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1- and 2-Tetrazolylacetonitrile (1- and 2-TAN) have been
synthesized by the reaction of chloroacetonitrile with 1H-
tetrazole under basic conditions. They further were reacted with
sodium azide in the presence of zinc(II) chloride to form 5-((1H-
tetrazol-1-yl)methyl)-1H-tetrazole (1-HTMT) and 5-((2H-tetrazol-
2-yl)methyl)-1H-tetrazole (2-HTMT). The nitrogen-rich com-
pounds have been applied as ligands for Energetic Coordina-
tion Compounds (ECCs) and show interesting coordinative
behavior due to different bridging modes. The structural
variability of the compounds has been proved by low-temper-

ature X-ray analysis. The ECCs were analyzed for their
sensitivities to provide information about the safety of handling
and their capability to serve as primary explosives in detonator
setups to replace the commonly used lead styphnate and azide.
All colored ECCs were evaluated for their ignitability by laser
initiation in translucent polycarbonate primer caps. In addition,
the spin-crossover characteristics of [Fe(1-TAN)6](ClO4)2 were
highlighted by the measurement of the temperature-depend-
ent susceptibility curve.

Introduction

Nitrile groups are versatile functionalities, which are of great
interest for synthetic chemists. They allow the preparation of
amines and aldehydes by reduction,[1] the formation of amides
or carboxylic acids,[2] ketones and tertiary amines by reaction
with metal-organic Grignard reagents,[3] as well as tetrazole
moieties by 1,3-dipolar cycloadditions.[4] In addition, the nitrile
function allows the formation of coordination compounds with
a broad range of transition metals.[5] By combining this easily
available side chain functionality with the coordinative behavior
and high enthalpy of formation of the tetrazole ring, 2-(1H-
tetrazol-1-yl)acetonitrile and 2-(2H-tetrazol-2-yl)acetonitrile (1-
and 2-TAN) can be formed and used for complexation of
transition metals.[6] This enables the formation of high-nitrogen
Energetic Coordination Compounds (ECCs) with high positive
heats of formation. Due to their slightly different donor sites,

they might be characterized as Janus Head ligands.[7] This allows
the adjustability of the composition of the ECC, due to the
increase of coordination of the less favored site upon the
reduction of equivalents used. While in other cases the goal of
the Janus Head ligand is to combine functional groups that
allow coordination to different cations on the two sites and
hereby achieve e.g. catalytic activity, the idea of the TAN
ligands was to improve and study the ligand to anion ratio in
the ECCs.[8] By adding the possibility to coordinate to the
tetrazole ring as well as the nitrile function, different stoichio-
metric relations of ligand and oxidizer in the ECCs, and
therefore beneficial properties, might be obtained.[9] Figure 1
shows examples of CHN-based tetrazole ligands, which have
been previously applied in ECCs. For these cases, only ligand-to-
perchlorate ratios of 3 : 1 were obtained by complexation of
Cu(II)-, Fe(II)- and Zn(II)-perchlorate.

This work seeks to introduce 1- and 2-TAN as building
blocks for ECCs with the possibility to alter the coordination
mode and observe the desired impact on the energetic
properties. In addition, previous publications have shown the
possibility of creating acidic C-linked tetrazoles, which are
derived from nitrile functionalities and can be used for the
formation of energetic salts.[6a,11] Therefore, ring-closure of
respectively 1- and 2-TAN was performed to obtain 5-((1H-
tetrazol-1-yl)methyl)-1H-tetrazole (1-HTMT) and 5-((2H-tetrazol-
2-yl)methyl)-1H-tetrazole (2-HTMT). Those two molecules pos-
sess high nitrogen contents of above 70%. Furthermore, they
allow for different bridging modes between metal centers and
the ratio of ligand to additional anion compared to the N,N-
ditetrazolylmethane ligands, which have successfully been
applied in primary explosives and for laser initiation.[12]
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Results and Discussion

Synthesis

The two ligands of interest (1- and 2-TAN) were obtained by a
chloride-tetrazolate exchange reaction. As seen in Scheme 1,
the reaction was performed in a mixture of acetonitrile and
acetone (5 :1) to exploit the solvent dependent stabilization,
and therefore obtain equal amounts of both isomers.[13] After
the reaction, purification was conducted by column chromatog-
raphy in EtOAc/iHex (1 : 1) to obtain a moderate overall yield of
68%. Both compounds were obtained as yellow liquids,
however samples of 1 crystallized after several weeks of storage
at 4 °C. Therefore, the crystal structure and melting point could
be obtained.

