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Description
Technical Field

[0001] The present invention relates to porphyrin based compounds to use as sensitizers or zinc porphyrin-based
photosensitizing compounds providing efficient charge transfer flow from the donor to the acceptor moiety which anchors
the dye to the surface of the oxide scaffold acting as electron acceptor. The present invention further relates to porphyrin
photosensitizing dyes covering the whole UV-Visible to near-infrared region spectrum with high absorption coefficient
to increase the photoelectric conversion efficiency, to their use in photoelectrochemical, electrochemical or optoelectronic
device, in particular dye-sensitized solar cells (DSCs) comprising such zinc porphyrin-based photosensitizer compounds.

Prior Art and the Problem Underlying the Invention

[0002] The worlds increasing demand for energy and global warming alarming us to reduce the use of fossil fuels and
find alternate renewable energy sources. In field of solar energy conversion to electricity, the dye sensitized solar cells
(DSCs) have attracted considerable attention in recent years due to its low cost and high efficiency. For example, DSCs
based on ruthenium sensitizers have reached overall power conversion efficiency (PCE) of over 11% under standard
Air Mass 1.5G illumination.

[0003] In recent years many efforts have been devoted to develop organic sensitizers for practical use due to their
high molar absorption coefficients, ease of synthesis and structural modifications and to avoid the use of costly metal
having limited availability.

[0004] Thus, PCE of donor-n-acceptor (D-n-A) organic sensitizers are attractive candidates to be used as sensitizers
for DSC, since they reach more than 10% power conversion efficiency (Ito et al., Chem Commun., 2008, 5194).
[0005] Porphyrins have large absorption coefficients of their Soret and Q-bands in the visible region. They are also
considered as being very attractive sensitizers. Further these phorphyrin sensitizers may be functionalized at the meso
and beta positions of the chromophore to tune the spectral properties and energetics of porphyrins.

[0006] In the family of porphyrins, introducing donor and acceptor moieties and using zinc porphyrin chromophore as
a n-bridge strategy has been produced a new family of efficient sensitizers by creating judicious directional electron flow
from the donor to the acceptor moiety which anchors the dye to the surface of the oxide scaffold acting as electron
acceptor (US 2010/0125136, US 2013/0090469). But the power conversion efficiency of DSCs comprising such sensi-
tizers are low and remains under 10%.

[0007] In the absorption spectrum of porphyrins there is a valley or gap around 500 nm between the Soret and Q-
bands. This valley is also described in Lu et al. (Phys. Chem. Chem. Phys., 2009, pp. 10270-10274), wherein the
porphyrin dyes comprise an acceptor composed of a t-conjugation bridge and a carboxylicanchoring group. To overcome
this valley and to obtain an absorbing broad spectral response, the co-sensitization approach by combining a donor-
acceptor zinc porphyrin, with an organic co-sensitizer dye, in conjunction with a cobalt redox electrolyte was used to
enhance the device performance (Yella et al., Science, 2011, 334, 629-634).

[0008] The present invention addresses the disadvantage of the organic sensitizer, in particular Ruthenium based
dyes and porphyrin based dyes spectral response. The present invention also addresses the problem of the decreased
light absorption around 500 nm (the "valley") and to broadening the spectral response of said porphyrin dyes by avoiding
the co-sensitization approach by two dyes containing complimentary absorption spectra.

[0009] The invention pursues to provide a new porphyrin sensitizer or porphyrin dye without using costly metals having
limited availability and which does not require further co-sensitizers dye for complementing the light-absorption spectrum
of porphyrin based dye. Said porphyrin dyes of the invention have a broad light absorption spectrum and have an extra
charge transition band to fill the valley between the Soret and Q-bands. Thus the co-sensitization with a dye having
complementary absorption spectrum is not needed to obtain high PCE and to enhance photoelectrochemical devices
comprising such a dye. Further the porphyrin dyes are highly efficient, low cost and show good stability in addition to
show an extension of light harvesting into the near IR.

[0010] The present invention addresses the problems depicted above.

Summary of the Invention

[0011] Surprisingly the present inventors have found that the introduction of an electron-acceptor as n-conjugated
linker between the anchoring group and the porphyrin chromophore or core contributes to the extra charge transition
band to fill the valley between the Soret and Q-bands. The introduction of an electron acceptor such as quinoxaline
based spacer between the porphyrin core and the anchoring group derived from benzoic acid provides new porphyrin
sensitizing compounds with a broad absorption covering the whole UV-Visible spectrum to the near-IR (infrared) spec-
trum.
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[0012] Surprisingly, it is observed that compared with a reference porphyrin sensitizer without the quinaxoline based
electron-acceptor, the compound of the invention also presents a red-shifted spectrum in addition to bridge the absorption
gap between the Soret band and Q band and improves the energy conversion efficiency of porphyrin dye-sensitized
solar cells comprising such a dye. The co-sensitization with two dyes, of which one is a former porphyrin dye, is not
necessary to increase the energy conversion efficiency. The sensitization with one dye of the invention is sufficient to
obtain a device with a power conversion efficiency of more than 12%.

[0013] In an aspect, the present invention provides a compound of formula |
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- Mis selected from Co, Cu, Fe, Mg, Mn, Ni, Si or Zn or M is two H (hydrogen) substituting two pyrrole moieties
constituting the porphyrin core;
- Alis an acceptor group selected from a moiety according to any one of the formulae (1) to (36) and (103) to (107)
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wherein R1-R68 and R137-R141 are substituents independently selected from H, C1-C16 alkyl, C1-C16 alkoxy, C1-
C16 thioalkyl, C1-C16 alkoxyalkyl, C4-C16 aryl, C1-C16 arylalkyl or C4-C16 heteroaryl, C4-C16 heteroarylalkyl
wherein heteroatoms are selected from O, S, or N;

- Anc is an anchoring group selected from C4-C16 aryl or C4-C16 heteroaryl being further substituted, wherein
heteroatoms are selected from O, S, or N and wherein further susbsitutents are selected from COOH, =0 (keto),
C4-C16 cyanoalkenyl carboxylic acid;

- LqandL, are substituents independently selected from C4-C16 aryl or C4-C16 heteroaryl being further substituted
or unsubstituted, wherein heteroatoms are selected from O, S, or N and wherein the further substituents are selected
from H, C1-C16 alkyl, C1-C16 alkoxy, C1-C16 thioalkyl, C1-C16 alkoxyalkyl, C4-C16 aryl, C1-C16 arylalkyl or C4-
C16 heteroaryl, C4-C16 heteroarylalkyl wherein heteroatoms are selected from O, S, or N;

- Ar;and Ar, are donor substituents being selected from C4-C16 aryl, C8-C32-diaryl, C4-C16 heteroaryl being further
substituted or unsubstituted, wherein heteroatoms are selected from O, S, or N and wherein the further substituents
are selected from H, C1-C16 alkyl, C1-C16 alkoxy, C1-C16 thioalkyl, C1-C16 alkoxyalkyl, C4-C16 aryl, C1-C16
arylalkyl or C4-C16 heteroaryl, C4-C16 heteroarylalkyl wherein heteroatoms are selected from O, S, or N.

[0014] In a further aspect, the invention provides the use of said compound of formula (l) as a dye or a sensitizing
compound in an electrochemical or optoelectronic device.

[0015] In another aspect, the present invention provides an electrochemical, preferably photoelectrochemical, or op-
toelectronic device comprising a dye being said compound of formula (1).

[0016] Further aspects and preferred embodiments of the invention are defined herein below and in the appended
claims. Further features and advantages of the invention will become apparent to the skilled person from the description
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of the preferred embodiments given below.

Brief Description of the Drawings

[0017]
Figure 1 shows the scheme of synthesis of a compound of the invention of formula (89) or dye Y789.
Figure 2 shows dyes Y789-OC6 and Y789-OC8.
Figure 3 shows dye Y350.

Figure 4 shows the absorption spectra as a function of wavelength of dye Y350 (Figure 4A) and of dye Y789
(compound of formula (89) - Figure 4B).

Figure 5 shows the J-V (photocurrent density-voltage) curves of dye Y350 (Figure 5A) and of dye Y789 (compound
of formula (89) - Figure 5B) under simulated one sun illumination (AM1.5G, 100 mW/cm2).

Figure 6 shows IPCE (incident photon-to-electric current conversion) spectra as a function of wavelength of dye
Y350 (dark line) and of dye Y789 (light line) sensitized DSCs.

Figure 7 is a schematic representation of a DSC with a dye according to the present invention.

Figure 8 is a schematic representation of the light adsorption layer 3 shown in Figure 7, comprising a semiconductor
nanoparticle layer 4 and a dye layer 5.

