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Synthesis and Characterization of New Five-Coordinate Platinum Nitrosyl
Derivatives: Density Functional Theory Study of Their Electronic Structure
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Abstract: The neutral, five-coordinate
platinum nitrosyl compounds
[PUCFL(L)NO)]  (2) [L=CNiBu
(2a), NCsH,Me-4 (2b), PPhMe, (2¢),
PPh; (2d) and tht (2e)] have
been prepared by the reaction of
[NBu,][Pt(CsFs)5(L)] (1) with NOCIO,
in CH,Cl,. The ionic compound
[N(PPh,),][Pt(C4F5)4(NO)] (4) has been
prepared in a similar way starting from
the homoleptic species [N(PPhs),],-
[Pt(CgFs).] (3). Compounds 2 and 4 are
all diamagnetic with {PtNO}? electronic

compounds can be described as square
pyramidal (SPY-5). Bent nitrosyl coor-
dination is observed in both cases with
Pt-N-O angles of 120.1(6) and 130.2(7)°
for 2¢ and 4, respectively. The bonding
mechanism of the nitrosyl ligand coor-
dinated to various model [Pt"R,]*~ (R =
H, Me, Cl, CN, CsFs or C,Cls) and
[Pt(C¢Fs);(L)]- (L=CNMe, PH;) sys-
tems has been studied by density func-
tional calculations at the B3LYP level of
theory, using the SDD basis set. The
R,Pt-NO and (C4F;);(L)Pt-NO interac-

tions generally involve two components:
i) a direct Pt—NO bonding interaction
and ii) multicenter-bonding interactions
between the N atom of the NO ligand
and the donor atoms of the R and L
ligands. Moreover, with the more com-
plex R groups, C¢Fs or CCls, a third
component has been found to arise,
which involves multicenter electrostatic
interactions between the positively
charged NO ligand and the negatively
charged halo-substituents in the ortho-
position of the C¢Xs groups (X =F, Cl).

configuration and show »(NO) stretch-
ing frequencies at around 1800 cm~.
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diffraction methods. The coordination
environment for the Pt center in both

[a] Prof. Dr. J. Forniés, Dr. I. Ara, Dipl.-Chem. M. A. Garcia-Monforte,
Dr. B. Menjén, Dipl.-Chem. R. M. Sanz-Carrillo, Dr. M. Tomas
Departamento de Quimica Inorganica

Instituto de Ciencia de Materiales de Aragén

Facultad de Ciencias, Universidad de Zaragoza-C.S.I.C.

Pza. S. Francisco s/n, 50009 Zaragoza (Spain)

Fax: (+34)976761187

E-mail: forniesj@unizar.es

Prof. Dr. C. A. Tsipis, Dr. A. C. Tsipis

Laboratory of Applied Quantum Chemistry

Faculty of Chemistry

Aristotle University of Thessaloniki

54006 Thessaloniki (Greece)

Supporting information (PDB files for the solid state structures of 2¢
and the anion of 4.0.5CH,Cl,; Figures S1-S6 showing the fully
optimized geometries along with the atom-labeling Scheme of com-
plexes 9—13; Table S1 summarizing the natural bond orbital (NBO)
and Mulliken population analysis data and Tables S2-S4 showing
selected bond lengths and bond angles of complexes 9—13) for this
article is available on the WWW under http://www.chemeurj.org/ or
from the author.

=

4094

density

metal nitrosyls
structure elucidation -
transition metals

© 2003 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

The contribution of each component to
the Pt—NO bonding in R,Pt—NO and
(C4Fs5)3(L)Pt—NO compounds seems to
be modulated by the electronic and
steric effects of the R and L ligands.

functional

Introduction

The chemistry of transition metal coordination compounds
containing the nitrosyl (NO) ligand has seen a tremendous
revival since the discoveryll of NO as an essential biological
molecule.”! More recent focus has been drawn to nitrosyl
complexes as drugs that release the neurotransmitter and
mammalian bioregulator NO,P! as model complexes for metal
enzymes such as the nitrile hydrase, cytochrome oxidase,!
and nitrogenase,’! and as potential waste gas purification
catalysts.’l Catalytic cycles involving alkalil® and alkaline
earth”) metals have been proposed for the destruction of NO
in combustion exhaust gases. The NO ligand can act as
diamagnetic, strongly m-accepting NO™, as the equally dia-
magnetic NO~, or as the paramagnetic, neutral NO. As a
consequence the specific electronic, structural, and reactivity
features of the transition metal nitrosyl complexes have
aroused interest since the early days of coordination chem-
istry. A variety of [M]-NO, or [M]-NO* type of complexes,
where [M] is a metal fragment, have recently been studied,
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using density functional theory (DFT) at various levels,[' but
surprisingly enough, the number of ab initio studies is very
limited™) and not sufficiently systematic. Timely and impor-
tant areas of NO chemistry from physical and computational
studies to the biological role in living systems have been
covered in a recent issue of Chemical Reviews.'? One of the
goals of this work is to understand all possible bonding modes
of the terminal nitrosyl ligand coordinated to Pt-metal centers
in various mononuclear platinum nitrosyl systems and the role
of the stabilizing coligands. A salient feature of terminal metal
nitrosyl complexes is the geometry of the [M]-NO unit
ranging from bent (ca. 120°) to linear (ca. 180°). We had found
that the pentachlorophenyl group is a well-behaved ligand
allowing a convenient entry to platinum nitrosyl systems. With
the synthesis of [NBu,][Pt(CsCl),(NO)]'¥ and [NBu,]-
[Pt(C4Cl;),CL(NO) ] we obtained examples of both linear
and bent platinum nitrosyl species for a same {PtNO}®
electronic configuration. We report now a combined compu-
tational and experimental study of perhalophenyl-nitrosyl
derivatives of platinum in order to understand the role of
the stabilizing coligands in the bonding mode of the [Pt]-NO
unit.

Results and Discussion

Synthesis and characterization of the precursors: The series of
tris(pentafluorophenyl)platinate(i) ~ derivatives ~ [NBu,]-
[Pt(C¢Fs)s(L)] (1) [L=CNtBu (1a), NCsHMe-4 (1b),
PPhMe, (1¢), PPh; (1d) and tht (1e)], was found appropriate
to allow a systematic study of their behaviour against NO™.
Compounds 1d and le were prepared according to a
published method.['™! The new species 1a, 1b and 1c¢ were
prepared in good yield as white solids by room temperature
reaction of [NBuy],[Pt(C4Fs);Cl] with an equimolar amount of
AgClO, in the presence of the corresponding ligand L

[Eq. ()]

+AgCIO,

[NBuJo[PH(CF5);Cl] + L — [NBu,][Pt(CFs)s(L)] (1) (1)

AgCl, —[NBu,|CIO,

Compounds 1a—-c have been characterized by analytical and
spectroscopic methods. The IR spectra (Table 1)) show three
absorptions assignable to the so-called X-sensitive vibration

Table 1. IR data [cm~'].l2

modes,['”l as expected for a square-planar [MX;L] species
(C,,, IR active 'y fundamentals: 2A,+B,). Each of the F
NMR spectra (Table 2) shows two sets of CFs signals
corresponding to the chemically inequivalent trans- and
trans-to-L. C¢F5 groups. These signals are easily assignable to
each kind of CiFs group because of their 2:1 relative
integrated ratio with the exception of the m-F and p-F signals
of 1¢, which appear so intermingled that a reliable assignment
is not possible in this case. The 3J(**°Pt,F) values lie between
342 and 535 Hz. The CN¢Bu ligand in 1a gives rise to an IR
absorption at 2187 cm~! assignable to ¥(C=N) and to a low-
frequency singlet in the 'H NMR spectrum (6 =1.31, Me).
The 'H NMR spectrum of 1b shows a singlet in the aliphatic
region (0 =2.15) due to the p-Me group of the NCsH,Me-4
ligand together with two signals in the aromatic region (6 =
8.48 and 6.86) which can be assigned to the o-H and m-H,
respectively, because of the presence of not completely
resolved Pt satellites in the high-frequency signal
[37(*Pt,H) =25 Hz]. The 3P NMR spectrum of 1¢ shows a
single signal at 0 =—14.7 with Pt satellites ['J(!*Pt,P)=
2568 Hz] due to the PPhMe, ligand.