One important goal of the research on ECCs is their
potential to serve as replacements for lead azide and lead
styphnate in detonators and primer caps. The main reason for
this is the toxicity of lead.[14] The need for replacements was
further manifested in the restrictions on the use of both
substances, which were enacted by the European Union.[15]

Promising candidates as successors of lead azide and lead
styphnate, that are known to literature, are ECCs based on
copper(II) azide.[16] Attempts to prepare copper(II) azide com-
plexes with 1 and 2 lead to impure products according to
elemental analysis. Therefore, layering experiments were con-
ducted to investigate the possible species. A solution of sodium
azide and ligand in water was separated from an ethanolic
solution of copper(II) chloride by a 1 :1 mixture of ethanol and
water. The slow mixing of the layers leads to the formation of a
single crystal in the case of the 1-TAN ligand. Single crystal
analysis revealed the formation of 5-((1H-tetrazol-1-

yl)methyl)tetrazol-1-ide as one of the products, most likely in a
copper-catalyzed manner. To investigate the behavior of this
anion further, the neutral compounds were prepared by zinc-
catalyzed click chemistry as proposed by Demko and Sharpless
(Scheme 2).[17] The obtained 5-((1H-tetrazol-1-yl)methyl)-1H-tet-
razole (1-HTMT) and 5-((2H-tetrazol-2-yl)methyl)-1H-tetrazole (2-
HTMT) were analyzed concerning their energetic properties and
applicability of their anions for the formation of ECCs.

1- and 2-TAN were applied in coordination compounds of
different transition metal perchlorates and copper(II) nitrate.
Transition metals which are known for their high toxicity levels
like chromium, cobalt and nickel were excluded.[18] An overview
of successful complexation attempts is given in Scheme 3.
Attempts of complexation with Mn(ClO4)2 · 6 H2O were discarded
due to the formation of MnO2 within one day. Complexation of
most perchlorates with 2 did not lead to a solid product and
were therefore of no interest for this work.

Scheme 4 shows the ECCs of 1-TAN with copper salts of
nitroaromatic anions. To obtain those, the respective nitro-
phenol (H3TNPG: trinitrophloroglucinol, H2TNR: styphnic acid,
HPA: picric acid, H2TNO: trinitro� orcinol) was combined with
basic copper carbonate and water and heated to 80 °C until a
clear solution was obtained. To these solutions, the ligand was

Figure 1. Examples of previously published mono-tetrazole ligands as building blocks for energetic coordination compounds which are based on CHN
including their gas-phase enthalpies of formation.[10]

Scheme 1. Synthesis of 1- and 2-tetrazolylacetonitrile.
Scheme 2. Formation of 1- and 2-HTMT by zinc-catalyzed tetrazole-ring
closure to the nitrile groups of 1- and 2-TAN.
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added under stirring. After stirring for 10 minutes at 80 °C, the
solution was allowed to cool to room temperature. Since the
usual coordination pattern of the copper(II) trinitrophlorogluci-
nate complexes involves four ligands and coordination by the
nitroaromatics hydroxides, there might be possible side species
along the structure that was observed by single crystal X-ray
diffraction. Unlike expected, 1-TAN functions as a bridging
ligand in 16, allowing for a ratio of copper, anion, and ligand of
1 :1 : 1.

As seen in Scheme 5, the copper(II) trinitrophloroglucinate
complex that was produced from 2-TAN showed some irregu-
larities as well. The nitrile functionality of the ligand was
hydrolyzed, and 2-(2H-tetrazol-2-yl)acetamide (2-TAA) was in-

corporated instead, which lead to impurity according to
elemental analysis.

Scheme 6 shows that copper(II) azides with both, azide and
tetrazolate anion were formed by deprotonation of 3 or 4 in the
presence of sodium azide, followed by subsequent addition of
copper(II) sulfate pentahydrate in aqueous solution. Species 23
was also obtained from 1-TAN by attempting the formation of
[Cux(N3)2x(1-TAN)y], as mentioned in Scheme 2. Copper(II) azides
with additional negative anions that have recently been
published, proved their thermal stability and were tested as
sensitive in levels which appear to be interesting tradeoffs
between performance and handling.[19]

Crystal Structures

All compounds, except for 2, which was only obtained as a
liquid, 15, 21 (low crystal quality) and 24, which precipitated as
an amorphous solid, were analyzed by low-temperature X-ray
diffraction analysis.[20] Structures were solved using the Olex2
software suite[21] using SHELXT[22] and refined using the full-
matrix least squares method on F2 by SHELXL.[23] Graphical
illustration of the solved structures was performed using
DIAMOND4,[24] showing non-hydrogen atoms as thermal ellip-
soids at 50% probability level and hydrogen atoms as small
spheres of arbitrary radius. Crystal structures, that are not
shown in this section can be found in the Supporting
Information. Figure 2 shows the crystal structures of the nitro-
gen-rich ligands a) 1-TAN, b) 1-HTMT, and c) 2-HTMT. While 1
(P212121) and 3 (Pbca) crystallized in orthorhombic space
groups, 4 was obtained in the monoclinic space group Cc.
Recalculation of the X-ray densities to room temperature results
in densities of 1.50 gcm� 3 for 1-TAN and close to 1.60 gcm� 3 for
both 1-HTMT and 2-HTMT. These densities were used for the
calculation of the detonation parameters by EXPLO5.[25] The
copper(II), iron(II) and zinc(II) coordination compounds showed
coordination patterns in form of distorted octahedrons. In the
cases of [Fe(1-TAN)6](ClO4)2 and [Zn(1-TAN)6](ClO4)2 the devia-
tion from a perfect octahedron can be found in the angles
between the coordination bonds, which slightly differ from 90°,
while all coordination bonds show similar length due to the
high symmetry of the trigonal R� 3 space group in which both
crystallized. Figure 3 shows the difference in the structure of
[Fe(1-TAN)6](ClO4)2 a) below and b) above the temperature at
which the spin-crossover (SCO) was observed. Since both

