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Abstract: We prepared new thioether-arylphosphines bearing alkyl
and fluoroalkyl chains at the sulfur atom in order to use them in
metal-catalyzed reactions in new reaction media, such as a fluorous
biphasic system. The characterization of the new compounds is dis-
cussed and the partition coefficients in the biphasic system perfluo-
romethylcyclohexane—cyclohexane were determined. Fluorous
thioether-phosphines reacted with [Rh(acac)(CO),] under fluorous
biphasic conditions to produce rhodium species retained in the fluo-
rous phase with <2.32 ppm of rhodium loss in the organic phase.
The effect of S-ponytails on the coordination properties of the new
phosphines and their relation with >'P NMR chemical shifts were
supported by DFT calculations.

Key words: P,S-ligands, fluoroalkyl halides, thioether compounds,
fluorinated arylphosphines, biphase systems

Homogeneous catalysis is one of the most effective syn-
thetic methodologies since it combines high atomic econ-
omy with high activity and selectivity under soft reaction
conditions in a great variety of chemical tranformations;'
however, the disadvantage of homogeneous catalysis is
the need to separate the products from the catalyst when
the reaction ends. In heterogeneous catalysis, separation
of products from the catalyst is straightforward, but the
activity and selectivity of heterogeneous catalysts is lower
compared to homogeneous catalysts. An elegant and ef-
fective solution to this problem is multiphasic catalysis:?
the catalyst resides in one phase and the reagents and
products in a second phase, which allows an ideal combi-
nation of the advantages of homogeneous catalysis with
easy separation and recycling of the catalyst.?

One of these approaches, aqueous biphasic catalysis, has
been applied at an industrial level in large-scale propene
hydroformylation. A drawback to this process is the re-
striction that water-soluble substrates must be used.* Su-
percritical carbon dioxide is very useful as a reaction
medium to dissolve reagents and products allowing both
separation and catalyst recycling.*> Fluorinated ligands
such as alkyl- or arylphosphines containing fluorous
chains have been employed to increase the solubility of
metal catalysts in supercritical carbon dioxide.*®
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This type of ligand was first applied in fluorous biphasic
catalysis (FBC)? to obtain catalysts soluble in the fluorous
medium. The FBC process is based on temperature-
dependent miscibility between a fluorous phase and an or-
ganic medium. Therefore, it is possible to have a biphasic
system at room temperature and a monophase system at
high temperatures (usually 60-80 °C). Developed by
Horvéth and Rébai, this attractive methodology allows the
catalytic reaction to be performed under true homoge-
neous conditions and the organic phase to be separated
from the fluorous phase by simple cooling. Thus, the
products of the reaction are separated from the catalyst
without distillation and the catalyst in the fluorous phase
can be reused.!*14

This work is focused on the synthesis of alkyl- and fluo-
roalkyl-containing thioether-phosphines in order to in-
crease the solubility of the catalyst in fluorous media
(Scheme 1).
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Scheme 1 Synthetic route for thioether-phosphines. Reagents and
conditions: (a) BuLi, TMEDA, CH,, 0 °C to 25 °C, 24 h; Ph,PCl,,
THF, -78 °C to 25 °C, 24 h; H,SO,, 0 °C; (b) NaH, THF, 25 °C, 2 h,
then RX 2, 25 °C, 2 h.

The structural features of the new compounds were de-
signed for them to be used as ligands in rhodium-cata-
lyzed hydroformylation reactions in fluorous biphasic
media, although their application in supercritical carbon
dioxide has not been examined. The strategy showed here
differs from previously reported work which used mono-
dentated phosphorus ligands like arylphosphines contain-
ing ponytails at the para position of the aromatic rings
(i.e. alkyl, alkoxy, or silylalkyl ponytails).'”>! Com-
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Table 1 Syntheses of Thioether-Phosphines®

Compd n m R Yield® (%)
3 2 1 (CH,),(CF,);CF, 99
4 2 1 (CH,)sMe 98
5 2 1 (CH,),(CF,),CF, 76
6 2 1 (CH,),Me 95
7 0 3 (CH,),(CF,):CF; 63
8 0 3 (CH,),(CF,),CF, 86

* The chemical structures of 3-8 compounds were determined from
their spectra (IR, 'H, 13C, 3'P, and '°F NMR, MS, and HRMS).
® Isolated yield of step b.

pounds 4 and 6 were synthesized for comparative pur-
poses.

