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Tuning the sensitivity of energetic materials has always been 

a research topic of interest. A lot of attention has been paid 

on changing the ligands previously in traditional high energy 

density materials (HEDMs). Recently, we have stepped 

further along this path by thinking from another angle-10 

changing the metal centre. Herein, we report 4 transition 

metal complexes with the ligands 1,5-diaminotetrazole, which 

have similar structures but drastically different sensitivities. 

These differences are apparently due to different metal 

centres. 15 

    High energy density materials (HEDM) based on nitrogen-rich 
complexes 1 have been used as energy-storage materials, 
propellants and explosives2. Current interest mainly lies in the 
development of HEDMs with increased energetic performance 
and decreased sensitivity1f, 3,4. Most previous research focused on 20 

tuning the ligands or anions to improve the sensitivity on the 
basis of these backbones, such as protonated ligands by strong 
acid (nitric acid or perchloric acid)5,6, methylated in acetontrile6 
or other azo groups1c, 7. However, little attention has been paid to 
the relationship between the metal centre and the impact 25 

sensitivity. Recently, we have found that the sensitivity can be 
controlled by changing the metal centres of the metal 1,5-
diaminotetrazole (DAT) perchlorate complexes. 
    1,5-diaminotetrazole (DAT) 4e, 5a, 8 and its derivatives have 
been described as a typical representation of highly energetic 30 

compounds. In the development of the lead-free primary 
explosives4e, 9, adding the DAT ligand introduces a new way of 
designing energetic materials. We have reported two crystalline 
perchlorate salts of Co and Cd DAT complexes before10, which 
are quite sensitive towards impact and friction stimuli 11. The lack 35 

of crystal water in the structures makes them promising primary 
explosives. However, due to the environmental unfriendliness of 
the heavy metal elements, we moved to investigate the first-row 
transition metals, by synthesizing [Mn(DAT)6](ClO4)2 and 
[Zn(DAT)6](ClO4)2, which have lower toxicity than 40 

[Cd(DAT)6](ClO4)2 but have higher sensitivity. It is noticeable 
that the four complexes have similar octahedron structures but 
exhibit very different sensitivities. Here we present the newly 
synthesized complexes, [Mn(DAT)6](ClO4)2(1), 
[Co(DAT)6](ClO4)2(2), [Zn(DAT)6](ClO4)2(3) and  45 

[Cd(DAT)6](ClO4)2(4). The synthesis method and the structures 
of these complexes are summarized in Figure 1. 

 
Figure 1. Structures of metal 1,5-diaminotetrazole perchlorate complexes 
([M(DAT)6](ClO4)2). 1) Crystal structure of [Mn(DAT)6](ClO4)2where 50 

hydrogen atoms are shown in capped sticks style. Selected bond lengths [Å]: 
Mn-N1 2.290(10), N1-C1 1.336(15), N1-N2 1.379(14), N2-N3 1.284(15), N3-
N4 1.365(14), N4-C1 1.343(15), N4-N5 1.389(14), N6-C1 1.332(16). 2) 
Crystal structure of [Co(DAT)6](ClO4)2. Selected bond lengths [Å]: Co-N1 
2.205(14), N1-C1 1.335(2), N1-N2 1.376(2), N2-N3 1.278(2), N3-N4 55 

1.359(3), N4-C1 1.343(2), N4-N5 1.393(2), N6-C1 1.323(3). 3) Crystal 
structure of [Zn(DAT)6](ClO4)2. Selected bond lengths [Å]: Zn-N1 2.218(11), 
N1-C1 1.332(2), N1-N2 1.373(2), N2-N3 1.274(2), N3-N4 1.355(3), N4-C1 
1.339(2), N4-N5 1.386(2), N6-C1 1.317(3). 4) Crystal structure of 
[Cd(DAT)6](ClO4)2. Selected bond lengths [Å]: Cd-N1 2.371(1), N1-C1 60 

1.326(2), N1-N2 1.373(2), N2-N3 1.280(2), N3-N4 1.361(2), N4-C1 1.334(2), 
N4-N5 1.390(2), N6-C1 1.333(2). 