Scheme 3. Complexation of transition metal perchlorates and nitrates with
1- and 2-TAN.

Scheme 4. ECCs with nitroaromatic anions that contain the 1-TAN ligand.

Scheme 5. ECCs derived from the 2-TAN ligand with nitroaromatic anions.
Scheme 6. Copper(II) azides 23 and 24, with the tetrazolate anions 1-TMT
and 2-TMT.
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structures were obtained by measurement of the same single
crystal, the structural changes, such as the shortened coordina-
tion bond, can be seen as a result of the SCO.

The structural variety increases in the case of the three
differently coordinated copper(II) perchlorates [Cu(1-
TAN)6](ClO4)2 (5), [Cu2(1-TAN)8(μ-1-TAN)2](ClO4)4 (6) and
[Cu(2-TAN)2(μ-2-TAN)2](ClO4)2 (11). Crystallization of 5 occurs in
the triclinic space group P� 1 with three formula units per unit
cell. The coordination sphere (Figure 4) shows the typical Jahn-
Teller elongation distortion, that is expected for the d9-case.

By reducing the amount of ligand that is used to five
equivalents, [Cu2(1-TAN)8(μ-1-TAN)2](ClO4)4 is formed. The struc-
ture of the coordination sphere is displayed in Figure 5. For
reason of clarity the non-coordinating perchlorate anions are
not shown. The compound crystallized in the triclinic space
group P� 1 with one formula unit per unit cell. Both, the angles
and the coordination bond lengths describe two highly
distorted octahedra which are bridged by two 1-TAN ligands
via the nitrogen atoms in 3- and 4-position of the tetrazole ring.
The N8i� Cu bond of these bridging ligands shows an especially
increased bond length of 2.831 Å, clarifying the occupation of

the z2-axis together with a terminal tetrazole ligand (2.260 Å).
The ligand’s substituents take up positions in which they avoid
steric interaction by stacking like saw teeth.

[Cu(2-TAN)2(μ-2-TAN)2](ClO4)2 (Figure 6) demonstrates yet
another coordination mode of the tetrazolylacetonitrile ligands.
Since the bridging capabilities of the tetrazole ring are majorly
influenced by the steric demand of the side-chain, the 3-
position of the tetrazole ring is blocked in 2-TAN. This allows for
the nitrile’s coordination to the copper center in the elongated
z2-axis, while the tetrazole rings occupy the xy-plane. Ultimately,
a two-dimensional coordination polymer is formed. As ex-
pected, the densities of the three copper perchlorates [Cu(1-
TAN)6](ClO4)2, [Cu2(1-TAN)8(μ-1-TAN)2](ClO4)4, and the polymeric
ECC [Cu(2-TAN)2(μ-2-TAN)2](ClO4)2 increase with increasing con-
nectivity between the copper(II) centers from 1.654 (5), over
1.719 (6) to 1.777 gcm� 3 (11) recalculated to room temperature.

Figure 7 shows the coordination structure of [Ag(ClO4)(μ-1-
TAN)] (10) in which each molecule of 1-TAN coordinates to
three silver(I) centers. The polymeric structure is completed by
coordination of the perchlorate anions. In combination, a 3D-
polymeric network is formed. 10 crystallizes in the monoclinic
space group C2/c with a high density of 2.539 gcm� 3 at the
measurement temperature of 123 K. The high density of the
polymeric network, in combination with the heavy silver(I)
cations and the ideal ratio of ligand to perchlorate, that, in
theory, allows for the formation of gaseous N2, CO, H2O and HCl
next to elemental silver as the only solid product, are a good
prerequisite for a high-performing primary explosive.

