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The successive preparation ofZr-Ph CP was confirmed and investigated via FTIR and Raman 

analysis. Table S1 represents the observed Raman and FTIR peaks and their possible 

assignments supported with references. A Raman spectrum can be divided into three main 

regions where the first one is the low wavenumber region (below 300 cm1), which is assigned to 

lattice vibrations. The disappearance and/or change of lattice vibration peaks upon formation of 

CP from phthalic acid indicate that crystal is changed by any means to form a new product[1-4]. 

As mentioned in literatures, the main lattice vibration bands for neat solid state phthalic acid are 

present at 137, 168, and 375 [5-8]. Upon formation of CP, on the other hand, two notable sharp 

peaks appear at 87, and 112 cm1. In addition to two weak peaks appear at 210, and 230cm-1 

within thelattice vibrations region of the product spectrum. Since lattice vibrations are unique for 

a given crystalline substance, this peak can be sought as identification of the formation of CP[1]. 

Moreover, the weak peaks at 210 and 230 cm−1 could beassignable to the Zr+4⋯ O vibration 

appears, which may indicate that not only the π and π* orbitals but also the oxygen lone pair 

electrons of carboxylate groups take part in the interaction with the Zr+4[9-11]. In general, the 

observed dramatic change in the lattice vibrations region of the product, MOF, with respect to 

that of phthalic acid indicates a successful synthesis of crystalline Zr-Ph CP. In addition, it may 

confirm the complete conversion of phthalic acid to a new pure product since no lattice vibration 

peaks of phthalic acid are still present in Zr-Ph CP spectrum. 

The second region of Raman spectrum may be assigned as the fingerprint region which 

lies in the range 300-1800 cm1 [12, 13]. Typical Raman peaks of neat solid state phthalic acid 

normally appear at 372, 438, 547, 643, 694,739, 772, 799, 894, 1005, 1045, 1142, 1175, 1264, 

1304, 1427, 1496, 1591, and 1710cm1 [6, 14-16]. 

On the other hand, the Raman peaks of Zr-Ph CPappears at 378, 412, 436, 646.5, 769, 

798, 858, 1008, 1167, 1263, 1302, 1411.5, 1432.5, 1449, 1495, 1585, 1599, 1639.5, and 1662 

cm1. Regarding the Raman spectrum of Zr-Ph CP, it is obvious that the phthalic acid fingerprint 

peaks are collectively still present with some shifts. Furthermore, these peaks become more 

intense relative to those of phthalic acid. The observed weak peaks at 378, 142, and 436 could be 

attributed to C-H out of plane bending [9, 14]. Furthermore, the COO–Bending modes were 



observed in Raman spectrum at 646.5, 769, 798, and weak shoulder at 858 cm-1. These peaks are 

confirmed as the corresponding within the FTIR spectrum, were detected at 551.4, 636.4, 664.8, 

734.2, 793, and 833.4 cm-1. Furthermore, these results also provide clear evidence of the 

efflorescence of phthalic acid as phthalate anions coordinated with metallic cations incorporated 

within the MOF structure [9, 11, 14, 17]. Moreover, the C-H bending modes and ring breathing 

modes were not notable in Raman spectrum, but observed in the FTIR spectrum at 895.8, 973.8, 

1003.5, and 1046 cm-1[3, 9, 11]. 

Additionally, the ortho-disubstituted benzene vibration observed at 1146.7 and 1271.4 

cm-1 in the FTIR spectrum and confirmed in the Raman spectrum as observed at 1167, 1263 cm-1 

[3, 9, 10, 14, 17]. Further COO– stretching modes and benzene ring stretching modes were 

observed in the Raman spectrum at 1411.5, 1432.5, 1449, 1585, 1599, 1639.5, 1662 cm-1. In 

addition, the FTIR confirm theses assignments at 1400.4, 1493.9, 1543.5, 1578, and 1672 cm-1[3, 

9-11, 18]. The absence of the characteristic carbonyl stretching frequency at ~1710cm-1 confirm 

to the presence of phthalate anion -2 in CP structure incorporated with metallic cations [3, 19]. 

The presence of more than two bands in the carboxylate stretching region suggests the existence 

of at least two different carboxylates or two different complexes [10]. In addition, when carboxyl 

groups interacted with metallic ion species, it may hinder the carbonyl stretching [10]. The 

possibility of having phthalate anions coordinated with metallic cations incorporated within the 

MOF structure was confirmed again as some references referred the assignment of some of the 

pervious peaks to stretching modes of COO–- metal coordination [3, 9-11]. 

The possible COO–- Zr4+coordination bonding scheme could be proposed as being a σ-

coordination, via the donation of oxygen lone pair electrons to Zr4+, and the other a π-

coordination via the donation of π-electrons of the carboxylate group(s) to Zr4+ accompanied by a 



metal-to- carboxylate π* back-donation [11]. Based on the binding mechanism a different 

orientation of the adsorbing species on the surface could be adopted: a σ type coordination will 

result in a vertical orientation on the surface, while a π type coordination will result in a parallel 

orientation. The last region over 1800cm-1 comprises mainly the CH vibrations. Nonetheless, it 

is informative that the ring C–H stretching bands such are observed distinctly at 3082 and 3034 

cm-1 in case of Raman spectrum of neat solid state phthalic acid and at 3068 cm−1 in the FTIR 

spectrum[2, 6, 9]. 