Detailed Description of the Preferred Embodiments

[0018] The presentinvention concerns compounds based on porphyrin core absorbing on the whole spectrum of UV-
Visible and near-IR light spectrum without the requirement of the co-sensitization, their use as sensitizing compound or
dye in an electrochemical or optoelectronic device and an electrochemical or optoelectronic devices comprising a com-
pound of the invention.

[0019] In particular, the compound of the invention is a compound of formula (l)

A ANc

D.

[0020] Without to be bound by the theory, the porphyrin core is tuned to provide the better expected power conversion
efficiency (PCE) as sensitizers for electrochemical, photoelectrochemical or optoelectronic device, in particular for DSCs
by the introduction of an electron-acceptor (A) as n-conjugated linker between the anchoring group (Anc) and the
porphyrin chromophore. Said porphyrin chromophore is further substituted on the meso-10, 20 positions of said porphyrin
core by L, and L, being a C4-C12 aryl or a C4-C12 heteroaryl, wherein the heteroatom is S, said aryl or heteroaryl being
further substituted by alkoxy chain in order to protect the dye from the aggregation. The stereo hindrance between the
molecules thus increasing and the n-n interaction of the porphyrin ring itself being reduced, the molecular solubility is
enhanced and the aggregation of the molecules is prevented. The porphyrin core is substituted with a donor group,
wherein the amino group is further substituted by aromatic group, donor substituents Ary and Ar,,.

[0021] M is a divalent metal, which may be present or absent, and if present M is selected from Co, Cu, Fe, Mg, Mn,
Ni, Si or Zn. Preferably M is selected from Co, Cu, or Zn. Most preferably M is Zn. If M is absent, M is replaced by two
H (hydrogen) substituting two pyrrole moieties constituting the porphyrin core.
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[0022] Ais anacceptor group selected from a moiety according to any one of the formulae (1) to (36) and (103) to (107)
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137
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wherein R1-R68 and R137-R141 are substituents independently selected from H, C1-C16 alkyl, C1-C16 alkoxy, C1-C16
thioalkyl, C1-C16 alkoxyalkyl, C4-C16 aryl, C1-C16 arylalkyl or C4-C16 heteroaryl, C4-C16 heteroarylalkyl wherein
heteroatoms are selected from O, S, or N. If alkyl, alkoxy, thioalkyl, alkoxyalkyl, arylalkyl and heteroaryl groups comprise
3 or more carbons, they may be linear, branched or cyclic. Preferably alkyl, alkoxy, thioalkyl, alkoxyalkyl, arylalkyl and
heteroaryl are selected from hydrocarbon containing from 1 to 16 carbons, 1 to 12 carbons or 1 to 8 carbons. Substituents
from R1-R®8 and R137-R141 substituting the same moiety of same formula may be identical to the other substituent
substituting the same moiety of same formula or different. For example, R! and R2 substituting the moiety of formula
(2) may be identical or different.

[0023] In a further embodiment, A is an acceptor group selected from a moiety according to any one of the formulae

(1) to (36) and (103) to (105)
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wherein R1-R68 and R137-R141 are substituents independently selected from H, C1-C16 alkyl, C1-C16 alkoxy, C1-C16
thioalkyl, C1-C16 alkoxyalkyl, C4-C16 aryl, C1-C16 arylalkyl or C4-C16 heteroaryl, C4-C16 heteroarylalkyl wherein
heteroatoms are selected from O, S, or N. If alkyl, alkoxy, thioalkyl, alkoxyalkyl, arylalkyl and heteroaryl groups comprise
3 or more carbons, they may be linear, branched or cyclic. Preferably alkyl, alkoxy, thioalkyl, alkoxyalkyl, arylalkyl and
heteroaryl are selected from hydrocarbon containing from 1 to 16 carbons, 1 to 12 carbons or 1 to 8 carbons. Substituents
from R1-R®8 and R137-R141 substituting the same moiety of same formula may be identical to the other substituent
substituting the same moiety of same formula or different. For example, R! and R2 substituting the moiety of formula
(2) may be identical or different.

[0024] In a further embodiment of the compound of the invention, the acceptor A is selected from a moiety according
to any one of the formulae (1)-(12), (14), (15), (25), (27), (30), and (31). Further A is selected form a moiety according
to any one of the formulae (1) to (11), (16), (17) and (27) to (29). Preferably A is selected from a moiety according to
any one of the formulae (1) to (11), most preferably from a moiety according to any one of the formulae (1) and (2).
[0025] Ancis an anchoring group selected from C4-C16 aryl or C4-C16 heteroaryl being further substituted, wherein
heteroatoms are selected from O, S, or N and wherein further susbsitutents are selected from COOH, =O (keto), C4-
C16 cyanoalkenyl carboxylic acid.

[0026] The anchoring moiety of the anchoring group Anc in the compound of formula (1), preferably being -COOH may
be replaced by an anchoring moiety being independently selected from -COOH, PO3H,, -PO4H,, -P(Rg)O,H, -SO5H,,
-SO4H,, -CONHOH-, 1,2-hydroxybenzene, 1-hydroxy-2-carboxybenzene, acetylacetonate, deprotonated forms of the
aforementioned, organic and /or inorganic salts of said deprotonated forms, and chelating groups with n-conducting
character. Rg may be a hydrocarbon comprising from 1 to 50 carbons and 0-25 heteroatoms selected from O, N, or S,
said hydrocarbon being covalently bound to the P atom of said phosphinic acid group by a carbon atom. Rg may a a
substituted or unsubstituted, linear, branched or cyclic C1-C20 alkyl, C2-C20 alkenyl, C2-C20 alkynyl, and C4-C20 aryl.
[0027] According to the present invention, the aryl or the heteroaryl moiety may be substituted by abovementioned
substituents on the meta-, ortho- or para-position of the aryl or heteroaryl.

[0028] In an embodiment, Anc is selected from a moiety according to any one of formulae (37) to (53)

COOH
COOH
=== COOH -
O, L, -G
(37) COOH (38) COOH(3% (40)

12
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wherein R® and R70 are substituents independently selected from H, C1-C16 alkyl, C1-C16 alkoxy, C1-C16 thioalkyl,
C1-C16 alkoxyalkyl, C4-C16 aryl, C1-C16 arylalkyl or C4-C16 heteroaryl, C4-C16 heteroarylalkyl wherein heteroatoms
are selected from O, S, or N. If alkyl, alkoxy, thioalkyl, alkoxyalkyl, arylalkyl and heteroaryl groups comprise 3 or more
carbons, they may be linear, branched or cyclic. Preferably alkyl, alkoxy, thioalkyl, alkoxyalkyl, arylalkyl and heteroaryl
are selected from hydrocarbon containing from 1 to 16 carbons, 1 to 12 carbons or 1 to 8 carbons.

[0029] In a further embodiment, Anc in the compound of formula (1) is selected from a moiety according to any one of
the formulae (37) to (47) or any one of the formulae (37) to (40).

[0030] The connection of the compound of the invention onto the semiconductor surface is effected by way of an
anchoring group of the compound of the invention. Said connection can be by way of electrostatic interaction and/or of
covalent connection and/or coordinate covalent, which is stable for at least 10 hours, preferably at least 10 weeks, mote
preferably at least 10 months and ideally up to a more that 1-3 years. The anchoring group is suitable to anchor said
compound of formula (I) onto the surface of a semiconductor. In particular, the compound having the core structure is
preferably in any way adsorbed or attached on a surface of said semiconductor, in particular by way of said anchoring
group.

[0031] L, and L, are substituents independently selected from C4-C16 aryl or C4-C16 heteroaryl being further sub-
stituted or unsubstituted, wherein heteroatoms are selected from O, S, or N and wherein the further substituents are
selected from H, C1-C16 alkyl, C1-C16 alkoxy, C1-C16 thioalkyl, C1-C16 alkoxyalkyl, C4-C16 aryl, C1-C16 arylalkyl or
C4-C16 heteroaryl, C4-C16 heteroarylalkyl wherein heteroatoms are selected from O, S, or N.

[0032] Inan embodiment, L4 and L, are independently selected from a moiety according to any one of formulae (54)
to (65)

i
73 |

i i OR orR™  orR”® _J_ oRrR”
. or” L or™ \©/
[ j [ j 75 78
(54) (55) R

OR (56) (57)
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wherein R71-R100 gre substituents independently selected from H, C1-C16 alkyl, C1-C16 alkoxy, C1-C16 thioalkyl, C1-
C16 alkoxyalkyl, C4-C16 aryl, C1-C16 arylalkyl or C4-C16 heteroaryl, C4-C16 heteroarylalkyl wherein heteroatoms are
selected from O, S, or N. If alkyl, alkoxy, thioalkyl, alkoxyalkyl, arylalkyl and heteroaryl groups comprise 3 or more
carbons, they may be linear, branched or cyclic. Preferably alkyl, alkoxy, thioalkyl, alkoxyalkyl, arylalkyl and heteroaryl
are selected from hydrocarbon containing from 1 to 16 carbons, 1 to 12 carbons, 1 to 8 carbons or 1 to 6 carbons.
Substituents from R71 to R100 substituting the same moiety of same formula may be identical to the other substituent
substituting the same moiety of same formula or different.

