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Several synthetic techniques for metal-free phthalocyanines (Pc) and d- and f-metal phthalocyaninates
(‘‘PcM’’) starting from different precursors (phthalonitrile, urea and phthalic anhydride, phthalimide,
phthalic acid, etc.) are reviewed. Conventional methods are presented, as well as some less well-known
techniques such as those using ultrasound, laser, microwaves, or nuclear transformation. Special attention is
paid to phthalocyanine formation at relatively low temperatures (0–60 1C). Experimental results on Pc
formation using UV-irradiation of the reaction system are presented.

Brief revision of the main techniques for

phthalocyanine preparation

Precursors and techniques

The well-known metal-free phthalocyanine (Pc or PcH2) and
its numerous metal complexes (‘‘PcM’’, metal phthalocyanines
or, more exactly phthalocyaninates) have been intensively
studied since the early thirties1–4 and are widely used in the
pigment industry. Pc can be obtained by the classic template
reactions starting from diverse precursors, such as phthaloni-
trile (PN), o-cyanobenzamide, 1,3-diiminoisoindoline (1,3-D),
phthalimide (PM), phthalic acid, etc., generally in high-boiling
non-aqueous solvents at elevated temperatures,5,6 or electro-
chemically from phthalonitrile.7 In the case of PN use, CH3O-
Na (sodium methoxide, SM) and other strong bases are used in
order to perform a nucleophilic attack at the cyano group of
phthalonitrile:

Metal-free phthalocyanine forms metal complexes with
‘‘strong’’ (for example, Fe, Cu, Ni) or ‘‘weak’’ (Mg, Sb) metals
(according to their resistance to elimination from the product)

which can be synthesized: (a) chemically from metals or their
salts2–4 or (b) electrochemically from the bulk metals or their
salts.7 The first type (a) of reactions employs elemental metals or
their salts, the above precursors and non-aqueous solvent. High-
boiling substances as nitrobenzene, o-dichloro- and trichloro-
benzene, ethyleneglycol, a-methylnaphthalene, quinoline, etc.,
are usually used as solvents, although some alcohols or benzene
have been successfully applied using PN as a precursor of Pc.
The yields of these reactions are in the order of 90–100%.5

The electrochemical route, as well as less common techni-
ques (use of laser, ultrasonic, and microwave treatment, see
Table 1), is not often used for Pc preparation. The feasibility of
the electrosynthesis of PcM was first reported by C. H. Yang,7

who obtained ‘‘PcM’’ of Cu, Ni, Co, Mg, and Pb using metal
salts or elemental Fe and Cu as a source for the central atom.
Furthermore, Petit’s research group8 studied the electrosynth-
esis of PcCu by electroreduction of Pc with a copper sheet or an
electrodeposited layer of copper on platinum as an anode.
Among reported ‘‘non-standard’’ techniques for metal phtha-
locyanine production, microwave irradiation under solvent
free conditions has been used for obtaining phthalocyanine
derivatives of Ru, Rh, Pt, and Pt,9 Zn, Mg, Co, and Cu10 or
Si.11 Ultrasonic treatment is used as for synthetic purposes
(Table 1) as for phthalocyanine destruction.12

As well as a variety of metal-free and d-metal phthalocya-
nines,5,6 actinide phthalocyanines should be especially men-
tioned. In addition to classic synthetic techniques from Pc
precursors and corresponding metal salts, sometimes they are
obtained by element transformation processes. Thus, protacti-
nium-233 and neptunium-239 di-phthalocyanines were pre-
pared from the corresponding thorium-232 and uranium-238
di-phthalocyanines this way.6 The existence of Pa and Np di-
Pcs in reaction products is proven by repeated sublimation of
the irradiated parent compounds using platinum gauze to
retain the impurities. Np di-Pc is also synthesized on the trace
scale from irradiated uranium metal, using the normal syn-
thetic method for uranium di-Pc.6 Actinide phthalocyanine
structures, as well as those of 200 metal phthalocyanines and
their derivatives, are classified in ref. 13. The lanthanides form,
in particular, ‘‘super-complexes’’ (triple-decker) Ln2Pc3,

6

among others.
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In Table 1, we present a brief generalization of the most
important techniques for metal-free and metal phthalocyanines
preparation. The experimental results on the synthesis of
phthalocyanines at relatively low temperatures (0–60 1C) using
phthalonitrile as a precursor in the conditions of UV-irradia-
tion of the reaction system will be described below. The
reviewed techniques are generally ‘‘non-standard’’; according
to some of them, the yield of metallophthalocyanines is
increased relative to that obtained by conventional methods
and the reaction time is usually shorter.

