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Theoretical exploration on the electronic and
magnetic properties of (FeCp), — (n = 1, 2) ligand-
functionalized graphenet

Xiuyun Zhang, 2 *@ Zujian Bao,® Wenxian Xu,? Lili Liu® and Yongjun Liu*?

Using first principles calculations, we systematically studied the electronic and magnetic properties of half
sandwich organometallic ligand-functionalized single layer graphene, (FeCp),@SLGs (n = 1, 2), with
different adsorption sites and coverage concentrations. Our results show that all the (FeCp),@SLGs are
quite stable having high binding energies. Except the nonmagnetic FeCp@Gga4-S;, all the complexes are
found to be robust ferromagnets. In particular, the magnetic moments of (FeCp),@Gs3-D4, (FeCp),@Gs3-
D,, (FeCp),@Gs3-D3 and (FeCp),@Gg44-D4 per unit cell are as large as 2.0 ug, 1.64 ug, 2.0 ug and 1.30 ug,
respectively. Among the studied systems, spin polarized band gaps are opened in the Dirac points of
FeCp@Gs3-S, (FeCp),@Gsz3-Dy1, (FeCp)o@Gas-So (FECp)o@Gas-Ss, and  (FeCp),@Gyq-Ds, in which
(FeCp)o@Gs3-D; is transformed into an intrinsic semiconductor. Moreover, displacing Fe by Co or Ni
element is found to induce an increasement in magnetic moment or induce a transition from metal to

rsc.li/rsc-advances half metal.

1. Introduction

Graphene, which is a two-dimensional single-atom-thick
material, exhibits unusual electronic properties’® and has
attracted great attention due to its potential application as
a building block of nanoelectronic devices. However, the reali-
zation of graphene's commercial applications has to overcome
two primary obstacles: (i) the synthesis of high-quality graphene
on a large scale, and (ii) producing a band gap in graphene to
replace silicon in future, which is the biggest challenge. Great
efforts have been made to overcome the proposed challenges
and various strategies have been proposed for the synthesis of
graphene, such as mechanical peeling of graphite,” ultrasonic
exfoliation,® chemical reduction of graphite oxide (GO)* and
chemical vapor decomposition (CVD) growth on transition
metal surfaces.”™* Particularly, the CVD method has been
proven to be an effective way to meet the requirement of over-
coming challenge (i). For challenge (ii), a number of solutions
have been proposed by theoretical and experimental studies.
One straightforward method is to combine various graphene/X
heterostructures,’>'® e.g. a 0.26 eV band gap is obtained by
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placing graphene on a SiC surface.” Another is substitutional
doping with exotic elements (e.g. B and N)*" ™ e.g. the band gap
of graphene is found to increase linearly with the doped BN
concentration.*® In addition, the quantum confinement effect
by cutting graphene into nanoribbons'*** has also been
demonstrated as a way to the open the gap of graphene. Alter-
natively, chemical/physical adsorption has been proven to be
a simple and effective solution to tune the electronic properties
of graphene,**" in which the approach of loading half organo-
transition metal (TM) ligands (OTMLs) on graphene substrates
has been theoretically explored.>*>° The adsorption of OTMLs
on graphene has two significant advantages: (i) compared with
two-end closed organometallic sandwich clusters,>** the
bonding between half TM,,OLs and graphene is stronger due to
coordinate d-1 bonding. For example, the chemical attachment
of a Cg fullerene on graphene is not energetically feasible,*
whereas connecting graphene and Cg, using a bridging Cr atom
can largely enhance the binding energy;* (ii) with single T™M
atom adsorbed graphene, e.g TM@Gs,**° the existence of
organic ligands has the advantage of shielding the clustering
and oxidation of the metal atoms. Indeed, OTMLs-
functionalized graphene introduces versatile electronic prop-
erties, for example, the covalent bonding of TMBz to graphene
opens up a 0.81 eV band gap®® and induces a high magnetiza-
tion energy.”” In our previous studies, a density related band gap
was observed for TMBz-functionalized graphene.*®*’
Compared with hexagonal hydrocarbon organic ligands (e.g.
benzene), the bonding of TM atoms with the cyclopentadienyl
(Cp = CsH;) ligand was found to display different bonding
mechanisms due to the fact that it has one less valence