In thioether-phosphines 3-8, the coordination ability of
both donor atoms, P and S, may be used to generate a che-
late—metal complex, which under catalytic conditions
could act as a hemilabile species. In addition to the usual
CH,CH, group, the sulfur atom can function as an insulat-
ing entity, to diminish or to avoid the electronic effects of
the fluorous chains.

According to the designed synthetic route (Scheme 1),
phosphinylbenzenethiols 1 were prepared as previously
described in literature®® through double lithiation of
thiophenol followed by the addition of the corresponding
phosphorus derivative (Ph,PCl or PCl,), the lithium salt
obtained was treated with sulfuric acid to give the thiols 1.
In the presence of sodium hydride, the thiophenolate is
formed and reacts with fluorous and non-fluorous alkyl
halides 2 to form 3-8 in good yields as shown in Table 1
(yields for step b). Attempts to prepare 3 by reacting the
lithium thiolate (step a) with hexyl bromide were unsuc-
cessful under the conditions employed.

2)
BB’

Ba R) RN 32 B2 B1 RN RO RO 24 2% XA JA BP 3% 26 26 3% 28 2a kA XA X} RX 22 21 20 28 in

b)

Figure 1 'H NMR spectra of the aliphatic region of 3: (a) experi-
mental spectrum, (b) simulated spectrum as an AA'BB’XX'YY’
magnetic system

'H NMR spectra show magnetic patterns of the type AB-
CDX (P = X) for disubstituted aromatic rings in all cases.
Since compounds 3, 5, 7, and 8 contain fluorous chains
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with the fragment CH,CH,, two complex signals are ob-
served in the aliphatic region, which are resolved as part
of the magnetic system AA’'BB’XX’YY’ where the dia-
stereotopic methylenic protons (AA’ or BB’) are coupled
with the neighboring fluorine nucleus (XX"YY”). Figure 1
displays (a) experimental and (b) simulated spectra for
protons AA’BB’ of compound 3.

In contrast, non-fluorous compounds 4 and 6 show the
magnetic system AA’BB’C,D, for the aliphatic region.
The main differences between 3 vs. 5 and 4 vs. 6 are ob-
served in the number of signals in the '3C and '"F NMR
spectra. In the cases of 7 and 8, the three aromatic rings
are equivalent and the magnetic pattern ABCDX is ob-
served in the aromatic region of the 'H NMR spectra. The
aliphatic part is similar to the one discussed for 3 and 5.

All compounds show a singlet in the *'P NMR spectra and
the chemical shifts are near to the corresponding precursor
thiolphosphine 1a § =-12.3 and 1b § =-25.3. These re-
sults indicate that there is no ‘chain effect’ on the phos-
phorus atom when either the alkyl or the fluoroalkyl group
is present; it suggests that the fragment SCH,CH, acts as
an electronic insulator of chain effects. The signals in the
3C NMR spectra were assigned by using HSQC and
HMBC experiments and coupling constants.

Analyzing the data obtained by *C and *'P NMR, the fol-
lowing comparisons of the synthesized compounds can be
carried out: (a) Thioether-phosphine vs. thiol-phosphine.
In '3C NMR, the chain effect resides mainly in Cipso—P or
Cipso—S. In the case of compounds 3, 5, 7, and 8, C;,,—P
mainly experiences the effect of the fluorous chain, the
unshielded signal being higher for 7 and 8 than 3 and 5,
respectively. In contrast, 4 and 6 show the major effects at
Cipso—S. Meanwhile, the 31P chemical shift signals do not
suffer significant modification, hence phosphorus shield-
ing is similar for monosubstituted compounds indepen-
dent of the nature or size of the chain; (b) Fluorous vs.
non-fluorous compounds. Interesting behavior for C,,—P
and C;,,—S is identified in the '*C NMR spectra. The
chemical shifts of these carbon atoms are inverted as one
would expect and this may be caused by the change of the
electronic density when electron-withdrawing fluorous
chains are present. However, as in the previous case,
phosphorus chemical shifts are similar, so again the phos-
phorous shielding is not modified by the nature of the
chain; (c) Chain fluorous size and number. No significant
shift for carbon signals is observed in the '*C NMR spec-
tra, but the >'P NMR spectrum of 7 shows a remarkable
shift towards smaller frequencies than the signal for 3
(Ad =9.9) and the same occurs in the case of 8 vs. 5. This
behavior is a consequence of the number of aromatic rings
that are S,,,,,-substituted since we previously observed
that the nature and size of the chain do not affect the *'P
chemical shift.

