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ABSTRACT

Ammonium perchrolate (AP) is the most useful oxidizer for the solid rocket motors (SRMs) under the
present situation, however it is also the source of the environmental pollution close to the launch site. It is
well known that HCI is exhausted through the firing of SRMs and its concentration reaches approximately 10
to 20 mole percent of the total exhaust. ‘Environmentally friendly’ and ‘High performance’ are required for
the next-generation SRMs. In this study, ammonium dinitramide (ADN), which has recently attracted
attentions as a halogen-free oxidizer was employed for a substitution of AP and the combustion properties of
the composite propellants were investigated. Thermoplastic elastomer (TP) and hydroxyl-terminated
butadiene polymer (HTPB) were used as a binder for this research. Pyrotechnic sensitivity analysis was
conducted to estimate the safety of TP/ADN propellants. Strand burning tests were also carried out for all
samples and the burning rate and temperature profile were obtained through these experiments. It was found
that the burning rate characteristics of ADN-based propellants were influenced by the binders.

1. INTRODUCTIONS

The conventional AP based composite propellants have been widely used for a long time, however from an
environmental perspective, HCl exhausts have been recently concerned, and the development of
environmentally friendly propellants should be encouraged in addition to improvements of the specific
impulse.

The ways for the reduction of the HCI mass ratio in exhaust gases have been reported. Scavengers,
neutralized and nitramine method have been proposed. However, it is difficult to get rid of HCI completely
from the exhausted gases by these ways, and moreover they lower the specific impulse.

Nowadays ammonium nitrate (AN),
cyclo-tetra-methylene  tetra-nitramine 500 — o o,
(HMX), hexanitrohexaazaisowurtzitane °*"“§~~Dr *CL20
(CL-20), ammonium dinitramide (ADN) - A—&N |
and hydrazinium nitroformate (HNF) are
main candidates of the halogen-free
material for the solid propellants.
Figurel shows the properties of these
substances with two indices. There are
no materials having high values for both
indices at present. HMX and CL-20 have
high heat of formation and have been
studied about the thermal decomposition
and the burning properties. However, 500 ‘ |
both substances are ineffective as the -50 0 50
oxidizer due to the negative oxygen
balance. On the other hand, AN, ADN Oxygen balance [%0]
and HNF have positive oxygen balances
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Fig. 1 Properties of oxydizers
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and they are effective for the propellant
performance. 300

The theoretical specific impulses (Isp) of
the propellants containing these halogen-free
materials were shown in Figure 2. The mass
ratio of hydoroxyterminated poly-butadiene
polymer (HTPB): aluminium (Al) was fixed
at 3:4 and the oxidizer to fuel ratio was
changed. HMX-based propellant has the low
peak of the Isp value. ADN and HNF
composite propellants show higher Isp value
than AP.

The availability and the cost of these
materials should be considered for rocket 260
motor applications. The way of ADN }
synthesis has been recently improved. The Oxydizer mass rate [%]
safe and simple method has been developed.
In HNF synthesis, some explosive and toxic
substances have to been ftreated and
therefore it is thought that the mass production of HNF is more difficult than ADN.

From above reasons, we have decided that ADN is the most promising material as a substitution of AP. In
this report, ADN studies were shortly reviewed and combustion characteristics of ADN based composite
propellants were discussed.

280

Isp [s]

Fig. 2 Dependence of Isp on oxydizer mass rate

2. ADN STUDIES

In 1970s ADN was synthesized at Russia for the first time and in 1980s’ it was also reported by Bottaro et
all in the U.S. By the mid 1990s, these synthesis methods were developed independently and became
similar and now they are known as ‘Urethane method’’™. At the same time breakthrough was done by
Langlet et al in Sweden'™. The method requires only one nitration process, and the nitration reagent is low-
cost.

