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ABSTRACT: The coordination chemistry of a ferrocene ligand with
one bulky amidinate function attached to each ring toward two
different coinage metal precursors was investigated. In dependence of
the metal and the co-ligands, “ansa” type structures and non-bridged
structures were obtained. Six different compounds are reported. In b
the “ansa” type structures, short Fe—M (M = Cu, Ag) distances were @
observed in the molecular structures in the solid state. However, \
theoretical calculations (DFT) did not reveal a stabilizing metal—

metal interaction. Instead, dispersion interactions within the ligand

and between the ligand and metal seem to represent the main

stabilization forces.
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Ever since the discovery of the first metallocene 7 decades ago, @\«NfM*r\)J N

ferrocene has played an important role in different fields of R ! N—-p—| N) R \ N—[M]

— |

applications.' ™ Besides its use as a suitable standard in cyclic N—M{-N Fe & R M-~ e
voltammetry,10 as a fuel additive,""'? and others, ferrocene o »—@7 /
o : . . N—M-tN N
derivatives have caught interest as stable, rigid, and redox-active & & &

ligands.”*~'” Because of the large range of possible ring
functionalizations, ferrocene poses a versatile ligand scaf- L —In
fold.*”*" One very common choice is the introduction of
phosphine groups to ferrocene, which, for example, results in
bidentate and sometimes even chiral ligands.”> Depending on
the choice of coordination site bound to ferrocene and the
metals involved, ferrocene metalloligands may act either as
monodentate donors or as multidentate chelating and/or metal
bridging ligands.”>™* The rich coordination chemistry of
ferrocene metalloligands thus mainly depends on the sub-
stituents attached to the cyclopentadienyl rings.

Surprisingly, the combination of ferrocene as a versatile ligand
scaffold and amidinates, which are a widely used class of ligands
for almost all metals of the periodic table ranging from Li to
Np,”*~** is strongly underdeveloped. Only a few compounds
have been reported with amidinate-functionalized ferrocenes so
far, and even fewer with disubstituted ferrocenes.****~* In
coinage metal chemistry, amidinates tend to coordinate in a
metal bridging mode, forming an {(amidinate)M,(amidinate)}
metal core (Figure 1, left) if weakly bound leaving groups are
coordinated to the metal precursor. Otherwise, a k'-structural
motif is seen (Figure 1, right). By using ferrocene-1,1’-diyl-
functionalized bis(amidinates) as ligands, one would expect the
formation of metallopolymers (Figure 1). We employed very

Figure 1. Schematic drawing of the two mentioned structural motives.
Left: polymeric structure; right: x'-mode.

bulky substituted amidinates as functional groups in order to
break the “normal” coordination modes, which lead to polymers.
Note that it should be kept in mind that Cu(II), Ag(I), and
Au(I) precursors may potentially oxidize ferrocene to
ferrocenium,****

Herein, we report the application of a ferrocenyl bis-
(amidinate) with the bulky substituent 2,6-diisopropylphenyl
(DIPP) on the nitrogen atoms as a ligand in coinage metal
chemistry.**™*’ By combining theory and experiments, we aim
at shedding light on the bonding situations of the obtained
complexes. This work might be useful to provide insights into
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the influence of the ligand on assumed iron—metal interactions,
being a crucial part in synthesizing and understanding redox-
switchable devices for applications in luminescence or catalysis.

B RESULTS AND DISCUSSION®>®

Ligand Synthesis. Following an adapted literature
procedure, the ligand precursor [Fc(NCNP™"),Li][Li(thf),]
(1) was synthesized from the dilithioferrocene tetramethyle-
thylenediamine (TMEDA) adduct [FcLi,(TMEDA),/;] and
bis(2,6-diisopropylphenyl) carbodiimide (Scheme 1).”* After
dissolving both reactants in hot THF and letting the orange-red
solution cool down to room temperature, 1 was isolated as an
orange crystalline material (yield 34—70%).

Scheme 1. Synthesis of the Proligand
[Fc(NCNP™"),Li][Li(thf),] (1)

DIPR ©
N €]
Li(thf
iPr iPr ( (thf)s
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Single X-ray diffraction studies revealed an “ansa” type motif
similar to that of its published mesityl analogue (Figure 2).**
The lithium atom Lil in the main motif is coordinated by one
nitrogen atom of each amidinate unit in a bent linear
coordination (N2—Li1—N3 164.8(3)°). The second lithium

Figure 2. Molecular structure of proligand 1 in the solid state.
Hydrogen atoms are omitted for better visibility. Selected bond lengths
[A] and angles [°]: N2—Lil 1.931(5), N3—Lil 1.925(5), N1-C6
1.309(4), N2—C6 1.338(4), N3—C36 1.339(4), N4—C36 1.307(3),
O1-Li2 1.927(8), O2—Li2 1.945(9), O3—Li2 1.925(9), O4—Li2
1.922(8), N3—Lil—N2 164.8(3), N1-C6—N2 124.5(3), N4—C36—
N3 124.2(3).
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atom is separated from the main motif and forms the solvated
[Li(thf),]* countercation. Other than in the previously reported
structure,”” there is no additional THF molecule coordinated on
Lil, probably due to the larger steric demand of the DIPP
substituents. Similar C—N bond lengths within each N—C—N
unit indicate delocalization of the negative charge between the
nitrogen atoms. Ferrocene cyclopentadienyl (Cp) rings in 1
show a tilt angle (Cp—Fe—Cp’) of 8.71° and are twisted against
each other by 66.0° [Table S3, Torsion (Am)] in the amidinate
substituents (see Figure S40 for definition of the tilt and torsion
angles).

Noteworthy, the iron and lithium atoms are far closer (Fe—
Lil 2.845(5) A) than previously reported (Fe—Li 3.732 A).**

The best results for NMR spectroscopy were obtained in
DMSO-d, due to possibly hindered rotation. However, 1 is only
stable for a very limited time in DMSO, so NMR analytics was
complemented by measurements in THF-dg. Dynamic behavior
at room temperature necessitated low-temperature NMR
spectroscopy. Upon cooling down to 213 K, resonances
sharpened significantly and allowed identification of different
proton groups.

Complexes from Coinage Metal Chlorides. We first
chose to react 1 with the coinage metal chlorides (Scheme 2).

