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Letters to the Editor

Dehydrochlorination of chloroform
by N-methyl-N, N-bis(silatranylmethyl)amine
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N,N-Bis(silatranylmethyl)methylamine 1 reacts with chloroform resulting in amine hydro-
chloride 2 and dichlorocarbene. The formation of the latter was proved by a cyclopropanation
reaction and insertion into the Si—H bond. In the presence of cyclohexene, compound 2 and
7,7-dichlorobicyclo[4.1.0]heptane are the major reaction products. Compound 2 and 1-dichloro-
methylsilatrane were isolated upon the reaction of amine 1 with chloroform and 1-hydro-

silantrane.

Key words: N-methyl- N, N-bis(silatranylmethyl)amine, chloroform, dichlorocarbene, de-

hydrochlorination.

Over decades, polychloromethanes CH,,Cl,_, (n =0—2)
are used in organic chemistry as inert solvents, ! in particu-
lar, in studies of properties of amines.? The introduction
of an organosilicon substituent in the o-position to the
nitrogen atom in amines results in dramatic changes in
the reactivity of the amino group in comparison with purely
organic amines.3~7 Recently, we have shown that o-silyl-
amines RR'"NCH,SiX; (R, R” = Alk, CH,SiXj3; SiX; =
= SiMe,(OAIlk);_,,, Si(OCH,CH,);N) react readily with
di- and tetrachloromethanes.5—7 The nature of these re-
actions and the structures of products are determined by
the structure of polychloromethane. For example, the re-
action of N-methyl- N, N-bis(silatranylmethyl)amine with
CCly is radical and initiated by daylight.>-® The final reac-
tion product is hydrochloride of the initial amine. The
reaction of this amine with dichloromethane is a typical

quaternization reaction resulting in N-methyl-N, N-bis-
(silatranylmethyl)- N-chloromethylammonium chloride
and bis[ NV, N'-dimethyl- N, N,N" N -tetra(silantranylmethyl)-
ammonio|methane dichloride.”

In the present work, the results of studies of the reac-
tion of chloroform with N-methyl- /N, N-bis(silatranyl-
methyl)amine 1 are described.

Mere dissolution of compound 1 in chloroform, as in
the case of dichloromethane, brings about modest warming
and light yellowing of the solution. Monitoring of this
process by 'TH NMR in CD;CN shows the gradual weak-
ening of the signal for chloroform and the change in the
pattern of the spectrum, which is evidence of the reaction
of compound 1 with chloroform. The reaction is complet-
ed in 24 h. According to the data from 'H, 13C, and
298i NMR spectroscopy, compound 1 reacts with chloro-
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form to give ammonium salt 2 in a virtually quantitative
yield (Scheme 1).

Scheme 1

CHCl,

E———

MeN[CH,Si(OCH,CH,);N],
1

+ _
—  MeNH[CH,Si(OCH,CH,)3N], - Cl
2

What is the fate of chlorofom in this reaction? The
analysis of the reaction mixture by 13C NMR spectro-
scopy showed that, in addition to signals for compound 2,
a low-intensity signal with & 120.67 belonging to tetra-
chloroethylene, that is the dichlorocarbene dimerization
product, is observed. Furthermore, the small amount of
unidentified resin-like colored products remained after re-
crystallization of compound 2.

The elimination reaction of a hydrogen halide from
trihalomethanes in the presence of strong bases are well
known.8 Usually, NaOH, KOH, ButOK, or RLi are used
as such bases. Information about generation of carbenes
using amines as bases is extremely scarce. In the reaction
of piperidine with chloroform, piperidine hydrochloride is
obtained in 1% vyield after 24 h.% It is suggested® that this
reaction affords dichlorocarbene. The formation of 2,2,3,3-
tetramethylcyclopropane-1,1-dicarbonitrile in the reac-
tion of bromomalononitrile (CN),CHBr with tetrameth-
ylethylene in the presence of Et;N is evidence of the in-
volvement of carbene :C(CN)j, in this process.!?