    The single-crystal X-ray diffraction study was performed for 
the crystals obtained through hydrothermal method. All the four 
crystals belong to the trigonal syngony. 1 and 4 crystallize in the 65 

space group P 3 c1 while 2 and 3 crystallize in P 3 . All the metal 
centres are hexa-coordinated through a strong electrostatic 
interaction with the nitrogen atom of of DAT. Hexa-coordinated 
energetic complexes are unusual and are only found in the 
structures of traditional CP/BNCP (2-(5-Cyanotetrazalato) 70 

pentaammine cobalt/tetraammine-cis-bis(5-nitro-2H-tetrazolato-
N) cobalt) primary explosives.12 
    All the four complexes are shown in Figure 1. [Mn(DAT)6]

2+ 
has a distorted octahedron geometry. All the six Mn-N bond 
lengths are the same (2.290(10) Å). The dihedral angle between 75 

different tetrazole planes is close to 31.7°, resulting from the 
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steric effect from the bulky DAT groups. 
    The cases are similar for the other three structures of 
[Co(DAT)6]

2+, [Zn(DAT)6]
2+ and [Cd(DAT)6]

2+, which are 
distorted octahedrons as well (SI-Table S2). It should be noticed 
that hydrogen bonds play a quite important role in stabilizing the 5 

structures: the intermolecular hydrogen bonds form between 
amino groups and apical nitrogen atoms of DAT, while the 
intramolecular ones form between -NH2 and ClO4

-, which is 
similar to the structure of [Mn(DAT)6](ClO4)2. The DAT ligands 
interact with each other through different types of hydrogen 10 

bonds (see the packing diagrams in Figure S1) , which leads to 2-
D layered structures. (SI-Figure S2). 
    The decomposition of the four [M(DAT)6](ClO4)2 samples was 
investigated using DSC and TG-DTG techniques (Figure 2 and 
SI-Figure S4). 15 

    The decomposition of 1 is a three-step process. The first and 
most rapid of decomposition occurs from 200.4 to 279.9 °C 
where the peak is at 242.8 °C. TG-DTG measurements show that 
about 65.6 wt% DAT decomposes in this period which is close to 
its theoretical capacity of 70.3 wt%. (The IR spectrum of 1's 20 

residue at 279.9 °C: νN-H: 3324, 3256 cm-1; νC=N: 1322 cm-1; δN-H: 
1600 cm-1 suggesting the cleavage of tetrazole ring.) New bands 
at 1620, 1514, 1423, 1097 and 628 cm-1 indicate the existence of 
[-CO-NH-] polymer and Mn(ClO4)2. At the same time, 
Mn(ClO4)2 (νCl-O: 1097 cm-1) and MnCO3(νC=O&C-O: 1620, 1250 25 

cm-1) are detected. The continuous decomposition stage from 
279.9 to 388.8 °C is possibly related to the formation (2117 cm-1) 
of Mn(NCO)2 and the decomposition of Mn(ClO4)2 with the mass 
loss of 21.4 wt%. Upon further heating to 600 °C, some black 
residue can be observed with some gas products. The black 30 

residue is identified as a mixture of MnO and MnO2 based on IR 
data (SI-Figure S3, IR bands between 500 and 750 cm-1). 
    There are three steps in the whole decomposition of 2 as well. 
The first stage is exothermic, from 213.8 to 250.9 °C, with the 
peak at 229.9 °C. The weight loss is 58.8 wt% corresponds to the 35 

ring opening activity. The next two stages are exothermic at a 
temperature range from 250.9 to 347.2 °C and 502 to 600 °C 
where the corresponding mass loss is 26.8 wt% and. 8.57 wt%, 
respectively. The final products (9.31 wt%) is Co3O4 based on IR 
spectra of the residue. 40 

    For 3, a melting process starts at 170.5 °C. 3 starts to 
decompose at 185.6 °C and stops at 305.9 °C with the peak at 
235.6 °C (56.0 wt% mass loss in total). This corresponds to a 
process of DAT ring opening and the formation of Zn(ClO4)2. 
The next two steps are both exothermic at the temperature range 45 

of 305.9-442.3 °C and 442.3-600 °C with the weight loss of 6.4 
wt% and 10.8 wt%, respectively. The final residue (9.6 wt%) is 
ZnO. 
 