Scheme 2. Synthesis of Trinuclear Complexes 2 and 3
(Nuclearity Refers to Coinage Metal Loading)
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M = Cu (2)
M = Ag (3)

Initially, two equivalents of the metal precursor were used.
However, the trinuclear complexes (nuclearity refers to coinage
metal loading) [Fc(NCNP™P),Cu(CuCl),Li(thf);] (2) and
[Fc(NCNP™"),Ag(AgCl),Li(thf);] (3) were obtained. The
observed trimetallic structural motif is unprecedented for
amidinates. In each complex, two coinage metals are linearly
coordinated each by one nitrogen atom from one amidinate unit
and one chlorine atom. The third coinage metal atom bridges
both amidinate units and thus forms an “ansa” type structural
motif. While this type of coordination motif is known for the
alkaline metals,” it is to our knowledge unknown for the coinage
metals. The unusual coordination might be a result of the bulky
DIPP substituents of the amidinate nitrogen atoms. These
prevent the formation of a {(amidinate)M, (amidinate)} metal
core (Figure 1).

After reaction in THF and crystallization from THF/n-
pentane, copper complex 2 was isolated as orange crystals (yield
21%). Single-crystal diffraction revealed that Cu2 is nearly
linearly coordinated by each one nitrogen atom of different
amidinate substituents [N3—Cu2—N2 177.64(11)°] (Figure 3).
Additionally, each amidinate unit carries one copper chloride
moiety in a bent linear arrangement [N1—Cul—CI2 166.32(9)°
and N4—Cu3A-Cl1A 167.87(12)°, latter disordered by 15%,
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Figure 3. Molecular structures of copper complex 2 and silver complex 3 in the solid state. Hydrogen atoms are omitted for better visibility. Selected
bond lengths [A] and angles [ °]: 2: Cul —N1 1.888(3), Cu2—N2 1.872(3), Cu2—N3 1.865(3), Cu3A—N4 1.935(3), N4—Cu3B 1.778(11), Cul—CI2
2.1141(10), Cu3A—Cl1A 2.129(2), N1-C6 1.332(4), N2—C6 1.329(4), N3—C36 1.337(4), N4—C36 1.325(4), N3—Cu2—N2 177.64(11), N1—
Cul—CI2 166.32(9), N4—Cu3A—Cl1A 167.87(12), N2—C6—N1 123.9(3), N4—C36—N3 122.6(3). The Cul—Cl1 unit is disordered by 15% (not
displayed). 3: Agl—Fel 3.1504(5), Ag1—N2 2.066(2), Ag2—N1 2.135(2), Ag2—Cl1 2.3376(6), N1—-C6 1.328(3), N2—C6 1.330(3), N2—Ag1—N2’
172.90(10), N1-Ag2—Cl1 168.85(5), N1-C6—N2 123.1(2). Note: the Li(thf); moiety of 3 is half occupied.

only main part A is discussed]. Coordination of a {Li(thf);}"
moiety to CI2 leads to an overall neutral complex. Close
distances between the metal atoms Cul and Cu3A and
neighboring carbon atoms [C*—Cu (2): 2.656(4) A,
2.663(3) A] indicate an additional stabilizing metal-z
interaction (C* = carbon atom of the phenyl ring, see Figure
3, dotted line).>"*

A rather short distance of 3.1154(6) A between iron and
copper (Cu2) was found. This value is slightly longer than the
reported Cu—Fe distance from Struchkov (2.945 A) and shorter
than the sum of the van der Waals radii determined by Batsanov
(4.05 A)>*7>° To understand these contacts, theoretical
investigations were performed, which are discussed below. As
for 1, the N—C—N bond lengths are roughly the same, indicating
a charge delocalization between the nitrogen atoms. Both the
torsion angle between amidinate substituents (69.0°) and the tilt
angle of the Cp rings (6.71°) are also similar to those of 1.

Owing to its low solubility and dynamics in solution, NMR
spectra were difficult to obtain. However, compound 2 was
unambiguously identified via elemental analysis and mass
spectrometry [m/z=1169.267 ([M-Li(thf);] " calc. 1169.266)].

Analogous to 2, the obtained silver complex 3 was isolated as
an orange light-sensitive crystalline material (yield 26%).
Complex 3 is otherwise very similar to 2, also featuring the
central metal atom Agl in a bridging position which is nearly
linearly coordinated by N2 and N2’ (172.90(10)°). Adjacent to
N1, an [AgCILi(thf);]" moiety is coordinated with Li(thf),,
being only half occupied (this half occupied symmetric structure
is represented in Figure 3 through two Li(thf), groups being one
of the quasi-transparent).

As for 2, close contacts between Ag2 and neighboring carbon
atoms [CM—Ag (3): 2.742(2) A, 3.002(2) A, 3.064(2) A]
indicate a metal-7z interaction.”” The amidinate angles remain
for 2 and 3 basically unchanged. Despite the similarities, some
differences are to be mentioned. Probably owing to the larger ion
radius of silver, the tilt angle of the Cp rings is double the value as
in 2 (11.9°), while the torsion angle between the amidinate
groups remains basically unchanged (68.5°). The intermetallic
Fe—Ag distance counts for 3.1506(6) A, which is only minor
longer than in a complex from Sazonova (3.0909(7) A) and
significantly shorter than the sum of their van-der-Waals radii
(4.15 A, Batsanov).>* ¢

Compound 3 shows only limited stability during crystal-
lization in its mother liquor and remains after crystallization
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either insoluble or instable in organic solvents so that NMR
spectroscopy is not practicable.

Reaction with [AuCl(tht)] (tht = tetrahydrothiophene) to
generate the respective gold complex was not successful and led
under various conditions to decomposed unidentified products,
probably containing elemental gold (black and/or purple
precipitate).

Complexes from Triphenylphosphine Metal Chlor-
ides. Next, we reacted 1 with group 11 triphenylphosphine
metal chlorides [MCI(PPh;)] (M = Cu, Ag, Au) in a 1:2 ratio
(Scheme 3 and Scheme 4). We intended to assess the influence

Scheme 3. Synthesis of the Binuclear Copper Complex 4
(Nuclearity Refers to Coinage Metal Loading)

DIPR
N—CuPPh;
F: N—DIPP
1+ 2[CuCl(PPhy)] ———————— > N [
THF, 70 °C i Cu
. pPhy - I
- LiCl N
piPP—N?  “DIPP
4

of the co-ligand compared to chlorine and whether it leads again
to “ansa” type structural motives or to a k'-mode (Figure 1,
right). In general, one would expect the formation x1-N-
coordinated {M(PPh;)}* complex fragments. Single crystals of
the copper complex [Fc(NCNP™F),Cu(CuPPh,)] (4) were
obtained from crystallization in THF/n-pentane (gas diffusion).
The quality of the obtained X-ray structural data set does not
allow detailed structure discussion, and only atom connectivity
could be confirmed. Elemental composition was validated by
electrospray ionization—high-resolution mass spectrometry
(ESI-HRMS).