As can be seen, various routes can yield PcH2 or PcM at low
temperature, in particular direct electrochemical procedures with
use of sacrificial metal anodes or metal salts,66,67 use of strong
bases, and by UV-irradiation of the reaction system. In this
respect, two recent articles43,68 should be especially mentioned,
in which very mild conditions for Pc synthesis were offered. In
ref. 68 room-temperature synthesis of substituted and non-
substituted PcM was carried out from phthalonitriles in the
presence of solid sodium methoxide in THF; several important
advantages of this approach were reported. It was considered
that the Pc core formation probably occurs on the surface of
solid CH3ONa. A series of primary alcohols and elemental
metals were used for the condensation of phthalonitriles at room
temperature.43 Leznoff43 proposed that more activated forms of
some metals are required. In this respect, at low temperatures an
additional ‘‘impulse’’ is needed for the cyclization process;
precisely, surface energy of strong base (solid CH3ONa)68 or
extra energy of defects in the surface of elemental metals43 could
serve as such an impulse to reach the energetic barrier. So, any
source of additional energy could be useful for successful synth-
esis at low temperatures. To serve as such sources, the metals in
activated form (in particular, Rieke metals69) could be extremely
useful. The peculiarity of their surface is a high concentration of
imperfections, which render them much more active in compar-
ison with the same metals in their ‘‘standard’’ form (sheet, wire
or non-active powder). Additionally, zeolites and other micro-
porous materials can be also used for obtaining phthalocyanine
from phthalonitrile in cavities.70–72

According to the considerations above for optimizing the
low-temperature preparation of phthalocyanines, six routes are
being developed in our laboratory: (1) UV-irradiation of the
reaction system (without use of metals)45 and use of radical-
forming compounds; (2) use of elemental metals43 in the form
of active finely divided pyrophoric metal powders73 and Rieke
metals69 as ‘‘matrices’’ for phthalonitrile cyclization and Pc
core formation; (3) direct electrochemical synthesis using sa-
crificial anodes and even cathodes;7,8,32,33,36,66,67 (4) use of
zeolites and other microporous materials,70–72 (5) use of so-
called ‘‘supported metals’’69 and (6) search of active (or non-
stable) complexes or organic bases68 for the first cyclization
reaction step. In this publication, we present the experimental
results of the first technique.

Experimental

Synthesis of metal-free phthalocyanines at relatively low

temperatures (0–60 1C) by UV-treatment of the reaction system

Materials and equipment. Phthalonitrile, DBU, 30% solution
of CH3ONa in CH3OH, and PcH2 (Aldrich) were used as
supplied. Solvents (from Aldrich and Fisher) were distilled by
standard methods before use. The photochemical reactor
(Fig. 1, mercury lamp of 1200 W) was used for irradiation of
samples. Although the mercury lamp was cooled by water flow,
it caused a rapid heating of the reactor space. So, in order to
maintain the necessary constant temperature, the quartz tubes
with sample solutions were partially immersed in a bath,
connected to a thermostat outside the reactor. The temperature
inside the bath and in the thermostat was controlled by
thermometers. The distance of the samples from light source

was about 20 cm; the samples were located in the vertical
middle of the reactor.
Organic microanalyser (Perkin-Elmer) was used for C, H

and N content determination. Infrared and UV/visible (in
pyridine) spectra were recorded on Perkin-Elmer and Lambda
12, respectively.

UV-Irradiation of the reaction system. The solutions, in a
series of solvents, contained phthalonitrile as Pc-precursor and
CH3ONa (or DBU, 1,8-diazabicyclo[5.4.0]undecene-7-ene) as
a nucleophilic reagent, were irradiated for 3 h in a photoche-
mical reactor at 0–60 1C. The following alcohols were used:
methanol, ethanol, isobutanol, tert-butanol, cyclohexanol,
2-octanol, ethyleneglycol, ethoxyethanol, and DMEA (di-
methylethanolamine). Parallel experiments were carried out
without any nucleophilic reagent in the same conditions. Each
solution in quartz tube contained 0.5–1 g of phthalonitrile,
depending on the solubility of phthalonitrile in a solvent, 5–10
mL of the solvent and 2 drops of DBU or 30% solution of
CH3ONa in CH3OH.

