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A new 2D coordination polymer of Mn(II), {[Mn2(L)(μ-dca)3]·CH3OH}n (1), has been synthesized and character-
ized by elemental, TGA and single-crystal X-ray diffraction analyses and spectroscopic methods where HL is bis-
[(E)-N′-(phenyl(pyridin-2-yl)methylene)]carbohydrazide. Single crystals X-ray analysis reveals that 1 has dinu-
clear enolate bridged Mn(II) cores which are connected together by three μ1,5-dicyanamide (μ-dca) bridging li-
gands and a 2D coordination polymer is formed by these connections. FT-IR spectroscopy and X-ray analysis
indicate that the carbohydrazone ligand is coordinated to the metal cores as a mononegative ligand in the enol
form. The FT-IR spectrum of 1 depicts three characteristic bands of dicyanamide anion at 2179, 2239 and
2304 cm−1. The magnetic susceptibility measurement of 1 between 2 and 295 K indicates the antiferromagnetic
coupling mediated via enolate oxygen within the dinuclear cores, whereas the dicyanamide ligand connecting
these dinuclear units does not provide any appreciably contribution to magnetic properties.
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Due to the peculiar structure diversity of coordination polymers and
their potential application as functional materials in various fields, the
design and synthesis of novel coordination polymers is still one of the
interesting research fields in inorganic and synthetic coordination
chemistry [1]. On the other hand, there is continuous interest in the
chemistry of manganese complexes due to their biological relevance
and exciting magnetic properties. Manganese complexes have been
used as model systems for metalloenzymes [2], and are unique target
molecules for mimicking several biological systems like the active cen-
tre of oxygen-evolving complex (OEC) in Photosystem II [3] and Mn-
containing superoxide dismutase [4]. Manganese complexes may pos-
sess large number of unpaired electrons, making them appealing pre-
cursors for magnetic materials and consider as attractive materials for
studying on magnetic exchange interactions [5]. The reaction of metal
ions with the mixture of organic ligands and suitable bridging groups
is one of the most successful methods for the design of coordination
polymers [6]. The pseudohalide anions (N(CN)2−, N3

−, SCN−, etc.) are
oneof the attracting groupof bridging ligandswhich also play an impor-
tant role in the magnetic exchange pathways between paramagnetic
metal ions [7]. Among the bridging pseudohalide ions, dicyanamide
anion has higher tendency to form coordination polymers which can

be attributed to the large size of this ligand and its several coordination
modes [8,9].

Carbohydrazone based ligands obtained by the reaction of
carbohydrazide with 2-pyridylketones in 1:2 M ratio are symmetric
multidentate ligands in hydrazone family (Scheme S1) which are ideal
precursors for designing transition metal complexes. This type of li-
gands has high tendency to coordinate into two metal ions through
dicompartmental N2O-donor groups which the oxygen atom usually
acts as bridging atom between two metal ions [10]. Although
carbohydrazone ligands could form interesting coordination com-
pounds with unpredictable properties, there are only few reports on
their complexes. The limited studies on this kind of ligands show direct
reaction of carbohydrazone ligands with transition metal ions like Fe
[11], Zn [12], Co [13] and Cu [14] generates [2 × 2] tetranuclear grid
complexes. However, mononuclear [15] and dinuclear [16] complexes
of carbohydrazone ligands are also known. Using the mixture of
carbohydrazone ligands together with an appropriate bridging group
like pseudohalides is one of the efficient methods for obtaining coordi-
nation polymers with a high chance. Nevertheless, the studies in this
area are abnormally rare and limited only to the use of azide group
[17]. Taking the advantages of the coordination ability of
carbohydrazone ligands, recently we reported crystal structure and
magnetic properties of a tetranuclear Mn(II) complex [17c] and
Cr2Na2 [17d] complex with azide bridges. By considering the ability of
dicyanamide bridging group in forming coordination polymers [18], in
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the presentworkwe report synthesis, characterization, crystal structure
and magnetic behavior of a 2D coordination polymer of Mn(II) with
carbohydrazone and dicyanamide ligand.

