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A 3D porous framework [Coz(p,-OH)4(1);]-2H,0 (I = hypoxanthine)
with two types of 1D channels possess excellent catalytic ability
for the selective oxidation of cis-cyclooctene.

Porous coordination polymers (PCPs) or metal-organic frame-
works (MOFs) with designable framework structures have
attracted great attention from both industry and academia®
due to their potential applications as functional solid
materials in the fields of fuel gas storage,” catalysis® magnet-
ism* and separation.” Notably, the size, shape, dimensions
and surface functionality of the nanochannels can be systema-
tically tuned by changing the combination of organic ligands
and metal ions."”® In this field, Yaghi,” Kitagawa,® Long,’
Férey,'® Zhou,"" Chen'” and Qiu'® et al. have reported much
work and gained fruitful results, in which various PCPs/MOFs
were wildly investigated covering adsorption, separation,
polymerization as well as heterogeneous catalysis.

Catalysis is a core issue of chemistry and plays a significant
role in current chemical industry, as well as environmental
and energy problems. Furthermore, oxidation is an important
method for the synthesis of chemical intermediates in the
manufacture of high-tonnage commodities, high-value fine
chemicals, agrochemicals and pharmaceuticals. The introduc-
tion of catalytic systems using oxygen from air is preferred for
‘green’ processing. Alkene selective oxidation has attracted
much attention because of the related products of epoxides
are valuable and resourceful commercial intermediates. For
example, many kinds of catalysts (such as hybrid-POMs,"
T-molecular sieves,"”> metal porphyrins,'® Au, Co, Fe, Ti, Ru,"”
high-valence metal-organic compounds (Mo(vi), W(vi), and
Re(vir) complexes),'® and carbon and silicon nanoparticles)'
have been developed for the selective oxidation of
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cis-cyclooctene. However, they usually suffer from low conver-
sion efficiency, unsatisfactory selectivity and poor stability of
catalyst.'®

The activity and selectivity of a catalytic reaction can be
tuned by varying the size, composition and morphology of in-
organic-solid catalysts. Besides those inorganic species, PCPs/
MOFs can also act as important catalysts, which are similar to
heterogeneous catalysts and also allowed for easier post-reac-
tion separation and recyclability than homogeneous catalysts.
General speaking, in heterogeneous catalysis, PCPs/MOFs
usually act as the carriers for an active mass, fix the catalyti-
cally active species, and realize the formation and stabilization
of coordination species in the framework.>*>* Although PCPs/
MOFs could be used as catalysts with high catalytic activity in
various reactions*>*****"?® (such as, cyanosilylation, hydrogen-
ation, polymerization, oxidation, and isomerization), there still
lacks the studies on their application in hydrocarbon selective
oxidation reactions (using +-BuOOH as oxidant).?

Here we report a 3D PCP, namely [Cos(p,-OH),(I),]-2H,O0
(compound 1, I = hypoxanthine; this structure was also
reported in ref. 29), exhibiting an unprecedented 3D porous
framework containing two types of 1D channels running along
¢ axis. In ref. 29, the magnetism property of compound 1 is
fully investigated, while here we studied the catalytic ability of
compound 1. The catalytic experiments showed that com-
pound 1, directly used as heterogeneous catalyst without any
supports, indeed possesses excellent catalytic ability for the
selective oxidation of cis-cyclooctene (34.84% conversion based
on cis-cyclooctene and 87.71% selectivity for epoxycyclooctane).

In our experiments, [Coz(p-OH),(I),]-2H,O (1) was syn-
thesized under hydrothermal conditions by using a mixture of
Co(OAC),-4H,0, hypoxanthine, NaOH aqueous solution and
distilled water at 130 °C for 4 days. Crystal structure analysis
reveals that compound 1 consists of three Co" ions, two hypo-
xanthine anions, four p,-OH anions, and two water molecules
(Fig. 1a). In compound 1, there are two crystallographically
independent atoms (Col, Co2), which exhibit two kinds of
coordination geometries. The Col atoms display distorted
octahedral geometry of [Co()N,0,], being coordinated by two
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Fig. 1 (a) Ball-stick view of the asymmetric unit of 1. (b, ¢) Stick and polyhedral
view of the 1D Co—-O-Co chain running along the c axis. (d) Stick and polyhedral
view of the 3D porous framework. (e) The novel (3,8)-connected network with a
(3.5%)(3.4%57.6"".7%) topology. (f) The left- and right-handed helical water
chains along the c axis.