In order to relate the effects of fluorous ponytails on phos-
phorus donor—acceptor c/m properties, density functional
theory (DFT) studies of the thioether-phosphine and thiol-
phosphine compounds were carried out. We obtain the en-
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ergy difference between the highest occupied molecular
orbital located mainly on phosphorus (which we will call
HOPMO) and the lowest unoccupied molecular orbital lo-
cated on phosphorus (LUPMO), since this gap is mostly
responsible for variations in chemical shielding and, thus,
on 3'P chemical shift.?! As expected,?? the HOMO for our
calculated set of phosphines is the same as the highest oc-
cupied PMO, but the lowest unoccupied PMO differs
from the LUMO in most cases (see supporting informa-
tion). The resulting gap is displayed in Table 2 and corre-
lates with experimentally measured *'P chemical shifts.

Table 2 HOMO Energies and GAP Sizes*

Compd £nomo (€V) GAP (eV) 3PS
PPh; —7.048 7.456 -59
la —7.048 7.238 -12.3
1b —7.048 7.102 253
3 -6.993 7.292 -13.7
4 —6.857 7.238 -13.6
5 —6.966 7.292 -12.9
7 -7.102 6.912 -23.6

2 GAP size was calculated from molecular orbitals located mainly on
phosphorus.

Alkyl-substitution on the sulfur atom does not change the
HOMO level or the unoccupied PMO level thus preserv-
ing the gap size, and this is in agreement with the observed
phosphorus chemical shift. When the nature of the chain
is changed (3 vs. 4), the gap size is also the same. The
fluorous chain size of the ponytails (3 vs. 5) does not mod-
ify the gap or the chemical shift, whereas the number of
aromatic rings S,,,,,-substituted (PPh; vs. 1a, 4, 5 vs. 1b,
7) significantly changes the chemical shift by lowering the
unoccupied PMO. We conclude that there is no effect of
the number, size, or nature of the chains on the phospho-
rus o-donor properties; the S,,,,-substitution on phenyl
groups diminishes the energy of lowest unoccupied PMO,
thus increasing the phosphorus m-acceptor properties.

We also examined the solubility of the ligands in different
solvents with the purpose of selecting solvents to form a
two-phase system. Compounds 3—6 are soluble in com-
mon organic solvents, such as tetrahydrofuran, toluene,
dichloromethane, and diethyl ether, but they are insoluble
in cyclohexane. Compounds 7 and 8 are soluble in tet-
rahydrofuran, but due to their high fluorine content they
show low solubilities in other common organic solvents
(they are insoluble in hexane and cyclohexane at 25 °C).
Compounds 3, 5, 7, and 8 dissolve in perfluoromethylcy-
clohexane when the temperature is increased to 70-75 °C,
however, only 7 and 8 remain in solution when the tem-
perature is lowered. On the other hand, the fluorinated
compounds were soluble in perfluorobenzene as they dis-
play similar polarities, but this solvent is miscible in most

common organic solvents including cyclohexane. Conse-
quently, the solvents perfluoromethylcyclohexane—cyclo-
hexane (5 mL:2.5 mL) was selected as the fluorous
biphasic system (FBS) and the partition coefficients of
fluorous thioether-phosphines in this FBS were deter-
mined by NMR. The value of the partition coefficient in
the fluorous phase increases with chain length and number
of attached ponytails. For 3, 5, 7, and 8, values of 9%,
25%, 49%, and 88% were obtained respectively, from
perfluoromethylcyclohexane solutions.

Since the preferential solubility of a perfluorinated ligand
does not directly imply preferential solubility of the corre-
sponding catalyst,'® we prepared rhodium catalyst precur-
sors in situ under FBS conditions by reacting
[Rh(acac)(CO),] and the fluorous ligands, and identified
three different behaviors. The color of the rhodium com-
plexes provides a tool for their identification in the fluo-
rous or organic phase. In the case of 3 (32 wt% of
fluorine), we observed the rhodium species present in cy-
clohexane prior to heating. A homogeneous phase was
formed by heating the reaction to 60 °C and once the sys-
tem was cooled to 25 °C; the rhodium species were clearly
soluble in cyclohexane. A suspension was observed using
5 (44 wt% of fluorine) or 7 (47 wt% of fluorine) at 25 °C,
a monophasic system was formed in both cases at 60 °C
and lowering temperature allowed the phases to separate;
the rhodium complexes were soluble in cyclohexane. The
rhodium species with thioether-phosphine 8 (57 wt% of
fluorine) were soluble in the perfluoromethylcyclohexane
phase at 25 °C, a homogeneous system was observed
when the temperature was increased and on cooling, the
rhodium precursor was retained in the fluorous phase
(Figure 2). Rhodium losses in the organic phase employ-
ing 8 were 2.59 and 2.32 ppm for molar ratios [L]/[Rh] =
1.25:1 and 2:1, respectively.