Synthesis and characterization of the new five-coordinate Pt-
nitrosyl complexes: When the precursors [NBuy-
[Pt(C¢Fs)5(L)] (1), L being a typical representative for C-,
N-, P- and S-donor ligands, react with an equimolar amount of
NOCIO,, the colour of the solutions turns reddish brown.
From these solutions, the neutral platinum nitrosyl com-
pounds with formula [Pt(C¢Fs);(L)(NO)] (2) [L=CNrBu
(2a), NCsHMe-4 (2b), PPhMe, (2¢), PPh; (2d) and tht
(2e)] can be isolated as brown solids in moderate yield
[Eq. )]

INBuJIP(CF)(L)] — 2 [PUCF(LINO)] - (2) @

[NBu,]CIO,

The ionic compound [N(PPh;),][Pt(C¢Fs),(NO)] (4) has also
been obtained as a brown solid by 1:1 reaction of the
homoleptic species [N(PPh;),],[Pt(CsFs),] (3) with NOCIO,
under similar conditions [Eq. (3)]. Better yields are obtained
if the reactions leading to 2 or 4 are carried out under a NO
atmosphere.

[N(PPh,),][Pt(CFs),] — 2%, [N(PPh,),][Pt(CiF5),(NO)]  (4) (3)

~[N(PPhy),]C104

Compound »(NO)PI  »(NO) v(C-F)  X-sensitivel® Other

[NBu,][Pt(C4F5),(CNBu)] (1a) - - 953 798,785,772 2187 (C=N), 1633, 1607, 1054, 530, 462
[NBu,][Pt(C4Fs)(NCsH,Me-4)] (1b) - - 953 801,786,771 1628, 1606, 1525, 1055, 500

[NBu,][Pt(C4Fs),(PPhMe.)] (Lc) - - 955 801,794,772 1672, 1634, 1109, 1056, 909, 839, 696, 494
[PL(C¢Fs);(CNBu)(NO)] (2a) 1820 1832 971 804, 784 2213 (C=N),4 2183 (C=N), 1639, 1613, 1510, 1065, 533
[Pt(C.Fs),(NCsH,Me-4)(NO)] 2b) 1829 1824,1812 967 811, 786 1634, 1511, 1068, 556

[Pt(C4Fs)s(PPhMe,)(NO)] (2¢) 1800 1825,1802 967 795, 782 1639, 1611, 1511, 1109, 1062, 839, 696, 492
[PL(C¢Fs)s(PPhy)(NO)] (2d) 1805 1835, 1803 965! 802, 786 1639, 1612, 1504, 1069, 756, 740, 699, 531, 511, 498
[Pt(C.Fs)y(tht)(NO)] (2e) 1801 1842, 1822 96410 800, 782 1611, 1540, 1510, 1264, 1062

[N(PPh,),][Pt(CFs),(NO)] (4) 1808 1820 960! 789 1639, 1610, 1502, 1058

[a] Unless otherwise stated IR data were obtained from Nujol mulls. [b] In Et,O solution. [c] Ref. [17]. [d] A single band is observed at 2197 cm~! in CH,Cl,
solution. [e] v(C-F) =950 cm™! in the parent species 1d (see ref. [16]). [f] v(C-F) =950 cm™" in the parent species 1e (see ref. [16]). [g] v(C-F) =953 cm~! in

the parent species 3.
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Table 2. F NMR data in solution (9 values in ppm referred to CFCl,).[?!

Compound trans C4Fs groups trans-to-L C4Fs group
o-Flb! m-F p-F o-Fl°l m-F p-F
[NBu,][Pt(CEFs),(CNBu)] (1a) —116.90 (342) —166.42 —165.36 — 11746 (439) —167.16 —166.02
[NBu,|[Pt(C,Fs),(NCsH,Me-4)] (1b)  —119.07 (412) —166.05 —168.1211  —117.41 (535) — 168200 —165.85
[NBu,][Pt(C,F5),(PPhMe,)] (1¢) — 11625 (412) ~166.0 to —166.619 — 11676 (367)kl —166.0 to — 166.64
[Pt(C,Fs),(CNBu)(NO)] (2a)!t —116.17 (145), 1622, —162.8 —156.54 —119.71 (372) —160.98 — 15827
—134.32
[Pt(C,Fs),(NCsH,Me-4)(NO)] (2b)l]  —118.57, —126.06  —160.56 —156.62 ~116.29 (170), ~162.56 —158.30
—130.27
[Pt(C.F5),(PPhMe,)(NO)] (2¢) —112.04, —124.65  —159.8, —160.6 —156.65 11542, —-13031  —161.65 —157.81
[Pt(C,F5);(PPhy)(NO)] (2d)1 —108.83, —123.95  —161 to — 163 —158.18 11474, -132.83  —161to —1634)  —158.74
[Pt(C.Fs)(tht)(NO)] (2e)!t 11425, - 12634  —159.66, —160.48  —155.85 11643, 13249  —161.70 —157.66
[N(PPh,),][Pt(C4Fs)y(NO)] (4)1 — 1145, 1283 —164.6 — 1622 ] ] —Ig
[N(PPh,),][Pt(C4Fs)y(NO)] (4) 1214 ~165.5 -1632 el el 1
[a] Room temperature measurements, unless otherwise stated. [b] Where observed and sufficiently resolved, J(**Pt,F) values are given in Hz in parenthesis.
[c] These signals appear intermingled with each other. [d] Severe superposition of the signals precludes a reliable assignment. [e] Broad signal. [f] Recorded

at —60°C. [g] N.A. [h] Recorded at 45°C.

The synthetic procedure can be considered as a Lewis
neutralization process in which the platinate moiety acts as
the base and the NO™ cation as the acid. The behaviour of
anionic poly(perhalophenyl)platinate derivatives as Lewis
bases has been well documented, especially against a variety
of metal acidic species such as Ag!, Hg", Tl!, TIY, Sn" and
PbILL8]

Compounds 2 and 4 have been characterized by analytical
and spectroscopic methods. The IR spectra of 2a and 4 show
single absorptions at ~1820 cm™! both in solution and in the
solid state (Table 1), assignable to ¥(NO). The fact that 2b—e
show two close absorptions in the same region in the solid
state can be attributed to lattice effects since, in CH,Cl,
solution, single absorptions are also observed. Lattice effects
may also be responsible for the two absorptions assignable to
v(C=N) observed in the IR spectrum of solid 2a, since they
convert into a single band in CH,Cl, solution. High-frequency
shifts are observed for the v(C—F) values in all cases.
Although such noticeable shifts in pentafluorophenyl-palla-
dium and -platinum compounds have been associated to
changes in the metal oxidation state,['? it is also known that
ascribing a precise oxidation state to a given metal nitrosyl
species is, at least, controversial. It is therefore, that we make
no assumption about the oxidation state of the Pt center in
compounds 2 and 4 and define them as {PtNO}® species, thus
adhering the Enemark and Feltham formalism.'”l On coordi-
nation of NO* to the square-planar [Pt(C¢Fs);(L)]~ units, a
lowering in the metal-center local symmetry would be
expected (C,,— C, or C,,— C;). Regardless of the precise
final geometry of 2, three X-sensitive vibrations would
therefore predicted to be IR active as observed in the
corresponding parent compounds 1. However, the IR spectra
of 2 show only two such absorptions. From the good quality of
the NMR spectra of 2 and 4, diamagnetism of the samples can
be inferred. The 'H NMR spectra of compounds 2 are similar
to those of the corresponding parent species 1 with only minor
differences in the chemical shifts and the coupling constants.
Thus, for instance, the resonance assigned to the o-H atoms of
the NC;H,Me-4 ligand in 2b (6=8.52) shows no Pt
satellites, while in 1b (6=28.48) were clearly observable
[2J(*°Pt,H) =25 Hz]. The 3'P NMR spectra of compounds 2¢
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and 2d show single resonances at 0 =—18.4 [\J(!*Pt,P)=
2960 Hz] and 4.9 [J(*Pt,P) =2027 Hz], respectively. The
F NMR spectra of compounds 2 and 4 registered at different
temperatures denote the existence of some dynamic processes
and will be discussed later.