Purification and identification of the products. Phthalocya-
nines formed were purified by washing with hot ethanol in a
Soxhlet equipment and dried in air. According to elemental
analysis data, a composition of the obtained products corre-
sponds to typical phthalocyanine (metal-free PcH2). Some
variations of composition (0.05–0.30%) were observed in
different experiments. The IR spectra (KBr pellet) of the
phthalocyanine contain the following main bands (cm�1),
among others: 3500–3380(vs, w), 2815(m), 2504(m) {n(C–H)};
2300–2280(s), 1730(vs), 1607(s), 1524(m) {n(C–C) of benzene
rings}; 1448(m) {n(C–C) of pyrrole rings}; 1385(v.s.), 1365(s)
(pyrrole nuclei-meso atoms of N); 1320(m), 1309 (m), 1150(s)
{g(C–H)}, 720, 690, 675 and 622. UV/vis data (nm) of PcH2 in
pyridine are the following: 692–693, 659–660 (Q-band), 640,
602–604.

Results and discussion

Observations

It was observed that in ethyleneglycol the product is formed in
all the range 0–60 1C with yields from traces to quantitative
(Table 2). In case of ethyleneglycol, due to the high viscosity of
this solvent it was difficult to evaluate exactly a real yield.

Fig. 1 Scheme of the UV-reactor.
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Among the other solvents used, methanol and ethanol were the
best, in which media quantitative yields were registered at
30–60 1C and smaller at 0–25 1C. Ethoxyethanol and DMEA
also appeared to be good solvents for Pc formation by UV-
irradiation, although the yields were lower. It was also con-
firmed by higher Pc yields that CH3ONa is a stronger nucleo-
philic agent in comparison with DBU. In some cases, the Pc
formation was not immediate: in 3–48 h after finishing UV-
irradiation. In the parallel experiments, when no nucleophilic
reagent was used, no phthalocyanine formation was observed.
In other alcoholic media, no Pc formation was detected.

UV irradiation effect on Pc formation

Tomoda and co-workers reported45 that PcH2 could be pro-
duced from phthalonitrile at room temperature in different
alcoholic solvents. The authors concluded that the UV treat-
ment is effective only at the initial stage of the reaction because
of an absence of the product after heating the reaction mixture
in the dark and further exposure to UV light.45 In our previous
investigation,33 it was established that, starting from 1,3-di-
iminoisoindoline (1,3-D), PcH2 formation takes place even at
5–7 1C in N,N-dimethylethanolamine exposing 1,3-D solution
at UV light.

When phthalonitrile is used as a precursor, free ROd radicals
appear due to UV irradiation of the alcohol solutions of
phthalonitrile, contributing to the nucleophilic attack on the
carbon atom of the CN group together with the action of
CH3ONa or DBU. Probably, this is a cause of PcH2 formation
at room temperature under the conditions of UV-irradiation.
In case of use of N,N-dimethylethanolamine, the formation of
free radicals (CH3)2NCH2CH2O

d takes place; additionally, the
electron lone pair of the nitrogen atom could take part in
nucleophilic attack on the carbon atom of the CN group.

It was noted that the yields in ethyleneglycol seem to be
higher in comparison with other alcohols having only one OH
group. Unfortunately, as was mentioned earlier, it is difficult to
evaluate a real yield due to the difficulties in isolation of the
product from this solvent. Evidently, an increase in the number
of OH groups leads to an increase in the quantity of free
radicals. The experiments in glycerine gave the similar results,
but it was absolutely impossible to isolate the product from this
solvent, so real yields in glycerine are unknown.

Conclusions

Phthalocyanines can be obtained from phthalonitrile as a
precursor under mild conditions at room temperature in the

conditions of additional activation of the reaction system (UV
irradiation, direct electrochemical procedure, use of strong
solid bases or elemental metals, etc.). Non-substituted phtha-
locyanine can be obtained from phthalonitrile under mild
conditions (0–60 1C) in various alcohols under UV-irradiation
of the reaction system.
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for useful comments.