In contrast, [Ag(μ-2-TAN)2](ClO4) (12) crystallizes in the
monoclinic space group P2/c with a significantly lower density
compared to 10. The density of 2.159 gcm� 3 at 123 K can again
be explained by the polymeric network. Unlike 1-TAN, 2-TAN
can only bridge between two silver(I) centers. This leads to the
formation of a 1D-polymeric chains, which are intercalated by
disordered perchlorate anions (Figure 8). This reduces the space
filling of the structure compared to [Ag(ClO4)(μ-1-TAN)]. In

Figure 2. Crystal structures of a) 1-TAN, Selected bond lengths [Å]: N1� N2 1.3477(16), N5� C3 1.1398(16), N1� C1 1.3356(18), C2� C3 1.4710(16), N1� C2
1.4559(16), N2� N3 1.2972(17), N3� N4 1.3654(16), N4� C1 1.3136(19); Selected bond angles [°]: N2� N1� C1 108.71(11), N5� C3� C2 179.03(14), N2� N1� C2
121.85(10), C1� N1� C2 129.26(11), N1� N2� N3 105.90(10), N2� N3� N4 111.02(11), N3� N4� C1 105.42(12), N1� C1� N4 108.96(13), N1� C2� C3 110.80(10); b) 1-
HTMT, Selected bond lengths [Å]: N1� N2 1.3405(17), N1� C1 1.3353(18), N1� C2 1.4713(17), N5� N6 1.3413(19), N5� C3 1.3378(17), N8� N7 1.3531(18), N8� C3
1.3229(18), N2� N3 1.303(2), N6� N7 1.306(2), N4� N3 1.345(2), N4� C1 1.3235(19), C3� C2 1.4850(19); Selected bond angles [°]: N2� N1� C2 121.86(12), C1� N1� N2
108.52(12), C1� N1� C2 129.61(13), C3� N5� N6 108.70(13), C3� N8� N7 105.64(12), N3� N2� N1 106.09(12), N7� N6� N5 106.10(12), N6� N7� N8 110.93(12),
C1� N4� N3 105.60(13), N5� C3� C2 126.69(13), N8� C3� N5 108.63(12), N8� C3� C2 124.68(12), N2� N3� N4 111.13(12), N4� C1� N1 108.65(14), N1� C2� C3
110.81(11); c) 2-HTMT, Selected bond lengths [Å]: N5� N6 1.342(3), N5� C3 1.328(3), N2� N3 1.312(3), N2� N1 1.330(3), N2� C2 1.456(3), N8� N7 1.359(3), N8� C3
1.318(3), N6� N7 1.298(3), N3� N4 1.321(3), N1� C1 1.325(3), N4� C1 1.341(3), C3� C2 1.494(3); Selected bond angles [°]: C3� N5� N6 109.04(19), N3� N2� N1
114.40(19), N3� N2� C2 122.50(19), N1� N2� C2 123.08(18), C3� N8� N7 105.96(18), N7� N6� N5 106.19(18), N6� N7� N8 110.41(18), N2� N3� N4 105.92(19),
C1� N1� N2 100.77(18), N3� N4� C1 105.79(19), N5� C3� C2 126.92(19), N8� C3� N5 108.39(18), N8� C3� C2 124.67(19), N2� C2� C3 110.77(17), N1� C1� N4 113.1(2).

Figure 3. Crystal structures of [Fe(1-TAN)6](ClO4)2 at a) 93 K; Selected bond
lengths [Å]: Fe1� N4 1.9925(17); Symmetry codes: (i): � y, x� y, z; (ii): � x+y,
� x, z; (iii): � x, � y, 1� z; (iv): y, � x+y, 1� z; (v): x� y, x, 1� z; (vi): 1� y, x� y, z;
(vii): 1� x+y, 1� x, z; and b) 193 K; Selected bond lengths [Å]: Fe1� N4
2.1680(16); Symmetry codes: (i): 2� x, 1+x� y, z; (ii): 1+x� y, x, 1� z; (iii): 2� x,
2� y, 1� z; (iv): y, 1� x+y, 1� z; (v): 1� x+y, 2� x, z; (vi): � x+y, 1� x, z; (vii):
1� y, 1+x� y, z.
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addition, the ratio of ligand to perchlorate and therefore fuel to
oxidizer is increased compared to 10.

In summary, the 1- and 2-TAN ligands show coordinative
behavior as described in Figure 9. While 1-TAN can act as a
bridging ligand at two positions of the tetrazole ring and the
nitrile, 2-TAN only shows coordination at the 4-position of the
ring, in addition to the nitrile. This behavior was observed in
the cases of copper(II) and silver(I) perchlorates by low temper-
ature X-ray diffraction. For compound 15 a similar behavior is
estimated to lead to the composition [Cu(TNR)(μ-1-TAN)].