The molecular structures of 2¢ and 4 were determined by
single-crystal X-ray diffraction methods (crystallographic
data given in Table 3). The structure of the neutral species
[Pt(C4Fs);(PPhMe,)(NO)] (2¢) is depicted in Figure 1. Se-
lected interatomic distances and angles are given in Table 4.
The Pt atom is located in a nearly square pyramidal (SPY-5)
environment as evidenced by the very small value of the

Table 3. Crystal data and structure refinement for 2¢ and 4-0.5CH,Cl,.

2¢ 4.0.5CH,Cl,
formula C,H,,F;sNOPPt CysH3 CIF,N,OP,Pt
M, 864.42 1474.34
T [K] 293(2) 200(2)
1 [A] 0.71073 0.71073
crystal system monoclinic triclinic
space group P2,/n P1
a[A] 10.394(2) 12.117(3)
b [A] 18.754(2) 13.101(3)
c[A] 14.759(3) 20.187(5)
a[] 90 85.76(2)
B8] 108.21(1) 74.64(2)
7 [°] 90 78.14(2)
V [A3] 2732.9(8) 3023.5(13)
V4 4 2
p [gem™3) 2.101 1.618
u [mm™1] 5319 2.521
F(000) 1640 1440
diffractometer Siemens-STOE/AED-2
26 range [°] 4-50 (+h, +k, £1) 4-50 (£h, £k, —1)

refinement method
final R indices [I > 20(1)]®

full-matrix least-squares on F?

R, 0.0268 0.0294
WR, 0.0485 0.0762
R indices (all data)

R, 0.0450 0.0375
WR, 0.0535 0.0787
goodness-of-fit on F2[! 1.034 1.002

[a] R =Z(|F, |~ |F|)Z|F, |5 wRy=[Ew(Fi— FZ)*[Zw(FZ))]"*; w=
[0*(F2)+(g P)*+g,P]"; P=(%) [max{F20}+2F?. [b] Goodness-of-
fit = [Ew(F3 — F2)* (Nops = Nparam) 1"
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Table 4. Selected bond lengths [A] and angles [°] and their estimated
standard deviations for 2c¢.

Bond lengths

Pt(1)-N(1) 2.068(7) C(10)—C(15) 1.372(8)
Pt(1)—C(1) 2.100(6) C(11)-F(11) 1.358(6)
Pt(1)—C(10) 2.092(6) C(15)-F(15) 1.366(7)
Pt(1)—C(20) 2.106(6) C(20)—C(21) 1.382(9)
Pt(1)—P(1) 2.359(2) C(20)—C(25) 1.376(9)
N(1)-0(1) 1.086(7) C(21)-F(21) 1.343(8)
C(1)-C(2) 1.373(8) C(25)-F(25) 1.347(8)
C(1)—C(6) 1.373(8) P(1)—C(30) 1.808(6)
C(2)-F(2) 1.355(7) P(1)—-C(40) 1.811(6)
C(6)-F(6) 1.366(7) P(1)—C(50) 1.809(6)
C(10)—C(11) 1.389(8)
Bond angles

Pt(1)-N(1)-O(1) 120.1(6) C(6)-C(1)-C(2) 114.7(6)
N(1)-Pt(1)-C(1) 98.4(2) Pt(1)-C(10)-C(11) 118.2(4)
N(1)-Pt(1)-C(10) 94.6(2) Pt(1)-C(10)-C(15) 128.6(5)
N(1)-Pt(1)-C(20) 91.3(3) C(15)-C(10)-C(11) 113.0(6)
N(1)-Pt(1)-P(1) 97.2(2) Pt(1)-C(20)-C(21) 125.2(5)
C(1)-Pt(1)-C(10) 166.8(2) Pt(1)-C(20)-C(25) 119.6(5)
C(1)-Pt(1)-C(20) 85.8(2) C(25)-C(20)-C(21) 115.1(7)
C(1)-Pt(1)-P(1) 90.3(2) Pt(1)-P(1)-C(30) 113.0(2)
C(10)-Pt(1)-C(20) 91.3(2) Pt(1)-P(1)-C(40) 110.2(2)
C(10)-Pt(1)-P(1) 90.7(2) Pt(1)-P(1)-C(50) 115.0(2)
C(20)-Pt(1)-P(1) 171.1(2) C(30)-P(1)-C(40) 107.8(3)
Pt(1)-C(1)-C(2) 127.5(5) C(30)-P(1)-C(50) 106.0(3)
Pt(1)-C(1)-C(6) 117.7(5) C(40)-P(1)-C(50) 104.3(3)

Figure 1. Perspective drawing of 2¢ (50 % probability ellipsoids).

angular structural parameter® 7=0.072. The NO ligand is
located in the apex of the pyramid and the remaining
coordinated ligands define the basal plane. The CsF5 groups

are tilted with respect to the basal plane with angles between
66° and 78°. The three Pt—C4F;s bond lengths in 2 ¢ are virtually
identical [between 2.092(6) and 2.106(6) A] and close to the
longest distance found in the related heterodimetallic SPY-5
species  [NBuy][Pt(C4Fs);(tht){Ag(PPh;)}]] [Pt—C range:
2.00(1)-2.10(1) A].2U Slightly shorter Pt—C4Fs distances
were found in the mononuclear square planar derivative
[NBu,][Pt(CFs)s(PPh3)] [Pt—C range: 2.04(1)-2.07(1) A].12
The Pt—P bond length in the latter compound [Pt—PPh;
2.279(3) A] is also slightly shorter than observed in 2¢
[Pt—PPhMe, 2.359(2) A]. The Pt-N-O unit is clearly bent
[120.1(6)°] towards the PPhMe, ligand [torsion angle O(1)-
N(1)-Pt-P(1) 4°]. This is in agreement with previous theoret-
ical calculations, which predict a bent M-N-O unit for apical
SPY-5 metal nitrosyl compounds with {MNO}® configura-
tion.l'> 23] Furthermore, bending has been predicted to occur
in the plane containing the poorer donors.”! The most
significant structural features related to the Pt-NO coordina-
tion in the structurally characterized terminal Pt-nitrosyl
complexes are given in Table 5 for comparison.?* ]

An ellipsoid drawing of the anion of [N(PPhs),]-
[Pt(CFs),(NO)] (4) appears in Figure 2. Selected interatomic
distances®” and angles are given in Table 6. The geometry
around Pt is best described as SPY-5 with the basal plane
defined by the four C4F;s groups and the apex occupied by the
NO ligand (7 =0.072).2%1 All four C.F5 groups are tilted (tilt
angles between 55 and 79°) and arranged helically around the

Figure 2. Perspective drawing of the anion of 4 (1 conformation, 50 %
probability ellipsoids). The displacement parameters of O(1) are typical for
this atom suffering a librational motion. The corresponding N(1)-0O(1)
distance has been corrected for this effect.*!

Table 5. Important data relative to the structurally characterized terminal Pt-nitrosyl compounds.

Compound v(NO) Pt coordination Pt-N N-O Pt-N-O Ref.
[em™!] environment [A] [A] [°]
[NEt,],[{PtCL(NO)}(u-Cl)(u-NO){PtCL}] 0C-6 1.98(6) 1.05(6) 122(5) [24a]
[HNCoH;],[{PtCL(NO)},(n-Cl),] 1750 0C-6 2150 1.18(6) 112.08 [24b]
[NBu,][PtCL(CsCls),(NO)] 179701 SPY-5 2.054(9) 1.141(14) 119.5(8) (4
[Pt(C4F5);(PPhMe,)(NO)] (2¢) 18001 SPY-5 2.068(7) 1.086(7) 120.1(6) this work
[N(PPh;),][Pt(C4F5),(NO)] (4) 18081l SPY-5 2.035(4) 1.027(7) 130.2(6) this work
[NBu,y][Pt(C4Cls),(NO)] 179101 SPY-5 2.22(6) 1.04(9) 180 13
NO(g) 1876 - - 1.15 - 23]
NO*(g) 2345 - - 1.06 - 23]
[a] Estimated standard deviation not reported. [b] In CH,Cl, solution. [c] In Et,O solution.
Chem. Eur. J. 2003, 9, 4094-4105 www.chemeurj.org © 2003 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim —4097
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Table 6. Selected bond lengths [A] and angles [°] and their estimated
standard deviations for the anion of 4-0.5 CH,Cl,.