References

1 R. P. Linstead, J. Chem. Soc., 1934, 1016.
2 G. T. Byrne, R. P. Linstead and A. R. Lowe, J. Chem. Soc., 1934,

1017.
3 R. P. Linstead and A. R. Lowe, J. Chem. Soc., 1934, 1022.
4 C. E. Dent and R. P. Linstead, J. Chem. Soc., 1934, 1027.
5 (a) Phthalocyanines Properties and Applications, ed. C. C. Leznoff

and A. B. P. Lever, VCH Publ. Inc., New York., Vol. 1, 1990; (b)
Phthalocyanines Properties and Applications, ed. C. C. Leznoff and
A. B. P. Lever, VCH Publ. Inc., New York., Vol. 2, 1992; (c)
Phthalocyanines Properties and Applications, ed. C. C. Leznoff and
A. B. P. Lever, VCH Publ. Inc., New York., Vol. 3, 1993; (d)
Phthalocyanines Properties and Applications, ed. C. C. Leznoff and
A. B. P. Lever, VCH Publ. Inc., New York., Vol. 4, 1996.

6 A. L. Thomas, Phthalocyanines. Research and Application, CRC
Press, Boca Raton, 1990.

7 C. H. Yang, S. F. Lin, H. L. Chen and C. T. Chang, Inorg. Chem.,
1980, 19, 3541.

8 M. A. Petit, V. Plichon and H. Belkacemi,New J. Chem., 1989, 13,
459.

9 A. Shaabani, F. Bahadoran and N. Safari, Indian J. Chem. A,
2001, 40(2), 195.

10 L.-C. Liu, C.-C. Lee and A. T. Hu, J. Porphyrins Phthalocyanines,
2001, 5(11), 806.

11 D. A. Davies, C. Schnik, J. Silver, J. L. Sosa-Sánchez and P. G.
Riby, J. Porphyrins Phthalocyanines, 2001, 5(4), 376.

12 Shin Pin Tu, Daeik Kim and The Fu Yen, J. Environ. Eng. Sci.,
2002, 1, 237.

13 M. K. Engel, Report Kawamura Inst. Chem. Res. 1996, 1997, 8,
11–54 (Chem. Abs., 1998, 127, 313213).

14 Hu, Andrew Teh, Tseng, Tsai-Wie, Hwu, Herng-Dar, Liu, Lung-
Chang, Lee, Chung-Chun, Lee, Ming-Chia, Chen and Jun-Rong,
US Pat., 2002, 5 pp., US 6491796 B1 20021210.

15 Liu, Lung-Chang, Lee, Chung-Chun, Hu and Andrew Teh,
J. Porphyrins Phthalocyanines, 2001, 5(11), 806–807.

16 E. G. Kogan, A. V. Ivanov, L. G. Tomilova and N. S. Zefirov,
Mendeleev Commun., 20022), 54–55.

Table 2 Phthalocyanine yields at different temperatures under UV-irradiation

Solvent/base

Yield (%)