At the same region, it was obvious that the O-H starching band at ~3500 cm-1 is also 

obscured in the Zr-Ph CPspectrum [9],which may be attributed due to the distortion of OH 

groups of phthalic molecule in the Zr-Ph CP structure. Hence, there are probably no conditions 

for the strong coupling giving O-H bands caused by intermolecular hydrogen bonds O-H…O 

type, like in the crystal of phthalic acid alone [20]. Moreover, The weak IR absorption bands 

appear near 2525 cm-1 and 2888 cm-1 are corresponding to O-H stretching of carboxyl group and 

C-H stretching (superimposed upon O-H stretching), respectively [21]. These weak peaks may 

indicate possible traces residual unprotonated hydroxyl group incorporated in CP structure.All 

these data confirm that the bridging coordination is realized via the hydroxy oxygen atoms of 

phthalic  acid, which being deprotonated and the COO– group is acting as a unidentate ligand 

[22]. The significant change in this region of the Raman and FTIR spectra of the Zr-Ph 

CPconfirms the difference of orientation of phthalate molecules in the product rather than of pure 

phthalic acid.Moreover, when a ligand coordinates to a metal atom, new modes of vibration not 

present in the free ligand may become infrared or Raman active [23]. The previous discussion 

leads to the conclusion and confirmation of coordination of Zr4+ cations with COO–groups as 



expected merely because of the coordination of COO–of phthalate molecules with Zr cations, 

which changes the electronic environment of the phthalate.

Table S1 Assignment of the Raman and FTIR peaks.

FTIR Raman
ν, cm-1 ν, cm-1

Assignment References

85 lattice vibrations Zr-Ph CP
114 lattice vibrations Zr-Ph CP

163(vw) lattice vibrations Zr-Ph CP
210(vw) Metal –O coordination [9, 11]
231(vw) Metal –O coordination [9-11]
378(w) C-H out of plane Bending [9, 14]
412(vw) C-H out of plane Bending [9]
436 (vw) C-H out of plane Bending [9, 14]

551.4s COO–Bending mode [9]
636.4w 646.5 COO–Bending mode (COO–Metal coordination) [9, 17]
664.8w COO–Bending mode [9]
734.2s 769 COO–Bending mode (COO–Metal coordination) [11, 17]

793 798 COO–Bending mode (COO–Metal coordination) [11, 17]
833.4vw COO–Bending mode [14]

858(w-sh) Ring breathing
Bending mode COO–

[9]
[9, 11, 14]

895.8s C-H Bending [9]
973.8w C-H Bending [9]
1003.5w 1008(vw) C-H Bending [3, 9, 11]

1064s Ring breathing [9-11]
1146.7s 1167 ortho-disubstituted benzene vibration [24]
1271.4vs 1263 ortho-disubstituted Benzene vibration [3, 9, 10, 14, 

17]
1302(w) O-H Bending deformation [14]

1400.4vs ν COO–

stretching COO– Metal coordination
[3, 9, 10]

[10]
1411.5(w) ν COO– [10]
1432.5(w) ν COO– [10]
1449(w) Benzene ring stretching [10]

1493.9w 1495 Benzene ring stretching
ν COO– Asymmetric

 (metal-carboxylate coordination) 

[3, 9, 10, 18]
[11]

1543.5w stretching COO–  Metal coordination [3, 9-11]
1578.9s 1585(sh) Benzene ring stretchingl

stretching COO–  Metal coordination
[3, 9]
[10]

1599 ν COO– [10, 18]
1639.5(vw) ν C=O [6, 14]

1672.5s 1662(vw) ν C=O [6, 10, 15]
2522vw O-H stretching of carboxyl group [21]



2649.1vw C-H stretching (superimposed upon O-H stretching) [21]

Section S3. BET and pore size distribution analysis.

Figure S2 A shows the BET adsorption-desorption isotherm of Zr-Ph CP. The BET 

surface area was 8 m2/g. Figure S2 B shows the pore size distribution of Zr-Ph CP, it was 

estimated to be 3 nm with is larger than MB and MO.

Figure S2. (A) N2 isotherms, and (B) pore size distribution of the Zr-Ph CP.

References.

1. Mayo, D.W., F.A. Miller, and R.W. Hannah, Course notes on the interpretation of infrared and 
Raman spectra. 2004: John Wiley & Sons.

2. Goel, N., N. Sinha, and B. Kumar, Enhanced optical, NLO, dielectric and thermal properties of 
novel sodium hydrogen phthalate single crystals doped with zinc. Optical Materials, 2013. 35(3): 
p. 479-486.

3. Loring, J.S., et al., Infrared spectra of phthalic acid, the hydrogen phthalate ion, and the 
phthalate ion in aqueous solution. Spectrochimica Acta Part A: Molecular Biomolecular 
Spectroscopy, 2001. 57(8): p. 1635-1642.