This journal is © The Royal Society of Chemistry 2017
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electron.* Herein, we present a systematic theoretical study on
the structural, electronic and magnetic properties of FeCp
ligands-adsorbed graphene. For comparison, 3 x 3 and 4 x 4
graphene supercells with single-side and double-side adsorp-
tion are considered. Our results show that most systems are
ferromagnetic in their ground states with the exception of
FeCp@G.s-S1. All the (FeCp),@Gsss and a number of
(FeCp),@Gaqs have a spin dependent band gap in the Dirac
point. Particularly, (FeCp),@Gs3-D; is transformed into an
intrinsic semiconductor. Moreover, displacing Fe by Co or Ni
elements is found to induce an increase in magnetic moments
or induce a metallic properties transition.

2. Computational methodology and
models

All calculations are performed within the framework of spin
polarized DFT as implemented in the Vienna Ab initio Simula-
tion Package (VASP).***' The exchange-correlation potentials
are treated by the generalized gradient approximation (GGA)
parametrized by Perdew, Burke, and Ernzerholf (PBE).*”” The
interaction between valence electrons and ion cores is described
by the projected augmented wave (PAW) method.**** In order to
consider the local coulomb interaction in the 3d orbitals of the
TM atom, we incorporated an effective on-site coulomb inter-
action for the 3d states of TM atoms using the GGA+U (U = 4 eV
and J = 0.9 eV) method. Furthermore, the DFT-D,, method
taking into account the van der Waals (vdW) interaction, was
adopted.* Both 3 x 3 (Gs3) and 4 x 4 (Gy4) slabs with the lattice
parameters of @ = b = 7.41 A and 9.88 A, respectively, were used
for the adsorption blocks. Accordingly, the Monkhorst-Pack
grids of 13 x 13 x 1 and 9 x 9 x 1 were used for the
(FeCp),@G3ss and (FeCp),,@Gy4s (n = 1, 2) geometry optimi-
zation, respectively. Moreover, much denser k-point grids of 25
x 25 x 1 to 23 x 23 x 1 were used for electronic properties
exploration. To eliminate the interaction between the entities of
neighbouring unit cells, the lattice parameters along the z axis
were set as large as 15 A and 18 A for the single-side/two-side
adsorbed systems. Moreover, a cutoff of 400 eV was used for
the plane wave expansion of the wave function to converge the
relevant quantities. Structure relaxations were carried out until
all the atomic forces on each ion were less than 0.01 eV A™*,