The ligand bis-[(E)-N′-(phenyl(pyridin-2-yl)methylene)]carbohydrazide
(HL) was synthesized and characterized according to our previous report
[17c]. The reaction of HL, manganese(II) chloride tetrahydrate and sodium
dicyanamide in 1:2:4 M ratios leads to a 2D coordination polymer of
Mn(II), {[Mn2(L)(μ-dca)3]·CH3OH}n (1) as orange crystalline material.
Experimental part together with the details of synthesis is given in elec-
tronic supplementary information (ESI) file. The FT-IR spectrumof 1 de-
picts three characteristic bands of dicyanamide anion at 2179, 2239 and
2304 cm−1 which were attributed to the υsym(CN), υasym(CN) and
υsym + υasym (CN) modes, respectively [19]. By comparing FT-IR spec-
trum of 1 with free ligand it is seen the C_O band of ligand was elimi-
nated in the IR spectrum of 1 (Fig. S1). This finding suggests enolization
of the amide functionality upon coordination to the metal ions in 1. The
absence of ν(C_O) and appearance of a newband at 1614 cm−1, which
may be assigned to the\\C_N\\N_C\\moiety [20], also confirms this
finding. The broad band at about 3200 cm−1 in the IR spectrum of 1 is
due to the presence of N\\H bond and confirms the presence of an
amidic hydrogen atom. Disappearance of the carbonyl stretching vibra-
tion band, ν(C_O), and the presence of N\\H band suggests the ab-
sence of delocalization in the (\\N_C\\O)− group in the coordinated
ligand (L)− [21]. The very broad band around 3400 cm−1 in the IR spec-
trum of 1 is attributed to the O\\H groups of the uncoordinated meth-
anol molecules involving hydrogen bonding interactions. UV–Vis
spectrum of HL (Fig. S2) shows three bands at 214, 296 and 384 nm
which are attributed to π→ π⁎ (214, 296 nm) and n→ π⁎ (384 nm) tran-
sitions. The UV–Vis spectrum of compound 1 shows a broad absorbance
band at 385 nmwhich is due to the charge transfer (LMCT) transitions.
The bands at 211 and 263 nm are due to intraligand transitions.

The crystal structure of 1 was determined by X-ray crystallography
and the crystallographic information are given in Table S1 (see ESI
file). The molecular structure and labeling of the atoms for the com-
pound 1 are displayed in Fig. 1 and selected bond lengths and angles
are collected in Table S2. Diffraction studies reveal that two-dimension-
al coordination polymer is built up of [Mn2(L)(μ-dca)3] units. The
carbohydrazone ligand is coordinated to the Mn(II) ions as a
pentadentatemononegative ligand, (L)−. The asymmetric part of 1 con-
tains an enolato bridged dinuclear unit ofMn(II) which is converted to a
2D coordination polymer by three dicyanamide bridging groups. In
compound 1, both Mn(II) cores have distorted octahedral coordination
environments (Fig. S3) as mer-[Mn(LN2-μ-O)(μ-dca)3] with oxygen and
two nitrogen atoms provided by the Schiff base ligand in which the ox-
ygen atom of carbohydrazone ligand, O11, share a position of adjacent
Mn(II) ions. The Mn1\\O11\\Mn2 angle is 126.58(11)° and
Mn1⋯Mn2 distance through this line is 3.949(2) Å. Two Mn1 and
two Mn2 ions are connected together by two dca bridging ligands in
which the Mn1⋯Mn1ii (ii = 1 − x, 2 − y, 1 − z) distance is 7.533(4)
Å and Mn2⋯Mn2iii (iii = 2 − x, 1 − y, 1 − z) distance equals to
7.580(4) Å. The Mn1 and Mn2 ions also are connected together by
third dicyanamide bridging group with the Mn2⋯Mn1iv distance of
8.715(4) Å (iv = −1 + x, y, z). The equatorial plane of two Mn(II)
ions is built from carbohydrazone donor atoms together with a dca
bridging ligand. Fig. 2 shows two-dimensional polymeric sheets of 1.

In 1 theMn\\O andMn\\N bond lengths are close to other reported
Mn(II) complexes with N2O-donor hydrazone based ligands [22]. The
C72\\N32 and C72\\N22 bond lengths are 1.379(5) and 1.345(4) Å, re-
spectively. Comparison of these bond lengths indicates that the
C72\\N22 bond length (in which its hydrogen atom has been eliminat-
ed during complexation) is shorter than the C72\\N32bond length (hy-
drogen atom has been eliminated on the N32 atom after complexation).

Fig. 1.DIAMONDplot of the part of polymeric structure of [Mn2(μ-L)(μ-dca)3]n (1)with thermal ellipsoids drawn at the 50%probability level. Disordered part of dcawas omitted for clarity.
Symmetry codes: ii= 1 − x, 2 − y, 1 − z; iii= 2− x, 1− y, 1 − z; iv= 1 + x, y, z; v = −1+ x, y, z.
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