Crystalization processes of ADN were also developed after the establishments of the synthesis method.
ADN crystals just synthesized are needle shape, therefore ADN crystals have to be processed to spherical
shape. Prilling and recrystalization are well known for the process. There are two ways for prilling methods,
and one of them is recrystalization in specific solvent and the other is spray melted ADN in a spray tower'.
Recrysallization enables to lower the aspect ratio of crystals, and it have been reported that some salts of
calcium are especially effective additives'”. ADN is so hygroscopic that it should be coated with
hydrophobic thin layer after the crystallization process. For example, silica layer coating® in spray tower
and coating method in super fluid turbulence™ are proposed. Standard method of these processes has not
been established yet due to the low melting points and highly hygroscopic nature.

An appropriate binder selection is a very important step for the developments of ADN-based solid
propellants. Binders must have adequate mechanical properties and not react with the other ingradients.
HTPB, which is a common binder for SRMs, shows a little reactivity with ADN, so it can not be applied
without improvements'. In case glycidyl azide polymer (GAP), which is one of the high energy materials,
was applied as a binder, the propellant can be cured by addition of N-methyl-p nitroanilin as a stabilizer "'\
The adhesion between binder and ADN particles has not been reported, so the evaluation will be future
studies.

Combustion characteristics of ADN pellets and ADN-based propellants have been widely investigated. As
the binder, paraffin''"!, polybutadiene acrylic acid acrylonitrile (PBAN)!"), HTPB!"’!, poly-Caprolactone!'"
and GAP "% were studied and the burning rates and surface temperatures were reported. According to these
reports, the burning rates and the pressure exponents tend to be higher than those of AP-based propellants.
For example, improving the binders and addition of burning rate catalysts''*! have been tried to decrease the
pressure exponent.

Understanding the combustion mechanisms by numerical modelings have been also reported ', but
experimental burning rates have not been accurately simulated. This is caused by inaccurate elementally
reaction model and the bubbles or droplets model in the condensed phase. It is difficult to simulate the real
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phenomenon because ADN melts at low temperature and blown off from the burning surface as liquid
droplets!®!.

Small rocket motor tests have been reported by only one group'” because the manufacture of grains with
good mechanical properties and low pressure exponent is still difficult. For example, the group reported that
GAP is compatible with ADN, but the other reported that GAP and isocyanates mixture generates a soft
form"'” without any improvements. Many tasks shown in above must be solved and reliable methods are

necessity for an environmentally friendly and high performance propellant.
3. EXPERIMENTAL
3.1 Sample Preparation

ADN used in this study was prepared in house. The needle-shape ADN
crystals had a melting point 360-363K. UV-spectroscopic analysis
indicated approximately 95% purity and the impurity was identified as
ammonium nitrate by the TG-DTA thermal analysis. TP and HTPB were
employed as the binder in this report. Rubber-like and low-melting TP
shown in Fig. 3 was supplied for this study by Katazen Co., Ltd. It was
specially prepared to show the lower melting point than ADN and the
melting temperature was 343K. In the case that HTPB was applied as the
binder, needle-shape ADN crystals must be prilled to suppress the viscosity Fig. 3
of the slurry. Coarse and fine prilled ADN were prepared by the emulsion Thermoplastic polymer (TP)
method™ with non-polar solvents and they are shown in Fig.4(a) and 4(b)
respectively. The mean volume diameter of the course particles was 300um and that of fine particles was
99um. The mixture ratio of the coarse and fine particles was determined to show the lowest viscosity and it
was fixed at 3:1.

5()[.} M m

Flg 4(3) Coarse prllled ADN Flg 4(b) Fine prllled ADN

TP/ADN samples have been prepared by the following -
procedures, needle—shape ADN crystals were well
mixed with the melted TP at 343K and the mixture was
casted and pressed in a mould. The strand sample which
is shown in Fig.5(a) was solidified after cool down to the
room temperature. No reactions were observed while the
propellant was stored at room condition for a month.