3. Results and discussion

3.1 Structural, electronic and magnetic properties of
(FeCp),@Gs3s, n =1, 2

3.1.1 Geometries and stabilities. A total of four configura-
tions were prepared for (FeCp),@Gs3s: (i) FeCp@Gs3-S, in which
one FeCp ligand is adsorbed on the hollow site of graphene (see
Fig. 1a and e); (ii) (FeCp),@Gs3-D1, in which two FeCp ligands
are adsorbed on opposite sides and same hollow site of gra-
phene (see Fig. 1b and f); (iii) (FeCp),@Gs3-D,, isomer of
configuration (ii) with two FeCp ligands adsorbed on the adja-
cent hollow sites of graphene (see Fig. 1c and g); and (iv)
(FeCp),@G33-D3, isomer of configurations (ii) and (iii) by
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binding the two FeCp ligands on the hollow sites spaced by one
line of hexagons (see Fig. 1d and h). It is found that most of the
(FeCp),@Gsss have normal sandwich configurations. An
exception is found for (FeCp),@G;3-D;, in which one FeCp
ligand slightly deviates from the hollow site of graphene due to
the coulomb repulsion (see Fig. 1b). The C-C and C-H bond
lengths of the Cp ligands are in the range of 1.43-1.44 A and
1.09-1.10A, respectively, whereas the C-C bond lengths of gra-
phene are around 1.42-1.44 A (see Table S1 in the (ESI{)).
Moreover, the C-C bond lengths of graphene close to the Fe
atom are a bit longer than those that are far away due to the
local 7(G)-d(Fe) interaction. For example, the graphene C-C
bond lengths of the carbon hexagon facing the Fe atom are in
the range of 1.43-1.44 A, whereas those located around are
about 1.42 A. Moreover, the Fe atoms are at a distance from the
mass center of the Cp ligands (Dpe_cp) and graphene (Dge_g) in
the range of 1.69-1.76 A and 1.60-1.69 A, respectively (see Table
1), among which, the Dg._cps distances are a bit longer than that
of Dge_gS. Distinct geometric characters are derived from the
different bonding characters, in which the charges donated to
graphene are much smaller than that of Cp ligand (see Table 1
and Fig. 2e—j), leading to a more ionic bonding character of Fe-
Cp and more covalent bonding characters of Fe-graphene.
Different from the FeBz@G isomer,* the Dge_cp, of FeCp@G33-S
is a bit larger, ~1.76 A, whereas a different case is verified for
that of Dye_g, ~1.64 A. Compared with that of FeCp@Gs;3-S, the
Dge_g of (FeCp),@G33-D; is much larger, ~1.69 A, whereas for
the (FeCp),@Gs3-D, and (FeCp),@G;3-D; isomers, the Dge s
are reduced sharply to 1.60 A (see Table 1).

To verify the structural stabilities of (FeCp),@SLGs, we
calculated the binding energies, which are defined as follows:

Ey = —(E(Fecp),@sLc — "Ecp — nEg. — Eg)in

where E[-] represents the total energy of (FeCp),@SLGs, the Cp
ligands, Fe atom and pristine graphene, and 7 is the number of
FeCp ligands. Our results show that the binding energies of all

Q=00 -0 «-e
(e) @00 ) 4 (€] o (h) .
(-] “00-00-00-0 “00-00-00-0 “00-00-00-0
o o

FeCp@Gas-S (FeCp),@Gy-D, (FeCp),@GiyD, (FeCp),@Giy-Dy

Fig.1 Top and side views of the optimized structures of FeCp@Gs3-S
(a and e), (FeCp),@G33-D; (b and f), (FeCp),@Gs3-D; (c and g), and
(FeCp),@Gs3-Ds3 (d and h). Black and orange balls represent the carbon
atoms of graphene and Cp ligands; and white and purple balls
represent H and Fe atoms, respectively. The complete descriptions of
(FeCp),@Gs3-D; (c) and (FeCp),@Gs3-Ds (d) are depicted inthe 2 x 2
supercells in Fig. S1(a, b, e and f) in the ESLT
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Table 1 Systems (Sys), the distance of the Fe atom to Cp ligands (Dge_cp) and graphene (De._g), charges transferred from Fe atom to graphene

(Ae), binding energies (Ep), magnetic moments (MM) and the band gaps at the Dirac point (4

o) of FeCp@Gszs and FeCp@Gaass

Sys Dre-cp (A) Dre-c (A) Ae (e) Ey (IJ mol ) MM (ug) 4g (eV)
FeCp@Gs;;-S 1.76 1.64 0.44 271.6 0.81 0.78
(FeCp),@G33-D; 1.71 1.69, 1.69 0.72 256 2.00 0.40
(FeCp),@Gs33-D, 1.69 1.60 0.83 277.6 1.64 0
(FeCp),@Gs5-Ds 1.73 1.60 0.80 278.7 2.00 0.61
FeCp@G.4-Sy 1.68 1.60 0.58 285.9 0 0
(FeCp),@Gas-S, 1.68 1.62 0.94 256.6 0.74 0.25
(FeCp)o@Gaa-S3 1.77, 1.64 1.61, 1.42 0.99 270.8 0.94 0.12
(FeCp),@Gs-D, 1.68 1.65 0.87 257.4 1.30 0
(FeCp),@GysDs 1.67 1.60 0.77 277.8 0.97 0
(FeCp),@Ga4-D3 1.58 1.65, 1.69 1.06 281 0.50 0
(FeCp),@Gs-Dy 1.65 1.58 1.02 280.4 0.49 0
(FeCp),@Gas-Ds 1.65 1.58 1.03 277.6 0.61 0.25
- e) ) which is the cause of their shorter Fe-graphene distances and
e * € O0=0> “€0=0> g, .
- e & ) larger stabilities.