  
[Mn(DAT)6](ClO4)2 (1) [Co(DAT)6](ClO4)2 (2) 

  
[Zn(DAT)6](ClO4)2 (3) [Cd(DAT)6](ClO4)2 (4) 

Figure 2.  DSC traces of [M(DAT)6](ClO4)2 (measured at 5°C/min to 600°C in 50 

nitrogen gas flowing with the rate of 20mL/min). 

    The decomposition of 4 is similar to the other three. The three 
stages occur at the temperature ranges of 230.0-281.8 °C (weight 
loss: 71.7 wt%), 301.7-476.9 °C (weight loss: 20.21 wt%) and 
476.9-600 °C (weight loss: 20.21 wt%), respectively. The overall 55 

peak is at 249.3 °C. The final residue is CdO. Therefore, the 
decomposition processes of the four complexes should be 
described as follows (The IR spectrum of the corresponding 
products have been listed in the SI-Figure S3): 

M(ClO4)2 + M(CO3) + [-CO-NH-] polymer + gas[M(DAT)6](ClO4)2

M(NCO)2 + gas

MO + gas
 60 

    We further applied Kissinger's and Ozawa-Doyle's method13 
(shown in equation (1) and (2)) to explore the activation energy 
of the first stage of the decomposition. In the equations, Tp means 
the peak temperature, R equals to 8.314 J/(mol·K), β is the linear 
heating rate set as 2, 5, 10 and 20 K/min. C represents a constant. 65 

A (s-1) and E (kJ/mol) refer to pre-exponential factor and 
activation energy, respectively. The results have been listed in SI-
Table S2. By averaging the results of K-method and O-method, 
the values of activation energy of the four complexes are 32.6, 
37.2, 29.5 and 47.8 kcal/mol.  70 
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    The sensitivity is analyzed by the sensitivity test (Table 1). 
Impact and friction sensitivity measurements were performed 
according to the standard BAM method.14a The measurement of 
flame sensitivity14b has been described in the supplementary 75 

information. Wherein 2 is sensitive to all the impact, friction and 
flame, 4 is sensitive to both the impact and friction while 3 is the 
most insensitive among the four complexes. The impact 
sensitivity suggests 2 and 4 are very sensitive (< 3J), while 1 is 
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sensitive (<4 J, >3 J)5a. For 3, it is highly stable because it is 
insensitive to the stimulation of all three factors. The friction 
sensitivities show the same trend as the impact sensitivities, while 
2 is extremely sensitive to friction and should be handled 
carefully. 5 

Table 1. The sensitivity of the four complexes 

Complexes Impact(J) Friction (N)a Flame (cm) 

1 3.6 252 18.63 

2 0.6 9 (+) 21.75 

3 - > 360 - 

4 1.2 20 (+) 33.93 

a: According to the UN Recommendations on the Transport of Dangerous 

Goods, Manual of Tests and Criteria
14a, (+) indicates not safe for transport 

Further insights into the electronic structures and HOFs (Heat of 
Formation) come from the studies with DFT. All structures were 10 

computed using the Gaussian 0915a with the method of 
unrestricted B3LYP15b,c. For the non-metal elements we used the 
Gaussian basis set16 of 6-31+G*. For the metal elements, pseudo 
potential basis sets of LanL2DZ with f polarization corrections17 
have been used (2.195 for Mn, 2.780 for Co, 3.031 for Zn and 15 

1.495 for Cd). The optimized structures are shown in SI-Figure 
S4. High spin and low spin states have been compared for the 
metal centres in 1 and 2 to confirm the electronic configurations. 
For Mn2+, the electronic configuration is (t2g)

3(eg)
2 which is 39.4 

kcal/mol lower than the low-spin state of (t2g)
5. While forCo2+ it 20 

is (t2g)
5(eg)

2 which is 16.1 kcal/mol lower than that of (t2g)
6(eg)