&’ | 5C -

1sc WY 0C

Figure 2 Fluorous biphasic system with [Rh(acac)(CO),]/8

The compounds in the fluorous solutions were investigat-
ed by 3'P NMR and IR spectroscopy. The NMR spectra
showed a doublet shifted to & = 77.8 (Jg,p = 138.3 Hz)
characteristic of rhodium chelate complexes in a square
arrangement,?’ and free ligand at § = —24.1. No signal cor-
responding to CO vibration of the metal-carbonyl was de-
tected in the infrared spectra. These results suggest that
ligand 8 coordinates to the rhodium center as a bidentate
ligand, by phosphorus and sulfur atoms, producing a
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square planar complex containing also the acetylacetonate
(acac) ligand.

All air- and water-sensitive reactions were performed under N, in
oven-dried flasks using Schlenk-type techniques. All the reagents
are available commercially and they were used without further pu-
rification. PCl; was distilled under N, and PhSH was purified with
silica gel. The solvents were dried and distilled under N, before
their use. The thiophenols 1a and 1b were synthesized following
published procedures.? IR spectra were recorded in a Perkin Elmer
FT-IR 1605 spectrophotometer with KBr discs or as pellets. NMR
spectra were recorded in Varian (Unity Inova) spectrometers oper-
ating at 300 MHz ('H), 77.5 MHz (3C), 282 MHz (**F), and 121
MHz (*'P) using CDCl, (3-6) or THF-d; (7 and 8). TMS was used
as internal reference for 'H and '*C NMR experiments, TFA (5 =
~77.00) and 85% H;PO, were used as external references for °F
and 3'P NMR, respectively. LR-MS and HRMS (IE, FAB*) were
obtained on a Jeol JMS-5X102A mass spectrometer. Nitrobenzylic
alcohol was used as matrix in FAB* experiments. Rhodium loss was
determined by ICP techniques using Termo Jarrel Ash IRIS advan-
tage equipment.

All calculations were performed at the DFT level, by means of the
hybrid meta exchange correlation functional M06-2X>* as imple-
mented in GAMESS.? The 6-31G(d,p) basis set was used for all
atoms.?® The structures of the ligands were fully optimized in gas
phase without any symmetry restriction.

Experimental and theoretical details are given in the Supporting In-
formation. See Figure 3 for label code used for NMR assignments.

SR
<@P®3>
> , 4
INZ 20\ m

R H_H E_E E__E
E—SW E=ForH
E
H
H E E EE
3,4and7
H H E E E E E E E E
§—SW 16
H H E E E E E E EEE
5,6and 8

Figure 3 NMR label code for compounds 3-8

{2-[(1H,1H,2H ,2H-Perfluorohexyl)sulfanyl]phenyl}diphe-
nylphoshine (3); Typical Procedure for 3-6

A 50-mL Schlenk tube was charged with NaH [60% in mineral oil,
32.64 mg, 0.82 mmol; previously washed with hexane (3 x 10 mL)]
under an inert atmosphere and THF (5 mL) was added. At 0 °C, a
soln of 1a (200 mg, 0.68 mmol) in THF (10 mL) was slowly added.
The reaction was stirred at r.t. for 2 h. The a soln of 1H,1H,2H,2H-
perfluorohexyl iodide (0.16 mL, 0.68 mmol) was added and the
mixture was stirred for 2 h. The solvent was evaporated and the
crude product was dissolved in CH,Cl, and filtered, and the solvent
was evaporated. The solid obtained was purified by column chro-
matography (hexane—EtOAc, 10:1) and dried under vacuum for 18
h to give a yellowish solid; yield: 366.15 mg (99%); mp 41-42 °C.

IR (KBr): 3064, 1584, 1434, 1222, 1355, 747, 694, 529 cm™.

'H NMR (300 MHz, CDCl,): & =7.44 (ddd, 3Jyy 44 = 7.8 Hz,
“yans = 1.2 Hz, 4,55 = 4.2 Hz, 1 H, H3), 7.3 (m, 10 H, H2-H4"),