S 270 * § i i i i

£ 270 . 3.1.2 Electronic and magnetic properties. Different from

s @) h) pristine graphene, the incorporation of FeCp ligands in

255 i (@) 258 * (b) ‘@ "@’ (FeCp),@Gs;3s causes it to become ferromagnetic (FM) (see
A a 1.5 ©—00—00—0 ©00—00—00—0¢ . .

&t , 5 Fig. 2¢). The magnetic moments of FeCp@Gs;-S, (FeCp),@G33-
3 WAy il i D,, (FeCp),@G33-D, and (FeCp),@G;5-D; are 0.81 ug, 2.00 ug,
g1,/ 05 o @ & 1.64 ug and 2.00 ug, respectively, in which the local magnetic

05 @1 ool - @l @ & moments of the Fe atoms are 0.73 ug, 1.07/1.09 ug, 0.82/0.82 ug,

%%@ ’%%4 ’*@% ”%9% %ggz,ﬁ&éﬁ%u : : and 1.04/1.02 ug, respectively. Moreover, the antiferromagnetic
S B O @ G 26O s @ PO (AFM) states are also extended, in which the AFM state of
) 'vg ”‘3 s %Ewtwg%‘g$o%o%o

Fig. 2 Binding energies (a and b) and total magnetic moments (c and
d) of (FeCp),@Gsss and (FeCp),@Cass, N = 1, 2. CDD plots of
FeBz@Gs3-S (e), FeBz@Gyy-S (f), FeCp@Ggg-S (g), FeCp@G44—S (h),
(FeCp).@Gs3-Dy (i) and (FeCp).@Gsz3-D; (j).

the studied FeCp@Gaszs are positive and range from 256 kJ
mol " to 285.9 k] mol ', which is much larger than that of the
FeBz@G isomer (211 kJ mol '),*® where such large binding
energies show that the chemical attachment dominates the
FeCp ligands and graphene interaction. As shown in the charge
density difference plots (CDDs) (Fig. 2ej), the electron densities
around the graphene in FeCp@SLGs (see Fig. 2g and h) is much
higher than that of FeBz@G3;; and FeBz@G,, (see Fig. 2e and f),
which indicates a more covalent bonding character of
FeCp@SLGs. The binding energies of FeCp@Gss-S
(FeCp),@G35-D, and (FeCp),@Gs;3-D; are 271.6 k] mol *, 277.6
k] mol™* and 278.7 k] mol ', respectively. In contrast, the
binding energy of (FeCp),@Gs;3-D; is a bit smaller, ~256 k]
mol " (see Fig. 2a and Table 1). Such distinct binding characters
can be simply understood from the electron transfer between Fe
atoms and graphene. On one hand, with an increase in the
distance between two FeCp ligands, the total charges trans-
ferred from the Fe atom to graphene also increase (see Table 1),
resulting in an enhancement in the covalent bonding between
the Fe atom and graphene. On the other hand, such energetic
characters agree well with the Fe-G distances discussed above,
that is, the larger FeCp ligand distances in (FeCp),@Gs3-D, and
(FeCp),@G33-D; cause their coulomb repulsion to decrease,