Asseen for 2 and 3, an “ansa” type structural motif is formed in
4. However, in this case, only two copper atoms are
incorporated. During the course of reaction, loss of one PPh;
moiety occurs (Figure 4).

Obviously, the {Cl-Li(thf);} moiety, which stabilizes the
coordination sphere of the outer copper atoms (Cul) in 2, is not
formed in 4. In 4, the central copper atom is again linearly
coordinated by N2 and N3, while the second Cu2 is coordinated
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Scheme 4. Synthesis of the Binuclear Silver and Gold Complexes 5 and 6 (Nuclearity Refers to Coinage Metal Loading)

2 [AgCI(PPh3)]

1+ or _——
2 [AuCI(PPh3)] THF or
toluene, rt
- 2 LiCl

DIPP
@\((N\MPPh3
i
DIPP~N  Fe N~pipp
PhsPM =
DIPP
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M = Au (6)

4 5

6

Figure 4. Molecular structures of copper complex 4, silver complex 5, and gold compound 6 in the solid state. Hydrogen atoms and non-coordinating
solvent molecules are omitted for better visibility. Selected bond lengths [A] and angles [°]: 5: Ag—P 2.3250(8), Ag—N12.117(2), Ag—C19 2.683(3),
N1-C6 1.337(4), N2—C6 1.318(4), N1—Ag—P 153.64(6), N2—C6—N1 123.6(2). 6: Au—P 2.2311(14), Au—N1 2.057(4), N1-C6 1.348(6), N2—

C6 1.299(6), N1—Au—P 167.74(12), N2—C6—N1 126.3(5).

by N4 and a triphenyl phosphine moiety. However, this behavior
is in accordance with Pearson’s HSAB principle.”””® From the
obtained data, the tilt angle of 4 was determined to be ~4.2° and
the torsion angle was determined to be ~72°, both being in the
same range as for 2. *'P{'H} NMR spectroscopy revealed a
single phosphorus resonance at § = 8.3 ppm. 'H resonances
could be assigned by recording 'H and COSY spectra down to
223 K (dynamic behavior at room temperature). The molecular
composition was further validated by HRMS.

Conversely, reactions with the respective heavier homologues
silver and gold gave the expected x'-N amidinate coordination.

The synthesis of [Fc(NCNP"PAgPPh,),] (5) occurred in
THE with subsequent crystallization from THF/n-pentane in
53% yield. The reaction solution of § is temperature- and light-
sensitive. Single-crystal X-ray diffraction analysis reveals a
symmetric structure with both {Ag-PPh;}* moieties being
exactly opposite of each other and a torsion angle of 180°
(Figure 4). The Cp rings are perfectly planar (tilt angle 0°) and
in staggered conformation. The silver cations are in a bent linear
coordination environment by one nitrogen and one phosphorus
atom (N1—Ag—P 153.64(6)). The NCN angle in § is somewhat
wider than in 2 and 3 but smaller than in 1. *'P{"H} NMR
spectroscopy reveals one resonance at 0 = 15.7 ppm appearing as
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two doublets from coupling of the *'P nucleus with both '“’Ag
and 'Ag nuclei ('Jp,100ag = 667.8 Hz and '] 1074 = 578.3 Hz).

The respective gold compound [Fc(NCNP"*PAuPPh,),] (6)
was obtained from reaction of 1 with [AuCI(PPh;)] in toluene at
room temperature and crystallization from toluene/n-pentane
(crystalline yield 28%). Although 6 is easily reproducible, it was
not possible to isolate it in an analytic pure form. In addition to
the co-crystallization of the starting material [AuCI(PPh;)],
which could not be prevented even by different reaction
conditions, *'P{'"H}NMR spectroscopy reveals several different
signals in solution. This indicates a not clean formation and a
lower stability of 6 in solution. For this reason and because of its
low solubility, NMR spectroscopy for 6 proved to be difficult
and only the solid-state structure is discussed below. However,
this is consistent with the observations from the reactions with
the coinage metal chlorides, where the Au species was also the
least stable and therefore not accessible.

The molecular structure of 6 in the solid state shows the same
molecular conformation as in § with opposite orientation of the
N—Au—PPh; moieties and staggered co-planar Cp ring
conformation (Figure 4). The observed N—Au—P angle is less
bent than the respective angle in § and was determined to be
167.74(12)°.

https://doi.org/10.1021/acsomega.1c07036
ACS Omega 2022, 7, 4683—-4693


https://pubs.acs.org/doi/10.1021/acsomega.1c07036?fig=sch4&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.1c07036?fig=sch4&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.1c07036?fig=fig4&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.1c07036?fig=fig4&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.1c07036?fig=fig4&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.1c07036?fig=fig4&ref=pdf
http://pubs.acs.org/journal/acsodf?ref=pdf
https://doi.org/10.1021/acsomega.1c07036?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Omega

http://pubs.acs.org/journal/acsodf

All three compounds, 4, 5, and 6 show again short M—C
distances to neighboring phenyl groups [(C*—Cu (4): 2.401—
2.756 A; C*—Ag (5): 2.683(3)—2.950(3) A; C*—Au (6):
2.976(5) Al, indicating z-metal stabilization.”> While for
copper, the “ansa” type motif is observed in 4, this was not the
case for Ag and Au. However, this might be due to the “harder”
character of the Cu® ion. Probably, the coordination of two
anionic nitrogen atoms to the copper atom is favored compared
to the mixed N—Cu—P coordination.

Both structural motives are summarized in Figure S. The
formation of the unexpected “ansa” type structure is shown in

o N @ Li/Cu/Ag ® N ) Ag/Au
@ cCu/Ag er
e Cp e Cp

Figure S. Schematic drawing of the two structural motives obtained.
Left: “ansa” type structure with possible Fe—M interaction; right: open
form.

Figure S (left), while the expected open form is shown on the
right hand side of Figure S. For understanding the differences in
the formation of the structures and for getting an insight in the
Fe—M interactions in the “ansa” type complexes, theoretical
investigations were performed.

Theoretical Section. Among the different criteria discussed
in the literature to identify Fe—M interactions, one of the first
considered is the distance between the metal (M) and Fe in
comparison to the sum of the corresponding van der Waals radii.
In the case of ferrocene, other criteria have been extensively
discussed in the past. Among them is the angle of inclination
between the two cyclopentadienyl rings (Cp—Cp’), the so-
called tilt angle, as well as other structural parameters that
indicate a distortion of the eclipsed configuration of the
ferrocene group (Dg;).”*” Although it is expected that the
angle of inclination between the two rings (Cp—Cp’) increases
with the size of the metal, high values of this angle also indicate
the proximity between Fe and M and with it, what has been
classically described as electron-donating abilities of the Fe
center.”**%°' =% In this work, we investigate all these aspects in
conjunction with other structural parameters (see Figure $40) as
well as the quantification of long-range dispersion interactions
that also influence not only the interaction between Fe and M
but also the interactions of other metals present in the molecule
(M') with the DIPP-groups, which can play a decisive role in the

stabilization of the complexes that are object of this study. The
experimentally determined structural parameters as well as those
obtained using different density functional theory (DFT)
models for the main motif of 1 (anion [Fc(NCNP™P),Li]™)
and for the complexes 2—6 are shown in Table S3.