The structure of [Cu(N3)(1-TMT)] ·H2O (23), as seen in
Figure 10, was obtained by dissolving sodium azide and 1-TAN
in water. On top, a mixture of water and ethanol (1 :1) was

Figure 4. Coordination sphere of [Cu(1-TAN)6](ClO4)2. Selected bond lengths
[Å]: Cu1� N4 2.058(2), Cu1� N9 2.028(2), Cu1� N14 2.366(2), Cu1� N19 2.321(2),
Cu1� N20 2.054(2), Cu1� N26 2.027(2); Selected bond angles [°]: N4� Cu1� N9
89.34(8), N4� Cu1� N14 87.89(8), N4� Cu1� N19 91.12(8), N4� Cu1� N20
177.70(8), N4� Cu1� N26 91.00(8), N9� Cu1� N14 91.24(8), N9� Cu1� N19
86.56(8), N9� Cu1� N20 91.35(8), N9� Cu1� N26 178.56(8), N14� Cu1� N19
177.59(8), N14� Cu1� N20 89.90(8), N14� Cu1� N26 90.18(8), N19� Cu1� N20
91.12(8), N19� Cu1� N26 92.04(8), N20� Cu1� N26 88.37(8).

Figure 5. Coordination sphere of [Cu2(1-TAN)8(μ-1-TAN)2](ClO4)4. Selected
bond lengths [Å]: Cu1� N4 2.015(3), Cu1� N9 2.022(3), Cu1� N14 2.011(3),
Cu1� N19 2.034(3), Cu1� N24 2.260(3), Cu1� N8i 2.831(3); Selected bond
angles [°]: N4� Cu1� N9 87.75(12), N4� Cu1� N14 167.12(13), N4� Cu1� N19
90.01(12), N4� Cu1� N24 99.80(13), N4� Cu1� N8i 89.33(12), N9� Cu1� N14
89.08(12), N9� Cu1� N19 175.06(13), N9� Cu1� N24 93.72(12); Symmetry codes:
(i): 1� x, 1� y, 1� z.

Figure 6. Coordination sphere of [Cu(2-TAN)2(μ-2-TAN)2](ClO4)2. Selected
bond lengths [Å]: Cu1� N4 1.9976(17), Cu1� N9 2.0341(17), Cu1� N5ii

2.3442(19); Selected bond angles [°]: N4� Cu1� N9 89.11(7), N4� Cu1� N5ii

89.49(7), N5ii� Cu1� N9 88.01(7); Symmetry codes: (i): 2� x, 1� y, 1� z; (ii):
3/2� x, � 1/2+y, 1/2� z; (iii): 1/2+x, 3/2� y, 1/2+ z.

Figure 7. Coordination sphere of [Ag(ClO4)(μ-1-TAN)]. Selected bond lengths
[Å]: Ag1� N4 2.244(4), Ag1� N5i 2.356(5), Ag1� N3ii 2.348(4); Selected bond
angles [°]: N4� Ag1� N5 146.09(14), N4� Ag1� N3 121.50(15), N3� Ag1� N5
85.60(15); Symmetry codes: (i): 1/2+x, 1/2+y, z; (ii): 1/2� x, � 1/2+y, 1/2� z;
(iii): x, 1+y, z; (iv): � 1/2+x, � 1/2+y, z; (v): 1/2� x, 1/2+y, 1/2� z.
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poured, followed by an ethanolic solution of copper(II) nitrate
trihydrate. Slow diffusion of the separate phases leads to
formation of 23 as a green single crystal. The cyclization which
formed the 1-TMT anion might have taken place by copper
catalysis. Both, the tetrazolate and the azide anion bridge
between two copper(II) centers each in coordination modes
which have been previously described by the groups of Li and
Sañudo.[26] Hereby, two dimensional porous networks are
formed in which water was incorporated.

Energetic properties

The properties of the nitrogen-rich compounds 1–4 are listed in
Table 1. The enthalpies of formation of the condensed phases
were calculated using the atomization method of each room
temperature CBS-4M enthalpy. Further details about the
calculation are given in the Supporting Information. The
enthalpies of formation of each compound were used for
determination of the detonation parameters at the Chapman-
Jouguet point by EXPLO5 (V7.01.01.).[25b] In addition, using
CrystalExplorer, Hirshfeld calculations of compounds 1, 3 and 4
were performed to get an insight into the interactions with
neighboring molecules.[27] As expected, mainly stabilizing inter-
actions were observed. The results are shown in the Supporting
Information. To get an insight in the sensitivity of the ECCs,
thermal analysis was conducted by DTA (OZM DTA 551-EX) or
DSC (Mettler-Toledo DSC822e). Endothermic signals were
further investigated by TGA (Perkin Elmer TGA4000) and for
melting points with a Büchi B-540 device. A thermal stability of
above 150 °C is often considered as a necessity for primary
explosives.[28] This benchmark is reached for most of the
compounds, except for [Cu(1-TAN)6](NO3)2 (7), [Ag(μ-2-
TAN)2](ClO4) (12), [Cu(μ-1-TAN)(TNR)] (15), and [Cu(N3)(2-
TMT)] ·H2O (24). The impact and friction sensitivities were
obtained by applying the 1 of 6 method with BAM standard
devices. Electrostatic discharge values were measured with the
OZM XSpark10 device. These values clarify, that the ECCs should
be handled with extreme caution, as most of them are
categorized as very sensitive or sensitive to impact as well as

Figure 8. Coordination sphere of [Ag(μ-2-TAN)2](ClO4). Selected bond lengths
[Å]: Ag1� N4 2.239(4), Ag1� N5 2.446(4); Selected bond angles [°]:
N4� Ag1� N4ii 145.17(19), N4� Ag1� N5i 95.19(13), N4� Ag1� N5iii 111.29(16);
Symmetry codes: (i): 2� x, 1� y, 1� z; (ii): 2� x, y, 1/2� z; (iii): x, 1� y, � 1/2+z;
(iv): 2� x, 1� y, � z; (v): 1� x, y, 3/2� z.