1. 
Therefore, these two metal centres are both at high-spin states 
here. NBO analysis of the interactions between the DAT units 
and the transition metal centre at the ground states confirms that 
the dominant interactions are donation of electron density (i) 25 

from N1-C1 π orbital localized on N1 to the σ* orbital of Mn-
N1/Co-N1 or non-bonding (n) orbital of Zn/Cd localized on the 
metal and (ii) from metal σ/n orbital to N1-C1π* orbital localized 
on N1. (Figure 3). The second order stabilization energy (E2) 
shows that the strength of the interactions of (i) and (ii) increases 30 

in the order of 2<4<1<3, which results in the different stabilities 
of the compounds (SI-Table S3). This order of stability is 
consistent with the observed impact and friction sensitivities of 
the complexes together with our previous study of many 
energetic complexes18 (SI-Table S4), we see that the sensitivities 35 

vary with different transition metal centres. Simply put, we 
believe that the metal with the electronic configuration of 3d6-3d

9 

makes the complex more sensitive. To further confirm this 
conclusion, we also explored the E2 of [Fe(DAT)6](ClO4)2 and 
[Ni(DAT)6](ClO4)2. The order of E2 is [Fe(DAT)6](ClO4)2<2< 40 

[Ni(DAT)6](ClO4)2<4<1<3. 

 
Figure 3.NLMOs of [M(DAT)6]

2+ are boxed at the best view. 

Table 2. Physical properties of the four complexes 

Complexes Θ∆ Hf

[a] Θ∆ rH
[b] 

Band 
gap[c] 

Density[d] Ek
[e] 

Impact 
sensitivity 

Ti(°C) 
[f] 

1 915.33 0.202 43.4 1.786 32.6 3.6 200.4 

2 931.46 0.196 28.3 1.777 37.2 0.6 213.8 

3 946.46 0.203 86.0 1.801 29.5 - 185.6 

4 958.13 0.172 84.8 1.855 47.8 1.2 230.0 

[a] Heat of formation (kcal/mol, Gaussian09 results); [b] Reactive enthalpy 45 

(kcal/mol, Gaussian09 results); [c] Band gap (kcal/mol, CASTEP results) [d] 
experimental densities (g/cm3); [e] The activation energy of the first exothermic 
stage by Kissinger's method (kcal/mol) [f] Thermal decomposition temperature 
under nitrogen gas (DSC, 5 °C/min) 

Ochterski's methods19 were used to calculate the HOFs ( Θ∆ Hf
50 

). The reaction enthalpies ( Θ∆ Hr
) of 1-4 are listed in Table 2. 

The 0 K HOF of metals are used as follows: 67.02 kcal/mol for 

Mn 20, 101.60 kcal/mol for Co21, 31.04 kcal/mol for Zn 20 and 

28.20 kcal/mol for Cd 21. All the complexes have positive HOFs. 

Furthermore, the positive theoretical enthalpy of reaction implies 55 

that all the reactions are endothermic. The crystal structures and 

electronic structures of 1-4 were investigated using the MS 

CASTEP 22 package with the GGA-PBE functional. The 

optimized crystal structures are very similar to the previously 

reported crystallographic data for 1-4. (SI-Figure S5). The band 60 

gaps of 1 to 4 are 43.4, 28.3, 86.0 and 84.8 kcal/mol, respectively. 

The DOS and pDOS are shown in SI-Figure S6. For 1 and 2, the 

top of the valence band consists of Mn/Co 3d states, while for 3 

and 4, it consists of N/O 2p states. Combined with our results 

(Table 2 and SI-Table S5) 18, it is reasonable to conclude that the 65 

impact sensitivities are inversely proportional to the band gaps of 

the complexes [M(DAT)6](ClO4)2, (M= Mn, Fe, Co, Ni, Cu, Zn). 

