This article was downloaded by:

On: 28 January 2011

Access details: Access Details: Free Access

Publisher Taylor & Francis

Informa Ltd Registered in England and Wales Registered Number: 1072954 Registered office: Mortimer House, 37-
41 Mortimer Street, London W1T 3JH, UK

=
| 4
K

Phosphorus, Sulfur, and Silicon and the Related Elements

Publication details, including instructions for authors and subscription information:

Phosphorus,

i S}l!flll‘, and http://www.informaworld.com/smpp/title~content=t713618290

¢ Silicon

i and the Related Elements

e SYNTHESIS OF 1, n-BIS (2,5-DIPHENYLPHOSPHOL-1-YL) ALKANES

; ok ) Sandrine Bousquet?; Jean-Jacques Brunet®; Thierry Courcet®; Denis Neibecker®

& ! 2 Laboratoire de Chimie de Coordination du CNRS, Unité n °8241, liée par conventions a 1'Université
Paul Sabatier et a 'Institut National Polytechnique, Toulouse, Cedex, France

i

t

:

To cite this Article Bousquet, Sandrine , Brunet, Jean-Jacques , Courcet, Thierry and Neibecker, Denis(1998) 'SYNTHESIS
OF 1, n-BIS (2,5-DIPHENYLPHOSPHOL-1-YL) ALKANES', Phosphorus, Sulfur, and Silicon and the Related Elements,
142: 1, 117 — 124

To link to this Article: DOI: 10.1080/10426509808029671
URL: http://dx.doi.org/10.1080/10426509808029671

PLEASE SCROLL DOWN FOR ARTICLE

Full terms and conditions of use: http://ww.informaworld. confterns-and-conditions-of-access. pdf

This article nay be used for research, teaching and private study purposes. Any substantial or
systematic reproduction, re-distribution, re-selling, loan or sub-licensing, systematic supply or
distribution in any formto anyone is expressly forbidden.

The publisher does not give any warranty express or inplied or make any representation that the contents
wi ||l be conplete or accurate or up to date. The accuracy of any instructions, fornulae and drug doses
shoul d be independently verified with prinmary sources. The publisher shall not be Iiable for any | oss,
actions, clainms, proceedings, demand or costs or damages whatsoever or howsoever caused arising directly
or indirectly in connection with or arising out of the use of this material.



http://www.informaworld.com/smpp/title~content=t713618290
http://dx.doi.org/10.1080/10426509808029671
http://www.informaworld.com/terms-and-conditions-of-access.pdf

15:57 28 January 2011

Downl oaded At:

Phosphorus, Sulfur and Silicon, 1998, Vol. 142, pp. 117-124 © 1998 OPA (Overseas Publishers Association)
Reprints available directly from the publisher Amsterdam N.V, Published under license by
Photocopying permitied by license only the Gordon & Breach Science Publishers imprint.

Printed in Malaysia

SYNTHESIS OF 1,n-BIS
(2,5-DIPHENYLPHOSPHOL-1-YL)ALKANES
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THIERRY COURCET and DENIS NEIBECKER®

Laboratoire de Chimie de Coordination du CNRS, Unité n °8241, liée par conven-
tions a I'Université Paul Sabatier et a l'Institut National Polytechnique, 205 route
de Narbonne, 31077 Toulouse Cedex (France)

(Received 04 August, 1998)

1,n-bis (2,5-diphenylphospholyl)alkanes (n = 2—6) are easily prepared in a one pot high-yield
reaction and fully characterized by multinuciear NMR spectroscopy.
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INTRODUCTION

Chelating compounds especially diphosphanes have found extensive
applications as ligands in organometallic chemistry and in homogeneously
transition-metal catalyzed reactions such as hydrogenation, hydroformyla-
tion, cross-coupling, etc...[1] Many optically-active diphosphanes have
been designed for use as ligands in enantioselective catalysis, most of
them containing the diphenylphosphanyl moicty.m

Some years ago, we initiated a program aimed at finding applications of
phospholes in homogeneous catalysis and reported that 1,2,5-tripheny!-
phosphole is a very efficient ligand for the rhodium-catalyzed hydrofor-
mylation of aliphatic, aromatic and functionalized olefins.!3! Since
diphosphanes (diphosphines and diphosphites) have been found to be bet-
ter ligands than monophosphanes for transition metal-catalyzed hydrofor-
mylation of olefins,  we sought to investigate 1,n-bis(2,5-

* Corresponding author. Telefax: +33(0) 561 553 003. E.mail: neibeker@Icc-toulouse.fr.
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diphenylphosphol-1-yl)alkanes. Many diphosphines, optically active or
not, containing two dibenzophosphol-1 —yl[5 I groups are known and several
diphosphines containing two dinaphtophosphol-l-yl[6] groups have been
recently reported. However examples of simple 1,n-bis(phos-
phol-1-ylalkanes are less common. Literature mentions the synthesis of
1,2-bis(phosphol-1-yl)ethane (unreported yield),m of 1,n -bis(2,3,4,5-tet-
raphenylphosphol-1-yDalkanes (n=1, 2; 12-23% yield)[S] and of
1,n-bis(3,4-dimethylphosphol-1-yl)alkanes (n = 1-4; 38-65% yield).[”) In
addition we have already described the synthesis of optically active
1,4-diphospholes bearing 2,5-diphenylphosphol-1-yl or 3,4-dimethylphos-
phol-1-yl groups.“ol We now wish to report the high-yield synthesis and
NMR characterization of the still unknown simple 1, n-bis(2,5-diphenyl-
phosphol-1-yl) alkanes.