Synthesis 2010, No. 23, 4101-4106 © Thieme Stuttgart - New York

7.33 (td, yans = 7.5 Hz, “Jysp = 1.3 Hz, 1 H, H4), 7.16 (td,
3Jus.ne = 7-6 Hz, 1 H, H5), 6.82 (ddd, *Jyy.p = 3.5 Hz, 1 H, H6), 3.04
(AA'BB'XX'YY’, 2J, o = 20.5 Hz, 3, 5 = 2.8 Hz, %) iy = 15.2 Hz,
4Jax=0.6 Hz, ¥J, v =4.5 Hz, °J,y =-0.7 Hz, °J, . =-3.3 Hz,
am=11.6 Hz, 3y = 6.2 Hz, "y = 0.9 Hz, /s = 2.8
Hz, SJyy=13 Hz, SJyy=34 Hz, 2 H, H7), 226
(AABB'XX'YY’, 2y =—17.9 Hz, *Jyy = 16.7 Hz, gy = 18.2
Hz, 4T,y = —1.3 Hz, *Jyy = 5.8 Hz, gy = 21.5 Hz, gy = 16.8
Hz, “Jy.y = 2.2 Hz, “Jyy = —4.5 Hz, 2 H, H8).

13C NMR (77.5 MHz, CDCL): & = 140.6 (d, 'Jop = 7.8 Hz, C1),
139.4 (d, %Jcp=21.4 Hz, C2), 136.4 (d, 'Jep = 8.0 Hz, C1), 134.0
(d,2Jep =202 Hz, C2’), 133.9 (s, C3), 130.7 (d, 2J.p = 2.4 Hz, C6),
129.7 (s, C4), 128.9 (s, C4), 128.6 (d, J.p = 7.3 Hz, C3), 127.4 (s,
C5), 104-124 (m, C9-C12, CF,, CF;), 31.2 (t, 2Jcp = 22.2 Hz, C8),
25.9 (m, C7).

19F NMR (282 MHz, CDCL,): § =—126.5 (m, 2 F, F9), -124.7 (m, 2
F, F10), —114.9 (m, 2 F, F11), -81.5 (tt, 35z = 9.7 Hz, *Jp.p = 3.3
Hz, 3 F, F12).

3IP NMR (121 MHz, CDCl,): § =—13.7 (s).

HRMS (IE): m/z [M] caled for C,,H,;FyPS: 540.0700; found:
540.0718.

[2-(Hexylsulfanyl)phenyl]diphenylphosphine (4)
Creamy oil; yield: 630 mg (98%).

IR(film): 3052, 2926, 2850, 1572, 1477, 1433, 744, 696, 506 cm™.

'H NMR (300 MHz, CDCl,): & =7.39 (ddd, 3Jys = 7.9 Hz,
s = LOHz, “ypp = 4.1 Hz, 1 H, H3),7.26 (td, Jyyy. s = 7.3 Hz,
“Jane = 1.5 Hz, 1 H, H4), 7.23 (m, 10 H, H2’-H4"), 7.06 (td,
3 s = 7.5 Hz, 1 H, H5), 6.76 (ddd, 3y = 3.6 Hz, 1 H, H6), 2.85
(AA'BB’C,D,, 2J, , = 12.2 Hz, 3J, 5 = 3.7 Hz, 3/, = 8.4 Hz,
4Joc=03Hz 5], y=1.1Hz, 3yy=11.3 Hz, 3/, = 2.4 Hz,
4] e =-0.6 Hz, 3J ., = 0.8 Hz, 2 H, H7), 1.57 (AA’'BB’C,D,,
2y =-17.2 Hz, 3y = 6.6 Hz, “Jy, =-0.1 Hz, 3Jy.=7.3 Hz,
4Jyp = 1.0 Hz, 2 H, H8), 1.24 (m, 6 H, HO-H11), 0.86 (t, J;,.;; = 6.7
Hz, 3 H, H12).

13C NMR (77.5 MHz, CDCL,): & = 142.5 (d, 2Jp = 27.9 Hz, C2),
138.7 (d, Jep=9.3 Hz, C1), 136.9 (d, 'Jep = 10.1 Hz, C1), 134.1
(d, %p =20.2 Hz, C2), 133.5 (s, C6), 129.3 (d, 2 = 3.6 Hz, C3),
129.2 (s, C4), 128.6 (d, Jp = 6.8 Hz, C3"), 128.8 (s, C4), 126.1 (s,
C5),35.0 (d, *Jep = 6.4 Hz, C7), 31.5 (s, C8), 29.0 (s, C9), 28.8 (s,
C10),22.6 (s, C11), 14.2 (s, C12).

3IP NMR (121 MHz, CDCL,): § = —13.6 (s).

HRMS (IE): m/z [M] caled for C,H,,PS: 378.1600; found:
378.1557.

{2-(1H,1H,2H 2H-Perfluorodecyl)sulfanyl]phenyl }diphe-
nylphosphine (5)
White solid: yield: 950 mg (76%); mp 72-73 °C.