The DFT structure optimizations yield for the N2—Li1—N3
angle in 1 values between 160.2° (BP86-D4/def2-TZVPP) and
169.6° (B3LYP/def2-TZVPP). The Fe—Lil distance is
predicted between 2.887 A (B3LYP/def2-TZVPP) and 2.756
A (BP86-D4/def2-TZVPP) (see Table S3), confirming the
experimental value and validating the used methods. The tilt
angle is calculated between 2.8 and 6.1°, while the calculated
torsion angle in the amidinate substituents ranges from 72.4 to
76.3° (cf. Table S3), which represents approximately 6° of
difference with the experimental value obtained in the solid
phase.

Confirming the experimental results, calculations indicate a
retention of the almost linear N3—Cu2—N2 configuration in 2.
The values for the tilt angle are also in good agreement with
those found in the X-ray analysis being around 6.4—8.4° (See
Table $3).°*® For 3, the torsion and tilt angles were predicted
between 66.1 and 71.5° and 9.8 and 11.9° respectively. In
general, optimized geometries for 2 and 3 are in an overall good
agreement with the experimental values.”*”°° The experimental
observation of different stabilities of 2 and 3 (see previous
sections) was also confirmed at the BP86/def2-SV(P) level of
theory by analyzing the relative stability of the two complexes
when Ag/Cu are exchanged, see Figure 6.5777°

For the “ansa” type structure 4, the Fe—Cul distance is
predicted to be slightly longer than in 2, ranging between 3.185
and 3.224 A. Also, in contrast to 2, the Cp—Cp’ tilt and N2—
Cul—N3 angles are reduced approximately by 3—4° when
dispersion interactions using the models D3(BJ) and D4 are
considered, which improves agreement with experiments.

Selected structural parameters for 5 and 6 are also included in
Table S3. Although both complexes were optimized without
symmetry constraints, the resulting structures agree with a C;
symmetry. Given that silver has an atomic radius close to that or
even a bit larger than gold, theoretical values for bond lengths
involving gold meet expectations with being within the same
range or rather slightly shorter than those for 5.”""* For the
angle between the Ph;P unit, the metal (M: Ag, Au), and the
amidinate group (N1—M—P), the optimized values are close to
the experimental ones mirroring the ca. 10° wider angle
obtained for gold.

In the four “ansa” type structures discussed (1—4), the
inclusion of long-range interactions through the D3(BJ) and D4
models does not significantly affect the Cp—Cp’ tilt angle and
when they do, they cause reductions in the order of 2—3°.
Moreover, the Fe—M distances, with the exception of

R1: Complex 3 + 3 Cu+ —_—
R2: complex 2/with-Ag + 3 Cut —p
R3: Complex 2/with-Ag + 3 Cu+ =—>

R4: Complex 3 + 3 Cu+ —_—

Complex 2 +3 Ag+ AE = —90.8
Complex 2 +3 Ag+ AE = —141.1
Complex 3/with-Cu + 3 Ag+ AE = —107.3
Complex 3/with-Cu + 3 Ag+ AE = —57.0

R1=R4 +R2-R3

Figure 6. Analysis of the relative stabilities of complexes 2 and 3 via the reaction energies of the hypothetical Ag to Cu substitution reactions at the
BP86/def2-SV(P) level of theory without zero-point vibrational corrections. All structures have been fully relaxed. /with-Ag and /with-Cu refer to
complexes, in which Cu has been replaced with Ag or Ag has been replaced with Cu, respectively (units: kcal-mol ™).
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Table 1. Dispersion Interaction Energies [kcal mol™'] of 2—6 Obtained Using the D3(BJ) Models for Structures Obtained with
Six Different DFT Approaches in Conjunction with the def2-TZVPP Basis Set

BP86 BP86-D3(BJ)
E[Fe--Cu2] -1.01 —-1.03
2 E[Cul-DIPP]" —6.56 —-5.96
E[Cu3A-DIPP]" —6.02 —6.22
E[Fe-Agl] —122 —1.23
3 E[Ag2—DIPP]* —7.41 —-7.52
E[Ag2'—DIPP]? —7.50 —7.97
4 E[Fe--Cul] -1.01 —-1.00
E[Cu2—DIPP]* —6.32 —6.81
5 E[Ag—DIPPY —6.55 —-7.39
6 E[Au—DIPP} —6.74 —8.50

BP86-D4 B3LYP B3LYP-D3(BJ]) B3LYP-D4
~1.02 —0.96 -0.97 —-0.96
-6.10 -5.86 -591 —6.09
—6.30 -5.32 -5.71 -5.78
-122 —115 ~115 —1.14
—7.62 -6.62 —7.06 —7.18
—8.00 —6.68 —7.29 -7.37
~1.00 -0.96 -0.95 ~0.095
—6.74 —5.34 —6.08 —6.20
—7.42 -5.77 —6.75 —6.88
-837 -5.73 —6.08 —6.08

“DIPP moiety associated with the C19 carbon, see for example, Figure 3, complex 2. bpipp moiety associated with the C49 carbon, see Figure 3,
complex 2. “DIPP moiety associated with the C19 carbon, see for example, Figure 3, complex 3. “The quasi-transparent Li(thf); moiety of 3
(Figure 3) indicates that the corresponding groups are half occupied in the solid phase. This would correspond to an asymmetric structure in the
gas phase as used for the computations, where the Li(thf); group is only present on one side. This explains the asymmetry of the structure and the
different values tabulated for the groups labeled with and without prime. (See Section 3 from Supporting Information). “DIPP moiety associated
with the C37 carbon, see Figure 4, complex 4./DIPP moiety associated with the C19/C19’ carbon, see Figure 4. As discussed in the text, the gas-
phase structures of complexes § and 6 used in the computations belong to the symmetry point group C;, and therefore, the molecular groups with

the same numbering but with prime are equivalent due to symmetry.

proligand—anion [Fc(NCNP™"),Li]™, increase slightly when
dispersive effects are taken into account (see Table S3).