RESULTS AND DISCUSSION

The synthesis of 1,n -bis(2,5-diphenylphosphol-1-yl )alkanes 2~6 was per-
formed from 2,5-diphenylphosphol-1-yllithium 1 using the conventional
methodology outlined in scheme 1.

Generation of 1 was achieved, as usual, by cleavage of the exocyclic
phosphorus-carbon bond of the readily available 1,2,5- triphenyiphosp-
hole!!!) with lithium in THF,'®! followed by selective destruction of the
concomitantly generated phenyllithium by tert-butyl chioride.['?] Analysis
of the reaction mixture by 3p( 'H} NMR spectroscopy revealed the clean
formation of 1 (THF solution, 8 = 83.6 ppm) sometimes contaminated by a
small amount of 2,3,5-triphenylphospholyllithium!'3! (§ = 106 ppm). The
reaction of 1 and 1,n-dichloroalkanes (n = 2—4) either did not proceed at
room temperature or gave rise at reflux to a mixture of products Clp{H}
NMR analysis) from which the diphospholes 2—4 could be isolated in low
yields (25-30%). However, using 1,n-dibromoalkanes (n = 2-6) allowed a
clean reaction at room temperature and resulted in the isolation of diphos-
pholes 2—6 with the yields reported in scheme 1.

The phospholes 2-6 have been characterized by mass spectrometry, ele-
mental analysis (see experimental section) and thoroughly studied by
multinuclear NMR spectroscopy.

3Ip{1H} NMR data (Table I) indicate that the chemical shift for 2-6 is
comparable to that of 1,2,5-triphenylphosphole (& 3p=430 ppm)[14] and
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overall isolated yield (X = Br)

2 n=2 89%
3 a=3 9%
4 n=4 93%
5 n=5 0%
6 n=6 47%

SCHEME 1 Synthesis of 1.,n -bis(2,5-diphenyiphosphol-1-yl)alkanes 26

significantly different from that of 1-methyl-2,5-diphenylphosphole (8
31p = —15.5 ppm).!'3] Thus the diphospholes 2-6 are expected to exhibit
the same coordination chemistry as 1,2,5-triphenylphosphole.

The 'H NMR spectra do not give specific information except a charac-
teristic doublet for the H3 hydrogen atoms [8 = 6.90-7.10 ppm ; 3J(H-P):
10 Hz] (Table I).

All the resonances of carbon 13 NMR spectra of diphospholes 2-6
(Table II) have been assigned on the basis of the By lH}, 13C{31P} and
13C{ 1H,31P} NMR spectra. The observed chemical shifts are in the
expected range except for the carbon atom c¥ of diphosphole S which
appears to be the more deshielded of the aliphatic carbon atoms as ascer-
tained by a 2D (5,8) 13C{3'P}, 'H{3!P} NMR correlation obtained by a
HMQC sequence.
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CONCLUSION

1,n-bis(2,5-diphenylphosphol-1-yl)alkanes (n=2-6) can be prepared in
good yield by an efficient one pot experimental procedure. Work is in
progress to study their coordination chemistry and their potential applica-
tions as ligands in transition metal-catalyzed hydrofunctionalisation of
olefins.

32
-CH,-CH,-CH,—P’
TABLE I3!P and '"H NMR data of diphospholes 2—-6

Diphospholes 29 3@ 49 510 6
3p(1H} & +6 +2.1 +2.5 +3.3 435
(ppm)
H}  7.10(d) 6.90 (d) 7.10 (d) 6.95 (d) 7.11 (d)
ap=10  3Jyp=10  Yyp=10  up=10 iyp=10
Hz Hz Hz Hz Hz
H!' 1550 1.57 (m) 1.60 (m) 1.51 (m) 1.65 (m)
'H8 3up=6Hz
(ppm) 2 d
JHz) H 1.55 (t) 0.80 (m) 0.80 (m) 0 76 @ 0.77 (m)
3Jyp=6Hz 3JH n=8Hz
JH P= 8 Hz
H? - 1.57 (m) - REE @?® 067 m)
JH H= 8 Hz

(a) Bruker AC 200, in CDCl, solution at 200.13 and 81.015 MHz for 'H and *'P{'H}
NMR, respectively.

(b) Bruker AMX 400, in C¢Dg solution at 400. 14 and 161.99 MHz for 'H and 3'P{'H}
NMR, respectively. In CDCl, solution, H? and H* are superimposed at (.82 ppm

(c) Bruker AMX 400, in CDCl, solution at 400.14 and 161.99 MHz for 'H and 3p{iH)
NMR, respectively.

(d) gt = quintuplet.