Bond lengths

Pt(1)-N(1) 2.035(4) C(8)-F(8) 1.360(5)
Pt(1)—C(1) 2.088(4) C(12)-F(12) 1.355(5)
Pt(1)—C(7) 2.088(4) C(13)—-C(14) 1.389(6)
Pt(1)—C(13) 2.094(4) C(13)—-C(18) 1.378(6)
Pt(1)—C(19) 2.086(4) C(14)-F(14) 1.359(5)
C(1)-C(2) 1.380(5) C(18)—F(18) 1.365(5)
C(1)—C(6) 1.386(6) C(19)—C(20) 1.376(5)
C(2)-F(2) 1.354(5) C(19)—-C(24) 1.389(6)
C(6)-F(6) 1.355(5) C(20)—F(20) 1.356(4)
C(7)-C(8) 1.374(6) C(24)-F(24) 1.364(5)
C(7)-C(12) 1.382(6) N(1)-0(1) 1.027(7)kl
Bond angles

Pt(1)-N(1)-O(1) 130.2(6) Pt(1)-C(1)-C(6) 126.7(3)
C(1)-Pt(1)-C(7) 168.47(15) C(2)-C(1)-C(6) 113.1(4)
C(1)-Pt(1)-C(13) 90.03(15) Pt(1)-C(7)-C(8) 119.6(3)
C(1)-Pt(1)-C(19) 89.58(15) Pt(1)-C(7)-C(12) 126.7(3)
C(1)-Pt(1)-N(1) 97.10(17) C(8)-C(7)-C(12) 113.8(4)
C(7)-Pt(1)-C(13) 90.66(15) Pt(1)-C(13)-C(14) 120.0(3)
C(7)-Pt(1)-C(19) 88.28(15) Pt(1)-C(13)-C(18) 126.9(3)
C(19)-Pt(1)-N(1) 94.40(18) C(14)-C(13)-C(18) 113.1(4)
C(13)-Pt(1)-C(19) 172.73(15) Pt(1)-C(19)-C(20) 121.8(3)
C(13)-Pt(1)-N(1) 90.74(18) Pt(1)-C(19)-C(24) 124.8(3)
C(7)-Pt(1)-N(1) 96.52(18) C(20)-C(19)-C(24) 113.4(4)
Pt(1)-C(1)-C(2) 119.9(3)

[a] The N(1)-O(1) distance given has been corrected for libration.?)

Pt—N axis with both 6 and A4 conformations present in the
crystal measured (centrosymmetric space group). The
Pt—C¢Fs bond lengths in 4 are very similar [between
2.086(4) and 2.097(4) A] and are in keeping with the values
found in related species of formula [Pt(C¢Fs),(ML,)]* for
which the X-ray crystal structure is known, namely
[NBu,][Pt(C¢Fs).{Ag(tht)}] [Pt—-C  range:  2.03(2)-
2.09(2) A],21 [NBuL,[{Pt(C4Fs),),(u-Pb)] [Pt—C range:
2.05(2)-2.10(2) A] and [NBu,],[{Pt(C4Fs),},(u-TI)] [Pt—-C
range: 2.03(2)-2.09(3) A].%) The PtNO unit is clearly bent
[Pt-N-O 130.2(7)°] and the Pt—N bond length [2.043(5) A] is
similar to that found in 2c¢ [2.068(7)A] and in
[NBu,],[PtCL(C,Cl;),(NO)] [2.054(9) A] (Table5). The
N—O bond length [1.027(3) A] is comparable with that found
in ionic [N=O]* (1.06 A).2 A
comparison between the struc-
tures of [N(PPhs),][Pt(C¢Fs)s
(NO)] (4) and of the pentachlor-
ophenyl derivative [NBu,][Pt-
(C4Cl5)4(NO)] reveals the exis-
tence of remarkable differences
in the corresponding Pt-N-O
units (Table 5) which could not
be easily anticipated, especially
considering the similar electronic
effects traditionally assigned to
the C¢Fs and C(Cls; groups.P’
Thus, bent versus linear NO

coordination is observed despite

Pt—N bond lengths [2.043(5) versus 2.22(6) A]. These struc-
tural differences are likely to be related to some differences in
the Pt—NO bonding mechanism. In order to ascertain this
latter point, we considered it appropriate to undertake a DFT
study on various model [PtR,(NO)]~ (R =H, Me, Cl, CN, C,F;
or C¢Cls) and [Pt(C¢Fs);(L)(NO)] (L =CNMe, PH;) systems.

The F NMR spectrum of 4 at various temperatures
(Table 2) is in keeping with a SPY-5 geometry for the anion as
found in the solid state with at least two different dynamic
processes operating in solution. A single p-F signal is observed
over the whole temperature range studied, meaning that all
four C4Fs groups are equivalent over that range. Assuming a
bent Pt-N-O unit also in solution, this equivalency could be
easily achieved by rapid (on the NMR time scale) rotation
about the Pt—N axis. In contrast, rotation of the C4Fs groups
about the corresponding M—C,,,, bonds is frequently hindered
because of the existence of d,(M)-p.(C¢Fs) interaction,
which implies some multiple bond character. The presence
of two o-F signals in the low temperature spectrum (Figure 3),
which coalesce at higher temperatures and eventually merge
into a single one at mean frequency, is consistent with the
model of hindered rotation of the C¢Fs groups. The YF NMR
spectra of compounds 2 at different temperatures can be
equally well rationalized assuming a dynamic SPY-5 structure
in solution (Table 2).

Equilibrium geometry, electronic structure and bonding
mechanism of the NO ligand in [R,Pt(NO)]- (R=H,
Me, Cl, CN, CF;, CiCl;), [CL(CCl),Pt(NO)]", and
[(CeF5);(L)Pt(NO)] (L=CNMe or PH;) compounds: The
next goal of this work is to determine the details of the
electronic structure and, in particular, the nature of the
bonding of the nitrosyl ligand in a series of [R,Pt(NO)]~ (R=
H (5), Me (6), Cl (7), CN (8), C4Fs (9), C4Cls (10)) complexes
as well as in the mixed-ligand [Cl,(C4Cl5),Pt(NO)]~ (11), and
[(C4Fs);(L)Pt(NO)] (L=CNMe (12) or PH; (13)) com-
pounds. To accomplish this we thought it would be advisable
to explore first the effect of the stabilizing co-ligands on the
bonding mode of the NO ligand in five-coordinate
[R,Pt(NO)]- (R=H, Me, Cl or CN) complexes. We selected
four ligands exerting different electronic effects, two from the

I.
|
._.....rﬁ_J | T B - DL T | o
_.)l Ik 30 °C
A g

the fact that both species have
SPY-5 global geometry. They
also show noticeably different
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Figure 3. F NMR spectrum of 4 (o-F region only) registered at various temperatures in [*H]chloroform.
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left, one from the middle and one from the right site of the
spectrochemical series. Thus, hydride and methyl are pure
o donors, chloride is a o donor/m donor, and cyanide a
o donor/m acceptor ligand. In addition, hydride, methyl and
cyanide ligands are soft bases, while the chloride ligand is a
hard base. Selected geometric parameters for the model
[R/Pt(NO)]~ (R =H, Me, Cl, CN) complexes computed at the
B3LYP/SDD level of theory are shown in Figure 4. Interest-
ingly, 5 adopts a distorted TBPY-5 structure involving a
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Figure 4. B3LYP-optimized structures of the model [R,Pt(NO)]- (R=H,
Me, Cl, CN) complexes. For the [Me,Pt(NO)]~ compound both the apical

(a) and basal (b) isomers are given. Bond lengths are in angstroms, and
bond angles in degrees.