These two geometric parameters therefore indicate that at
least with the dispersion models used here, the Fe—M
interaction does not represent the main reason of stabilization
of these complexes. These last two facts together with the 7—
metal interactions observed experimentally in complexes 2—6
(Figures 3—4) led us to make a detailed analysis of the most
important London dispersion forces [D3(BJ) model]. The
results in this regard are reported in Table 1. In 2 and 3, it is
observed that the long-range London interactions Cul—DIPP
and Cu3A—DIPP for 2 and Ag2—DIPP and Ag2'—DIPP for 3
are quantitatively more important than those between
ferrocenic—Fe and Cu2 (2) and Fe and Agl (3). Furthermore,
it is observed that while the Fe—Cu (2) and Fe—Ag (3)
interaction energies remain practically constant regardless of
whether or not dispersive corrections are considered in the
structural determinations, this is not the case for the Cu— and
Ag—DIPP interactions. Their dispersion energy increases
progressively with geometries obtained with the D3(BJ) and
D4 models. Similar results are observed in complex 4 when the
interaction Fe—Cul is compared with those between the other
metal, that is, Cu2, and the phenyl group close to it. In the case of
complexes with non-bridged configuration, that is, complexes §
and 6, it is observed that the molecular configuration stabilizes
mainly because of the interaction of one of the DIPP groups (see
Table 1 and Figure 4) with the metal Ag (5) or Au (6) that are in
adjacent positions.

B CONCLUSIONS

In this work, a combined synthetical and theoretical study on the
coordination chemistry of a bulky bisamidinate ferrocene ligand
toward Li, Cu, Ag, and Au was carried out. A total of six
complexes were synthesized, out of which four were found to
feature an “ansa” type coordination motif (1—4) and two an
opposite orientation of substituents (5 and 6). Intrigued by
short Fe—M distances found in the molecular structures of 1—4,
possible long-range interactions stabilizing the formation of
complexes with bridged versus non-bridged structures were
analyzed. Although London dispersion forces show a small
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reciprocal interaction between Fe and M, the interactions of the
DIPP groups with M and M’ (M’ # Fe, M) are decisive for the
stabilization of the brldged motif. Thus, contrasting to
previously reported results,”’ neither the tilt angle nor the
Fe--M distance was a clear indicator for a Fe — M electron-
donor effect in the studied systems. This distinct conclusion was
attributed to the different ligand system comprising various
aromatic units. The latter results were experimentally visible via
short 7—M distances (M = Cu, Ag, Au) in all compounds and
confirmed by theoretical estimates. With this work, we hope to
have contributed to a better understanding of the stabilization of
ferrocene-bridged compounds, the crucial influence of (long-
range) dispersion forces, and the interpretation of short Fe—M
distances as highly depending on the surrounding ligand system.

B EXPERIMENTAL SECTION>°

Theoretical Methods. The structures of the complexes
synthesized in this work were determined via DFT by the
BP86°” and B3LYP”* functionals in conjunction with the def2-
TZVPP basis set.”” All the calculations were performed
employing the TURBOMOLE program package.”* The
resolution of identity approximation was applied in all the
cases.”’® A self-consistent-field convergence threshold of 107
E, and a geometry convergence energy threshold of 107° E,, for
the total energy and of 107> E, a,~" for the Cartesian gradient
were used. The numerical quadrature was performed using a
spherical grid $ as defined in the TURBOMOLE program.”’
Dispersion effects on the molecular structure were investigated
by incorporating in the DFT calculations the dispersion
correction model D3 with Becke-Johnson damping D3(BJ)”*”’
as well as the correction termed D4.”"~*" A detailed analysis of
the London dispersion interaction was carried out by using the
program DFT-D3 of Grimme et al.”*’” The xyz-coordinates of
the optimized structures analyzed in this work are provided in
the Supporting Information.

General Methods and Instruments. The common
Schlenk technique was applied to carry out all reactions under
an inert atmosphere using a dual-manifold Schlenk line (inert
gas: N, vacuum up to 1-107> mbar) or an MBraun glovebox
(argon atmosphere). All reactions containing silver and gold
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were handled under exclusion of light as a precaution (use of
common aluminum films). Dry solvents were stored under a
nitrogen atmosphere in Schlenk flasks. They were obtained
using @ MBraun SPS-800 solvent purification system (diethyl
ether, toluene, and n-pentane) or by distillation over potassium
(THF) or P,05 (CH,Cl,). Deuterated solvents were purchased
from commercial sources and dried over the NaK alloy (C4Dg
and THF-dg). The dilithioferrocene TMEDA adduct

[FcLi,(TMEDA),;],***" [CuCl(PhsP)],** [AgCl(Ph,P)],**
and [AuCI(Ph;P)]** were prepared following literature
procedures. All other chemicals were obtained from commercial
sources and used as received.

A Bruker AVANCE 400 MHz, AVANCE III 300 MHz, or
AVANCE III 400 MHz was used to record NMR spectra.
Chemical shifts are given in parts per million (ppm), referenced
to the remaining TH/BC signal of the solvent used®® and
reported relative to tetramethylsilane. Resonance multiplicities
are abbreviated as the following: s = singlet, d = doublet, t =
triplet, q = quartet, bs = broad singlet, m = multiplet. Further
assignment was done with the following: Cp = cyclopentadienyl,
Ar = aromatic. If not stated otherwise, all NMR spectra were
obtained at 298 K.

IR spectra were recorded on a Bruker Tensor 37 equipped
with a DLaTGS detector and a diamond ATR (attenuated total
reflection) unit as well as a nitrogen flushed chamber.

For ESI mass spectrometry, a LTQ Orbitrap XL Q Exactive
mass spectrometer (Thermo Fisher Scientific, San Jose, CA,
USA) equipped with a HESI II probe was used. The instrument
was calibrated in the m/z range 74—1822 using premixed
calibration solutions (Thermo Scientific).

Elemental analyses were carried out on a Vario MICRO cube
instrument from Elementar Analysensysteme GmbH.

All crystals used for single-crystal diffraction analysis were
taken from the crystallization mother liquor and directly
transferred into mineral oil. The remaining crystals were isolated
from the mother liquor by decantation, dried under reduced
pressure, and used to carry out further analytics. All yields given
hence refer to crystalline samples to ensure the best possible
purity of all compounds. Therefore, yields are generally lower
compared to bulk isolation.

[Fc(NCND'PP)zLi][Li(thf)4] (1). The dilithioferrocene
TMEDA adduct (1.00 g, 3.62 mmol, 1.00 equiv) and bis(2,6-
diisopropylphenyl)carbodiimide (2.62 g, 7.23 mmol, 2.00
equiv) were suspended in 30 mL of THF and stirred overnight
at room temperature. The obtained orange suspension was
heated (~80 °C) until a clear solution was formed. Subsequent
storing at room temperature overnight resulted in an orange
crystalline product, which was isolated by decantation and dried
for several hours at elevated temperature (~50 °C). Yield: 1.22
g, 12.2 mmol, 34%; one molecule of THF remaining). The yield
can be improved by reconcentrating the decanted mother liquor
after every crystal isolation.