[0033] In a further embodiment, L, and L, are selected from a moiety according to any one of the formulae (55) to
(58). L1 and L, may be identical moieties or different. Preferably, L4 and L, are identical and are selected from moiety
(55), wherein R7" and R72 are identical. Most preferably, L, and L, are selected from moiety (55), wherein R7! and R72
are identical and are selected from C1-C12 alkyl, C1-C12 alkoxyalkyl or C1-C12 alkoxy.

[0034] Ar, and Ar, are donor substituents being selected from C4-C16 aryl, C8-C32-diaryl, C4-C16 heteroaryl being
further substituted or unsubstituted, wherein heteroatoms are selected from O, S, or N and wherein the further substituents
are selected from H, C1-C16 alkyl, C1-C16 alkoxy, C1-C16 thioalkyl, C1-C16 alkoxyalkyl, C4-C16 aryl, C1-C16 arylalkyl
or C4-C16 heteroaryl, C4-C16 heteroarylalkyl wherein heteroatoms are selected from O, S, or N.

[0035] Inafurtherembodiment, Ar; and Ar, are independently selected from a moiety according to any one of formulae
(66) to (88)

5@, R @

R™ (67) R (68) R (69) (70)

R111 i R115 OR
@ =ae]
e ® (74) (75)

R (71) (72) OR' (73) SR OR' (76)
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OR 125

131

R i
I\N X N
5 &b o
81) Q(sz) N (83) L

N™ (84) S (85)

"’U\SR1 36

/Y B N
Q\SR1 34(86) "‘Q\SR1S5 ) Il?Mz ),

wherein R101-R136 and R142 are substituents independently selected from H, C1-C16 alkyl, C1-C16 alkoxy, C1-C16
thioalkyl, C1-C16 alkoxyalkyl, C4-C16 aryl, C1-C16 arylalkyl or C4-C16 heteroaryl, C4-C16 heteroarylalkyl wherein
heteroatoms are selected from O, S, or N. If alkyl, alkoxy, thioalkyl, alkoxyalkyl, arylalkyl and heteroaryl groups comprise
3 or more carbons, they may be linear, branched or cyclic. Preferably alkyl, alkoxy, thioalkyl, alkoxyalkyl, arylalkyl and
heteroaryl are selected from hydrocarbon containing from 1 to 16 carbons, 1 to 12 carbons, 1 to 8 carbons or 1 to 6
carbons. Substituents from R101 to R136 and R142 substituting the same moiety of same formula may be identical to the
other substituent substituting the same moiety of same formula or different.

[0036] In a further embodiment, Ar, and Ar, are selected from a moiety according to any one of the formulae (67),
(75) to (81). Ary and Ar, may be identical moieties or different. Preferably, Ar, and Ar, are identical and are selected
from moiety (77), wherein R12" and R122 are identical. Most preferably Ar, and Ar, are selected from moiety (77), wherein
R121 and R122 are identical and are selected from C1-C6 alkyl, C1-C6 alkoxyalkyl or C1-C6 alkoxy.

[0037] In a further embodiment of the compound of formula (1), LT and L2 are identical moieties and Ar! and Ar2 are
identical moieties. Accordingly a symmetrical configuration with the porphyrin core is formed.

[0038] In the moieties of formula (1) to (88), the connection of any moiety to the basic structure porphyrin core or to
a preceding moiety is illustrated by way of a dashed line representing the bond indicating the connection of the moiety
to either the porphyrin core and to the following moiety, or to the preceding moiety and the following moiety.

[0039] According to an embodiment, the compound of formula (1) is selected from one compound according to any
one of formulae (89) to (102):
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H13Cs

OO
Y.L
I
z S
oI
8o
(@]

H25C12
-

H13CgO (89)

5e

H3CsO (90)

H13CsO (29)
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H13C60 (101)

H13CeO (102).

[0040] The invention also provides a use of a compound of formula (I) as a dye or a sensitizing compound in an
electrochemical or optoelectronic device.

The meaning of the terms "dye", "sensitizer", "sensitizing dye or compound”, "photosensitizer", "dye sensitizer" may
partially or totally orverlap with each other.

[0041] The invention further provides, in one aspect, an electrochemical or optoelectronic device comprising a dye
being a compound of formula (1) of the invention.

[0042] For the purpose of illustration, an exemplary, non-limiting embodiment of a DSC according to the invention is
shown in Figures 7 and 8. The device comprises a light absorption layer 3 comprising a semiconductor material 4 and,
absorbed thereto, a layer 5 comprising a dye according to invention or a dye comprising the compound of the invention.
[0043] Accordingto an embodiment, the semiconductor material 4 comprises a porous structure. The porous structure
is illustrated by the zigzag line in Figure 8.

[0044] Inanotherembodiment, the device of the invention comprises a semiconductor surface 4 on which the compound
of the invention is adsorbed.

According to an embodiment, the device of the invention is selected from an electrochemical device, a photo-electro-
chemical device, an optoelectronic device, a light emitting device, an electrochromic or photo-electrochromic device, an
electrochemical sensor, an electrochemical display or a dye sensitized solar cell.

[0045] Accordingtoapreferred embodiment, the electrochemical device is a photoelectrical conversion device selected
from a solar cell, a dye-sensitized solar cell (DSC), a regenerative dye-sensitized solar cell, a photovoltaic device or a
photovoltaic cell. The device of the invention is the most preferably a dye-sensitized solar cell (DSC). In said device, the
semiconductor is sensitized by the compound of the invention of formula (1), which may be connected onto the semi-
conductor surface by way of its anchoring group Anc.

[0046] In a further aspect, the present invention provides a method of preparing an electrochemical or optoelectronic
device, preferably a DSC, providing a first (electrode 2) and a second electrode (electrode 7), wherein the first electrode
is the anode covered by a mesoporous oxide film of TiO,, providing a compound of formula (l) as sensitizer to said
mesoporous oxide film of TiO, and providing an intermediate layer (charge transport layer 6) comprising an electrolyte
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and a redox couple, or a hole transporting material for solid state devices.

[0047] According to a further embodiment, the semiconductor material (layer 4) comprises a porous structure. The
device of the invention further comprises at least one substrate 1, an electrode 2 and a counter electrode 7, and a charge
transport layer 6, said charge transport layer being provided between said counter electrode and said dye layer 5.
[0048] The substrate layer 1 is preferably a transparent substrate layer selected from glass or plastic. Although there
are two, a top and a bottom substrate layer 1 as shown in Figure 7, devices with only one, a top or a bottom transparent
substrate layer are also encompassed. Generally, the substrate is then on the side of the counter electrode 7. Exemplary
plastic substrates are polyethylene terephthalate, polyethylene naphthalate (PEN), polycarbonate, polypropylene, poly-
imide, 3-acetyl cellulose, and polyethersulfone (PES).

[0049] The conductive layer may be provided by of one of Indium tin oxide (ITO), tin oxide fluoride (FTO), ZnO-Ga,0Os,
Zn0-Al,0Og, tin-oxide, antimony tin oxide (ATO) and zinc oxide, for example.

[0050] The device of the present invention comprises a semiconductor layer (4). This layer may be constituted by a
single layer or by several layers, generally has an overall thickness of up to 100 wm, for example up to 60 um. However,
according to an embodiment of the present invention, the semiconductor layer 4 comprises a semiconductor material,
wherein said semiconductor layer has a thickness of smaller than 20 wm. The semiconductor layer 4 with a thickness
of smaller than 20 microns may also consist of a single layer or comprise two or more separate layers, for example sub-
layers. For example, the sub-layers are arranged one above the other, each sub-layer being in continuous contact with
the respective one or two neighboring sub-layers. For example, the semiconductor layer may comprise a base semi-
conductor layer having a comparatively low porosity and thereon a comparatively high porosity semiconductor layer,
wherein the sensitizers will preferably or to a larger extent be absorbed on the semiconductor material in the high porosity
sub-layer. In other words, the different layers may have different porosity, for example they may be prepared from
nanoparticles of different size, but preferably the sizes remain in the ranges given further below. The thickness of the
entire semiconductor layer, including all potential sub-layers, is preferably <20 wm, more preferably <17 um, even more
preferably <15 and most preferably <13 pm.