18070 | RSC Adv., 2017, 7, 18068-18074

(FeCp),@G3;3-D; is 0.10 eV higher in energy than the FM state.
The calculated density of states projected onto the atomic
orbitals is plotted in Fig. 3a-d. In (FeCp),@Gsss, the states
around the Fermi energy level are mainly contributed by the
d electrons of the Fe atom, which indicates that the magnetic
moments of the studied systems are mainly contributed by the
unpaired d electrons of the Fe atom. Corresponding to
FeBz@SLG (2.0 ug),>*?® the magnetic moment of FeCp@Gss;-S is
largely reduced. As shown in Fig. S3 in the ESI,} the d,., electron
on the major channel is shifted above the Fermi level, which
leads to decrease in the magnetic moment by about 1 ug. Except
for (FeCp),@G33-D,, the spin polarized band gaps are opened in
the Dirac points of graphene for the other three systems (see
Fig. 3e-h), i.e., the band gaps are about 0.78 eV, 0.40 eV and
0.61 eV for FeCp@Gs3-S, (FeCp),@G33-D; and (FeCp),@G;3-D3,
respectively. Particularly, (FeCp),@G;3-D; is completely trans-
formed into an intrinsic semiconductor, whereas (FeCp),@G3;3-
S and (FeCp),@Gs3-D; can be regarded as n-type semi-
conductors and can be produced to be intrinsic semiconductors
by shifting their Fermi levels into the band gap.

3.2 Structural, electronic and magnetic properties of
(FeCp)@Gass, n = 1, 2

3.2.1 Geometries and stabilities. Similar to (FeCp),@Gz3s,
eight different configurations are considered for the
(FeCp),,@G4s isomers: (i) FeCp@G,4-S1, in which the Fe atom is
fixed on the hollow site of graphene (see Fig. S2a and d in the
ESIT); (ii) (FeCp)o@Gas-S,, in which two FeCp ligands are
adsorbed on adjacent hollow sites in the graphene slab,

This journal is © The Royal Society of Chemistry 2017
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Fig. 3 (a—d) Projected density of states (DOS) and (e—h) electronic band structures of (FeCp),@Gs3s, n = 1, 2. The black and red lines correspond

to the spin-up and spin-down channels, respectively. Insets are the spin densities plots.
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Fig. 4 (a—j) Top and side views of the optimized structures of

(FeCp),@G44-Dss, i = 1-5. Black and orange balls represent the carbon
atoms of graphene and Cp ligands; and white and purple balls
represent H and Fe atoms, respectively. The complete descriptions of
(FeCp)2@G44-Dy4 (c) and (FeCp),@Gy4-Ds (d) are depicted in the 2 x 2
supercells in Fig. Sl(c, d, g and f) in the ESI.}

forming two FeCp-lines along one zigzag edge of graphene
spaced by three rows of hexagons (see Fig. S2b and e in the
ESIY}); (iii) (FeCp),@Ga4-Ss, isomer of configuration (ii) with the
FeCp ligands forming a large hexagonal loop (see Fig. S2¢ and f
in the ESIt); (iv) (FeCp),@G44-D4, isomer of (FeCp),@Gsz3-D;
(see Fig. 4a and f) with the G;; slab displaced by a Gy, slab; (v)
(FeCp),@Gy4-D,, isomer of (FeCp),@G33-D, (see Fig. 4b and g);
(vi) (FeCp),@G44-D3, isomer of (FeCp),@Gs3-Dj; (see Fig. 4c and
h); (vii) (FeCp),@Gs3-Ds, isomer of (FeCp),@G33-D; (see Fig. 4d
and i); and (viii) (FeCp),@G44-Ds, isomer of configuration (iv)-
(vii) having two-side FeCp ligands spaced by three carbon
hexagons (see Fig. 4e and j).