The density of most of the new perchlorate DAT complexes 

ranges between 1.77 and 1.85 g/cm3. The decomposition 

temperatures lie in the range of 185-242 °C. 70 

Conclusions 
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We have reported four transition metal 1,5-diaminotetrazole 
complexes with similar structures but different explosive 
properties. DFT calculations confirm that the first row transition 
metal elements with electronic configuration of 3d6-3d9 make the 
explosive more sensitive than those with the electronic 5 

configuration of 3d5 or 3d10. Last but not least, across the period, 
the impact sensitivities of this series of transition metal DAT 
complexes are inversely proportional to their band gaps. 

Notes and references 

aState Key Laboratory of Explosion Science and Technology, Beijing 10 

Institute of Technology,Beijing 100081 P. R. China. Tel & Fax: +86 10 

68918091, E-mail: zjgbit@bit.edu.cn 
bPhysical and Theoretical Chemistry Laboratory, University of Oxford, 

Oxford OX1 3QR, United Kingdom, E-mail: dihao.zeng@chem.ox.ac.uk 
c.The 6th Department of Research Institute of Chemical Defense, Beijing 15 

102205, China 
dBeijing Key Laboratory of Ionic Liquids Clean Process, State Key 

Laboratory of Multiphase Complex Systems,Institute of Process 

Engineering, Chinese Academy of Sciences, 1 North 2nd Street, 
Zhongguancun, Haidian District, Beijing 100190,China 20 

† Electronic Supplementary Information (ESI) available: [details of any 
supplementary information available should be included here]. See 
DOI:10.1039/b000000x/ 
‡ Financial support by NSFC 10776002 and SKLST (BIT) YBKT-16-

04 & ZDKT-12-03 is acknowledged. 25 

 
1 a) J. Zhang, J. Shreeve, J. Am. Chem. Soc. 2014, 136, 4437;b) Q. Wu, 

W. Zhu, H. Xiao, J. Mater. Chem. A 2014, 2, 13006;c) T. M. Klapötke, 
F. A. Martin, J. Stierstorfer, Chem. Eur. J. 2012, 18, 1487;d) Q. Zhang, 
J. M. Shreeve, Angew. Chem. Int. Ed. 2013, 52, 8792;e) D. Fischer, T. 30 

M. Klapötke, D. G. Piercey, J. Stierstorfer, Chem. Eur. J. 2013, 19, 
4602;f) M. H. V. Huynh, M. A. Hiskey, D. E. Chavez, D. L. Naud, R. 
D. Gilardi, J. Am. Chem. Soc. 2005, 127, 12537;g) R. Wang, H. Xu, Y. 
Guo, R. Sa, J. M. Shreeve, J. Am. Chem. Soc. 2010, 132, 11904;h) J. P. 
Agrawal, Progress in Energy and Combustion Science 1998, 24, 1. 35 

2 H. Gao, J. Shreeve, Chem. Rev. 2011, 111, 7377. 
3 a) H. Brand, P. Mayer, A. Schulz, J. J. Weigand, Angew. Chem. Int. Ed. 

2005, 44, 3929;b) Y.H. Joo, J. M. Shreeve, Angew. Chem. Int. Ed. 

2009, 48, 564. 
4 a) C. Qi, S.H. Li, Y.C. Li, Y. Wang, X.K. Chen, S.P. Pang, J. Mater. 40 

Chem. 2011, 21, 3221;b) C. Ye, H. Gao, J. A. Boatz, G. W. Drake, B. 
Twamley, J. M. Shreeve, Angew. Chem. Int. Ed. 2006, 45, 7262;c) 
M.H. V. Huynh, M. A. Hiskey, E. L. Hartline, D. P. Montoya, R. 
Gilardi, Angew. Chem. Int. Ed. 2004, 43, 4924;d) M. H. V. Huynh, M. 
A. Hiskey, J. G. Archuleta, E. L. Roemer, R. Gilardi, Angew. Chem. 45 

Int. Ed. 2004, 43, 5658;e) Y.H. Joo, B. Twamley, S. Garg, J. M. 
Shreeve, Angew. Chem. Int. Ed. 2008, 47, 6236;f) T. M. Klapötke, D. 
G. Piercey, Inorg. Chem. 2011, 50, 2732. 