[0051] The semiconductor material layer 4 may comprise a semiconductor material selected from Si, TiO,, SnO,,
ZnO, WO3, Nb,Og, and TiSrOs, which all are exemplary semiconductor materials for the purpose of the invention.
Preferably, the semiconductor material layer 4 comprises a porous layer made of semiconductor nanoparticles, for
example nanoparticles made of the semiconductor materials above. The average diameter of the semiconductor nan-
oparticles preferably lies in the range of 0.5 nm - 2000 nm, preferably 1-1000 nm, more preferably 2-500 nm, most
preferably 5-100 nm.

[0052] The dye is provided in the form of a dye layer 5, which comprises dye molecules according to the present
invention, in particular, dyes comprising a compound as defined by formula (1), and/or dyes as defined by formula (89)
to (102). The dye molecules are preferably anchored by way of their anchoring group on the surface of the porous
nanoparticle layer of the semiconductor layer (4) and form a monomolecular layer thereon.

[0053] Thecharge transportlayer 6 preferably comprises (a) an electrically conductive hole and/or electron transporting
material or (b) an electrolyte. If the charges are transported by said electrically conductive hole and/or electron transporting
material, electrons and/or holes move by electronic motion, instead of diffusion of charged molecules. Such electrically
conductive layers are preferably based on organic compounds, including polymers. Accordingly, layer 6 may be an
electron and/or hole conducting material such as the amorphous organic hole transport material 2,2°,7,7’-tetrakis(N,N-
di-p-methoxyphenyl-amine)9,9’-spirofluorene (OMeTAD). In WO2007/107961, charge-transporting materials, which are
liquid at room temperature and their application in dye-sensitized solar cells, are disclosed. These materials may be
used, for example, for the purpose of the present invention.

[0054] Ifthe charge transportlayer is an electrolyte, which is preferred, it comprises a redox-couple. Preferred examples
of redox couples suitable for dye sensitized solar cells are the I7/15” couple or the Co2*/Co3* redox couple (Cobalt tris-
polypyridayl complex).

[0055] In a further embodiment, the electrolyte comprises one or more ionic liquids, composed ionic liquids or eutectic
melt. lonic liquids are generally defined by the fact that they have a melting point of 100°C or lower. For example, anions
of suitable ionic liquids may be selected from I-, Br-, CI-, [N(CN),]-, [N(SO,CF3),I", [PFgl-, [BF,4I,, [NO3]-, [C(CN)3],
[B(CN)4I", [CF3COQT, [CIO4], [BF3CF3], [CF3SOs], [CF3F,SO0g), [CH3H,SOg), [(CF3SO),NT, [(CoH5SO)oNT,
[(CF3S0,)3Cl,, [(CoF5S0,)3Cl, [(FSO5)3Cl,, [CH3CH,0SO04],, [CF5C(0)0], [CF;CF,C(O)O], [CH3CH,C(O)O],
[CH3C(O)OT', [P(CoHs)sF3l [P(CF3)sFsl, [P(CoHaAH)(CF3)aFsll, [P(CoFsHa)sF sl [P(CoF5)(CF3)aF 3l [P(CF3)sFsl,
[P(CeHs)aFal"  [P(C3H7)sFal,  [P(C4Hg)sFsl  [P(CoHs)oF4l,  [(C2Hs):P(O)OL,  [(C2H5),P(0)02)%,  [PCgH5lF 4l
[(CF3);P(O)OT, [(CH3);,P(O)OI-, [(C4Hg),P(0)OI-, [CF3P(0)O,1%, [CH3P(0)O,1%, [(CH30),P(0)OT, [BF,(C,F5),l
[BF3(CoF5)l,  [BFo(CF3)ol  [B(CoFs)gl, [BF3(CN)I,  [BF(CN)oI,  [B(CF3),l,  [B(OCH3),l,  [B(OCH3),(CoHs)l,
[B(O2C2Hs)al [B(O2C2H2)oT [B(O2CH )T [N(CF3)ol [AICI,)- and [SiFg)2-

[0056] Cations of ionic liquids according to the invention may, for example, be selected from compounds having
structures as shown below:
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H, provided that at least one R linked to a heteroatom is different from H;

a linear or branched C1-C20 alkyl;

a linear or branched C2-C20 alkenyl, comprising one or several double bonds;

a linear or branched C2-C20 alkynyl, comprising one or several triple bonds;

a saturated, partially or totally unsaturated C3-C7 cycloalkyl;

a halogen, preferably fluoride or chloride, provided that there is no halogen-heteroatom bond;

NO,, provided that there is no bond of this group with a positively charged heteroatom, and that at least one R is
different from NO,;

CN, provided that there is no bond of this group with a positively charged heteroatom and that at least one R is
different from CN;

wherein the R may be the same or different;

wherein pairs of R may be connected by single or double bonds;

wherein one or several R may be partially or totally substituted with halogens,

preferably -F and/or -Cl, or partially with -CN or -NO,, provided that not all R are totally halogenated;

and wherein one or two carbon atoms of any R may or may not be replaced by any heteroatom and/or group selected
from the group of-O-, -C(O)-, -C(0)O-, -S-, -§(0)-, SO,-, -§(0),0_ -N=, -P=, -NR’-, -PR’-, -P(O)(OR’)-, -P(O)(OR’)O-,
-P(O)(NR'R’)-,-P(O)(NR'R’)O-, P(O)(NR'R’)NR’-, -S(O)NR’-, and -S(O),NR’, with R’ being H, a C1-C6 alkyl, optionally
partially or totally perfluorinated, and/or a phenyl, optionally partially or totally perfluorinated.

wherein any R is independently selected from H and C1-C15 alkyl.

[0057] Preferred substituents of the organic cations shown above are disclosed in W0O2007/093961, on pages 5-7.
The preferred cations defined on these pages are entirely incorporated herein by reference. The most preferred sub-
stituents R are independently selected from H and C1-C15 alkyl. Substituents are selected so that indicated positive
charge is obtained.

[0058] Preferred composed ionic liquids or eutectic melts and electrolytes comprising such composed ionic liquids
are disclosed in WO2009/083901 in pages 7-15 and are entirely incorporated herein by reference.

[0059] Any alkyl, alkenyl or alkynyl referred to in this specification may be linear, branched or cyclic. Linear alkyls,
alkenyls and alkynyls are preferred.

[0060] The electrolyte of the device of the invention may comprise two or more ionic liquids Preferably, the electrolyte
is substantially free of a solvent. Substantially free of a solvent means that there is less than 25 vol.% of added solvent
of high boiling point (more than 200 °C), preferably no added solvent. More preferably, substantially free of a solvent
means that there is less than 5 vol.% of added solvent.

[0061] The counter electrode 7 may comprise or consist of Pt, Au, Ni, Cu, Ag, In, Ru, Pd, Rh, Ir, Os, C, CoS, conductive
polymer or a combination comprising two or more of the aforementioned. Examples of conductive polymers from which
a suitable counter electrode material may be selected are polymers comprising polyaniline, polypyrrole, polythiophene,
polybenzene and acetylene.

[0062] The present invention will now be illustrated by way of examples. These examples do not limit the scope of
this invention, which is defined by the appended claims.
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Examples

Example 1

Synthesis of compound of formula (89) or dye Y789

[0063] The general scheme of the synthesis of compound of formula (89) or dye Y789 is shown in Figure 1.

Synthesis of [5-Bromo-15-Bis(2’,4’-dihexoxybiphenyl-4-yl)amino-10, 20-bis(2,6-didodecoxyphenyl)-porphyrinato]
Zinc(ll) (compound 2 in Scheme of Figure 1).

[0064] In an inert atmosphere, 140 mg (0.1 mM) of [5,15-Dibromo-10,20-bis(2,6-didodecoxyphenyl)porphyrinato]
zinc(ll) was reacted with 110 mg (0.15 mM) of bis(2’,4’-dihexoxybiphenyl-4-yl)amine catalyzed with 5 mg (0.01 mM)
Pd(Pt-Bus), in the presence of 50 mg (0.5 mM) -BuONa in 5 mL toluene at 110°C for 12 h, then the mixture was cooled
to room temperature and poured to 50 mL water. After that the mixture was extracted twice with 50 mL CH,Cl,, the
organic phase was combined and evaporated. The residue was subject to silica gel column chromatography using a
mixture of 1:1 CH,Cl, and hexane as eluent, yielded 150 mg (75%) purple waxy product. TH NMR (400 MHz, Chloroform-
d) 6 9.68 (d, J =4.6 Hz, 2H), 9.29 (d, J = 4.6 Hz, 2H), 8.88 (d, J = 4.6 Hz, 2H), 8.74 (d, J = 4.6 Hz, 2H), 7.66 (t, J= 8.4
Hz, 2H), 7.37 (d, J = 1.7 Hz, 8H), 7.16 (d, J = 8.5 Hz, 2H), 6.97 (d, J = 8.5 Hz, 4H), 6.54-6.40 (m, 4H), 4.01-3.75 (m,
16H), 1.84-1.62 (m, 16H), 1.61-0.37 (m, 120H).