L
A C[l“

1187

linearly coordinated NO ligand in the equatorial plane. The
H-Pt-H bond angle of the axial Pt—H,, bonds is equal to
162.7°. On the other hand, 6, 7 and 8 adopt a SPY-5 structure
with the NO ligand in the apical position coordinated to the Pt
central atom in a bent fashion and pointed in the direction of
the bisector of one of the R-Pt-R bond angles. The O(3)-N(2)-
Pt(1)-C(4), O(3)-N(2)-Pt(1)-Cl(4) and O(3)-N(2)-Pt(1)-C(4)
torsion angles in 6, 7 and 8 are 47.6, 45.5 and 48.5°
respectively. The extent of the bending in 7 and 8 is calculated
at similar values of about 120°, whereas in 6 the bending angle
is slightly larger (128.9°). The Pt central atom is found 0.15,
0.08, and 0.05A above the basal plane of the square
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pyramidal structures of 6, 7 and 8, respectively. The Pt—N
bond in 5 is shorter by 0.065, 0.134 and 0.186 A with respect to
the corresponding bond in 6, 7 and 8. The N—O bond lengths
in 5 and 6 are nearly the same (1.245 versus 1.248 A), but
differ slightly from the N—O bond length in 7 and 8, being
longer by about 0.05 A. The formation of the [R,Pt(NO)]-
complexes, viewed as the interaction of NO™ ligand with the
square planar [R,Pt]*>~ species are predicted to be exothermic,
the computed interaction energies being equal to 353.3, 346.3,
270.7 and 236.3 kcal mol~! for 5, 6, 7 and 8, respectively, at the
B3LYP/SDD level of theory. Both the computed interaction
energies and the Pt—N bond lengths mirror the different
mechanism of bonding of the NO ligand in the linear and bent
bonding modes. In the linear bonding mode the Pt—N bond
exhibits both a 0 and @ component (actually it is a partially
double Pt—N bond), whereas in the bent bonding mode it is a
pure o bond, in line with the qualitative molecular orbital
picture of the bonding modes of the NO ligand. This is further
substantiated by the N—O bond length of the coordinated NO
ligand, being longer in the linearly than in the bent
coordinated NO ligand. Moreover, the observed structural
changes of the MNO moiety could be accounted by the
electronic effects of the stabilizing co-ligands. Thus, the =
acceptor ability of the CN- ligand is responsible for the
withdrawing of electron density from the coordinated NO
ligand towards the Pt central atom, thus resulting in the
weakening of the Pt—N bond followed by concomitant
strengthening of the N—O bond as compared to the o- and
7t donor Cl~ ligand. The computed N - O stretching mode for
5, 6, 7 and 8 found at 1580, 1507, 1641 and 1686 cm~,
respectively, correlate with the general trend in the N—O bond
lengths; this reflects the relative strength of the respective
bonds as well as the extent of m-back-donation. Although 6
involves the coordinated NO ligand in a bent-bonding mode
similar to that of 7 and 8, the structural and electronic features
of the PtNO moiety are similar to that of § as a result of the
analogous electronic effects of the methyl and hydride ligands.
Looking for an isomer of 6 with a linearly coordinated NO
ligand analogous to that found in 5 we located on the PES of 6
another local minimum at almost the same energy corre-
sponding to a square-pyramidal [Me,Pt(NO)]- isomer (6b)
involving the NO ligand in the basal plane of the square-
pyramidal structure coordinated again in a bent bonding
mode (Figure 4b). In the isomer with the NO ligand in the
basal position the bending angle is about 6° larger than the
isomer with the NO ligand in the apical position, while both
the Pt—N and N—O bonds are longer by 0.022 and 0.034 A,
respectively. It is worth noting that, in spite of the structural
differences the computed bond overlap population (bop)
values of the Pt—N and N—O bonds in the two isomers are
identical. A search for structures involving the linear bonding
mode of the NO ligand in a trigonal pyramidal coordination
environment of the Pt" center, using the appropriate starting
geometries of the optimization process for all [R,Pt(NO)]"
species revealed the existence of only one minimum corre-
sponding to the aforementioned geometries; both calculations
converged to the same geometry.

According to the natural bond orbital (NBO) and Mulliken
population analysis (Supporting Information, Table S1) upon
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coordination of the NO ligand to Pt central atom there is a
strong charge transfer from the Pt central atom to the
coordinated NO ligand amounted to 0.97, 0.67, 0.62, 0.44 and
0.49 charge unit of natural charge in 5, 6a (apical), 6b, 7 and 8,
respectively. Note that the computed natural charges on the Pt
central atom in [H,Pt]*~, [Me,Pt]*~, [C,Pt]*-, and [(CN),Pt]*~
are —0.59, 0.24, 0.38, and 0.31, respectively. In 5 the linearly
bonded NO ligand acquires negative charge, which produces
an increase of the N—O bond length with respect to that in
free NO molecule. These negative charges are similar to those
of the linearly coordinated NO ligand in the square pyramidal
[(CN),Fe(NO)]~ complex computed at the DFT level of
theory.P!l Negatively charged is also the coordinated NO
ligand in 6a and 6b, isomers as a result of the analogous
electronic effects of the hydride and methyl ligands (pure
o donors). On the other hand, the bent coordinated NO ligand
in 7 and 8 has a slight positive charge and therefore the N—O
bond length is similar to that of the free NO ligand. Generally,
the computed bop values follow the trend of the computed
Pt—N bond lengths. Surprisingly, though 8 was predicted to be
unbound with respect to [(CN),Pt]*~ and NO asymptotes, the
bop value indicates the formation of a weak Pt—NO bond.
Interestingly, in all complexes there are two inequivalent
Pt—R bond lengths, being more pronounced in the 5 molecule,
with the bent PtNO moiety pointed in the direction of the
shorter Pt—R bond (Figure 4). To explain the different Pt—R
bond lengths we looked for possible bonding multicenter
interactions between the N atom of the coordinated NO
ligand and the donor atoms of the R ligands. The bop values of
0.024, 0.033 and 0.005 for the N --- R interactions for the bonds
pointed in the direction of the bent PtNO moiety in 6a, 6b
and 8, respectively, strongly suggest the existence of weak
interactions. The N .-+ R interactions exist even in the linearly
bonded NO ligand in 5 (bop value of 0.008). The interaction of
the N atom of the coordinated NO ligand with the other two C
donor atoms in 6a and 6b isomers is much weaker as it is
reflected on the computed bop values of 0.003 and 0.007,
respectively. The same is also true for the interaction of the N
atom of the coordinated NO ligand with the other two CN~
ligands in 8, the bop value being only 0.002. However, the bop
values of —0.002 and —0.005 for the N---R interactions in 7
are indicative of antibonding N-.-R interactions. This is
substantiated by the nature of the respective molecular
orbitals describing the multicenter N--- R interactions in the
[R/Pt(NO)]- compounds. These molecular orbitals, along
with the HOMO and LUMO of [R,Pt(NO)]~ compounds are
depicted schematically in Figure 5. Notice the multicenter
N-..«R bonding interactions in HOMO, HOMO-1 and
HOMO-2 of 5, 6a and 6b and HOMO-1 and HOMO-2 of
8 and the antibonding orbitals in HOMO-1 and HOMO-2
of 7.

The LUMO of 5, 6a, 6b, 7, and 8 at 2.33, 1.96, 2.27, —0.96,
and —2.11 eV, respectively, correspond to a «* MO resulted
from the antibonding interaction of an out-of-plane d, orbital
of the Pt atom with the out-of-plane NO zt* orbital. On the
other hand, the HOMO of 5, 6a, 6b and 8 at —0.76, —1.41,
—0.53 and —5.32 eV, respectively correspond to m* MO
resulted from the antibonding interaction of an in-plane d,
orbital of the Pt atom with the in-plane NO ¥ orbital. The
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a) [H,Pt(NO)]~; b) [Me,Pt(NO)]- (apical); c) [Me,Pt(NO)]- (basal);
d) [CL,Pt(NO)]~; and e) [(CN),Pt(NO)]-.

HOMO of 7 at —3.70 is a non-bonding ligand group orbital
resulted from the antibonding interactions of the in-plane p
AOs of the four chloride ligands. The HOMO-LUMO
energy gaps amounted to 3.09, 3.37, 2.80, 3.21 and 2.74 eV for
the §, 6a, 6b, 7 and 8, respectively, reflect the relative stability
of the compounds. Along this line, the multicenter bonding
interactions play a critical role in stabilizing the five-coor-
dinate transition metal nitrosyl complexes. Such interactions
were also identified previouslyP in the case of 19 valence
electron square pyramidal nitrosyl complex [Fe(pyS;)NO]
[pySs*~ =2,6-bis-(2-mercaptophenylthiomethyl)pyridine(2—)]
with the coordinated NO ligand in a bent bonding mode,
respectively, computed at the B3LYP level.