EXPERIMENTAL SECTION

General Procedure

All sample manipulations were carried out under argon using standard
Schlenk tube and vacuum techniques. Solvents and reagents were purified
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according to literature procedures[w] and stored under argon. Argon U
(L'Air Liquide) was used after passage through 3-A molecular sieves.
Lithium (wires, Aldrich), tert-butyl chloride (Fluka), 1,2-dibromoethane
(Prolabo), 1,3-dibromopropane (Fluka), 1,4-dibromobutane, 1,5-dibromo-
pentane and 1,6-dibromohexane (Aldrich), were used as received.
1,2,5-triphenylphosphole was prepared by a reported procedure.[1 1

1H, 13C, and 3!P NMR spectra were recorded in CDCl; or CgDg solu-
tions on Bruker AC 80 (31P : 32.43 MHz) (analysis of reaction mixtures),
AC 200 ('H : 200.13 MHz, 3P : 81.015 MHz, 13C : 50.32 MHz) or AMX
400 ('H : 400.14 MHz, 3'P : 161.99 MHz, '3C : 100.62 MHz) spectrome-
ters. 'H and !3C NMR chemical shifts are referenced to tetramethylsilane
assigning the CDCl; resonances at 7.27 and 77.0 ppm, respectively and
the CgDg resonances at 7.16 and 128.0 ppm, respectively. 31P NMR chem-
ical shifts are referenced to external 85% H;PO, in D,0.

Mass spectra were obtained on a Nermag R10/10 (EI, 70 eV; CI, NHy)
spectrometer and Elemental analyses were performed on a Perkin Elmer
2400 serie IT apparatus. Melting point (uncorrected) were measured on a
Buchi SMP 20 apparatus. All the compounds synthesized except 2 show a
change in color between 90 and 100°C but melt at the reported temperature.

1,2-bis(2,5-diphenylphosphol-1-yl)ethane (2)

A 250-mL Schlenk flask containing a teflon-coated magnetic stirring bar
was charged with 1,2,5-triphenylphosphole (2.7 g, 8.6 mmol) and submit-
ted to three vacuum-argon cycles. Freshly distilled THF (50 mL) was
syringed into the Schlenk flask and the mixture cooled to 0°C. Small cuts
of lithium (0.15 g, 21.6 mmol) were added and the reaction medium stirred
at 10-15 °C for 5 h. After filtration through celite into another Schlenk
flask to remove unreacted lithium, fert-butyl chloride (1.2 mL, 11.2 mmol)
was added and the filtrate stirred for 16 h. 1,2-dibromoethane (0.37 mL,
4.3 mmol) was then added and the reaction medium stirred for 5 h. Addi-
tion of distilled water (60 mL) gave a two-phase system which was vigor-
ously stirred. Water was decanted with a syringe and THF (20 mL) and
water (60 mL) were added. This procedure was repeated twice. The THF
solution was evaporated to dryness to leave an orange solid. Recrystalliza-
tion from methanol afforded a yellow solid which was dried under reduced
pressure up to constant weight (1.9 g, 89%). m.p. >245°C. — MS (EI, 70
eV): m/z (%) = 499 (23), 498 (69) [M*]. 470 (22) [M*-C,H,], 235 (53). -
Cq4HygP5 (498.5): cale. C 81.91, H 5.66; found C 81.13, H 5.82.
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1,3-bis(2,5-diphenylphosphol-1-yl )propane (3)

The same procedure was followed by using 1,3-dibromopropane
{0.43 mL, 4.3 mmol). 3: yield 1.95 g (91%) yellow solid, m.p. 133°C -
MS (EI, 70 eV): m/z (%) =512 (51) [M*], 277 (100), 133 (36). —
C3sH3P; (512.5): cale. C 82.02, H 5.90; found C 81.44, H 5.89.

1,4-bis(2,5-diphenylphosphol-1-yl )butane (4)

The same procedure was followed by using 1,4-dibromobutane (0.51 mL,
4.3 mmol)). 4: yield 2.15 g (93%) yellow solid, m.p. 142°C - MS (EI, 70
eV): m/z (%) =526 (51) [M*], 292 (23), 291 (100), 133 (35). — C36H3,P»
(526.6): calc. C 82.11, H 6.13; found C 81.44, H 6.57.

1,5-bis(2,5-diphenylphosphol-1-yl)pentane (5)

The same procedure was followed by using 1,5-dibromopentane (0.919 g,
4.00 mmol). § was recrystallized twice from CH,Cl,-MeOH. §: yield
1.5 g (70%) yellow solid, m.p. 135°C — MS (Cl, NH3): m/z (%) = 542
(42), 541 (100) [MH"]. — C37H34P5(540.6): calc. C 82.20, H 6.34; found C
80.52, H 6.49.

1,6-bis (2,5-diphenylphosphol-1-yl )hexane (6)

The same procedure was followed by using 1,6-dibromohexane (0.977 g,
4.00 mmol). 6 yield 1.04 g (47%) yellow solid, m.p. 133°C - MS (CI,
NH3): m/z (%) = 556 (45), 555 (100) [MH"]. — C3gH34P, (554.7): calc. C
82.29, H 6.54; found C 82.01, H 6.82.
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