Figure 9. Schematic overview of the coordinative behaviour of 1- and 2-TAN.

Figure 10. Crystal structure of [Cu(N3)(1-TMT)] ·H2O. Selected bond lengths
[Å]: Cu1� N1 1.990(3), Cu1� N5 1.993(3), Cu2� N6iii 1.997(3), Cu2� N1 1.992(3);
Selected bond angles [°]: N1� Cu2� N6iii 93.60(11), N1� Cu1� N5 93.54(11),
Cu1� N1� Cu2 114.32(13); Symmetry codes: (i): 1� x, � y, 1� z; (ii): � x, � y, 1� z;
(iii): � 1+x, y, z.

Table 1. Physiochemical properties of compounds 1–4.

1-TAN 2-TAN 1-HTMT 2-HTMT

Formula C3H3N5 C3H3N5 C3H4N8 C3H4N8

M [g mol� 1] 109.09 109.09 152.12 152.12

IS [J][a] >40 >40 10 15

FS [N][b] >360 >360 360 360

ESD [J][c] 1.5 – 1.0 0.5

Tendo/Texo [°C] 42/164 –/195 136/165 97/176

1 [g cm� 3] 1.50[d] 1.30[e] 1.62[d] 1.61[d]

N [%] [f] 64.20 64.20 73.66 73.66

ΔfH° [kJ mol� 1][g] 432.1 426.0 578.6 564.9

EXPLO5 V7.01.01

-ΔExU [kJ kg� 1][h] 3767 3844 3778 3691

Tdet. [K][i] 2703 2737 2715 2677

V0 [L kg� 1][j] 646 661 707 708

PCJ [kbar][k] 159 114 208 203

Vdet. [m s� 1][l] 6759 6202 7716 7636

[a] Impact sensitivity (BAM drophammer (1 of 6)). [b] Friction sensitivity
(BAM friction tester (1 of 6)). [c] Electrostatic discharge devise (OZM
XSpark10). [d] From X-ray diffraction analysis recalculated to 298 K. [e]
Pycnometrically determined. [f] Nitrogen content. [g] Enthalpy of
formation. [h] Energy of explosion. [i] Detonation temperature. [j] Volume
of detonation products (assuming only gaseous products). [k] Detonation
pressure at the Chapman - Jouguet point. [l] Detonation velocity.
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sensitive to friction according to the “UN Recommendations on
the Transport of Dangerous Goods”.[29] An overview of the
values is given in Table 2. By performing hot plate and hot
needle tests, an insight into the behavior of rapid heating in
open and confined environments is gained. While detonations
and sharp deflagrations indicate potential use as a replacement
of lead azide in detonator setups, which can be further tested
by priming tests, combustion or decomposition of the material
excludes the substance from potential use.

The capability of the promising substances to initiate PETN
was tested in detonator setups. Therefore, 200 mg of PETN with
a grain size below 100 μm was filled into a copper shell and
pressed by lowering a weight of 8 kg onto. The shell was then
placed on a copper witness plate. The substance of question
(50 mg) was filled loosely on top, and a type A igniter was
crimped to the top of the shell. Initiation was considered
successful if a hole in the witness plate was observed.
Incomplete initiation of PETN was observed in most tests,
leading to deformation of the shell, which was then stuck on
the witness plate. Only in the case of [Ag(ClO4)(μ-1-TAN)]
successful propagation of the detonation was feasible as seen
in Figure 11. This is especially interesting because of the facile
preparation. 1-TAN can be obtained without cost- and time-
consuming column chromatography by tetrazole ring closure
on the commercially available 2-aminoacetonitrile
hydrochloride.[30] Since TGA revealed the loss of water of
compound 23 at temperatures below 50 °C, it was dried at 80 °C

until no OH stretch was visible in the IR. It’s capability to initiate
PETN was tested in this setup in its hydrated and dried form. In
both cases the result was negative.