Considering the effect of the electronic properties of the
stabilizing co-ligands on the bonding mechanism of the NO
ligand in the square pyramidal [R,Pt(NO)]~ compounds, one
would expect, for 9,10, 11, 12 and 13 involving the more bulky,
but electronically equivalent C¢Fs and C¢Cl; ligands, a similar
bonding mechanism to that observed in 7 and 8. The C¢F5 and
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CCl; ligands exhibit o donor, 7t donor and m acceptor capacity
and with respect to electronic effects are closer to the CN~
ligand. In effect in all these complexes the NO ligand is
coordinated to the central Pt atom in a bending mode with the
extent of the bending calculated at similar values ranging from
118 to 123°. The equilibrium geometries of 9-13 fully
optimized at the B3ALYP/SDD level of theory along with the
atom-labeling are shown in the Supporting Information
(Figures S1-S5). Selected bond lengths and angles are also
listed in the Supporting Information (Tables S2-S4). In
general terms the computed structures resemble the exper-
imentally determined structures by X-ray crystallography.
However, in the case of 10, the calculations predicted a bent
coordination mode of the NO ligand in contrast to the
experimentally determined linear coordination mode, a fact,
which will be discussed latter on. In contrast to the square
pyramidal [R,Pt(NO)]~ compounds where the coordinated
NO ligand is aligned in the direction of the bisector of one of
the R-Pt-R bond angles, in 9 and 10 it is aligned in the
direction of one of the Pt—C bonds. The computed 7(O-N-Pt-
C) torsion angles in 9 and 10 are 7.8 and — 0.3°, respectively,
with the experimental values being equal to 15.3 and 0.0°. The
same is also true for 12 and 13 with the NO ligand aligned in
the direction of the Pt—CN and Pt—P bond. The computed
7(O-N-Pt-C) and 7(O-N-Pt-P) torsion angles are equal to
—13.0 and —14.9°. In complex 11 the NO ligand is aligned
over the CI-Pt-C bond angle, the computed 7(O-N-Pt-Cl) and
7(O-N-Pt-C) torsion angles being —29.5 and 64.0, respective-
ly, in excellent agreement with the experimental values of
—27.6 and 64.7°. The computed Pt—N bond length of 9, was
found to be longer than the experimentally determined one by
0.024 A. In contrast, the computed Pt—N bond lengths of 11,
12 and 13 were found to be shorter than the experimentally
determined by 0.008, 0.009, and 0.155 A, respectively. Sur-
prisingly, the experimentally observed elongation of the
Pt—NO bond in the linear bonding mode of the NO ligand
could not be understood. The experimental value of 2.22(6) A
of the Pt—NO bond length in 10 is too long to correspond even
to a very weak Pt—NO bond. Moreover, the computed bop
value of —0.041 is indicative of antibonding Pt—NO inter-
actions in 10 with a linearly coordinated NO* ligand. We will
try to throw light on the bonding mechanism of the NO ligand
in these nitrosyl complexes, after discussing first some other
structural features of the complexes. The computed Pt—NO
bond lengths of 9, 10, 11, 12 and 13 are close to that of model 8
and therefore the Pt—NO interaction is expected to be very
weak. This is substantiated by the computed bop values for
the Pt—N bond (Table S1, Supporting Information) found in
the range of 0.052-0.106; these values are lower than that of
8. The weak Pt—NO interaction, mainly arising from electro-
static interactions, is also reflected on the computed N-O
bond lengths of 1.187—-1.198 A, which are very close to that of
the free NO ligand (1.199 A). The experimentally determined
N -0 bond lengths of 9, 10, 11 and 2 ¢ are found to be shorter
than the computed N-O bond lengths by 0.160, 0.143, 0.057,
and 0.104 A, respectively. Surprisingly, for 9 and 10 the
experimental values of the N — O bond lengths seem to be too
short, even shorter than the N—-O bond length of the free
NO* species. This strongly suggests that covalent interactions
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between the NO* ligand and the positively charged Pt"
central atom are very weak in these complexes thereby a
different bonding mechanism might be responsible for the
stabilization of the Pt-NO interaction. In effect, the inter-
actions of the NO~ ligand with the square planar [(C¢Fs),Pt]*",
[(CeCls),Pt]*, [CL(CLCls),Pt]*, [(CeFs)s-
(CNMe)Pt]~ and [(C4F5);(PPhMe,)Pt]~ fragments is probably
stabilized through electrostatic multicenter interactions be-
tween the positively charged NO* ligand and the negatively
charged halo-substituents in the ortho-position of the CyX;
(X =F, Q) ligands. The electrostatic nature of the multicenter
N-..-R interactions is verified by the absence of appropriate
MOs corresponding to bonding interactions between the
respective atoms as in the case of the 5 and 8 model
compounds, and by the very small negative bop values
indicative of antibonding interactions as well. The interatomic
distances for the multicenter electrostatic interactions in 9, 10,
11 and 13 are depicted schematically in Figure 6. It can be
seen that for all complexes some of the interatomic distances
are smaller than the sum of the van der Waals radii of the
respective atoms. Notice that the van der Waals radii of N, O,
(F)F, (CHClI~ and P are 1392, 1.349, (1.293)1.396,
(1.688)1.912, and 1.784 A, respectively. It should be noted
that very recently a series of charge transfer complexes of
NOT ligand with various aromatic donors involving strong
donor/acceptor interactions have been studied experimental-
1y.[33]

Interestingly, as in the case of 6,7 and 8, in 9, 10, 11, 12 and
13 there are also inequivalent Pt—R bond lengths, with the
PtNO moiety pointed in the direction of the shorter Pt—R
bond. This is due to possible bonding multicenter interactions
between the N atom of the coordinated NO ligand and the
donor atoms of the R ligands, being substantiated by the
computed bop values. Thus, the computed bop values for the
N-C,,, interactions are: 0.018, 0.030 and 0.022 in 9; 0.030 and
0.022 in 10; 0.020 and 0.030 in 11; 0.019 and 0.030 in 12; 0.019
and 0.029 in 13. Such multicenter bonding interactions exist
also in 10 involving a linearly coordinated NO™ ligand, the
computed bop values for the N - C,,,, interactions being 0.016.
The interatomic distances in 10 involving the NO ligand in a
linear bonding mode, depicted schematically in the Support-
ing Information (Figure S6), are also in support of the
multicenter bonding interactions.

Upon coordination of the NO* ligand to [(C¢Fs),Pt]*,
[(CsCls)Pt],  [ClL(CeCls),Pt]~,  [(CéFs)s(CNMe)Pt]~  and
[(C4Fs);(PH;)Pt]™ moieties there is a charge transfer from
the Pt central atom to the coordinated NO ligand amounted
to 0.85, 0.90, 0.97 and 0.88 charge units of natural charge,
respectively. The bent coordinated NO ligand in all complexes
has a slightly positive charge and therefore the N-O bond
length is similar to that of the free NO ligand.

The LUMO of 9, 10, 11, 12, and 13 at — 1.87, —2.10, — 1.14,
5.17, and —5.19 eV, respectively, correspond to a ¥ MO
resulted from the antibonding interaction of an out-of-plane
d, orbital of the Pt atom with the out-of-plane NO zt* orbital
(Figure 7a). The HOMO of 9 and 10 at —5.17 and —3.54 ¢V,
respectively, correspond to m* MO resulted from the anti-
bonding interaction of an in-plane d, orbital of the Pt atom
with the in-plane NO nt* orbital (Figure 7a). The HOMO -
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Figure 6. The structural features of the molecular framework describing the multicenter interactions of the NO ligand in a) [(C4Fs),Pt(NO)]-,
b) [(C4Cls),Pt(NO)]~ c) [CL(C(Cls),Pt(NO)] -, d) [(C4F5);(CNMe)Pt(NO)], e) [(CFs)s(PH;)Pt(NO)] and f) [(C¢Cls),Pt(NO)]~ involving the coordinated

NO ligand in a linear bonding mode (experimental structure).