The cyclopropanation of olefins is the most typical
reaction of dihalocarbenes.8 If amine 1 induces dehydro-
chlorination of chloroform giving dichlorocarbene, it was
to be expected that this reaction carried out in the pres-
ence of cyclohexene would result in its cyclopropanation
product. In fact, in the reaction of compound 1 with
CHCI; in the presence of cyclohexene, 7,7-dichloro-
bicyclo[4.1.0]heptane (Scheme 2) was obtained in 46%
yield. Its 'H and 13C NMR spectra are in accord with the
literature data.1l

Scheme 2
HSi(OCH,CH,);N
CHCI,
————> 2 + HCCLSi(OCH,CH,)3N
1 — CHCl,

5 s
Cl

The carbenes react with silanes to form insertion prod-
ucts into the Si—H bond.!2—4 The reaction of amine 1
with chloroform in the presence of 1-hydrosilatrane (mo-
lar ratio amine : 1-hydrosilatrane is 2 : 1) affords com-
pound 2 and 1-dichloromethylsilatrane in 52% yield; spec-
tral characteristics of the latter agree with those described
in the literature.!5> However, in the reaction of chloroform
with an equimolar mixture of amine 1 and 1-hydrosila-
trane, the latter reacts partly and remains in the reaction
mixture.

The obtained results open the way to development of
a novel procedure for the synthesis of dihalomethylsilanes
and -silatranes and may be useful in synthetic chemistry
of silicon compounds. It should also be noted that all the
polychloromethanes of the CH,Cl,_,, (n = 0—2) series
react with a-silylamines. That is why, in studies of prop-
erties of amines (especially highly basic) in these solvents,
account must be taken of possibility of reaction of the
amine with polychloromethane.

Experimental

NMR spectra of 20% solutions of compounds in CD;CN
and CDCl; were recorded on a Bruker DPX-400 spectrometer
(400 MHz) with Me,Si as the internal standard. N-Methyl- NV, N-
bis(silatranylmethyl)amine 1 was synthesized as described previ-
ously,'6 CHCI; was dried according to the known procedure.!”
All the reactions were carried out in an atmosphere of dry argon.

The reaction of amine 1 with chloroform. Amine 1 (0.81 g,
2 mmol) was dissolved in chloroform (30 mL). After 24 h, the
excess of chloroform was removed, the residue was recrystal-
lized from chloroform-hexane (1 : 1) mixture. N-Methyl-N, N-
bis(silatranylmethyl)amine 2 (0.83 g, 94%) was obtained, m.p.
> 165 °C (decomp.), spectral characteristics are identical to those
described previously.46

The reaction of amine 1 with chloroform in the presence of
cyclohexene. A tube with amine 1 (1.62 g, 4 mmol) was placed in
liquid nitrogen, a solution of cyclohexene (0.49 g, 6 mmol) in
chloroform (75 mL) was added, the mixture was degassed and
sealed up in vacuo. The tube was kept for 24 h at ~20 °C, then
volatile compounds (chloroform and cyclohexene) were re-
moved, the residue was extracted with boiling pentane (35 mL).
The solid residue was filtered off and dried, hydrochloride 2
(1.75 g, 98%) was obtained. The filtrate was concentrated, the
residue was distilled in vacuo. 7,7-Dichlorobicyclo[4.1.0]heptane
(0.31 g, 46%) was isolated by distillation, b.p. 74—76 °C (12 Torr),
n?051.5029. 'H NMR spectrum (CDCl,), &: 1.10—1.37 (m, 4 H,
CH,—CH,—CH,—CH,); 1.60—1.73 (m, 4 H, CH,—CH,—
CH,—CH,); 1.86—2.01 (m, 2 H, CH—CH). 3C NMR
spectrum (CDCl;), &: 18.97 (CH,—CH,—CH,—CH,); 19.94
(CH,—CH,—CH,—CH,); 25.75 (CH—CH); 67.32 (CCl,).

The reaction of amine 1 with chloroform in the presence of
1-hydrosilatrane. Amine 1 (1.62 g, 4 mmol) was placed into
a tube, previously blown with dry argon. The tube was cooled in
liquid nitrogen, a mixture of chloroform (30 mL) and 1-hydrosi-
latrane (0.35 g, 2 mmol) was added, the resulting mixture was
degassed and the tube was sealed in vacuo. After 48 h at ~20 °C,
the excess of chloroform was removed in vacuo using a water-jet
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pump. Toluene was added to the residue, the resulting mixture
was heated to boiling and filtered. 1-Dichloromethylsilatrane
(0.27 g, 52%) was isolated from the filtrate, m.p. 265—267 °C.
'"H NMR spectrum (CDCly), 8: 2.96 (t, 6 H, NCH,); 3.93 (t, 6 H,
OCH,); 5.12 (s, 1 H, CH). 3C NMR spectrum (CDCl,), &:
31.36 (CH); 51.15 (NCH,); 57.33 (OCH,). 2*Si NMR spectrum
(CDCly), 8: —83.2. Compound 2 (1.59 g, 88%) was isolated by
recrystallization of the solid residue from chloroform—hexane
(1 : 1) mixture.