Additionally, all colored ECCs were tested for laser initiation.
Therefore, approximately 25 mg of substance were pressed into
translucent polycarbonate primer caps with a force of 1.5 kN.
The primer caps were then sealed by UV-curable adhesive and
tested for their reaction to irradiation with a single pulsed laser.
The InGaAs laser diode operates with a theoretical maximum
power output of 45 W at a wavelength of 915 nm. The sample
was placed in the focal distance of the optical lens and
irradiated according to the parameters seen in Table 3. The
irradiation of [Cu2(1-TAN)8(μ-1-TAN)2](ClO4)4 (6) and [Cu(2-

Table 2. Thermal stability and sensitivities to mechanical and electrical stimuli of compounds 5–24. Compounds 5a, 13 and 18 are excluded for purity
reasons.

Compound No. Tendo
[a] [°C] Texo

[b] [°C] IS[c] [J] FS[d] [N] ESD[e] [mJ] HP[f] HN[g]

[Cu(1-TAN)6](ClO4)2 5 – 173 <1 108 33 Def. Def.

[Cu2(1-TAN)8(μ-1-TAN)2](ClO4)4 6 – 177 <1 60 160 Def. Det.

[Cu(1-TAN)6](NO3)2 7 75 117 >40 >360 106 Dec. Dec.

[Fe(1-TAN)6](ClO4)2 8 – 188 2 60 33 Def. Def.

[Zn(1-TAN)6](ClO4)2 9 – 180 10 240 1080 Dec. Dec.

[Ag(ClO4)(μ-1-TAN)] 10 – 173 <1 1 5 Def. Def.

[Cu(2-TAN)2(μ-2-TAN)2](ClO4)2 11 – 190 <1 1.5 13 Def. Det.

[Ag(μ-2-TAN)2](ClO4) 12 – 67 <1 6 5 Def. Det.

[Cu(HTNR)2(1-TAN)2] 14 – 205 3 240 63 Def. Dec.

[Cu(μ-1-TAN)(TNR)] 15 – 143 2 160 63 Dec. Dec.

[Cu(PA)2(1-TAN)2] 16 – 170 2 >360 106 Comb. Dec.

[Cu(HTNO)2(1-TAN)2] 17 – 181 2 360 63 Dec. Dec.

[Cu(HTNR)2(2-TAN)2] 19 – 192 3 160 250 Comb. Dec.

[Cu(2-TAN)2(TNR)] ·0.5 H2O 20 – 170 2 >360 250 Def. Dec.

[Cu(PA)2(2-TAN)2] 21 – 194 3 >360 480 Comb. Comb.

[Cu(HTNO)2(2-TAN)2] 22 – 174 2 288 480 Comb. Dec.

[Cu(N3)(1-TMT)] ·H2O 23 – 208 <1 50 6 Det. Det.

[Cu(N3)(2-TMT)] ·H2O 24 – 128 <1 7.5 13 Det. Det.

[a] Onset temperature of endothermic event in the DTA or DSC (heating rate of 5 °C min� 1), indicating a melting point of the compound. [b] Onset of
exothermic event in the DTA or DSC. [c] Impact sensitivity (BAM drophammer (1 of 6)). [d] Friction sensitivity (BAM friction tester (1 of 6)). [e] Electrostatic
discharge devise (OZM XSpark10). [f] Hot plate test (det.: detonation, def.: deflagration, dec.: decomposition, comb.: combustion). [g] Hot needle test (det.:
detonation, def.: deflagration, dec.: decomposition, comb.: combustion). [h] Endo-to-exo-transition.

Figure 11. PETN initiation setup. Left: negative attempt with no damage to
shell or plate, right: positive initiation by 10.
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TAN)2(μ-2-TAN)2](ClO4)2 (11), with their improved ligand to
perchlorate ratio due to bridging, showed violent detonations.
Especially the comparison between [Cu(1-TAN)6](ClO4)2 (5),
which decomposes, and 6 is interesting since the minor
stoichiometric change leads to such a major difference in
performance. This discrepancy cannot be explained by differ-
ences of the thermal stabilities as both 6 and 11 show higher
decomposition temperatures than 5. Both, [Cu(N3)(1-TMT)] ·H2O
(23) and [Cu(N3)(2-TMT)] ·H2O (24) were used in only 10 mg
scale for the laser initiation to prevent damage to the setup by
their strong detonation that was observed during hot plate and
hot needle tests. The output, especially of 23, qualifies it as a
potent compound for laser-ignitable primer caps with moderate
sensitivities and high thermal stability.

Magnetic properties

Since a thermochromic effect of [Fe(1-TAN)6](ClO4)2 was ob-
served during the low-temperature X-ray diffraction analysis,
the magnetic properties of the coordination compound were
further investigated. Magnetization measurements were per-
formed with a Quantum Design Inc. physical property measure-
ment system, which is equipped with a vibrating sample
magnetometer. The sample was measured in a temperature
range of 2–300 K at a field of �30 kOe with the PPMS MultiVu
software package.[31] Figure 12 shows the temperature-depend-
ent spin-crossover behavior of the compound, which explains
the change of color from colorless at room temperature to
purple while cooling in the nitrogen stream. The difference

between the effective momentum μeff and the theoretical value
might be explained by the aging of the iron(II) perchlorate
hexahydrate and subsequent oxidation to iron(III).[32] Similar
observations have been reported for other thermally induced
switches from the high spin 5T2 to low spin 1A1 population in
octahedral iron(II) coordination compounds with different types
of ligands.[33] The bond lengths, that can be observed for the
Fe(II)� N coordination bond, show a clear reaction to the spin
crossover by shortening from 2.1680(14) Å at 193 K to

Table 3. Priming capability and laser ignitability results of the relevant ECCs.