IR(KBr): 3057, 1584, 1435, 1369, 1204, 1149, 748, 695, 530 cm™'.

'H NMR (300 MHz, CDCL,): § = 7.46 (ddd, *Jyss = 7.8 Hz,
Vs = 1.5 Hz, s p = 4.1 Hz, 1 H, H3),7.33 (td, *Jyyy y55 = 7.4 Hz,
“Juine= 1.5 Hz, 1 H, H4), 7.30 (m, 10 H, H2—H4"), 7.16 (td,
s = 7.7 Hz, 1 H, H5), 6.81 (ddd, 3/yep = 3.4 Hz, 1 H, H6), 3.04
(AABBXX'YY’, 2/, , =20.2 Hz, 3/, 5 = 2.5 Hz, 3/, = 13.6 Hz,
4= 1.0 Hz, “J 0 = 4.0 Hz, 3,y = 0.7 Hz, 5],y = -2.7 Hz,
3ap=22Hz, 3Jyp=60Hz, 4, x=-09 Hz, *J, v =-1.8 Hz,
)y =—0.3 Hz, Jy.y = 2.9 Hz, 2 H, H7), 2.26 (AABB’XX'YY’,
2on = =160 Hz, 3y x = 19.3 Hz, *Jg - = 17.8 Hz, *J y = —1.2 Hz,
4Jo = 5.6 Hz, gy = 21.3 Hz, Yy = 17.4 Hz, “J5y = —2.4 Hz,
4]y =—5.7 Hz, 2 H, HS).

13C NMR (77.5 MHz, CDCly): & = 140.7 (d, 'Jcp = 10.0 Hz, C1),
139.5 (d, 2p = 27.4 Hz, C2), 136.4 (d, 'Jep = 10.5 Hz, C1°), 134.2
(d,%Jcp = 19.8 Hz, C2), 133.9 (s, C6), 130.8 (d, 2J.p = 3.6 Hz, C3),
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129.7 (s, C4), 129.1 (s, C4’), 128.9 (d, *Jop = 6.9 Hz, C3’), 127.6
(s, C5), 104124 (m, C9-C16), 31.4 (t, 2Jop = 22.2 Hz, C7), 26.0
(m, C8).

19F NMR (282 MHz, CDCL,): § = —126.6 (m, 2 F, F9), ~123.8 (m, 2
F, F10), —-123.20 (m, 2 F, F11), -122.4 (m, 6 F, F12-F14), -114.2
(q, 3Jpp = 14.2 Hz, 2 F, F15), -81.2 (t, *Jpy = 10.7 Hz, 3 F, F16).

3IP NMR (121 MHz, CDCLy): § =—12.9 (s).

HRMS (IE): m/z [M] calcd for C,gHsF,PS: 740.0600; found:
740.0614.

[2-(Decylsulfanyl)phenyl]diphenylphosphine (6)
Creamy oil; yield: 1.39 g (95%).

IR (film): 3051, 2923, 2852, 1571, 1477, 1433, 743, 695, 501 cm™'.

'"H NMR (300 MHz, CDCl,): & =7.39 (ddd, *Jy3 44 = 7.7 Hz,
Yyns = 1.2 Hz, Yy p = 4.2 Hz, 1 H, H3), 7.31 (td, Yypyys = 7.5 Hz,
*Jyame = 1.5 Hz, 1 H, H4), 7.30 (m, 10 H, H2’-H4"), 7.06 (td,
3Jus.me = 7.7 Hz, 1 H, H5), 6.76 (ddd, *Jyy6.p = 3.7 Hz, 1 H, H6), 2.86
(AA'BB'CC'DD', 2/, = 13.9 Hz, *J, = 3.5 Hz, 3, = 7.5 Hz,
4Jac=-0.5Hz, *J, o =-0.4Hz, °J,p =-0.8 Hz, °J, 1y = -0.8 Hz,
ap =72 Hz, 3,y = 6.4 Hz, 1y = 0.7 Hz, “J, o = 0.7 Hz,
5Jyp=-12Hz, ]y =-1.3 Hz, 2 H, H7), 1.56 (AA’BB’CC'DD’,
Ygp =-13.3 Hz, 3y =84 Hz, “Jy. =8.1 Hz, *J5, =-5.3 Hz,
Jorr = —1.6 Hz, 3y = 6.4 Hz, 41y = 6.4 Hz, “Jy.p = 2.6 Hz,
4Jy = 0.4 Hz, 2 H, H8), 1.23 (m, 14 H, H9-H15), 0.88 (t, *Jyyq =
6.7 Hz, 3 H, H16).