Temperature/1C/

0–5 5–10 10–15 15–20 20–25 25–30 30–35 35–40 40–45 45–50 50–55

Ethyleneglycol 0 0 0 0 0 0 0 0 0 0 0

Ethyleneglycol/DBU Traces Traces Traces o5 17–20 35–40 50–55 100 100 100 100

Ethyleneglycol/CH3ONa Traces Traces Traces o7 20–25 32–36 40 60 80 100 100

Ethanol 0 0 0 0 0 0 0 0 0 0 0

Ethanol/DBU 0 0 Traces Traces 15–20 38–40 45–50 100 100 100 100

Ethanol/CH3ONa 0 Traces Traces 15–22 50–55 70–75 100 100 100 100 100

Methanol 0 0 0 0 0 0 0 0 0 0 0

Methanol/DBU Traces Traces o10 20–25 45–55 65–73 100 100 100 100 100

Methanol/CH3ONa Traces Traces 10–15 25–30 50–55 70–75 100 100 100 100 100

DMEA 0 0 0 0 0 0 0 0 0 0 0

DMEA/DBU 0 0 0 0 0 0 0 Traces Traces 80–85 100

DMEA/CH3ONa 0 0 0 0 0 0 o10 50–60 75–80 100 100

Ethoxyethanol 0 0 0 0 0 0 0 0 0 0 0

Ethoxyethanol/DBU 0 0 0 0 0 0 0 Traces Traces 75–80 100

Ethoxyethanol/CH3ONa 0 0 0 0 0 0 Traces 45–50 65–75 75–80 100

N e w J . C h e m . , 2 0 0 5 , 2 9 , 6 8 6 – 6 9 2 691

D
ow

nl
oa

de
d 

by
 U

N
IV

E
R

SI
T

Y
 O

F 
A

L
A

B
A

M
A

 A
T

 B
IR

M
IN

G
H

A
M

 o
n 

18
 J

an
ua

ry
 2

01
3

Pu
bl

is
he

d 
on

 1
6 

M
ar

ch
 2

00
5 

on
 h

ttp
://

pu
bs

.r
sc

.o
rg

 | 
do

i:1
0.

10
39

/B
41

57
12

P

View Article Online

http://dx.doi.org/10.1039/b415712p


17 (a) A. Shaabani, F. Bahadoran, A. Bazgir and N. Safari, Iran. J.
Chem. Chem. Eng., 1999, 18(2), 104–107; (b) A. Shaabani,
J. Chem. Res., 1998, 10, 672–673.

18 A. Yu, Tolbin, A. V. Ivanov, L. G. Tomilova and N. S. Zefirov,
Mendeleev Commun., 2002, 12(3), 96–97.

19 He, Xiao-mei, Lu, Jian-bo, Lu, Jian-mei and Zhu, Xiu-lin, He-
cheng Huaxue, 2002, 10(1), 87–90.

20 Jung, Ki Suck, Ro, Ji Young, Lee, Jong Young and Park, Seong
Soo, J. Mater. Sci. Lett., 2001, 20(24), 2203–2205.

21 Park Seong Soo, Jung Ki Suck, Lee Jong Young, Park Jin Hwan,
Lee Gun Dae and Suh Cha Soo, Kongop Hwahak, 2001, 12(7),
750–754.

22 D. Villemin, M. Hammadi, M. Hachemi and N. Bar, Molecules,
2001, 6(10), 831–844, http://www.mdpi.org/molecules/papers/
61000831.pdf.

23 C. P. Ungurenasu, Sı́ntesis, 199910), 1729–1730.
24 B. B. Khanukaev and N. S. Khanukaeva, Zh. Fiz. Khim., 1998,

72(9), 1607–1611.
25 B. J. Exsted and M. W. Urban, Adv. Chem. Series 236 (Structure-

Property Relations in Polymers), 1993, 791–809.
26 M. D. Hohol and M. W. Urban, Polymer, 1993, 34(9), 1995–2002.
27 P. Gregory and P. M. Mistry, Br. Pat. Appl., 1989, 4 pp., GB

2214922 A1 19890913.
28 G. Ilangovan, J. L. Zweier and P. Kuppusamy, J. Phys. Chem. B,

2000, 104(40), 9404–9410.
29 G. Ilangovan, J. L. Zweier and P. Kuppusamy, J. Phys. Chem. B,

2000, 104, 4047.
30 M. A. Petit, T. Thami and R. Even, J. Chem. Soc., Chem.

Commun., 198915), 1059–1060.
31 P. Turek, J. J. Andre, A. Giraudeau and J. Simon, Chem. Phys.

Lett., 1987, 134(5), 471–476.
32 M. A. Petit, T. Thami, C. Sirlin and D. Lelievre, New J. Chem.,

1991, 15(1), 71–74.
33 Kharisov, B. I. Blanco, L. M. Torres-Martinez and L. M. Garcia-

Luna, Ind. Eng. Chem. Res., 1999, 38(8), 2880–2887.
34 L. Griffiths, B. P. Straughan and D. J. Gardiner, J. Chem. Soc.,

Dalton Trans., 19836), 1193.
35 H. Distler, W. Habermann, J. Kranz and R. Widder, Ger. Offen.,

1980, 17 pp., DE 2849065 19800522.
36 B. I. Kharisov, L. M. Blanco-Jerez and A. Garcia-Luna, Rev. Soc.
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