This journal is © The Royal Society of Chemistry 2017

Significant geometry distortions are found for the FeCp
ligands in (FeCp),@G44-S, and (FeCp),@G,4-S; (see Fig. S2b, ¢, e
and f¥}), that is, the adjacent Cp ligands are largely tilted with
the inclination angles of ~10° due to the van der Waals inter-
action. Differently, normal sandwich configurations are fav-
oured for all the other systems. The C-C bond lengths of the Cp
ligands and graphene are about 1.42-1.44 A and 1.41-1.45 A
(see Table S1 in the ESIT), respectively. Dge_cps and Dge_gS are
in the range of 1.68-1.71 A and 1.60-1.65 A, respectively.
Different from FeCp@Ga44-S1, the Dpe_gs of FeCp@G44-S, 3 and
(FeCp),@G,4-Ds are a bit longer due to the enhanced atom
electrostatic interaction of the FeCp ligands (see Table 1). All the
(FeCp),@G.s4s are chemically stable with high binding energies
of 256.6-285.9 k] mol ‘. Among them, (FeCp),@G44-S; has
the largest binding energy of ~285.9 kJ mol™ ", followed by
(FeCp),@Gas-D; and (FeCp),@G44-D4 with values of ~281 kJ
mol %, In contrast, (FeCp),@G,4-S, has the smallest binding
energy of 256.6 k] mol~'. On one hand, the stability of these
FeCp@SLGs isomers is slightly dependent on the coverage
concentration. For example, the binding energies of
(FeCp),@G33-D; and (FeCp),@Ga4-D; are 256 k] mol ' and
257.4 kJ mol ', respectively, whereas that of (FeCp),@G;3-D,
and (FeCp),@Gy4-D, is 277.6 k] mol ™ and 277.8 kJ mol
respectively. On the other hand, the stabilities of these
(FeCp),,@G4s are largely dependent on the relative positions of
FeCp ligands. For example, the binding energies of
(FeCp)o@Gas-Sa, (FeCp),@Ga4-S; and (FeCp),@Gay-D1 per unit
cell are much smaller than that of FeCp@Ga4-D; (i = 3, 4 and 5)
by about 13-24 kJ mol .

3.2.2 Electronic and magnetic properties. Except
(FeCp),@Gus-S;, which is nonferromagnetic, all the other

RSC Adv., 2017, 7, 18068-18074 | 18071
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(FeCp),@Gass systems have ferromagnetic ground states, in
which the AFM state of (FeCp),@G44-D; is less stable since it is
about 0.11 eV higher in energy. Similar to (FeCp),@Gsz3-D1,
(FeCp),@G44-D; has the largest magnetic moment of ~1.30 ug,
whereas that of (FeCp),@GusS;, (FeCp),@Gys-S; and
(FeCp),@Ga4-D; are 0.74 ug, 0.94 up and 0.97 ug, respectively. As
for the others, their magnetic moments are relative smaller,
which are about 0.50 ug, 0.49 ug and 0.61 ug for (FeCp),@Gaq-
D; (i = 3, 4 and 5) respectively. Similar to (FeCp),@Gsss, the
ferromagnetic properties of these FeCp@SLGs are mainly
derived from the unpaired d electrons of the Fe atoms (see
Fig. 5f-j, S471). Moreover, spin polarized band structures are
found for a few (FeCp),@G44s systems, in which a band gap
0of 0.25 eV, 0.12 eV and 0.36 eV is opened in the Dirac point for
(FeCp),@G44-S, (FeCp),@G44-S3 and (FeCp),@G,4-D5 due to
the breaking of the intrinsic electronic symmetry of pristine
graphene. The electronic properties of these (FeCp), @SLGs
are largely sensitive to the adsorption densities of the FeCp
ligands. For example, the n-type semiconducting FeCp@G;3-
S/(FeCp),@G33-D; and the semiconducting (FeCp),@G33-D;
are completely transformed into metals in their (FeCp)@G.4s
isomers (see Table 2).

(FeCp),@Gy4-D;

(FeCp),@Gy4-Ds

(FeCp),@Gy4-D,

(a—e) Density of states (DOS) and (f—j) band structure plots of (FeCp),@Gyu4s. Insets are the spin densities plots.

3.3 Structural, electronic and magnetic properties of other
(TMCp),@Gs, n = 1, 2, TM = Co, Ni

For comparison, we studied the electronic and magnetic prop-
erties of a number of (TMCp),@SLGs (n = 1, 2), TM = Co, Ni (see
Fig. S5 and S6 in the ESI}). Different from (FeCp),@SLGs, the Ni
atoms prefer to sit close to the top site of graphene (see Fig. S6 in
the ESIt) due to their stable valence electron configuration
(3d'°4s%). Regarding (FeCp),@SLGs, the binding energies of
(CoCp),@SLGs and (NiCp),,@SLGs are relative smaller, which are
around 164.4-178.3 kJ mol ' and 248.7-259.1 k] mol *, respec-
tively (see Table 2). This is due to the fact that the charges
transferred from Co/Ni to graphene are much smaller than that
of the Fe atoms (see Table 2 and Fig. S7 in the ESIT). On the other
hand, different from (CoCp),@SLGs and FeCp@SLGs, the charge
distribution on the Ni atoms and graphene in NiCp@Gs is
uneven, leading to their distinct interactions between the single-
side adsorption and double-side adsorption.

