tomoya Kitazume

Graduate School of Bioscience & Biotechnology, Tokyo Institute of Technology, 4259 Nagatsuta, Midori-ku, Yokohama 226-8501, Japan

CHF,CO,R
F CFs Isolation of bacterial strains

E> capable of C-F bond
@ @ degradation
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Synthesis of novel perfluoroalkyl-containing polyethers

D.N. Bazhin, T.I. Gorbunova, A.Ya. Zapevalov, V.I. Saloutin
L. Ya. Postovsky Institute of Organic Synthesis, Ural Branch of the Russian Academy of Sciences, GSP-147, 620041 Ekaterinburg, Russia
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Synthesis of secondary a-perfluoroalkyl- and tertiary Oi/R

o,a-bis(perfluoroalkyl)-N-methylprolinols and their N .

catalytic activities in the acyl transfer reaction e OH (20 mol%)
(

M
NO, .
Kazumasa Funabiki, Akitsugu Shibata, Keisuke Hatano, Masaki Matsui o CD30D (10 equiv.) o
MeO\)J\ o MeO\)J\O cb
3

Department of Materials Science and Technology, Faculty of Engineering, CDClg, rt, 10 h

Gifu University, 1-1, Yanagido, Gifu 501-1193, Japan R=CF,, 89%, TON =4.5
Various chiral a-perfluoroalkyl-N-methylprolinols were prepared R = CF3(CF5)3, 31%, TON = 1.6
and their organocatalytic activities in an acyl transfer reaction of R=n-Bu, 22%, TON = 1.1

4-nitrophenyl 2-methoxyacetate with methanol-d, in chloroform-d were examined. As a result, a-trifluoromethyl-N-methylprolinol was
a more effective acyl transfer catalyst than not only secondary a-perfluorobutyl- and n-butyl-N-methylprolinols but also tertiary
a,a-bis(perfluorobutyl)-N-methylprolinol.