5 a) J. C. Gálvez-Ruiz, G. Holl, K. Karaghiosoff, T. M. Klapötke, K. 
Löhnwitz, P. Mayer, H. Nöth, K. Polborn, C. J. Rohbogner, M. Suter, J. 50 

J. Weigand, Inorg. Chem. 2005, 44, 4237;b) T. M. Klapötke, C. M. 
Sabaté, J. M. Welch, Z. Anorg. Allg. Chem. 2008, 634, 857;c) R. P. 
Singh, R. D. Verma, D. T. Meshri, J. M. Shreeve, Angew. Chem. Int. 

Ed. 2006, 45, 3584;d) E. Sebastiao, C. Cook, A. Hu, M. Murugesu, J. 

Mater. Chem. A 2014, 2, 8153. 55 

6 T. M. Klapötke, J. Stierstorfer, Euro. J. Inorg. Chem. 2008, 26, 4055. 
7 a) M. B. Frankel, D. O. Woolery, J. Org. Chem. 2002, 48, 611;b) T. M. 

Klapötke, D. G. Pierceya, J. Stierstorfer, Dalton Trans. 2012, 41, 9451. 
8 a) R. Stollé, R. Bergdoll, M. Luther, A. Auerhahn, W. Wacker, Journal 

für Praktische Chemie 1930, 128, 1;b) R. Raap, Can. J. Chem. 1969, 60 

47, 3677. 
9 a) Y. Tang, H. Yang, X. Ju, H. Huang, C. Lua, G. Cheng, J. Mater. 

Chem. A 2014, 2, 4127;b) V. P. Sinditskii, V. Y. Egorshev, T. Y. 
Dutova, M. D. Dutov, T.-L. Zhang, J.-G. Zhang, Combustion, 

Explosion, and Shock Waves 2011, 47, 36;c) Y.-H. Joo, J. M. 65 

Shreeve,Angew. Chem. Int. Ed. 2010, 49, 7320;d) M. H. V. Huynh, US 

Patent: 7592462 B2, US, 2009. 
10 a) Y. Cui, J. Zhang, T. Zhang, L. Yang, J. Zhang, X. Hu, J. Hazard. 

Mater. 2008, 160, 45;b) S. Y. Qi, Z. M. Li, Z. N. Zhou, Y. Cui, G. T. 
Guo, T. Zhang, J. Zhang, L. Yang, Chin. J. Chem. 2011, 29, 59. c)S. Y. 70 

Qi,J. Zhang,T. Zhang,Y. Cui,L. Yang, K. Yu, Y. Shu, Chem. J. 

Chineses U. 2009, 10, 1935. d) J. Shang, J. Zhang, Y. Cui,T. Zhang,Y. 
Shu,L. Yang,Acta. Chim. Sinica. 2010, 68, 233. 

11 T. S. Kon'kova, Y. N. Matyushin, E. A. Miroshnichenko, A. B. 
Vorob'ev, Russ. J. Phys. Chem. B 2009, 3, 987. 75 

12 a) M. B. Talawar, A. P. Agrawal, S. N. Asthana, J. Hazard. Mater. 

2005, 120, 25;b) M. B. Talawar, A. P. Agrawal, M. Anniyappan, D. S. 
Wani, M. K. Bansode, G. M. Gore, J. Hazard. Mater. 2006, 137, 1074. 

13 a) A. E. Kissinger, Anal.Chem. 1957, 29, 1702; b) T. Ozawa, Bull. 

Chem. Soc. Jpn.1965, 38, 1881. c) C. D. J. Doyle, J. Appl. Polym. 80 

Sci.1961, 5, 285. 
14 a) Test methods according to the UN Recommendations on the 

Transport of Dangerous Goods, Manual of Tests and Criteria, 
United Nations Publication, New York, 4th edn, 2003. b)Z. T. Liu, 
Y. L. Lao, Initiating Explosive Experimental, Beijing Institute of 85 

Technology, China, 1995. 
15 a) M. J. Frisch, G. W. Trucks, H. B. Schlegel, G. E. Scuseria, M. 