Synthesis of [5-ethynyl-15-Bis(2’,4’-dihexoxybiphenyl-4-yl)amino-10,20-bis(2,6-didodecoxyphenyl)-porphyrinato]
Zinc(ll) (compound 3 in Scheme of Figure 1).

[0065] A mixture of [5-Bromo-15-Bis(2’,4’-dihexoxybiphenyl-4-yl)amino-10,20-bis(2,6-didodecoxyphenyl)-porphyri-
nato] Zinc(Il) 200 mg (0.1 mM) and 50 mg (0.5 mM) trimethylsilylacetylene, 9 mg (0.01 mM) Pd,(dba); and 5.2 mg (0.02
mM) triphenylphosphine in 2 mL triethylamine was heated to 60 °C for 4 h, then the mixture was cooled to room temperature
and the solvent was evaporated. The residue was purified by silica gel column chromatography, washed with 1:1 CH,Cl,
and hexane to get green oil. Then the oil was reacted with 60 mg (0.2 mM) Bu,NF in THF at room temperature for 1 h
to remove the trimetylsilyl protecting group. The solvent was removed by vacuum and the residue was purified by silica
gel column with 1:1 CH,Cl, and hexane as eluent, yielded 120 mg (60%) product. 'H NMR (400 MHz, Chloroform-d) &
9.65 (d, J = 4.6 Hz, 2H), 9.31 (d, J = 4.6 Hz, 2H), 8.91 (d, J = 4.6 Hz, 2H), 8.76 (d, J = 4.6 Hz, 2H), 7.69 (t, J = 8.4 Hz,
2H), 7.37 (s, 8H), 7.17 (d, J = 8.5 Hz, 2H), 6.99 (d, J = 8.5 Hz, 4H), 6.58-6.40 (m, 4H), 4.10 (s, 1H), 4.01-3.79 (m, 16H),
1.90-1.64 (m, 16H), 1.57-0.44 (m, 120H).

Synthesis of compound 4 in Scheme of Figure 1.

[0066] To a mixture of [5-ethynyl-15-Bis(2’,4’-dihexoxybiphenyl-4-yl)amino-10,20-bis(2,6-didodecoxyphenyl)-porphy-
rinato] Zinc(ll) 200 mg (0.1 mM) and methyl 4-(8-bromo-2,3-diphenylquinoxalin-5-yl)benzoate 50 mg (0.1 mM) in 5 mL
triethylamine, Pd,(dba); and 5.2 mg (0.02 mM) triphenylphosphine was added. The mixture was heated at 60 °C for 24
h under the protection of N, gas. After evaporating the solvent, the residue was purified by silica gel column eluented
with a mixture of 2:1 CH,Cl, and hexane to yield 110 mg (50%) dark green solid product. 'H NMR (400 MHz, Chloroform-
d) $ 10.16 (d, J = 4.6 Hz, 2H), 9.28 (d, J = 4.6 Hz, 2H), 8.82 (d, J = 4.6 Hz, 2H), 8.76 (d, J = 4.6 Hz, 2H), 8.51 (d, J =
7.6 Hz, 1H), 8.25 (d, J = 8.3 Hz, 2H), 8.09-8.00 (m, 6H), 7.76-7.65 (m, 5H), 7.49 (dd, J = 5.1, 2.0 Hz, 2H), 7.44-7.33 (m,
10H), 7.17 (d, J = 8.5 Hz, 2H), 7.02 (d, J = 8.5 Hz, 4H), 6.54-6.41 (m, 4H), 4.00 (s, 3H), 3.98-3.83 (m, 16H), 1.94-1.55
(m, 24H), 1.50-0.39 (m, 112H).

Synthesis of dye Y789 (compound of formula (89)).

[0067] 5 mL ethanol and 1 mL water was added to a mixture of 48 mg (0.02 mM) and LiOH 26 mg (1 mM), the mixture
was stirred at room temperature for 4 h. The mixture was poured into 50 mL water, and extracted with 50 mL CH,ClI,
twice, the organic phase was combined and evaporated. After purifying with silica gel column, 36 mg dark green solid
was produced. H NMR (400 MHz, Chloroform-d) & 10.12 (d, J = 4.5 Hz, 2H), 9.24 (d, J = 4.5 Hz, 2H), 8.78 (d, J= 4.5
Hz, 2H), 8.71 (d, J = 4.6 Hz, 2H), 8.49 (d, J = 7.6 Hz, 1H), 8.28 (d, J = 8.0 Hz, 2H), 8.12-7.98 (m, 6H), 7.77-7.63 (m,
5H), 7.47 (dd, J = 4.8, 2.3 Hz, 2H), 7.43-7.31 (m, 10H), 7.15 (d, J = 8.5 Hz, 2H), 7.01 (d, J = 8.4 Hz, 4H), 6.55- 6.41 (m,
4H), 4.11-3.75 (m, 16H), 1.95-1.55 (m, 24H), 1.55-1.20 (m, 32H), 1.20-0.39 (m, 80H). APCIl: m/z calcd for
C159H197N7040Zn 2405.4447, found 2405.4405.
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Example 2

Synthesis of compounds Y789-OC6 and Y789-OC8 (Figure 2)

[0068] The Y789-OC6 and Y789-OC8 was synthesized following the synthetic procedure of the Y789, namely com-
pound of formula (89). Both compounds are illustrated in Figure 2.

[0069] The characterization data for Y789-OC6 is as following: TH NMR (400 MHz, Chloroform-d) § 10.13 (d, J = 4.4
Hz, 2H), 9.26 (d, J = 4.5 Hz, 2H), 8.80 (d, J = 4.5 Hz, 2H), 8.73 (d, J = 4.5 Hz, 2H), 8.51 (d, J = 7.5 Hz, 1H), 8.30 (d, J
= 8.2 Hz, 2H), 8.13- 8.07 (m, 2H), 8.07-7.99 (m, 4H), 7.74-7.65 (m, 5H), 7.47 (dd, J = 5.2, 2.0 Hz, 2H), 7.39-7.33 (m,
10H), 7.16 (d, J = 8.5 Hz, 2H), 7.05-6.96 (m, 4H), 6.52-6.41 (m, 4H), 3.97-3.83 (m, 16H), 1.86-1.62 (m, 12H), 1.59-0.12
(m, 76H). APCI: m/z calcd for C33H449N;O44Zn 2068.0657, found 2068.0651.

[0070] The characterization data for Y789-OC8 is as following: TH NMR (400 MHz, Chloroform-d) § 10.12 (d, J = 4.5
Hz, 2H), 9.18 (d, J = 4.5 Hz, 2H), 8.79 (d, J = 4.6 Hz, 2H), 8.70 (d, J = 4.6 Hz, 2H), 8.50 (d, J = 7.6 Hz, 1H), 8.28 (d, J
= 8.1 Hz, 2H), 8.12-7.99 (m, 5H), 7.75-7.65 (m, 4H), 7.47 (dd, J = 5.1, 2.0 Hz, 4H), 7.38 (dd, J = 5.6, 3.7 Hz, 2H),
7.25-7.20 (m, 4H), 7.01 (d, J = 8.4 Hz, 4H), 6.94 (d, J = 8.7 Hz, 4H), 3.86 (t, J = 6.6 Hz, 8H), 2.47 (t, J = 7.8 Hz, 4H),
1.62-0.33 (m, 82H). APCI: m/z calcd for C447H433N70gZn 1795.9609, found 1795.9615.

Example 3

Photovoltaic characteristics of dye Y789 and dye Y350

[0071] Inthe dye Y789, quinaxoline moiety is used as the n-conjugated linker between the porphyrin core and anchoring
group being benzoic acid. Said n-conjugated linker, quinaxoline based acceptor, is absent from the dye Y350, of which
the structure is shown in Figure 3.

[0072] Both porphyrin based dyes exhibit absorption maxima in the 400-500 nm and 600-700 nm, with a further
absorption maximum in 300-400 nm for the dye Y789 (see Figures 4A and 4B). The absorption in 600-700 nm of dye
Y789 is quite doubled compared with the absorption of Y350 at these wavelengths. This effect is attributed to the effect
of the insertion of the electron-withdrawing quinaxoline based acceptor as a n-conjugated linker between the porphyrin
and the anchoring group.