13C NMR (77.5 MHz, CDCL,): & = 142.5 (d, 'Jop = 9.9 Hz, C1),
138.8 (d, Jop = 27.4 Hz, C2), 136.9 (d, 'Jop = 10.7 Hz, C1%), 134.1
(d,%Jep =20.2 Hz, C2'), 133.5 (s, C6), 129.4 (d, %J.p = 3.5 Hz, C3),
129.2 (s, C4), 128.9 (s, C4'), 128.6 (d, Jc.p = 7.3 Hz, C3'), 126.1 (s,
C5), 35.1 (d, “Jep=6.5 Hz, C7), 29.3 (s, C9), 29.1 (s, C8), 29.1,
29.4,29.6,29.7,and 32.0 (s, C10-C14), 22.8 (s, C15), 14.2 (s, C16).

3IP NMR (121 MHz, CDCl,): § = —13.6 (s).

HRMS (IE): m/z [M] caled for C,gH;sPS: 434.2200; found:
434.2212.

Tris{2-[(1H,1H,2H ,2H-perfluorodecyl)sulfanyl]phenyl}phos-
phine (8); Typical Procedure for 7 and 8

A 50-mL Schlenk tube was charged with NaH [60% in mineral oil,
65.80 mg, 1.64 mmol; previously washed with hexane (3 X 10 mL)]
under an inert atmosphere and THF (5 mL) was added. At 0 °C, a
soln of 1b (150 mg, 0.42 mmol) in THF (10 mL) was slowly added.
The mixture was stirred at r.t. for 2 h. Then a soln of 1H,1H,2H,2H-
perfluorodecyl iodide (828.70 mg, 1.38 mmol) in THF (5§ mL) was
added and the mixture was stirred for 48 h. Then, the solvent was
evaporated and the crude was dissolved in CH,Cl, and filtered, and
the solvent was evaporated. The solid obtained was recrystallized
(EtOH-hexane) and dried under vacuum for 18 h to give a white
solid; yield: 537 mg (85%); mp 125-127 °C.

IR(KBr): 3039, 1355, 1202, 1146, 748, 529 cm™.

'"H NMR (300 MHz, THF-dy): 8 = 7.65 (ddd, s = 7.8 Hz,
Yysas = 1.2 Hz, s p = 4.3 Hz, 3 H, H3), 7.39 (td, *Jyyu p5s = 7.3 Hz,
s = 1.5 Hz, “Jiyp = 0.2 Hz, 3 H, H4), 7.21 (td, YJygs s = 7.8 Hz,
3 H, H5), 6.69 (ddd, *Jyep=2.5 Hz, 3 H, H6), 3.20
(AABB'XX'YY’, 2J, o = 20.1 Hz, 3J, s = 5.1 Hz, %/, = 10.6 Hz,
4Jsx=-13Hz, *J,x=-04 Hz, 3], y=0.5 Hz, °J, v =-5.0 Hz,
3w =131 Hz, 3y = 1.7 Hz, Uy = 1.7 Hz, *Jy0 =—1.3 Hz,
5]y =—1.7 Hz, Juy = 7.6 Hz, 6 H, H7), 2.47 (AABB'XX'YY’,
2w =148 Hz, gy = 149 Hz, Uy = 15.9 Hz, *J5y = ~1.1 Hz,
Yoy = 1.4 Hz, gy =21.8 Hz gy = 20.1 Hz, *J.y = 4.1 Hz,
4]y = —4.9 Hz, 6 H, HS).

13C NMR (77.5 MHz, THF-dy): § = 141.5 (d, 'Jcp =9.9 Hz, Cl),
139.1 (d, 2Jep =319 Hz, C2), 133.9 (s, C6), 133.4 (d, 2 p=2.7

Hz, C3), 129.6 (s, C4), 128.3 (s, C5), 104-124 (m, C9-C16), 31.2
(t, 2Jop = 22.0 Hz, C8), 26.6 (m, C7).

F NMR (282 MHz, THF-d;): § =-127.2 (m, 6 F, F9), —123.9 (m,
6 F, F10),-123.7 (m, 6 F, F11), -122.8 (m, 18 F, F12-F14),-114.9
(m, 6 F, F15),-82.1 (m, 9 F, F16).

3IP NMR (121 MHz, THF-dy): 5 = -24.1 (s).

HRMS (FAB): m/z [M — HJ* caled for C,gH,,F5,PS;: 1697.7900;
found: 1697.9900.