HTPB pre-polymer and the prilled ADN were mixed
well. The mixture was deformed and cured at room
temperature because change in color was observed at
330K. ‘PB/ADN’ sample shown in Fig.5 (b) was

(a) "TP/ADN-2’ (b) "PB/ADN’

prepared. .
Table 1 shows the composition of samples for this Fig.5  Propellant samples
study.
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Table 1. Composition of each sample

Sample Fuel (Binder) Oxydizer Fue(:ilzlg:s;i)l)zer
TP/ADN-1 TP ADN 30:70
TP/ADN-2 TP ADN 20:80
TP/ADN-3 TP ADN 10:90

TP/AP TP AP 20:80

PB/ADN HTPB ADN (prill) 30:70

3.2 Pyrotechnic Sensitivity Test

Drop hammer, friction and electrostatic sensitivity of fine ADN crystals and ‘TP/ADN-2" were evaluated.
They are standardized in ‘JIS K 4810°. The drop hammer impact sensitivity was evaluated by the limiting
height at which an explosion was obtained at least one out of 6 trials (1/6 explosive point). In this study, a
Skg hammer was set. The friction sensitivity test corresponds to the BAM sensitivity one. In the electrostatic
sensitivity test, up to 10 J was discharged.

3.3 Strand Burning Test

Burning rate was measured in a strand burner purged with nitrogen.
TP/ADN and TP/AP strands, 10mm in diameter and over 25mm in length,
were employed. PB/ADN strands were square pole shape; 8mm in width
and over 20mm in height.

Thermocouples are inserted from the bottom of the mould like Fig.6
before the slurry is casted. W/Re(5%) —W/Re(25%) thermocouples whose
diameter was 100um were used for the flame temperature measurements
of the TP/ADN and TP/AP samples. The final flame temperature of  Fjg 6 Embedded thermo-
TP/ADN strand reached over the measurable limit of Pt-Pt/ Rh(13%) type,  couple image
therefore W/Re(5%) —W/Re(25%) thermocouples were employed. For
HTPB/ADN samples, Pt—Pt/Rh(13%), ¢=25um thermocouples were used.

4. RESULTS and DISCUSSION
4.1 Pyrotechnic Sensitivity Analysis

The drop hammer impact, friction and electrostatic sensitivity data for the fine ADN crystals and ‘TP/ADN-
2’ are summarized in Table 2. According to the drop hammer sensitivity test, the crystals and ‘TP/ADN-2’
were sensitive to drop hammer impact since the height of ‘1/6 explosive point’ was 5—10cm and 15-20cm
respectively. Both of the crystals and the propellant samples have ignition forces greater than 353N, and the
electrostatic ignition energies greater than 10J. Therefore, their friction and electrostatic sensitivities are not
high. From these results, it was indicated that fine ADN crystals and the ADN-based propellant are required
to be handled with care, particularly for drop hammer impacts.

Table 2 Pyrotechnic Sensitivity Results

fine ADN crystal "TP/ADN-2'
Drop Hammer Impact (cm) 5-10 15-20
Friction (N) >353 >353
Electrostatic (J) >10 >10
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4.2 Burning Rate Characteristics

The flames of “TP/ADN’ and ‘TP/AP’ samples at approximately SMPa were shown in Fig.7. All samples
burned continuously with steady flames and melting layers. It is considered that the melting layers were
caused by TP because conventional AP propellant does not form a melting layer. It was also observed that
the droplets are blown off from the combustion surface.

4

‘TP/AP’ ‘TP/ADN-1”

‘TP/ADN-2’ ‘TP/ADN-3’

Fig. 7 The Flame of ‘TP/AP’ and ‘TP/ADN’ samples

The linear burning rates were plotted in Fig.8.
The pressure exponents of “TP/ADN-1, 2, 3* and
‘TP/AP’ were 2.7, 1.0, 0.7 and 0.3 respectively.
It has been reported that a pure ADN shows an
plateau burning at the pressure range of 2-
10MPa and the pressure exponent is very low
(0.1-0.2)"*1. Therefore, it considered that the
ADN mass ratio contributed to decreasing the
value.

Figure 9 shows the flames of ‘PB/ADN” at 2, 5
and 8MPa. At 2MPa, smoldering and unstable
combustion involving the thick melting layer
was observed. At 5 and 8MPa, stable
combustion was kept and the melting layer was
thicker at SMPa than 8MPa.