Depending on the drying time (and if heating is applied or
not), the THF content of the obtained product varies.

'H NMR (400 MHz, DMSO-dy): 5 (ppm) = 6.69 (d, *Jyyp =
7.4 Hz, 8H, H*™), 643 (t, *Jyu = 7.4 Hz, 4H, H*°), 3.9 (s,
4H, H®P), 3.82 (s, 4H, H®?), 3.64—3.56 (m, 8H, MeCHMe),
0.96 (bs, 48H, CH,)—'H NMR (213 K, 400 MHz, THF-d,): 6
(ppm) = 6.98—6.87 (m, 2H, HY), 6.83—6.74 (m, 4H, HY),
6.72—6.65 (m, 2H, HY), 6.63—6.57 (m, 2H, HY), 6.54—6.47
(m, 2H, H*), 4.61 (bs, 2H, HP), 4.02 (bs, 2H, H?), 3.92—3.83
(m, 2H, H?), 3.84—3.74 (m, 2H, MeCHMe), 3.54—3.38 (m,
4H, MeCHMe), 320 (bs, 2H, H®), 2.88-2.73 (m, 2H,
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MeCHMe), 1.48—1.22 (m, CH;"), 1.32—1.22 (m, 6H, CHj,),
1.16—0.97 (m, CH,"), 0.97—0.80 (m, 6H, CH;), 0.68 (d, 3]HH =
6.6 Hz, 6H, CH;), 0.34 (d, ],y 4 = 6.8 Hz, 6H, CH;)— Beigy
NMR (75 MHz, THF-d,): 6 (ppm) = 158.3 (C,), 1529 (C,),
150.7 (Cy), 143.4 (C), 125.9 (HCY), 124.1 (HcAf) 1221
(HCY), 1213 (HcAf) 118.8 (HcAf) 88.1 (Cy), 74.5 (HC),
65.5 (HC), 30.1°, 2847, 27.5%, 23.6"—MS (ESI): m/z (%) =
909.550 ([M-Li + H] cal. 909.549)—IR (ATR): ¥ (em™) =
2958 (vs), 2865 (m), 1607 (w), 1586 (w), 1522 (s), 1486 (s),
1465 (m), 1432 (s), 1388 (w), 1359 (m), 1315 (m), 1241 (w),
1188 (vw), 1136 (vw), 1099 (vw), 1033 (w), 900 (w), 757 (m),
460 (vw)—EA: C,gH,osFeLi,N,0,: calc. C 75.35; H 8.99; N
4.62; exp. C 75.42; H 7.89; N 4.76.

[FC(NCNP'PP),Cu(CuCl),Li(thf)5] (2). Fc(NCNPPFL),.
4THF (1) (150 mg, 124 umol, 1.00 equiv) and CuCl (37.0
mg, 371 pmol, 3.00 equiv) were suspended in 10 mL of THF and
stirred at room temperature overnight. Filtration through a
syringe filter yielded an orange solution which was concentrated
to ~4 mL. Subsequent gas diffusion of n-pentane in the solution
yielded the product as orange crystals in a yield of 21% (36.0 mg,
25.8 umol, contains three molecules of THF).

MS (ESL): m/z (%) = 1169.267 ([M—(Li(THF),)]”
1169.266)—IR (ATR): ¥ (cm™") = 3610 (vw), 2959 (vs), 2922
(w), 2862 (w), 1628 (vs), 1576 (w), 1541 (vs), 1505 (vs), 1493
(vs), 1463 (m), 1436 (s), 1397 (w), 1381 (w), 1360 (w), 1318
(w), 1257 (w), 1245 (w), 1209 (vw), 1190 (w), 1178 (vw),
1104 (vw), 1044 (w), 1027 (w), 977 (vw), 933 (vw), 905 (w),
824 (w), 803 (w), 781 (w), 766 (w), 731 (vw), 478 (w), 424
(vw)—EA: Co,H,4CL,CusFeLiN,O5: calc. C 62.04; H 7.23; N
4.02; exp. C 62.21; H 6.21; N 4.28.

Once in the solid (crystalline) state the product showed very
low solubility in THF and decomposition in acetonitrile.
Therefore, no useful NMR spectra were obtained.

[Fc(NCNP'PP),Ag(AgCl),Li(thf);] (3). Fc(NCNPPLi),-
4THF (1) (150 mg, 124 umol, 1.00 equiv) and AgCl (53.2
mg, 371 ymol, 3.00 equiv) were stirred overnight in 10 mL of
THE in the dark. The obtained orange suspension was filtered
via a syringe filter and concentrated to ~4 mL, and n-pentane
was diffused into it. Compound 3 was isolated as orange-red
crystals (482 mg, 32.3 umol, 26% calculated with three
molecules of THF left). Please note that 3 shows limited
stability in its mother liquor as well and slowly decomposes/
forms a gray precipitate (probably Ag’), also when kept under
exclusion of light.

IR (ATR): 7 (cm™) = 3055 (vw), 2958 (vs), 2921 (m), 2865
(m), 1635 (vw), 1572 (vw), 1497 (vs), 1488 (vs), 1462 (s),
1435 (m), 1397 (w), 1381 (w), 1368 (w), 1359 (w), 1317 (w),
1256 (vw), 1242 (w), 1209 (vw), 1189 (vw), 1177 (vw), 1144
(vw), 1100 (vw), 1057 (w), 1046 (w), 1031 (w), 961 (vw), 933
(vw), 899 (w), 828 (vw), 802 (w), 782 (vw), 767 (w), 726 (vw),
519 (vw), 469 (w), 417 (vw). EA: C;,H,00Cl,AgsFeLiN,O5:
calc. C 56.64; H 6.60; N 3.67; exp. C 56.27; H 6.15; N 3.80.

Once in the solid (crystalline) state the product showed very
low solubility in THF and decomposition (also in the mother
liquor if kept too long). Therefore, no NMR spectra could be
obtained.

[FC(NCNP'PP),Cu(CuPPhs)] (4). Fc(NCNP™PLi),.-1THF
(1) (100 mg, 101 pmol, 1.00 equiv) and 72.6 mg of
[CuCl(PPh;)] (201 umol, 2.00 equiv) were stirred in 10 mL
of THEF at 70 °C over 3 days. After removing the solvent from
the yellow-orange suspension, the solid residues were extracted
with 8 mL of dichloromethane. After filtration (syringe filter),
the solvent was removed to dryness and the resulting residues
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dissolved in 4 mL of THF. Gas diffusion of n-pentane into the
solution yielded 3 as orange crystals (72.6 mg, 50.3 ymol, 50%
calculated including one molecule of THF and n-pentane each).