[0073] The photovoltaic performance of the two dyes Y789, Y350 was evaluated by using them in the DSCs using
cobalt tris-bipyridine based redox mediator in acetonitrile. The composition of the cobalt electrolyte is as follows: 0.1 M
lithium trifluoromethanesulfonimide (LiTFSI), 0.055 M [Co(bpy)s](TFSI)3, 0.2 M [Co(bpy)3](TFSI),, 0.8 M tert-butyl pyri-
dine (TBP) in acetonitrile. The current-voltage (J-V) characteristics of these devices under simulated one sun illumination
(AM1.5G, 100 mW/cmZ2) are presented in Figures 5A and 5B and Figure 6, and the corresponding photovoltaic data is
summarized in Table 1.

Table 1 Detailed photovoltaic parameters obtained with Y350 and Y789 dyes using cobalt tris-bipyridine redox

electrolyte

Dye Redox Power;, [mW/cm?2] | Jgc [mW/cm2] Voc [mV] FF PCE [%]

9.3 1.67 707 0.78 11.8
Y350 Co2*/Co3* 50.6 8.92 722 0.71 11.5

99 16.19 715 0.69 10.6

9.6 1.92 712 0.76 13.2
Y789 Co2*/Co3* 49.9 9.83 732 0.75 13.5

96.7 17.38 712 0.72 12.0

[0074] By introducing an electro-withdrawing quinoxaline acceptor between the porphyrin core and anchoring benzoic

acid, porphyrin dye Y789 shows a broad absorption covering the whole Visible to near-IR spectral range. Compared
with the reference porphyrin sensitizer Y350 without the quinoxaline acceptor, the new porphyrin dye Y789 bridges the
absorption gap between the Soret band and Q band and shows a red-shifted spectrum (see Figures 4A and B and Figure
6).

[0075] In the study in DSCs using the state-of-art Co*2*3(bipyridine); complex-based electrolyte, high open-circuit
voltage and high energy conversion efficiency of 13.5% at Power;, corresponding up to half sunlight was reached. This
is the highest power conversion efficiency obtained with a single dye sensitized DSC device.
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[0076] Previously, co-sensitization with organic dyes showing complementary absorption spectra, was used to fill the
gap between the Soret band and Q-band. In the case of Y789 dye, itis evident from the IPCE spectrum that the broadening
of the Soret band resulted in the filling of the gap between the Soret band and the Q-bands typically which is not observed
in case of all the porphyrins utilized in the DSCs earlier

[0077] Therefore the introduction of electron-withdrawing group between the porphyrin core and anchoring group
opens a new way to further shift the absorption spectra to further red and improve the energy conversion efficiency of
the porphyrin dye-sensitized solar cells.

Claims

1. A compound of formula (1)

A ANC

)

wherein
- M is selected from Co, Cu, Fe, Mg, Mn, Ni, Si or Zn or M is two H (hydrogen) substituting two pyrrole moieties

constituting the porphyrin core;
- Ais an acceptor group selected from a moiety according to any one of the formulae (1) to (36) and (103) to (107)

@ QN Q Q
.

N N N N

A A
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7 >/—\<

0 R61 R62 R63 R64
— — |
— N
__ N 0 0

N
\ / Ny AN
S—( o ]\ 2/ \S

R* R® 28y R® R* 09y 87 T 30) T 87 T 3 (32)
68
141 N\/N
(35) R (36) 57 (103)
I25 $25
N N‘N AN
\ / N\ /N
|
R (104) R (105) F (106) F F o (107)

wherein R1-R68 and R137-R141 are substituents independently selected from H, C1-C16 alkyl, C1-C16 alkoxy,
C1-C16 thioalkyl, C1-C16 alkoxyalkyl, C4-C16 aryl, C1-C16 arylalkyl or C4-C16 heteroaryl, C4-C16 heteroar-
ylalkyl wherein heteroatoms are selected from O, S, or N;

- Anc is an anchoring group selected from C4-C16 aryl or C4-C16 heteroaryl being further substituted, wherein
heteroatoms are selected from O, S, or N and wherein further substituents are selected from COOH, =0 (keto),
C4-C16 cyanoalkenyl carboxylic acid;

- L4 and L, are substituents independently selected from C4-C16 aryl or C4-C16 heteroaryl being further sub-
stituted or unsubstituted, wherein heteroatoms are selected from O, S, or N and wherein the further substituents
are selected from H, C1-C16 alkyl, C1-C16 alkoxy, C1-C16 thioalkyl, C1-C16 alkoxyalkyl, C4-C16 aryl, C1-C16
arylalkyl or C4-C16 heteroaryl, C4-C16 heteroarylalkyl wherein heteroatoms are selected from O, S, or N;

- Ar, and Ar, are donor substituents being selected from C4-C16 aryl, C8-C32-diaryl, C4-C16 heteroaryl being
further substituted or unsubstituted, wherein heteroatoms are selected from O, S, or N and wherein the further
substituents are selected from H, C1-C16 alkyl, C1-C16 alkoxy, C1-C16 thioalkyl, C1-C16 alkoxyalkyl, C4-C16
aryl, C1-C16 arylalkyl or C4-C16 heteroaryl, C4-C16 heteroarylalkyl wherein heteroatoms are selected from O,

S, or N.

2. The compound of formula (1) of claim 1, wherein Anc is selected from one moiety according to any one of formulae
(37) to (53)
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COOH
COOH

——- COOH -
o, "L -0
(3 7) COOH (3 3) COOH (3 9) (40)

O
COOH - C

COOH O ----O—COOH -4\ —COOH
N

(41) O (42) (43) (44)
N= —N —N
-4 COOH (_ COOH -4 p)—CooH  _J/ \
}\l} (45) Nj— (46) <\:N 47) Q\COOH(%)
N / \
—”@\COOH "'QI\}\COOH s
“"No” ~COOH (49) R6° (50) 70 51) NG COOH(SZ)
N—cooH
NC (53)

wherein R and R70 are substituents independently selected from H, C1-C16 alkyl, C1-C16 alkoxy, C1-C16 thioalkyl,
C1-C16 alkoxyalkyl, C4-C16 aryl, C1-C16 arylalkyl or C4-C16 heteroaryl, C4-C16 heteroarylalkyl wherein heter-
oatoms are selected from O, S, or N.

The compound of formula () according to any one of the preceding claims, wherein L, and L, are independently
selected from a moiety according to any one of formulae (54) to (65)

| or’! i OR™2 OR\Q/ \©/
© (54) i (55) OR™  (56) R (57)
ORf(i;/ORSO ! | |
/©\ 83 84" : R OR87/©\0R88
SR81 (58) Raz R (59) R Rss (60) OR89 ©1)
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©
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©
s

OR OR oR"®

92 o7
95
or% o3 OR OR 06 R ___ﬂ\ 99 "'Q\SRmO

OR (62) OR 63) 87 R (64 (65)

wherein R71-R100 gre substituents independently selected from H, C1-C16 alkyl, C1-C16 alkoxy, C1-C16 thioalkyl,
C1-C16 alkoxyalkyl, C4-C16 aryl, C1-C16 arylalkyl or C4-C16 heteroaryl, C4-C16 heteroarylalkyl wherein heter-
oatoms are selected from O, S, or N.

The compound of formula (I) according to any one of the preceding claims, wherein Ar; and Ar, are independently
selected from a moiety according to any one of formulae (66) to (88)

S Q Qe (0 AL

(66) ©7) R (68) R 69" (70)

R (71) (72) OR' (73) SR

~« )~
0
2
R
B
o
m_\
N
Y
P ~
5 B
©

NN AN X
4 &b o
81) Q 82) P (83) N (34) Q\Rm(%)
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"’U\SR1 36

f N
- SR'®® IIQMZ

ﬂ\ 134
®6) O (87)

" Ng” TSR (38)

wherein R101-R136 and R142 are substituents independently selected from H, C1-C16 alkyl, C1-C16 alkoxy, C1-C16
thioalkyl, C1-C16 alkoxyalkyl, C4-C16 aryl, C1-C16 arylalkyl or C4-C16 heteroaryl, C4-C16 heteroarylalkyl wherein
heteroatoms are selected from O, S, or N.

5. The compound of formula (I) according to any one of the preceding claims, wherein A is selected from a moiety
according to any one of the formulae (1)-(12), (14), (15), (25), (27), (30), and (31).

6. The compound of formula (I) according to any one of the preceding claims, wherein Anc is selected from a moiety
according to any one of the formulae (37) to (47).

7. The compound of formula (I) according to any one of the preceding claims, wherein Ary and Ar, are selected from
a moiety according to any one of the formulae (67), (75) to (81).