LUMO energy gap amounted to 3.30 and 1.44 eV for 9 and 10
indicates a lower stability of 10. The HOMO of 11 at —4.28 eV
corresponds to an antibonding combination of the d,, AO of
the central Pt atom with the p, AOs of the two chloride ligands
(Figure 7b), while the HOMO of 13 at —7.80 and —7.97 eV,
respectively, is a ©* MO located on the aromatic ring of the
C4Fs ligand in trans-position to the isocyanide and phosphine
ligands (Figure 7c). The HOMO-LUMO energy gap
amounts to 3.14, 2.63 and 2.78¢eV the 11, 12 and 13,
respectively.
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Figure 7. The LUMO and HOMO of a) [(CFs),Pt(NO)]~ and the HOMO
of b) [CL(C4Cls),Pt(NO)]~ and c) [(C¢Fs);(PH;)Pt(NO)] complexes.
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Conclusion

A square pyramidal structure has been found for the five-
coordinate anions [Pt(C¢X5)4(NO)]~ (X=F or Cl). However,
the {MNO}? unit seems to be very sensitive to the surrounding
ligands. Thus, a linear geometry has been found for X=Cl
(Pt-N-O 180°), while for X =F it is clearly bent (Pt-N-O 130°).

The bonding mechanism of the nitrosyl ligand coordinated
to Pt metal centers in various five-coordinate [R,Pt(NO)]-
and [(C4Fs)s(L)Pt(NO)] complexes has been studied using
DFT calculations at the B3LYP level of theory. It was found
that the interaction of the NO ligand with the Pt metal centers
in these complexes involves three components: i) a direct
bonding interaction of the NO ligand with the Pt central atom,
ii) multicenter bonding interactions between the N atom of
the coordinated NO ligand and the donor atoms of the R or L
ligands and iii) multicenter electrostatic interactions between
the positively charged NO ligand and the negatively charged
halo-substituents in the ortho-position of the C;Xs (X =F, Cl)
ligands. The contribution of each component to the bonding
mechanism of the NO ligand with the Pt central atom seems
to be modulated by the electronic and steric effects of the
ligands R. It can be concluded that the electronic effects of the
stabilizing co-ligands in the five-coordinate [R,Pt(NO)]-
(R=H, Me, Cl, CN, CFs, C,Cls) and [Pt(C¢Fs);(L)(NO)]
(L=CNMe, PH;) complexes tune mainly the structural
features of the PtNO moiety, but have no effect on the
coordination mode (linear versus bent) of the NO ligand.
These results point to the possibly important role of the
second sphere coordination environment in the stability and
chemical behaviour of metal nitrosyls.
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Experimental Section

General procedures and materials: Unless otherwise stated, the reactions
and manipulations were carried out under purified argon using Schlenk
techniques. Solvents were dried by standard methods and distilled prior to
use. The starting materials NO,*l NOCIO,,*! AgClO,,Bl [N(PPhs;),]CLP"]
[NBu,J,[Pt(CFs);CI].I" [NBu,][Pt(CoFs);(PPh;)] > [NBu,][Pt-
(C¢Fs)3(tht)] ¥ and [NBuy,],[Pt(C¢Fs),] ¥ were prepared as described
elsewhere. Elemental analyses were carried out with a Perkin — Elmer 2400-
Series II microanalyzer. IR spectra of Nujol mulls or CH,Cl, solutions were
recorded on a Perkin-Elmer 883 spectrophotometer (4000-200 cm™).
Unless otherwise stated, NMR spectra were recorded at room temperature
on [*H]chloroform solutions using a Varian Unity-300 spectrometer: 'H
(300 MHz), 3'P (121.442 MHz) and “F (282.231 MHz) chemical shifts are
referred to SiMe,, CFCl; and 85 % H,;PO, zero values respectively. NMR
signals due to the cation are not given. Mass spectra were recorded on a
VG-Autospec spectrometer with the standard Cs-ion FAB (acceleration
voltage: 35 kV).

Caution: Some of the following synthetic procedures involve working with
perchlorate salts. Although in our experience AgClO,, [N(PPh;),]CIO, and
NBu,ClO, are well-behaved materials, it would be advisable to proceed
with caution when attempting to repeat those experiments in which these
salts are involved because of their potentially explosive nature.? NOCIO,
is, in turn, known to react violently with, for instance, Me,CO, Et,O and
EtOH*! and hence it is advisable not to attempt the reactions involving
this material in organic solvents other than CH,Cl, or CHCl;.

Synthesis of [NBu,][Pt(C.Fs);(CNBu)] (1a): CN/Bu (47 pL, 0.41 mmol)
and AgClO, (85 mg, 0.41 mmol) were added to a THF (20 mL) solution of
[NBu,],[Pt(C4F5);Cl] (0.50 g, 0.41 mmol) and the mixture was stirred for 1 h
in the dark. A white precipitate formed (AgCl), which was removed by
filtration. The filtrate was evaporated to dryness and the resulting residue
was treated with Et,0 (20 mL) to give a suspension from which the white
solid (NBu,ClO,) was removed by filtration. The new filtrate was
evaporated to dryness and the residue was extracted in iPrOH (5 mL).
The addition of a layer of n-hexane (20 mL) followed by slow diffusion at
—30°C caused the crystallization of 1a as a white solid, which was filtered
and vacuum dried (0.20 g,48%). '"H NMR: 6 =1.31 (s; Me); MS (FAB —):
miz: 779 [Pt(CgFs);(CNrBu)]~, 696 [Pt(C4Fs);]~, 510 [Pt(CeFs)(CeFy)]~;
elemental analysis caled (%) for C3H,sFisN,Pt (1021.86): C 45.85, H 4.4, N
2.7; found C 45.5,H 4.3, N 2.7.

Synthesis of [NBu,][Pt(C¢Fs);(NCsH,Me-4)] (1b): y-Picoline (40 uL,
0.41 mmol) and AgClO, (85 mg, 0.41 mmol) were added to a THF
(20 mL) solution of [NBu,],[Pt(C¢Fs);Cl] (0.50 g, 0.41 mmol) and the
mixture was stirred for 1 h in the dark. A white precipitate formed (AgCl),
which was removed by filtration. The filtrate was evaporated to dryness and
the resulting residue was treated with iPrOH (10 mL) giving 1b as a white
solid, which was filtered, washed with n-hexane (2 x 5 mL) and vacuum
dried (0.21 g, 50%). '"H NMR: 6 =8.48 [d, *J(H,H) = 6.5 Hz, 3J(**Pt,H) =
25 Hz, 2H; 0-H], 6.86 (d, 2H; m-H), 2.15 (s, 3H; Me); MS (FAB — ): m/z:
789 [PUCeF5)s(NCsHMe-4)]~, 696 [Pt(CeFs)s], 510 [Pt(CeFs)(CeFa)];
elemental analysis calcd (%) for C,yHys3F;sN,Pt (1031.86): C 46.6, H 4.2, N
2.7; found C 46.7, H 4.4, N 2.5.

Synthesis of [NBu,][Pt(C¢Fs);(PPhMe,)] (1¢): Using the procedure just
described for synthesizing 1b, 1c¢ was prepared starting from
[NBu,],[Pt(C4Fs);Cl] (0.50 g, 0.41 mmol), AgClO, (85 mg, 0.41 mmol) and
PPhMe, (60 uL, 0.41 mmol). Complex 1¢ was obtained as a white solid
(031g, 70%). 3P NMR: 0=-14.7 [J(*Pt,P)=2568 Hz]; elemental
analysis caled (%) for C,,H,,F;sNPPt (1076.87): C 46.8, H 4.4, N 1.3; found
C46.65,H4.4,N 14.

Synthesis of [Pt(C:F5);(CNtBu)(NO)] (2a): The addition of NOCIO,
(25 mg, 0.20 mmol) to a CH,Cl, (20 mL) solution of 1a (0.21, 0.20 mmol)
caused this colourless solution to immediately turn reddish brown. After
30 min stirring, the solution was evaporated to dryness and the resulting
residue was treated with Et,O (40 mL) to give a suspension from which the
white solid (NBu,ClO,) was removed by filtration. The new filtrate was
evaporated to dryness and treating the residue with n-hexane (20 mL) gave
2a as a brown solid, which was filtered and vacuum dried (0.10 g, 60 %).
'"H NMR: 6 =1.46 (s); MS (FAB —): m/z: 779 [Pt(C4F5);(CNtBu)]~, 696
[Pt(CeFs)s]=, 529 [Pt(Cg4Fs).] ; elemental analysis caled (%) for
C,;HyFsN,OPt (809.40): C 34.1, H 1.1, N 3.45; found C 34.8, H 1.5, N 3.3.
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Synthesis of [Pt(C4F5);(NCsHMe-4)(NO)] (2b): Using the procedure just
described for synthesizing 2a, 2b was prepared starting from 1b (0.20 g,
0.19 mmol) and NOCIO, (25 mg, 0.19 mmol). Complex 2b is obtained as a
reddish brown solid (42 mg, 27 % ). When the synthesis was carried out in
an NO atmosphere, the final yield rose up to 53%. 'H NMR: 6 =8.52 [d,
3J(H,H) =4.6 Hz, *J(**Pt,H) not observed, 2H; 0-H], 7.46 (d, 2H; m-H), 2.
57 (s, 3H; Me); MS (FAB —): m/z: 789 [Pt(C¢Fs);(NCsHMe-4)]~, 696
[Pt(C4Fs);]~; elemental analysis caled (%) for C,,H,F,sN,OPt (819.40): C
352, H 0.9, N 3.4; found C 33.05, H 1.1, N 3.0.