oxygen atoms from two hypoxanthine ligands and two aqua
ligands in the equator plane, as well as two nitrogen atoms
from two hypoxanthine ligands at the axial sites. Whereas
each Co2 center is ligated by one oxygen atom of hypoxanthine
ligand and three aqua ligands to complete a distorted octa-
hedral geometry of [Co)N,O,4]. In 1, each [Co;)N,O,] octa-
hedral is connected to two [Co(;N,O,] octahedrals in ABA
sequence by edge-sharing oxygen atoms (O1lw, 09) to form a
trinuclear cobalt cluster, which are further connected to each
other by edge-sharing oxygen atoms (O2w, O2w') mode to form
an infinite 1D Co-O-Co chain running along the ¢ axis (Fig. 1b
and 1c). The adjacent 1D chains are further interconnected by
the hypoxanthine ligands to produce a 2D layer in the bc plane
(Fig. S17). Simultaneously the hypoxanthine ligands act as liga-
ments to join the adjacent 2D sheets together, generating a 3D
porous network (Fig. 1d and Fig. S27). Further detailed struc-
tural analysis show that two types of 1D channels are present
within the framework. As shown in Fig. 1d and 1e, the typical
regular square (type-A and type-B) channels exhibit the sizes of
11.2 x 11.2 and 8.5 x 8.5 A, respectively.

Another note worthy aspect of 1 is the helical chains
formed with free water molecules (O3W). The adjacent water
molecules, located in the type-A channel, are bonded to each
other through hydrogen bonding (O3W---H3B---O3W = 2.856(8)
A) to produce left- and/or right-handed helical water chains
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with a pitch of 8.45 A along the ¢ axis (Fig. 1f), in which the
O3W molecule acts as an acceptor as well as a donor. Here
water-water interactions are important for the stability of the
overall structure. Moreover, such water chains have attracted
much interest due to the occurrence in many fundamental bio-
logical processes.** >

From a topological perspective, each hypoxanthine ligand is
linked to three trinuclear cobalt clusters that can be reduced
to a three-connected node; each trinuclear cobalt cluster is sur-
rounded by six hypoxanthine ligands and two other trinuclear
cobalt clusters that can be simplified as a eight-connected
node (Fig. S37). Therefore, the 3D porous framework can be
rationalized as a binodal (3,8)-connected network with a
(3.5%)(3*.4%.57.6"1.7%) topology (Fig. 1e).

Based on the TG analyses (ESIT), the crystal sample was
dried under a high vacuum at 150 °C for 10 h to remove the
lattice water. For 1, PLATON®? analysis shows that the effective
free void is about 30.7% of the crystal volume (1114.8 A® out of
the 3634.1 A® unit-cell volume). In order to testify the porous
structure of 1, the N, and CO, sorption isotherms were per-
formed at 77 and 195 K on the activated samples, respectively.
The adsorption isotherms of N, and CO, display a steep rise at
the low relative pressure region, and the isotherms can be cate-
gorized as type I, indicating a typical physisorption process of
a microporous material. As shown in Fig. 2a, the activated
sample 1 adsorbs N, and CO, of 237.4 and 160.4 cm?® g™' at
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Fig. 2 (a) Nitrogen and carbon dioxide adsorption-desorption isotherms of 1

at 77 and 195 K, respectively. (b) Thermal variation of yy and ymT for 1. Insert:
plot of thermal variation of y~" for 1.
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1 atm, respectively. The selective adsorption behavior of N, over
CO, is attributed to there being no large polarizability and
quadrupole moment of CO, interacting with the hydrophobic
pore surface and can not make a contribution to the potential
energy of adsorption.

The structural motif of the framework consists of the in-
finite 1D Co—-O-Co chain formed by the trinuclear cobalt clus-
ters, in which the [Co(;)N,04] octahedra are connected to two
[Co(2)N,04] octahedra by edge-sharing oxygen atoms. There-
fore, the magnetic susceptibility of 1 is further investigated
over the temperature range 2-300 K at an applied field of
1 kOe and is shown as y\T and yy versus T plots in Fig. 2b. At
300 K, the yuT value of 9.353 cm® K mol ™" (8.650u3) is much
higher than the spin-only value of 0.439 cm® K mol™" (1.874u3)
expected for one isolated Co™ ion (S = 3/2, g = 2.0), which can
be ascribed to the strong orbital contribution to the magnetic
moment of Co" centers.*** Upon cooling, the yuT value
decreases monotonically and tends to zero at low temperature
(the yT value of 0.439 cm® K mol™" at 2 K), while the yy value
increases to a rounded maximum of 0.548 cm® mol™ at ca.
9.5 K and then drops rapidly. The Curie-Weiss fitting of 1/yy
in the temperature range of 10-300 K gives a good result with
C =9.678 cm® K mol ™" and 0 = —11.191 K. X.-M. Zhang et al.
have done a detailed study on the magnetism property of 1,
which shows rare metamagnetic behavior.*”