60—
40+ o
TP/ADN-3 s
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.E. Dﬁ/
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g i s TP/ADN-1
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A 4l ) e TP/AP
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Fig. 8 Linear burning rates of TP/AP’ and
‘TP/ADN’ samples

2MPa

SMPa 8MPa

Fig. 9 The Flames of ‘PB/ADN’ samples
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The linear burning rate of ‘PB/ADN’ was
plotted in Fig.10. ‘TP/ADN-1’, which has the
same O/F value, was also plotted for the
comparison. The burning rate of ‘PB/ADN’ is as
high as that of ‘TP/ADN-1’ at approximately
3MPa. The pressure exponent is 1.1 and it is
lower than that of “TP/ADN-1’. The difference
of thermal properties of binders affects the
burning rates and pressure exponents. The
melting layer may influence to the burning
properties of ADN-based propellants.

Burning rate [mm/s]

4.3 Flame Temperature

The flame temperature profiles of TP/AP,
TP/ADN, and ADN/HTPB samples are shown in
Figs. 11, 12 and 13. The burning surface was
assumed as the inflection point. At each test, the
final flame temperature reaches near the
adiabatic one which is shown by horizontal
dashed line. Relatively large discrepancy
between the flame temperature and the

30

20}
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PB/ADN P

TP/ADN-1

4 6 8 10 15
Pressure [MPa]

Fig. 10 Linear burning rate of ‘PB/ADN’
and ‘TP/ADN-1"

theoretical one is probably caused by the inaccuracy of the formation heat of TP. As for ‘TP/ADN-3’, the
measured value was limited by the measurement limit temperature (2600K) of the thermocouple.

3000
2500
2 2000
2
£ 1500
o
£ 1000
3
= 500
0 i
-2 -1 0 1 2
Distance from the burning surface [mm]
Fig. 11 Flame temperature of “TP/AP’
5. SUMMERY

Combustion characteristics of the ADN-based
propellants were investigated. Thermoplastic polymer
(TP) and HTPB were employed as the binder.
Pyrotechnic sensitivity test was carried out and it was
found that ADN should be handled with care
particularly for drop impacts. The linear burning rate
and the flame temperature were measured for TP/AP,
TP/ADN and TP/ADN samples. The linear burning
rates of TP/ADN samples were several times faster
than that of TP/AP ones. ADN-based sample showed
the high pressure exponent for SRMs use and the
value was suppressed with increasing the mass ratio
of ADN in the case of TP binder. The pressure

Temperature | K|

Temperature [K]

[ ]

Distance from the burning surface [mm]

Fig 12 Flame temperature of ‘TP/ADN’
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Fig. 13 Flame temperature of ‘PB/ADN’
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exponent of ADN/HTPB propellant was lower than that of TP/ADN. The final flame temperature achieved to
near the theoretical value in each sample. Further combustion work by more accurate way is needed to
understand the burning surface behavior. From this investigation, it was found that the thermal properties of
binder affect their combustion characteristics, so more appropriate ADN-based propellants may be developed
by improving the binders.

REFERENCES

1. Jeffrey C. Bottaro, Paul E. Penwell, and Robert J. Schmitt: 1,1,3,3-Tetraoxo-1,2,3-triazapropene Anion, a
New Oxy Anion of Nitrogen: The Dinitramide Anion and Its Salts, J. Am. Chem Soc. 119, 9405-9410,
1997

2. 0. A. Luk’yanov, 1. K. Kozlova, O. P. Shitov, Yu. V. Konnova, I. V. Kalinina, and V. A. Tartakovsky:
Dinitramide and its salts 10.* Synthesis of dinitramide salts from N,N-dinitro derivatives of organic
amides, Russian Chemical Bulletin, Vol.45, No.4, April, 1996