Note: if crystallization is maintained for too long, a white
precipitate is formed (probably PPh;). However, if the flask is
shaken vigorously, the solid suspends and the crystals (stay on
the bottom of the flask) may be isolated by decantation.

'H NMR (223 K, 400 MHz, THE-dy): & (ppm) = 7.53—7.47
(m, 1H, HArP™?), 7.47—7.40 (m, 3H, H™), 7.31-7.24 (m, 6H,
H™), 7.21-6.91 (m, SH, HA™), 6.91-6.83 (m, 6H, H™),
6.83—6.77 (m, 3H, HAP?), 6.61—6.51 (m, 2H, HArP™?), 6.48
(t, *Jun = 7.7 Hz, 1H, HA"™"), 5.53—-5.43 (m, 1H, H®"),
5.30—5.21 (m, 1H, HCPZ), 4.49—4.36 (m, 1H, H*?'), 4.35—4.26
(m, 1H, H®*?), 3.90—3.84 (m, 1H, H?'), 3.81-3.77 (m, 1H,
H?), 3.50-3.46 (m, 1H, H??), 3.46—-3.43 (m, 1H, HCPI),
3.42-3.32 (m, 1H, H;CCHCH;), 2.87—2.66 (m, 2H,
H,CCHCH,), 1.66—1.53 (m, 9H, CH;,), 145 (d, JJyy 1y = 6.8
Hz, 6H, CH,), 1.40 (d, ¥y = 6.6 Hz, 3H, CH;), 1.36—1.20 (m,
CH2Pentan + CH,), 1.09 (d, *Jy 4 = 7.0 Hz, 3H, CH;), 1.02 (d,
*Jun = 7.0 Hz, 3H, CHjy), 0.81-0.74 (m, 6H, CH,), 0.67 (d,
*Jiuu = 6.5 Hz, 3H, CH,), 0.63 (d, *Jiy 1 = 6.5 Hz, 3H, CH,), 0.56
(d, *Jyu = 6.8 Hz, 3H, CH3), 0.50 (d, *Ji; 14 = 6.7 Hz, 3H, CHj),
0.35 (d, *Jy 4 = 6.8 Hz, 3H)—*'"P{'H} NMR (162 MHz, THF-
dg): 5 (ppm) = 8.3 (s)—13c{ H} NMR (101 MHz, THF-d,): &
(ppm) = 170.7 (d, Jep = 3.9 Hz, C,), 159.1 (C,), 1515 (C,),
148.1 (C,), 146.5 (C, ), 14322 (Cy) 141.4 (Cy) 135.0 (HCAr),
134.8 (HCAr), 1347 (HCAr), 1345 (HCAr), 131.7 (d, Jep =
2.0 Hz, HCAr), 1309 (C,), 130.5 (C,), 129.7 (HCAr), 129.5
(HCAr), 129.5 (HCAr), 1294 (HCAr), 129.3 (HCAr), 129.3
(HCAr), 126.3 (HCAr), 125.4 (HCAr), 123.2 (HCAr), 119.9
(HCAr), 89.9 (C,), 84.8 (C,), 74.3 (HC®), 73.7 (HC?), 73.4
(HC®), 71.5 (HCCP) 70.5 (HCCP) 70.0 (HC®?), 69.0 (HC®?),
68.3 (HC?), 68.0 (HC®?), 67.8 (HCP), 67.8 (HC?), 67.6
(HC®?), 29.6—27.9 (H,CCHCH,), 25.7-23.6 (CH,), 25.9
(CH;), 25.7 (CH;), 25.5 (CH3)—MS (ESI): m/z (%)
1299.501 ([M + H]* cal. 1299.498), 1235.577 ([M—Cu+2H]"
cal. 1235.578), 973.486 ([M—CuPPh,+2H]* cal. 973.487)—IR
(ATR): 7 (em™") = 3053 (vw), 2958 (vs), 2862 (m), 1614 (vw),
1587 (vw), 1531 (s), 1489 (vs), 1464 (m), 1435 (s), 1383 (w),
1358 (w), 1314 (m), 1242 (w), 1211 (vw), 1190 (vw), 1136
(vw), 1099 (m), 1034 (vw), 977 (vw), 904 (vw), 822 (vw), 802
(vw), 780 (w), 760 (w), 745 (m), 695 (m), 531 (w), 517 (vw),
504 (m), 490 (vw), 473 (w), 426 (vw)—EA:
Cg,HyoN,Cu,PFeO (incl. 1 THF): calc. C 71.86; H 7.28; N
4.09; exp. C 71.15; H 6.82; N 4.03.

Due to overlay with H? and solvent resonances, not all
CH;CHCH; resonances could be identified unambiguously.
The *P{'H} spectrum showed small impurities (~5%). *C-
{'H}: not all resonances could be detected or assigned due to
dynamics at room temperature and overlay of numerous
resonances.

[FC(NCNPPPAGPPh;),] (5). Fc(NCNP™PLi),1THE (1)
(100 mg, 101 gmol, 1.00 equiv) and 81.5 mg of [AgCI(PPh;)]
(201 pumol, 2.00 equiv) were suspended in 10 mL of THF and
stirred over 3 days at room temperature in the dark. After
removal of the solvent, the orange solids were extracted with 8
mL of dichloromethane. After filtration (PTFE syringe filer) and
drying under reduced pressure, the orange residues were
dissolved in 4 mL of THF. Gas diffusion of n-pentane into the
latter yielded the product as yellow-orange crystals (91.5 mg,
53.1 pmol, $3% calc. with one molecule left inside the product).

Please note that when kept too long in their mother liquor, a
grayish precipitate forms. However, the product can be isolated

4690

by suspending the precipitate (e.g, in the mother liquor or n-
pentane), followed by decantation (the crystalline product stays
behind). Moreover, the product is thermically unstable and
heating leads to decomposition.