Considering that cobalt plays an important role in current
petrochemical and plastic industries, as both a hetero and
homogeneous catalyst.*>>° In the following experiments, the
catalytic performance of 1 for the selective oxidation of cis-
cyclooctene is further studied, cis-cyclooctene (10 mL) and as-
fabricated catalysts (compound 1, 20 mg) were added to 50 mL
round bottom flask with water condenser and continuous
magnetic stirring. Then 0.5 mL tert-butyl hydroperoxide
(TBHP), used as initiator, was added dropwise to the system
free of solvent. At last, the mixture was stirred under relatively
mild conditions (80 °C, 24 h, and atmospheric pressure). The
oxidation products were analyzed by gas chromatography (GC)
and gas chromatography-mass spectroscopy (GC-MS). The cata-
lytic ability of 1 was investigated for oxidation of cis-cyclo-
octene in the absence of solvent using TBHP as radical initiator
and oxygen (in air) as oxidant at 80 °C (Scheme S1t). The
detailed conversion of cis-cyclooctene and selectivity of oxi-
dation products are shown in Table S1.T Fig. 3 demonstrates
the catalytic performance of 1 for the selective oxidation of
cis-cyclooctene, which reveals that the percentage of conversion
and the selectivity reach 17.97% and 80.78% after 12 h,
respectively. After 24 h reaction, high conversion efficiency of
34.84% and high selectivity up to 87.71% are achieved simul-
taneously. Both the conversion of cis-cyclooctene and the
selectivity of epoxycyclooctane increase with time going. At the
same time, the selectivity of 1,2-cyclooctanediol falls to 3.71%
from 11.47%. Similarly, the selectivity of cycloocten-2-one falls
to 7.82% from 14.41%.

In our followed catalytic experiments, after the first catalytic
run, the catalyst (compound 1) was separated from the reac-
tion solution, washed several times with dichloromethane to
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Fig. 3 The relationship between the conversion of cis-cyclooctene/selectivity of
different products and reaction time with compound 1 as catalyst.

remove the physisorbed molecules, dried and reused in
another catalytic cycle. A series of catalytic experiments
suggested that, as catalyst, compound 1 was stable (X-ray
powder diffraction patterns, XRPD, see Fig. S5t) and still kept
catalytic activity (with nearly constant conversion and selecti-
vity, see Fig. S6T) after five catalytic cycles. Further blank reac-
tions (i.e., without catalyst) did not result in any epoxide and/
or other products being produced. Moreover, the filtrate solu-
tion test (additional 24 h reaction after removing the com-
pound 1 from the reaction medium) showed no catalytic
activity, which indicated that the leaching does not seem to
play an important role in present systems.’® All above-men-
tioned catalytic experiments show that compound 1 indeed
acts as a heterogeneous catalyst in the present catalytic system.

Based on all above results and discussion, we propose the
mechanism of this catalytic reaction as follows. In compound
1, the divalent cobalt ions have been coordinated with waters
that can be readily removed, which retain free coordination
sites that are readily accessible for oxidants and/or active site
for the generation of radicals (such as active oxygen radicals)."®
Also, TBHP acts as a free radical initiator with oxygen in air as
the oxidant, while the C=C bond is directly oxidized by a per-
oxide species generated from the radical initiator and oxy-
gen.’*1°? Here we also need to further point out that, the
present catalyst system is endued with the structure tunable
ability, and then their catalytic abilities may further be
improved by using different organic ligands (1,3,5-benzene-
tricarboxylate acid, terephthalic acid etc.) and metals (Cu, Zn,
Mn etc.).

In summary, a 3D porous framework with two types of 1D
channels has been constructed by the hypoxanthine ligand
and cobalt salt. The catalytic experiment indicates that com-
pound 1, directly used as a heterogeneous catalyst without any
supports, possess excellent catalytic ability for the selective oxi-
dation of cis-cyclooctene. Considering that there are a large
number of possible organic ligands and metal ions that can be
used in this synthetic strategy, the results presented here may
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open a promising route for the design and fabrication of other
novel PCPs/MOFs with high catalytic performance.
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