Synthesis of [Pt(CFs);(PPhMe,)(NO)] (2¢): Using the procedure just
described for synthesizing 2a, 2¢ was prepared starting from 1¢ (0.27 g,
0.25 mmol) and NOCIO, (32 mg, 0.25 mmol). Complex 2c¢ is obtained as a
brown solid (65 mg, 30%). 'H NMR: 6=75-71 (m, 5H; Ph), 1.9 [d,
3J(H,H) =10.8 Hz, 6 H; Me]; *P NMR: d = —18.4 [\J("*Pt,P) = 2960 Hz];
MS (FAB-—): mi/z 834 [Pt(C¢Fs);(PPhMe,)]~, 696 [Pt(C¢Fs)s]~, 529
[Pt(C4Fs),]~; elemental analysis calcd (%) for CyH,F;sNOPPt (864.42):
C36.1, H1.3,N 1.6; found C 36.3, H 1.4, N 1.5.

Synthesis of [Pt(C¢Fs);(PPh;)(NO)] (2d): Using the procedure just
described for synthesizing 2a, 2d was prepared starting from 1d (0.41 g,
0.34 mmol) and NOCIO, (44 mg, 0.34 mmol). Complex 2d is obtained as a
brown solid (0.23 g, 68 % ). '"H NMR: 6 =7.6-7.1 (m, Ph); 3P NMR: 6 =4.9
[ (*°Pt,P) =2027 Hz]; MS (FAB —): m/z: 958 [Pt(C¢Fs);(PPh3)]~, 696
[Pt(C4Fs)s]~, 529 [Pt(C¢Fs),]”; elemental analysis caled (%) for
CyH,sF,sNOPPt (988.56): C 43.7, H 1.5, N 1.4; found C 45.1, H 1.7, N 1.1.

Synthesis of [Pt(CFs);(tht)(NO)] (2e): Using the procedure just described
for synthesizing 2a, 2e was prepared starting from 1e (0.26 g, 0.25 mmol)
and NOCIO, (32 mg, 0.25 mmol). Complex 2e is obtained as a brown solid
(0.12 g, 60%). '"H NMR: 6=3.16 (m, 4H; a-CH,), 1.99 (m, 4H; 5-CH,);
MS (FAB —): miz: 784 [Pt(C¢Fs)s(tht)]~, 696 [Pt(C4Fs);]; elemental
analysis calcd (%) for C,,HgFsNOPtS (814.44): C 32.5, H 1.0, N 1.7; found
C33.1,H1.0,N 1.4.

Synthesis of [N(PPh;),l,[Pt(CsFs),] (3): Complex 3 was prepared as
described for [NBu,],[Pt(C4Fs),], using [N(PPh;),]Cl as the salt of choice
instead of NBu,Br.

Synthesis of [N(PPh;),][Pt(C4Fs),(NO)] (4): NOCIO, (20 mg, 0.15 mmol)
was added to a CH,Cl, (20 mL) solution of 3 (0.30 g, 0.15 mmol) and the
mixture was stirred for 30 min. The orange solution was evaporated to
dryness and the resulting residue was treated with Et,0 (20 mL) to give a
suspension from which the white solid ([N(PPh;),]ClO,) was removed by
filtration. The reddish filtrate was evaporated to dryness and the residue
was extracted in /PrOH (3 mL). The addition of a layer of n-hexane
(20 mL) followed by slow diffusion at —30°C caused the crystallization of 4
as a brown solid, which was filtered and vacuum dried (30 mg, 14 % ). When
the synthesis was carried out in an NO atmosphere, the final yield rose up
to 47%. MS (FAB —): m/z: 863 [Pt(C¢Fs),]~, 696 [Pt(C4Fs)s]; elemental
analysis calcd (%) for C4H;oF,0N,OP,Pt (1431.92): C 50.3, H 2.1, N 1.95;
found C 50.9, H 2.5, N 1.6.

X-ray structure determinations: Crystals of 2¢ and 4-0.5 CH,Cl, suitable
for X-ray diffraction studies were obtained by slow diffusion of n-hexane
layers into CH,Cl, solutions of the corresponding powder compounds at
—30°C. Diffracted intensity data were taken from crystals mounted at the
end of a glass fiber with epoxy cement. Crystal data and related parameters
are given in Table 3. For 2¢, of the 4537 intensity data (other than checks)
collected, 3509 unique observations remained after averaging of duplicate
and equivalent measurements and deletion of systematic absences (R;
0.0249); of these, 2776 had I > 20¢(I); an absorption correction was applied
based on azimuthal scan data (max./min. transmission factors=1.000/
0.615). For 4-0.5 CH,Cl,, 11906 intensity data were collected at 200 K by
the /260 method, from which 10655 unique observations remained after
averaging of duplicate and equivalent measurements and deletion of
systematic absences (R;, 0.0164), of which, 10310 had I > 20(J); three
check reflections measured at regular intervals showed no loss of intensity
at the end of data collection; an empirical absorption correction based on
azimuthal scan data was applied (max./min. transmission factors =0.896/
0.753). Lorentz and polarization corrections were applied for both
structures, which were solved by Patterson and Fourier methods. All
refinements were carried out using the program SHELXL-97.41 All non-
hydrogen atoms were assigned anisotropic displacement parameters and
refined without positional constraints except as noted below. All hydrogen
atoms were constrained to idealized geometries and assigned isotropic
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displacement parameters 1.2 times the U, value of their attached carbon
atoms (1.5 times for methyl hydrogen atoms). For the structure of 2 ¢, a final
difference electron density map showed no peaks above 1 e A-3 (max
0.896; largest diff. hole —0.472 e A’3). For the structure of 4-0.5 CH,Cl,,
regions of electron density located at non-bonding distances to the cation
were modeled as lattice dichloromethane that was refined in two positions
at 0.25 occupancy each so that the stoichiometry of the complex conformed
to the given formula. The final difference electron density map showed one
peak above 1 e A3 (max 1.080; largest diff. hole —0.873 ¢ A-3) located in
the solvent area. For both structures, full-matrix least-squares refinement
of the models against F2 converged to final residual indices given in Table 3.

CCDC-198106 and -198107 contain the supplementary crystallographic
data for this paper. These data can be obtained free of charge via
www.ccde.cam.ac.uk/conts/retrieving.html (or from the Cambridge Crys-
tallographic Data Centre, 12 Union Road, Cambridge CB21EZ, UK; fax:
(+44)1223-336-033; or e-mail: deposit@ccdc.cam.ac.uk).

Computational details: The structural, electronic and energetic properties
of all compounds were computed at the Becke’s 3-parameter hybrid
functional® combined with the Lee — Yang — Parr correlation functional(*!
abbreviated as B3LYP level of theory, using the SDD basis set that includes
Dunning/Huzinaga valence double-zeta on the first row and Stuttgart/
Dresden ECP’s on the platinum atom.[* The hybrid B3LYP functional was
used, since it gives acceptable results for molecular energies and geo-
metries, as well as proton donation, and hydrogen bonds.*! In all
computations no constraints were imposed on the geometry. Full geometry
optimization was performed for each structure using Schlegel’s analytical
gradient method,*! and the attainment of the energy minimum was
verified by calculating the vibrational frequencies that result in absence of
imaginary eigenvalues. All the stationary points have been identified for
minimum (number of imaginary frequencies NIMAG =0) or transition
states (NIMAG =1). All calculations were performed using the GAUS-
SIANOS series of programs.l”) Moreover, the qualitative concepts and the
graphs derived from Chem3D program suite! highlight the basic
interactions resulted from the DFT calculations.
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