'"H NMR (400 MHz, THF-dg): § (ppm) = 7.50—6.39 (m,
HPPP o HPPe) 434 (1, Ty = 1.9 Hz, 2H, H), 421 (t, Jyq =
1.9 Hz, 2H, H?), 4.12 (t, Jyy 1 = 1.9 Hz, 2H, H?), 3.99 (t, Jiy s =
1.9 Hz, 2H, H?), 3.56—3.46 (m, MeCHMe), 3.33—3.18* (m,
MeCHMe), 3.14-3.01 (m, 2H, MeCHMe), 1.33° (d, 3= 69
Hz, CH;), 1.28¢ (d Jun = 7.0 Hz, CH3), 1.017 (d, 3]HH =68
HZ, CH,), 0. 92 (superposmon of two dublets CHS,), 0.89¢ (d,
un = 6.7 Hz, CHy), 0.71 (d, *Jyy = 6.8 Hz, 6H,
CH) SIp{'H} NMR (162 MHz, THF-dg): 6 (ppm) = 15.7
(d, Jp107ag = 5783 Hz + d, 'Jp100ag = 667.8 Hz)—"C{'H,
31p(18.4 ppm)} NMR (101 MHz, THF-dy): 5 (ppm) = 161.4
(Cy), 161.3 (Cy), 1562 (C,), 150.2 (C,), 148.8 (C,), 148.6
(Cq ), 148.4 (C, ), 148.4 (C ), 147.8 (C ), 147.8 (C, ), 147.6
(Cq ), 143.2 (C ), 1432 (c ), 140.8 (C, ), 140.1 (C, ), 139.3
(C, %), 139.1 (C,), 1388 (C, ), 1362 (C, ), 1349 (HCY), 134.8
(HcAr), 134.8 (HCAf), 1347 (HcAr), 134.7 (HC*), 132.1
(HCY), 131.7 (HCY), 131.2 (C,), 131.2 (C,), 129.9 (HCY),
129.7 (HC*), 129.4 (HCY), 128.6 (HcAf) 128.4 (HC™),
1282 (HC™), 127.9 (HCY), 126.1 (HCY), 124.2 (HC™),
124.1 (HC?*), 123.9 (HCY), 123.8 (HCY), 123.7 (HC™),
123.7 (HCA), 123.4 (HCY), 123.3 (HCY), 123.2 (HC),
123.0 (HC?), 122.6 (HCY), 122.4 (HCY), 122.2 (HCY),
122.1 (HCY), 87.1 (C,), 87.1 (C,), 78.9 (C,), 74.3 (HC®),
73.7% (HC), 73.4%* (HC), 71.8% (HC), 71.5% (HC), 70.7%
(HC), 70.0% (HC), 69.4 (HC?), 68.2 (HC?), 29.6* (HC),
29.4% (HC), 29.2 (MeCHMe), 29.1* (HC), 28.8 (MeCHMe),
28.3* (HC), 28.1* (HC), 28.0 (MeCHMe), 25.9 (CHs), 25.7
(CH,),25.5 (CH;),25.1 (CH;), 24.9 (CH,),24.2 (CH;), 24.2*
(CH,), 23.7 (CH;)—MS (ESI): m/z (%) = 1649.545 ([M]*
cal. 1649.537), 1387.451 ([M—PPh, + H]* cal. 1387.450),
1279.553 ([M-AgPPh,+2H]" cal. 1279.553)—IR (ATR): ¥
(em™) = 3055 (vw), 2958 (vs), 2863 (m), 1611 (m), 1585 (w),
1510 (m), 1489 (m), 1463 (m), 1435 (m), 1380 (w), 1356 (w),
1316 (w), 1293 (vw), 1234 (vw), 1182 (w), 1132 (vw), 1100
(w), 1068 (vw), 1035 (vw), 891 (vw), 828 (vw), 801 (vw), 762
(m), 743 (m), 693 (m), 517 (m), 489 (m)—EA:
CosH osN,Ag,P,Fe: cale. C 69.91; H 6.48; N 3.40; exp. C
69.89; H 6.31; N 3.80.

c/d: A high baseline/overlaps did not allow reliable
integration. Assignment was done with the help of "H COSY
NMR spectroscopy.

Resonances for a second compound (possibly due to
degradation) are visible, especially within the area of Cp protons
(6 = 4.5-3.95 ppm) and in *'P{'H} NMR spectroscopy. It
shows very similar chemical shifts and patterns (marked with #
in Figure $24) to the product. The percentage is estimated to
<10%. Resonances tentatively assigned to the side/degradation
product are marked with *. Due to overlaying of multiple
resonances, no integrals could be determined within the
aromatic region. For better visibility, only “C{'H,*'P} is
given. The biproduct/other structure/decomposition also
leads to more resonances than expected. An assignment whose
resonances belong to the main product was not possible. Where
possible, the estimated non-product resonances are marked with
*

[Fc(NCNP'PPAUPPh;),] (6). Fc(NCNP™PLi),1THFE (1)
(100 mg, 101 umol, 1.00 equiv) was stirred with 99.4 mg of
[(AuCl)PPh,] (201 ymol, 2.00 equiv) in 10 mL of toluene at
room temperature for 3 days. The yellow suspension was slightly
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warmed and filtered (syringe filter). Gas diffusion of n-pentane
into the solution or cooling of the concentrated solution yielded
6 as yellow crystals (57.2 mg, 28.44 ymol, 28% including two
molecules of toluene).

MS (ESI): m/z (%) = 1828.669 ([M + H]* cal. 1828.668),
1369.613 ([M—AuPPh, + 2H]* cal. 1369.615)—IR (ATR): ¥
(em™) = 3054 (wv), 2958 (vs),2923 (m), 2899 (w), 2864 (m),
1610 (w), 1585 (vw), 1548 (m), 1523 (m), 1504 (w), 1462 (m),
1436 (vs), 1379 (w), 1347 (m), 1330 (w), 1316 (m), 1293 (w),
1256 (w), 1237 (w), 1183 (w), 1101 (m), 891 (vw), 813 (vw),
800 (vw), 762 (w), 743 (m), 727 (w), 711 (w), 693 (m), 543
(m), S11 (m), 497 (m), 464 (w).

Elemental analysis gave consequently wrong carbon values;
therefore, elemental composition was confirmed via HRMS.
Due to very low solubility and low stability, no useful NMR
spectra were obtained. Additionally, the product is thermically
unstable and longer heating leads to decomposition. Reaction in
THF however was not possible due to immediate decom-
position.
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B ADDITIONAL NOTES

“Two overlayed resonances according to 'H—COSY-NMR
spectroscopy. Due to remaining dynamics with an elevated
baseline, obtained integrals do not fit expected values.
PResonances which probably belong to methyl group carbon
atoms but do not appear in HMQC (due to dynamics) and can
therefore not be assigned definitely. NMR spectra in THF-dj
were recorded from a different batch which was not dried
thoroughly and therefore contains more THF. Please note that 1
shows only limited stability in DMSO.

“Resonance corresponds to two methyl groups (six protons).
9Resonance corresponds to 4 methyl groups (12 protons).
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