8. The compound of formula () according to any one of the preceding claims, wherein L, and L, are selected from a
moiety according to any one of the formulae (55) to (58).

9. The compound of formula (1) according to any one of the preceding claims, wherein Ar{ and Ar, are identical moieties.

10. The compound of formula (I) according to any one of the preceding claims, wherein L; and L, are identical moieties.

11. The compound of formula (I) according to any one of the preceding claims, wherein Ar, and Ar, are moiety (77).

12. The compound of formula (I) according to any one of the preceding claims, wherein L4 and L, are moiety (55).

13. Use of a compound of formula (l) according to any one of claims 1 to 12 as a dye or a sensitizing compound in an
electrochemical or optoelectronic device.

14. An electrochemical or optoelectronic device comprising a dye being a compound of formula (1) according to any
one of claims 1 to 12.

15. The device according to claim 14, wherein said device is selected from an electrochemical device, a photo-electro-
chemical device, an optoelectronic device, a light emitting device, an electrochromic or photo-electrochromic device,
an electrochemical sensor, an electrochemical display or a dye sensitized solar cell.

Patentanspriiche

1. Verbindung der Formel (1)

i Anc

(D

wobei
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-M aus Co, Cu, Fe, Mg, Mn, Ni, Si oder Zn ausgewabhlt ist oder M flr zwei H (Wasserstoff), die zwei Pyrrolgrup-

pierungen, die den Porphyrinkern bilden, substituieren, steht;

- A fiir eine Akzeptorgruppe steht, die aus einer Gruppierung gemaf einer der Formeln (1) bis (36) und (103)

bis (107) ausgewahlt ist:

RBS
3
@.N\
N
i/
o - H‘O\ MSM
VY N7 ¥
VA g S
T TN AT m F/ )
R e YN o Y @
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138
I}’, st st
N r\ll s}
g Nt \N ra b
\ / Nx .’N
140
(104) R (105) F (106) F F@on

wobei R1-R88 und R137-R141 f{ir Substituenten stehen, die unabhangig aus H, C1-C16-Alkyl, C1-C16-Alkoxy,
C1-C16-Thioalkyl, C1-C16-Alkoxyalkyl, C4-C16-Aryl, C1-C16-Arylalkyl oder C4-C16-Heteroaryl, C4-C16-He-
teroarylalkyl ausgewahlt sind, wobei Heteroatome aus O, S oder N ausgewahlt sind;

Anc fir eine Ankergruppe steht, die aus C4-C16-Aryl oder C4-C16-Heteroaryl, das weiter substituiert ist, aus-
gewahlt ist, wobei Heteroatome aus O, S oder N ausgewahlt sind und wobei weitere Substituenten aus COOH,
=0 (Keto), C4-C16-Cyanoalkenylcarbonsaure ausgewahlt sind;

- L4 und L, fur Substituenten stehen, die unabhangig aus C4-C16-Aryl oder C4-C16-Heteroaryl, das weiter
substituiert oder unsubstituiert ist, ausgewahlt sind, wobei Heteroatome aus O, S oder N ausgewahlt sind und
wobei die weiteren Substituenten aus H, C1-C16-Alkyl, C1-C16-Alkoxy, C1-C16-Thioalkyl, C1-C16-Alkoxyalkyl,
C4-C16-Aryl, C1-C16-Arylalkyl oder C4-C16-Heteroaryl, C4-C16-Heteroarylalkyl ausgewahlt sind, wobei He-
teroatome aus O, S oder N ausgewahlt sind;

- Ar;y und Ar, fur Donorsubstituenten stehen, die aus C4-C16-Aryl, C8-C32-Diaryl, C4-C16-Heteroaryl, das
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weiter substituiert oder unsubstituiert ist, ausgewahlt sind, wobei Heteroatome aus O, S oder N ausgewahlt
sind und wobei die weiteren Substituenten aus H, C1-C16-Alkyl, C1-C16-Alkoxy, C1-C16-Thioalkyl, C1-C16-
Alkoxyalkyl, C4-C16-Aryl, C1-C16-Arylalkyl oder C4-C16-Heteroaryl, C4-C16-Heteroarylalkyl ausgewahlt sind,
wobei Heteroatome aus O, S oder N ausgewahlt sind.

Verbindung der Formel (I) nach Anspruch 1, wobei Anc aus einer Gruppierung gemaR einer der Formeln (37 bis
(53) ausgewahlt ist:

COOH
COOH

‘ - COOH :
e, L, 2y
(37) COOH (38) COOH (39) (40)

" )-coo
Q COOH
' (41)

N= =N =N
<}\1 :/>-—COOH(45) (}\1— J—COOH(%) <\: I\{>—COOH ___Q\COOH

(47)

| N m
f‘ﬂ\cow fjilcoﬁm s

”ﬂCOOH l?lsg 1}'70 \ COOH
© 49 R (50) R (1) NC (52)
M*COOH
NC (53)

wobei R89 und R70 fir Substituenten stehen, die unabhangig aus H, C1-C16-Alkyl, C1-C16-Alkoxy, C1-C16-Thio-
alkyl, C1-C16-Alkoxyalkyl, C4-C16-Aryl, C1-C16-Arylalkyl oder C4-C16-Heteroaryl, C4-C16-Heteroarylalkyl ausge-
wahlt sind, wobei Heteroatome aus O, S oder N ausgewahlt sind.

Verbindung der Formel (l) nach einem der vorhergehenden Anspriiche, wobei L4 und L, unabhéngig aus einer
Gruppierung geman einer der Formeln (54) bis (65) ausgewahlt sind:

g :
; ; or® A _OR™ Daﬂéroa”
1 [ 72
(54) (55) )

OR™ sy  R"  (s7)

33



15

20

25

30

35

40

45

50

55

EP 3 080 206 B9

! | i
0R7g ORBO 1
85 Ba
@ 83 84 R 87" OR
81 & : R R OR
SR™ (s8R (59) R (60) oR” (61
i !
‘ i ORQT OR94 QR93
or® QSORgz ORQ5 960R97 _-—ﬂ\ 99 _ﬂ 100
OR (62) oR*®  (63) 8T R 64y 87 SR g5

wobei R71-R100 f{ir Substituenten stehen, die unabhangig aus H, C1-C16-Alkyl, C1-C16-Alkoxy, C1-C16-Thioalkyl,
C1-C16-Alkoxyalkyl, C4-C16-Aryl, C1-C16-Arylalkyl oder C4-C16-Heteroaryl, C4-C16-Heteroarylalkyl ausgewahlt
sind, wobei Heteroatome aus O, S oder N ausgewahlt sind.

Verbindung der Formel (I) nach einem der vorhergehenden Anspriiche, wobei Ar; und Ar, unabhangig aus einer
Gruppierung geman einer der Formeln (66) bis (88) ausgewahlt sind:

5.,Q, @ & A

R 61 R (68) 6~ 0y

i @
" ay R (7 R (73 SR”Q(74)<75> OR"*(76)
C @ 5
‘ R128
- >
] R129
@ O 125 or'? O
orR™' 77y OR" (78) (79) (80)
, s 1
SV = =
| | » e
Z (32) " @3) N (34) Qﬁm(sa
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) s IT14z
(86) O (87) R (88)

= S SR
wobei R101-R 136 und R142 fiir Substituenten stehen, die unabhangig aus H, C1-C16-Alkyl, C1-C16-Alkoxy, C1-C16-
Thioalkyl, C1-C16-Alkoxyalkyl, C4-C16-Aryl, C1-C16-Arylalkyl oder C4-C16-Heteroaryl, C4-C16-Heteroarylalkyl
ausgewahlt sind, wobei Heteroatome aus O, S oder N ausgewahlt sind.

Verbindung der Formel (I) nach einem der vorhergehenden Anspriiche, wobei A aus einer Gruppierung geman
einer der Formeln (1)-(12), (14), (15), (25), (27), (30) und (31) ausgewahlt ist.

Verbindung der Formel (l) nach einem der vorhergehenden Anspriiche, wobei Anc aus einer Gruppierung gemaf
einer der Formeln (37) bis (47) ausgewahlt ist.

Verbindung der Formel (I) nach einem der vorhergehenden Anspriiche, wobei Ar; und Ar, aus einer Gruppierung
gemal einer der Formeln (67), (75) bis (81) ausgewabhlt sind.

Verbindung der Formel (I) nach einem der vorhergehenden Anspriiche, wobei L, und L, aus einer Gruppierung
gemal einer der Formeln (55) bis (58) ausgewahlt sind.

Verbindung der Formel () nach einem der vorhergehenden Anspriiche, wobei Ar; und Ar, flir identische Gruppie-
rungen stehen.

