Synthesis and structures of two new 12-member ring crown-shaped

oxovanadium borophosphates
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Two new oxovanadium borophosphates have been hydro-
thermally synthesized; they are structural analogues and are
both constructed by [(VO);2{O3:POB(0),0PO0;}s]18—
12-member ring clusters with NH,4+ and K+ cations encapsu-
lated in the rings, respectively; an extended network of
hydrogen bonds between anions, cations and crystal water
molecules link the structures in three dimensions.

Template synthesis of novel compounds utilizing intrinsic host—
guest relationships has opened up a new field for chemists to
create microporous, host or cluster structures and hasresulted in
numerous novel metal phosphates with open frameworks.:-5
The current interest in vanadium phosphates derives from their
notable catalytic properties and structural diversity. Vanadium
can bind to oxygen in a variety of valences to form tetrahedra,
sguare pyramids, octahedraor large aggregates by condensation
of polyhedrathrough shared oxygen atoms. Template controlled
linking of these units has led to alarge number of oxovanadium
phosphates with open framework structures.® Notably the
successful  synthesis of [NHoMes]Ka[V10010(H20)-(0OH) 4
(PO4)]-4H,0 demonstrates that inorganic species can aso
mimic biologically relevant structures.” The three-dimensional
frameworks [HN(CH>CH5)3NH]K 1 35[ VsOg(PO4)2] -xH-O and
Cs3[V509(PO,)2] - XH,0 provide the largest cavities of open-
framework structures known up to now.8

While metal phosphates have been expansively exploited,
few reports on the synthesis of metal borophosphates have
appeared. The introduction of boron into the framework has
been proved to generate novel motifs and unique structures and
several microporous aluminoborates have been prepared.®
Recently the synthesis and structures of several new vanadium
borate clusters were reported? stimulating chemists to incorpo-
rate boron into further inorganic systems. CoB,Pz0io-
(OH)-CoH1oN2 was reported as the first microporous metal
phosphate.1! The synthetic M'M!(H,0),(BP>Og) (M! = Na, K;
Ml = Mg, Fe, Co, Ni, Zn),122 M'"[BPOs] (M!' = Ca, Sr),
Ba[BP3012],13 Zn[803PO4],14 COBP3014,15 Ln706(803)'
(PO4)2 (Ln = La, Nd, Gd, Dy)* and two mineral phases
MgsB2P-0g,17 MNBPO4(OH)el8 are also examples of bor-
ophosphates. Recently Zubieta et al. reported the synthesis and
structures of VOBOPO-1, a three-dimensional oxovanadium
borophosphate [HaNCH>CHoNHz]»(V O)s(H-0){ OzPO-
B(0),0PO3} 5] -1.5H,0° and VOBOPO-2, the first oxometa-
late borophosphate molecular cluster, (HsNCH,CHoNH3)o[Na-
(VO)10o{ HO3POB(0),0PO3zH} 5]-22.5H,0.20 More recently, a
borophosphate anion [NoCgH14] 2V O(POs0H) 4(B30z0H)-H,0
containing a single vanadium atom was reported.2 Never-
theless metal borophosphates are still relatively undevel oped.
Herein wereport the synthesis and structures of two 12-member
ring oxovanadium borophosphates, denoted VBP-J1 and VBP-
J2 (J = Jilin University), templated by triethylenetetraamine.

Compounds VBP-J1 and VBP-J2 were hydrothermally
synthesized using H3BO3 (99.5%), HaPO4 (85 wt%), NH4V O3
(99%), V205 (99%), KCl (99.5%) and triethylenetetraamine
(>95%) as the starting materials. Typical synthesis of VBP-J1
was performed asfollows: 1.0 g H3BOs, 3.4 g H3PO,and 1.9 g
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NH4V O3 were first dispersed into 20 ml water under vigorous
stirring. Then 1.6 g of triethylenetetraamine were added. The
final mixture was sealed in a40 ml Teflon-lined stainless steel
autoclave and heated at 180 °C for two days under autogenous
pressure. In the synthesis of VBP-J2, NH,V O3 was replaced by
0.75g V,0s and 2 g KCI. The blue rhombic crystals obtained in
both cases were filtered off, washed with water and dried at
room temperature. The products were characterized by powder
X-ray diffraction, IR, TG, chemica analysis (elemental ratio
2V :2P:B) and single crystal determinations. Single crystals of
VBP-JI (0.15 x 0.10 X 0.05 mm) and VBP-J2 (0.18 x 0.15 X
0.06 mm) were selected for structure analysis.:

VBP-J1 and VBP-J2 are bath constructed by 12-member ring
[(VO)1x{ OsPOB(0),0PO3} ¢]18— clusters which are charge
compensated by protonated triethylenetetraamine. An extended
network of hydrogen bonds between anions, cations and crystal
water molecules link the structures in three dimensions.