Furthermore, the electronic and magnetic properties of
these TMCp ligands-functionalized graphene are also depen-
dent on the TM element. Different from (FeCp),@s, the
magnetic moments of (CoCp),@Gs and (NiCp),@Gs are almost
not affected by the adsorption position of the TMCp ligand. For

Table 2 Systems (Sys), the distance of the TM atom to Cp ligands (Dtm-cp) and graphene (Dru-g), charges transferred from the Fe atom to
graphene (Ae), binding energies (Ey), magnetic moments (MM) and band gaps (4,) at the Dirac point of (CoCp),@Gs and (NiCp),@Gs

Sys Dre-cp (A) Dre-g (A) Ae (e) Ep, (k] mol ™) MM (ug) 4g (eV)
CoCp@Gas-Sy 1.80 1.70 0.28 178.3 1.94 0
(CoCp),@G.4-S, 1.79, 1.80 1.86, 1.86 0.50 164.4 3.92 2.0
(CoCp),@G44-D; 1.71, 1.75 1.68, 1.68 0.55 172.8 3.81 1.83
(NiCp),@G35-D; 1.75,1.75 1.97, 2.03 0.36 259.1 2.0 2
NiCp@Ga4-S; 1.76 1.93 0.18 249.7 1.0 0
(NiCp),@Gas-S; 1.76,1.77 2.06, 2.01 0.38 248.8 2.0 0.74
(NiCp),@G4-Ds 1.76, 1.76 1.93, 1.90 0.40 248.7 2.0 0.94
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example, the magnetic moments per unit cell are 1.94 ug, 3.92
ug and 3.81 up for CoCp@Gy4-Si, (CoCp),@Gus-S, and
(CoCp),@G44-Dq, respectively (see Table 2). As for the
(NiCp),@Gs isomers, their magnetic moments are 1.0 ug for
NiCp@Gas-S; and 2.0 pg for (NiCp),@G44-Sz, (NiCP),@Gas-Dy
and (NiCp),@Ga4-Ds. The AFM states of (NiCp),@Gs3-D; and
(CoCp),@G44-D; are less stable than that of the FM state by
about 0.13 eV and 0.12 eV higher in energy. On the other hand,
CoCp@Gy4-S1, (CoCp),@G44-D; (see Fig. S8d and f in the ESIt)
and (NiCp),@Gs;3-D; (see Fig. S9g in the ESIf) are metals.
Differently, NiCp@G44-S; is an intrinsic semiconductor with
a band gap of 0.17 eV (see Fig. S9e in the ESIt). The others,
(CoCp)o@Ga4-S; (see Fig. S8e in the ESIT), (NiCp),@Ga44-S, (see
Fig. SOf in the ESI{) and (NiCp),@G.,s-Ds (see Fig. SOh in the
ESIT) are half metals with half metal band gaps of 0.24 eV,
0.13 eV and 0.29 eV, respectively, which can be used for spin-
tronic device applications.

4. Conclusions

The electronic and magnetic properties of half organic-metal
sandwich ligands-functionalized monolayer graphene, (FeCp),@-
SLGs (n = 1, 2), are systematically studied. All the (FeCp),@SLGs
are thermodynamically stable with the covalent bonding of TMCp
ligands to graphene. Versatile electronic and magnetic properties
are found for (FeCp),@SLGs, depending on the adsorption sites
and coverage concentrations. Particularly, (FeCp),@Gss-D; is
transformed into an intrinsic semiconductor with a band gap of
0.40 eV due to the breaking of the intrinsic electronic symmetry of
pristine graphene. By displacing Fe by Co or Ni elements, distinct
changes to the magnetic and electronic properties are found.
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