Compound No. PETN initiation Laser parameters[a]

6 A, 1 ms, 4 V 7 A, 1 ms, 4 V 7 A, 15 ms, 4 V 10 A, 30 ms, 4 V

[Cu(1-TAN)6](ClO4)2 5 Neg. – – Dec. Dec.

[Cu2(1-TAN)8(μ-1-TAN)2](ClO4)4 6 Neg. Det. Det. Det. –

[Cu(1-TAN)6](NO3)2 7 – – – Dec. Dec.

[Fe(1-TAN)6](ClO4)2 8 – – – Comb. Def.

[Ag(ClO4)(μ-1-TAN)] 10 Pos. – – – –

[Cu(2-TAN)2(μ-2-TAN)2](ClO4)2 11 Neg. Det. Det. Det. –

[Ag(μ-2-TAN)2](ClO4) 12 Neg. – – – –

[Cu(HTNR)2(1-TAN)2] 14 – – – – Dec.

[Cu(μ-1-TAN)(TNR)] 15 – – – – Dec.

[Cu(PA)2(1-TAN)2] 16 – – – – Dec.

[Cu(HTNO)2(1-TAN)2] 17 – – – – Dec.

[Cu(HTNR)2(2-TAN)2] 19 – – – – Dec.

[Cu(2-TAN)2(TNR)] · 0.5 H2O 20 – – – – Dec.

[Cu(PA)2(2-TAN)2] 21 – – – – Dec.

[Cu(HTNO)2(2-TAN)2] 22 – – – – Dec.

[Cu(N3)(1-TMT)] ·H2O 23 Neg. Det. Det. – –

[Cu(N3)(2-TMT)] ·H2O 24 Neg. Det. Det. – –

[a] Operating parameters: voltage U=4 V, current I=6–10 A, pulse length τ=1–30 ms, theoretical maximal output power Pmax =45 W, wavelength λ=

915 nm (Det.: detonation, Def.: deflagration, Dec.: decomposition, Comb.: combustion, Neg.: negative).

Figure 12. Inverted plot of the molar magnetic susceptibility of [Fe(1-
TAN)6](ClO4)2 at a field strength of B ¼ 3 T . The two Curie-Weiss-Fits (cyan for
T < 125 K and red for T > 170 K) indicate effective magnetic moments of
meff ¼ 1:6676� 0:00303 mB below 125 K and meff ¼ 5:74723� 0:01407 mB

above 170 K.
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1.9925(15) Å at 93 K. Such changes of close to 0.2 Å have been
previously described for other examples in literature.[34]

Conclusions

The four nitrogen-rich ligands 1-TAN, 2-TAN, 1-HTMT and 2-
HTMT were successfully synthesized and applied to energetic
coordination compounds. A total of 21 ECCs was produced of
which 18 were analyzed by X-ray diffraction analysis, supporting
the structural variety of the coordination modes, which were
expected from the ligands. Hereby, it was possible to alter the
ratio of ligand to anion for the copper(II) perchlorates in a way
that allowed laser initiation at low energies. The case of
[Ag(ClO4)(μ-1-TAN)], which was used as a primary explosive to
initiate a charge of PETN, supports the idea, that structural
optimization of the ligand allows for an improvement of the
ratio of fuel to oxidizer and therefore the performance of an
energetic material. This is of special interest, since the ligand
can be produced relatively cost efficient from commercially
available chemicals. As a second, highly interesting ECC,
[Cu(N3)(1-TMT)] ·H2O was characterized as an option for ther-
mally and mechanically stable laser priming caps. Additionally,
the magnetic properties of [Fe(1-TAN)6](ClO4)2 were studied,
revealing a high-spin to low-spin transition below 170 K.
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2-(1H-Tetrazol-1-yl)acetonitrile (1-
TAN), 2-(2H-tetrazol-2-yl)acetonitrile
(2-TAN), 5-((1H-tetrazol-1-yl)methyl)-
1H-tetrazole (1-HTMT) and 5-((2H-
tetrazol-2-yl)methyl)-1H-tetrazole (2-
HTMT) were used as nitrogen-rich
ligands for energetic coordination
compounds (ECCs). The obtained
energetic materials were analyzed
concerning their physiochemical
properties, providing viable data on
the safety of handling. The properties
in laser-ignitable primers and in lead-
free detonator assemblies were
evaluated.
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