A. Robb, J. R. Cheeseman, G. Scalmani, V. Barone, B. Mennucci, 
G. A. Petersson, H. Nakatsuji, M. Caricato, X. Li, H. P. Hratchian, 
A. F. Izmaylov, J. Bloino, G. Zheng, J. L. Sonnenberg, M. Hada, 90 

M. Ehara, K. Toyota, R. Fukuda, J. Hasegawa, M. Ishida, T. 
Nakajima, Y. Honda, O. Kitao, H. Nakai, T. Vreven, J. A. 
Montgomery, Jr., J. E. Peralta, F. Ogliaro, M. Bearpark, J. J. Heyd, 
E. Brothers, K. N. Kudin, V. N. Staroverov, R. Kobayashi, J. 
Normand, K. Raghavachari, A. Rendell, J. C. Burant, S. S. 95 

Iyengar, J. Tomasi, M. Cossi, N. Rega, J. M. Millam, M. Klene, J. 
E. Knox, J. B. Cross, V. Bakken, C. Adamo, J. Jaramillo, R. 
Gomperts, R. E. Stratmann, O. Yazyev, A. J. Austin, R. Cammi, C. 
Pomelli, J. W. Ochterski, R. L. Martin, K. Morokuma, V. G. 
Zakrzewski, G. A. Voth, P. Salvador, J. J. Dannenberg, S. 100 

Dapprich, A. D. Daniels, Ö. Farkas, J. B. Foresman, J. V. Ortiz, J. 
Cioslowski, D. J. Fox, Gaussian, Inc., Wallingford CT, 2009. b) A. 
D. Becke, J. Chem. Phys. 1993, 98, 5648-5652;c) C. Lee, W. Yang, R. 
G. Parr, Phys. Rev. B 1988, 37, 785. 

16 S. F. Boys, Proceedings of the Royal Society A 1950, 200, 542. 105 

17 a) A. Hollwarth, M. Bohme, S. Dapprich, A. W. Ehlers, A. Gobbi, V. 
Jonas, K. F. Kohler, R. Stegmann, A. Veldkamp, G. Frenking, Chem. 

Phys. Lett. 1993, 208, 237;b) A. W. Ehlers, M. Biihme, S. Dapprich, A. 
Gobbi, A. Hollwarth, V. Jonas, K. F. Kohler, R. Stegmann, A. 
Veldkamp, G. Frenking, Chem. Phys. Lett. 1992, 208, 111. 110 

18 a) B. D. Wu, Studies on Synthesis, Characterization and Properties of 
the Novel Azide and Diazo Energetic Compounds. Beijing Institute of 
technology, 2014. b) H. S. Huang, T. L. Zhang, J. G. Zhang, L. Q. 
Wang, J Hazard Mater, 2010,179, 21. c) H. S. Huang, T. L. Zhang, J. 
G. Zhang, L. Q. Wang, Chem Phys Lett, 2010,487, 200. 115 

19 J. W. Ochterski, 
http://www.gaussian.com/g_whitepap/thermo/thermo.pdf, 2000. 6.2. 

20 M. W. Chase, C. A. Davies, J. R. Downey, D. J. Frurip, R. A. 
McDonald, A. N. Syverud, J. Phys. Ref. Data 1985, 14, suppl .1. 

21 a) J. D. Cox, D. D. Wagman, V. A. Medevdve, Co DATA key values 120 

for thermodynamics. Hemisphere Publishing Corp., New York, 1989;b) 
B. C. Shepler, K. A. Peterson, J. Phys. Chem. A 2006, 110, 12321. 

22 M. Segall, P. J. Lindan, M. J. Probert, C. J. Pickard, P. J. Hasnip, S. J. 
Clark, M. C. Payne, J. Phys.: Condensed. Matt. 2002, 14, 2717. 

 125 

Page 4 of 5Dalton Transactions

D
al

to
n

Tr
an

sa
ct

io
ns

A
cc

ep
te

d
M

an
us

cr
ip

t



 

Graphical Abstract 

 

    The sensitivities are controllable just by tuning the centre metal centres in the energetic 

complexes of [M(DAT)6](ClO4)2. 
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