Tris{2-[(1H,1H,2H ,2H-perfluorohexyl)sulfanyl]phenyl}phos-
phine (7)

Compound 7, the solid was purified by five consecutive recrystalli-
zations (EtOH-hexane) causing low yield for the isolated com-
pound; white solid: yield: 470 mg (63%); mp 41-42 °C.

IR(KBr): 3048, 2963, 1445, 1355, 1222, 1133, 748, 692, 528 cm™".

'H NMR (300 MHz, THF-dy): & = 7.63 (ddd, *J;;3.44 = 7.8 Hz,
Jyap = 4.2 Hz, ygaps = 1.2 Hz, 3H, H3), 7.39 (td, /4405 = 7.8 Hz,
e = 1.5 Hz, 3 H, H4), 7.20 (td, 3Jyys s = 7.8 Hz, 3 H, H5), 6.69
(ddd, *Jyyep = 2.5 Hz, 3 H, H6), 3.20 (AA'BB’XX'YY’, 2/, o = 19.9
Hz, 3/, =5.8 Hz, 3/, = 10.7 Hz, *J, x =-0.2 Hz, “J, x =06
Hz,5J,y=-0.9 Hz, J, v =-5.0 Hz, 3/ 5 = 129 Hz, 3/ = 1.7
Hz, 41, =1.7 Hz, %1, =—-1.9 Hz, 5],y =-0.2 Hz, 5],y = 7.6
Hz, 2 H, H7), 2.46 (AA'BB’XX'YY’, 25 = —14.9 Hz, 3y 5 = 13.8
Hz, /5y = 14.6 Hz, /5, =0.0 Hz, *Jy.y =2.1 Hz, Jy 5 =208
Hz, Ty = 20.4 Hz, “Jy.y = 3.7 Hz, *Jy.y = —4.9 Hz, 2 H, H8).

13C NMR (77.5 MHz, THF-dy): 8 = 142.4 (d, 'Je.p = 9.7 Hz, C1),
140.4 (d, 2Jop=29.7 Hz, C2), 135.2 (s, C6), 134.0 (d, Jep=2.9
Hz, C3), 130.8 (s, C4), 129.4 (s, C5), 125-106 (m, C9—-C12), 32.3
(t, 2oy = 22.6 Hz, C8), 27.4 (m, C7).

19F NMR (282 MHz, THF-d,): § =—127.1 (m, 6 F, F9), ~125.1 (m,
6 F, F10), -115.3 (m, 6 F, F11), -82.4 (m, 9 F, F12).

3IP NMR (121 MHz, THF-dy): § = -23.6 (s).

HRMS (FAB): m/z [M — H]* caled for C;¢H,5F,,PS;: 1097.0300;
found: 1097.0419.

Partition Coefficient Determination

A round-bottom flask was charged with the desired compound
(0.024 mmol) and perfluoromethylcyclohexane (5 mL) was added.
Subsequently, cyclohexane (2.5 mL) was added to form a biphasic
system at r.t. The system was stirred at 60 °C in order to form a
monophasic system. The system was allowed to cool to r.t. forming
a biphasic system again. The two phases were separated and the sol-
vents were removed under reduced pressure each. The solids recov-
ered from each phase were dissolved in a deuterated solvent (THF-
dgy, CDCl,) and dodecane (16.6 mL, 0.073 mmol) was added as in-
ternal standard. The samples obtained in each phase were analyzed
separately by 'H NMR techniques. The amount of compound re-
tained in each phase was determined by comparison to the internal
standard.

Reaction of [Rh(acac)(CO),] with 3, 5, 7, or 8 under Biphasic
Conditions

Experiments with precursor [Rh(acac)(CO),] and compounds 3, 5,
7, and 8 were performed using molar ratios [L]/[Rh] = 2 and 1.25.
We describe the procedure for molar ratio = 2. A Schlenk flask was
charged with 3, 5, 7, or 8 (0.025 mmol). Perfluoromethylcyclohex-
ane (5 mL) was added and the soln was stirred at 60 °C until the sol-
id was completely dissolved. Afterwards, [Rh(acac)(CO),] (0.0125
mmol) was added under inert gas flow. After a few seconds the soln
or suspension turned yellow and cyclohexane (2.5 mL) was added
and a biphasic system was formed. The mixture was stirred at 60 °C
obtaining a homogeneous phase. The system was allowed to cool to
r.t. forming a biphasic system again. For compound 8 the fluorous
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phase was dried under reduced pressure and the solid obtained was
characterized by *'P NMR techniques and IR spectroscopy.

Supporting Information for this article is available online at
http://www.thieme-connect.com/ejournals/toc/synthesis.
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