The asymmetric unit of VBP-J1 and VBP-J2 both contain six
vanadium atoms, six phosphorus atoms and three boron atoms
(Fig. 1). Thevanadium atomsare al coordinated by five oxygen
atoms to form square pyramids with one short vanadyl (V=0)
bond [1.593(5)-1.615(5) A]. The neighboring two vanadium
atoms form an edge-sharing binuclear unit, which shows an
anti-configuration of the vanadyl groups with respect to the
{V,0.} bridging group. Each binuclear unit is linked to four
PO, groups by four oxygen atoms. Bond valence calculations
give a bond valence for vanadium atoms of 4.22

The six phosphorus atoms are each coordinated by four
oxygen atoms. The P-O distances range from 1.486(6) to
1.576(6) A and the O—P-O angles lie between 106.4(3) and
113.0(3)°. In each PO, tetrahedron, two oxygen atoms are
shared with the VOs square pyramid and one oxygen atom is
shared with the BO, tetrahedron. The remaining oxygen atomis
unshared and pendant. Each of the boron atoms is coordinated
by four oxygen atoms with B-O distances in the range
1.430(9)-1.505(9) A. The BO, group shares two oxygen atoms
with the neighboring two PO, tetrahedra and forms a dense
{O3POB(0),0PO3} 7~ borophosphate unit. Similar {OzPO-
B(0),0OPOz} 7~ trimers have been found in VOBOPO-1,
VOBPO-2 and [N2CgH14] 2V O(PO30OH)4(B3030H)-H,0.19-21
The {BO,4} group contributes a us-bridging oxygen to each of
two neighboring binuclear {V,0,0} moieties. In this fashion
each { OsPOB(0),0PO3} 7— exhibits three-point attachment to
each of two binuclear {V,0s} sites. Thelinking of six {V 2010}
moieties and six borophosphate ligands produces the 12-mem-
ber ring structure with NH4* or K+ cations encapsulated in the
rings (Fig. 2). In VBP-J1, the NH4* cation is linked to the six
endo oxygen atoms of the vanadyl by hydrogen bonds. In VBP-
J2, the K+ cation is six-coordinated by the six endo oxygen
atoms of the vanadyl groups.

The ring diameters are 5.856(08A—-08B) x 5.411(O35A-
035B) x 5.560(022A-022B) A and 5.415(024-024A) x
5.415(010-010A) x 5.235(036-036A) A for VBP-J1 and
VBP-J12, respectively. Differences may be accounted for by the
difference of the ion diameter between NH,*+ (1.66 A) and K+
(144 A).

In conclusion, two new oxovanadium borophosphates have
been hydrothermally synthesized. They are structural analogues
and have a similar motif to VOBOPO-1 and VOBOPO-2.19.20
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Fig. 1 The asymmetric unit of VBP-J1.

Fig. 2 The 12-member ring clusters of (a) VBP-J1 with NH4* encapsulated
in the center and (b) VBP-J2 with K+ encapsulated in the center.

This successful synthesis leads to the possibility to synthesize
larger rings using larger cationsthan NH4+ and K+. Furthermore
the various vanadium oxygen polyhedrawith numerous linkage
forms of the vanadium oxygen polyhedra, boron oxygen
polyhedra and PO, tetrahedra are expected to lead to a variety
of oxovanadium borophosphates.
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Notes and r eferences

t Crysta] data: VBP-J1: CosH120BeN170g6P12V 12, M = 3071.15,
orthorhombic, Pbca, a = 21.454(11), b = 16.315(6), ¢ = 29.651(12) A, V
= 10378(8) A3,Z = 4,D, = 1.966gcm—3, T = 293(2) K, A = 0.7103 A,
u = 1.343mm-1; final R, = 0.0586, R, = 0.1708.

VBP-J2: CogH128B6KN2gOgsP15V 12, M = 3076.38, orthorhombic, Pbca,
a = 21.537(2), b = 16.2667(13), ¢ = 29.717(4) A, V = 10410.8(18) A3,

2220 Chem. Commun., 1999, 2219-2220

Z=4,D.=2027gcm3,T = 293(2) K, A = 0.7103A, u = 1.381mm-1;
final Ry = 0.0576, R, = 0.1540.

CCDC 182/1429. See http://www.rsc.org/suppdata/cc/1999/2219/ for
crystallographic filesin .cif format.
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