Verbindung der Formel (I) nach einem der vorhergehenden Anspriiche, wobei L ; und L, fiiridentische Gruppierungen
stehen.

Verbindung der Formel (I) nach einem der vorhergehenden Anspriiche, wobei Ar; und Ar, fuir Gruppierung (77)
stehen.

Verbindung der Formel (1) nach einem der vorhergehenden Anspriliche, wobei L, und L, fir Gruppierung (55) stehen.

Verwendung einer Verbindung der Formel (1) nach einem der Anspriiche 1 bis 12 als Farbstoff oder sensibilisierende
Verbindung in einer elektrochemischen oder optoelektronischen Vorrichtung.

Elektrochemische oder optoelektronische Vorrichtung, umfassend einen Farbstoff, bei dem es sich um eine Ver-
bindung der Formel (1) nach einem der Anspriiche 1 bis 12 handelt.

Vorrichtung nach Anspruch 14, wobei die Vorrichtung aus einer elektrochemischen Vorrichtung, einer photoelek-
trochemischen Vorrichtung, einer optoelektronischen Vorrichtung, einer lichtemittierenden Vorrichtung, einer elek-
trochromen oder photoelektrochromen Vorrichtung, einem elektrochemischen Sensor, einer elektrochemischen
Anzeige oder einer farbstoffsensibilisierten Solarzelle ausgewahlt ist.

Revendications

1.

Composeé de formule (l)
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ANc

L1 )

dans lequel

- M est choisi parmi Co, Cu, Fe, Mg, Mn, Ni, Si ou Zn ou M est deux H (hydrogéne) substituant deux fragments
pyrrole constituant le noyau porphyrine ;

- A est un groupe accepteur choisi parmi un fragment selon 'une quelconque des formules (1) a (36) et (103)
a (107)

G" 5) %} (6) @ (7 (8)
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$68
N S
N
|$67 ) » o
N _o = -
— OF N7 =0
N N
Y i | 1an 4

N @35 R (36) S (103)

$25 R
N”N‘N /N'\
\ Nx /N
(104) (105) F (106) F F o107

dans lesquelles R 4 R88 et R137 3 R141 sont des substituants indépendamment choisis parmi H, alkyle en C1-
C16, alcoxy en C1-C16, thioalkyle en C1-C16, alcoxyalkyle en C1-C16, aryle en C4-C16, arylalkyle en C1-C16
ou hétéroaryle en C4-C16, hétéroarylalkyle en C4-C16 ou les hétéroatomes sont choisis parmi O, S ou N ;

- Anc est un groupe d’ancrage choisi parmi aryle en C4-C16 ou hétéroaryle en C4-C16 étant en outre substitués,
ou les hétéroatomes sont choisis parmi O, S ou N et ou les substituants supplémentaires sont choisis parmi
COOH, =0 (céto), acide (cyanoalcényle en C4-C16)carboxylique ;

- L4 et L, sont des substituants indépendamment choisi parmi aryle en C4-C16 ou hétéroaryle en C4-C16 étant
en outre substitués ou non substitués, ou les hétéroatomes sont choisis parmi O, S ou N et ou les substituants
supplémentaires sont choisis parmi H, alkyle en C1-C16, alcoxy en C1-C16, thioalkyle en C1-C16, alcoxyalkyle
en C1-C16, aryle en C4-C16, arylalkyle en C1-C16 ou hétéroaryle en C4-C16, hétéroarylalkyle en C4-C16 ou
les hétéroatomes sont choisis parmi O, S ou N ;

- Ar, et Ar, sont des substituants donneurs étant choisis parmi aryle en C4-C16, diaryle en C8-C32, hétéroaryle
en C4-C16 étant en outre substitués ou non substitués, ou les hétéroatomes sont choisis parmi O, S ou N et
ou les substituants supplémentaires sont choisis parmi H, alkyle en C1-C16, alcoxy en C1-C16, thioalkyle en
C1-C16, alcoxyalkyle en C1-C16, aryle en C4-C16, arylalkyle en C1-C16 ou hétéroaryle en C4-C16, hétéroa-
rylalkyle en C4-C16 ou les hétéroatomes sont choisis parmi O, S ou N.

2. Composé de formule (I) selonlarevendication 1, dans lequel Anc est choisi parmi un fragment selon’'une quelconque
des formules (37) a (53)

COOH
COOH
COOH
*~—GOOH
(37) COOH (38) COOH (39)

(40)

-

© (42) (44)
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N= =N =N
<|\\1 }—COOH (I\\l_ _/)—COOH <\: /)—COOH -"@COOH

(45) (46) N (47) (48)
N / A\
*‘“QCOOH -*"Qr}\coaﬁ s
Tho M ey KT s RT sy NeT 00,

Yo
NC

dans lesquelles R89 et R70 sont des substituants indépendamment choisis parmi H, alkyle en C1-C16, alcoxy en
C1-C16, thioalkyle en C1-C16, alcoxyalkyle en C1-C16, aryle en C4-C16, arylalkyle en C1-C16 ou hétéroaryle en
C4-C16, hétéroarylalkyle en C4-C16 ou les hétéroatomes sont choisis parmi O, S ou N.

(53)

Composé de formule (l) selon 'une quelconque des revendications précédentes, dans lequel L, et L, sont indé-
pendamment choisis parmi un fragment selon I'une quelconque des formules (54) a (65)

" 92 a7
. ~OR or* Y LOR . ﬂ\RQQ B @sm””

OR (62) OR 63) S (64) S (65)

dans lesquelles R71 & R100 sont des substituants indépendamment choisis parmi H, alkyle en C1-C16, alcoxy en
C1-C16, thioalkyle en C1-C16, alcoxyalkyle en C1-C16, aryle en C4-C16, arylalkyle en C1-C16 ou hétéroaryle en
C4-C16, hétéroarylalkyle en C4-C16 ou les hétéroatomes sont choisis parmi O, S ou N.

Composé de formule (I) selon I'une quelconque des revendications précédentes, dans lequel Arq et Ar, sont indé-
pendamment choisis parmi un fragment selon I'une quelconque des formules (66) a (88)
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F2113 N RHE (72) OR118(73) SR (74) (75) QRHUGG)
0R122
" Q.
121 123

OR (77) OR

131

i
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M@SRm

M Y N
Q\SR 6) 0 SR g W gy

e

dans lesquelles R101 3 R136 et R142 sont des substituants indépendamment choisis parmi H, alkyle en C1-C16,
alcoxy en C1-C16, thioalkyle en C1-C16, alcoxyalkyle en C1-C16, aryle en C4-C16, arylalkyle en C1-C16 ou hété-
roaryle en C4-C16, hétéroarylalkyle en C4-C16 ou les hétéroatomes sont choisis parmi O, S ou N.

Composeé de formule (I) selon I'une quelconque des revendications précédentes, dans lequel A est choisi parmi un
fragment selon I'une quelconque des formules (1) a (12), (14), (15), (25), (27), (30) et (31).

Composeé de formule () selon 'une quelconque des revendications précédentes, dans lequel Anc est choisi parmi
un fragment selon I'une quelconque des formules (37) a (47).
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12.

13.

14.

15.

EP 3 080 206 B9

Composé de formule (1) selon I'une quelconque des revendications précédentes, dans lequel Ar, et Ar, sont choisis
parmi un fragment selon I'une quelconque des formules (67), (75) a (81).

Composé de formule (1) selon 'une quelconque des revendications précédentes, dans lequel L4 et L, sont choisis
parmi un fragment selon I'une quelconque des formules (55) a (58).

Composé de formule (I) selon I'une quelconque des revendications précédentes, dans lequel Ar, et Ar, sont des
fragments identiques.

Composé de formule (I) selon 'une quelconque des revendications précédentes, dans lequel L et L, sont des
fragments identiques.

Composé de formule (I) selon I'une quelconque des revendications précédentes, dans lequel Ar; et Ar, sont un
fragment (77).

Composé de formule (l) selon I'une quelconque des revendications précédentes, dans lequel L, et L, sont un
fragment (55).

Utilisation d’'un composé de formule (1) selon I'une quelconque des revendications 1 a 12 en tant que colorant ou
composé sensibilisateur dans un dispositif électrochimique ou optoélectronique.

Dispositif électrochimique ou optoélectronique comprenant un colorant étant un composé de formule (I) selon 'une
quelconque des revendications 1 a 12.

Dispositif selon la revendication 14, ledit dispositif étant choisi parmi un dispositif électrochimique, un dispositif
photoélectrochimique, un dispositif optoélectronique, un dispositif électroluminescent, un dispositif électrochromique
ou photoélectrochromique, un capteur électrochimique, un affichage électrochimique ou une cellule solaire sensi-
bilisée par colorant.
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Figure 1
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