References

1.C. Reichardt, Solvents and Solvents Effects in Organic Che-
mistry, Sec. Rev., VCH, Weinheim, 1988.

2. M. H. Abraham, P. L. Grellier, J. Chem. Soc., Perkin Trans. 2,
1976, 1735.

3.J.-P. Picard, Adv. Organomet. Chem., 2005, 52, 175.

4. N. F. Lazareva, A. 1. Albanov, I. M. Lazarev, V. A. Pes-
tunovich, Appl. Organometal. Chem., 2007, 21, 281.

5.N. F. Lazareva, E. I. Brodskaya, V. V. Belyaeva, M. G.
Voronkov, Russ. J. Gen. Chem. (Engl. Transl.), 2000, 70.

6.N. F. Lazareva, T. 1. Vakul skaya, I. M. Lazarev, J. Phys.
Org. Chem., 2009, 22, 144.

7.N. F. Lazareva, I. M. Lazarev, N. G. Dianova, Russ. Chem.
Bull., Int. Ed., 2008, 57, 2235.

10
11

12.

13.

14.

15

16.

17.

. W. Kirmse, Carbene Chemistry, Academic Press, New York,

1964.

. A. Pierce, M. M. Joullié, J. Org. Chem., 1962, 27, 2220.
. P. Boldt, L. Schulz, Tetrahedron Lett., 1966, 7, 1415.
. Synthese von 7,7-Dichlorbicyclof4.1.0Jheptan (7,7-Dichlor-

norcaran) aus Cyclohexen; http://www.oc-praktikum.de/de/
instructions/pdf/3005_de.pdf

G. L. Larson, L. del Valle, Synth. React. Inorg., Metal-Orga-
nic, Nano-Metal Chem., 1981, 11, 173.

J. C. Craig, C. D. Beard, J. Chem. Soc. D: Chem. Commun.,
1971, 692.

J. C. Craig, C. D. Beard, J. Am. Chem. Soc., 1974, 96, 7950.

. 1. S. Birgele, A. A. Kemme, E. L. Kupche, 1. B. Majeyka,

V. D. Shatts, Kremniyorganicheskie proizvodnie aminospirtov
[Organosilicon Derivatives of Amino Alcohols], Ed. E. Ya.
Lukevits, Zinatne, Riga, 1987, 230 pp. (in Russian).

N. F. Lazareva, E. 1. Brodskaya, V. V. Belyaeva, M. G.
Voronkov, Russ. J. Gen. Chem. (Engl. Transl.), 2001, 71, 815.
A.J. Gordon, R. A. Ford, The Chemist’s Companion. A Hand-
book of Practical Data, Techniques and References, John Wiley
and Sons, New York—London—Sydney—Toronto, 1972.

Received June 30, 2010;
in revised form December 1, 2010




	Letters to the Editor
	Dehydrochlorination of chloroformby N�methyl�N,N�bis(silatranylmethyl)amine
	Abstract
	Experimental
	References


<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles false
  /AutoRotatePages /PageByPage
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.4
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.1000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 524288
  /LockDistillerParams true
  /MaxSubsetPct 25
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo false
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo false
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments true
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Remove
  /UsePrologue false
  /ColorSettingsFile (Color Management Off)
  /AlwaysEmbed [ true
    /CourierA
    /CourierA-Bold
    /CourierA-BoldOblique
    /CourierA-Oblique
    /MathFont1
    /NewStandardA
    /NewStandardA-Bold
    /NewStandardA-BoldItalic
    /NewStandardA-Italic
    /NewtonC
    /NewtonC-Bold
    /NewtonC-BoldItalic
    /NewtonC-Italic
    /PragmaticaC
    /PragmaticaC-Bold
    /PragmaticaC-BoldOblique
    /PragmaticaC-Oblique
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 202
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 202
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 605
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.48760
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects true
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /RUS ()
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.001 840.999]
>> setpagedevice