3. Subbiah Venkatachalam, Gopalakrishnan Santhosh, Kovoor Ninan Ninan: “An Overview on the
Synthetic Routes and Properties of Ammonium Dinitramide (ADN) and other Dinitramide Salts,
Propellants. Explos. Pyrotech., 29, No.3, 2004

4. Langlet et al.: Method of Preparing Dinitramidic Acid and Salts Thereof, U. S. Patent , 5,976,483, 1999

5. Thomas Heintz*, Heike Pontius, Jasmin Aniol, Christoph Birke, Karlfred Leisinger, Werner Reinhard:
Ammonium Dinitramide (ADN) — Prilling, Coating, and Characterization, Propellants, Explosives,
Pyrotechnics, 34,231-238, 2009

6. A. L. Ramaswamy: Energetic-Material Combustion Experiments on Propellant Formulations Containing
Prilled Ammonium Dinitramide, Combustion, Explosion, and Shock Waves, Vol. 36. No.1, 2000

7. Benazet Stéphane, Jacob Guy, Obtaining Ammonium Dinitramide (ADN) Crystals, and Crystals and The
Energetic Composites Containing Them, W0O/2006/108991

8. Sunol et al.: Supercritical Fluid Aided Coating of Particulate Material , U. S. Patent, 6,426,116, 2002

9. Carina Eldsiter, John de Flon, Erik Holmgren, Mattias Liljedahl, Tay Maureen, Ake Pettersson, Marita
Wanhatalo, Niklas Wingborg and Zhiqiang: ADN Prills: Production Characterisation and Formulation,
40th International Annual Conference of ICT, V24, June 23 - June 26, 2009

10. Klaus Menke, Thomas Heintz, Wenka Schweikert, Thomas Keicher, Horst Krause: Formulation and
Properties of ADN/GAP Propellants, Propellants Explos. Pyrotech., 34,218 — 230, 2009

11. Volker Weiser, Norbert Eisenreich, andrea Baier, and Wilhelm Eckl: Burning Behaviour of ADN
Formulations, Propellants, Explosives, Pyrotechnics, 24, 163-167 , 1999

12. Satyanarayanan R. Chakravarthy, Jeffrey M. Freeman, Edward W. Price and Robert K. Sigman,
Combustion of Propellants with Ammonium Dinitramide, Propellants, Explosives, Pyrotechnics, 29,
2004

13. O. P. Korobeinichev and A. A. Paletsky: Flame Structure of ADN/HTPB Composite Propellants,
Combustion and Flame, 127, 2059-2065, 2001

14. O. P. Korobeinichev, A. A. Paletsky, A. G. Tereschenko and E. N. Volkov: Combustion of Ammonium
Dinitramide /Poly-Caprolactone Propellants, Proceedings of the Combustion Institute, Volume 29, pp.
2955-2961, 2002

15. M. L. Gross, M. W. Beckstead, K. V. Puduppakkam and M. G. Hawkins, Multi-Phase Combustion
Modeling of Ammonium Dinitramide Using Detailed Chemical Kinetics, 42"/ AIAA/ASME/SAE/ASEE
Joint Propulsion Conference & Exhibit, 2006

16. V. P. Sinditskii, V. Y. Egorshev, A. 1. Levshenkov, V. V. Serushkin: Combustion of Ammonium
Dinitramide, Part2: Combustion Mechanism, Journal of Propulsion and Power, Vol. 22, No. 4, 2006

17. Niklas Wingborg, Sten Andreasson, John de Flon, Mats Johnsson, Mattias Liljedahl, Car Oscarsson, Ake
Pettersson and Marita Wanhatalo: Development of ADN-based Minimum Smoke Propellants, 46"
AIAA/ASME/SAE/ASEE Joint Propulsion Conference & Exhibit, 2010

18. A. I. Atwood, T. L. Boggs, P. O. Curran, T. P. Parr and D. M. Hanson-Parr: Burning Rate of Solid
Propellant Ingredients, Part 1: Pressure and Initial Temperature Effects, Journal of Propulsion and Power,
Vol. 15, No. 6, 1999

This document is provided by JAXA.