4. Arunkumar, A. and P. Ramasamy, Growth and characterization of ammonium acid phthalate 
single crystals. Optical Materials, 2013. 35(6): p. 1151-1156.

5. Miniewicz, A., et al., Low-frequency Raman and infrared scatterings in single crystals of sodium 
acid phthalate, NaC8H5O4 · ½H2O. Journal of Raman Spectroscopy, 1990. 21(3): p. 177-183.

6. Joo, S.W., et al., Adsorption and stability of phthalic acid on a colloidal silver surface: 
surface-enhanced Raman scattering study. Journal of Raman Spectroscopy, 2000. 31(3): p. 145-
150.

7. Gao, J., et al., Adsorption of benzoic acid, phthalic acid on gold substrates studied by surface-
enhanced Raman scattering spectroscopy and density functional theory calculations. 
Spectrochimica Acta Part A: Molecular Biomolecular Spectroscopy, 2013. 104: p. 41-47.



8. Belle, J.M., D.L. Stokes, and T. Vo Dinh, Correspondence. Direct Characterization of the Phtalic 
Acid Isomers in Mixtures Using Surface-Enhanced Raman Scattering. Analytical Chemistry, 1990. 
62(13): p. 1350-1351.

9. Varghese, H.T., et al., IR, Raman and SERS spectra of disodium terephthalate. Spectrochimica 
Acta Part A: Molecular Biomolecular Spectroscopy, 2007. 68(3): p. 817-822.

10. Klug, O. and W. Forsling, A spectroscopic study of phthalate adsorption on γ-aluminum oxide. 
Langmuir, 1999. 15(20): p. 6961-6968.

11. Tourwé, E., K. Baert, and A. Hubin, Surface-enhanced Raman scattering (SERS) of phthalic acid 
and 4-methyl phthalic acid on silver colloids as a function of pH. Vibrational Spectroscopy, 2006. 
40(1): p. 25-32.

12. Ramos, I.R.M., A. Malkin, and F.M. Lyng, Current advances in the application of Raman 
spectroscopy for molecular diagnosis of cervical cancer. BioMed research international, 2015. 
2015.

13. Chen, X., et al., Interaction of melamine molecules with silver nanoparticles explored by surface-
enhanced raman scattering and density functional theory calculations. Applied spectroscopy, 
2013. 67(5): p. 491-497.

14. Gao, J., et al., Adsorption of benzoic acid, phthalic acid on gold substrates studied by surface-
enhanced Raman scattering spectroscopy and density functional theory calculations. 
Spectrochimica Acta Part A: Molecular and Biomolecular Spectroscopy, 2013. 104: p. 41-47.

15. Belle, J.M., D.L. Stokes, and T. Vo Dinh, Correspondence: Direct Characterization of the Phtalic 
Acid Isomers in Mixtures Using Surface-Enhanced Raman Scattering. Analytical Chemistry, 1990. 
62(13): p. 1350-1351.

16. Osterrothová, K. and J. Jehlička, Raman spectroscopic identification of phthalic and mellitic acids 
in mineral matrices. Spectrochimica Acta Part A: Molecular Biomolecular Spectroscopy, 2010. 
77(5): p. 1092-1098.

17. Mavrin, B.N., et al., Raman spectra of potassium, rubidium, and thallium hydrogen phthalates. 
Optics spectroscopy, 2006. 100(6): p. 862-868.

18. Lumme, P. and J. Tummavouri, Phthalic acid as a reagent in inorganic qualitative analysis of 
metal ions. Part. II. Thermogravimetric. Differential thermal and infrared-spectral studies of iron 
(III), chromium (III), and aluminium (III) compounds precipitated with hydroxyl and phthalate ions 
and of potassium biphthalate. Acta Chem. Scand.

1973. 27: p. 2287-2303.
19. Zhou, Q., et al., Confocal Raman studies of the evolution of the physical state of mixed phthalic 

acid/ammonium sulfate aerosol droplets and the effect of substrates. The Journal of Physical 
Chemistry B, 2014. 118(23): p. 6198-6205.

20. Marchewka, M.K., Infrared and Raman spectra of melaminium chloride hemihydrate. Materials 
Science and Engineering: B, 2002. 95(3): p. 214-221.

21. Mishra, M.K., Fourier transform infrared spectrophotometry studies of chromium trioxide-
phthalic acid complexes. Chemical Science Transactions, 2016. 5(3): p. 770-774.

22. Gencheva, G., et al., Synthesis and structure of a new dimeric Pt (II)-Pt (III) complex with o-
phthalic acid. Synthesis reactivity in inorganic metal-organic chemistry, 1998. 28(4): p. 515-527.

23. Socrates, G., Infrared and Raman characteristic group frequencies: tables and charts. 2001: John 
Wiley & Sons.

24. Colombo, L., V. Volovšek, and M. Lepostollec, Vibrational analysis and normal coordinate 
calculations of the o-phthalic acid molecule. Journal of Raman spectroscopy

1984. 15(4): p. 252-256.




